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Preface

Almost four decades have passed since Maiman invented the ruby (Cr’*: ALOs)
laser. The intervening years have witnessed many major achievements and much
innovation, culminating in a plethora of devices that impinge in many walks of life.
Fundamental studies and technology have been pursued with vigour, separately and
in tandem, with resulting applications in materials and device processing, optical,
communication and information sciences, and medical and paramedical sciences.
Such applications have the potential to materially transform our everyday living at
home, at work and at leisure. Optical devices that were once regarded as
revolutionary but which are taken now for granted include the fibre laser,
responsible for dramatically improving the quality and cost of intercontinental
telephone calls, and the compact disc, now the ubiquitous storage medium for
optical information. The scope of optical materials discussed in this monograph is
very broad, indicating the potential sweep of exciting and novel developments in the
short and long term futures.

Ruby lasers of the kind invented by Maiman, and discussed in this monograph,
operate on the Cr** R-line emission near 694 nm: they are pumped by the ruby’s
absorption of some of the visible light from a xenon flashlamp. The He—Ne laser was
reported soon thereafter, since when laser action has been observed on many
thousands of transitions in the gas phase, including 200 or so on neutral Ne alone.
Pulsed N> (337 nm) and CW He—Ne lasers (633 nm, 1.15 pm and 3.39 um), the Ar*
(488 nm, 514 nm) and Kr* ion (647 nm) lasers and the CO (10 pm) laser are among
the numerous commercially developed gas lasers. The many gas, liquid and solid
state lasers currently available provide coherent light outputs that can be single
frequency, tunable, continuous wave (CW) or pulsed. Irrespective of the gain
medium or output all lasers involve the processes of stimulated absorption,
stimulated emission and spontaneous emission that were identified by Einstein in
1917. Tremendous advances have been made in the development of solid state lasers
since the invention of the ruby laser. Complicit in these developments have been
diverse theoretical and experimental scientists, technologists and engineers. A major
attraction of this field has been its multi-disciplinarity, which requires a mastery of
quantum mechanics and electromagnetic theory, of spectroscopy and optics, of
materials science, crystallography and crystal growth as well as diverse elements of
engineering. Research and development funding from industry, government
agencies, research councils and foundations provides a dynamism that continues
to attract many inventive researchers.

xiii



Xiv Preface

This text does not deal with laser engineering. Rather does it discuss the basic
physical concepts that determine laser gain and nonlinear frequency conversion in
optical crystals and their applications in solid state lasers. As a precursor to the main
themes, Chapter 1 presents a purview of the operating principles of lasers, comparing
three-level with four-level pumping, CW with pulsed operation and low power with
high power lasers. Some of the discussion and theoretical results from subsequent
chapters are anticipated and used to this end. Chapter 2 introduces the reader to
formal group theory, describing the actions of symmetry operators that facilitate the
codification of the atomic structures of solids into crystal classes, Bravais lattices,
point-group and space-group symmetries. This chapter also develops representation
theory and the relation between group theory and quantum mechanics. Such
abstract concepts are a cornerstone of crystal field engineering; they are used in
Chapter 3 to describe the crystal structures of natural and synthetic minerals and of
some gemstones. The structures, compositions and symmetries of important optical
crystals are then reviewed ahead of detailed descriptions of experimental techniques
for growing optical crystals from melts and from fluxes. Some specialized techniques
of more limited application, such as hydrothermal growth and laser heated pedestal
growth are described more briefly.

Subsequently, the predictive capabilities of crystal field engineering are developed
to show how modifications to the symmetry and composition of optical centres can
improve laser performance. Chapter 4 reviews the theory of the electronic structures
of transition-metal and rare-earth metal ions and of colour centres in ionic crystals
and the contributions to their energy eigenvalues by free-ion terms and spin—orbit,
electron—electron and crystal-field interactions. The influence of ionic coordination
on the symmetry of the Hamiltonian and the classification of eigenvalues and
eigenfunctions of electrons at impurities and point defects in solids is emphasized.
The theoretical apparatus needed to understand optical transitions on laser-active
centres in inorganic solids is presented in Chapter 5 and used there to determine the
selection rules and line shapes of crystal field spectra of transition-metal and rare-
earth metal ions in the presence of electron—phonon coupling. Chapter 6 describes
the nature of radiationless transitions, with examples from the optical spectra of
impurity ions and colour centres, including luminescence quenching of laser-active
centres. The essential features of excitation transfer, excited state absorption and
upconversion luminescence are described in Chapter 7. The significance of covalency
to the electronic structure of transition-metal ions and its importance in determining
the spectroscopic properties of solids, which was recognized by Van Vleck (1935)
soon after the development of quantum mechanics, cannot be ignored in laser
physics. Molecular orbital theories that include ion-size effects through the covalent
overlap of wavefunctions on neighbouring ions are described in Chapter 8§ and
applied to energy level and spectroscopic line-shape calculations of impurity ions and
point defects. The extensions of crystal-field and molecular-orbital theories using
computer-based techniques to simulate the long-range extension of optical centres
into their ionic environment are described and illustrated by application to laser
crystals activated by Ti**, Cr’* and Cr** jons.

The principles of crystal-field engineering, applied to the development of materials
for application in solid-state lasers, are surveyed in Chapter 9. The broadening of
optical transitions by static and dynamic distortions of the environment are discussed



Preface XV

in relation to the wavelength tunability of solid-state lasers, using the theoretical bases
developed in Chapters 4-6. Laser efficiency and threshold are discussed prior to
consideration of empirical rules for designing practical laser systems. Odd-parity
distortions are shown to enhance radiative transition rates and to induce the optical
nonlinearities associated with frequency conversion processes. The consequent roles of
structure—property relationships in optically nonlinear crystals such as the niobates,
phosphates and borates are also developed. Finally, the applications of the concepts of
crystal-field engineering to optical crystals are discussed in Chapter 10, consideration
being given to a wide range of material systems, some successful and others not so
successful, in their application in laser devices.

The present text has been written not only for researchers but also for senior
undergraduate and postgraduate students with some understanding of optics,
quantum physics, spectroscopy and condensed matter sciences, subjects which the
authors have taught for more than three decades. It is a pleasure to record our
indebtedness to friends and colleagues whose stimulating comradeship over these
many years has helped us to develop the subject matter of this monograph, especially
those who have permitted us to use their original material. In this monograph the
theoretical bases of crystal-field engineering are illustrated with many examples of
their applications in solid-state lasers, which nevertheless constitute a small subset of
topics in the literature. The selections of topics are personal ones and the authors are
cognizant of much excellent work to which reference has not been made. The authors
are grateful to Professor Willy Firth, at whose suggestion the task of writing this
book was undertaken. One of us (B.H.) owes particular debts of gratitude to
Professor Michael Pepper and the Semiconductor Physics Group at the Cavendish
Laboratory, Cambridge University, where he worked on the manuscript as an
Academic Visitor, and to Roy Taylor (Imperial College) and Mitsuo Yamaga (Gifu
University) for much helpful advice on the contents of Chapters 9 and 10. Since
patience is indeed a virtue, we thank also Drs Philip Meyler and Simon Capelin at
Cambridge University Press: who had enough to keep us up to the task long after
others would have torn up the contract! And to our wives, who had patience even
more abundantly, for their forbearance, support, care and love, we offer heartfelt
thanks.

Brian Henderson Ralph Bartram
Cambridge Connecticut






1

An introduction to lasers

1.1 Historical notes

Laser is an acronym for Light Amplification by Stimulated Emission of Radiation. The
operating principles of the laser were originally elucidated for devices operating at
microwave frequencies (masers). The maser was invented by Gordon, Zeiger and
Townes (1955), who used an inverted population between the excited vibrational levels
of ammonia. Extension of the wavelength range of the maser into the optical regime
was proposed by Schawlow and Townes (1958), whose various laser schemes all
comprised a gain medium, an excitation source to pump atoms or ions in the gain
medium into higher energy levels and a mirror feedback system to enable one or
multiple passes of the emitted radiation through the laser medium. The special qualities
that distinguish laser light from other optical sources include extreme brightness,
monochromaticity, coherence and directionality. Also the laser output is linearly
polarized and very frequency stable. After development over forty years modern lasers
operate over wavelength ranges from the mid-infrared, through the visible and beyond
into the ultraviolet and vacuum ultraviolet ranges.

The first operational laser used synthetic rubies, corundum crystals containing
~0.1 wt.% of Cr0s, as the gain medium, pumped with white light from a helical
flashlamp to oscillate on the sharp R-line at a wavelength of 693.4 nm [Maiman (1960)].
Soon afterwards the He—Ne laser was operated on the 3s— 2p (632.8 nm), 2s — 2p
(1.15 pm) and 35 — 3p (3.39 pm) transitions of atomic Ne. Since that time 203 laser lines
have been identified with neutral Ne involving transitions in the energy level spectrum
up ton =7 as well asmore than 1300 laser lines from atoms and ions of 50 or so elements
in the gas phase. These include the familiar wavelengths featured in commercial laser
devices such as the Ar* laser (479 nm, 488 nm and 514 nm) and Kr™* ion laser (647 nm)
and the He—Cd laser (325nm, 354 nm and 442 nm). Gas lasers operate on sharp line
transitions: they are not wavelength tunable. This is also the case for hundreds of
thousands of laser emissions based on vibrational-rotational transitions of molecules
in the gas phase. The CO, laser operating at 10.6 um is one of the most efficient (> 30%)
and powerful lasers currently available, yielding CW powers of more than 100 kW and
pulsed energies exceeding 10kJ. The second solid state system to be successfully
operated as a laser was Sm?* : CaF,, followed shortly after by Tm?* : CaF, and
Dy?* : CaF,. The ease of crystal growth in these cases allied to the ability to control the
divalent state of the rare-earth ion was important in their early development. Since then



2 An introduction to lasers

almost all the trivalent rare-earth ions have served as the optical centre in lasers
involving a rapidly increasing diversity of host crystals.

Fixed wavelength operation is the characteristic of the many trivalent rare-earth ion
(RE**) lasers, such as the Nd** : glass and Nd>* : Y3Al;s0y, (YAG) lasers, that began
to appear in the early 1960s. The Nd>*-doped solid state lasers operate primarily at
ca 1.06 um, and less efficiently at 946 nm, 1.358 pm and 1.833 pm. Other RE**-acti-
vated lasers, including Pr3*, Tb>*, Ho**, Er®* and Tm3*, also operate at multiple,
fixed wavelengths in the visible and near-infrared wavelength ranges, in a variety of
suitable solid state environments. Apart from YAG, YLiF, (YLF) is one of the most
useful crystals, but there are many others, including CaWO,, LiNbO;, YVO,, LaF;,
YAI;(BOs)4, YAIO;, and the fluoroapatites and fluorovanadates of Ca®* and Sr**.
A number have been commercially developed in bulk and niche markets. The most
successful have been Nd**- and Er? *.doped materials, including glasses of numerous
compositions and crystals such as YAG, YLiF, (or YLF), and yttrium orthovanadate
(YVO,). Although these rare-earth ion doped crystals may support laser action on
several transitions, they are all fixed wavelength laser systems. This follows from their
rich energy level structure in which the 4f” electrons occupy compact orbitals and are
shielded from the neighbouring ionic environment by the less energetic 5s and 5p outer
shells of electrons. In consequence, the spectra of the 41" ions of the rare-earths are not
strongly affected by the static or dynamic positions of neighbouring ligands. In a first
approximation the energy levels of the RE>* jons are characterized by freeion L, S and
J values: the weak effects of the static crystal-field is to split these levels approximately
about the centre of gravity of each crystal-field multiplet. Hence, there is very great
similarity between the spectra of a rare-earth ion over many different host crystals.

Soon after the announcements of the single frequency ruby [Maiman (1960)] and
Nd-YAG [Geusic et al. (1964)] lasers, Johnson et al. (1962, 1963) reported laser action
at cryogenic temperatures in the broad emission bands of Ni**- and Co**-doped
crystals of MgF,. The commercial development of these wavelength tunable lasers was
suppressed for more than two decades by the success of ruby, Nd : YAG and Nd : glass
lasers as well as the evolution of many organic dye lasers. The gain medium in a dye
laser consists of an organic dye molecule (e.g. rhodamine 6G) dissolved in a suitable
solvent (water, alcohol, etc.). A large number of dye molecules are used to realize lasers
covering a wavelength spectrum from 320-1500 nm, with each dye providing a gain
bandwidth of ca 30-80nm. For example, the Rh6G dye laser is continuously tunable
over wavelengths from ca 560 nm to 640 nm. Combining a diffraction grating or prism-
tuning element with such a broad emission bandwidth allows the laser output to be
continuously tuned over the entire emission spectrum with a laser linewidth less than
10 GHz (or ca 1073 nm). Usually dye lasers are pumped with flashlamps, Ar* or Kr+
lasers, or even frequency-doubled or frequency-tripled Nd-YAG lasers.

The renaissance in the development of solid state lasers began with the F 4 centre
laser [Mollenauer and Olson (1974)], and was dramatically advanced by the
announcement of the alexandrite laser [Walling et a/. (1979)]. Prior to that the only
commercial solid state lasers were the fixed wavelength ruby and Nd: YAG lasers.
Efficient, broadband tuning was the domain of Ar (or Kr) ion pumped dye lasers.
Although the potential of phonon-terminated transitions in four-level lasers was
recognized soon after the invention of the ruby laser, they had been little developed.
The Cr** : BeAl,Oy laser operates up to 400 K without loss in efficiency so that cryo-
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genic cooling and precautions against optical and/or thermal bleaching are unneces-
sary. At the band peak (730 nm) the slope efficiency is close to being theoretically
optimal. It benefits from the close proximity of 2E and *T, levels, the former being a
population storage level that feeds the emission in the *7,— *4, vibronic band.
However, excited state absorption (ESA) transitions reduce the laser efficiency outside
the band peak [Walling et al. (1985)].

That alexandrite, a much admired gemstone, should be used as a tunable laser gain
medium was hardly surprising, given the earlier developments of the ruby and YAG
lasers. Indeed, the optical properties of ruby (Cr**: Al,Os) were studied for more
than two centuries before Maiman (1960) invented the ruby laser, and in consequence
its quantum electronic properties were better understood than those of any other
crystal. Furthermore, good quality synthetic crystals were available at modest cost.
Nevertheless, the three-level pumping cycle (§1.3) would not have supported laser
action had the luminescence quantum efficiency of Cr>*: A1,0; been much less than
100%. Diamond was also studied extensively by spectroscopic methods prior to much
later reports of laser action in the UV based on the H3 centre [Rand and DeShazer
(1985)]. Of course, diamonds, rubies, garnets and sapphires have rarity value as
gemstones and research into their optical properties was natural. Indeed, many
natural minerals have characteristics required of laser gain media, including good
thermomechanical and optomechanical properties. Nevertheless, in the nineteen-
fifties and sixties, apart from consulting the literature [Burns (1993), Sugano et al.
(1970)], there was little to guide the designers of commercial laser systems. This is no
longer the case, given many experimental and theoretical innovations over the past
thirty years. The development of techniques for growing high quality single crystals
has been especially important.

Since the first commercial exploitations of tunable solid state lasers with the
appearance of colour centre and alexandrite (Cr>* : BeAl,O,) lasers, many novel solid
state lasers have been developed, some tunable, others single frequency. Only a few
have found their way into the market place. Where tunability is deemed essential the Ti-
sapphire laser has been most successful, being tunable from ca 710nm to 1.1 um. The
Cr3*: LiSrAlF; laser also appears to have all the ingredients for commercial success,
especially when pumped by laser diodes. The most successful single frequency lasers
have been Nd**-doped YAG, YLF and glasses. The development of glass fibre and
semiconductor diode lasers has been dramatic, fuelling the needs of the communica-
tions and information technology industries.

Developments that parallel the applications of solid state lasers across the wave-
length range from ca 300—1200 nm have also proceeded with novel optically nonlinear
crystals for harmonic frequency generation, optical parametric oscillation and
amplification. Such crystals are capable of efficient extension of the wavelength ranges
of many solid state lasers. Franken er al. (1961) first reported optical nonlinear inter-
actions in a-quartz, excited by a Nd: YAG laser at 1.064 um to generate a second
harmonic beam with wavelength of 532 nm. This was soon followed by the theoretical
formulation of nonlinear optics by Bloembergen (1965) and his colleagues [Armstrong
et al. (1962), Bloembergen and Shen (1964)]. Since that time a considerable body of
theoretical and experimental research into the phenomenology and materials of non-
linear optics has made this a mature branch of the optical sciences [Shen (1984),
Butcher and Cotter (1990) and Chen (1993)].
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Nonlinear optical crystals play important rolesin solid state lasers by extending their
operating wavelength ranges into the ultraviolet and infrared ranges inaccessible to
conventional lasers. Theoretical models of the mechanisms leading to enhanced non-
linear susceptibilities led to families of compounds being researched for potential uses
as harmonic generators, optical parametric oscillators and amplifiers, sum and dif-
ference frequency mixing and optical rectification. Particularly noteworthy for their
applicability in practical devices have been the ferroelectric perovskites (LiNbOs3,
KNbQO3), the dihydrogen phosphates and arsenates (KH,PO,4, NHH,PO,), the titanyl
phosphates and arsenates (KTiOPO,4, CsTiOAsO,) and the crystalline borates (-
Ba,BO,, LiB;0s). That this is but a small subset of the many nonlinear crystals studied
in research laboratories is a vivid reflection of the fact that few such crystals are
deployed in commercial lasers.

No one crystal has the requisite optical and nonlinear optical properties to be the
material of choice for the entire wavelength range from 150—-3000 nm. Indeed, par-
ticular wavelengths require compromises to be made in respect of material proper-
ties. Such matters are discussed briefly in subsequent chapters, in terms of the structural
origins of laser gain and nonlinear frequency conversion in the odd-parity distortions
of atomic building blocks of common optical materials. In this chapter a synopsis of the
essential phenomenology of solid state lasers is preceded by a simplified discussion of
the underlying physical concepts which are rigorously developed in subsequent
chapters that detail theoretical and experimental manifestations of optical interactions
in condensed matter.

1.2 Principles of lasers
1.2.1 Stimulated and spontaneous radiative transitions

In his epoch making paper Einstein (1917) identified three fundamental interactions
between a radiation field and an atomic system: stimulated absorption, spontaneous
emission and stimulated emission. A parallel beam of linearly polarized and mono-
chromatic radiation of intensity Io(w, £) is attenuated exponentially with distance, x, in
an absorbing medium according to the Beer—Lambert law (§5.1.4),

I(w, &) = L(w, &) exp[—a(w, €)x], (1.1)

where the coefficient of stimulated absorption is given by

a(w,8) = A(w, ) [N,, (?) - Nb] % (12)
and A(w, &) is the spontaneous transition probability for emission into the volume ¥ of
a photon of mode (w, £), v is the velocity of light in the medium, the N are population
densities in the ground (@) and excited states (b) and the g are the statistical weights

of the states. In high symmetry sites in crystals the absorption coefficient should be
independent of polarization and is given as

w2c?

a(w) _m (Na%"Nb>Abag(w)’ (13)
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W —

Figure 1.1. The intensity of a beam of polarized radiation Iy(w,£) is reduced on
passing through a solid sample of length x [adapted from Henderson and
Imbusch (1989)}.

where g(w) is a shape function which recognizes that the absorption covers a band of
frequencies. The absorption strength is defined by

2
Apa, 0! 4)

since, if the light beam is not very intense, N, >> N,. The absorption coefficient (),
defined in terms of the frequency of radiation (v) instead of the angular frequency (w) is
written as

1  Nagp\?
/a(v) dv= 2ﬂ_/oz(w) dw = 81rgan2Aba' (1.5)

Experimentally, I(v, €) represents the transmission of the system in the absence of the
absorbing medium. In practice Iy(v,€) and I(v,€) are compared electronically in a
spectrophotometer and the absorption coefficient (v, €) is found from

(1.6)

The variations of Iy(v, €), I(v, £) and a(v, £) with wavelength are shown schematically in
Fig. 1.1. Finally, the absorption strength is related to the absorption cross section, o,

through
AV
/a(v) dv= N(Z) (81r nz)AbaNUab, (1.7

where ) is the vacuum wavelength at the centre of the absorption band.
Three radiative transitions illustrated in Fig. 1.2 connect ground (@) and excited ()
states, assuming radiation at the Bohr frequency condition appropriate to atomically
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Figure 1.2. Radiative transitions in a two-level atomic system.

sharp resonance lines, Eqgs. (5.61) and (5.85),

Ep — E, = hw. (1.8)
Einstein (1917) had specified that the probability of a transition stimulated by the
electromagnetic field was proportional to the energy density of the radiation field at the

transition frequency, u(w). The probability of exciting absorption transitions between
states @ and b is then given by

Wab = Bab“(“’)’ (1 9)

where the constant of proportionality, B, labels the stimulated absorption coefficient.
The analogous expression for the emission probability between states b and a is

Wi = Bbau(w) + Apg. (1.10)

The first term in Eq. (1.10) represents the emission stimulated by the radiations, to
which is added the probability of the spontaneous emission (coefficient A4z,) which
would occur in the absence of the introduced radiation. The rate equations that govern
the population densities N, and N, of levels a and b are then

dN,

i —NoBapu(w) + Np(Bpatt{w) + Apa), (1.11)
and
dN, dN,
el (1.12)

Since the stimulated absorption (g,B,;) and emission (g;Bs,) rates are equal, and
dN,/dt =0 at equilibrium, Eq. (1.11) leads to

Apa (nga )
= —1 ju{w). 1.13
By, gaNp @) (1.13)

Assuming that the energy density in the radiation field, u(w), is given by Planck’s
blackbody radiation formula (§5.1.5)

o Jm?vd

uw) = exp(hw/kT) — 1’

(1.14)
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it is evident from a comparison of u(w) in Eqs. (1.13) and (1.14) that

No g Fiw
Fb_gbexP(kT)’ (1.15)

and that

Aba hw3
=y (1.16)

The total emission transition probability in Eq. (1.10) is given by

Wha = Apg [1 + 1 — 1] = Apa[1 + 1,(T)]. (1.17)

exp(hw/kT)

Similarly, the transition probability due to stimulated emission is

W = Bapu(w) = (&)Abanw(T), (1.18)

a

where n,,(T") is the photon occupancy in the electromagnetic mode at angular velocity w
[Loudon (1983)]. Thisis just the number of photons at angular velocity wat equilibrium
ina blackbody cavity radiator at temperature 7. The relationship between the Einstein
Ap, coefficient and the radiative life time follows from Eq. (1.12), with u(w) =0, i.e.

dN,

= —N,d
dt Nb bas

which on integrating over time gives
Nb(t) = Nb(()) exp(—Abat).

Since the radiant energy per second is I(w), = Az, Np(t)hwit follows that at time ¢ > 0 the
intensity decays exponentially according to

1(w), = I{w)g exp(—t/v), (1.19)

where the radiative life time (7g) is equal to the inverse of the Einstein 4, constant.
Equation (1.19) implies that, after switching off an excitation source at time ¢ =0, the
emitted radiation intensity J(w) will decay exponentially over time, with time constant
equal to 7. Generally this is only the case for samples containing low concentrations of
optical centres and measurements made at low temperature, where energy transfer and
nonradiative decay are less important. As discussed in Chapters 6 and 7, luminescence
decay patterns are more complex for crystals co-doped with several different impu-
rities. For example, Nd**: Cr**: YAG samples excited by flashlamp at 77K clearly
show that the Cr>* R-line emission decays radiatively with time constant 7g, see Fig.
7.16. However, the Nd** emission shows contributions from the fast radiative decay of
isolated Nd** and others excited by Cr3*—Nd>** energy transfer. Such excitation
transfer enhances the efficiency of many rare-earth ion laser systems.
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1.2.2 Light amplification by stimulated emission

Equation (1.3) shows that a beam of light passing through an absorbing sample is
always attenuated. This is expressed in frequency terms by the optical absorption
coefficient a(v) given by

a0) = grarre | (2) o - W] (1.32)

" 8wnlrr | \ga

In thermal equilibrium the inequality N,>> N, is satisfied and a(v) is positive. How-
ever, if a(v) is negative then the intensity in the beam will increase. This is achieved
when the excited state population exceeds the ground state population, i.e. N>
(g1/2.)N,: the excess population in the excited state is

AN:Nb—g—bNa >0, (1.20)
a

showing that there is a population inversion in the excited atomic system, and accord-
ingly the intensity /(v) increases such that

1(v) = Ip(v) exply(v)x], (1.21)
where the gain coefficient per pass, ¥(v), is given by

XN
T 8rnlm

¥(v)

g(v). (122)

In practice the spontaneous emission makes little contribution to the gain; since it
radiates isotropically, it depopulates the upper state without adding to the amplifica-
tion in the direction of the beam. To amplify the beam requires that feedback is
introduced in the optical system. This is most simply achieved by adding highly
reflecting parallel mirrors to the sample. Emitted photons are then reflected back and
forth along the axis of the sample. This simple arrangement of mirror—sample~mirror
is referred to as a laser cavity. In practice the end mirrors may, or may not, be attached
to the laser rod. The spontaneously emitted photons are lost through the cavity walls,
except for those travelling along the cavity axis which may stimulate emission from
other atoms in their excited state. Since these photons are created by the stimulated
emission they travel in the direction of the stimulating photon. In consequence, for
each passage of the beam through the active medium there is a gain of intensity given by
Eq. (1.21). The single pass gain of the medium, Gy, is defined by

G 2 I(x)/Io = exply(v)x], (1.23)

where x is the length of the medium. If the loss per pass is exp(—4), then the modified
single pass gain is given by

Gwm > I(x)/ Iy = exply(v)x — 4], (1.24)

implying that amplification of the beam occurs when Gy > 1; this defines the laser
threshold condition as

(4/x) < A().
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Accordingly, the gain afforded by stimulated emission per single pass of the beam
through the medium must exceed the losses in the cavity. This threshold condition is
re-defined as

A2cANT,

> 1.25
87l'n37'R g(V) = 1’ ( )

where 7. is the cavity decay time defined in terms of the time taken for the beam
to decrease to e~! of its original intensity. Since in a time ¢ the beam makes ct/nl
passes through the medium, the intensity after this time, in the absence of gain, may be
written as

1(1) = Ipexp(—4)*" = Iy exp(—1/7), (1.26)

where 7. =nl/cA. Obviously the processes contributing to the loss 4 must be minimized
in order to reduce the pump intensity at threshold.

1.2.3 Major loss mechanisms

The most obvious loss from the amplified beam of stimulated emission occurs at the
mirrors. Usually one mirror is made to be 100% reflective at the laser wavelength. The
useful laser radiation is usually taken out of the cavity at the second mirror, which
is usually less than 100% reflective. The reflection loss after two passes through the
medium is just Ry R, =~ exp[--(1 — R;R,)]. There are other losses by diffraction and by
scattering and absorption processes: these we treat together as a loss per pass of
exp (—f3). The total loss per pass is therefore

4= B(l ~RiR) +ﬁ]. (127)

There are several different absorption losses. The sample may contain other optical
centres that have absorption and/or emission bands that overlap those of the laser
active centre. There was a problem of infrared absorption in early Ti-sapphire laser
crystals which overlapped the emission band, thus reducing the efficiency and
increasing the threshold power required to initiate laser operation. Excited state
absorption can limit laser performance. Since the emitting state of the laser-active
centre may be quite long-lived (rg > 107°), the excited centre can absorb another pump
or emission photon and be excited into an even higher eigenstate of the system. These
excited state absorptions can be sufficiently strong that laser action may be precluded
or at best seriously affected. Excited state absorption may also lead to upconverted
luminescence.

1.3 Types of solid state laser
1.3.1 Three- and four-level lasers

Although the discussion of stimulated and spontaneous transitions only considered a
two-level system, population inversion cannot be achieved by resonantly pumping two
such levels. A small number of lasers (e.g. ruby) are said to be three-level lasers. Almost
all others, and the most useful ones, are four-level lasers. Before considering specific



10 An introduction to lasers

@ 3 —
2
By,
Y L e
1 J L 1
(b) 2 ...
..... .
B B |Bsif|4s| | BH
Y
iy
1 -

Figure 1.3. Energy levels in (a) three-level and (b) four-level laser systems.

examples, the characteristic features of three-level (Fig. 1.3a) and four-level (Fig. 1.3b)
lasers are outlined.

The three-level laser in Fig. 1.3a is pumped via a transition from level 1 to level 3,
which subsequently decays very rapidly by nonradiative processes to level 2. A
population inversion N,/N, > 1 is achieved between level 2 and level 1 if decay from
level 2 to level 1 occurs rather slowly. At least 50 % of all the atoms must be maintained
in level 2 for such a system to exceed the threshold condition. This condition is easily
derived using a rate equation analysis. First the population Nj; is effectively zero in the
presence of very fast nonradiative decay (WX ~ 10s7!) from level 3 to level 2. In
consequence the pump rate W, effectively excites directly into level 2. Level 2 then
decays radiatively by spontaneous (45;) and stimulated processes (.}): in addition
there can be direct re-absorption of the emitted radiation (W). The rate of change of
population of level 2 is then given by

dN;
B W3+ Ao 4 (Wt WM, (1.28)
Assuming that the statistical weights g, = g, so that W5, = W),, and that under steady
state conditions dN,/dt =0, the population difference, AN, is given by

Wy — Ay

AN =Ny — N} =——2_22___p
2T T Wt Ay 2w

(1.29)

in which No= N, + N,. Amplification occurs when W}, > 45), so that AN > 0.
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The ruby laser is the archetypal three-level laser system in which the population
terminus is the ground state. A typical ruby laser rod contains ca 0.05 wt.% Cr,Os (i.e.
1.58 x 10"° Cr** cm™3) which substitute for AI** in the A1, O5 structure. In his original
laser Maiman (1960) used a ruby rod having highly polished and parallel end faces
placed at the centre of a spiral Xe flashlamp. The blue and green wavelengths from the
flashlamp are absorbed in the broad 4, — *T5, *T; absorption bands with peak cross
sections op = 0.72 x 107'° cm? at 543 nm and 3.81 x 10~'° cm? at 398 nm, respectively,
in 7-polarization (E || c-axis) and o, = 2.28 x 107" cm*at 558 nmand 2.25 x 10™" cm?
at 412 nm, respectively, in g-polarization (E L c-axis) at 300 K. The excited ions relax
rapidly by phonon cascade into 2E storage levels with almost 100% quantum efficiency,
from which they emit into the R;-line at 694.3 nm with a bandwidth of 1.2 nm at 300 K.
At this temperature the stimulated emission cross section of the R-line in
o-polarization is 2.5 x 1072 cm? and the luminescence decay time is 3.1 ms. The ruby
laser operates as a three-level device only because the unit quantum efficiency of the
R-line emission which, in concert with the long-lived ’E storage level, enables more
than 50% of the Cr>* ions to be cycled from the ground state via the pump bands into
the 2E level, given a suitably intense white light source. Whether pulsed or continuous
wave (CW), the output of the ruby laser is a series of sharp, relaxation oscillations,
which occur because the rate of stimulated emission increases rapidly above threshold
and soon exceeds the rate at which the lamp provides pump radiation. Thus the
population inversion is depleted until it falls below threshold. In ruby crystals con-
taining larger Cr>* concentrations (> 0.1wt.% Cr,0s) laser operation can also be
stimulated on the Cr**—Cr>* pair lines at 700.9nm and 704.1 nm [Schawlow and
Devlin (1961))].

The ruby laser is an example of a fixed frequency laser; others include rare-earth
doped lasers such as Nd** : YAG and gas lasers (He—Ne, Kr*, Ar™). However, these
are more usually four-level lasers, an energy level scheme for which is shown in
Fig. 1.3b. The optical pumping cycle involves excitation from the ground level 1 into
a highly excited level 2, which de-excites very rapidly (10~'*s) by nonradiative tran-
sitions into the emitting level 3. The lasing transition from level 3 to level 4 has a life time
long (~ 10~%s) compared with the nonradiative life times of level 2 and level 4. The
system returns to the ground level 1 from level 4 by nonradiative processes. Because
the nonradiative rates W5 and WJr are very large (ca 10*s™"), the population of
levels 2 and 4 are always small (N,, Ny~ 0). In consequence, it is not necessary to
pump very hard into the 1 — 2 transition to invert the populations between levels 3
and 4, unlike the case of the three-level laser.

Below threshold, where the rate of stimulated emission W3} is small, the population
difference

AN = N; Wpﬂ (1.30)
Asq
increases linearly up to the threshold value of AN, at which the population inversion

N3/N,4 saturates because W3 starts to increase very rapidly. The population difference
above threshold 4N, is

W, N,
AN, = [—2—— ). 1.31
t (A34+W§5) (131
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Since for a directed beam the intensity density is given by I(v) = u(v)v, where u(v) is the
energy density in the beam, v is the velocity of the radiation and Wj} = Bu(w) =
By u(v) /27, we can solve Eq. (1.28) to give

_ 27I'VA34 ( Wle _ 1)

I
) B3y  \A34N,

(1.32)

showing that the laser beam intensity increases linearly with pump power once W,
exceeds the threshold pump power Wp‘. Below Wpt the intensity is zero because the
stimulated emission rate never exceeds the losses in the laser system.

1.3.2 Fixed wavelength lasers

The ruby laser is a fixed wavelength laser, operating by the amplification of radiation
emitted by Cr>* dopant ions in the narrow R-line transition at 694.3 nm. In contrast,
Nd>* lasers can oscillate at numerous fixed wavelengths associated with the many
spectral lines portrayed in the partial luminescence spectrum of Nd** : YAG in Fig. 1.4.
However, Nd**-YAG lasers differ from the ruby laser by operating on a ‘four-level’
optical cycle. The four-level character of the Nd-YAG laser is not obvious from the
many crystal-field levels of the *I; multiplets illustrated in Fig. 1.4 and implied in the
Dieke (1968) diagram (Fig. 4.9). Since the optical pumping cycles of Nd** and other
RE?*" jons reflect their multi-level electronic structure, it is appropriate to discuss four-
level pumping in some detail, and to anticipate the spectroscopy of 4 /" ions presented
in Chapters 4, 5 and 10.

For .the 4f%-configuration ions electron—electron interactions in the spherically
symmetric environment of the nucleus and fully occupied core orbitals yield the LS-
terms of the free ions. On the Dieke diagram, Fig. 4.9, the multiple energy levels of
Nd** (and other RE** jons) are represented by horizontal lines at the approximate
energy. Crystal field splittings, near degeneracies and overlaps of some levels are
indicated by the thicker horizontal lines. For example, the free ion terms of Nd>* (413)
illustrated in Fig. 4.9 are %1, ‘F 2H,*S, %G, *G,*D, *P and *D, in order of increasing
energy. These terms are split into their J-fine structure levels by spin—orbit coupling,
which brings some individual levels from different terms into near degeneracy. This
effect is compounded by the splitting of the J-levels by interaction with the crystal-field,
as discussed in §2.5.5 and §4.5. The number of crystal-field levels into which each J-
value splits for all 32 crystallographic point groups is given in Tables 2.19 and 2.20 for
integral and half-integral J-values, respectively. The lowest lying term, *I;, of free Nd**
ions splits into 419/2, ‘In 2 ‘Is 2and ‘s /2 levels, which are splitinto five, six, seven and
eight levels et seq. by the additional crystal-field of D, symmetry at the Y>* sitein YAG.
The crystal-field splittings of other multiplets follow from these tables. In consequence,
there is an overlap of five levels from 2Hy), with three from *Fs/, yielding a cluster of
absorption lines from the 419/2 ground levels which provide for efficient pumping
centred at ca 800 nm. Similar overlap and small LS-splitting of *G provides strong
pump bands near 565 nm (*Gy)2, *Gs)2) and 535nm (*Gy),).

The thermally-populated crystal-field levels of the 419/2 ground state comprise level 1
of the four-level system in Fig. 1.3b. Pump radiation from a white light source is
absorbed in crystal-field transitions to manifolds near 800 nm, near 750 nm, near
690 nm, near 625 nm, near 570 nm, near 525 nm, near 510 nm and near 465 nm etc., etc.
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Figure 1.4. Luminescence transitions between the low-lying energy levels of Nd**
in YAG measured at 77K [after Henderson and Imbusch (1989))].

Such overlaps and homogeneous broadening of the spectra by thermal dephasing at
300K creates broad, but structured, pump bands that are ideal for flashlamp pumping.
Generally, these excited states decay nonradiatively (rng ~ 1071 s) into the metastable
4F3/2 state. This affords great simplification of the multi-level model since all these
excited levels are treated collectively as level 2. The two crystal-field levels in Fig. 1.4
derived from *F; /2> and between which population is shared at 300K, are treated as
level 3. The terminus of the laser transition, level 4, can be any crystal-field level of the
*Io/2, *Iy2, *I32 and *Isp; levels. Laser operation at four wavelengths between 0.890
and 0.9462 nm is observed for the *F; 2= I /2 transitions. These are rather weak laser
lines because this is a quasi-three-level system. In Fig. 1.4 the downward arrows
involving the 4F3/2 -4 /2 transitions, and which connect the crystal-field levels
associated with the usual Nd*": YAG laser wavelengths near 1.064 pm, yield eight
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laser lines between 1.052 um and 1.123 pm. Laser action is also possible on four of the
‘Fis 2 — ‘Is /> transitions in the wavelength range 1.319~1.358 um, and very weakly at
1.833 pm due to a *F. 32— *Is 12 transition. In view of the above discussion of the four-
level system, the population inversion to be established between levels 3 and 4 is
N3/No=Tsg/y = 10°, since the fluorescence decay rate is 73,2 10~>s and the non-
radiative decay rate is 7422 107's. Such an inversion is achievable at almost any
sensible pump rate: there is no requirement that more than 50% of emitterions be in the
metastable level, as is required of a three-level system. Whether the actual inversion is
sufficient to provide the gain required to overcome all losses in a practical laser cavity is
quite another matter [Koechner (1976)].

A typical Nd-YAG laser rod contains not more than 1wt.% of Nd,Os3 (i.e.
2.07 x 10 Nd*"cm™>) to ensure high quality single crystals that absorb strongly in the
various pump bands. The peak absorption coefficients for the two lowest energy pump
bands, 9.1cm ™ at 809 nm and 3.0cm™! at 750 nm, correspond to peak cross sections
of 3.66 x 1072°cm? and 1.21 x 10~2°cm?. After allowing for excited state absorption
the stimulated emission cross section on the 1.0642 pm line is 3.4 x 107 cm? and on
the 1.338 um line is 0.95 x 10™"° cm?. The decay of the *F; , state includes sequential
nonradiative relaxation to *I; /2 and the other multiplets to "Iy, and fluorescence decay
into *I; 5/25 ‘n 3/25 ‘I /25 419/2 levels. The fluorescence from the 4F3/2 level occurs with a
decay time of 240 us [Hansom and Poirier (1995)] and quantum efficiency of 56%
[Siegman (1986)]. Hence the purely radiative decay rate of 4F3/2 determined from W,/
(Wo+ W) =0.56 is 2330s™!. The two 4F3/2 levels, being separated by 80cm ™, have
relative populations N;/N = 0.6 and N,/N =0.4. Since the branching ratio of spontan-
eous emission into the 1.0642 um line relative to all other lines from 4F3/2 15 0.135, we
find from

W; (at 1.0642) x N,

W, (all lines) x N 0.135

that the purely radiative decay time for the 1.0642 um laser line is (0.135 x 2330/
0.4)~! =127 ms. Note that the dodecahedral site in YAG occupied by Nd>* is centro-
symmetric, thereby accounting for the long radiative life times and transition cross
sections. These quantities, including the branching ratios, can be quite different in other
hosts offering RE>* substitutional sites that lack inversion symmetry.

In addition to Nd>* (41 ®) ions as laser active centres in different crystals, there have
been many studies of four-level lasers activated by Pr>* (41 %), Ho>* (41 1%), Er3* (41 '})
and Tm>* (4 ) ions. The Er>* ion in various hosts is laser active in the green (near
550 nm), in the red (near 680 nm) and in the infrared at ca 1.50 pm. Pr>* is even more
proficient in having more than twenty laser active lines in the visible and near-infrared
regions. Ho>* and Tm>*, although individually laser active, are of much interest when
doped together into crystals, since easy energy transfer paths between these ions
facilitate the efficient pumping of laser lines in the eye-safe regions beyond 2.0 pm.

1.3.3 Wavelength tunable solid state lasers

It has been emphasized so far that rare-earth-activated lasers are in general fixed
wavelength systems, although they have potential for operating at other wavelengths
by various optically nonlinear frequency shifting techniques (harmonic generation,
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Figure 1.5. Representing schematically the broadening of optical transitions by
the electron—phonon interaction.

Raman effect and optical parametric oscillation). However, when doped into glassy
matrices instead of crystals there is also some potential for tunability. In crystals at
300K the luminescence line width of Nd>* at 1.064 is typically 1 nm. As a contrast in
a typical SiO,-based glass fibre the FWHM of this same resonance line is typically
30-50 nm. Such tunability has not normally been exploited in Nd**-glass laser sys-
tems, possibly because in CW operation using tunable, narrow linewidth techniques
there are inherent thermal effects which preclude good performance. More usually,
tunable solid state lasers operate on vibronically-broadened transitions of transition-
metal ions or colour centres, although the 77° centre in alkali halides and Ce** and
Yb>* rare-earth ions are interesting exceptions to such a general classification.

In most rare-earth ion lasers each of the four levels is a different electronic level,
almost unaffected by the vibrations of other ions of the crystal. The configurational
coordinate model of a vibronically-broadened solid state laser is shown in Fig. 1.5:
itinvolves only two electronic levels but each is coupled to the vibrations of the crystal,
assumed harmonic [§5.2.4, Henderson and Imbusch (1989)]. In this simple model
the ground state energy Eg includes purely electronic and vibrational parts. Assuming
the vibrational energy to be quantized as for a harmonic oscillator, then

Eg = Eg + (m +)hw. (1.33)
In similar fashion the excited state energy is written as
Eg = E.+ (n+Y)hw, (1.34)

where the same frequency of lattice phonons is assumed in the ground and excited
states. However, since the electronic charge distributions are different in the two states,
the vibrational centres are slightly different.

An absorption transition at low temperature starts from the m =0 vibrational state,
but from any configuration position within the ground state parabola. Vertical tran-
sitions from this state to the excited state sample a range of positions along the excited
state parabola, although the most probable transition occurs when the ions are at the
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centre of the parabola. The net result is that the absorption line expected of a two-level
atomic transition is vibronically broadened into a band. The absorption of a photon
takes the electronic-vibrational system into an higher vibrational level # >0 of the
excited electronic state, from which it decays rapidly by multiphonon emission to the
lowest vibrational level, n =0, and subsequently decays by photon emission to vibra-
tional level m >0 of the ground state, g. Figure 1.5 shows schematically that the
absorption and emission band peaks are related by

Eabs = Eem + (m + n)hw (1.35)

This shift in energy between absorption and emission bands is referred to as the Stokes
shift. The significance of the electron-vibrational coupling is that a broadband of
energies may be used to excite the optical system. Furthermore, the luminescence
output is also distributed over a broad wavelength range. If such a system can sustain
laser oscillations, then the laser output can be tuned over the entire width of the
luminescence band.

The first vibronically tuned solid state laser used Ni**: MgF, crystals as the gain
medium; subsequently the vibronic emission band of Co**, Ni** and V** ions in other
fluoride crystals was also reported as the basis for tunable laser action at 300K
[Johnson et al. (1962), (1963), (1964), (1966a,b)]. Anion vacancy colour centres also
provide for tunable laser action in numerous ionic crystals, and such near-infrared
lasers were commercially exploited from ca 1974 onwards [Mollenauer (1987) (1992)].
There are many structural variations of these laser-active colour centres, some more
stable than others. Colour centre lasers usually require cryogenic temperatures for
efficient and stable operation. An example of CW operation of an F,"-like centre laser
in NaCl is shown in Fig. 1.6. More generally, lasers based on so-called F4 and F," type
centres emitin the range 1.0—3.0 pm depending upon the host crystal. The T/ (1) centre
laser in alkali halides is a first cousin of the F-like centre lasers: a neutral T/%(1) atom is
trapped in the nearest neighbour site of a halide ion vacancy. Its principal absorption
band near 1.05 um permits convenient pumping by a Nd : YAG laser at 1.06 um of the
tunable laser output centred at ca 1.5 pm.

Perhaps the most important development in tunable solid state lasers following the
ruby laser was the announcement in the late 1970s of the alexandrite (Cr>* : BeAl,O,)
laser, continuously tunable from 695-750 nm, being operational well above 300K
[Walling ez al. (1979) (1987)]. This discovery stimulated an immense research effort into
other tunable transition-metal ion lasers, but especially including host crystals con-
taining Cr* ions occupying weak field sites where the broadband emission is observed
rather than the sharp line system typified by Cr>* : A,O; and Cr>*: YAG. Broadband
laser action from a number of Cr’*-doped hosts has been reported, including
Cr**: KZnF; [Diirr and Brauch (1986)}, Cr3* : Gd;Sc,Ga;0,, and other oxide garnets
[Struve and Huber (1985)]. Most recently, there has beenmuch research on Cr3+-doped
colquiriites (LiCaAlF, LiSrAlFg and LiSrGaFg). The Cr’* : LiSAF laser is exciting
considerable interest in a diode-pumped scheme, with diodes operating at ca 670 nm
and broadband tunability being evident from 725-1180 nm [Payne et al. (1988a,b)].

Co?* in MgF, has enjoyed modest commercial success as a broadband near-infrared
laser, continuously tunable in the range 1.5-2.4 um [Moulton (1986a)]. Other transi-
tion-metal ions that support laser action are Ni’* in MgO, KMgF;, MgF,



Types of solid state laser 17

500 | ) /

Output power (mW)
w
(=1
(=1
i

o

(=3

(=4
T

0 J‘ 1 A A1 A |
1 2 3 4 5 6
600 Input power (W)
(@ o—o~e
§ i ././ \.\.
& /,/ \,
g 400 .
2 / \
boy . ’ \
£ / .
B
o

)

3
.\.
o/

0 A 1 ) L 1 e

14 1.5 1.6 1.7
Wavelength (um)

Figure 1.6. CW laser performance of F,} (O?") centres in a NaCl laser. In (a) the
output power pumped by 6 W of 1.064 um power from a TEM Nd: YAG laser is
plotted as a function of laser wavelength, and in (b) the output power is plotted as
a function the power input by the pump laser. The power absorbed by the crystal
was ca 40% of the input power and a 10% output coupler was used for both
plots, after Pinto et al. (1985), who originally identified the defect as the F}
centre [see Pinto ef al. (1986) and Sennaroglu and Pollock (1991)].

and MgAl,O, [Moulton (1985)] as well as Cr**" in MgSiO, and Cr*"-doped YAG
[Petricevic et al. (1988)]. The collective tuning range of Ni** lasers extend from ca
1.15um to 1.8 pm. However, the efficiencies of such lasers are limited by nonradiative
decay and excited state absorption. The laser performance of Ti*>* : Al,O; is almost that
to be expected from an ideal four-level laser [Moulton (1982a,b), (1986a,b)]. Broad
blue-green absorption bands provide for pumping over wide wavelength ranges (400—
600 nm). The laser output is continuously tunable from ca 700—1100 nm using two or
three different mirror sets. Many types of Ti-sapphire laser are now available com-
mercially, including ultrashort pulse and single frequency laser systems. The Cr** ion
also emits in the near-infrared from ca 1.15—1.55 um. In the two most successful laser
hosts, MgSiOy (forsterite) [Petricevic ez al. (1988)] and Ca" : YAG, there are several
different crystallographic sites and valence states for the Cr** ion [Angert et al. (1988)]
which increase the threshold pump power and reduce the laser efficiency. There is cur-
rently much interest in Ce** (4f ') and Yb*>* (41 '%), which have rather similar electronic
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structures after allowing for the different sign and magnitude of the spin—orbit
interaction. The laser action of Ce>* involves excitation between 4f and 5d levels,
which are allowed electric dipole transitions broadened by strong electron—phonon
interactions of the 5d-electron. For Ce>* : LiCaAlF the polarized absorption bands
occur near 260nm: there is then a modest Stokes shift before relaxation into a
broadband laser emission centred at ca 340 nm [Marshall ef al. (1994)].

1.3.4 Laser ions in glasses and waveguides

Glassy solids may be regarded as random networks of ionic polyhedra ( formers)
bound together by other ionic species (modifiers) which tend to disrupt the network.
The most useful network formers in oxide glasses include SiO4, PO4 and BO; poly-
hedra: Na,O and CaO are among the most used modifiers. Most glasses are oxide-
based, but in recent times there has been renewed interest in fluoride-based glasses.
Whether oxide or fluoride, glasses are highly disordered solids such that the ionic
arrangements around dopant ions have no particular order and there is a distribution
of crystal-field interactions among the different sites. In consequence, the spectra of
typical rare-earth and transition-metal ions are inhomogeneously broadened because
of the overlap of transitions from ions at their slightly different sites. This has special
significance for possible laser action in transition-metal ion and rare-earth ion doped
glasses including glass fibres. So far, the search for Cr’*:glass lasers has been
unsuccessful, because of very strong nonradiative decay of Cr>* ions in their excited
states. The rare-earth doped glasses are somewhat different §5.5.7. Line spectra of
Nd>*+ and Er** ions at low temperature are broadened inhomogeneously by a factor of
10—-100: at room temperature the dominant effect is homogeneous broadening (§5.5.7).
Nonradiative decay from the excited levels of the rare-earth ions is not as effective as for
transition-metal ions, and they support laser action over a wider spread of frequencies
than their crystalline counterparts.

Fibre lasers are important applications of rare-earth doped glasses. Nd>*-doped
fibre lasers are particularly important in optical communication systems, with first
generation systems operating at 1.06 pm and subsequent long distance communication
being carried on 1.32pm laser radiation. The Er>* fibre amplifier has also been an
important development in this context. The inhomogeneous broadening of rare-earth
transitions permits more effective overlap of the levels involved in excited state
absorptions, leading to upconverted luminescence laser action. The first upconverted
luminescence laser at room temperature used a Ho>*-doped fibre pumped using a Kr™*
laser operating at 647.1 nm. In this case the sequential absorption of two 647.1 nm
photons led to laser action at 550 nm. A doubly-doped fibre laser activated by Pr>* and
Yb>* has been reported which provides laser action in blue, green and red spectral
regions.

The success of glass fibre lasers has stimulated work on active crystalline fibres and
on crystalline waveguides. Crystal fibres are of much reduced quality relative to glass
fibres. Although many activated crystal fibres have been reported, few have been shown
to support laser action. Perhaps not surprisingly, the successful ones include
Cr®*: AL,O; and Nd** : YAG fibres. Currently, there is considerable interest in crys-
talline waveguide lasers. Some of the earliest waveguide lasers were produced by ion
implantation techniques [Townsend et al. (1994)]. The energy of the implant ion is used
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to control its penetration depth in the target sample. Any difference between the
refractive indices of materials in the bulk and implanted regions causes the confinement
of the laser beam in the waveguide. Various rare-earth doped crystals including
Nd**:YAG have been used in the waveguide configuration. More recently there has
been much interest in solid state slab lasers for diode-pumping, with excellent results
using Nd : glass slab lasers [Faulstich et al. (1996)] and Nd : YAG planar waveguide
lasers. In the latter case a 200 um thick active layer of 1% Nd-doped YAG is diffusion
bonded between 400 pm cladding layers of undoped YAG, and provides weak guiding
in the active layer, the multimode guide supporting 48 TE and TM modes [Pelaez-
Millas et al. (1997)]. Much thinner single mode slab waveguides have been grown by
liquid phase epitaxy techniques [Hanna ez al. (1995)].

1.4 Pumping solid state lasers

A number of laser-pumping schemes have been used with solid state lasers. As noted
above, the ruby laser was first pumped using a helical Xe flashlamp in a diffusely
reflecting pump enclosure. The ruby rod extracts most of the radiation at blue and
green wavelengths in exciting the Cr>* ions to their excited states. Once in the excited
levels there is a rapid relaxation to the emitting levels lying some 14400 cm™! or 694 nm
above the ground level. The quantum efficiency of this pumping process is almost
100 %. In almost all-solid-state lasers subsequently developed the helical Xe flashlamp
was replaced by one or more straight flashlamps or arc-lamps placed parallel to the
laser rod on the axis of an highly reflecting, elliptical pump cavity.

14.1 Gas lasers

Gas discharge lasers are common pump sources for solid state lasers. The first such
discharge laser was the He—Ne laser. A low pressure (3—5torr) He—Ne mixture
enclosed in a quartz plasma tube is excited via a DC discharge operating typically at
1-2kV yielding a DC current of ca 10mA. The discharge excites He atoms into the 2*S
and 21S levels some 19.81¢eV and 24.6¢V, respectively, above the ground state. This
energy is transferred from excited He atoms to the =2 and n =13 levels of Ne. The
3s — 3p transitions of Ne at 3.39 um, 25 — 2p transitions at 1.15um and 35— 2p
transitions at 633 nm all sustain laser action. The He—Ne laser is a low power system
yielding only (say) 0.5 to 20 mW of typical power output. As such it is not used to pump
other laser systems, although it is a useful spectroscopic source for use with red
absorbers. Other inert gas lasers such as the Ar* and Kr* lasers are used to pump solid
state gain media. These inert gas lasers are also discharge excited to give from hundreds
of milliwatts to tens of watts of CW oscillation at various wavelengths. The Kr™* laser
produces a red laser excitation at 647.1 nm, whereas Ar™ lasers produce lines in the
green, blue and near UV regions. Both Ar* and Kr™ are quite useful pump sources for
pumping various solid state laser systems, although the requirement that the particular
resonance line must fall within the absorption spectrum of the centre under investi-
gation may be quite restricting of choice.

1.4.2 Dye lasers

In contrast to gas lasers, organic dyes provide continuous ranges of tunable laser
output from allowed singlet—singlet transitions of organic molecules: these transitions
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are homogeneously broadened by vibronic interaction to cover bandwidths of 30—
40nm. A profusion of dye-solvent mixtures enables efficient laser outputs covering
a range from ca 350nm to 1000 nm. Such organic dyes are ideal gain media for
wavelength tunable lasers operating on a four-level pumping cycle. Although the
luminescence may cover 30—40 nm, a dispersing prism inside the laser cavity can reduce
the dye laser output to ca 2 nm and still permit the laser to maintain up to 50% of the
output power. Then by slight adjustment (rotation) of the prism or (more easily) the
output coupler the dye laser may be tuned over almost the entire luminescence band-
width of the dye. In consequence, the tuned laser output has the potential for both
narrow bandwidth and high power.

14.3 Semiconductor diode laser pumping

Combinations of gas and dye lasers for pumping solid state lasers are rather bulky and
much of the present day technology focuses on miniaturization of the entire system. In
such miniature solid state lasers the pump source is inevitably a semiconductor diode
laser. These laser diodes offer electrical to optical conversion efficiency of ca 30-50 %.
Although the emissions from diode lasers are quite narrow (1-2nm) they may be
temperature tuned to the peaks of appropriately overlapping absorption bands. The
packaging of the laser diode, a Peltier cooler for heat extraction and temperature
tuning electronics, although making for compact, efficient and reliable devices, also
causes them to be quite expensive at present. Individual emitters are limited to output
powers of about 50 mW. However, arrays of 500 or so single diodes emitting from large
areas of around 500 um x 1 pm can give output powers of about 4 W at 800 nm [Botez
and Scifres (1994)]. Several multi-element arrays can also be mounted ona 1 cm bar to
give even higher power, up to 20 W. The earliest diode-pumped laser systems took
advantage of the fortuitous overlap between the GaAs/GaAlAs quantum well laser
output near 800nm and the overlapping 419/2 — 4F5/2,3/2 absorption lines of
Nd**: Y3A1,0;2 (YAG). Present developments are aimed at both shorter and longer
wavelength diodes using other

III-V compounds and their alloys. Although there are still major problems before
commercial exploitation is possible, the II-VI compound semiconductor alloys based on
Zn(Cd)S(Se) have the capability for laser output over the blue—green range of wave-
lengths. Furthermore, there is very great excitement and research effort into the growth
and optical properties of the III-N compounds AIN-GaN-InN, which have the
capability for diode devices covering the entire wavelength range from 300—650 nm
[Nakamura et al. (1995)].

1.5 Laser output
1.5.1 Output coupling and tuning

§1.2 examined the conditions under which useful output may be extracted from a laser
oscillator, consisting of gain medium and partially-reflecting, carefully aligned end
mirrors. It was shown that if the round trip gain minus losses (including spurious
absorptions, reflection, transmissions, etc.) is less than unity then the radiation will
decrease in intensity on each pass and eventually die away after a few passes. However,
if the round trip gain v(v)/ — 4, including losses, exceeds unity then the amplitude



Laser output 21

of radiation will build up exponentially on each pass, growing into a coherent self-
sustained oscillation between the end mirrors that define the laser cavity. A part of the
cavity loss is the transmission of the output coupler through which the laser beam is
extracted. Depending on the efficiency of the laser process, the transmission of output
coupler may vary from 2—3% up to 10-20%.

The original ruby cavity, involving dielectric mirror coatings on parallel end-faces of
the rod, has long since been replaced by mirrors displaced along the axis from the gain
medium. These mirrors may be curved or planar, one being fully reflecting at the laser
wavelength and the other partially transmitting. The laser output is an intense beam
(mW up to W), of polarized, coherent radiation which is highly monochromatic and
frequency stable. Polarization of the output beam usually follows from the use of
Brewster’s angle mirrors.

The Ar™ laser is often used to pump vibronically tuned lasers, including dye lasers
and solid state lasers. This laser system may operate simultaneously on all UV and
visible region lines. However, by introducing a dispersing element into the cavity ahead
of the output coupling mirror, it is possible to tune through the multi-line output,
selecting each line in turn. In the Ar™ laser the dispersing element is usually a small
prism, which is fixed in position in the cavity. The tuning operation involves
mechanically tilting the output coupler through a few degrees to select the desired
wavelength. This same tuning mechanism is used in solid state and dye lasers also,
although the prism tuning element is usually replaced by a diffraction grating or a
multiple element birefringent plate. Such dispersive elements may be used to reduce the
output bandwidth to only ~ 0.1 nm, compared with that achieved with a prism of ca
2 nm. For applications in very high resolution spectroscopy an external Fabry—Perot
etalon may be used to reduce the bandpass still further, to only 5-10 MHz. A ring dye
laser controlled by an interferometer may produce a stable output of several hundred
milliwatts over a spectral bandwidth of 100—200 kHz.

1.5.2 Threshold and slope efficiency

AsEq. (1.32) shows, a plot of laser intensity /(v) against pump power W increases only
very little below threshold as the population inversion grows (Eq. (1.31)). Above
threshold the population inversion 4N, does not grow further: it is ‘clamped’ at AN,
because of the rapidly increasing rate of stimulated emission that builds up in the cavity
as the pump rate is increased above threshold. Cavity losses including the transmission
(T) of the output coupler increase the threshold power above which the intensity of
stimulated emission increases. The threshold power, Py, is

_ hvp(Ap + A1)

Pun 40,77

(L+T), (1.36)
where L is the passive cavity loss, Av;, is the energy of the pump photons, the 4 are the
cross sections of the pump ( p) and laser (I) beams, o is the cross section for stimulated
emission, 7 is the luminescence life time and 7, is the pump efficiency. Since in practice
o is wavelength dependent, so too is Py, which is also directly proportional to the total
cavity losses (L + T'). For transition-metal and rare-earth ion lasers high reflectivity
mirrors are used, with T being typically 1-3%. However, the output transmission in
dye lasers and colour centre lasers may be as high as 10-20%.
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Figure 1.7. (a) The output tuning curve for a Cr>*:GSGG laser pumped with
1.7W of CW Ar™ laser output at 488 nm (e) and 1.1W of CW Kr™ laser output
at 647nm (+). (b) The threshold tuning curve at the same pump wavelengths
[after Struve and Huber (1985)).

Typical input—output characteristics for a NaCl: F (02~) centre laser with a 10 %
output coupler in Fig. 1.6 show the expected linear behaviour of the output above a
threshold power of ca 0.4 W. Also shown is the output tuning curve, which is related
to the wavelength variation of the stimulated emission cross section. Figure 1.7 shows
the output and threshold power tuning curves for a Cr®*: GSGG laser pumped at
wavelengths of 488 nm and 647 nm. The reduced output power and increased threshold
under 488 nm pumping reflects the ESA at this wavelength. Fitting the data to
Eq. (1.36) yields a peak emission cross section of 7 x 1072 cm? [Struve and Huber
(1985)].

To minimize the cavity losses as the radiation bounces back and forth between the
cavity mirrors the multiply-reflected beams must interfere constructively, such that

2nl = pX or vp=p;lc—l, (1.37)
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where n is the refractive index of medium, / is the cavity length and p is the mode
number, normally very large. Below threshold all modes within the gain envelope are
populated. Only those axial modes that fall within the gain envelope of the spectral line
are amplified above threshold. However, as population inversion gradually increases,
one mode will satisfy the threshold condition before the others. All the excited atoms
are forced to emit into this mode by the stimulated emission process. It is this single
mode which is amplified. In a typical ruby laser the length of the rod may be /=0.1m
and n=1.7 with A = 700 nm. The mode number p derived from Eq. (1.33)is ca 5 x 10°,
and the mode separation is Av, & 10°s~! or 1073 nm. The halfwidth of a typical atomic
resonance line is only ca 0.1 nm, so that only a few modes will fall within the gain
envelope, even for the very broad (50 nm) gain profile of a tunable solid state laser. The
action of manipulating the dispersive-element in the cavity is then to shift that mode
within the band pass of the gain medium through the gain envelope. This apparently
simple process is not quite so straightforward as it appears, especially in high resolution
ring lasers, in which mode-hopping is a problem that must be resolved.

There are several important characteristics of the laser threshold that are note-
worthy. First, as the pump power is increased above threshold there is a sudden
enhancement of the output power which then increases linearly with further increases
in pump power. At threshold the upper state population is ‘clamped’ by the stimulated
emission process: in consequence so is the intensity of the randomly emitted spontan-
eous emission. The output beam suddenly narrows spectrally as the signal beam
changes from the broadband spontaneous emission to the few longitudinal modes of
the cavity that fall within the linewidth of the optical transition. There is a concomitant
spatial narrowing of the beam associated with the few transverse cavity modes excited:
this process defines also the collimation and spatial coherence of the beam.

The experimental slope efficiency for an (F3,)(0?") centre laser determined from
Fig. 1.6 is about 15 %. This measurement is not necessarily equal to the intrinsic slope
efficiency, n;, obtained from the gradient of Eq. (1.32), which is related to the pumping

efficiency, 0, by
(22N (N (e,
= (AI ) (BM ) (ANt> B (At>m' (138)

The ratio of pump wavelength to laser wavelength is sometimes referred to as the
quantum defect. Both n; and the losses L can be derived from measurements of the
experimental slope efficiency 7 at different values of the transmission of the output
coupler, since

n=n(T/(T + L)). (1.39)

A plot of 1/ versus 1/T should be linear with slope equal to L/n, and intercept 1/n,
[Caird et al. (1988)]. From Eqs. (1.36) and (1.38) it is evident that Py, and 7 increase
as the transmission of the output coupler is increased.

1.5.3 Continuous wave (CW) and pulised laser output

The spectral characteristics of the output are determined by the interplay of the gain
medium and the resonant cavity. Since only a few axial cavity modes lie within the
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bandwidth of the optical transition, only that axial mode closest to line centre will be
excited. The intensity in this mode increases rapidly above threshold; other modes,
however, never cross threshold and are not excited. In such an idealized laser system
oscillating on a single mode the beam is expected to be spectrally very pure. Unfor-
tunately, hole burning in the optical line shape leads to line broadening, and to obtain
very pure spectral output, i.e. single frequency, hole burning must be overcome. The
use of a unidirectional ring laser oscillator completely eliminates spatial hole burning
and permits high average power, single frequency operation. Ring dye lasers and
traditional solid state ring oscillators have been operated with linewidths down to 0.1—
1 MHz. However, recently developed semiconductor diode-pumped microchip lasers
can produce single frequency operations with linewidths down to 5kHz and output
powers up to 20-30 mW [Zayhowski (1996, 1999)).

There are many applications for pulsed outputs from lasers. It is possible to produce
quite short pulses (1077 s) at very high powers of up to 10° W. Such lasers are referred to
as giant-pulse lasers or Q-switched lasers because the lasers incorporate an optical
cavity with a controlled Q-factor. If the transmission of the output coupler is tran-
siently reduced to zero the population inversion will build up quickly to many times the
threshold inversion. If the output coupler is now suddenly reopened the population
inversion rapidly returns to the threshold value with the output of a very intense burst
of laser radiation. This oscillation burst is sufficiently powerful that it rapidly depletes
the inverted population to well below the new cavity loss level, after which the oscil-
lation signal in the cavity dies out almost as quickly as it emerged. The necessary
modulation of the transmission of the output coupler may be achieved with a variety of
techniques. The commonest Q-switching devices are electro-optic and acousto-optic
switches, which may have switching times of duration 10 ns or less.

Passive Q-switching is also fairly common. An easy to saturate absorbing element is
inserted in the cavity. The laser inversion builds up during pumping until the gainin the
cavity exceeds the introduced absorption, following which laser oscillation begins.
Even at a relatively low laser oscillation level the amplified radiation saturates the
absorption and opens up the output coupler again, resulting in a short, intense laser
pulse. Organic dyes and transition-metal doped ionic crystals are frequently used as
saturable absorbers [Siegman (1986)].

Mode-locking of lasers is another important technique for generating ultrashort
light pulses. There have been particularly exciting developments in recent years of
mode-locked solid state lasers. As discussed already, the axial mode spacing frequency
is given by v, =pc/2nl and is typically ~ 10° Hz. Active mode-locking involves the
insertion of a modulator in the cavity which is driven to provide amplitude or phase
modulation at the axial mode spacing frequency, thereby locking the modes together.
In consequence, the laser output takes the form of a train of pulses with repetition rate
equal to the modulation frequency. In active mode-locking the pulse duration 7y, is
proportional to the reciprocal square root of the product of the modulation frequency
(vm) and the gain bandwidth (4v). As we have seen vy, ~ 10° Hz, although higher fre-
quency modulation will result in shorter pulses. However, it is the (4v)~'/? dependency
of the pulse duration which is most important since it represents the effect of the gain
medium. For example, this factor results in shorter pulses generated in a mode-locked
Nd-YLF laser than in Nd-YAG because the 1.06 pm laser line is a factor of two broader
in the fluoride host. By matching the cavity length to the modulation frequency
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the laser mode-locks. However, the shortest mode-locked pulses produced in such a
simple Nd**-doped laser system have been of the order of 2 ps, longer by far than the
sub-picosecond duration available from bandwidth limited pulses. To make full use of
the gain bandwidth requires more sophisticated mode-locking procedures to be used,
including self mode-locking that relies on optical nonlinearities of the gain medium at
the very high light intensities available in short pulse lasers. Using nonlinear mode-
locking techniques, pulse durations of only 20 fs have been reported for Ti** : Al,O3
lasers. Comparably short pulses have been generated in Cr>* : LiSrAlF lasers, which
have the additionally attractive feature that they absorb at wavelengths near 670 nm
and may be pumped using the red laser diodes that are currently becoming available.

1.5.4 Nonlinear frequency conversion

The operational wavelength ranges of many lasers can be extended using nonlinear
optical techniques. Harmonic generation was the first nonlinear optical effect to have
been used for the purpose of frequency conversion. The developments of new types of
nonlinear crystal and resonant cavity enhancement techniques have led to very efficient
harmonic generation systems. Indeed, using such crystals as LiB;Os it is now quite
practical to produce the second (532 nm), third (355nm) and fourth (262 nm) har-
monics of the Nd : YAG laser. Figure 1.8 shows a schematic diagram of a frequency
doubled Nd : YLF laser using an enhancement cavity. Two laser diodes are used as the
pump laser, mode-locked at 1.047 um, to give the high peak powers required for har-
monic conversion. Frequency doubling is achieved using an LBO operating at ca
410K, non-critically phase-matched at the pump wavelength. Some 6 W of pump
power yields 1.8 W incident on the cavity. Almost 1 W of usable power was obtained at
523 nm, representing one of the most efficient techniques of producing short pulses in
the visible region [Malcolm and Ferguson (1991a,b)].

Improvements in materials and laser performances have revitalized the development
of optical parametric oscillators (OPOs) to cover all of the UV, visible and near-
infrared regions of the electromagnetic spectrum. The OPO is one of the most effective
methods of producing tunable coherent radiation. The pump beam generates signal
and idler beams in a three-wave mixing process according to the energy matching
condition

wp = hws + Aw, (1.40)

where the subscripts p, s and i identify the frequencies (w) of pump, signal and idler
beams. In an OPO the frequencies w; and w; are determined by the need to phase-match
the interaction. An OPO is tuned by varying the phase-matching condition by changing
the orientation or temperature of the nonlinear optical crystal.

Many inorganic and organic crystals have been designed for application in nonlinear
optics. The most commercially successful have been lithium niobate (LiNbOj3),
potassium niobate (KNbO;), potassium titanyl phosphate (KTP) and arsenate
(KTA), B-barium borate (BaB,O,4, BBO) and lithium triborate (LiB;Os, LBO). All
have been used as harmonic generating crystals and in optical parametric oscillators
(OPO) and amplifiers (OPA). Figure 1.9 shows the temperature tuning characteristics
of an LBO OPO pumped using a diode-pumped Nd : YLF laser [ Ferguson (1994))]. At
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Figure 1.8. A resonant enhancement cavity for frequency doubling a Nd: YLF
laser [after Ferguson (1994)).

temperatures in the range 400—-440 K the OPO device will operate on four different
wavelengths. However, at an operational temperature of460—470 K the OPO works on
a single frequency. The output is very stable and the threshold is only 70 mW. Varying
the crystal temperature in the range 390K to 470K permits continuous tuning from
650 nm to 2900 nm.

1.6 Motivation, scope and organization of the book

This is not a treatise on all aspects of lasers, solid state or otherwise: there are many
excellent texts on operational characteristics of all classes of gain media. Rather does
this monograph, after the initial brief survey, deal with the physics of solid state gain
media and of nonlinear optical crystals. There have been many exciting developments
in these areas. First was the operation of broadband tunable lasers, including a variety
of colour centre lasers operating at low temperatures (77—-150K) and the alexandrite
(Cr** : BeAl,Oy) laser that operated up to ca400 K. The latter in particular stimulated
a remarkable series of studies of tunable Cr>*-doped gain media, over fifty of which
support laser action at room temperature. Soon after the invention of the alexandrite
laser, Moulton reported that Ti>* : A1L,O; lased over an even wider tuning range, from
ca 700 nm to 1100 nm. This was followed by development of the colquiriite family of
fluoride crystals, which when doped with Cr* cover a similarly broad tuning range at
room temperature. Both Ti: Al,O3 and Cr* : LiSAF lasers are extremely efficient since
nonradiative decay and excited state absorption are weak. Other recently discovered
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Figure 1.9. The tuning range for non-critical phase matching of an LBO optical
parametric oscillator [after Ferguson (1994)].

tunable solid state lasers include Cr*™ lasers for application in the near-infrared
(1.2pm-1.7pm) and Ce** lasers operating in the ultraviolet (290—330nm). The
developments with tunable lasers have not left untouched research on single frequency
lasers using rare-earth doped ionic crystals as gain media. The 1970s witnessed the
commercial development of Nd: YAG and Nd: YLF lasers. There have since been
reported hundreds of rare-earth ion: host crystal combinations that support laser
action. The research has followed a parallel path to that on tunable solid state lasers, in
that more complex and lower symmetry crystals have featured strongly in which line
broadening and enhanced absorption and emission cross sections are advantageous.

The second major breakthrough in the recent past has been the emergence of the laser
diode to pump miniature solid state laser systems. Laser diodes (LDs) convert electrical
energy into optical energy with great efficiency (~ 30%), and currently available LDs
are capable of delivering up to 20 W of CW energy at selected wavelengths. Since they
may (within reason) be tuned to peaks in the absorption bands of various gain media,
they are ideal pump sources for many solid state lasers. The early LDs based on GaAs/
AlGaAs quantum wells emitted at ca 800—810 nm, and can be temperature-tuned to the
strongest absorption peak among the overlapping split components of the I, 2 — 4Fs /25
‘H, /2 transitions of Nd-YAG (Nd-YLF). The resulting diode-pumped Nd-YAG lasers
are compact, efficient and reliable, operating at 1.06 um or 1.32 ym with conversion
efficiency from pump diode to solid state laser as high as 50%. However, the efficiency
of diode-pumping the 946 nm line on the 4F3/2 — 419/2 transition of Nd-YAG is much
less efficient. Although much pioneering work used Nd-YAG, recent emphasis has
been on diode-pumping Nd: YLF and Nd:YVO,, especially for ultrashort lasers.
Diode-pumped Nd: YAG, Nd: YVO,and Nd: YLF lasers are ideal pump sources for
harmonic generation and parametric oscillation schemes involving monolithic, reso-
nant enhancement cavities [Ferguson (1994)].



28 An introduction to lasers

Although they are quite compact, diode-pumped lasers use a substantial piece of
crystal as the gain medium, typically 10 x 2.5 x 2.5 mm? for diode-pumped Nd-doped
YAG or YLF lasers, adding ca US$500 to the price tag of the laser. Microchip lasers
have capabilities that may exceed those of conventional lasers. In addition, they are
even more compact than the diode-pumped lasers discussed above and have the
potential for low-cost mass production [Zayhowski (1999), Sinclair (1999)]. In their
simplest form microchip lasers consist of a thin (< 1 mm) slice of active medium,
polished flat and parallel on two sides, with dielectric cavity mirrors deposited directly
onto the polished surfaces. The laser is end-pumped through one of the dielectric
mirrors with an appropriate ssmiconductor diode array. A boule of Nd-YAG of length
200mm and diameter 100 mm costing around $5000 is sliced into 200 wafers of
thickness 500-750 um, which are polished, dielectrically coated and then cut into
pieces with dimensions ~ 1 x 1 mm?. Each tiny crystal is a complete laser cavity and is
potentially very cheap. These devices have quite amazing ranges of operational char-
acteristics. They can be operated as tunable CW lasers or as ultrashort pulse lasers with
high peak powers and large pulse repetition rates. In CW mode their performances are
comparable with the best conventional devices. Furthermore, miniature nonlinear
optical devices; harmonic generators, parametric amplifiers, parametric oscillators and
Raman amplifiers can convert the output wavelengths of these diode-pumped lasers
across the entire spectrum from 5000—190 nm.

The rapid development of the technology for producing high power GaAs/AlGaAs
LDs originally stimulated many devices pumped near 800 nm. There is now much more
attention to diodes operating at other wavelengths. There is considerable emphasis on
III-V semiconductor LDs to pump broadband Cr** emitters at 670 nm, and for
pumping Cr** - and Er**-lasers in the near-infrared. These developments were made
possible because molecular beam epitaxy (MBE) and metallorganic chemical vapour
deposition (MOCVD) techniques facilitate an ability to engineer the band structure of
a semiconductor low dimensional structure, thereby changing the output to meet
particular demands. Band structure engineering refers to the application of appropriate
growth techniques to change the composition and dimensions of quantum well
structures. The very rapid developments of GaAs/AlGaAs laser diodes operating at
800 nm and 1.3 pm were driven by the large market for such devices in the information
and communication industries. However, there is now emphasis on devices operating
over much wider spectral ranges. Ongoing successes with devices in the range 300—
750 nm using the III-V nitrides will play a dominant role over the next decade. Already
light emitting diodes (LEDs) and LDs operating over the whole of this range of
wavelengths have been developed and marketed in Japan. Although the earliest devices
had short operating life times, improvements in fabrication techniques have led to
device life times exceeding 50 k hours.

In this same spirit crystal field engineering is being used to vary the efficiencies and
wavelength ranges of solid state lasers based on colour centres, transition-metal ions
and rare-earth ions in crystals. In this case the environment of an isolated optical centre
in a crystal is engineered to give improved performance. The engineering is accom-
plished through the crystal growth process in which the structure and composition of
the unit cell is modified in a controlled and known manner. As a simple example, the
family of Cr3*-doped garnets may be grown to a state of considerable perfection using
the Czochralski technique. In Y3Als0;, (YAG) and Y3GasOy2 (YGG) the Cr*ion at
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300K emits through the sharp 2E — A4, transition, and laser action in these cases
mimics that of the ruby laser, supporting single frequency operation near 695nm in
both crystals. In contrast, the Gd-garnets Gd;Sc,Al;01, (GSAG) and Gd;Sc,Ga;0,,
(GSGGQG) with their larger unit cells provide a weaker crystal-field environment for the
Cr>* jon, so that single frequency or broadband, tunable laser operation is possible
with good efficiency. Changing the composition and unit cell dimensions further to
Lus;La; Ga;0¢5 (LLGG) leads to broadband laser tuning, but at longer wavelengths
than either Cr>*: GSAG or Cr>*: GSGG. However, crystal-field engineering affects
other facets of the operational characteristics of solid state lasers. Not only are the unit
cell dimensions modified, so too are the symmetry characteristics of the unit cell. The
symmetry elements determine the width of optical transitions through the effect of
dynamic even parity distortions of the environment (even parity phonons), as well as
the transition rates and polarizations of transitions by static and dynamic odd-parity
distortions. Crystal-field engineering is based on the crystal-field theory of Bethe
(1929), which treated the electrostatic field of the host as a static perturbation on the
energy levels of the free (point) ions, then classifying the new levels as representations of
the symmetry group of the structure. In consequence, crystal-field theory combines
elements of quantum mechanics and group representation theory within a single
framework. The applications of these ideas to transition-metal and rare-earth ion
spectroscopy were developed by Sugano, Tanabe and Kamimura (1970) and for rare-
earth ions by Judd (1962, 1963) and Ofelt (1962). There have been many recent
expositions of the subject, notably in the context of experimental results by Henderson
and Imbusch (1989). All were restricted to crystal-field theory within the point ion
lattice approximation, despite the fact that the covalency present in all ionic crystals
requires the specific recognition of finite ion sizes [Van Vleck (1935)].
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Symmetry considerations

2.1 Introduction

The distinguishing feature of crystalline solids is their symmetry, manifest micro-
scopically in their X-ray diffraction patterns and macroscopically in crystal mor-
phology. An ideal crystal is an infinite regular repetition in space of identical structural
units. The symmetry of a particular ideal crystal is specified by the set of symmetry
elements, comprising rotations, reflections and translations, which leave it invariant.
Real crystals are not only of finite extent, but also contain a variety of imperfections
such as inclusions of minority phases, grain boundaries, dislocations, impurities and
point defects; the latter two are especially relevant in the present context. An isolated
impurity or point defect in an otherwise ideal crystal obviously removes translational
symmetry. It may also reduce the residual point symmetry in some circumstances,
exemplified by ions with degenerate electronic states (the Jahn—Teller effect), impurities
in the form of small molecules, small substitutional cations which move off-centre,
vacancy pairs, bipolarons, etc. A principal theme of the present monograph is explo-
ration of the ways in which the properties of a laser-active centre are controlled or
affected by its crystalline surroundings, including their residual point symmetry. We
shall find that it is often useful to distinguish a dominant site symmetry, determined by
coordination alone, which is somewhat higher than the actual point symmetry.

The formal description of symmetry exploits a branch of mathematics called ‘Group
Theory’, which is not a physical theory in the sense of ‘Quantum Theory’, butis rather a
collection of principles deduced from a chosen set of axioms. Group theory is useful not
only for the description and labeling of symmetry properties, but also for the classifi-
cation of energy levels and wave functions and the determination of optical selection
rules. Principles of group theory are considered first, beginning with abstract groups
and proceeding to symmetry groups and their matrix representations. Operator groups
serve to establish the relevance of group theory to quantum mechanics. Crystallo-
graphic point groups and space groups are introduced and applied to a representative
crystal structure. Finally, Lie groups and their representations are considered. New
terms are italicized at their initial occurrence. Several useful theorems are stated
without proof; although the proofs are straightforward, and are contained in many
standard references [Weyl (1931); Wigner (1959); Hamermesh (1962); Tinkham
(1964); Lax (1974); Cornwell (1984); Hahn 1995)], they are omitted here for the sake of
brevity.

30
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Symmetry principles developed in the present chapter find extensive application in
subsequent chapters. They will be seen to be essential to an understanding of the optical
properties of laser materials.

2.2 Principles of group theory
2.2.1 Abstract groups

The theory of abstract groups proceeds from a set of four simple axioms as follows. An
abstract group is a set of distinct elements, together with a law of composition (group
multiplication), such that:

(1) The set is closed under group multiplication (ab = c).
(2) Group multiplication is associative [(ab)c = a(bc)].
(3) The set contains an identity element (ae = ea = a).

(4) Every element has an inverse in the set (aa™! =4~

a=e).

Note that there is only one law of composition, group multiplication, which should not
be confused with ordinary multiplication. In general, group multiplication does not
commute. If it does for all elements, the group is Abelian. The order, g, of a finite group
G is the number of its elements.

If a subset of elements of a group, G, satisfies group axioms with the same law of
composition, it comprises a subgroup, H, of order h. Trivial subgroups are the entire
group, G, and the identity element, e. A group can be decomposed into a union of a
subgroup and its left cosets,

G=H+aH+bH+ - +kH, 2.1)

where a is an element of G notin H, bis an element of G not in H or aH, etc. Left cosets
are disjoint and their elements are distinct; hence Lagrange’s theorem: g = mh, where
the integer m is the index of H in G. The elements a, b, . . ., k are left-coset generators.
Note that any element of a left coset can serve as a left-coset generator. Right coset
decomposition can be performed analogously.

Conjugation provides an alternative criterion for classification of group elements.
Element a is conjugate to element b if there is an element « in G such that b =uau™".
Conjugation is an equivalence relation since it is reflexive (a = eae™ "), reciprocal [b=
uau ' —a= u"lb(u'l)‘l] and transitive [b=uau~"! and c=vbv~! — c = (vu)a(vu)~'].
Consequently, group elements can be uniquely sorted into classes of mutually con-
jugate elements. The conjugate subgroup aHa™' has the same algebraic structure as
subgroup H. If aHa™' = H for all a in G, then H is an invariant subgroup. Invariance
implies that right and left cosets are identical (aH = Ha), and that H contains elements
only in complete classes.

Aninvariant subgroup, H, and its cosets are closed under coset multiplication, since,
with repeated product elements counted only once,

(aH )(bH ) = abHH = abH. (2.2)

The invariant subgroup and its cosets satisfy group axioms under coset multiplication,
with H as the identity and a~! H as the inverse of aH, since the associative law for cosets
is assured by the corresponding law for group elements. The resulting group is called
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the factor group, and is designated by the symbol G/ H. A many-to-one correspondence
between elements of two groups G and G’ which preserves algebraic structure (ab=
c—a'b'=c¢') is a homomorphic mapping. The elements of G which map onto the
identity element ¢’ of G’ form an invariant subgroup called the kernel, X, of the
mapping, and cosets of K map onto the remaining elements of G'. The homomorphic
image G’ is isomorphic (in one-to-one correspondence) with the factor group G/K.

A group G is the direct product of some of its invariant subgroups, called direct
Sactors, provided elements of different subgroups commute and every element of G is
uniquely expressible as a product of elements, one from each subgroup. The notation is
G=H ®H;®--®H,.

A finite group is specified by its multiplication table, whose entries are products of
a left-hand factor from an edge column and a right-hand factor from an edge row. The
multiplication table must have the following properties:

(1) The edge row and column are replicated in the table.
(2) Each element occurs once in each row and column.
(3) Rectangles with the identity e in the upper left-hand corner have the form:

e ...y
X ...0Xxy

All of the properties of the elements of an abstract group are defined by its multi-
plication table; the elements have no other meaning, in contrast with elements of sym-
metry groups, matrix groups and operator groups considered below.

2.2.2 Symmetry groups

Symmetry operations are rotations, reflections and translations which leave an object
invariant; i.e., by virtue of its symmetry, the object appears to be the same after
reorientation. The set of symmetry operations satisfies group axioms with successive
application as the law of composition, and is thus a symmetry group. The identity
operation corresponds to no net reorientation, e.g., rotation through a multiple of 27
about any axis or double reflection in any mirror plane, and the inverse of any
operation corresponds to reversing its sense. Multiplication is obviously closed and
associative. Symmetry groups are always isomorphic with abstract groups.

As an example of a finite symmetry group, consider the group D5, of order g =6, of
all proper rotations which leave an equilateral triangle invariant. Elements include the
identity (E), rotations through 120° (C;) and 240° (C2) about an axis perpendicular to
the plane of the triangle which passes through its centre, and rotations through 180°
(Cs Cp and C,) about three axes in the plane of the triangle which pass through its
centre and its vertices. The sense of rotation is related to the positive direction of an axis
by a right-hand rule. The directions of the two-fold axes a, b and c are related to that of
the three-fold axis as illustrated in Fig. 2.1. One can construct the multiplication table
of D3 by successive application of symmetry operations, observing the following
conventions: The operation corresponding to the right-hand element in a product is
applied first, and successive rotations are performed about axes fixed in space rather
than in the body. The multiplication table displayed in Table 2.1, with rows and col-
umns labelled by group elements, is obtained in this manner.
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Figure 2.1. Symmetry axes of an equilateral triangle.

Table 2.1. Multiplication table for group Ds

D; E Cs c? C, Cs C.
E E Cs c? C, Cs C.
Cs Cs c? E C. C, Cs
C? C? E Cs Cs C. C,
C, C, Cs C. E Cs C?
Cs Cs C. C, c? E Cs
C. C. C, Cs Cs c? E

Table 2.2. Multiplication table for factor group Ds/H

Ds/H H C.H
H H C.H
C.H C.H H

One can readily verify that the multiplication table for D, has the required
properties.

The elements of Dj fall into three conjugate classes: {E}, {C3, C2} and {C,, C, C,}.
Symmetry groups provide a geometrical interpretation of conjugate classes: Elements
in the same class correspond to rotations through the same angle about axes which are
related to one another by other elements of the group. This concept can be generalized
to improper rotations as well.

In addition, four non-trivial subgroups can be identified: one invariant subgroup
H={E, C;,C}}, of index 2, with coset C,H = {C,, Cy, C.}, and the subgroups {E, C,},
{E, Cp}and {E, C.} of index 3. Furthermore, it is evident that the multiplication table of
the factor group D;/H is as shown in Table 2.2. Finally, elements C; and C, are group
generators, since all elements can be expressed as products of these two.

2.2.3 Matrix representations

A matrix group is a set of square, non-singular matrices which satisfies group axioms
with matrix multiplication as the law of composition. A matrix group is a matrix
representation of an abstract group if it is a homomorphic image of the abstract group;
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i.e., there is a many-to-one correspondence between group elements and matrices
such that

D(RS) = D(R)D(S). 2.3)

If the correspondence is unique (isomorphic), the representation is faithful. Two
representations are equivalent if they are related by a similarity transformation:

D/(R) = UD(R)U™!, (2.4)

where the square, non-singular matrix U is not necessarily an element of the matrix
group. Every representation is equivalent to a unitary representation, in which every
element is represented by a unitary matrix. Only unitary representations are considered
henceforth.

If all matrices in a representation are partitioned in the same way,

o= ("0 i ) - R DR, @9)

then D'(R) and D" (R) are also representations. If a given representation is equivalent
to a partitioned representation, it is reducible; otherwise, it is irreducible. Schur’s lemma
states that any matrix which commutes with all matrices of an irreducible repre-
sentation is a constant matrix. Pre-eminent among the theorems which follow from
Schur’s lemma is the grand orthogonality theorem,

3" DY (RDY(R) = di By Sit 61, (2.6)
R (4

where the sum is over elements of a group of order g, and ¢ and v label inequivalent
irreducible representations of dimension d,, and d,, respectively. It is evident from
Eq. (2.6) that a finite group has a finite number of inequivalent irreducible repre-
sentations of finite dimension. In fact, the number of inequivalent, irreducible repre-
sentations is just equal to the number of classes, and their dimensions satisfy the
relation

=g @7)

The character of a representation is the set of traces, x(R) = >, Di(R), for all R.

By virtue of trace invariance under similarity transformation, the characters of
equivalent representations are identical and the traces are the same for all elementsina
class. Consequently, one can display all of the characters of a given finite group, G,in a
unique character table with rows and columns labeled by irreducible representations I,
and classes C;, respectively, as shown in Table 2.3.

Table 2.3. Character table of a finite group

G C C, cee Cr
I, X(ll) Xgl) X,(cl)
(2)

I, X X

o )
Iy xi” Xe
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Table 2.4. Irreducible representations of group D;

D3 E C3 C32 Ca Cb Cc
Ay (Ty) 1 1 1 1 1 1
A, (T2) 1 1 1 -1 -1 -1

fe (1)

2) (52 (2 7)

Table 2.5. Character table of crystallographic
point group D;

D; E 2C; 3G,
A, (T 1 1 1
4, (Ty) 1 1 -1
E (Ts) 2 -1

Row orthogonality of the character table follows trivially from the grand orthog-
onality theorem, Eq. (2.6),

& o
ZE’X?‘) ) = b, (2.8)

H

where g; is the number of elements in the ith class. This theorem enables one to
determine how many times each inequivalent irreducible representation is contained in
a given reducible representation, D(R). By definition, there exists a unitary matrix U
such that

UD(R)U* =" a,DY(R), (2.9)

where the summation sign denotes the direct sum. It follows from Egs. (2.8) and (2.9)
that the number of times, g, that the uth irreducible representation is contained in
D(R) is given by

1 N
au = gz glxl(”) Xi+ (210)
i

This relation finds extensive application in crystal-field theory.

As an example, consider the irreducible representations of group Ds, displayed in
Table 2.4 where ¢ = exp(27i/3). Representation A, is the identity representation. Note
that representation A, is isomorphic with the factor group Ds;/H, and that repre-
sentation Eis faithful. The corresponding character table is shown in Table 2.5. Classes
are denoted by the number of elements, g;, followed by a typical element.

2.24 Symmetry and quantum mechanics

Operator groups provide another type of representation which serves to establish
the connection between symmetry and quantum mechanics. We begin by considering
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a group of transformations of coordinates:
r’ = Rr, (2.11)

where R is a real, proper or improper orthogonal transformation. There is a corre-
sponding operator, Og, which rotates a field:

OrY(r') = P(r) — Orb(r) = Y(R7'r). (2.12)

The rotated function, O g1, has the same value at the rotated point, 1/, as the original
function, 1, at the original point, r. The operator group is a homomorphicimage of the
group of transformations, since

OsOrY(r) = OrY(S™'r) = Y(R™'S™'r) = ¢{(SR)~'r] = Osat(r); (2.13)

therefore, algebraic structure is preserved.

The transformation, R, in Eq. (2.11) can be viewed alternatively as an inverse rota-
tion of the coordinate axes which alters the Cartesian components of a fixed vector, r.
A corresponding interpretation then applies for the operators O, and even for the
symmetry operations which leave the appearance of an object invariant. Labeling of
symmetry elements by the rotations of the coordinate axes rather than those of the
object itself alters the appearance of the multiplication table. The difference is only
semantic, however, since isomorphism ensures preservation of irreducible repre-
sentations and characters.

Consider a set of d independent functions, ¥;(r), with d < g, which transform among
themselves under operations of the group:

Orthi(xr Z h;(r) (2.14)

It can be shown readily that the matrices of coefficients, D(R), form a d-dimensional
matrix representation of the group of transformations. The functions 1);(r) are called
basis functions for the representation. If the matrices of coefficients form an irreducible
representation, D*)(R), then the basis function 1/)(” (r) belongs to the ith row of the uth
irreducible representation. Orthogonality of basis functions for irreducible repre-
sentations follows from the grand orthogonality theorem:

(,l/)l(ﬂ), ¢(") — 5115;” a_ Z (#) , (2‘15)

i.e., basis functions belonging to different rows or to different irreducible representa-
tions are orthogonal, and the scalar product is independent of row. Note that 1) and ¢
may belong to two entirely different sets of basis functions. It will become apparent that
this extremely powerful theorem has many useful consequences.

A symmetry operator, O, transforms another operator, (2, according to the recipe

Q = 0rQ0%!, (2.16)

which preserves the algebraic structure of equations. Suppose that the Hamiltonian, H,
is invariant under a group of operations, G, called the group of the Hamiltonian;i.e., His
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transformed into itself for all R in G,
OrHOR' = H. (2.17)
Application of Op to the time independent Schrodinger equation then yields
OrHY{" (r) = HORY{" (r) = EV0xy{ (r). (218)

Since OR"J),(V) (r) is an eigenfunction of H with eigenvalue E®, it may be expanded in the
set of d, degenerate eigenfunctions with eigenvalue E,

d,

Org{(r) Zw (2.19)

It follows that the square matrices D®(R), with elements D(V)( R), form a matrix repre-
sentation of G, for which the degenerate eigenfunctions form a basis. If the repre-
sentation is irreducible, the degeneracy is symmetry-induced, otherwise, it is accidental.
In the latter case, which reflects fortuitous values of parameters, it is still possible to
choose linear combinations of degenerate eigenfunctions which partition the repre-
sentation into irreducible blocks. It can be shown from Shur’s lemma and the ortho-
gonality of basis functions that the degeneracy of eigenfunctions is a necessary as well
as a sufficient condition that they transform as bases for irreducible representations
of G. Thus, eigenvalues can be labeled by irreducible representations of the group G of
the Hamiltonian, and eigenfunctions by the rows of these representations.

2.2.5 Coupled systems

A recurring problem in quantum mechanics is that of two nearly independent systems
which are coupled by a weak interaction. The symmetry classification of the eigen-
values and eigenfunctions of the coupled system is greatly facilitated by the following
considerations.

Given basis functions v; ) (ry) and % v (rp) for 1rreduc1ble representatlons D¥(R)
and DY(R) of group G, respectively, then products 7,1), ( )¢( (r2) form a basis for the
Kronecker product representation

D®(R) = D¥W(R) @ D™ (R). (2.20)

In a concise notation, in which ¢ denotes a row vector with d,d, elements
7,[),(" ) (r )¢(v)( »), the transformation properties can be expressed as

Or¥d = Yo D¥I(R). (2.21)

The Kronecker product representation is reducible in general, and can be partitioned
into irreducible representations by a unitary transformation,

DEIU* = 3" a,DO(R), (2.22a)
(28
UUt =U*U =1, (2.22b)

1 W) (o)
a, = é—,z,.gixﬁ" . (2.22¢)



38 Symmetry considerations

It follows that elements of the row vector YU are bases for irreducible representa-
tions of G,

OrYU™ = YU TUD®)(R)UT = YU > a,D)(R). (2.23)
Consequently, these elements may be written in the form

T (r ZW) ()8 (x2) (uvif| Aak), (2.24)

where the coupling coefficients (uvij| 7 \k) are elements of the matrix U™. The index 7
distinguishes multiple occurrences of irreducible representation A in the reduction of
the Kronecker product representation; it may be dispensed with in the special case of a
simply reducible group, for which no irreducible representation occurs more than once
in the reduction of a Kronecker product representation.

Consider two subsystems with Hamiltonians H; and H, which are coupled by a weak
interaction H'. The Hamiltonian for the combined system is then

H=H,+H' (2.25a)
Ho = H1 + H2, (225b)

and the group of the Hamiltonian, H, of the uncoupled system is
Go =G ® Gy, (2.26)

since Hyisinvariant underindependent operations R; and R, of G; and G,, respectively.
Suppose further that G, and G, are isomorphic, and that the effect of the interaction,
H', is to reduce the symmetry so that the Hamiltonian, H, of the coupled system is
invariant only under simultaneous operations R; = R, = R, and not under independent
operations. The group G of His then isomorphic with G; and G,, and is the subgroup of
G, for which R; = R, = R. Since irreducible representations of G, are of the form
D(“)(Rl) ® D(V)(Rz), the subset of matrices representing the subgroup G, the subduced
representation, is just the Kronecker product representation defined by Eq. (2.20).

Eigenvalues E(()" Y of Hj are labeled by irreducible representations of Gy. The effect of
the perturbation H' is to split each level of Hy into a set of levels labeled by the irre-
ducible representations of G contained in the reduction of the Kronecker product
representation, Eq. (2.22a). The number of levels derived from E(()” Y is >, 4o, With
residual degeneracy d,, of each level, such that

dud, = ad,. (2.27)

2.3 Crystal symmetry
2.3.1 Translation groups

An ideal crystal is composed of atoms or ions such that the atomic arrangement looks
the same from points r and r’, where

r'=r+ Lid; + Ldy + Ids, (228)
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Figure 2.2. Restrictions of the rotation angle in a crystal lattice. All of the indi-
cated vectors must be lattice vectors no shorter than a, and ¢ =2x/n, where nis a
positive integer.

the /; are integers, and the d; are fundamental translation vectors. A translation oper-
ation {(¢|R;} consists of a rigid translation of the entire crystal by a lattice vector R,,
defined by

R, = r—-r= hLdy + Lbd; + hds. (2.29)

The entire set of translations which leave the ideal crystal invariant constitutes a
translation group.

A three-dimensional /atticeis an array of points in space with translational symmetry
in the three non-coplanar directions d;, d; and ds. A basis is a unit assembly of atoms
or ions associated with each lattice point. Translational symmetry is preserved in the
addition of a basis to a lattice, but not necessarily all of the symmetry.

2.3.2  Crystallographic point groups

A point group is a group of symmetry operations applied about a point which leave an
object invariant; its elements include rotations, reflections and inversions. Crystal-
lographic point groups are severely restricted by the translational symmetry of an ideal
crystal. Assume that a is one of the shortest non-vanishing lattice vectors, and that a
rotation through an angle ¢ about a particular symmetry axis leaves the crystal invari-
ant and takes ainto a’. Then a —a’ and a + a’ are also lattice vectors, and, by hypoth-
esis, the following inequalities are satisfied:

|a] < |a' —al,|a+ 4| (2.30)

It is apparent from Fig. 2.2 that the angle of rotation is restricted to the following
values:

é=2r/n, (n=1,2,3,4,6). (2.31)

Crystallographic point groups with only a single n-fold axis, n=1, 2, 3, 4, 6, include
Abelian, cyclic groups C,, of order n, with elements C? such that C = E. (Unfortu-
nately, the names of group elements in Schoenflies notation are easily confused with the
names of the groups themselves.) Dihedral groups D,, n=2,3,4,6 of order 2n, are
formed by adjoining » perpendicular 2-fold axes to a single n-fold axis; of these, only
D, is Abelian. Polyhedral groups include the octahedral group O, of order 24, and the
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Table 2.6. The seven symmetry systems, fourteen Bravais lattices, thirty-two crystallographic
point groups and two hundred and thirty space groups

System Restrictions Bravais Point groups Point groups Space group
lattices (International) (Schoenflies) numbers
Triclinic atb#c, P 1,1 C, C; 1,2
affB#y
Monoclinic a#b#c, P,C 2,m,2/m C5,Cs, Cop 3-5,6-9,10-15
a=y=
90°#8
Orthorhombic a#b#c, P,C,LLF 222, mm2, Dy, Cs,, 16-24,25-46,
a=p= mmm D,y 47-14
y=90°
Tetragonal a=b#c, P,I 4,4,4/m, C4,S4,Can,  75-80,81-82, 83-88,
a=f0= 422, 4mm, Dy, Cy,, 89-98,99-110,
v=90° 2m,4/mmm D,y Dy, 11-112,123-142
Trigonal a=b=c, R 3,3, Cs, Ss, 142-146,147-148,
a=f03= 32, Ds, 149155,
v #90° 3m,3m Cs,, D34 156-161,162-167
Hexagonal a=b+#c, P 6,6,6/m, Cs, Cap, Cep,  168-173,174,175-176,
a=0£#=90°, (:)22, 6mm, Dg, Cey, 177-182,183-186
y=120° 62m, 6/mmm D3, Dgy, 187-190,191-194
Cubic a=b=c, P,I,F 23,m3, T, Ty, 195-199,200-206,
a=0= 432,43m, 0,T, 207-224,215-220,
7=90° m3m Oy, 221-230

tetrahedral group T, of order 12. The octahedral group O, which leaves a cube or
octahedron invariant, has three perpendicular four-fold axes, four three-fold axes and
six two-fold axes. The tetrahedral group T, which leaves a regular tetrahedron invari-
ant, is a subgroup of O with four three-fold axes and three two-fold axes.

Additional crystallographic point groups are obtained by adjoining rotation-
reflections S,,, consisting of rotation through an angle 27/n, followed by reflection in a
plane perpendicular to the axis of rotation. Special cases include reflection (o = S}) and
inversion (/= S;). New groups generated from groups C, include C;, of order 2, with
elements (E, 0); C;, of order 2, with elements (E, I); S, of order 4, with elements
(E, Cy, 84, S2); and S, of order 6, with elements (E, Cs, CZ, Sg, S2, S¢). They also
include groups C,; and C,,, obtained, respectively, by adjoining horizontal and vertical
mirror planes to C,; i.e., planes which, respectively, are perpendicular to and include
the n-fold axis. Additional dihedral groups D,, and D, are generated from D, by
adjoining horizontal and diagonal mirror planes, respectively, where a diagonal mirror
plane is a vertical mirror plane which bisects the angle between two-fold axes. Finally,
additional polyhedral groups T}, T;and O, are generated from T and O by adjoining
horizontal and diagonal mirror planes. The thirty-two crystallographic point groups
listed in Table 2.6 exhaust the possibilities. They are isomorphic with just eighteen
distinct abstract groups, and several can be represented as direct products of invariant
subgroups which are themselves crystallographic point groups.
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Table 2.7. Character table of crystallo-
graphic point group C;

(oF E 1
4,TH) 1 1
Au(rl_) 1 -1

Table 2.8. Character table of crystallographic point group D3,

Dy E 2C; 3G, I 2G50 3G
Ay (T}) 1 1 1 1 1
Az (TF) 1 - 1 1 -1
E, (T}) 2 -1 0 2 -1 0
A1 (T7) 1 1 1 -1 -1 -1
Az, (T7) 1 -1 -1 -1 1
E, (T7) 2 -1 0 -2 1 0

As an example, the group D;; of symmetry operations which leave a regular
rhombohedron invariant is generated by adjoining the inversion 7 to the group D; of
proper rotations which leave an equilateral triangle invariant. It can be represented as
the direct product D3;= D3 ® C;. The character table of the Abelian group C;, which
has only one-dimensional representations, is shown in Table 2.7. The subscripts g and
stand for gerade and ungerade, German for even and odd, respectively. The character
table for D3, shown in Table 2.8, is then obtained trivially from that for D5 and C; by
keeping in mind that the inversion is represented by +1 in gerade representations and
by —1 in ungerade representations.

2.3.3 Space groups

A space group element {aft} is a symmetry operation which leaves an ideal crystal
invariant. It effects a proper or improper orthogonal transformation o, followed by a
translation through t, not necessarily a lattice vector,

r'=ar+t. (2.32)

The orthogonal transformation o must be an element of a crystallographic point group
G which contains an identity element e, and the set of elements {¢|R;} is an invariant
subgroup of pure translations. It should be noted that {«|0} is not necessarily an ele-
ment of the space group. If it is, for all & in G, then these elements form a subgroup and
the space group is symmorphic. Non-symmorphic space groups contain elements of the
form {a|v(a)}, where v(c) is not a lattice vector. The corresponding symmetry opera-
tions include a screw operation, in which « is a rotation through 27/n and v(c) is an
advance through (1/a)th of the repeat distance parallel to the rotation axis, and a glide
operation in which « is a reflection in a mirror plane and v(«) is an advance through half
the repeat distance parallel to the mirror plane. There are 230 distinct space groups in
three dimensions, of which 73 are symmorphic.

Given a particular crystallographic point group of orthogonal transformations c,
the requirement that aR; be a lattice vector imposes restrictions on the fundamental



42 Symmetry considerations

a

Figure 2.3. Linear combinations of fundamental translation vectors on which
restrictions defining the seven symmetry systems in Table 2.6 are imposed.

translation vectors d;. Consequently, the thirty-two crystallographic point groups can
be classified in seven crystal systems, defined by restrictions on the lengths and angles of
linear combinations a, b and ¢ of the d;, as shown in Fig. 2.3 and Table 2.6. The par-
allelepiped defined by the fundamental translation vectors d; is a primitive unit cell.
These cells may be stacked to fill all space by displacing them through all lattice vectors
R;. The vectors a, b and ¢ define a conventional unit cell which may contain more than
one lattice point, and which may be stacked to fill all space by displacement through a
subset of lattice vectors. In general, conventional unit cells have a more obvious rela-
tion to point symmetry than do primitive unit cells. There are fourteen distinct Bravais
lattices, corresponding to different ways of associating the fundamental translation
vectors d; with vectors a, b and ¢. Within each crystal system, the Bravais lattices are
classified by the arrangement of lattice points within the conventional unit cell as P
(primitive), I (body centred), F (face centred) and C (base centred), as illustrated in
Fig. 2.4. The fourteen Bravais lattices listed in Table 2.6 also include a primitive
rhombohedral unit cell, conventionally designated R. In the hexagonal system, the
primitive cell is always hexagonal, whereas in the trigonal system, the primitive cell is
sometimes rhombohedral and sometimes hexagonal, depending on the space group.
Since either system can be referred to either type of axes, the trigonal system in con-
temporary usage is combined with the hexagonal system in a single hexagonal crystal
family [Hahn (1995)]. Point groups may be associated with Bravais lattices in a variety
of ways within each crystal system. In Schoenflies notation, different space groups
derived from the same point group are distinguished by numerical superscripts in an
arbitrary sequence. The international (Hermann—Mauguin) notation for space groupsis
rather more informative, since both the point symmetry and the Bravais lattice are
identified, with additional symbols denoting screw and glide operations. Both nota-
tions, as well as space-group numbers listed in Table 2.6, are employed in subsequent
chapters.

As an example of a non-symmorphic space group, consider the group DS, (R3c),
associated with the trigonal R Bravais lattice with rhombohedral unit cell. The element
{I|v} is adjoined to subgroups {ap, |0} and {¢|R;}, where v=1(d, + d, + d3), to generate
elements {ap,|R;} and {ap,I|R; + v}. The symmetry elements of this group are illu-
strated in Fig. 2.5a. It is evident from this figure that points of inversion symmetry
do not coincide with points of D; symmetry, and no point has the full D3; symmetry.
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Figure 2.4. Examples of unit cells for Bravais lattices: (a) primitive cubic (P),
(b) body centred cubic (I), (c) face centred cubic (F) and (d) base centred
tetragonal (C).

| @ |

Figure 2.5. (a) Symmetry elements in the rhombohedral R primitive unit cell of
space group ng. Open circles denote centres of inversion (point group C;) and
filled circles, points of Dy symmetry. Ellipses and triangles label two-fold and
three-fold axes, respectively. (b) Rhombohedral R primitive unit cell of corundum
(a-A1,03). Filled and open circles label AI** and O?~ ions, respectively. The
basis contains two formula units. Not drawn to scale.
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An example of a crystal with this symmetry is corundum (a-Al,Os), illustrated in
Fig. 2.5b. There are two formula units per primitive unit cell, and neither ion occupies a
high symmetry position; the symmetry at the AI’* site is C; and that at the 0>~ site
is C,. Corundum may be viewed alternatively as a distorted hexagonal close packing of
02~ jons with AI** ions occupying two out of three octahedral interstices, and with the
unoccupied octahedral interstices coinciding with the centres of inversion. Three of the
coordinating oxygen ions are from the same primitive unit cell as the aluminum ion,
while the remaining three are from adjacent cells. Corundum doped with substitutional
Cr* is the active material for the ruby laser, and the approximate octahedral coor-
dination of the cation site, which determines its dominant symmetry, is essential to the
understanding of chromium spectra in this material.

The theory of space group representations is beyond the scope of the present volume,
since we are concerned primarily with the point symmetries of laser-active centres.
Detailed descriptions of the properties of the 230 space groups, including illustrations
of the conventional unit cells corresponding to the fourteen Bravais lattices, are
available in the International Tables for Crystallography [Hahn (1995)].

2.4 Lie groups
24.1 Lie algebras

Although space groups are, in principle, of infinite order by virtue of the translation
symmetry of ideal crystals, they have discrete elements and can be converted readily to
finite groups by imposition of periodic boundary conditions. In contrast, the elements
of an r-parameter Lie group are labeled by r essential, continuously varying real
parameters a;, as, . . ., a,. The group is compact if the parameter space is finite. The law
of composition is

R(by,...,b,)R(ay,...,q;) = R(cy,...,cr), (2.33a)
¢ = ¢ia,....anb1,....b), (2.33b)

where ¢; is analytic with respect to both sets of parameters. It is convenient to choose
the parameter values corresponding to the identity element to be zero.

As with finite groups, one can also consider an r-parameter Lie group of transform-
ations of a set of n variables x;:

X} = fil*15.- -y X3 a1y -, Gr), (2:34)
where the f; are analytic functions of the parameters, and a corresponding Lie group of

operators O which operate on functions ¥(xy,...,x,). A finite operation can be
generated by a sequence of infinitesimal operations, with the result

Op = exp (— Zan Xu) , (2.35a)
u=1

n N
Xu Zaﬁ(xl,...,x,,,al,...,a,) 9 (235b)
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The infinitesimal operators X, which serve as group generators, are elements of a non-
associative Lie algebra with the product defined as the commutator:

X, X ] =) e, X (2.36)

The structure constants ci., define the Lie algebra of a particular Lie group.
Matrix representations of the Lie group can be constructed from matrix repre-
sentations of the Lie algebra:

D[R(ay,...,a)] = exp [~ iauD(Xu) . (2.37)
p=1

Note that if D(R) is unitary, then D(X) is anti-hermitian. Basis functions for the Lie
algebra are also basis functions for the Lie group. It can be shown that Casimir’s
operator C, defined by

c=>"%"¢"x, X, (2.38a)
P o
Z "8y = by, (2.38b)
P
B =l (2.38¢)
« B

commutes with all of the infinitesimal operators X,. Consequently, C commutes with
all elements of the Lie group, and, by virtue of Schur’s lemma, it is represented by a
constant matrix in any irreducible representation, which can then be labeled by one of
its eigenvalues.

2.4.2 The rotation group

Crystallographic point groups suffice to describe the site symmetry of laser-active
centres in crystals. However, as will become apparent in subsequent chapters, the
effects of the crystalline environment are generally treated as perturbations on the
electronic structure of a free ion with spherical symmetry, whose description requires a
group of continuously infinite order, the full rotation group O(3). This group is a direct
product of its subgroups,

0(3)=0*(3)®C, (2.39)

where the rotation group 0*(3) is the compact, three-parameter Lie group of proper
orthogonal transformations in three dimensions.

The parameters for a rotation through an angle # about an axis i can be chosen as
On,, 6n, and On,, with corresponding infinitesimal operators X, X, and X,. The Lie
algebra of the rotation group is specified by

[Xea, X5] = €apy X, (2.40)
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where £,4, 1s 1 for a cyclic permutation of its indices, —1 for an anticyclic permutation
and 0 otherwise. It is convenient to define hermitian operators J, by

Ju=iX,, (2.41)
which then satisfy commutation relations
[Jas J8] = iEagy Jys (2.42)
where i = v/—1. Then a general rotation operator can be expressed in the form
Og = exp(—01 - X) = exp(ifi - J), (2.43)

where X and J are defined by

X=iX.+jX, +kX, (2.44a)
I=iJe+jJ, +kJ,. (2.44b)
Casimir’s operator is given by
C=-1x*=1J7, (245)
with the consequence
[3%,7.] =o. (2.46)

It follows that irreducible representations of the rotation group are labeled by eigen-
values of J2.

Itis evident from Eq. (2.43) that the Lie algebra of O*(3)is identical with the algebra
of angular momentum operators in quantum mechanics. In a representation in which
both J? and J, are diagonal, these operators have simultaneous eigenkets | jm), where j
is a positive integer or half integer and m, which labels the rows and columns of each
matrix in a 2j+ 1-dimensional representation, has one of the values —j, —j+1,...,/.
Matrix elements are derived from the following relations:

32| jm) = j(j + 1)l jm), (2.47a)

Jo|jm) = m| jm), (2.47b)

Jeljm) = V(i Fm)(jEm+1)|jm+1), (247¢)
Je=Jo £ilJ,. (2.47d)

A 2j + 1-dimensional irreducible representation of the rotation group is then con-
structed from the relation

DY)(OR) = exp(ifh - D(j)(J)), (2.48)
P (J) =iDV(J,) +jpI(J,) + kDY (J,). (2.49)

For proper orthogonal transformations of three real variables x, y and z, the infi-
nitesimal operators are components of X= —r x V; then J =L, the orbital angular
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momentum operator, and irreducible representations of the rotation group O*(3)
are labeled by integral quantum numbers j=/. The spherical harmonics Y;*(9, ¢),
defined by

(=020 1) = )t

Y8, 4) = W Tt ]! Py (cos 0) exp(im ¢), (2.50a)
1 dm(x? — 1)
PP'(x) = 551 —xl)"’/z%, (2.50b)
which satisfy the normalization condition
2n pw
/ / Y (6, 8)° Y7(8, ) sin0d0dd = 6y (2.51)
0 0

are simultaneous eigenfunctions of L and L, with eigenvalues /(/+ 1) and m, respect-
ively, where /is a positive integer or 0 and » has one of the values —/, —/+1,...,/. The
spherical harmonics Y, (6, $) are then basis functions for irreducible representations
of the rotation group. They are also basis functions for irreducible representations of
the full rotation group, with parity (—1)’, but that is an incidental feature of spherical
harmonics which does not apply to rotation-group basis functions in general.

243 SUQ)

The group of unitary, unimodular transformations of two complex variables,

(21) N (—‘Z* :) (2) (2.522)
lal” + b =1, (2.52b)

is a three-parameter, compact Lie group called SU(2), which has the same Lie algebra
as the rotation group O *(3). By virtue of their unitary and unimodular properties, the
elements of this group effect real, orthogonal transformations in three dimensions by
the recipe

W =uhu!, (2.53a)
h= (x:ziy x J; iy ) (2.53b)
u= (_‘;)* :* ) (2.53¢c)

Since u and —u effect the same transformation, there is a two-to-one correspondence
between elements of the two groups such that O *(3) is a homomorphicimage of SU(2).

Irreducible representations of SU(2) with integral quantum numbers are identical
with the irreducible representations of O*(3) considered previously. Irreducible
representations of SU(2) with half-integral quantum numbers, which arise in the
description of the intrinsic angular momentum of the electron and other fermions, are
double-valued representations of O*(3), in that each element of the rotation group is
represented by two distinct matrices.
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An explicit expression which can be derived for the matrices of irreducible repre-
sentations of SU(2) as a function of Euler angles [Hamermesh (1962)] will be omitted
since it is not needed in the present context. Higher SU(n) groups, which are useful in
the description of complex lanthanide spectra [Judd (1963)] as well as in the theory of
elementary particles, are beyond the scope of the present volume.

2.4.4 Application to coupled systems

The general problem of coupled systems was considered in §2.2.5. In the special case
in which the Hamiltonian Hj of the uncoupled system is invariant under indepen-
dent operations of the rotation group applied to each subsystem, the group G of the
uncoupled system is

Go=0%(3)® 0*(3). (2.54)
It follows from Eq. (2.43) that elements of Gy can then be expressed in the form
ORle = Cxp[i(91ﬁ1 -J1 + Gaidy - JZ)]- (2.55)

The Hamiltonian H of the coupled system is invariant only under simultaneous
rotations of the two subsystems through the same angle § about the same axis i,

Or = expliff - (J; +J;)] = exp(if i - J). (2.56)

Since J; and J, commute, J=J, + J; satisfies the commutation relations (2.42) and
generates the group G of H.
The rotation group is simply reducible; i.e., each irreducible representation occurs at
most once in the reduction of the Kronecker product representation,
hth
UDUPA(RU* = )~ DUI(R). (2.57)
J=lh=hl

Eigenkets of J? and J, in the coupled representation can be expressed in terms of those
in the uncoupled representation in the form

Ji J2
my= D" D L) ama)(jrjamma| jm). (2.58)

mi==ji my=-j

Selected values of the coupling coefficients {j; jomm;|jm), called Clebsch—Gordon
coefficients, are tabulated in Table 2.9; more extensive tabulations are readily available
{Rotenberg et al. (1959), Weissbluth (1978)]. They are related to 3-j symbols by

(il 2o J )_(—1)jl_jz+m

m my —m = 2] F1 (]1]2m1m2|]m>- (2.593)

Clebsch—Gordon coefficients vanish unless the following conditions are satisfied:
j] +j2 +j = 0, (259b)

my +m; =m. (2.59¢)
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Table 2.9. Clebsch—Gordon coefficients (Ismyny| jm;) for I=1 and s=1/2

I=1 s=1/2 j=3/2 j=1/2

m, my m;=3/2 m=1/2 my=-1/2 m=-312 m=1/2 m=-1/2
1 12 1

1 —1/2 1/3 2/3

0 1/2 2/3 —/1/3

0 —1/2 V2/3 1/3

-1 12 1/3 -V2/3

-1 -1/2 1

Eq. (2.59b), the triangle condition, is represented concisely by A( jy j>j). A closed-form
expression for the Clebsch—Gordon coefficients [Racah (1942)] is omitted here.

2.4.5 Wigner—Eckart theorem

Spherical tensor operators Ty s are defined by the relations [Racah (1942)]

[Je £ idy, Toa) = V(LF M) (LM +1) Topan, (2.60a)
[Jz, Tem] = MTpy. (2.60b)

An equivalent definition [Rose (1957)] is

L
OrT O = Z TrmDygipg(R), (2.61)
M=L

where Ris anelement of O (3);i.e., operators T 5y, of rank L, transform as a basis for a
2L + 1-dimensional irreducible representation of the rotation group. Spherical tensor
operators are multiplied according to the rule

L

Tipm = Z TLlMl TL;M—-Ml <L1L2M1M — M]ILM) (262)
My=-L,

The Wigner—Eckart theorem [Wigner (1931), Eckart (1930)] states that matrix ele-
ments of spherical tensor operators between angular momentum eigenkets |jm) are
expressible in the form

(J'm| Tep| jm) = (J'ITLNAN(LmM|j'm'), (2-63)

1
V2iT+1
where the reduced matrix element { j'|| T, ||/} is independent of the quantum numbers
m, M and m’. An obvious corollary of the Wigner—Eckart theorem is the replacement
theorem, which states that matrix elements of two spherical tensor operators of the
same rank, Ty s and Uy, are proportional within a manifold of constant j, L and j'.
This corollary permits substitution of one spherical tensor operator for another, within
a constant of proportionality equal to the ratio of their reduced matrix elements.
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2.4.6 Racah coefficients

Coupling of three angular momenta can be accomplished by first coupling two, and
then coupling the third to their resultant. Since the coupled representation is not simply
reducible in this case, the resultant is obviously not unique, but depends on the coupling
sequence. Eigenkets in the coupled representation, obtained by two different coupling
sequences, are related by a unitary transformation:

(") jm) = 15" jm) Rinje (), (2.64a)
j//

=3+, (2.64b)

V =0+, (2.64c)

Ry (1) =D (i jarmma| j'my + mo){ jao jsmams| j"my + ms)

m m

X { j'jamy + mams| jm) { j1 j"mymy + ms| jm), (2.64d)

where the right-hand side of Eq. (2.64d) is independent of m =m, + m, + ms. Racah
coefficients W are defined by the relation

Ry (J) = (2" + 1)@J" + V1" W rafiasi'i"), (2.65)

and the related 6-j symbols are defined by

[ d LA = oy s 1) (2.66)
s 7

An extensive tabulation is available in Rotenberg et al. (1959). A closed-form expres-
sion [Racah (1942)] is omitted here.

Racah coefficients find application in the evaluation of reduced matrix elements
associated with application of the Wigner—Eckart theorem to coupled systems. For
example, the interaction Hamiltonian H'(1, 2) which couples two subsystems is often
expressible as the contraction of two spherical tensors of rank L,

L

H'(1,2) = Y ()" Ty () UL-m(2) = T(1) - UL(2). (2.67)
M=-L

Reduced matrix elements of H’(1,2) in the coupled representation can then be
expressed in terms of reduced matrix elements of T7r(1) and Uy ps(2) in the uncoupled
representation by the relation

(i NTL(1) - UL 12 )
= GITL O GNTL@ RN T2 + 1)@ + D2 W i j3iL). (2:68)
Asa second example, consider a tensor operator Tr,,(1) which operates only on part of

a coupled system with coordinates 1 and 2. The reduced matrix element in the coupled
system can then be expressed in terms of that in the uncoupled system by the generalized
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projection theorem,
Lid N T 1 j2d)
= 8y (1) HERT @+ D)@+ DI PW G AD TR (2.69)

Finally, reduced matrix elements of the product of spherical tensor operators defined
by Eq. (2.62) are given by

(N Tl

=VILF1Y ()" WL L) I Ty g, (2.70)
where -y denotes all of the parameters which distinguish different functions with the
same value of j. Equations (2.68)—(2.70) find immediate application in the calculation

of atomic energy levels in Chapter 4 and transition probabilities in Chapter 5.

2.5 Some additional applications of group theory
2.5.1 Evaluation of matrix elements

The Wigner—Eckart theorem facilitates the evaluation of matrix elements of spherical
tensor operators. The point-group analogue of the Wigner—Eckart theorem [Koster
(1958)] is

WITH ) = 72 3O T ) (uviiank), (2.71)
™

where the tensor operator Tiw ) is defined by

dy
0rTW 07 =3 T DY (R), (2.72)
j=1

and the coupling coefficients (uvij| A7 k) are elements of the unitary matrix U™, defined
in §2.2.5, which effects the reduction of the Kronecker product representation
D™ (R). Values of coupling coefficients for crystallographic point groups are tabu-
lated by Koster et al. (1963). Equations (2.71) and (2.72) find application in the deri-
vation of selection rules and the calculation of transition probabilities for optical
transitions between crystal-field levels of impurities and colour centres in solids.

2.5.2 Projection operators

A common feature of the application of the variational principle to atomic and
molecular structure calculations is the specification of trial functions as linear com-
binations of symmetry-adapted basis functions. The spherical harmonics, Eqgs. (2.50),
provide the required basis functions in the case of spherical symmetry. An effective
method for generating analogous symmetry-adapted functions for the crystallographic
point groups employs operators defined by

q .
PP =23 DE R Ox, (2.73)
R
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Table 2.10. Basis functions for group Ds projected from spherical

harmonics

Representation Row Basis function

A, @ Y7(6,¢) + (=1)) Y, (6, ¢),m = 3n
4 a Y/(6,¢) - (-1)'Y,"™(6,4),m = 3n
E x Y"(0,¢),m=3n—1

E y (=1)'Y,™(6,8),m =3n—1

where Ris a point group element and D)(R) is an irreducible matrix representation. It
follows from the grand orthogonality theorem, Eq. (2.6), that these operators are
idempotent and exclusive, and that they resolve the identity operator,

PHPY = 5,6, PY, (2.74a)
S P = 0p. (2.74b)
I i

Consequently, P “ )isa projection operator; its application to a specified function ¥(r)

then yields elther a basis function for the ith row of the uth irreducible representation,
or nothing,

PPy(r) = {’/"W(r)’ (2.75)
0.

Partner functions dz](,“ )(r) for other rows of the uth irreducible representation, which
transform together with ¢/'(r), are generated by the auxiliary operator

As an example, basis functions for group Ds, projected from spherical harmonics, are
listed together with their partner functions in Table 2.10.

2.5.3 Subduced representations

Crystallographic point groups are finite subgroups of the full rotation group O(3),
Eq. (2.39), and the corresponding subduced representations are in general reducible.
In a (2J + 1)-dimensional irreducible representation of the rotation group, 0*(3), a
rotation through angle @ about the z-axis is represented by a diagonal matrix with
elements

(JM | exp(i8J.)|IM') = Sppaer exp(i0M), (2.77)
and trace
H |
Doy — sin(J +3)6
x(6) —nle e (2.78)

The trace depends only on the angle of rotation and not on the axis, since all rotations
through the same angle are in the same class. The traces for the full rotation group are
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Table 2.11. Character table of isomorphic crystallographic point
groups O and T,

0 E 8C; 3C, 6C4 6Cy
T, E 8C; 3G, 604 654
A (TY) 1 1 1 1 1
Ay (T) 1 1 1 -1 -1
ET5) 2 -1 2 0 0
T, (Ty) 3 0 -1 - 1
T, (T's) 3 0 -1 1 -1

Table 2.12. Rotation group compatibility
table for octahedral point group O

Representations

A

Ty

E+T,

A+ T+ T,
AA+E+TI+ T,
E+2T1+ T,

A+ AH+E+T +2T,

DB W= O L

obtained by multiplying xY(@) by *1 for even (g) and odd (1) representations,
respectively. The number of times each point-group irreducible representation I', is
contained in each subduced representation is then readily obtained by application of
Eq. (2.10),

1 *
a, = ngix,(”) X(J)(oi)- (2.79)
i

As examples, consider the crystallographic point groups O, and T, which reflect
the dominant symmetry in octahedral or cubic coordination and in tetrahedral coor-
dination, respectively. For the octahedral point group, 0,=0 ® C,, it suffices to
¢ termine the irreducible representations of point group O contained in the subduced
representation of the group of proper rotations, O*(3), since inversion symmetry
is preserved. The character table of the isomorphic groups O and T, appears in
Table 2.11. The resulting rotation-group compatibility table for point group O is dis-
played in Table 2.12, and the full-rotation-group compatibility table for point group T,
is displayed in Table 2.13.

Reduction of the subduced representation is accomplished by a unitary trans-
formation; accordingly, basis functions for irreducible representations of crystallo-
graphic point groups can be expressed as linear combinations of basis functions for the
full rotation group [Griffith (1961)]. These symmetry-adapted linear combinations can
be generated by means of projection operators, as discussed in Section 2.5.2. They find
application in both the crystal potential and the wave functions for crystal-field states.
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Table 2.13. Full rotation group compatibility table for tetrahedral point

group T,

J(g) Representations J (u)  Representations

0 A] 0 A2

1 T 1 T,

2 E+T, 2 E+Ty

3 A+ T+ T, 3 A1+ T+ T,

4 AA+E+T+T, 4 A+ E+T+ T,

5 E+2T+ T, 5 E+T,+2T,

6 A1+ A+ E+ T +2T, 6 A1+ A+ E+2T+ T,

Table 2.14. Characters of additional representations of isomorphic double point groups O" and
T;

0 E R 8C; 8CiR 3G, 6Cs 6C4R 6C}
3C,R 6CiR
T; E R 8C3 8C3R 3C2 6S4 6S4R 60’d
3C2R 60'dR
E' (Tg) 2 -2 1 -1 0 V2 -2 0
E" (T) 2 -2 1 -1 0 —V2 V2 0
U’ (Ty) 4 —4 -1 1 0 0 0 0

Table 2.15. Rotation group compatibility
table for additional representations of double
point group O°

J Representations
1/2 E
32 v’
5/2 E"+ U’
7/2 E+E"+U
9/2 E'+2U'
11/2 E'+E"+2U'
13/2 E'+2E"+2U’

Subduced double-valued representations of SU(2) ® C; corresponding to crystal-
lographic point groups are called double-group representations, since they may be
regarded as single-valued representations of double point groups, distinguished by an
asterisk, in which a rotation through 27 is regarded as an element R distinct from the
identity element E. Irreducible representations of a crystallographic point group are
also irreducible representations of the corresponding double group, but the latter has
additional representations as well. The characters of the additional representations
of the isomorphic double point groups 0" and T are listed in Table 2.14; the rota-
tion group compatibility table for the additional representations of O is presented in
Table 2.15; and the full-rotation group compatibility table for the additional repre-
sentations of T is presented in Table 2.16.
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Table 2.16. Full rotation group compatibility table for additional
representations of double point group T

J (@) Representations J () Representations
1/2 E’ 12 E"
32 U’ 32 v’
52 E'+ U 572 E+U
7/2 E'+E"+ U 7/2 E'+E"+U
9/2 E' +2U’ 9/2 E"+2U’
11/2 E +E"4+2U' 11/2 E' +E"+2U'
13/2 E' +2E"+2U' 13/2 2E'+ E"+2U’

2.5.4 Time-reversal invariance

In addition to the spatial symmetry of its Hamiltonian operator, the Schrodinger
equation possesses a symmetry called time-reversal invariance which imposes add-
itional degeneracies. The time-reversal operator T is related to the complex-conjugate
operator K since the complex conjugate of the Schrodinger equation is

a(/)*

(2.80)

thus 9" ( — 7) is a solution of the Schrddinger equation in negative time. For a system of
g electrons, the complete time-reversal operator is given by

T =UK, (2.81)
where Uis a unitary operator which operates on the spin coordinates. A general resultis
T21/1 = il/% (2'82)

where the upper sign applies for an even number of electrons, and the lower sign for an
odd number. In the latter case, one can show that T4 is orthogonal to ¢, which leads to
Kramers’ theorem: All states are at least doubly degenerate for an odd number of
electrons [Kramers (1930)]. This Kramers degeneracy can only be removed by an
external magnetic field.

The relation of time-reversal invariance to spatial symmetry arises from the fact that,
if ¢ transforms as a basis function for irreducible representation D(R) of the group of
the Hamiltonian, then 7% transforms as a basis function for D*(R). Three cases can be
identified [Wigner (1931), Tinkham (1964)]:

(a) D and D* are equivalent to the same real irreducible representation.
(b) D and D* are inequivalent.
(¢) D and D* are equivalent but cannot be made real.

These cases can be distinguished by the Frobenius—Schur test [Frobenius and Schur
(1906)] based on the sum of traces of the squares of elements, asindicated in Table 2.17.
The implications for degeneracy in each case depend on whether the spin is integral or
half-integral; i.e., on whether the system has an even or odd number of electrons.
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Table 2.17. Effect of time-reversal invariance on degeneracy

Case Y xx(R») Integral spin Half-integral spin

a g No extra degeneracy = Doubled degeneracy
b 0 Doubled degeneracy Doubled degeneracy
c -g Doubled degeneracy =~ No extra degeneracy

Table 2.18. Character table of crystallo-
graphic point group C;

C3 E C3 C32
A TY) 1 1 1
I, 1 w? —w
E{ (T'2)
(T3) 1 —w w?

w=exp(in/3)

As an example of the effect of time-reversal invariance on degeneracy, consider the
character table of crystallographic point group Cj3, shown in Table 2.18.

Point group C; is Abelian, with only one-dimensional irreducible representations.
Nevertheless, since representations I'; and I'; clearly belong to case b, they label
degenerate energy levels and so are conventionally combined in a two-dimensional
representation E. It should be emphasized that the degeneracy in this case is doubled
for both even and odd numbers of electrons; thus Kramers’ degeneracy is not the only
effect of time-reversal invariance.

2.5.5 Crystal-field levels

Subduced representations of the full rotation group find application in crystal-field
theory, as described in Chapter 4, since the perturbing crystal field reduces the sym-
metry of the free-ion Hamiltonian and splits each free-ion energy level into a set of
crystal-field levels. The numbers and degeneracies of these crystal-field levels are
determined both by the numbers and dimensions of the point-group irreducible
representations contained in the subduced representations and by additional degen-
eracies arising from time-reversal invariance.

The numbers of crystal-field levels for subgroups of the rotation group are listed in
Tables 2.19 and 2.20. The subgroups in Table 2.19 include all of the crystallographic
point groups which contain only proper rotations, listed in the first row. The table also
serves for their direct products with point group C;, listed in the second row, since these
are subgroups of the full rotation group which preserve inversion symmetry. The
remaining crystallographic point groups are listed in Table 2.20. The irreducible
representations of these groups are different for even and odd free-ion levels, but the
numbers of crystal-field levels are the same in each case. Time-reversal invariance
imposes Kramers’ degeneracy, evident in the tables, as well as additional degeneracies
for point groups T, Ty, Cs, Cep, Ca, Cap, C3, Cap, Ss, and Sy, which are also reflected in
the tables.
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Table 2.19. Number of crystal-field levels into which a free-ion level J splits for crystal fields of
various symmetries. Point groups in the first row contain only proper rotations and those in the
second row are their direct products with point group C;

J Degeneracy O T Dg D, D, Ce Cs C; D, c, G

27+ O, T, Do D4y D3y Cop Ca S¢ Dy Co G
0 1 1 1 1 1 1 1 1 1 1 1 1
1 3 1 1 2 2 2 2 2 2 3 3 3
2 5 2 2 3 4 3 3 4 3 5 5 5
3 7 3 3 5 5 5 5 5 5 7 7 7
4 9 4 4 6 7 6 6 7 6 9 9 9
5 11 4 4 7 8 7 7 8 7 11 11 11
6 13 6 6 9 10 9 9 10 9 13 13 13
7 15 6 6 10 11 10 10 11 10 15 15 15
8 17 7 7 11 13 11 11 13 11 17 17 17
1/2 2 1 1 1 1 1 1 1 1 1 1 1
3/2 4 1 1 2 2 2 2 2 2 2 2 2
5/2 6 2 2 3 3 3 3 3 3 3 3 3
7/2 8 3 3 4 4 4 4 4 4 4 4 4
9/2 10 3 3 5 5 5 5 5 5 5 5 5
11/2 12 4 4 6 6 6 6 6 6 6 6 6
13/2 14 5 5 7 7 7 7 7 7 7 7 7
15/2 16 5 5 8 8 8 8 8 8 8 8 8
17/2 18 6 6 9 9 9 9 9 9 9 9 9

Table 2.20. Number of crystal-field levels into which a free-ion level J splits for crystal fields of
various additional symmetries. The irreducible representations of groups listed in this table are
different for even and odd free-ion levels, but the numbers of crystal-field levels are the same in
each case

J Degeneracy Td D3h C6v C3v C3h DZd C4v S4 sz C5
@27+
0 1 1 1 1 1 1 1 1 1 1 1
1 3 1 2 2 2 2 2 2 2 3 3
2 5 2 3 3 3 3 4 4 4 5 5
3 7 3 5 5 5 5 5 5 5 7 7
4 9 4 6 6 6 6 7 7 7 9 9
5 11 4 7 7 7 7 8 8 8 11 11
6 13 6 9 9 9 9 10 10 10 13 13
7 15 6 10 10 10 10 11 11 11 15 15
8 17 7 11 11 11 11 13 13 13 17 17
1/2 2 1 1 1 1 1 1 1 1 1 1
32 4 1 2 2 2 2 2 2 2 2 2
5/2 6 2 3 3 3 3 3 3 3 3 3
7/2 8 3 4 4 4 4 4 4 4 4 4
9/2 10 3 5 5 5 5 5 5 5 5 5
11/2 12 4 6 6 6 6 6 6 6 6 6
13/2 14 5 7 7 7 7 7 7 7 7 7
15/2 16 5 8 8 8 8 8 8 8 8 8
17/2 18 6 9 9 9 9 9 9 9 9 9
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2.5.6 Pauli principle

In addition to spatial symmetry and time-reversal invariance, the Hamiltonian for
a system of N electrons is invariant under permutations of their space and spin coord-
inates. The set of these permutations is a group of order M called the symmetric
group Sy of degree N [Wigner (1959)]. Eigenfunctions of the N-electron Hamiltonian
must then transform as basis functions for irreducible representations of Sy. These
representations always include two one-dimensional representations for N >2: the
identity representation in which every element is represented by +1, and a fully anti-
symmetrical representation in which transpositions are represented by —1. The Pauli
principle states that the only solutions of the Schrédinger equation for a system of N
identical particles which are physically meaningful are those which transform as the
identity representation of the symmetric group Sy for particles of integral spin, and
those which transform as the fully antisymmetrical representation for particles of
half-integral spin. The wave functions for a system of N electrons, with spin 1/2, must
then be antisymmetric under exchange of the space and spin coordinates of any elec-
tron pair.

2.5.7 Selected tables for symmetry groups

Several additional tables are included here for reference in subsequent chapters.

Table 2.21. Irreducible representations contained in the Kronecker product representa-
tions for point-groups O and T,

4, A, E T, T, 0,T,
4, 4, E T T, 4,
4, E T, T, A,
A+ AH+E T+ T, T\ +T, E
A1+E+T|+T2 A2+E+T1+T2 T]
A +E+T+T, T,

Table 2.22. Character table for crystallographic point
groups Dy, Cy4, and Dy,

Dy E C; 2C, 2C3 2Cy
C4v E C42 2C4 20’v 20'd
D2d E C2 2S4 2C2I 20':1
A4, T) 1 1 1 1 1
A (Ty) 1 1 1 -1 -1
B; (T's) 1 1 -1 1 -1
B, (Ty) 1 1 -1 -1 1
ETs) 2 -2 0 0 0
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Table 2.23. Compatibility table for crystallographic point group Oy, with point groups Cy, and C,,

A 1g A2g Eg Tlg T2g A lu A2u Eu Tlu

T2u

By A +B; A,+E B,+E A, B, A4A,+B, A+E
+B; + B, + B,

B +E
A+ B,
+ A

Table 2.24. Character table for crystallographic
point group C,,

Cyy E C, oy o)
A (T) 1 1 1
B, (T'y) 1 -1 1 -1
A, (T'3) 1 1 -1 -1
B, Ty 1 -1 -1

Table 2.25. Character table for Lie group Do,

Doon E C(4) oy 1 1C(9) lo,
+
g 1 1 1 1 1 1
+ 1 1 1 -1 -1 -1
; 1 1 -1 1 1 -1
" 1 1 -1 -1 -1 1
I, 2 2cos ¢ 0 2 2cos ¢ 0
1, 2 2cos ¢ 0 -2 —2cos¢ 0
A, 2 2cos2¢ 0 2 2cos2¢ 0
A 2 0 0

2cos2¢ -2 —2cos2¢

Table 2.26. Character table of crystallographic

point group D,

D, E C, C, Cy
A TY) 1 1 1 1
B; (T'3) 1 1 -1 -1
B; (T'y) 1 -1 1 -1
B3 (T'y) 1 -1 -1 1

Table 2.27. Character table for additional representations of double
point group Cy,

Ca E R Ce C; c; 2, 20
C}R  CR CIR 20,R 204R
EpTs) 2 =2 V2 -2 0 0 0

E;Ty) 2 =2 —V2 V2 0 0 0




Table 2.28. Full rotation group compatibility table for additional
representations of double point group C},

J(g) Representations J(w) Representations
1 / 2 E 1/2 1 / 2 E 1/2
3/2 E\p+ Esp 3/2 Eip+ Esp

Table 2.29. Compatibility table for crystallographic point group T,
with point group Dy,

T, A, Ay E T, T,
D,, Ay B, A+ By A+ E B,+E

Table 2.30. Irreducible representations contained in the Kronecker product
representation for point groups D4, Cy, and Doy

A4, A B, B, E Dy, Cay, Dy
Ay A, B, B, E Ay
4, B, B E A
4, A E B
Ay E B,
A+ A+ B+ B, E

Table 2.31. Character table for additional representations of double
point group C3

C3 E R C; C3R C? C:R
Ts 1 -1 —w w —w w
By (Te) 1 -1 -1 1 1 -1

w=exp(in/3)

Table 2.32. Character table for additional representations of double
point group D;

D; E R C;, CZR C3,C3R  3C} 3CR
T4 1 -1 -1 1 i —i

Es/z{ . .
Ts 1 -1 -1 1 —i i

Eyp (Te) 2 -2 1 -1 0 0

Table 2.33. Compatibility table for crystallographic point group O and double point group O
with point groups Cs and D5 and double point groups C; and Dj

0,0" A4 Ay E T T E' E" v’

D3,D; Ay A, E A+ E A+ E E1/2 Eip E1/2+E3/2
Cs,C} 4 A E  A+E A+E  Ep  Ep Eyp+2By,

60



3

Optical crystals: their structures,
colours and growth

3.1 Natural minerals and gemstones

There are several thousand naturally occurring minerals, inorganic compounds of
fixed chemical composition and regular sub-microscopic structure. Not more than 100
or so of these are recognized as gemstones although the number may vary as fashions
change and new sources are found. Gemstones are hard and durable to withstand
regular use without damage. But most particularly, they are beautiful, in their colour
and lustre, especially when cut, faceted or polished for personal adornment. Beauty
notwithstanding, the most important quality of a gemstone is scarcity. To be rare is
to be greatly valued.

Minerals that are the basis of gems are found in rocks which form over aeons in time:
where they are found reflects the process of continuous formation. There are three main
classes of gem-bearing rocks. Sedimentary rocks are formed by the accumulation of
eroded rock fragments, which settle over time, are compressed and again harden into
rock. They are set down in layers which eventually emerge from below the earth’s
surface. Gypsum is a typical sedimentary rock with important variations in alabaster
and selenite. Opal and tourmaline occur as veins in such sedimentary rocks as shale.
Igneous rocks solidify from molten rock deep beneath the earth’s surface, sometimes
escaping in lava flows from erupting volcanoes. The slower the rate at which the molten
rocks cool, the larger are the gems that grow within them. In consequence, gems grow at
high temperature, under huge hydrostatic pressures. Metamorphic rocks are changed
by high temperature and pressure from sedimentary or igneous rocks into new
minerals: marble formed from limestone under intense pressure at elevated tempera-
ture may contain rubies.

Hall (1994) provides a concise guide to the identification of some 130 gemstones,
giving their gemmological names, chemical formulae and important physical proper-
ties. Almost all are oxides or silicates: just a few are phosphates, carbonates and sul-
phates. Fluorite is the only representative of the halides, although LiCAF is the mineral
colquiriite (LiCaAlF) discovered at Colquiri in Bolivia [Fleischer et al. (1981)]. Most
gemstones are single crystals, although a few (e.g., obsidian, coral, opal, lapis lazuli) are
not. Common gems, such as quartz and garnet, are distributed worldwide, but most
rare gems are found in unusual geological locations. Wherever the appropriate min-
erals are found, they contain only a tiny proportion of gems. Gem production facilities
are sited only where the quantities of gem-quality materials are sufficient to make
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extraction economically viable. Diamonds are mined mainly in southern Africa, Russia,
Brazil and Australia. Rubies are extracted from mineral deposits in Afghanistan, East
Africa, Thailand and especially Burma, and sapphires come mainly from Australia,
Sri Lanka, Thailand and the United States. The twelve most popular gems are worn
as ‘birthstones’; particular local selections are determined by availability, custom and
fashion.

Gemmology is the complete study of each stone from its natural state, embedded in
a host rock, to the cleaved, faceted, carved and polished article. Earth scientists meas-
ure the hardness, cleavage, fracture strength and specific gravity of gems and relate
them to crystal structure and chemical bonding. The tenpoint scale of hardness, devi-
sed by the mineralogist Friederich Moh, measures the ability of a stone to resist
scratching. Each mineral is compared with ten ‘testers’: talc (1), gypsum (2), calcite (3),
fluorite (4), apatite (5), orthoclase (6), quartz (7), topaz (8), corundum (9) and diamond
(10). A tester will scratch the mineral below it in the list but not the one above it. The
Knoop test quantifies this scale by measuring the size of an indent made by a diamond
point in the surface of a mineral subjected to some common force. The harder the
material the smaller the indentation and the larger the number on the Knoop scale.
Ten stages are identified on the Knoop scale to correspond with Moh’s scale. In terms
of diamond indentation the Moh scale is distinctly nonlinear.

The link between the strength of a solid and its hardness reflects the internal struc-
ture. This linkage is complex, as is the mechanism by which solids break [Cottrell
(1964)]. Gems that break along one or more atomic planes in the crystal are said to
cleave. Gems that undergo perfect cleavage have perfectly smooth surfaces; they
include diamond, fluorite, calcite, topaz and baryte. Distinct cleavages, although not
perfectly smooth, also have clearly visible cleavage surfaces. In aquamarine the cleav-
age surface is indistinct: it breaks along a surface not related to its internal structure
and its fracture surfaces are uneven and irregular. The fracture surface in obsidian is
shell-like or conchoidal. A fine-grained mineral such as dumortierite will fracture
along an uneven surface, whereas an interlocking texture, such as nephrite, will give a
splintery fracture.

Physical scientists seek to understand how the bonding between atoms determines
their arrangement on a regular, symmetrical crystal lattice. Cubic crystals are the most
symmetrical: they may be cleaved or cut into cubic, octahedral or pentagonal dodeca-
hedral prisms. At least four three-fold axes are required to reproduce the cubic unit
cell. Diamond (10), garnets (7.5), pyrites (6), spinel (8) and fluorite (4) are all cubic;
hardnesses are given in parentheses. Hexagonal crystals have six-fold symmetry. The
best known examples are emerald (7.5), aquamarine (7.5) and apatite (5). Scheelite (5),
rutile (6) and zircon (7.5) are tetragonal with one four-fold axis and quartz (7), onyx (7),
ruby (9), sapphire (9), tourmaline (7.5) and calcite (3) are trigonal. Finally, topaz (8)
and chrysoberyl (8.5) are orthorhombic (three two-fold axes), diopside (5.5) and
meerschaum (2.5) are monoclinic (one two-fold axis) and turquoise (6) is triclinic
with no axes of symmetry.

Although some gemstones such as rock crystal, diamond and scheelite are usually
colourless, and fluorite, zircon, sapphire and apatite sometimes coloured, others are
brilliantly coloured always. There are seven categories of colour: colourless, white or
silver, pink to red, yellow to brown, green, blue or violet and black. Each category has
three sub-divisions; always, usually and sometimes coloured. However, these divisions
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are imprecise and physical scientists prefer to work with the optical absorption spec-
tra, or other quantitative fingerprints, of individual stones. Self-coloured or idiochro-
matic gems are coloured by those constituent elements essential to their chemical
composition. Peridot is coloured green by the Fe?* present in magnesium iron silicate,
(MgFe;)Si04. By contrast, allochromatic gems are coloured by trace impurities.
Amorphous and cubic stones are single coloured. Pure corundum (Al,O5) is colourless
and trace amounts of Cr,O; turns corundum to pink to dark red depending upon
concentration. Small amounts of iron and/or titanium create the blue, green and yellow
colourations of sapphires. Some gems have two, three or more unevenly distributed
colours resulting from the zoning of different impurities during growth. The complex
borosilicate tourmaline can exhibit as many as ten shades of colour within a single
stone. Such other crystals as alexandrite (Cr*>* : BeAl,O4) and aquamarine (Fe**:
Be; Alx(SiO3)e) are pleochroic, displaying different colours when viewed from differ-
ent directions. Hexagonal and tetragonal gems display two colours and are dichroic.
Orthorhombic, monoclinic or triclinic gems are ¢richroic. Lower symmetry crystals are
also birefringent: light rays are divided into two as they pass through the crystal to give
two images. The difference in the refractive index, measured for the two rays, gives the
magnitude of the birefringence.

Lustre refers to the overall appearance of a gemstone, in respect of the intensity of
light reflected by the stone. Splendent, resinous, earthy or dull are descriptions given to
indicate the intensity of the reflected radiation. Splendent indicates mirror-like powers
of reflection. Earthy or dull suggests that little light is reflected. When a stone’s lustre
is comparable to diamond it is described as adamantine. These are the most sought-
after stones. Some species of gemstone (e.g. garnets) vary in their lustre: the hessonite
(CaszFey(S10,)3) garnets are adamantine. Other gems owe their colouration to inter-
ference (opals, moonstone, hematite), variously being referred to as opalescent,
iridescent and adularescent. The lustre is brought to best effect by fashioning a number
of facets on the surface to give the stone its final shape or cut. Because gemstones have
regular, internal structures, the positions of the facets necessary to show off a stone
to best effect can be calculated with mathematical precision to make the stone bright
and sparkling with flashes of colour or fire. Some spectacular properties of gems are
derived from internal microstructures. Star sapphires contain needlelike rutile (TiO,)
crystals precipitated along three directions of the crystal perpendicular to the three-fold
axis of the crystal. These give rise to characteristic six-rayed stars. The ‘catseye’ effect
in chrysoberyl is also caused by rutile inclusions.

3.2 Synthetic and imitation gemstones

Synthetic gemstones are chemically and physically identical with natural gemstones
except that they are man-made. The production of synthetic gems is a significant,
modern industry grossing over $10° per annum in world-wide sales. Such manu-
facturing facilities as there are have evolved through developments over thousands
of years, timescales still short compared to the geological production cycle of natural
gems. In earlier times it was comparatively easy to grow from aqueous solutions large
single crystals of the alums, copper sulphate and nickel sulphate. But the hardness,
colour, lustre and fire of gems are a consequence of their chemical make-up, strongly
bonded components requiring elevated temperatures (and sometimes high pressure)
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to produce single crystals from their chemical components. The necessary high tem-
perature technology has emerged only over the past one hundred or so years.

The first growth of gem-quality synthetic crystals in the laboratory was reported by
the French chemist Edmond Frémy. He developed a flux growth technique for emer-
alds (Cr**: Be;Aly(SiOs)e). The intimately mixed ingredients were dissolved in a flux at
high temperature and crystals measuring several cubic millimetres in volume nucleated
spontaneously from the high temperature solution on cooling. The whole heating,
melting and cooling cycle lasted several months. Later, Frémy also grew tiny crystals
of ruby by melting ALLO; and Cr,0; in a crucible. A mass of tiny ruby crystals were
recovered from the crucible after solidification. The next important development was
the invention of the flame fusion process for the growth of rubies. A powdered mixture
of ingredients is dropped into a gas furnace where they melt in the very high tempera-
ture flame (> 2500 K). The liquid droplets fall onto a pedestal where they solidify into
single crystals. As the pedestal and growing crystal are slowly withdrawn they form a
long, cylindrical boule, the dimensions of which are determined by the temperature
profile of the flame and the rotation/withdrawal rate of the pedestal.

Imitation gemstones are not usually fashioned from the same material as natural
gems: they have the appearance of the stones that they seek to imitate but they are
easily distinguishable by their different chemical and physical properties. The most
precious gemstones are diamond, ruby, sapphire and emerald. All have been imitated
by growth into single crystals that may support laser action. They are not
the only inorganic crystals which, when doped with the right activator, may be used in
solid state lasers, but they and their surrogates are among the most important. The
French manufacturers Gilson produce successful imitations of lapis lazuli, turquoise,
coral and opal. Glasses used for centuries to imitate rubies, sapphires and emeralds
were easily distinguished from natural gems by the ease with which they scratch and
wear and by their warmth to the touch. The several different single crystals grown as
imitation diamonds have characteristic faults: strontium titanate (SrTiOs) is softer,
zircon is heavier, as is YAG which also lacks fire.

Doped spinel (MgAl,O,4) crystals were originally grown by the Verneuil technique
to imitate ruby, sapphire, blue zircon and chrysoberyl. The quality of synthetic red
spinel, often used as imitation ruby, is better than that of synthetic ruby grown by
flame-fusion because of the lower incidence of growth faults. Generally, synthetic gems
have different growth faults from the natural stones that they replicate because charac-
teristic faults are often particular to the growth process. The dominant defects in
Verneuil-grown rubies are gas bubbles with well-defined crystallographic habits. Man-
made boules that are too large in diameter may crack as a consequence of internal
stresses that develop on cooling from high temperatures. Flux-grown emeralds tend
to contain flux inclusions, distributed in characteristic ‘veil’ and ‘feather’ patterns.
Many other minerals are grown into single crystals for scientific study or technological
application. These applications have stimulated the global development of crystal
growth techniques for metallic, sesmiconducting and insulating materials.

3.3 Laser and other optical materials

Although almost all crystalline and glassy nonmetals have potential uses in optical
technology, glasses are the dominant optical material providing ca 90% of all bulk
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optical components. They are easily made from inexpensive components to have a
high degree of compositional homogeneity, and subsequently can be moulded and/
or machined to shape at low cost. Glasses are the materials of choice for bulk
applications given these reasons, but also because of their high transmittance at
near-ultraviolet, visible and near-infrared wavelengths. They are made from hun-
dreds of different mixtures of inorganic compounds with a vast range of physical
properties. Optical glasses have their compositions altered to vary their transmit-
tance, indices of refraction, dispersion, thermo-optic and thermomechanical
properties.

Inorganic crystals are used mainly in specialized applications. Some crystals (e.g.
heavy metal halides) transmit out to longer wavelengths than common glasses and
others (e.g. fluorides) to shorter wavelengths, and are used where low seattering, high
thermal conductivity, hardness and strength are required. Other applications take
advantage of higher quantum efficiency in luminescence, and directionally-dependent
optical and nonlinear optical characteristics. Uniformity of the refractive index in a
component is one reason for choosing single crystals for applications in lasers,
coherent optics, harmonic generation and acousto-optics. The scattering of light by
high quality single crystals is only ca 5—10 per cent of that common in glasses. Purity
of starting materials is required to avoid optical nonuniformities, impurity absorption
as well as void-, bubble- and crack-formation.

Since there is no long-range order in glasses they are isotropic. Crystals are dif-
ferentiated from glasses by their long-range crystallographic order. The ordered
arrangements of atoms or ions in crystals lead to periodic structures, and the possi-
bility of directionally-dependent, i.e. anisotropic, properties. A quantitative descrip-
tion of the properties of crystals requires a knowledge of their structure and
symmetry, since this dictates the number of directionally-dependent terms required
for their full specification in tensor form [Nye (1985)]. The crystal class is described
by its point group in Schonfliess or International notation §2.3.2: both are quoted in
the text when each crystal is first mentioned. The point group of the crystal and the
rank of the property tensor define the number of tensor components. Scalars such as
energy, temperature and heat capacity are represented by tensors of zero rank. Glassy
or amorphous solids, being isotropic, require the least number of terms. Table 3.1 lists
the number of components of tensors of rank 1 to 3 for some optical crystals. The
symmetry permutation condition reduces the number of independent coefficients
required. For example, the second order optical susceptibility X,(;c) is a third rank
tensor with eighteen independent coefficients. However, potassium niobate (KNbQ3),
an orthorhombic crystal with space group Ci# (Amm?2, #38), has only five independ-
ent non-zero coefficients, and trigonal LiNbOj, space group C$, (R3c, #161) has eight
non-zero coefficients, four of which are independent. The principal values of a
property are measured along crystal axes as defined in Table 2.6. Just as the symmetry
of a crystal is described by the space group, so are particular sites in the crystal
described by their point group. Beryl (Be;Alx(Si0s)e) is hexagonal with space group
D2, (P6/mcc, #192): the individual site symmetries are D, for Be?* and Si**, D; for
AB+, Cgand C for two different O% sites. The colour of emerald is due to Cr**
substitution at the AI** sites, which are six-fold coordinated to nearest neighbour
O’ anions.
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Table 3.1. Tensor characteristics of some optical crystals

Crystal Class Point Tensor coefficients*
group
Rank 1 Rank 2 Rank 3

rocksalt, NaCl Cubic 0, 0 3(1) 0
periclase, MgO Cubic Oy 0 3(1) 0
fluorite, CaF, Cubic o 0 3(1) 0
YAG, Y3A150]2 Cubic Oh 0 3(1) 0
diamond, C Cubic Oy 0 (D) 0
gallium arsenide, GaAs Cubic T4 0 (D) (D)
emerald, Be;Al,(Si05)g Hexagonal Dg;, 0 3(2) 0
lithium iodate, LilO3 Hexagonal Cs 1(1) 3(2) 7(4)
BBO, 5-BaB,0, Trigonal Csy 1(1) 3(2) 8(4)
LiCAF, LiCaAlF4 Trigonal Cs, 1(1) 3(2) 8(4)
lithium niobate, LINbO; Trigonal Cs, 1(1) 3(2) 84
a-quartz, SiO; Trigonal Ds 0 3(2) 5(3)
sapphire, Al,O3 Trigonal Cs; 0 3(2) 5(2)
fluorite, MgF, Tetragonal Dy, 0 32) 0
zircon, ZrSiO, Tetragonal Dy, 0 3(2) 0
YLF, LiYF, Tetragonal Can 0 3(2) 0
KDP, KH,PO, Tetragonal Doy 0 3(2) 3(2)
ADP, (NH4)H,PO, Tetragonal Dy, 0 3(2) 3(2)
alexandrite, BeAl,O4 Orthorhombic D, 0 3(3) 0
YAP, YAIO; Orthorhombic D, 0 3(3) 0
LBO, LiB;0; Orthorhombic C, 1(1) 3(3) 5(5)
KNbO; Orthorhombic Cyy (1) 3(3) 5(5)
KTP, KTiOPO, Orthorhombic Cyy 1(1) 3(3) 5(5)
CBO, CsB30s5 Orthorhombic D, 0 33) 3(3)

* The numbers of independent tensor coefficients are given in parentheses. Important optical
tensors are electric field, E and electric polarization, P (rank 1), dielectric constant, ¢,, and
susceptibility, x (rank 2), and second order susceptibility x; (rank 3).

3.3.1 Octahedral and distorted octahedral structures

In perfect octahedral symmetry (O;) there are six anions equidistant from the central
cation along the +x, £y and +z-axes. Figure 3.1a illustrates the three C,-rotations
and six Cy-rotations about the (100) axes, six C,-rotations around the (110) axes and
eight Cz-rotations about the (111) axes of the cube, characteristic of the face-centred
cubic (03, Fm3m, #225) structure of the alkali halides (LiF, NaF, NaCl, KCl) and
alkaline earth oxides (MgO, CaO, SrO and BaO). The alkali halides have octahedral,
O;, point symmetry at both cation and anion sites. They are the host crystals of colour
centre (F4 and F; type) and T/ %(1) centre lasers. Many inorganic crystals contain
distorted six-fold coordinated M X, building blocks. The symmetry-adapted distor-
tions of the octahedron in Fig. 3.2 are classified as the irreducible representations of
the equilibrium symmetry of the centre and its environment. Even-parity distortions,
Aiq, Eg and T, retain the inversion centre of the perfect octahedron and odd-parity
distortions, Ty, and T, destroy the inversion symmetry. The displacements may be
static or dynamic, depending on whether they are determined by the time-averaged
position of the ions or their vibrations, respectively.
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Figure 3.1. Two views of the octahedral arrangement of ions showing six equally
charged anions at face-centres and a cation at the body-centre of the cube. Rota-
tional invariance is maintained under the operation of the C,, C5, C;, and C4
rotations shown. In (a) the octahedron is outlined by the lines that link adjacent
anions: (b) emphasizes the three-fold symmetry about the (111) axes. A Ty,
distortion parallel to a (111} axis reduces the Oy symmetry to Ds, and reduces the
number of rotation operators relative to the perfect octahedron.
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Figure 3.2. The normal modes of distortion of an octahedral complex.



68 Optical crystals: structures and growth

Pure aluminium oxide, Al,O3, is known as corundum or colourless sapphire. As a
gemstone it is quite rare. Usually members of the corundum family are coloured by
trace impurities. Pink sapphires, which contain small quantities of Cr**, form a con-
tinuous range of colours with ruby, from pinkish to purplish or brownish red depending
on the Cr** and Fe** contents of the stones. Tiny amounts of Fe** in corundum result
in the pink-orange coloured paparadscha gems. Clear, blue sapphires are coloured by
Ti** and Fe**. Yellow sapphires are very rare. Many green sapphires appear so because
of very fine alternating bands of blue and yellow sapphire. Whatever the colour, the
primary constituent of sapphires and rubies is Al,O3. Strong ionic bonding in Al,O5
results in the hexagonal (rhombohedral) structure ng (R3c, #167) involving octa-
hedrally-coordinated (AlOg)°~ groups, Fig. 2.5b. The trigonal perspective in Fig. 3.1b
emphasizes the three-fold rotational symmetry about the (111) axes of the cube to
illustrate the trigonally-distorted (AlOg)°~ octahedra. If the three anions (O*7) in the
triangular array above the central cation (AI>*) and those in the triangular array below
the central cation are displaced through equal distances along the [111] and [111]
directions, respectively, the symmetry is reduced from O, to D3, by an even-parity T,
distortion. This leaves the distorted octahedron invariant under 3C, and 2C; rotations,
only. Odd-parity T}, distortions move the central cation (AI**) away from the position
midway between the two triangles of O?~ ions and reduce the size of one of the triangles
of O®~ ions relative to that of the other. T, distortions counter-rotate one of these
triangles through an angle ¢ = 4.3° relative to the other. Sometimes the 75, distortion is
ignored and the C; point symmetry at the Al** site is assumed to be Cs,. The odd-parity
distortions are needed to quantitatively account for the polarized absorption and
luminescence spectra of impurities in Al;O3 [Sugano and Tanabe (1958)].

Emerald, aquamarine, helioder, goshenite and morganite gemstones all comprise
the hexagonal crystal beryl (Be;Aly(SiOs)s, DZ,, P6/mcc, #192). They are coloured
by impurities such as Cr’* (green), Mn>" (pink-violet) and Fe** (yellow or blue)
[ Nassau (1983)]. The beautiful green of emerald derives from Cr** impurities occu-
pying A>T sites in an environment little different from the AI** site in ruby. Pure
chrysoberyl (BeAl,Oy4) is colourless: the extremely rare gemstone alexandrite is
BeAl,O, containing traces of Cr>*. Chrysoberyl (alexandrite) is orthorhombic, (Dég,
Pnma, #62), with two optic axes giving a red-purple, orange or green hue depending
upon orientation with respect to the polarized viewing light. Such trichroism follows
from splittings of the energy levels of Cr** by the low symmetry crystal field. This is
not the psychophysical phenomenon known as the alexandrite effect, in which there
are unexpected colour variations under different light intensities: blue-green in bright
sunlight and deep red under light from an incandescent lamp or a candle. In corundum
the symmetry at the AI*" site is C3; in emerald it is D5 and in chrysoberyl C on one site
and C;on the other. The 0%~ ions in chrysoberyl, Fig. 3.3, form an almost close-packed
hexagonal network, with the AI>* ions at the octahedral interstices and the Be?* ions
on tetrahedral sites. The two inequivalent AI** sites in BeAl,O, occur in equal num-
bers. Approximately 80% of Cr** impurity ions occupy the Cg mirror sites, which play
an exclusive role in laser action.

In the isostructural compounds MgF,, ZnF, and MnF,, the M>* cation is sur-
rounded by six equidistant F~ ions, but the bond angles in the plane perpendicular to
the symmetry axis deviate from 90°. These rutile (TiO,)-structured compounds are
tetragonal with space group Diz (P4,/mnm, #136) and D, symmetry at the cation site.
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Figure 3.3. A projection of the chrysoberyl crystal structure in the a—b plane [after
Farrell et al. (1963)].

The dominant component of the crystal field is octahedral with weaker orthorhombic
perturbations. Impurities substituted at the Mg?* or Zn?* sites, such as Co?* (3d”)
and Ni*" (3d®), are of interest for applications as near-infrared lasers. The fluoride
perovskites (e.g. KMgF; and KZnF3) are also cubic, O} (Pm3m, #221), with octahe-
dral O, point symmetry at the K™ and Mg?* (Zr**) cation sites and D, symmetry at the
F~ sites. The Cr**, Co** and Ni**-doped perovskites were among the first reported
examples of tunable laser gain media. In fact, Cr** impurities are almost always located
in six-fold coordinated ligand environments in ionic crystals, because both the ionic
radius and octahedral crystal field stabilization energy favour six-fold coordination
[Caird (1986)]. The elpasolites, A,BMXs, in which A and B are monovalent cations, M
is a trivalent cation (AI**, Sc**, Ga**, Y3>*) and X is a monovalent anion (F~, C1™), are
face-centred cubic with space group O3, (Fm3m #225). This structure is derived from
perovskite by replacing alternate divalent cations (Mg®*, Zr**) by monovalent and
trivalent cations and by doubling the unit cell in each direction. Elpasolite crystals can
accommodate substitutional trivalent impurities at rigorously octahedral M>*-sites
without charge compensation. The fluoride garnets Na;M,Li3F;,, with M=AP",
Sc** etc, have a body-centred Bravais lattice belonging to the cubic crystal class o
(Ia3c, #230).

The trigonally distorted MF7~ octahedron is an ideal location for laser-active
Cr** ions [Caird et al. (1988)] as in the case in the colquiriite-structured compounds,
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Figure 3.4. The crystal structure of LiCaAlF¢ (LiCAF) showing the distorted
octahedral anion cages around the Lit, Ca?t and AIP* ions, each of which is
six-fold coordinated to nearest neighbour F~ ions.

LiCaAlFg (LiCAF), LiSrAlF¢ (LiSAF), and LiSrGaFg (LiSGaF). As Fig. 3.4 shows,
in the LiCAF structure there are three connected MF octahedra, M =Li*, Ca®*
and AI**, which experience dominant T, and T, distortions [Viebahn (1971)]. Viewed
in trigonal perspective, as Fig. 3.1b, the (AlF4)*~ octahedron has triangular arrays
of F~ ions above and below the AI** ion that are moved slightly closer together than
in the perfect octahedron. Although all Al-F distances remain equal, the F—Al-F
bond angles are slightly changed from 90° so that the octahedron exhibits D5, rather
than O, symmetry. The 7>, distortion destroys the inversion symmetry by a counter-
rotational displacement of the upper triangle of F~ ions through ¢ = 4.3° relative to the
lower one: the angle ¢ =7.2° in LiSAF and 8.2° in LiSGaF. Colquiriites are trigonal,
with space group D}, (P3cl, #165) having two formula units per unit cell, in which
Cr**: dopants substitute on M>* (Al, Ga) site. In contrast, Ce>" ions substitute on the
divalent Ca®* sub-lattice rather than the trivalent AI** sub-lattice as a consequence of
size-factor considerations, charge compensation for the excess positive charge on Ce**
relative to Ca®" being effected by one Li* ion vacancy for each Ce>* ion substituent.

3.3.2 Tetrahedral structures

Diamonds are face-centred cubic with point group O] (Fd3m, #227). The local sym-
metry at each carbon atom is 7, being determined by the four (sp®)-covalent bonds
directed along the equivalent [111], [111], [111], [111] directions of the cubic cell. Type
Ib diamonds are coloured yellow by nitrogen impurities, predominantly present as
single substitutional atoms. These may be converted to H3 centres, two nitrogen atoms
bridged by a carbon vacancy, by a complex annealing—electron irradiation—annealing
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process. The H3 centres sustain efficient, stable laser action in the spectral range 500—
600 nm [Rand and De Shazer (1985)]. Unfortunately, Type Ib stones arerare, and those
with a concentration of substitutional N-atoms sufficient for laser action, even rarer.
The further development of lasers based on H3 centres in natural type Ib diamonds
would be prohibitively expensive. Nevertheless, since diamonds have excellent optical,
thermal and mechanical properties their device application is desirable. Rand (1986)
pointed out that synthetic diamonds, available commercially at low cost, might be
suitable hosts for laser-active centres. Lasers based on synthetic diamonds have yet
to be reported.

Interest in four-fold coordinated structures was stimulated by the invention of the
forsterite (Cr** : Mg, SiO,) laser [Petricevic et al. (1988)]. Forsterite is an orthorhombic
crystal (DS, Pnma, #62) in which Cr** substitutes at the Si*" site which has distorted
tetrahedral (Cy) symmetry. Studies on similar materials have included the isostructural
Ca,Ge0,, Zn,Si0,4, Ca,ALSIO; and Y,SiOs. The most efficient Cr** laser has been
reported as the Cr**-doped garnets, in which the Cr** ion is stabilized in tetrahedral
sites (§3.3.3, §5.4.2, §9.3.2).

3.3.3 The garnet structure

The garnets are cubic with space group 0}° (Ia3d, #230). They can be represented
chemically and structurally by A3;B,C;0,, related to the cation—ligand polyhedra in
Fig. 3.5 in which the A-sites are dodecahedral, the B-sites are octahedral and the
C-sites are tetrahedral. These simplified descriptions ignore ionic displacements from
ideal positions that reduce the symmetries to D, at A, Cs; at B and D, at C. Most
naturally occurring garnets are silicates. The grossular garnets, composed of calcium
aluminium silicate, Ca;Al;Si50;,, display many colours associated with trace impuri-
ties; gooseberry green from V3 and Cr**, orange-brown due to Mn®>* and Fe**
impurities and pink due to Fe**. Other allochromatic garnets include Fe**: Cr**:
Mg;Alx(SiOy4)s or pyrope, which is bright red. Certain garnets are idiochromatic,
including the fiery red almandines (Fe3Aly(SiO4)s) and bright orange spessartines
(Mn3AlLy(Si0y4)s). Dark orange-to-red spessartines also contain traces of iron. The
attractive, bright green colour of uvarovite garnet (Ca;Cr,(Si0O,);) is due to the intrinsic
Cr** constituent of these crystals. Although these various silicate garnets can be cut
into fine gemstones, they have not found technological application. This is the domain
of the man-made rare-earth oxide garnets of which YAG (a laser host) and Gd;Gas0;,
(GGQG) (an optoelectronic substrate) are the lead players.

An alternative chemical formula can be used to represent the rare-earth garnets,
A3B,Cs_, 04, with 0 < x <2, in which the A-sites are reserved for Y>*, Gd** or Lu**
cations, AI**, S¢** or Ga** ions fill the B-positions and C-sites are occupied by AI** or
Ga>* jons [Winkler (1981)]. This formula symbolizes the binary oxides Y3Als0;,
(YAG) or Lu3Gas0,, (LGQG), tertiary oxides Y3Sc,Al;015 (YSAG) or Gd;Sc,;Gasz0,
(GSGG) and mixed or non-stoichiometric garnets such as Gd;Sc; 34Gas 16013, in
which a small Ga3* excess substitutes on the Sc** B-sites. For these A3B,Cs_,O;
garnets the lattice parameter aq varies linearly with the effective ionic radius, re,

defined by
5 —
Yeff = @)rB + (%)rc (3.1)
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Figure 3.5. The metal—oxygen polyhedra in the A3B,C;0, garnet structure.
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Figure 3.6. The linear dependence of the lattice constant, ag, on the effective ionic
radius for some Gd-garnets. Also shown are the energies of the 2E state of Cr>*
ions in some Gd and Y-based garnets.

where rg and rc are the ionic radii of the components B and C, respectively. This
concept of an effective ionic radius allows the properties of all the garnets represented
by the formula A;B,Cs_,O,; to be compared on a single plot. In Fig. 3.6, the plot
of regr against the lattice constant, ay, for Gd garnets having x =0 and x =2 is linear.
In consequence, the two lowest-lying excited states of Cr’* ions ?E and *T, have
energies E(E) and F(*T,) which decrease linearly with ag over the range of aq values
representative of the Y, La and Gd garnets. Data for the E(?E) state energy are also
shown in Fig. 3.6. Impurity ions having optical transitions within the band gap are
incorporated on A, B and C sub-lattices by adding suitable dopants to the melt before
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crystal growth. Trivalent rare-earth ions such as Ce**, Pr**, Nd>*, Er®* etc. substitute
on the A-sites and trivalent transition-metal ions Ti>*, Cr>* and Fe>* substitute on the
octahedral B-sites. By co-doping with Cr and Ca®" it is possible to introduce Cr** ions
onto the tetrahedral C-sites of the oxide garnets. Of the numerous Cr**-activated laser
gain media, Cr**-doped La;AlsO, (LAG) and Y3;Als0;, (YAG) crystals are the
most efficient.

3.3.4 Apatites and related crystals

The mineral apatite, Cas(PO4);F(Cl), is widely abundant across the globe; apatite gems
are mined in Spain, Mexico, Sri Lanka and Burma. Gemstones are cut and faceted into
hexagonal, rectangular or octagonal prisms, brightly coloured yellow, green, blue or
violet. The apatites are chemically diverse within the formula As(BO4);X, where
A =Ca’",Sr?t or Ba?t,B=P>* V°* or Si*f and X=F~,Cl~,0H~ or O°" and
tolerate a complex defect structure [McConnell (1973)]. The crystal structure of
Cas(PO,4);F(Cl) is hexagonal, belonging to the space group CZ,(P 65/ m, #176). The
A%* jons occupy two sites in the unit cell, with 40% in the large A(I) site which has C3
point symmetry and the remainder in lower symmetry (C;) A(II) sites, which have
reflection symmetry in the ab-plane and an irregular seven-fold coordination to six
O ions and one X~ ion. There are six parallel columns of A®* jons around the cen-
tral three-fold c-axis, linked by three shared O~ ions to adjacent A" ions in the
column. The laser-active RE** and Cr** ions substitute on the A(I)- and B-sites,
respectively. The other 3d? ions have been investigated in the fluoroapatites and
fluorovanadates isomorphic with apatite (Cas(PO,);F(Cl)) gemstones found in many
parts of the world. In such crystals, the 3d ion occupies the P>+ site in the (PO,)*~
molecular unit.

3.3.5 Nonlinear optical crystals

At extreme intensities appropriate to laser radiation the macroscopic polarization, P,
of a medium can be described in a Taylor series that contains terms nonlinear in the
electric field, E:

P=co(zV -E+2? :EE +¢® : EEE...) (3.2)

where ¢ is the free space permittivity. The associated susceptibility x and dielectric
constant ¢ are also functions of the field;

Z(E) =x(1) +x(2) .E+x(3) :EE... (33)
and
¢(E) = e+ . E+e3 . EE..., (34)

where &V =¢go(1 + 1) and & =™ for n>2. The nonlinear terms in Eq. (3.2)
become more important as the light intensity increases and lead to such nonlinear
effects as harmonic generation, optical rectification, frequency mixing and parametric
oscillation. Second harmonic generation (SHG) requires the second order optical
susceptibility, y®, to be ca 1 pm/V. Generally, %@ is a tensor of rank 3, written in
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cartesian coordinates as
2 2
PP =0y xii EiEr. (3.5)
jk

The 27 components of X,(-,-Zk), reduced to 18 by the permutation condition x,(.jz) = xf,fj) ,are
conveniently represented by a two-dimensional 3 x 6 tensor, the Kleinman d;,-tensor,
in which notation the subscripts i and m on the d;,, range from 1 to 3 and 1 to 6, respect-
ively. The nonlinear optical coefficients dl%), related to the susceptibilities by
d?=q1 /2)x(2), are used to assess materials for nonlinear optical applications. The
independent components of the d-tensors for the 32 crystallographic point groups are
given by Yariv (1975). They are non-zero only when there is asymmetry in the crys-
talline potential in some direction. All components of the susceptibility tensor are zero
for centro-symmetric crystals. Since crystals are highly symmetrical, some d,, coeffi-
cients are zero and others may be equal, greatly reducing the labour involved in fully
evaluating the d-tensor of a new nonlinear crystal. Only triclinic crystals with point
group C; have 18 independent, non-zero Kleinmann d-coefficients. Other crystals
listed in Table 3.1 have rather fewer, non-zero d,,-coefficients. Also listed in Table 3.1
are some laser crystals that have centres of inversion, including the cubic crystals YAG
and MgO, tetragonal crystals such as MgF, and LiYF, and hexagonal crystals such as
Be;Aly(SiO3)6. The second order susceptibilities of these and other centro-symmetric
crystals are zero.

The first nonlinear optical crystal to be identified was a-quartz, a hexagonal crystal
with space group DS (P3m, #154). This crystal has five non-zero d-coefficients of which
two are independent. Cubic (GaAs), trigonal (LiNbO;) and tetragonal (KH,POy,)
crystals, which lack an inversion centre, have finite nonlinear susceptibilities. Among
the families of compounds that are optically nonlinear are the distorted perovskites
ABO; (where A =Li, Na or K and B=Nb, Ta), the dihydrogen phosphates (AH,PO,,
D2, (142d, #122)) and arsenates (AH,AsO,) (where A =NH,4, K, Rb, Cs), and the
titanyl phosphates such as KTiOPO, (C5,, (Pna2, #33)). In these inorganic crystals the
sources of the nonlinearities are the NbOg and PO, structural units. Representative y®
values for members of these families are given in Table 3.2.

Rather few inorganic crystals are used in nonlinear optical devices, the most
common being LiNbO; and KNbO;, ammonium dihydrogen phosphate (ADP),
potassium titanyl phosphate (KTP), and the crystalline borates LiB;Os (LBO, Cs,
(Pna2, #33)) and 3-BaB,0, (BBO, C; (R3, #146)). However, the recent developments
illustrate the fact that no ideal nonlinear optical material covering the entire range IR-
to-visible-to-UV has yet been discovered. Reference to Table 3.2 shows that the x®
values for LINbO3; and KNbO; are superior to the other compounds. Nevertheless,
they cannot be used for SHG below 400 nm, at which wavelengths the borates and
isomorphs of KDP have superior transmittance, and are more resistant to bulk laser
damage. In consequence, BBO, LBO and KDP find applications for harmonic gen-
eration and parametric oscillation in the UV, where they have sufficient birefringence
to offset material dispersion in phase-matching operations.

3.3.6 Laser glasses

There is an enormous range of glass compositions into which laser active ions may be
doped. Apparently transition metal ions with the 3d” configuration (n=1 to 9) have
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Table 3.2. Some properties of nonlinear optical crystals [selected from Nikogosyan (1997) and
Bass (1995)]

Property Crystal
LiNbO; KNbO; KDP KTP LBO BBO
Point group  Cs, Cyy Dy, Dy, Cy, G
Transparencyt 370-5500 400-5000 176-1400 350-4500 155-3200 189-3500
range (nm)
Birefringence  0.0765 0.1478 0.0339 0.0938 0.0399 0.1126
(An)
Nonlinearity* d31 =—-4735 d31 =-11.3 d36 =0.39 d31 =6.5 d31 =-0.67 d31 =0.16
[pm/v] d33= =272 d32= 11.9 =d14 d32=5.0 d32=+0.85 d33= -0.10
dyy=-2.10 d33=-19.6 =dys d33=13.7 d33=10.04 d,;=0.22

d21=—2.1 d24= 119 d21=d31= d24=7.6
d3;;=-43 dys=-11.3 dys=0 d;s=6.1
SHG cut-off ~1080 860 487 990 555 411
(nm)
OPO tuning — — 430-700 610-4200 415-2500 410-2500
range (nm)
Laser-induced 5 5 50 10 190 135
damage
threshold*™
%x10712 W/m?

* Measured at the 0 transmittance level.

* Measured at 1.064 um; the sign of the tensor coefficient is not always determined.

*+ For bulk crystals using 10 ps pulses at 1.064 um radiation.

#Values for the d,, are not always fully determined and can vary widely between sources.

little potential for applications in laser glasses because of their sensitivity to the local
environment. The absence of long-range order leads to a wide distribution of crystal
field sites for the optical centres and their optical spectra are inhomogeneously broad-
ened far more effectively than are the spectra of ions in crystals. The R-lines of Cr**
ions in ruby and other oxides have low temperature halfwidths of ca 1 cm™', compared
with the R-lines in glassy solids where the halfwidths may exceed 100 cm™". Further-
more, excited ions in the weaker field sites in glasses de-excite non-radiatively rather
than radiatively so that the luminescence quantum efficiency is much reduced.
Depending on the particular host glass, the quantum efficiency of Cr>* emission is
rarely greater than 1-5% at 300 K, militating against laser gain in these cases.
Rare-earth ions are less of a problem. At room temperature the lifetime broadening
of emission lines is stronger than the disorder-induced inhomogeneous broadening,
and the luminescence quantum efficiency is little different for rare-earth ions in glasses
than in crystalline hosts. For this reason, in the early developments of laser systems the
Nd-glass laser was almost as successful as the Nd-YAG crystal. Indeed, Nd-glass lasers
have a number of advantages over Nd-YAG lasers. Much larger glass rods can be
fabricated than YAG crystals, permitting the manufacture of very large Nd-glass
amplifiers. In addition, the much broader gain bandwidth of the Nd-glass laser line
makes possible shorter mode-locked pulses from Nd-glass lasers than from Nd-YAG.
Finally, the stimulated emission cross section is lower for Nd>* ions in glasses than in
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YAG, commensurate with the broader gain bandwidth, which allows increased energy
storage when used as an amplifier.

Most oxide glasses contain molecular ion structural units (e.g. SiO}~, PO, BOf,‘).
In the case of silicate glasses, the conversion of silica into glass leads to the random-
ization of the quartz network obtained by a dissymetric rotation of the Sin‘ tetrahedra
relative to one another. The consequent distortion of these units follows mainly from
the large spread in O—Si—O bond angles. The break up of the three-dimensional quartz
network is effected by the addition of 10-20% Li,O, Na,O or K,O as network modi-
fiers. As the modifier content in the glass increases, so the long-range periodicity
decreases, resulting in open structures with long distances between ligand ions and sites
suitable for occupation by transition or rare-earth metal ions. Stabilizers such as Al,O3
and B,O;are also added to prevent crystallization. The same general principles apply in
the formation of silicate, germanate, borate and phosphate glasses, in that an intimate
mix of glass former, modifier and stabilizer is made, melted in a Pt crucible and then
cast into a mould. However, there are some general principles. Common oxide glasses
for bulk applications transmit radiation in the range 0.35-2.5 um: this range can be
extended to shorter wavelengths by increasing the SiO,, Al,O3 or MgO content and to
longer wavelengths by adding GeO, or B,O; [Nikogosyan (1997)]. The addition of BaO
to an oxide glass results in glasses with high refractive index and lower than normal
dispersion, whereas B,Oj3 glasses offer low indices with very low dispersion. Alterna-
tively, heavy or light metal fluoride glasses, respectively, can be used for IR or UV
applications. Normally the precise glass composition and thermal history is proprie-
torial to the manufacturer.

The vigorous interest in RE*"-doped glasses in recent times has resulted from the
many potential applications in telecommunications, information technology, metrol-
ogy, medicine and sensing. Although optimization of fibre characteristics may be
different in each area of application, the general principles of production and operation
are the same. Basic fibre production starts with the manufacture of a large glass block.
Although this pre-form has dimensions many, many times larger than the required fibre
diameter, it has the same composition profile as the end product. This is achieved by
melting and casting as for bulk glasses, or more usually by chemical vapour deposition
(CVD) for layer-by-layer deposition of the pre-form to control the composition to give
the appropriate refractive index profile. The standard dopants for silica fibres, other
than the RE*" ions, are GeO, and P,Os to increase the refractive index of the core
and B,Oj; or SiF, to decrease the refractive index in the cladding. Usually two pre-
forms are fabricated in separate crucibles and combined in the process of drawing
down the fibre. This eliminates the need for the extreme size of pre-form required
in producing long lengths of fibre.

A recent triumph of glass technology has been the realization of extremely long
lengths (~30km) of fibres between repeater links. This followed developments of
extremely low loss fibres, first around the 800—900 nm window in the fibre transmission
spectrum overlapping the output spectrum near 800—900 nm of GaAs/AlGaAs LDs,
and now at the 1.3 pm (for low dispersion) and 1.55 pm (for minimum loss) windows to
match the development of InGaAs/GaAsInP multi-quantum well lasers for these
spectral regions. The fabrication of single-mode fibre for 1.55 um transmission with
low loss (< 0.1 db/km) and the availability of Er**-doped fibre amplifiers has con-
firmed the preferred operating wavelength as 1.55 pm for high speed communications.
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Trivalent RE>* jons other than Er*™ have been doped into optical fibres, resulting in a
laser active gain medium, despite the absence of a well-defined process for optimization
of the RE** profile in fibre lasers and amplifiers. Of particular interest has been the
application of Pr*"-doped and variously co-doped fibres for up-conversion lasers in the
blue, green, yellow and red regions of the optical spectrum.

An important refinement in optical fibre fabrication has been the development of
polarization-preserving optical fibre by ‘poling’ the fibre by application of an electric
field at temperatures above the glass softening point, thereby aligning GeOﬁ‘/ SiOﬁ"
molecule-ions along the fibre axis. This alignment is akin to long-range order in
crystals, resulting in a nonlinear refractive index for the fibre at high laser intensities.
The refractive index is then

n=n 4531, (3.6)

in which the second order index #® is of order 2—3 x 10”16cm2/W. This is important
for the shapes of optical pulses that propagate in a fibre. Under appropriate conditions
the optical pulses propagate without change in shape: i.e. as zeroth-order solitons.
Higher order solitons display periodic evolutions of shape during propagation down
the fibre [Mollenauer et al. (1980)]. This observation is of considerable importance
in the development of ultra-short pulse lasers [Mollenauer and Stolen (1984)] and
in proposed soliton communication systems [Mollenauer et al. (1983a), Mollenauer
(1985b), Hasegawa (1989)].

3.4 Growth of optical crystals

The symmetry, rarity and aesthetic beauty of many natural gemstones, combined with
unique physical properties, stimulated early attempts to duplicate them in the
laboratory. The growth of emerald, sapphire and ruby in the laboratory quickly led to
developments by Czochralski (1917), Bridgman (1925) and Kyropoulos (1926) in the
crystallization of metals from the melt. Their basic techniques have been much modi-
fied and improved upon. However, the demands of the semiconductor industry since
the late 1940s, and of the optics and optoelectronics industries since the advent of the
laser led to many further advances in crystal growth, which is now a multidisciplinary
science built on foundations in solid state physics and chemistry, preparative and
analytical chemistry, thermodynamics and statistical mechanics, electrochemistry and
surface science, and embracing an array of laboratory practices. Both specialist
and non-specialist can appreciate the present status of the field from the Handbook of
Crystal Growth by Hurle ( Volumes I-VI, 1993-97).

The growths of crystals from the melt by the Bridgman—Stockbarger technique
(83.4.1) and the Czochralski technique (§3.4.2) are particularly important; ninety per
cent of commercially available bulk crystals have been grown by one variant or another
of these processes. Nevertheless, several important optical materials cannot be grown
from the melt, including LiB;05, 5-BaB,0,4 and Y Als(B Os)4, which are usually grown
by high temperature solution growth (§3.4.5), also referred to as flux-growth. Materials
which decompose, or have high vapour pressures at their melting temperature, and
which are grown hydrothermally (§3.4.4), include a-quartz, 8-alumina and certain
rare-earth fluorides. The advantages of reduced dimensionality, so evident in semi-
conductor quantum well devices and glass fibre lasers, are also apparent in laser
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crystals. Recent growth techniques in this area include laser-heated pedestal growth
and liquid-phase epitaxy.

Problems inherent in the growth of optical crystals derive both from the source
materials and from the defect structures that result from high temperature processes. It
is simple to specify the source materials to be used and their impurity levels: it is
another matter to maintain high purity to close tolerances during preparation and
growth. The purity of some oxides and fluorides can exceed 5Ns: such fine powders are
easily contaminated during pre-growth preparation. Water absorption is a particular
problem and handling/storage under dry, clean conditions is essential. Since the
powders that make up the charge occupy large volumes relative to the final crystals,
they must undergo densification by cold pressing, sintering or continuous charging at
crucible temperatures above the melting point, all sources of contamination. In mixed
systems the preferential loss of one component by evaporation may cause problems,
and pre-sintering to prepare the final compound prior to melting can improve the
stability of the melt. An example is the growth of LiNbOj3, for which the melt is formed
from Li,CO3 and Nb,Os because Li,O is not stable. Failure to allow for such problems
during preparation for growth can lead to compositional inhomogeneities and defect
production in the grown crystal.

Point defects can absorb pump and emitted photons, and defect aggregates cancause
light scattering when present in particulate form. This latter is especially the case in
fluorides which, being sensitive to hydrolysis by even tiny amounts of water, may
contain a distribution of hydroxy-fluoride precipitates. Scattering in fluorides can be
overcome by hydrofluorination of the starting materials at elevated temperature (600—
700 K) or, for mixed fluorides such as LiYF or LiCAF [Cockayne et al. (1981)], by
converting the mixture of component fluorides into polycrystalline bars of the required
compound by zone-refining. In LiYF and LiCAF the loss by evaporation of LiF can be
ameliorated by operating the furnace under ambient gas pressures of 1.5-2.0 atmos-
pheres. Pastor et al. (1975) contained scatter and improved melt congruency for
fluoride growth by using HF gas as a reactive ambient atmosphere in the growth
chamber.

Apart from quality control problems associated with the purity of the starting
components, there are others associated with the defect structure of the grown crystals.
Defects which lead to non-uniform optical properties degrade the crystal quality such
that they are not usable in laser devices. Defects include voids, inclusions, precipitates,
cellular structures, dislocation boundaries, growth striations, facets and colour centres.
The extent to which they occur depends upon both the material and the growth tech-
nique, being determined by chemical factors or stress factors alone or in combination.
In view of their dependence on method of crystal growth and on material, further
discussion of the defect control is postponed until the interrelationship between crystal
growth and high temperature phase equilibria has been outlined. However, control of
microstructure is essential not only for reasons of laser efficiency, but also because there
is an economic penalty for poor crystal quality.

The growth of single crystals of a material requires an ability to manipulate the phase
relationships that exist between components; an essential in the crystal grower’s
armoury is a mastery of the thermodynamics of phase transitions and their con-
sequences for crystal growth. A simple and elegant account of the construction of phase
diagrams from considerations of the temperature and composition dependence of the
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Gibbs free energy is given by Cottrell (1953). The application of phase diagrams to
crystal growth is discussed by Neilsen and Monchamp (1970) and by Rosenberger
(1979), and with specific application to optical crystals by Nassau (1971).

3.4.1 Growth by directional solidification

The growth of single crystals by slow directional solidification was pioneered by
Bridgman (1925) for low melting point metals. He used a vertically mounted DC
electric furnace to melt the charge and lowered an ampoule containing the charge
through the heated zone. Later, Stockbarger (1963) used a similarly vertical furnace
system to grow LiF. Closed ampoules are only necessary when the charge has a high
vapour pressure at the melting temperature of the material being grown. Otherwise
open crucibles are used in furnaces with a controlled growth atmosphere. The most
common crucibles are graphite for growing fluorides, and platinum or iridium for
growth of oxides. The crucibles were tapered near the bottom to promote self-seeding.
A seed crystal of known orientation can be inserted through the point in the tapered
section to provide the reference orientation for growth of new material on to the seed.
Such directional growth is referred to as Bridgman—Stockbarger or vertical Bridgman
growth. Horizontal directional growth was introduced by Chalmers in the 1950s also to
study the crystallization of low melting point metals. This is the horizontal Bridgman
technique. Both vertical and horizontal Bridgman techniques, in which the whole
charge is melted, are normal freezing techniques. An alternative technology uses gra-
dient freeze or dynamic gradient freeze growth in which the temperature profile of the
furnace is moved along the charge by ramping the electrical power supplied to a single
zone furnace or to a linear array of such furnaces. In zone melting a short section of the
charge is melted and caused to traverse along the charge with the aim of purifying the
resulting crystal [Pfann (1966)].

The ease of construction and application of the various Bridgman—Stockbarger
furnaces led to growth of many metal, semiconductor and insulating crystals. How-
ever, their designs vary from material to material depending upon the melting tem-
perature, the chemical reactivity of the melt and its vapour, vapour pressure and crystal
orientation requirements. In Bridgman—Stockbarger growth the crystal-melt interface
is moved through the length of the charge by translation of the crucible or the fur-
nace. A vertical Bridgman—Stockbarger furnace is shown in Fig. 3.7 with an idealized
temperature distribution applied along its axis. The power levels for the high tem-
perature and low temperature zones are independently adjustable for ease of control of
the axial temperature profile, and set so that the melting point of the crystal is at the
mid-point of the adiabatic loss zone between the high and low temperature sections. A
seed crystal, positioned just below this central point, is allowed to come to thermal
equilibrium with the melted region just above it, before crucible and charge are
mechanically lowered through the furnace into the low temperature zone. The power
to the furnace windings is then gradually ramped down so that furnace, crucible and
crystal are slowly cooled to the ambient temperature. Ideally the crystal should be
chemically inert with respect to the crucible and have a larger coefficient of thermal
expansion than the crucible, so that it contracts away from the crucible wall on cooling,
making it easier to detach from the crucible. The multi-zone furnace shown in Fig. 3.7
may be applied in the gradient freeze technique, in which case the entire thermal
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Figure 3.7. Sketch of a vertical Bridgman—Stockbarger furnace for single crystal
growth from the melt [after Monberg (1994)].

profile is shifted along the furnace axis. With the advent of digital, multi-channel,
integrated control systems it is possible to set power levels independently to as many as
50 heating zones each measuring one centimetre or more in length. The temperature
gradient is traversed along the furnace by sequential changes in the power used to heat
appropriately adjacent control zones. The smoothness of the moving temperature
gradient is determined by the length of each independent furnace zone relative to the
diameter of the furnace tube.

The vertical configuration for Bridgman—Stockbarger growth is used much more
often than the horizontal configuration. LiYF, is an important host for laser active
ions, especially the RE** dopants such as Ce**, Pr’*, Nd**, Ho** and Er**. Such
crystals are prone to the formation of precipitates that cause passive scattering losses.
This problem can be partially ameliorated by holding the newly-grown crystal in the
cold zone of the furnace within ca 100°C of the melting temperature of the crystal for
periods of 24 hr or more. The same technique works quite well for pure LiCAF,
Cr’*:LiCAF and Ce**:LiCAF crystals. De Yoreo et al. (1991) at the Lawrence
Livermore National Laboratory commissioned a commercial vertical Bridgman-—
Stockbarger furnace for growing large slab-shaped single crystals. The furnace was
inductively heated at 25kHz using a solid, cylindrical susceptor containing a rect-
angular channel along the axis to accommodate the tapered ampoule. The furnace
specification called for available temperatures up to 2300 K stable to better than 0.1, for
application to the growth of oxide and fluoride crystals. In growing Cr** : LiCAF a
graphite susceptor was used in the hot and cold zones consisting of 10 individual discs
each of 40 mm thickness. The thickness of the adiabatic zone was adjustable between
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10—-50 mm. Rectangular-shaped boules were grown measuring approximately 10 x
100 x 300 mm?>. Axial temperature gradients of between 6—16 K cm™! and growth rates
of 0.5—1.5 mm/hr were used. The as-grown crystals contained micron-sized scattering
defects, which did not absorb visible or near-infrared radiation. Scattering losses of
order 2-3 x 10~2cm ™" were measured. The lower scattering losses resulted in crystals
grown at the lower rates in smaller temperature gradients. De Yoreo et al. (1991)
eliminated the scattering centres by annealing the Cr**: LiCAF crystals in flowing
argon atmospheres within 50 K of the melting temperature for periods up to 14 days,
reducing the passive scattering losses in the crystals by an order of magnitude. At these
high temperatures the precipitates dissolve into the matrix and then diffuse out of the
crystal with a diffusion constant of order 10~" cm?s ™. The particular defects observed
in Cr** : LiCAF single crystals were not determined. Apparently different types occur
for each material and perhaps for each growth technique. Different treatments have to
be devised to eliminate them, wholly or partially, during the growth or post-growth
processing. Fahey et al. (1986) report an elegant multilayer heat shield arrangement to
provide the necessary temperature gradient for growth of Ti-sapphire crystals by the
gradient freeze techniques with reduced particle scattering and near-infrared absorp-
tion, as compared with Ti-sapphire grown by Czochralski pulling.

3.4.2 Crystal pulling techniques

Crystal pulling from the melt was pioneered by Czochralski (1917), for growing single
crystal fibres of low melting point metals. Subsequently the technique was further
developed by Teal and Little (1950) for growing large, highly perfect single crystals of
Ge. Crystal pulling from the melt, now universally referred to as Czochralski growth,
was later extended to the growth of Si [Teal and Buehler (1952)], a range of I11-V, 11—
VI and IV-VI compound semiconductors, pure metals and alloys, oxides and halides
[Hurle and Cockayne (1994)]. Czochralski growth, as with Bridgman—Stockbarger
growth, is particularly useful for growth from melts comprising single component
compounds (such as Al,O;) and congruently (or near-congruently) melting inter-
mediate phase compounds such as YAG, GSGG, YLF and LiCAF.

The principle features of a Czochralski puller are shown in Fig. 3.8: heating is
applied to the charge via a radio frequency induction coil that couples RF power into
the susceptor, usually graphite, platinum or iridium depending on material being
melted. Usually the susceptor is also the crucible. The RF coil and crucible are elec-
trically isolated from one another by an insulator made from silica, fused quartz or
alumina. A pull-rod fitted with chuck containing the seed crystal and mounted
co-axially above the melt in the crucible is lowered towards the melt surface until the
seed is suspended just above the surface where it is allowed to come to thermal equi-
librium just below the melt temperature. Once equilibrated, the seed is lowered until its
end just dips below the melt surface. The melt temperature is then carefully adjusted
until a meniscus is established between the melt and the seed crystal. Once a steady
thermal state has been reached between seed crystal, meniscus and melt surface, the pull
rod is lifted and slowly rotated: crystallization then occurs preferentially onto the seed
crystal. At the start of pulling, the melt temperature and pull-rate are adjusted so that a
thin neck is grown onto the seed to minimize defects propagating into the growing
crystal from the seed. The diameter of the growing crystal is then increased out to that
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Figure 3.8. A schematic diagram of a Czochralski puller for growing single
crystals of CaWQy, and higher melting point oxides [after Cockayne et al. (1964)].

required by reducing the heater power (and consequently the melt temperature).
Further minor adjustments of the melt temperature and pull/rotation rates are made to
enable further growth at the specified boule diameter. Although adjustments to the pull
rate, crystal rotation rate and heater power can be performed manually, they are now
routinely carried out under computer control. There have been various approaches
used to the pulling of single crystals using automatic servo-control systems. In growing
insulating materials automatic diameter control is best achieved by servo-controllers
that sense the change in weight of the crystal or the crucible plus melt. Although ori-
ginally developed for growing oxides, automatic diameter control by weight sensing is
now the established technique for all types of crystal because of its versatility, reliability
and sensitivity [Hurle (1977)]. The rate of growth of the crystal, given the cylindrical
symmetry of the puller, is equal to the pulling speed plus the rate at which the melt
descends in the crucible, a condition achieved by careful adjustment of the heat flow
between melt and crystal. Crystal rotation is essential to maintain radial heat flow at the
melt-crystal interface, as this ensures radially uniform composition of the crystal.
The development of crystal growth apparatus for optical crystals was given great
stimulus by the invention of the ruby laser [Maiman (1960)], soon to be followed by the
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Nd : CaWO, [Johnson et al. (1962)] and Nd-YAG [Geusic et al. (1964)] lasers. Nassau
and Broyer (1964) first applied Czochralski pulling to the growth of Nd:CaWO,
crystals. This and refinements to the Czochralski furnace by Cockayne et al. (1964),
Fig. 3.8, established the need for refractory support of the crucible concentric with the
RF coil, heat shields and after-heater that controlled the thermal environment into
which the crystal grows. A completely enclosed growth chamber enables the control of
the furnace atmosphere by the introduction of neutral, oxidising or reducing gases.
Many similar growth systems to that illustrated in Fig. 3.8 have been used for
growing an ever widening array of oxides for applications in optics and electronics.
Although other growth techniques have been used, the Czochralski technique is the
most adaptable and generally applicable to growth from solid solutions and near-
congruently melting compounds.

The applicable temperature range of Czochralski growth extends from the melting
point of lead germanate (738°C) to magnesium aluminate spinel (2150 C) [Nassau
(1971), Cockayne (1977)]. Among the many crystals amenable to pulling from the melt
are various of the A;B,C30,, garnets, and alexandrite, BeAl,O4. The furnacein Fig. 3.8
shows an iridium crucible, containing the melt supported and surrounded by quartz,
firebrick and zirconia refractories. Passive after-heating of the crystal immediately
above the growth region is provided by thick alumina felt supported between con-
centric alumina tubes. Such features are co-axial with the pull-rod and attached seed
crystal, which accesses the melt through a hole in the centre of an iridium lid on
the crucible. This system provides for low-thermal gradients in the post-growth
region of the furnace, thereby minimising cracking of the garnet crystals. Typical
growth rates of <1 mmhr™! are successful for Nd>*: YAG. Rather faster pull rates
of 3-5mmhr~! are used for Cr** and Nd**-doped GSGG. When some 75-80%
of the melt has crystallized, the crystals are pulled quickly from the melt into the
region of the after-heater, where they eventually cool at the rate of the surrounding
refractories.

The binary phase diagram of the Y,0;—Al,03 system shows that both Y3Als0,,
(YAG) and the YAIO; (YAP) melt at their stoichiometric compositions: both are
excellent hosts for laser-active rare-earth ions such as Nd**, Er** and Pr’*. Re**:
YAG and YAP melts may be used for Czochralski growth without serious problem,
although crystal quality may be compromised when the RE,O; content is greater than
about 1-1.5mol.%. The growth of GSGG is rather different, with melts at the stoi-
chiometric composition Gds;Sc,Ga30,, producing variations in crystal homogeneity
along the length of the boule. In fact, only melts with the congruent composition
{Gd;.9575¢0 043}[Sc1.862G20.138](Gas)O;,, where the brackets {}, [] and () indicate
substitution at dodecahedral, octahedral and tetrahedral sites, et seq., produce boules
of uniform composition. Evidently some Sc*>* ions and Ga*>* ions, respectively, occupy
dodecahedral and octahedral positions in addition to their normal sites. This follows
from the non-unity values of the axial segregation coefficients, k,, for host cations in
GSGG and from the finite solid solution range at the GSGG intermediate phase
[Brandle and Barns (1973)].

Usually ko is derived, assuming the normal freeze condition of perfect mixing,
from the expression

Cy = Coko(1 — £ )0o~1 (3.7)
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where Cy is the initial concentration of the dopant in the melt, Cis the concentration in
the solid for the melt fraction, £, that has been crystallized [Scheil (1942)]: Eq. (3.7) is
used to determine kg from experimental axial dopant profiles. When ko =1 the con-
centration of dopant in the crystal is uniform along its length and equal to the initial
melt concentration. Component distribution is not a problem when growing at the
congruent point. However, allowance must be made when growing crystals at off-
congruent compositions, such as stoichiometric GSGG. The random distribution of
Sc** on Gd** sites and Ga** on Sc** sites in GSGG crystals grown from the melt at the
congruent composition is a source of intrinsic disorder which has been probed spec-
troscopically. In most garnets kg is close to unity for Cr>*, resulting in the uniform
green colouration of Cr’*-doped GSAG crystals. The sharp line spectra of Nd**
dopants in the garnets are also sensitive to intrinsic disorder. In GSGG the value of kq
is fairly high (= 0.7) and a uniform axial distribution of Nd** may be obtained in boules
grown at fast pull rates. However, in Nd**: YAG, where ko=20.18, constitutional
supercooling occurs when the growth rate is too rapid and the resultant crystal quality
is rather poor, especially at Nd** concentrations above ca 1.0%. The practical con-
sequence is that Nd** : GSGG crystals may be pulled some 8—10 times faster than
Nd**: YAG while maintaining excellent structural and optical quality.

Most garnets grown by the Czochralski technique have been rare-earth aluminium
and gallium based, in which the rare-earth ions Y>* or Gd>* can be partially substituted
by Re** =Tb** Dy**,Ho**,Er**, Tm*" and Yb** on the A-sites. In addition
GSGG, GdsSc,yAl301, (GSAG), Y3ScAl3045 (YSAG) and Y3Sc,Gaz04, (YSGG) are
extensively soluble in one another. Single crystals grown from the quaternary system,
GSGG : GSAG : YSAG: YSGG are compositionally disordered, and display inhomo-
geneously broadened optical spectra when doped with Cr** ions or Nd** jons. In
the latter case the disorder appears to play some role in the pulse duration of mode-
locked lasers [Ober et al. (1992)]. The co-substitution of Mg (or Ca) with Zr on the
B- and C-sites, respectively, in GGG single crystals has been used to produce lattice
parameter-matched substrates for application in waveguide devices. The garnets are
also important hosts for the Cr** impurity which preferentially occupies the tetra-
hedral C-sites. The Cr** oxidation state is stabilized by co-doping YAG with Ca?* and
Cr**, dopants which have ko-values of 0.2 and 3.2 respectively. In consequence, the two
impurity ions tend to segregate at opposite ends of the boule. The production of a fairly
uniform distribution of Cr** in the boule requires a significant excess of Ca?* in the
melt relative to Cr-dopant. Indeed, the optimum results are obtained when the Ca/Cr
ratio in the meltis 3—4: 1, coupled with an oxidising anneal at 1600 K for 20-40 hours.
The Cr** content so produced is extremely stable against optical bleaching and
Ca?*:Cr** : YAG is an excellent gain medium for an infrared laser system at 300K,
given the excellent optothermal and thermomechanical properties of the YAG host.
Various other Cr4+-doped laser crystals, including Cr** : Mg,SiO; (forsterite), Cr*+
Ca,GeO4and a number of other Cr*+ doped garnets, are also grown by the Czochralski
technique.

Sapphire (Al,03) can also be pulled from the melt [Cockayne et al. (1967)]. The
passive after-heater in Fig. 3.8 is replaced by an active after-heater, usually an
Ir liner, which totally encloses the space into which the crystal is pulled. This furnace
genre has been up-sized for industrial production and Al,O; and ruby boules with
dimensions 120—150 mm ¢ by 600—700 mm long are in production. Sapphire does not
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pose problems of non-congruent melting, and growth rates can be fast from 5Ns-pure
melts. Ruby (Cr** : Al,O3), grown for many years by flame fusion, is now grown by the
Czochralski method. The outstanding tunable laser material, Ti-sapphire (Ti**:
Al,05), is also pulled from the melt. The low distribution coefficient of Ti** ko=0.14,
is determined by the reaction 4TiO, — 2Ti,03 + O, at the melt surface. Control of the
furnace atmosphere is essential to maximize the Ti>* content of the crystals, a slightly
reducing atmosphere enhancing the Ti** ions content at the expense of Ti** ions.
However, there is an ubiquitous weak infrared absorption band with peak near 900 nm,
from Ti**~Ti*>* pairs which underlies the Ti>* luminescence peak. This absorption is
substantially reduced by post-growth annealing in an Ar : 5% N, atmosphere at 1700—
1900°C for extended periods (20—40hr) [Kokta (1985, 1986), Fahey et al. (1986)].
Improved crystal quality has been reported for crystals grown by the gradient freeze
technique, in which the omni-presence of scattering centres (small bubbles and inclu-
sions) is greatly reduced [Fahey ez al. (1986)]. Nevertheless, the concentration gradient
of Ti** in as-grown boules, determined by the small value of ko, presents a challenge
to the crystal grower.

The growth of LiNbO; from the melt is complicated by the congruent composition
being deficient in LiO (48.6 mol %). Good quality single crystals are grown at the
congruent composition (48.6% Li»O : 51.4% Nb,Os) [Byer ez al. (1970)]. The as-grown
crystals, which contain multiple ferroelectric domains, have excellent resistance to laser
damage (10-20 GW cm™2). After poling in an electric field just below the ferroelectric
temperature (ca 1100°C) the crystals are single domain; there is a concomitant reduc-
tion in the laser damage threshold. However, the threshold against photorefractive
damage can be improved by 10—100 times for single domain crystals by doping with 5—
8mol.% MgO. The MgO-doped LiNbO; crystals always show compositional stri-
ations perpendicular to the growth direction. Such macro-segregation can limit the
length of crystal that can be phase-matched for second-harmonic generation. Phase-
matching of the isomorphous LiTaO; cannot be achieved using bulk crystals. In an
elegant refinement of the Czochralski technique, Wang ez al. (1986) produced a periodic
domain structure which permits quasi-phase matching for LiTaOj;. Periodically-poled
lithium niobate (or PPNB), can also be produced by post-growth processing.

The ease of control of crystal orientation has led to some single crystal fluorides being
grown by Czochralski technique rather than by the Bridgman—Stockbarger technique.
A major difference between the Czochralski growth of oxides and fluorides is that
the induction heating required for the elevated melting temperature of oxides can be
replaced by resistance heating. The Czochralski method is more flexible than
Bridgman—Stockbarger in enabling large boules to be grown for commercial appli-
cation. Divalent metal fluorides, (MgF,, ZnF,) doped with transition metal ions as
laser gain media were first grown at Bell Laboratories [Guggenheim (1961), Nassau
(1961)]. Crystals with dimensions up to 15mm ¢ by 100 mm in length were grown at
pulling rates of 5—50 mm hr~" using rotation rates of 20-40 rpm. In growing mixed
fluorides such as LiRF,, where R=Y, Ho, Er, Tm and Lu, the gas pressure in the
growth chamber was raised to 1.5—2.0 atmospheres to suppress the loss by evaporation
of the LiF component. Small particle scattering in such compounds can be eliminated
by zone refining the starting mixture, followed by growth in a reactive ambient
atmosphere containing HF and/or in-situ annealing of the grown crystal followed by
rapid cooling. Crystal growth and rotation rates of 1-Smmh ™! and 10-20 rpm are
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appropriate for LiRF, crystals. Similar techniques can be applied to the colquiriites
LiCAF and LiSAF doped with Cr>* or Ce3*; particulate scattering of laser light can be
substantially reduced by growth in a dry N, atmosphere while bubbling dry N, gas
through the melt.

The Czochralski growth of apatite crystals was developed early as their potential for
infrared lasers based on the trivalent rare-earth ion substituents was realized. Indeed,
the earliest Nd*>*: CFAP crystals were superior in flashlamp-pumped laser perfor-
mance at 1.06 pm to Nd: YAG [Mazelsky et al. (1968)]. Such studies were soon
extended to other dopants (Er’*, Ho>*, Yb*>*) and to the Sr** fluoroapatites and
silicate-oxyapatites [Steinbrugge et al. (1972)]. Unfortunately, laser-induced damage
precluded their exploitation in commercial solid state lasers. A resurgence of interest in
the apatites and related hosts was prompted by the recognition that Nd>*- and Yb>*-
doped crystals were ideally suited for diode-pumping with Al,Ga;_,As and
In,Ga;_,As laser diodes emitting at 810 nm and 980 nm, respectively [Payne et al.
(1994), Zhang et al. (1994), DeLoach (1994)]. Such crystals feature high absorption and
emission cross sections associated with the rare-earth ion substitution on the low
symmetry A(II) site in the A5(BO,4):X lattice. Related crystals for which some com-
mercial aspirations have recently been realized as diode-pumped gain media include the
Nd**-doped orthovanadate YVO,and GdVO, [DeShazer (1994), Tucker et al. (1977)].
The Nd3*+-doped fluoroapatites Cas(PO,)sF and Srs(POy4)sF promise efficient laser
action at 1.06 um [Ohlmann et al. (1968), Mazelsky er al. (1968)], but especially in
diode-pumped operation at 1.34 um because of the superior branching to the *F; y
2 — 4113/2 transition of the Nd>* jon [Scott er al. (1994, 1995, 1997)]. Large single
crystals up to 20 mm ¢ by 100 mm long have been grown by the Czochralski technique,
although achieving the crystal quality required for commercial exploitation is not
straightforward. For example, Nd*>* : Srs(PO,)sF growth is plagued by the formation
of V3*(3d?) ions in tetrahedral sites, where the normal valence state should be V>*. The
effect was minimized by growing and/or post-growth annealing at 1400°C in a mildly
oxidising atmosphere to promote the V3* — V** oxidation reaction. Even so the Nd>*-
doped Cas(PO,)sF, and oxysilicate apatite CaY 4(Si0,4)O all experience concentration
quenching of the Nd>3* fluorescence due to the multiplicity of crystal field sites occupied
by the Nd>* dopant [Peale er al. (1995)]. This problem was eliminated by careful
attention to the melt composition. Among the many other microscopic faults permitted
by the rich defect structure of the apatites are elongated and dendrific solute inclusions,
as well as decorated dislocation lines, control of which will require further research into
the growth dynamics. Laser-quality crystals have to be carefully chosen from defect-
free regions of the boule. Some studies have been made of the apatites as hosts for the
isoelectronic 3d2 ions (V3*, Cr**, Mn®*, Fe®*) which have potential as gain media in
tunable near infrared lasers.

3.4.3 Other melt growth techniques

Several other growth techniques involve the melt and growing crystal having near
identical compositions. Crucible-free floating zone growth involves a vertical rod of
material, clamped at both ends, being heated over a very small molten zone, which is
suspended between the two parts of the solid rod. The zone is moved through the length
of the rod by the upward motion of the heater. As with zone refining, float zone
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melting can result in a redistribution of components or impurities according to their
distribution coefficients [Pfann (1966)]. Repeated passes of the molten zone through the
crystal can produce purification of a substantial portion of the final crystal. The
starting rod is usually cast or melted in suitably shaped moulds. The length of stable
molten zone, limited by the meniscus-like shape of the liquid, is primarily determined
by the balance between the hydrostatic pressure in the melt and its surface tension. For
rod diameters up to ca 20 mm the maximum length of stable zone increases linearly with
rod diameter, changing gradually to a regime of constant length of zone at rod diam-
eters between 20 and 30 mm, depending on the material being melted. When the
diameter exceeds ca 30 mm, the maximum length of stable molten zone is of order
20 mm. The heating method is material dependent. RF induction heating is much used
for Si, Ge and other semiconductors. Non-conductors require other heating tech-
niques, such as resistance heating with perforated iridium strip-heaters, electric arc
heating, electron beam heating and thermal or optical radiant heating, the latter being
derived from a lamp or laser source. Float zone melting has been used to grow single
crystals of sapphire [Cockayne et al. (1967)], lithium triborate (LBO) [Yangyang et al.
(1991)], 5-barium borate (BBO) [Tang and Route (1988)], magnesium aluminate spinel
(MgAl,04)[Gasson and Cockayne (1970)], StTiO; [Tiller and Yen (1991)], gadolinium
gallium garnet (GGG), YAG, YIG [Balbashov and Egorov (1981)], YVO,4[Muto and
Awazu (1969)] and many other optical materials.

The technique of float zone melting is conceptually similar to the growth of crys-
talline fibres from a small molten pool formed on the end of a charge rod and held in
place by surface tension (pedestal growth). The use of CO, lasers to heat a controlled
and confined volume of the source rod, referred to as laser heated pedestal growth
(LHPG), was pioneered by Feigelson (1986) and Fejer er al. (1984). Growth is initiated
by dipping a seed crystal into the molten zone, which is then slowly withdrawn.
Simultaneously and slowly, the source rod is pushed into the molten zone so that its
volume is kept constant. The pull rate of the growing fibre crystal and push rate of the
source rod are carefully adjusted to maintain a stable molten zone. Elwell ez al. (1985)
reported a laser interferometric system of automatic diameter control for the fibre that
is accurate to 0.01%. By repeated application the fibre diameter can be reduced from
ca 1 mm to 50—100 um over lengths of 100—150 mm. The Stanford group grew crystal-
line fibres of over fifty materials including halides, oxides, borides and silicates, and
Cr**: Al,0; and Nd** : YAG fibres so grown have been used in lasers. Periodically
poled lithium niobate fibres have been grown with domain dimensions varying from
50—100 pm in width along the length of the fibre. Although clearly capable of yielding
device quality material, the LHPG technique is best suited to the first growth of novel
compounds for physical and optical property assessment. In this context Qi er al.
(1996a,b, 1997)] studied a family of mixed niobates RETiNbOg, with RE =Pr, Nd
and Er, as potential diode-pumped laser gain media containing exceptionally large
number densities of active ions coupled with enhanced absorption and emission
cross sections.

3.4.4 Hydrothermal growth

Geological minerals, including gemstones, which form in the presence of water at high
temperature and pressure are said to be of hydrothermal origin. The largest natural
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hydrothermal gemstone was a crystal of beryl weighing 1kg. Crystals of a-quartz
grown hydrothermally in the laboratory weigh typically 0.2—0.3 kg. Hydrothermal
growth is important in producing larger and more perfect single crystals than can be
achieved with other techniques. Growing crystals under hydrothermal conditions
requires a pressure vessel to contain a corrosive solution at high temperature coupled to
a means of producing, controlling and recording temperature and pressure. Designing
and constructing a suitable hydrothermal apparatus, an autoclave, is difficult and
material specific. Usually the autoclave consists of an external can with an internal
liner: hydrothermal synthesis and growth using aqueous solvents or mineralizers to
dissolve relatively insoluble materials under high temperature and pressure is carried
out within the liner.

Liners made from low carbon steel, which is corrosion resistant in systems con-
taining silica and NaOH, can be used for the growth of a-quartz [Laudise (1991)]. The
supersaturated solution of nutrient, usually small particles of quartz, silica glass, high
quality silica sand and silica gel, are dissolved in an alkaline solvent (NaOH, Na,CO3,
KOH or K,COs) in the hot zone of the autoclave liner at 355-370 °C. Crystallization
takes place in the cooler (ca 350°C) growth zone of the autoclave, nucleated on
appropriately positioned seed crystals. The seed crystals are polished to a very fine
finish to prevent the formation of defects in the crystal. Growth rate is strongly
dependent on the orientation of the seed crystal. Growth on these seed crystals is fed by
transport of material along the convection currents induced by the temperature gra-
dient between solution and growth zones. A baffle is placed at the top of the hot zone to
control transport of material at a pre-determined rate. Autoclave assemblies must
withstand typical pressures of 0.1-10kbar at temperatures of ca 700—800 °C. Usually
the space between autoclave wall and liner is filled to the same extent as the liner to
provide a pressure balance so that the liner supports virtually no pressure. When very
high purity, device quality quartz is to be grown a silver liner is used in the autoclave.
More than 200 different materials have been grown into single crystals using hydro-
thermal techniques [Byrappa (1994)].

The growth of a-quartz has been central to the development of hydrothermal
technology. However, the application of a-quartz in electronic devices is currently
being replaced by berlinite (AIPO,), also grown hydrothermally from nutrient mix-
tures containing Al,Os, H3PO4, NH4Cl and NaCl or HCOOH. In this case teflon liners
are used: the temperature of solvent is slowly raised to 290—300°C, uninterrupted
growth periods of 2—-3 weeks being required to obtain crystals 4—5mm on edge.
Borates are grown using copper linings for the autoclave, although noble metal liners
are preferred for alkaline growth media. Potassium titanyl phosphate, KTiOPO,
(KTP), like LBO and BBO used for applications in nonlinear optics, is also grown
hydrothermally. Laudise et al. (1990) used a Pt-lined autoclave with internal dimen-
sions 25mm ¢ by 150mm long in which TiO, was dissolved at 425°C in a
K,HPO,4 + HPO; mineralizer in the nutrient zone. The temperature of the growth zone
was 375 °C at pressures of 2 kbar or so. A growth rate of 0.14 mm/day was achieved on
seed crystals with (011) faces. Hydrothermal KTP crystals have much improved tol-
erances for laser-induced damage than crystals grown from high temperature solu-
tions. Among gems grown by hydrothermal methods are coloured quartz, emerald,
rubyand sapphire. YAG, YGGand YIGhave also been grown hydrothermally, as have
rare-earth vanadates and phosphates such as GdVO,, YVO,4, NdP504 and TmP504.
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3.4.5 Growth from high temperature solutions (HTSG)

The growth of crystals from high temperature solutions (HTSG), sometimes called flux
growth, can be used when the melting temperature of a compound is too high for melt
growth by available technologies or when the vapour pressure of a component in the
melt is too high [Laudise (1970)]. The desired material is dissolved in a solvent at
elevated temperature, which is then solidified by cooling. The crystals are extracted
from the supersaturated solution as they are formed, or allowed to grow in the solution
until the whole solidifies. HTSG can also be used for layer growth on single crystal
substrates, normally called liguid phase epitaxy. The main advantages of the technique
are that solvents can be found for almost any material and that the crystals grow at
temperatures well below the melting temperature of the crystal. The major dis-
advantages are the slow growth rates and the unavoidable presence of solvent impurity
ions and flux inclusions in the grown crystal.

The solubility of the compound or its components in the solvent should be quite high
(20-50 wt.%) and decreasing with temperature to the melting temperature of the
solvent. Solvents should have low vapour pressures. Solutions must have low viscos-
ities (< 10 centipoise), be chemically stable at the requisite temperature and inert with
respect to the crucible. The single crystal material should be the only stable solid phase
on the phase diagram under the growth conditions and easily separable from the
residual melt. Common fluxes for oxide growth include Li,0,Na,0,K,0, BaO,
PbO, Bi,0;, B,03, SiO,, P05, V,05 and MoO; and the fluorides PbF,, BaF,, KF, or
some combination of two or three of them. Various crucible materials can be used,
including Pt and Ir for oxides, graphite for fluorides, and such others as silica glass,
nickel, molybdenum and tantalum with particular fluxes. Nevertheless, Pt finds the
most widespread application because of its high melting point and excellent resistance
to oxidation and corrosion by fluxes. Long crucible life times require thicker walls,
typically 2—3 mm; since Pt is quite soft at elevated temperature, the crucible can be
supported in a refractory envelope. Because HTSG occurs at lower temperatures
than melt growth it is usual to use resistively heated furnaces, rectangular muffle fur-
naces or vertical tube furnaces. The latter are particularly useful in seeded growth,
usually called top-seeded solution growth (TSSG). Since thermal stability in the
environment of the growing crystal should be high, certainly better than £0.1 K, it is
necessary to control furnace temperature with a flexible, computer-controlled
programmer.

Many garnets have been grown from PbO/PbF, or BaO/BaF, fluxes, including YIG,
GIG,Nd: YAGand Nd: YGG[Tolksdorff (1994)], although crystals tend to be rather
small. Optical crystals used in solid state lasers, or for applications in harmonic gen-
eration, are grown by the TSSG technique, especially in growth from solutions with
low volatility. The seeding rod is introduced from above at the saturation temperature,
and as with Czochralski growth, at the centre of the molten surface, which should be the
coldest spot in the solution. The seed crystal is rotated slowly, ca 10—20 rpm, and may
or may not be slowly retracted (with the growing crystal) from the surface. The tem-
perature gradient should be small and the solution cooled very slowly (1-2K hr™!).
The Czochralski furnace shown in Fig. 3.8 with simple modifications would be
applicable to the growth of laser gain media and such nonlinear optical crystals as
KTP, KDP and KTA, KNbO;, K, Li; _,NbO; and LiNbO;.
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There is great interest in borate crystals LiB;O05 (LBO), 3-BaB,04 and CsLiB¢O;¢
(CLBO) for harmonic generation and optical parametric oscillation. These crystals are
also grown by TSSG. LBO can be grown from Li,O—B,0O; solutions at ca 8§10°C,
sometimes with a modifier to improve the viscosity, whereas BBO is grown from a
Na,0-Ba0O-B,0; solution at ~900°C. The double borates RX3(BOs3)4, where
R =La", Y** or Gd** and X = AI** or Sc**, have trigonal crystal structure and space
group D] (R32, #155); they have excellent optical and thermal properties. Further-
more, their crystal structure provides substitutional cation sites for rare earth and
transition ions in which ion—ion interactions are weak, so that large concentrations of
laser-active ions can be introduced on either cation sub-lattice. Both Nd>*:
YAI;3;(BO3)s (Nd: YAB) and Er: YAB have been grown by TSSG and used as gain
media in single frequency lasers [Luo et al. (1989a,b)]. Unfortunately, such crystals
have quality control problems due to flux inclusions. In studies of the Cr**-doped
yttrium and gadolinium alumino- and scandio-borates, Wang et al. (1996) sought
improved solvents for TSSG, pulling Cr3t: RX;5(BO3)4 from K;Mo030,o-based fluxes
in the temperature range 970—1325K, where R =Y or Gd and X = Al or Sc. In growing
Cr’*-doped YAB and GdAl3(BO;)s (GAB) they determined the optimal solution
composition to be 22 wt.% YAB or GAB, 75wt.% K,;Mo030;¢ and 3 wt.% B,0s. The
YAB or GAB crystals contained up to 5 mol.% of Cr,O3 dopant. The addition of B,O3
to the flux had three primary effects: reducing the viscosity, saturation temperature and
volatility of the solution. The flux modifier also reduced the evaporative loss of solvent
by over 20% and eliminated flux inclusions from the resulting crystals. Typical crystal
sizes obtained using a S50 mm ¢ x 50 mm Pt crucible were ca 12 x 16 x 22mm?>, these
dimensions being limited by crucible diameter. The crystals were grown during crys-
tallization from the solution over the temperature range 1060—950 °C with a cooling
rate of 2—4°C/day and rotation rate of 4-6rpm. After 30—50 days with the growth
period complete the crystal was pulled free of the remaining solution and cooled to
room temperature at a rate of 50°Chr ™. The conditions for growth of Cr**: GAB
were only slightly different from those for the growth of Cr**: YAB. Crystals of Cr3*-
doped YSB and GSB required slightly higher temperature ranges (1300-1100°C) and
crystal rotation rates (15 rpm) using a K,Mo0301 solvent with a lithium tetraborate
flux modifier. Very similar growth conditions were used in the growth of Ti3 *-doped
GAB and YAB.

3.5 General materials considerations

Many and varied are the uses of optical crystals in technology: laser gain media,
nonlinear optical devices, lattice-matched (or otherwise) substrates, shock-proof
windows, surface acoustic wave (SAW) devices, scintillators, sensors and radiation
detectors are some of their many applications. Such applications require highly spe-
cialized properties that can only be realized by crystals exhibiting a high degree of
structural and chemical perfection. Having committed substantial resources to the
development of single crystal growth of a novel material, it is not unreasonable to ask
whether the crystal is fitted for the design purpose? A starting point for the evaluation
of novel crystals is such structural data as the crystal classes, unit cell dimensions and
constitutions, molecular weights and densities. In principle, such properties need only
be determined once. In practice some of these data will be determined for each crystal
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as reassurance to the end user. An X-ray diffraction determination will confirm unit cell
dimensions, hence purity, the presence of second phases and inhomogeneous strain
distributions. Such a test will also confirm or deny that crystals with the same com-
position but grown by different techniques have identical structures. Recently it was
revealed that in hydrothermally grown LiK YF5 crystals only a single site was occupied
by Nd**, whereas two almost identical Nd>* sites exist in Czochralski-grown crystals
of the same composition.

The optical characteristics of the pure crystal must be measured accurately,
including the transmittance spectrum as well as the indices of refraction, their bire-
fringence, wavelength dispersion and temperature dependence. For doped crystals it
is necessary to measure the optical absorption and luminescence cross sections and
the temperature dependence of the emission lifetime. Furthermore, the branching of
the excited state population between radiative decay, excited state absorptions and
nonradiative decay must be determined. The polarizations of optical spectra are also
important in determining the optimum pumping geometry for both laser and nonlinear
optical devices. Nonlinear optical crystals are important components in many lasers: it
is necessary to know the tensor components of the second order susceptibility x‘.
Higher order nonlinearities should be measured when applications in two-photon
absorption, third or fourth harmonic generation, phase conjugation and the optical
Kerr effect are expected [Shen (1984)]. A complete evaluation involves the measure-
ment of a large number of properties. Unfortunately, such property data are frequently
incomplete, sometimes imprecise and occasionally inapplicable for the use for which
the material is required. Furthermore, measurements reported in different references
are often made under quite different experimental conditions. This is almost always the
case for the laser-induced damage thresholds quoted for bulk and surface samples,
which are variously reported for pulse duration from picoseconds to nanoseconds, for
single or multiple pulses at different repetition rates and laser wavelengths. This not-
withstanding, several compilations of data are in the literature, with rather fulsome
bibliographies [Nikogosyan (1997), Tropf et al. (1995)].

Most optical crystals are grown at high temperatures; inevitably some defects are
formed during growth on a scale varying from the sub-microscopic to the macroscopic.
For example, it is quite difficult to realize a homogeneous distribution of Nd** dopant
ions in fluoride and oxide crystals. Although it is desirable to use crystals of 1%
Nd: YLF in some lasers, it follows from the small distribution coefficient for Nd** in
YLF k=20.2 that the Nd** concentration will vary along the length of a boule from ca
0.5% in the first solid to be pulled from the melt to ca 1.0% at the end of the boule. The
composition gradient is reduced in Nd** : LiKYFs, where the distribution coefficient
of k=2 (.8 guarantees an almost homogeneous distribution of Nd** throughout the
crystal. A value of ko=0.21 is reported for Ti’* in AL O3, and the specified Ti**
concentration required in laser crystals of between 0.1-0.2 at.% can result in colour
changes along the length of an as-grown boule that can be detected by eye. When
crystals are pulled in air by the Czochralski process there is an ubiquitous broad
absorption band at ca 900 nm that self-absorbs the 2E — 2T, laser emission. This band,
the source of early problems in quality control for Ti-sapphire laser rods, was due to
Ti** —Ti>* pairs in ALOs. Their impact as sources of laser loss was minimized either by
crystal growth in a neutral or slightly reducing atmosphere or by post-grown annealing
in a reducing atmosphere.
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The distribution coefficients of rare-earth ions in crystals are determined by size
factor effects rather than by crystal field effects. In the rare-earth-doped garnets Brandle
and Barns (1975) expressed this geometrical influence in an empirical equation:

ko(Nd) = 1.029a — 1.2164, (3.8)

where a is the lattice parameter. A homogeneous distribution of Nd>* in garnet crystals
results when ko(Nd) > 0.6—0.7 is combined with relatively high pull rates for crystals
with a > 1.240 nm. This applies to the RE gallium garnets, where kng =0.62 in GGG
and 0.75in GSGG. In contrast, the k¢, distribution coefficient in the octahedral site in
garnets may be anomalously high, with k¢, =2.4 in Cr** : YAG rising to k¢, = 3.3 in
Cr’* : GGG. Such high values of & also result in inhomogeneities. Molecular orbital
theory of the octahedral (MOg)°~ complexes show that (AlOs)°~ and (GaOs)° ™ are less
stable than (ScOs)°~ and (CrOg)°~. The consequence is that k¢, 2 1 for Cr** in GSGG
and YSGG, and very homogeneous crystals result from Czochralski growth at high
pull rates (2—3 mm per hour). In these crystals the octahedral sites are sufficiently large
(~0.42nm) that Cr>* ions occupy weak field sites, resulting in broadband lumines-
cence at 300 K. These crystals also provide larger dodecahedral sites, resulting in higher
distribution coefficients for Nd** and other RE** ion dopants.

A wide variation in macroscopic defects may result from high temperature growth.
In Mg?* : LiNbO; visible striations occur perpendicular to the growth direction: in
these optically nonlinear materials the Mg?* dopant is added to suppress optical
damage at laser wavelengths above 700 nm. The resulting optical quality is poor and it
is surprising that device manufacturers have continued to use such material when
superior alternatives exist. Scattering centres are frequently observed in crystals grown
from the melt or from a flux. These may be voids caused by melt instability during
constitutional supercooling or particulate distributions that result from undesirable
impurity. In garnet crystals grown from the melt contained in Ir crucibles there is an
ubiquitous tendency for Ir platelets to form close to the crystal axis. The consequence is
that regions of the boule close to the core, where most platelets are formed, are severely
strained. Laser rods are then core-drilled well away from the central axis of the boule
where the platelet-related stress patterns are much reduced. Finally, most laser rods
after cutting from an as-grown crystal are mechanically polished using diamond or
alumina paste on a revolving polishing disk. The apparent high polish nevertheless
contains many microcracks of varying lengths and depths. These microcracks seriously
reduce the resistance of laser rods to failure by thermal fracture. These microcracks
may be reduced in size or even eliminated by chemical polishing subsequent to
mechanical polishing [Marion (1985)]. Normally the defects introduced during growth
are material and process specific, and particular recipes have to be formulated for each
crystal.
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Energy levels of ions in crystals

4.1 The Hamiltonian
4.1.1 Assumptions of crystal-field theory

The present chapter is concerned with the energy levels of impurity ions and colour
centres in ionic crystals at the level of crystal-field theory, proposed by Bethe (1929) and
elaborated by subsequent investigators [see McClure (1959)]. Iron-group transition-
metals and lanthanides are emphasized. Effects of covalency are deferred to Chapter 8.
Since the subject matter of this chapter is sufficiently mature that many of the standard
references are no longer in print, it is useful to include concise summaries of the theory
of atomic structure and of crystal-field theory in order to provide background infor-
mation essential for crystal-field engineering.

Since the open electronic shells of transition-metal and rare-earth impurity ions are
relatively compact, and are partially shielded from their crystalline environments by
filled shells, a tight-binding model is appropriate as a first approximation. This model
can be characterized by a non-relativistic Hamiltonian for the impurity ion which
incorporates the interactions of its electrons with its nucleus, their spin—orbit inter-
actions, and their interactions with the external crystal-field and with one another,
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where the sums are over the N electrons of the ion. The crystal potential V(r;) arises
from the inert charge distribution of surrounding ions, and reflects the symmetry of that
distribution. The spin—orbit interaction is a relativistic effect derived from the Dirac
equation by expanding the Dirac Hamiltonian in powers of v/c; its origin is discussed
more fully in Chapter 8. The operators |; and s; are, respectively, the orbital and spin
angular momentum operators, in units of %, of the ith electron, and £(r;) is given by
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where U(r) is an approximate central potential which incorporates both the nuclear
potential and the electrostatic interaction with the average charge distribution of the
other electrons. Much weaker terms, including spin—other-orbit, orbit—orbit, Zeeman,
hyperfine and quadrupole interactions, are omitted from Eq. (4.1).
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4.1.2 Hierarchy of perturbations

The determination of impurity-ion energy levels proceeds from the central-field
approximation,

N
Hcf = Zhis (4'3)
i=1
P,
h= =3V + V(). (@.4)

The remaining terms in the Hamiltonian, H — H, are then treated sequentially by
perturbation theory. For free ions, the dominant perturbation s the difference between
the exact mutual electrostatic interaction of the electrons and its central-potential
equivalent, 1 i];ij:l[ez /(@reo)ry] — SN [U(r;) + Ze?/(4neo)r]. For relatively light
ions such as the iron-group transition metals, the remaining term in the free-ion
Hamiltonian, the spin—orbit interaction, may be treated as a small perturbation on the
electrostatic interaction (Russell-Saunders coupling). Since the strength of the spin—
orbitinteraction increases rapidly with atomic number, the two perturbations are more
nearly comparable for lanthanide elements.

The position of the crystal-potential term in the hierarchy of perturbations in
Eq. (4.1) is strongly dependent on the type of ion. In the case of iron-group transition-
metal impurities in ionic crystals, the crystal potential is comparable with the mutual
electrostatic interaction of the electrons and greatly exceeds the spin—orbit interaction.
The relative positions of spin—orbit interaction and crystal potential are reversed for
the lanthanides, by virtue of their higher atomic numbers and their more compact and
more thoroughly shielded open-shell orbitals; for them, the crystal potential is a small
perturbation on the spin—orbit interaction.

The crystal-field concept can be extended, somewhat more crudely, to heavy-metal
ions such as thallium, for which all three perturbations are comparable. It can also be
extended successfully to electron-excess colour centres such as the F centre. For the F
centre and related centres, the crystal potential replaces the central potential and is thus
no longer a perturbation, while the spin—orbit interaction is weak in the absence of a
vacancy-centred nuclear potential. The mutual electrostatic interaction is of inter-
mediate strength for colour centres with more than one electron, such as F centres
in alkaline-earth chalcogenides and F’ and F-aggregate centres in alkali halides.

4.2 Free-ion electronic structure
4.2.1 Central-field approximation

At the level of the central-field approximation, the Hamiltonian, H, of Eq. (4.3) is
invariant under independent rotations of the space and spin coordinates of the indi-
vidual electrons. The Schrédinger equation is then separable, and can be solved for the
atomic spin orbitals, @umm, (T, s),

h¢nlm,ms (l', S) = 5nl¢nlm,ms (l', S), (45)

where his the one-electron Hamiltonian defined by Eq. (4.4), nis the principal quantum
number, /is the orbital angular momentum quantum number, and quantum numbers
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m,and m;are the projections of the orbital and spin angular momenta, respectively. It is
convenient to employ Hartree atomic unitsin which the unit of length is the Bohr radius,
ay = (47rso)h2 /me?, and the unit of energy is the Hartree, equal to twice the Rydberg
constant, 1Hartree = 2Ry = me*/ (47rso)2h2. Equation (4.5) may be written in atomic
units as

1
<_ EVZ + U(r)) o — (r,s) = Enl Primym, (r, $), (4-6)
which is separable in polar coordinates,

Summ,(5,5) = 5 Pu(r) ¥ (6, 9on (), (47)

where Y, (6, ¢) is a spherical harmonic, X, (s) is an eigenfunction of s” and s,, and the
radial function P,,(r) satisfies the radial equation

2
{5+ 2w - 00 - 12D

}Pnl(r) =0, (4.8)
which may be solved numerically when U(r) is known.

An additional restriction is imposed by the Pauli principle, discussed in §2.5.6, which
requires that the many-electron wavefunction be antisymmetrical under exchange of
space and spin coordinates of any two electrons. The many-electron wavefunction ¢
in the central-field approximation is then the antisymmetrized product of occupied spin
orbitals (Slater determinant) [Slater (1929)],

N
ot = ¢ [ [ $0,() s%detm,.un, (4.92)
i=1 *

where &/ is the antisymmetrizer, defined by

oA = 71‘—1529(_1)@; (4.9b)

#is an operator which permutes the electron space and spin coordinates r;, s;, denoted
concisely by j; p is the number of pair-wise permutations (transpositions) into which &
may be decomposed; N is the number of occupied spin-orbitals; and k; denotes the
quantum numbers #n;/;, m; and m,. Each distinct energy level in the central-field
approximation is associated with a degenerate configuration, labeled by the set of
quantum numbers {n;, [;},

N
E({n1}) = ) emi- (4.10)
i=1

Degenerate states within a configuration are distinguished by values of the quantum
numbers {my, my}. In practice, the various self-consistent, iterative schemes for
accomplishing the solution of the central-field model [Hartree (1957), Fischer (1977)]
do not all rely necessarily on an explicit central potential U(r), but the essential point is
that well defined procedures exist for determining optimized radial functions P,;(r)
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with approximate energies which depend only on the quantum numbers # and /. These
schemes will be considered further in Chapter 8.

4.2.2 Electrostatic interaction

The mutual electrostatic interaction of the electrons, given in atomic units by

1

Gzizgij, (4.11a)
i#j

gij = 1/ry, (4.11b)

effects a sharp reduction in symmetry; the Hamiltonian including this term is invariant
only under simultaneous rotations of the space and spin coordinates of all open-shell
electrons. As a consequence, much of the degeneracy is removed, and the configuration
splits into terms (or multiplets), labeled by quantum numbers L and S, corresponding,
respectively, to the total orbital angular momentum operator L=73;l; and the total
spin angular momentum operator S =) ;s;. Spin coordinates are still independent of
space coordinates at this level of approximation, however. The coupling of the orbital
angular momenta of the individual electrons by their mutual electrostatic interaction is
effected by the torques which they exert on one another. The independent coupling of
their spin angular momenta is a subtle manifestation of the Pauli principle; the anti-
symmetrizer, o/, defined by Eq. (4.9b), commutes with S but not with s;. It is not a
consequence of the much weaker spin—spin interaction.

Electrons in closed shells make no contribution to the splitting of the configuration
energy into terms, but rather shift all of the energy levels equally; furthermore, they
make no net contribution to L and S. Accordingly, one can restrict consideration to
electrons in open shells in the calculation of relative term energies. Even for open-shell
electrons, the kinetic energy and nuclear potential energy, which are one-electron
operators, do not contribute to the splitting. The combined contribution of kinetic
energy and nuclear potential energy of the open-shell electrons is represented by a
constant matrix within a single configuration. Antisymmetry is irrelevant in the evalu-
ation of its diagonal matrix elements, which can be expressed as a sum of one-electron
integrals, Y (nd;), the same for every term. The interactions of open-shell electrons
with closed shells can also be absorbed into the constant matrix. Consequently, the
splitting of the configuration into terms is effected solely by the mutual electrostatic
interaction, G, of open-shell electrons, and, for the purpose of determining the relative
term energies, one can regard G alone as the dominant perturbation. Accordingly, the
additive contribution >_;I(#n,/;}) will be omitted from subsequent formulas for term
energies in the present chapter.

The relative term energies associated with the mutual electrostatic interaction of the
open-shell electrons are obtained in first-order degenerate perturbation theory by
diagonalizing the matrix of G within a single configuration. Diagonal matrix elements
of G between Slater determinants are given by 13, ((if| g|7) — (ij| g | ji)), matrix
elements between Slater determinants which differ in one spin orbital by
>-i((ik' | g | ik) — (ik' | g | ki)), and matrix elements between Slater determinants which
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differ in two spin orbitals by (k'/ | g | kl) — (K'l' | g| lk), where

(if|g|rt) = 6(mgmy, )6(mgmg,)6(my; + my, my + my;)

X Z ck(l,-ml,-; l,m;,)c"(l,m;,; ljmlj)Rk(ij; rt), (4.12a)
k=0
2L +1
ck(llml; lzmz) = 2; T 1(k12(m1 - mz)m2|llm1)(k1200|110), (412b)
c [ o0 rk
R*(ij;rt) = / / P,,,.I,.(rl)P,,,Ij(rz)rk%P,,J, (F1) Py, (r2)dr dra. (4.12¢)
0 0 >

Matrix diagonalization is greatly facilitated by transformation to the coupled repre-
sentation spanned by linear combinations of Slater determinants which are eigen-
functions of L2, L,, S?and S,, represented by kets |« LSM; M s), since the orthogonality
of basis functions precludes matrix elements of G connecting functions which differ in
L, S, M; or Ms. The parameter « distinguishes multiple occurrences of L, S which may
occur in configurations with more than two open-shell electrons. The matrix is then
partitioned into blocks labeled by these four quantum numbers, with matrix elements
{(aLSMMs| G| o/ LSM; Mg), where blocks with the same values of L and S are
identical. Eigenvalues of these blocks are then the term energies E(y, L, S) and their
eigenvectors provide the coefficients of the correct linear combinations
|YLSM; M) of unperturbed eigenfunctions [« LSM; M). The latter are simultaneous
eigenstates of the commuting observables H, o, L2, L, S* and S, [Dirac (1958)]. The
term energies can be expressed finally as linear combinations of Slater integrals [Slater
(1929)), defined by

F*(mil mly) = RM(ij, i), (4.13a)

G*(nil; nily) = R*(ij, ji). (4.13b)

The conventional notation for terms is 25+ 'L, where 2.5 + 1 is the multiplicity and the
numerical value of L is replaced by its letter designation: 0,1,2,3,4,5,6,7,... —
S,P,D,F,G,H,LK,... Thefirstfourletters are derived from features of spectroscopic
lines (sharp, principal, diffuse and fundamental), and the remainder are alphabetical
with the omission of J to avoid confusion. Since first-order perturbation theory is a
marginal approximation for the mutual electrostatic interaction of the electrons, the
calculated term energies can be improved significantly by including matrix elements of
G between configurations. Alternatively, first-order theory is often employed with the
Slater integrals of Egs. (4.13) treated as adjustable parameters.

Of primary interest in crystal-field theory are the energy levels within a ground
configuration with a single open shell; i.e., all of the open-shell electrons have
the same values of quantum numbers » and / (equivalent electrons). The conventional
notation for such configurations is (#/)?, where ¢ is the number of electrons in the
open shell and numerical values of / are replaced by their letter designations:
0,1,2,3,4,5,6,7,... — s,p,d.f,g,h,i,k,.... Thus iron-group transition-metal ions
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have (3d)? ground configurations and lanthanide ions have (4f)? ground config-
urations. The central problem in the calculation of free-ion term energies within the
ground configuration is that of transformation to a coupled representation
|eLSM;Mgs). For ¢g=2, an elementary method is available for generating the
coupled representation of a two-electron configuration, which exploits the fact that
Slater determinants are eigenfunctions of L, and S.. One begins by sorting the Slater
determinants into bins labeled by M; and Mg, and proceeds by application of
angular-momentum ladder operators L_ and S_ to selected Slater determinants,
together with orthogonality considerations, to generate functions |LSM Ms) as
linear combinations of Slater determinants. The resulting antisymmetric functions
|LSMMg) are unique for the two-electron configuration, since the Kronecker
product representations are simply reducible; accordingly, the parameter « is
omitted. The diagonal-sum rule provides an even more direct method for obtaining
term energies: The matrix of G is partitioned into blocks labeled by M; and My in
the uncoupled representation and is diagonal in the coupled representation. Trace
invariance under unitary transformation leads to equations of the type

DEWLS)= Y Gu (4.14)
LS

Slater det.p

within each M;, Mg block. By calculating the diagonal matrix elements of G between
Slater determinants for a sufficient number of blocks, one can solve the resulting system
of linear equations for the term energies E(L, S). These elementary methods fail for
larger values of g whenever a given set of quantum numbers L, S occurs more than once
(duplicated terms).

A more formal procedure for the two-electron configuration involves a reasonably
straightforward application of vector coupling of angular momenta, Eq. (2.58),

4 L
|LML> = Z Z |llm11)|12m12)(1112m11m12|LML), (4153)

my=~l mp=—h

1m 1m llm m
3 s1 ) 52 29 5177852

Antisymmetrization is then effected by applying either the antisymmetrizer,
o = (1/V2)(1 — P13), or the symmetrizer, & = (1/v/2)(1 + 21,), to the |LM ), and
then forming the products of the antisymmetric space functions with the symmetric
triplet spin functions (S = 1) and the products of the symmetric space functions with the
antisymmetric singlet spin function (S = 0). The functions | LSM ; M s) can be expressed
as a linear combination of Slater determinants by recombining terms. For inequivalent
electrons, L ranges from |/} — I5| to /; + /; and, independently, S =0 or 1; for example, a
2p3p configuration has terms 1s1p.'p 3S 3P,3D. For equivalent electrons, however,
some Slater determinants vanish and others become identical within a sign, so that
some terms are eliminated and the wavefunctions for surviving terms must be renor-
malized. Only terms with even values of L + S survive; for example, a 2p? configuration
has only terms 1s3p D,

1/2 1/2

ISMs) = )

my=—1/2 myp=-1/2

SMS>. (4.15b)
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Figure 4.1. Multiplet structure and fine structure of a p? configuration.

Term energies of an (nl)? configuration are given by

E(I%,L,8) = (I"LSM_ Ms|G|I*LSM, Ms) = Y _ fiF*(nl,nl), (4.16a)
k=0
fi = (=121 + 1)(100|10) W (IlII; LK). (4.16b)

Terms in the sum on the right-hand side of Eq. (4.16a) are non-vanishing only for even
values of k between 0 and 2/, inclusive. For example, term energies of an (np)® con-
figuration are given by

ECP) = F°(np,np) — £F*(np, np), (4.17a)

E('D) = F%(np,np) + %Fz(np, np), (4.17b)
lgy = FO 1052

E('S) = F®(np,np) + 53F*(np,np). (4.17¢)

The integral F%(np, np)is common to all three terms and thus contributes nothing to the
term separations. Thus the two term separations depend only on the single Slater
integral, F%(np, np). The multiplet splitting of the (np)? configuration is illustrated in
Fig. 4.1.

In a configuration with more than two equivalent electrons, one can generate
symmetry-adapted wavefunctions by repeated vector coupling,

|19 (0 Ly S1)IL SM M)

M 1/2

L
= Zl Z Z Z (197 0 L1 S M1y Mgy ) |nlmymy)
Mi=—L

1 my=—1 Mgy =—S1 my=—1/2

x <L11ML1m1|LML><Sl%MSlms|SMs>. (4.18)
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However, even if the wavefunction of the parent term in Eq. (4.18), |¥ ™ 'ayL,
S1M;Mg), is antisymmetric, the wavefunction of the daughter term, |~ (a,L,S))
ILSM;Mg), is not. In order to preserve antisymmetry, one must employ a linear
combination of coupling schemes,

oL SM Ms) = Y |M7" (a1 L1S1)IL SM L M5)
a1 Ly S

x (7Y (oy L1S1)ILS|}9aLS), (4.19)

where (197 '(a,L,S))ILS|}9aLS) is a coefficient of fractional parentage and the
parameter « distinguishes terms with the same values of L and S. Electrostatic matrix
elements then satisfy the recursion relation [Racah (1949)]

<14aLS[Guqa'LS>=q_32 3 (FaLS{#" (L1 S))ILS)

ala'lLlsl

x (B ay L181|G|F o L1 S1) (197! (o, L1 S1)ILS|}A/LS),  (4.20)

and thus can be ultimately evaluated by means of Eq. (4.16). Coefficients of fractional
parentage and term energies calculated from Eqgs. (4.16), (4.19) and (4.20) are tabulated
for p?, d? and f? configurations [Nielson and Koster (1963)]. Alternatively, an explicit
expression for these matrix elements is also available [Sobelman (1972, 1979),
Weissbluth (1978), Condon and Odabasi (1980)]

(MaLS|G|9a/ LS) = Z% (21 + 1) (IOOJI0)2 F* (nl, nl)
k=0
1 L+ g GITINE L
X [2L+ lQJIL”S”( D™ (BaLS|| UM Ha"L" S")
x (o L"S"|UP |/ LS) — =T — o |, (4.21)

20+1

where U® is a sum of unit tensor operators u®, defined by

U® =3 u, (4.22a)
i

U@y = 6. (4.22b)
Reduced matrix elements of U®, given by
(BaLs|[u®|ra/L's")
= 6ssq/ QL+ 1)2L' +1) Z (_I)L'+L,+I+k
oL S5
x (BoLS{|1"" (on LiS1)ILS){E oy L1 $)IL'S' [} e/ L'S"YW (LL'Il; kLy),  (4.23)

are tabulated for allowed values of k in p?, d? and f? configurations [Nielson and K oster
(1963)].

A single n/ shell can accommodate a maximum of 2(2/ 4+ 1) electrons, the degeneracy
of the one-electron spin orbitals @upm, (T, s) in the central-field approximation, since
the Pauli principle requires that the electrons occupy distinct spin orbitals in order
to ensure non-vanishing Slater determinants. Conjugate configurations (n/)? and
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(nl )2(2’“)"’ have identical multiplet structure, since the electrostatic interaction of two
holes is the same as that of two electrons. Hund’s rules (1927a) dictate that the term of
lowest energy in a configuration with a single open shell has the highest value of L
consistent with the highest value of the multiplicity, 25+ 1.

4.2.3 Spin—orbit interaction

The spin—orbit interaction can be represented within each term as A(y, L, S)L-S by
appealing to the Wigner—Eckart theorem; consequently, it couples the total orbital and
total spin angular momenta, thus splitting the term energy into fine-structure levels
labeled by the total angular momentum quantum number J, where J=L +8S. The
eigenkets in the coupled representation are obtained by vector coupling of angular
momenta,

L S
WLSIMyy= Y > LSMy Ms)(LSM, Ms|JMj). (4.24)
Mp=-—L Mg=-S

To first-order, the energies of the fine-structure levels relative to the unperturbed term
energies are then given by

(YLSIM;|AL - SWLSIM;) =NJ(J+1) = L(L+1) - S(S+1)], (4.25)
and their energy separation is given by the Landé interval rule,
E(J)—E(J—-1)=M\J. (4.26)

The foregoing approximation for fine-structure levels is adequate for iron-group
transition-metals, but not for lanthanide elements; in that case, one must also take
account of matrix elements between terms, which upset the Landé interval rule. This
interval rule is also upset by spin—spin, spin—other-orbit and orbit-orbit interactions,
much weaker perturbations which nonetheless preserve the symmetry of the spin—orbit
interaction.

In an (nl)? configuration, the diagonal-sum rule provides a simple method for
evaluating the spin—orbit constants A(L, S). When matrix elements of the spin—orbit
interaction are calculated within manifolds of constant M; and Mg in both an
|LSM; Mgs) representation and a representation spanned by Slater determinants, trace
invariance under unitary transformation leads to the following relations within each
manifold:

M MsY NLS)= Y Y Gumimsi, (4.27a)
LS Slaterdet. i
G = /0 > Pu(rVe@r) dr, (4.27b)

since antisymmetry is irrelevant in calculating matrix elements of one-electron
operators. By applying these relations to enough M, Mg blocks, one can solve for all
of the spin—orbit constants A(L, S) in terms of the integrals (,,,. This simple method
fails for configurations (n/)? with ¢ > 2 when there are duplicated terms.
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The general formulas for the spin—orbit constant for a single term of an (n/)?
configuration is

. _ @1+ 1)1+ 1)
)\(l "yLS) = Cnl\/L(2L+ 1)(L-|- ])S(2S+ 1)(S+ 1)

(B LS||VIY ||y LS), (4.28)

and an analogous formula for off-diagonal elements of the spin—orbit interaction
between terms, important for intermediate coupling in lanthanide elements, is
[Sobelman (1972)]

(BaLSIM;| Y &(r - si|lfo/ L'S'S' My)
= 617 6u,,(—1)" T Gu/ @I+ T)(I + DIW(LSL'S'; J1){MaLS|VID | Ba/L'S'). (4.29)

Reduced matrix elements of the double tensor operator V'V, given by Wybourne
(1965),
(PALS|VIV ||y L'S")

=q Y (WLS{|I (n LiSOILS) (I~ (M L1 S1)IL'S' |}y L'S") (1) 1S+ /24 LS
nLiSi

X \/3L+1)(2S + 1)L + 1)28' + )W(LLI; 1Ly W(SS' 14 151), (4.30)

are tabulated for p?, d? and f? configurations [Nielson and Koster (1963)].

The spin—orbit interaction for a hole is the negative of that for an electron; conse-
quently, the spin—orbit constants for corresponding terms of conjugate configurations
have opposite signs,

MUALS) = —\({?¥+)-44LS). (4.31)

Spin—orbit constants are positive for less-than-half-filled shells and negative for more-
than-half-filled shells (inverted multiplets). They vanish for half-filled shells, ¢ =2/+ 1.
The fine-structure splitting of an (np)” configuration is illustrated in Fig. 4.1; spin—orbit
interaction occurs only in the Hund’s rule ground term, *P, in this configuration.
The order of the terms would be the same in an (np)* configuration, but the order of the
fine-structure levels would be inverted.

4.3 Crystal potential
4.3.1 Point-ion crystal-potential expansion

The effect of the crystalline environment is represented by an electrostatic potential
which satisfies the Laplace equation except at the positions of surrounding ions. Within
the first shell of ions, the crystal potential term in Eq. (4.1) can be expanded in spherical
harmonics in the form

o k
Ver) =Y > Birkv (8, ¢). (4.32)

k=0 =k

Although this potential expansion involves an infinite sum, the only terms with non-
vanishing matrix elements in an /7 configuration are those with even values of k <2/
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In the point-ion approximationin which the charge distribution of surrounding ions is
represented by an array of point charges, the coefficients in Eq. (4.32) are given by

_ 4req, 7 .
B = Xa: (2k + 1)4meorks] Y (0os a)"s (4.33)

where the sum is over point ions « with charge ¢,. In practice, the point-ion approxi-
mation is unreliable, and the coefficients B} are commonly treated as adjustable
parameters, appropriately restricted by symmetry. The point-ion approximation is
more reliable for electron-excess colour centres, because of their more diffuse wave-
functions. For that case, the potential expansion must be extended beyond the first shell
of ions,

0

Ve(r) = Z Z Birk + ZC,fa(rgr_k_l —rf BN Y6, ¢), (4.34)
a<

k=0 g=—k

47eq,

Cl = —— %
o (2k + 1)4ne,

Y{(8a: )" (4.35)

where Y < denotes that the sum is restricted to ions for which r, <r.

4.3.2 Operator equivalents

As noted previously, the crystal-field term in the Hamiltonian, Eq. (4.1), is roughly
comparable to the mutual electrostatic interaction of the electrons for transition-metal
ions. It is nonetheless expedient and instructive to distinguish cases where one or the
other can be considered as the dominant perturbation to a first approximation. The
strong-field approximation, appropriate when the crystal-field is dominant, is applic-
able to transition-metal complexes of the palladium and platinum groups. For many
compounds of iron-group transition-metals, the electrostatic interaction is dominant
and the crystal-field can be treated as a perturbation within each term (intermediate-
field approximation). The designation weak-field approximation is reserved for rare-
earth compounds in which the crystal-field is weaker than the spin—orbit interaction,
and can be treated as a perturbation within each fine-structure level.

In order to facilitate the evaluation of matrix elements of the crystal potential in each
of these approximations, it is convenient to exploit the replacement theorem corollary
of the Wigner—Eckart theorem, §2.4.5. The crystal potential is expressed in Eq. (4.32) as
a sum of spherical tensor operators Vi,(r) = BIr¥Y (8, ¢), which are homogeneous
polynomials in the components of r. One can generate a corresponding tensor operator
T;4(K), where K is an angular momentum operator, by repeated application of the
scalar operator K - V [Rose (1957)]:

Tio(K) = (K- V) Vi (1). (4.36)
This new tensor operator is not quite the same polynomial, however, since the com-

ponents of r commute with one another but the components of K do not. The utility
of this transformation lies in the fact that matrix elements of Ty, (K) and V,(r) are
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Table 4.1. Selected polynomials, operator equivalents and conversion
Sactors, after Stevens (1952) and Abragam and Bleaney (1970, 1986)

Polynomials

PY(r) =3z2 -2

P)(r) = 35z — 30r%z% + 3r*

P3(r) = xz(x? - 3y?)

Pi(r) = x* — 6x2p% + y*

Operator equivalents
O)(K)=3K2-K(K+1)

0J(K) = 35K} — 30K(K + 1)K? +25K? — 6K(K + 1) + 3K*(K + 1)
03(K) =1 [K:(K2 + K3) + (K2 + K)K;]
0;(K) =1(ki +K?%)

Conversion factors

1 5
A°=—\/:B°
2 m 8 2
Agz;ﬂgg

V2r 16
I 3\/%33
4 m 4 4
A4=L3\/§B4
4 \/2_7l' 8 4

proportional in a | KM() representation, and that the former are much easier to eval-
uate. The angular momentum operator K can be identified with 1 in the strong-field
approximation, with L in the intermediate-field approximation and with J in the weak-
field approximation. It remains only to determine the constants of proportionality in
each case.

Conventional operator equivalents O//(K) are derived instead from real polynomials
P(r), which are proportional to r*[Y{(6, ¢) + Y} (8, ¢)"] but have the smallest integral
coefficients [Stevens (1952)]. The crystal potential can be written in terms of these
polynomials as

© k

Ve(r) =Y > AIPA(r). (4.37)

k=0 g=0

The polynomials P{(r) and Of(K) are tabulated by Abragam and Bleaney (1970,
1986), together with the constants of proportionality between them, as well as con-
version factors relating coefficients 47 and B/. Selected examples are listed in Table 4.1.

The constants of proportionality between the polynomials and their operator
equivalents are defined by

Pi(r) = (r"), (Klla| K)O} (K), (4.38a)

(r*y, = /oo Puy(r)*rFar. (4.38b)
0
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With the conventional notation a, = a, a4 = 3 and a¢ =+, some explicit formulas for
reduced matrix elements are

(Nalil) = a-n@+3)’ (4.39)
WA = Gr—ar= 3)6(21 @) (4.39)
Nl = Gr—par—na = 5_)2((2)1 AL+ (4.35¢)
and, for a Hund’s rule ground term,
(LlallL)y = F @ _21()2(122 3—):2SI), —5 (4.39d)
LIAID) = (Lol 3B DU+ =70 =28)(1+1~25)] w390)

220 - 32+ 5L-1)(2L-3)

where the upper sign in Eq. (4.39d) applies for a less-than-half-filled shell, and the lower
sign for a more-than-half-filled shell.

4.3.3 Explicit formulas for crystal-potential matrix elements

An alternative approach to the evaluation of crystal-potential matrix elements relies
directly on the Wigner—Eckart theorem, Eq. (2.63), rather than on its replacement-
theorem corollary [Judd (1963), Wybourne (1965)]. Within an /¢ configuration, com-
ponents of the crystal potential can be expressed in terms of unit tensor operators
defined by Egs. (4.22),

Vig(r) = BI(rk), (1l Vil yul®, (4.40a)

2k +1)(20+1)

Yy = (-1 in

(k00| 10). (4.40b)
In the strong-field approximation, the required matrix elements are then given by

(nimmg| Vg | Bnlmim) = BE(r®),, (| Yell1) (e q| by ) mm - (4.41)
In the intermediate-field approximation, they are given by

Z Vig(i)

= BI(r*) (Il Ye ) (o LS|UR | B/ L'S (LM g\ LML) bpgre,,  (4:42)

<l‘1aLSM Mg

zqa'L's'M'LM's>

where the reduced matrix element of U® is given by Eq. (4.23). Finally, in the weak-
field approximation, they are given by

> Vigli)

= BI(r ) (U Yl (FaLST U o/ LS T ) (T kM) qlTM)), (4.43)

<l‘1aLSJMJ

zqa'L's'J'M',>
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where the doubly reduced matrix element of U® can be evaluated with the help of the
generalized projection theorem, Eq. (2.69),

(FaLST|UP|\Ha/L'S'T)
= 655 (—1)S* L~ JQL+ )27 + YW(L'J'LT; Sk)(HaLS|U¥|Md/L'S).  (4.44)

4.3.4 Dominant symmetry

The crystal-potential term in the Hamiltonian entails a reduction in symmetry from the
full rotation group to one of the crystallographic point groups. For most transition-
metal and rare-earth complexes of interest, it is useful to recognize a dominant sym-
metry determined by the coordination. The dominant symmetry for both octahedral
(six-fold) and cubic (eight-fold) coordination is described by point group Oy, the group
of proper rotations which leave an octahedron or a cube invariant, and that for tet-
rahedral (four-fold) coordination, by point group Ty, the group of proper and
improper rotations which leave a tetrahedron invariant. A procedure is then adopted
which greatly diminishes the complexity of the problem. The crystal-field is divided into
two parts, a dominant-symmetry part and a part of lower symmetry. The dominant-
symmetry part is first treated by degenerate perturbation theory within the appropriate
free-ion level, and the lower-symmetry part, which reflects the extended crystal
structure, is subsequently treated as a perturbation within each dominant-symmetry
level.

The dominant crystal field splits each free-ion level into a set of crystal-field levels
whose number and degeneracies are determined both by the point-group irreducible
representations contained in the subduced representation of the full rotation group
(§2.5.3) and by the effects of time-reversal invariance (§2.5.4). The numbers of crystal-
field levels for each value of J are listed for all of the crystallographic point groups in
Tables 2.19 and 2.20.

Subduced representations also constrain the crystal potential. As an example,
consider the form of the crystal potential for cubic or octahedral coordination. Since
the crystal potential must transform as the identity representation, Ay, of O, its
expansion in spherical harmonics, Eq. (4.32), can include only linear combinations of
spherical harmonics which transform as bases for that representation. Itis evident from
the rotation group compatibility table for the octahedral group, Table 2.12, that there
1s one such combination for /=0, one for J =4 and one for J = 6. The J=0 term in the
potential expansion, which is spherically symmetrical and shifts all energy levels
equally, is of little interest for transition-metal and rare-earth complexes, but is the
dominant term for colour centres. Only the J=4 term contributes to the cubic or
octahedral crystal-field splitting in transition-metal complexes and only the J=4 and
J = 6 terms contribute in rare-earth complexes. The corresponding symmetry-adapted
combinations of spherical harmonics are:

76,6+ [120.6)+ T(0.6) (4452)
Y§(6,¢) — v [Y5(6,9) + Y546, 9)] (4.45b)

2
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The full rotation group compatibility table for the tetrahedral group T is listed in
Table 2.13. Since the spherical harmonics which appear in the potential expansion,
Y26, ), have parity (=1)%, only even-parity subduced representations with even
values of J< 6 have non-vanishing matrix elements in an /¢ configuration. Conse-
quently, the same symmetry-adapted combinations of spherical harmonics, Eqs. (4.45),
appear in the potential expansion for tetrahedral coordination. The odd parity com-
bination for J = 3 is not without effect, however. Although it makes no contribution to
the crystal-field splitting within the ground configuration, it can mix wavefunctions of
opposite parity (configuration mixing), and so relax the selection rule which forbids
optical transitions within a single configuration. This point is discussed further in
Chapter 5.

The fine-structure levels of rare-earth ions with an odd number of 4f electrons pre-
sent a special case. They are labeled by half-integral values of J, corresponding to
double-valued irreducible representations of the rotation group which are single-
valued irreducible representations of the unitary, unimodular group SU(2). The
crystal-field levels derived from each fine-structure level are then labeled by the irre-
ducible representations of the double point group contained in the subduced repre-
sentation of SU(2). The characters of the additional representations of the double
point groups O* and T; are listed in Table 2.14, and the rotation-group compatibility
tables are displayed in Tables 2.15 and 2.16. Time-reversal invariance ensures at least
double degeneracy (Kramers degeneracy) of crystal-field levels derived from fine-
structure levels with half-integral J, as discussed in §2.5.4 and indicated in Tables 2.19
and 2.20.

4.4 Transition metals
4.4.1 Free-ion energy levels

Transition-metal ions are characterized by ground configurations with open nd shells,
where the principal quantum number n equals 3 for the iron group, 4 for the palladium
group and 5 for the platinum group. The three groups are essentially similar except that
the relative strength of the spin—orbit interaction increases rapidly with . In this sec-
tion it is assumed that the fine-structure splitting is small compared with the term
separation, an assumption which is most appropriate for the iron group. Term energies
for d? configurations were derived by Racah (1942), who found it expedient to intro-
duce the following linear combinations of Slater integrals (Racah parameters):

A=F°—F*%)9, (4.46a)
B=(9F? - 5F*%)/441, (4.46b)
C =5F*/63. (4.46¢)

Term energies for d? and d° configurations, expressed in terms of Racah parameters,
are listed in Table 4.2.

Since all of the terms within each configuration have the same dependence on 4, that
parameter contributes nothing to the term separations and it is feasible to plot the
relative term energies in units of C as functions of B/C [Griffith (1961)]. One can then fit
the free-ion parameters B and C by matching the term energies inferred from optical
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Table 4.2. Term energies of d? configurations. (After
Racah (1942))

d2

E(S)=A+14B+7C

ECP)=A+1B

E(D)=A4-3B+2C

ECF)=A—-8B

E(G)=A+4B+2C

d3

E(P)=34-6B+3C

E(*P)=34

E(*D) =34+ 5B+5C+ 19382 + 8BC + 4C?
ECF)=344+9B+3C

E(*F)=34-15B

E(G)=34-11B+3C

E(H)=34-6B+3C

d4

E('S) = 64 + 10B + 10C £ 2v/193B? + 8BC + 4C?
E(CP)=64—-5B+4C+1v912B2 —24BC +9C?
E('D)=64+9B+$C+1V/144B7+8BC + (7
E(’D)=64—5B+4C

E(’D)=64-21B

E(F)=6A4+6B
E(CF)=64-5B+4C+3V68B” +4BC+ C?
E('G) =64 - 5B+ C+1y/708B7 — 12BC + 9C2
E(’G)=64—-12B+4C

ECH)=64—17B+4C

E(I)=64—15B+6C

d5

E(*S)=104-3B+8C

E(°S)=104-35B

E(*P)=104+20B+10C
E(*P)=104-28B+7C

E(’D) =104 -3B+11C+3/57B2 + 2BC + C?
E(®D')=104-4B+10C

E(*D)=104 - 18B+5C

E(*F)=104 -9B+8C
E(*F)=104-25B+10C
ECF)=104—13B+1C
E(G)=104—-13B+8C
E(G")=104+3B+10C
E(*G)=104-25B+5C
ECH)=104-22B+10C

E(CI)=104 —24B+8C

spectra. The fit is never perfect because of the neglect of configuration mixing in the
theoretical curves. The empirical parameter values depend on the ion as well as its
configuration, and are modified by its surroundings when the ion is embedded in a
solid; the latter effect is discussed more fully in Chapters 8 and 9. Free-ion empirical
values of B and C for divalent, trivalent and tetravalent iron-group transition-metal
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Table 4.3. Free-ion empirical values, in cm™", of Racah parameters and spin—-orbit constants

(after Griffith (1961), Tanabe and Sugano (1954)* and Burns (1993)**) for divalent, trivalent and
tetravalent iron-group transition-metal ions

Config. M2+ M3+ M** B C C/B ¢

3d! Ti**+ 154

v+ 248

3d? Tiz+ 718 2629 3.66 121

v+ 861 4165 4.84 209

cr* 1039 4238 4.08 327

3d? v 766 2855 3.73 167

Crit \ 918* 3850 4.19 273

Mn** 1064** 402

3d* Ccr?t 830 3430 413 230

Mn** 965* 3675 3.81 352

Fe**t 1144 4459 3.90 514

3d°® Mn?* 960 3325 3.46 347
, Fe* 1015* 4800* 473

3d*® Fe?* 1058 3901 3.69 410
Co** 1065* 5120* 481

3d’ Co** 971* 4366 4.50 533
Ni3+ 1115 5450* 4.89

3d® NiZ* 1041** 4831 4.64 649

3d° Cu?+ 1238 4659 3.76 829

ions are listed in Table 4.3. It is evident from this table that the ratio C/B has
approximately the same value, 4.5, for all of these ions. The one-electron spin—orbit
constant ( is also listed in Table 4.3.

A more complete tabulation, including other ionization states and all three transi-
tion series, is provided by Griffith (1961), together with primary references. Nearly all
of the parameters are derived from experimental data compiled by Moore (1952), but
different fitting criteria are employed with somewhat variable results.

4.4.2 One-electron configuration

For an ion with a d' configuration, e.g. Ti>*, the distinction between the strong-field
and the intermediate-field approximations disappears. The degeneracy of the free-ion
configuration is (2s + 1)(2/+ 1) =10, corresponding to the two allowed values of m;
and the five allowed values of m,. The five-fold orbital degeneracy is partially removed
by the crystal-field, to an extent which depends on its symmetry and on time-reversal
invariance, as discussed in §2.5.4. Itis evident from Tables 2.12,2.13,2.19 and 2.20 that
the 2D ground state splits into two crystal-field states, E and T>, for the case of
dominant O or T;symmetry. Real linear combinations of d-orbitals which transform
as bases for the E and T, representations of O or T are listed in Table 4.4. Combi-
nations which transform as bases for the E representation are called e orbitals, and
those which transform as bases for the T, representation, ¢, orbitals. All of the orbitals
are even under inversion. These orbitals are illustrated in Fig. 4.2.



Table 4.4. Real linear combinations of d-orbitals which transform as bases for the E and T,
representations of O or T,

Rep. Combinations of d-orbitals Polynomials
Ef r 1 Pra() Y2(6,9) 1 Paa(r)/57Am5 (322 - 1)
B  Pa0) S5 [Y0.6) + T7(0,0)] Pl TR (62 = 52)
Tst 1 2a) 11 6.0) + 77 0,0) 3 Palr) /38 Bz
Tan ) 2 1130.0) - 770,01 r3Paa(r) /3 Bz
Ty U Paulr) s [V30.6) ~ Y76.0) 12 Paa(r) /574 Bxy

@ E®

Z-Axis

X-Axis Y-Axis

) E¢

Z-Axis

X-Axis Y-Axis

Figure 4.2. Angular dependences of the real linear combinations of d-orbitals
defined in Table 4.4.(a) E9[d(z%)], (b) Ee[d(x* — y?)], (c) ToEld(p2)], (d) Ton[d(x2)]
and (e) To([d(xy)].
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Figure 4.2(c)—(e) (cont.)
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Energy

Figure 4.3. Crystal-field splitting of a free ion D term in octahedral coordination
in the intermediate field approximation. This figure applies to the ground terms of
d! and d% configurations in octahedral coordination and of d* and d % in cubic
or tetrahedral coordination. The levels are inverted for d* and d° in octahedral
coordination and for d! and d® in cubic and tetrahedral coordination.

The dominant crystal-field splitting of the ground configuration is illustrated in
Fig. 4.3 for octahedral coordination. The e-orbitals, whose lobes are directed toward
the negative ligands in octahedral coordination, have higher energy than the #,-
orbitals, while the opposite is true for cubic or tetrahedral coordination. The energy
level separation, A = E(d*,%E) — E(d 121,)= 10Dgq, can be calculated from the crystal
potential

Vs

Ver) = Bﬁr“{ T0.8)+ Y2 [Y0.0) + ;0.9 } (4.47)

derived from Egs. (4.32) and (4.45). The coefficient BJ can be calculated from Eq. (4.33)
for a point-ion model of the ligands, as illustrated in Fig. 4.4. With the assumption of
ligands of charge —e at a distance a from the transition-metal ion, it is given by

- (560

for octahedral coordination, and by

= (5)"(6) )

A

()

Figure 4.4. Point-ion ligand model for dominant crystal-field splitting in (a)
octahedral, (b) cubic and (c) tetrahedral coordination.
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for cubic coordination. The value for tetrahedral coordination is just half of that for
cubic coordination. The expression for the crystal potential in terms of operator
equivalents which corresponds to Eq. (4.47) is

Ve(l) = 45(r*)5, (1B [03() + 505 (). (4.49)

The expectation value of V(1) can be evaluated in one crystal-field state, say E, with
the help of Table 4.1, to find the crystal-field splitting. The resulting expressions are

a=(3) () (4.50a)
T \3/ \4repd® "3 ~va
for octahedral coordination, and
40 e? 4
A= _(ﬁ) (471'60115) hsa (4500

for cubic coordination. As noted previously, the point-ion approximation is unreliable,
and the strength of the crystal-field is ordinarily treated as an adjustable parameter. In
that case, it is really the combination 43(r*),, in Eq. (4.49) which is adjustable, since the
3d-atomic orbitals are modified in the solid. Further discussion of this point is deferred
to Chapter 8.

4.4.3 Intermediate-field approximation

In the intermediate-field approximation, the crystal potential is treated as a small
perturbation within each term of a d? configuration. In the present section, we will
consider only octahedral or cubic symmetry and restrict consideration to the Hund’s
rule ground terms, which are listed in Table 4.5 together with the irreducible repre-
sentations of point group Oy, contained in their respective subduced representations.

Since the ®S term is not orbitally degenerate, there are really only two distinct cases of
interest: a D term, already considered in the d! configuration, and an F term. For
configurations with more than one electron, the crystal potential can be written in the
form

Ve(L) = A3(r*)(LIIBIIL) [09 (L) + 508 (L)], (4.51)

where the coefficient (L||8]||L} is given by Egs. (4.39d) and (4.3%¢). It is evident from
these equations that the crystal-field levels are inverted for Hund’s rule ground terms of
conjugate configurations, d? and d>®*V~9. They are also inverted for Hund’s rule

Table 4.5. Hund’s rule ground terms of d? configurations and representations of the octahedral
group contained in their subduced representations

Configuration dl, d° d?, dt a3, d’ d*, d¢ d’

Ground term ’p ’F ‘F D s
reps. of O E,+ Ty Ajg+Tig+ Ty Aig+Tig+ Ty E,+ Ty Ay,
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Table 4.6. Symmetry-adapted
combinations of eigenkets |LMp),
with L=3, which transform as
bases for irreducible representa-
tions of Oy,

[2) = 55132) - 13- 2)

IT11) = - 353 - 3) - 25 31)
|710) = |30)

ITi - 1) =-533) - 253 - 1)
1T21) = - 23 33) + 253 - 1)
|T20) = J5132) + 513 - 2)

T2 - 1) = =223 -3) +2531)

ground terms of configurations d? and d %+~ for ¢ < 5, for which all of the spins are
parallel. These results are to be expected, since the interactions of electrons and holes
with the crystal-field have opposite signs. Thus the only new case is presented by the d°
configuration with a *F ground term.

Symmetry-adapted combinations of eigenkets |LM ) which transform as bases for
irreducible representations of O, are listed in Table 4.6 for L=3. The complex
representations 7(1,0,—1) and T(1,0, —1) in this table are related, respectively, to
equivalent real representations T;(«, 3, v) and T»>(€, 7, {) by the unitary transformation

1

0
il (4.52)
0

~ O
)
- =%

V2 V2

The matrix of the crystal-potential operator, V (L), is a constant matrix within each
representation, and the energy differences of the crystal-field levels are

E(d*34;) — E(d**T;) = A = 10Dg, (4.53a)
4
E(d%*Ty) - E(d*’T)) = sA=8Dqg. (4.53b)

Crystal-field splitting of the *F Hund’s rule ground term for the d? configuration in
octahedral coordination is illustrated in Fig. 4.5. This figure applies as well to the *F
ground term of configuration d’ in octahedral coordination and to the *F and *F
ground terms of the d> and d® configurations, respectively, in cubic or tetrahedral
coordination. The levels are inverted for the d° and d® configurations in octahedral
coordination and the d? and d” configurations in cubic or tetrahedral coordination.
Similarly, Fig. 4.3 applies not only to the 2D ground term of the d' configura-
tion in octahedral coordination, but also to the >D ground term of the d° configuration
in octahedral coordination and to the *D and 2D ground terms of the d* and d°
configurations, respectively, in cubic or tetrahedral coordination. The levels are
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A2
A =10Dq
&
& i
F
(4/5)A = 8Dq
T 1

Figure 4.5. Crystal-field splitting of a free ion F term in octahedral coordination
in the intermediate field approximation. This figure applies to the ground terms of
d? and d” configurations in octahedral coordination and of d and d® in cubic
and tetrahedral coordination. The levels are inverted for d> and d® in octahedral
coordination and for d” and d” in cubic and tetrahedral coordination.

inverted for the d* and d° configurations in octahedral coordination and the d* and d°
configurations in cubic or tetrahedral coordination. Although crystal-field levels
derived from the Hund’s rule ground term are of special interest in paramagnetic
resonance [Abragam and Bleaney (1970, 1986)], they provide at best an incomplete
description of optical properties of iron-group transition-metal complexes.

4.4.4 Strong-field approximation

The strong-field approximation proceeds from the assumption that the crystal
potential exceeds the mutual electrostatic interaction of the electrons. In the strong-
field limit, a free-ion configuration d? is split by the dominant crystal-field into
strong-field configurations ¢Je™, with energies given by

E(tfe™) = (— %n + %m) A = (—4n+ 6m)Dgq, (4.54)
where n+m=gq. The configuration of lowest energy is predicted to be that with the
most electrons in the lower energy level, which is the ¢, level for octahedral coordination
and the e level for cubic or tetrahedral coordination. As a consequence, the total spin S
in the ground state is predicted to be less than maximum for values of ¢ between 4 and 7
in octahedral coordination and between 3 and 6 in cubic and tetrahedral coordination,
contrary to Hund’s rule for the free ion. The distinction between high and low spin
states is illustrated in Fig. 4.6.

Each strong-field configuration is split into crystal-field terms by the electrostatic
interaction, which may be treated by degenerate, first-order perturbation theory.
The number of possible terms and their symmetry designations are determined by
successive reductions of the Kronecker product representation. The irreducible
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Energy

high spin

low spin

Figure 4.6. Illustration of the distinction between high and low spin states of a 4*
configuration, reflecting competition between exchange interaction and crystal-
field splitting.

Energy

Figure 4.7. Energy levels in the strong-field approximation arising from a d2
configuration in octahedral coordination.

representations of point-groups O and T, contained in each Kronecker product
representation are displayed in Table 2.21

For example, the terms in a #,e configuration are found from the reduction of the
Kronecker product representation T x E= T + T, each representation appearing as
both a singlet and a triplet; thus the terms are !Ty,'7>,37),3T,. However, anti-
symmetry imposes restrictions in the case of equivalent electrons, e.g. a £} configura-
tion, so the actual number of terms is less than reduction of the Kronecker product
would suggest. The energy levels in the strong-field approximation for a d? config-
uration in octahedral coordination are illustrated in Fig. 4.7.
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4.4.5 Tanabe-Sugano theory

Crystal-field theory was developed in the strong-field representation by Tanabe and
Sugano (1954) and was presented in detail by Sugano, Tanabe and Kamimura (1970).
It is actually an intermediate coupling theory, since it includes matrix elements of the
electrostatic interaction between strong-field configurations, but it contains the strong-
field approximation as a limiting case.

Although it is feasible to define coefficients of fractional parentage for many-
electron wavefunctions which transform as bases for point group representations
[Griffith (1961)], Tanabe and Sugano construct symmetry-adapted linear combin-
ations of Slater determinants instead. For example, an antisymmetric, symmetry-
adapted basis function for terms of the #e¢ configuration can be constructed as
follows:

|t2eT'SMr M) = Z Z Z Z\/Lidet |d(t2vims1 ) plevamsy)}

Y1 Y2 Mg mg

11
x (nen M) (3 smamalsMs ). (453

where I' denotes either T; or T, and the rows of the coupled representation are labeled
by Mr. A three-electron basis function can be constructed by coupling an additional
spin-orbital, and subsequently applying the antisymmetrizer, =, defined by Eq. (4.9b).
Duplicated terms in this method are distinguished by their parent terms. A compli-
cation arises when two or more orbitals transform as bases for the same irreducible
representation. Then some Slater determinants vanish and others are equal within a
sign. Some potential terms are thereby eliminated, and basis functions for the surviving
terms must be renormalized.

Matrix elements of the electrostatic interaction were calculated with these
many-electron wavefunctions, including off-diagonal elements not only between
duplicated terms of the same strong-field configuration, but also between strong-field

Table 4.7. Matrix elements of the coulomb interaction for a d* configur-
ation in the strong-field representation [Sugano et al. (1970)]

Strong-field term Matrices of the Coulomb interaction

(free-ion terms)

L4,('G,18) :2% 10B4+5C V6(2B+C)

V6(2B+C) 8B+4C

2(B _

lglp 1 2 +2C -2V3B

ECD,"G) & <—2¢§B 2C )

1 p 1 2 (B+2C 2V3B

(D, 'G) tze< 2/3B 2C

3 B 3 2 (-5B 6B

TCF’P) tze<6B 4B

T('G) e (4B+2C)

3(F) 1,¢ (~8B)

34,CF) e* (-8B)
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configurations, as shown in Table 4.7 for the d? configuration. Energy levels in inter-
mediate coupling were then obtained by diagonalizing the combined matrices of the
electrostatic interaction and of the crystal-field, Eq. (4.54), which is diagonal in this
representation. Eigenvectors provide the expansion coefficients for expressing eigen-
functions in terms of the constructed many-electron functions. Matrix elements of the
electrostatic interaction are the same for conjugate configurations (corresponding
states) and tfe™ and 1$~"¢*~™, since the coulomb interaction of two holes is the same as
that of two electrons, but the signs of the crystal-field matrix elements are reversed.
Energy levels for the d 2 configuration are listed in Table 4.8 as functions of the octa-
hedral crystal-field parameter A(=10Dg) and the Racah parameters B and C. This
table also applies to the d® configuration with the sign of A reversed. Since larger
matrices are involved in the remaining many-electron configurations, they must be
diagonalized numerically; the resulting energy levels are plotted in units of Racah
parameter B as functions of Dg/B for fixed values of C/B (Tanabe—Sugano diagrams)
for several d7 configurations in Fig. 4.8. The ground-state energy is taken as the zero of
energy in these energy-level diagrams; thus the diagram for the d’ configuration
exhibits discontinuous slopes where the lowest energy levels cross, marking the tran-
sition between high and low spin states.

4.4.6 Spin—orbit interaction

The crystal-field levels are further split into fine-structure levels, which can be deter-
mined to a good approximation by treating the spin—orbit interaction as a small per-
turbation within each crystal-field level. In the intermediate-field approximation, L and
S are good quantum numbers and it follows readily from Eqs. (4.27) that the spin—orbit
constant in the Hund’s rule ground term of an /¢ configuration is

Gu

ML §) = %575,

(4.56)
where the + sign applies for a less-than-half-filled shell, and the — sign for a more-
than-half-filled shell. Matrix elements of the orbital angular momentum operator, L,

Table 4.8. Energy levels of a d* configuration as a function of the octahedral
crystal-field parameter A (= 10Dq) and the Racah parameters B and C. The energy
levels of the d® configuration are the same except that A is replaced by —A

Strong-field term (free-ion terms) Term energies

14,(G,1S) A+9B+§C+/(A-B-}C)+6(2B + C)
'E('D, 'G) A+1B+2C+4/(A-1B) +12B?
IT3('D,'G) IA+1B+2C+/5(A~ B +12B2
3Ty(CF,*P) 1A-1B+ /LA +9B)" + 368
'T('G) A+4B+2C

3T,CF) A -8B

34,(°F) 2A -8B




E

Dq/B Dg/B

Figure 4.8. Generic Tanabe—Sugano energy level diagram for d7 configurations in
octahedral coordination with y= C/B=4.5. All energy levels are shown for d>
and d3, but only selected levels, including the lowest level for each irreducible
representation, are shown for the remaining configurations. (Continued overleaf.)
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Dqg/B

Figure 4.8. (cont.)

vanish in 4, and E states; accordingly, the orbital angular momentum is quenched, and
there is no fine-structure splitting in first-order. In the three-dimensional 77 and T3
representations, matrix elements of L are proportional to those of a fictitious angular
momentum operator, I, in an |ilh) representation, where I=1. Accordingly, the fine-
structure levels are given in first-order by

E(J)=aiMLSJIT +1) =il +1) - S(S+1)), (4.57)

where/ + S > J > |[ — S|. The constant of proportionality o has the values —1 fora T,
level in a D term, —3/2 for a T level in an F term and +1/2 for a T3 level in an Fterm.
A complete description of fine structure splitting within an entire 7 configuration in
a dominant-symmetry crystal-field entails evaluation of both diagonal and off-diag-
onal matrix elements of the spin—orbit interaction, not only between crystal-field terms
but also between strong-field configurations. These matrix elements can be evaluated
by application of the Wigner-Eckart theorem; for point group O}, they are given by

(15e™TSyMs| Y E(ri)lysilty ™ TSy My)
= (28 + D(d0)] " (3e" TS| V(1T ™ T'S' )T |T'y Ti7)(SMs|S'Milg),  (4.58)
where ¢=0,+1 and 9 = a, 3,~. Since the spin—-orbit interaction is a one-electron

operator, reduced matrix elements of the double tensor operator V,5(17;) can be
expressed in terms of one-electron reduced matrix elements,

(L2e™TS|V(1Ty)||ti e 'S’y =0 for |k| > 2, (4.59a)

(e TS| V(T '™ T'S") = Colnallv(1T1)lle), (4.59b)
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(L2 TS|V (1T))||£2e™T'S") = Cy{tallv(1 ) 122), (4.59)
(L|v(1Th)lle) = —3V2iCna, (4.59d)
(|lv(1T)|82) = 3iGua- (4.59%)

Values of the numerical constants Cy and C,, calculated from symmetry-adapted
many-electron basis functions, are tabulated by Sugano, Tanabe and Kamimura
(1970). The values for a d* configuration are listed in Table 4.9. Off-diagonal matrix
elements of the spin—orbit interaction for which 8’ # S mediate states of mixed multi-
plicity, which are essential for explaining the occurrence of spin-forbidden transitions
such as the ruby R-lines.

Table 4.9. Spin—orbit parameters Cy and C, for a d* configuration [Sugano et al. (1970)]

_ {BSTIV(T)||5S'T")
1 {2]v(170)|22)

ST\S'T” 14, 3T, g 1T,
'4, -V2/V3

i, v2/V3 -1 -1/V3 -1/v2
g 1/V3

', 1/v2

(LeST||V(1T))||02eS'T")

O =T Tl
ST\ST T 3T, T 1T,
3T, Vv3/2 —1/2 V3/2v2 i
4 ~1/2V2 V323
1T2 _\/5/2\/5 1/2\/5
o — BSTIV(T))||eST')
’ (v (AT)le)
ST\ST' ' 3T, 17, 1T,
lA1 1/\/5
E W V3V 112 V32
E V2/V3
i 12 vipe
Co = (2eST||V(1T))||€2ST")
’ (lv(IT)]le)
ST\S'T' 4, ) =
3T1 _1/\/5 _l/ﬁ
3T2 1 l/ﬁ
lT'1

't -1/v2
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4.4.7 Lower symmetry fields

Crystal-field components of lower than cubic or tetrahedral symmetry are treated
as small perturbations within each level in the dominant-symmetry approximation.
These fields arise from the crystalline environment beyond the ligands, either directly
from the charge distribution of more remote ions or indirectly through distortion of
ligand positions. They effect a reduction in symmetry from the dominant-symmetry
point group, O, or T, to one of their respective subgroups. We will restrict con-
sideration to fields of axial symmetry. The operator-equivalent crystal potential for
a tetragonal field, e.g., point group Ca,, Table 2.22, becomes

Ve(K) = A3(r*)3,(K|BIK) [0}(K) + 50§ (K)]
+ AYr?)34 (K| K)OY(K) + 645(r*),,(K|BIK) O5(K), (4.60)

where K is replaced by L in the intermediate-field approximation and by lin the strong-
field approximation. The first term on the right-hand side of Eq. (4.60) is the dominant
symmetry part of the crystal potential, characterized by a single parameter. Two
additional parameters are required to characterize the tetragonal part of the crystal
potential, whose diagonal matrix elements in a symmetry-adapted basis determine the
additional energy-level splitting.

In the case of a trigonal distortion of the crystal-field, e.g., point group Cs, Table
2.18, it is expedient to reorient the coordinate axes so that the z-axis is parallel to a body
diagonal of the cube or perpendicular to a triangular face of the octahedron. The
operator-equivalent crystal potential then takes the form

Vo(K) = 45 (r*):4(KIBIK) [ 03(K) + 20V20} (K) |

+ 47 (r*)30(K|a|K) O3 (K) + 645 (r*)34(K|BIK) O}(K), (4.61a)
AY = - %Aﬂ. (4.61b)

An example of trigonal distortion in octahedral coordination is the aluminum site in
corundum, aAl,Os, described in §3.3.1 and illustrated in Figs. 2.5b and 3.1b. Two
important laser materials based on this host mineral are Ti-sapphire (Ti>* : ALLO3) and
ruby (Cr®* : AL, Os), with ' and d° configurations, respectively.

In general, low symmetry components of the crystal-field are comparable in strength
with the spin—orbit interaction, so these two perturbations must be considered
simultaneously in a complete description of the fine structure. Examples are presented
in Chapter 5.

4.4.8 Empirical parameters

Typical values of the crystal-field splitting parameter A = 10 Dq range from 10000 to
20000 cm ™~ for octahedral complexes of iron-group transition-metals, and increase by
one-third to one-half for each subsequent transition series. Values of A depend on a
number of variables, including the number of d electrons, the ionization state of the
transition-metal ion, the ligand charge and distance, and the nature of the ligand. As
noted previously, the point-ion model is not quantitatively reliable; accordingly,
empirical rules have been developed for both cations and anions [Burns (1993)] called
spectrochemical series.
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The Racah parameter B is invariably diminished from its free-ion value when a
transition-metal ion is incorporated in a crystal, while the ratio C/B is approximately
preserved. The nephelauxetic (cloud-expanding) ratio, 5= B/B,, is a measure of the
strength of covalent bonding. Nephelauxetic series have been developed for both
cations and anions, analogous to but different from the spectrochemical series.

The spectrochemical and nephelauxetic series, which are presented in §9.6.2 and
§9.6.3, respectively, provide qualitative guidance, but have limited predictive cap-
ability. Ultimately, one must fit Racah parameters B and C and the crystal-field
splitting parameter A to optical spectra for each transition-metal complex in each host
crystal. Empirical values of Racah parameters, spin—orbit constants and crystal-field
parameters have been compiled by Morrison (1992) for transition-metal complexesin a
number of ionic crystals of potential interest as laser materials. Crystal-field energy
levels of transition-metal ions in laser materials have been compiled by Kaminskii
(1996).

4.5 Rare earths
4.5.1 Free-ion energy levels

Rare-earth ions are characterized by ground configurations with an open 4f shell.
Electrostatic matrix elements for f? configurations are tabulated by Nielson and
Koster (1963) in terms of linear combinations, E k of Slater integrals, F k introduced
by Racah (1949),

E®=F®_2F%/45 - F*/33 — 50F%/1287, (4.62a)
E' = 14F%/405 + TF* /297 + 350F¢/11 583, (4.62b)
E?=F?)2025 — F*/3267 + 175F%/1656 369, (4.62¢)
E®=F?/13542F%/1089 — 175F¢/42471. (4.62d)

There are no off-diagonal electrostatic matrix elements between terms which differ in L
or S. However, since there are as many as ten duplicated terms in some configurations,
it is no longer feasible to derive explicit expressions for term energies as was done for
transition metals. In addition, it is essential to include off-diagonal matrix elements of
the spin—orbit interaction between terms. These matrix elements can be calculated by
means of Eq. (4.29)inan L, S, J, M ;basisin terms of tabulated reduced matrix elements
of VI [Nielson and Koster (1963)]. The procedure is then to diagonalize numerically
the combined electrostatic and spin—orbit matrices within the entire ground config-
uration, and to adjust the Racah parameters, E k and the spin—orbit constant, {, for a

least-squares fit to free-ion optical data.
Alternative reduced Slater integrals, F, introduced by Condon and Shortley (1935)

to eliminate large denominators, are related to F* and E* by

Fo=F%=(7E° +9E")/7, (4.63a)

F, = F?/225 = (E' + 143E* + 11E%) /42, (4.63b)

Fy = F*/1089 = (E' — 130E% + 4E3)/77, (4.63c)

Fe = F5(25/184041) = (E' +35E? — 7E3)/462, (4.63d)
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Table 4.10. Empirical values, in cm™", of Racah parameters and spin—orbit
constants for trivalent rare-earth ions in LaCls (after Hiifner (1978))

Conﬁg. Ion F2 F4 F5 C

41! ce*t — — — 625
412 Pr3* 304 459 4.45 744
413 Nd*+ 319 479 4.82 880
414 Pm** 337 49.9 5.27 1022
4f° Sm>+ 347 522 5.45 1168
41" Eu*t 375 55.4 5.65 1331
af7 Gd*t 379 55.5 6.09 1513
418 Tb>* 405 59.1 5.83 1707
4f° Dy** 412 60.3 6.19 1920
4110 Ho’* 424 61.7 6.35 2137
41 Er** 436 64.0 6.67 2370
4f12 Tm3+ . _ _ .

4f13 Yb3+ _ . . _

The parameter Fy makes no contribution to splitting of the ground configuration.
Values of F;, F,, F5 and (, optimized to fit optical spectra, are listed in Table 4.10 for
trivalent rare-earth ions in LaCl;. A number of unlisted additional parameters,
representing higher order free-ion interactions as well as the crystal-field, were opti-
mized simultaneously to ensure a precise fit. A total of nineteen free-ion parameters was
employed.

The free-ion energy level structures of rare-earth ions are, in general, much more
complex than those of transition-metal ions; they are relatively simple only for the 4 1,
4f%,4f 2 and 4113 configurations. Configuration 4 f*, exemplified by Ce**, has only a
single term, splitinto two fine-structure levels, ’F, 52,772 Configuration 4 f 2 exemplified
by Pr**, has the following thirteen fine-structure levels: 180,3 Py 12,1 D2,3F3 34,1 Gy,
3H4,5,6, !Is. The fine-structure levels are labeled not only by their J values, but also,
conventionally, by the values of L and S which would be appropriate in the limit of
vanishing spin—orbit interaction. The complementary configurations 4> and 4f 12
have the same multiplet structures as 4" and 42, respectively, but inverted fine
structure.

4.5.2 Crystal-field splitting of fine-structure levels

The free-ion parameters for rare-earth ions have a relatively invariant significance, in
contrast with those for transition-metal ions, since they are nearly the same as empirical
parameters derived for rare-earth ions in aqueous solution and in various ionic host
crystals. Thus the parameter values listed in Table 4.10 provide a nearly complete set,
for illustrative purposes, of those which have approximate universal applicability.
Crystal-field splitting of fine-structure levels is only of the order of 100-500cm ™ in
rare-earth complexes. Accordingly, it is useful to present an energy-level diagram, due
to Dieke (1968), for all fourteen trivalent rare-earth ions in LaCls, reproduced in
Fig. 4.9. Crystal-field splitting is unresolved, but its extent is indicated by the width of
the line representing each fine-structure level. Crystal-field split rare-earth energy levels
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Figure 4.9. Dicke diagram for trivalent rare-earth ions in LaCl;. The width of
each level is a measure of its crystal-field splitting [after Henderson and Imbusch

(1989)].
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in a number of host crystals of interest in laser applications have been tabulated by
Kaminskii (1996).

The numbers of the crystal-field levels derived from each fine-structure level,
determined by the point symmetry at the site of the rare-earth ion, are listed in Tables
2.19 and 2.20. The concept of a dominant symmetry is less useful for rare-earth ions
than for transition-metal ions. The symmetry-allowed crystal-field parameters
Al (r*) 4 arefitted to as many crystal-field levels ascan beidentified. Ideally, the crystal-
field parameters are fitted simultaneously with the Racah parameters, spin—orbit
constant and higher-order corrections.

Rare-earth ions in glass comprise an important class of laser materials. The rare-
earth sites in glass are characterized not only by a range of values of crystal-field
parameters but also by a variety of coordinations. These sites can be distinguished by
the discriminating technique of site selection spectroscopy [Weber (1981)].

4.6 Colour centres
4.6.1 F centre

Colour centres in ionic crystals are point defects in specific charge states which have
optical absorption bands in the transparent wavelength range of the host crystal,
associated with discrete energy levels in the band gap and with localized wavefunctions.
The prototype of the colour centres is the Fcentre in alkali halides, consisting of a single
electron trapped at an anion vacancy. Although a number of theoretical models of
varying sophistication have been developed for the F centre at the level of crystal-field
theory [Markham (1966), Fowler (1968a), Stoneham (1985)], the point-ion model of
Gourary and Adrian (1957) has proved highly successful in many respects.

The anion site in an alkali halide has octahedral coordination with point symmetry
Oy, in the ideal crystal. Since the F centre has a single electron and no central nucleus,
the entire Hamiltonian in the point-ion approximation, neglecting weak spin—orbit
interaction mediated by neighbour ions, is simply

h2

H:——V2+V() (4.64)
where the crystal potential V(r) is given by Eq. (4.34). In octahedral symmetry, this
potential expansion contains terms with k=0,9=0;k=4,4=0,4,k=6,4=0,4; etc.
One proceeds by invoking the variational principle and by restricting trial functions in
a single-centre expansion to s- and p-orbitals which transform, respectively, as bases for
Ajg and Ty, irreducible representations of Oy. This restriction ensures that only the
spherically symmetrical part of the crystal potential makes a non-vanishing con-
tribution to matrix elements of the Hamiltonian; in effect, it is equivalent to a dom-
inant-symmetry approximation with the full rotation group as the dominant
symmetry. The spherically symmetrical part of the crystal potential is given by

Polr) = — oM Zeqa -, (4.65)

47r50a 471'6()

where o)y is the Madelung constant and a is the nearest-neighbour distance. This
potential is plotted in Fig. 4.10 for alkali halides with rock-salt structure, for which
o =1.747565....
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Figure 4.10. Spherically symmetric component of the point-ion potential for an F
centre in an alkali halide.

The single optical absorption band associated with the F centre (F band) is identified
with an electric-dipole allowed transition between the 4, (1s) ground state and the 77,
(2p) excited state. It can be seen that the spherically symmetrical part of the point-ion
potential shown in Fig. 4.10 bears some resemblance to a spherical square-well
potential which confines the electron to the anion vacancy; a square-well potential with
the depth and range appropriate to the F centre would support just the two bound
states cited. However, the extended portion of the point-ion potential for > a binds
additional states with diffuse wavefunctions, giving rise to additional weak absorption
bands at higher energies, the K and L bands.

The point-ion approximation is quite successful in predicting the dependence of the
transition energy on lattice parameter, as summarized by the empirical Mollwo-Ivey
relation [Ivey (1947), Dawson and Pooley (1969)],

AE = 16.8[a(4)]™"7 = 0.97[2a(nm)) 77, (4.66)

where AE is the F-band energy in electron volts, a(A4) is the nearest-neighbour distance
in Angstrom units and 2a(nm) is the lattice parameter in nanometres. This relation is
plotted in Fig. 4.11, together with measured F-band energies. However, experiments by
Buchenauer and Fitchen (1968) revealed a systematic dependence of AE on the ratio of
ionic radii as well, attributed to ion-size effects not reflected in the point-ion potential.
These ion-size effects were subsequently explained by Bartram, Stoneham and Gash
(BSG) (1968) in terms of a local model pseudopotential,

Vll)38G(r) = Vp(r) + 27 C,b(r—r,), (4.67a)

C,=A,+(E~U,)B,, (4.67b)

where 4. and B, are properties of the ions, calculated and tabulated by BSG, and U,
is the point-ion potential at the site of ion v due to the remaining ions. A pseudo-
potential replaces the kinetic energy associated with orthogonalization of the valence
wavefunction to occupied ion-core orbitals by an effective potential for use with a
smooth pseudo-wavefunction [Phillips and Kleinman (1959)]. In the original BSG
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Figure 4.11. Mollwo-Ivey relation, Eq. (4.66), and experimental F-band energies
for alkali halides [after Dawson and Pooley (1969)].

formulation, the average pseudopotential ¥ appeared in Eq. (4.67b) instead of the total
energy E, which has been used in subsequent work; they are equivalent within the
approximation of a smooth pseudo-wavefunction, but the latter is more convenient.
The point-ion potential itself has been interpreted as a crude pseudopotential [Gourary
and Fein (1962)]. Consequently, the pseudo-wavefunctions for both the point-ion and
BSG models must be used with caution in calculating properties other than transition
energies; e.g., orthogonalization to occupied core orbitals is an essential prerequisite
for calculation of transferred hyperfine interactions. A more thorough discussion of the
pseudopotential theorem is presented in §8.4.1 in the context of effective core potentials
for molecular-orbital calculations.

Lattice relaxation and polarization have a major influence on the optical properties
of F centres. In the 1s ground state, the removal of repulsive forces associated with the
missing anion is largely offset by the reduction of electron charge in the vacancy, but a
much larger relaxation occurs in the 2p excited state, resulting in very diffuse wave-
functions and a crossing of 2s and 2p energy levels [Bogan and Fitchen (1970), Ham and
Grevsmiihl (1973)]. Competing models for the F centre which emphasize polarization
effects include continuum and semi-continuum models. In the simplest form of the
continuum model, the anion vacancy is represented by a point positive charge
embedded in a dielectric continuum with dielectric constant K, and the electron is
assigned an effective mass m*. The Hamiltonian is that for a hydrogen atom with scaled
wavefunctions and energy levels,

h2

H=-—V? e

2m*~ (4neo)Kr’ (4.68)
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and either m* or Kis adjusted to make the energy difference between the 1sand 2p states
equal to the F-band energy,

3(m*/m)

AE=—713

Ry. (4.69)

Refinements of the continuum model include polarization by the electron charge-
density distribution [Simpson (1949)] and explicit coupling to vibrational modes [Pekar
(1954)]. Although the continuum model is appropriate for shallow donor states in
semiconductors [Kohn (1957)), it is manifestly inconsistent for F centres, since it pre-
dicts that 90% of the ground-state electronic charge is contained in a sphere whose
radius is the nearest-neighbour distance; nevertheless, it remains popular by virtue of
its simplicity. The semi-continuum model, which combines a spherical cavity in the
dielectric continuum with a Coulomb-potential tail, provides a much more realistic
representation of the F centre [Simpson (1949), Krumhansl and Schwartz (1953)].

4.6.2 Laser-active colour centres

Colour centres in alkali halides have been exploited successfully in tunable, optically
pumped infrared lasers in the wavelength range 0.8—4 um. Although the F centre is the
prototype of the colour centres, it is not laser-active. Stability against ionization or
reorientation is a critical requirement of colour centres for laser applications. Colour
centres which have been employed successfully in lasers include perturbed F centres,
F-aggregate centres and TI°(1) centres [Mollenauer (1987, 1992)]. These centres are
illustrated schematically in Fig. 4.12, and their electronic structures are considered in
subsequent sections. In contrast with the F centre, these complex colour centres do not
necessarily preserve the point symmetry of their site in the host crystal.

4.6.3 Perturbed F centres

F centres in alkali halides can be stabilized by intimate association with one or two
monovalent cation impurities or with two distinct radiation-induced defects (§9.2.1),
giving rise to F4, Fp, F* and F** centres, respectively [Mollenauer (1987, 1992)]. The F 4
centre will be considered here as an example. The character table for point group Cy,,
which describes the symmetry of the F, centre, is displayed in Table 2.22, and the
compatibility table of O, with Cy, in Table 2.23. It is evident from these tables, together
with Table 2.20, that the perturbing cation impurity in the F 4 centre splits the triply
degenerate T, (2p) excited state of the F centre into a non-degenerate A4, state and a
doubly degenerate E state. The wavefunction for the 4, state is the 2p orbital oriented
in the direction of the perturbing cation, and the wavefunctions for the E state are the
two remaining 2p orbitals, with perpendicular orientations. The splitting of the excited-
state energy level is very evident in optical absorption spectra, and is typically about
0.2¢eV, or about 10% of the F-band energy [Liity (1968)].

At the level of the point-ion model in an undistorted lattice, there is no distinction
between the F centre and the F4 centre; accordingly, one must look deeper for an
explanation of the energy-level splitting. Part of the explanation may lie in differential
distortion accompanying lattice relaxation in the ground state. Since the perturbing
cation is typically smaller than the cations of the host crystal; e.g., KCl:Na*t and



130 Energy levels of ions in crystals

+ -+ -+
— + =+ =+ -

Figure 4.12. Schematic representation of the F centre and selected laser-active
colour centres in alkali halides.

KCl: Li, its displacement from the vacancy may be different and the resulting dipole
moment may give rise to an axial component of the crystal-field. However, it appears
that the dominant mechanism is an ion-size effect, which has been explained satisfac-
torily [Weber and Dick (1969), Alig (1970)] in terms of the BSG local model pseudo-
potential, Egs. (4.67).

F 4 centres are classified as type I or II, depending on the nature of their relaxed
excited states [Liity (1968)]. The relaxed excited state of the F 4(I) centre, exemplified by
KCl: Na, is similar to that of the F centre, but that of the F 4(II) centre, exemplified by
KCl: Li, exhibits a much more extreme behaviour. In the latter case, a neighbouring
anion occupies a saddle-point position leaving a split anion vacancy, as illustrated in
Fig. 4.12, with a reduction in symmetry to C,, and a pronounced reduction in optical
transition energy. The character table of point group C,, is displayed in Table 2.24, and
its compatibility table with point group O, in Table 2.23; these tables suggest, and
Table 2.20 confirms, that no orbital degeneracy remains. Only F (II) centres are laser
active.

4.64 F; centre

The F;" centre in alkali halides consists of a single electron trapped at a pair of adjacent
anion vacancies oriented along a (110) direction, with point symmetry D,;,. Although
other F-aggregate centres have been modeled successfully by a single-centre expansion
with a point-ion potential [Kern et al. (1981), DeLeo et al. (1981)], the preferred model
for the F;" centre appears to be a continuum model [Herman ez al. (1956), Aegerter and
Lity (1971)]. It exploits the exact solution for the Hy molecular ion in spheroidal
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coordinates by Bates, Ledsham and Stewart (BLS) (1953) by embedding the molecule
ionin a dielectric continuum and by adjusting the dielectric constant K and internuclear
separation rq; to fit the two absorption bands accessible from the ground state,
lso, — 2po,, 2pm,. The energy levels are calculated from the recipe

Epy = K Egy (i), (4.70a)

r2=K'Ry,, (4.70b)

where Ry, is the actual separation of the two vacancies. The effective mass ratio, m*/m,
is assumed to be unity in this model. The parameter r;, is readjusted in the relaxed
excited state to fit the energy of the emission band, 2ps, — 1s0,. With this readjusted
value, three additional bands observed in excited-state absorption in NaF and NaCl,
2po, — 3dog, 2504, 3dm,, were found in nearly the predicted energy range, but not in the
predicted order [Mollenauer (1979)].

The energy levels in the continuum model are labeled by the united-atom designa-
tion; i.e., atomic quantum numbers of the He™ ion together with irreducible repre-
sentations of D, the group of the molecule ion, for which the character table is
displayed in Table 2.25. The latter has both one- and two-dimensional representations,
whereas the exact point group, D, has only one-dimensional representations; thus
the predicted double degeneracy of the 7 states must be removed by components of
the crystal field, but, presumably, this crystal-field splitting is not resolved in the optical
spectra. Point group Dy, is a direct product of its subgroups, Dy, =D, ® C;; the
character table of point group D, is displayed in Table 2.26 and states of the F,' centre,
labeled by the irreducible representations of both D, and D5y, are listed in Table 4.11.

Both the pumping and lasing transitions of the F," -centre laser utilize the two lowest
states, 2pg,«1s0,, as shown in Fig. 4.13, and the set of alkali halides provides a wide
range of transition energies in the infrared.

4.6.5 TI°() centre

The T/°%1) centre in alkali halides, consisting of a neutral thallium atom at a cation site
adjacent to an anion vacancy, was first identified in electron spin resonance [Goovaerts
et al. (1981)]. A stable laser-active centre in KCl: T/, at first identified as a T/-F 4 centre
[Gellermann et al. (1981a,b)], was subsequently shown by magneto-optical techniques

Table 4.11. Symmetry designa-
tions of states of the F centre in
ascending order

Don Dy,
1so, Ag
2P0'u By,
3do 7 A ig
2pm, By, By,
250, Ay,

3d7'l'g Bzg, B3g
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Figure 4.13. Energy levels and transitions of the laser-active F; centre in NaF
[adapted from Mollenauer (1979)).

to be identical with the T1°(1) centre [Ahlers et al. (1983)]. The distinction is somewhat
semantic, since the wavefunction of the valence electron is not precisely localized
[Fockele et al. (1985)], but the TI°(1)-centre designation provides the more useful
description.

The strong- and intermediate-field approximations have been considered previously
for transition-metal ions, and the weak-field approximation for rare-earth ions. Heavy-
metal-ion impurities require still another approximation regime in which the spin—
orbit, crystal-field and electrostatic interactions are all comparable. Although the latter
interaction is not involved in the one-electron configuration of the T/°(1) centre, it is
involved, for example, in the two-electron configuration of the P°(2) centre in StF,
[Bartram et al. (1989)] The electronic structure of the TI%(1) centre has been elucidated
successfully at the level of crystal-field theory [Mollenauer et al. (1983b)] by simultan-
eous diagonalization of the crystal-potential and spin—orbit matrices within the 6p
ground configuration of 7/°. The point symmetry of the centre is Cs,, the same as that
of the F4 centre, but the prominence of spin—orbit interaction necessitates the use
of double-group representations, displayed in Table 2.27. The full rotation group
compatibility table for double point group Cj,is displayed in Table 2.28.

The only non-constant term in the potential expansion, Eq. (4.37), which transforms
as the identity representation of point group C,, and has non-vanishing matrix
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elements within the 6p' ground configuration of T/°, is the term with k=2 and ¢=0.
This term may be replaced by its operator equivalent from Table 4.1,

Vao(r) = 40801 = A2 - I(1 + 1), (4.71)

where /=1 and the constant + is retained as an adjustable parameter.

It is evident from Eq. (4.71) that the crystal potential is diagonal in an |lsmm,)
representation, with diagonal matrix elements Y[3m? — [(/ + 1)], whereas, from
Eq. (4.25), the spin—orbit interaction is diagonal in an |lsjm;) representation with
diagonal matrix elements (gp[ j(j+ 1) — I/ + 1) —s(s+ 1)]. Matrix elements of the
crystal potential, transformed to an |Isjm;) representation by application of Eq. (4.24),
are then given by

i s
(Lsjm;|Vellsj 'm) = Emmy Z Z Bm? — I(1 + V) jmy|Ismumg) (Ismumy| j'my).  (4.72)

my=—ims=—5

Clebsch—Gordon coefficients for /=1 and s = 1/2 are listed in Table 2.9.
The matrix of the combined spin—orbit and crystal-field interactions within the
ground configuration is partitioned into two identical blocks of the form

A4~ 0 0
H= 0 Ad-—v V2v], (4.73)
0 V2v 0

for positive and negative values of my, respectively, where 4= %{6,, is the fine-structure
splitting in the absence of the crystal-field. The resulting energy levels, labeled by
irreducible representations of double point group Cj,, are

E(Eyp) =4+, (4.74a)

E(Eyp) =3(4~7) £3/(4—7) +87, (4.74b)

and each level retains a two-fold Kramers degeneracy. The parameters 4 and vy are
fitted to optical transitions enabled by odd-parity components of the crystal potential.
In KCl:TI, the value of 4 is found to be 5/6 of its free-atom value, 0.97 eV, for reasons
analogous to the nephelauxetic effect, and the ratio /4 has the value 0.5 in absorption
and half that in emission [Mollenauer ez al. (1983b)]. The optical transition between the

two lowest states, with energy
By =1/(4—7)* + 89, (4.75)

is utilized in the T1%1)-centre laser.
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Spectra of ions in crystals

5.1 Theory of optical transitions

Optical spectra of ions in crystals share features with the free-ion spectra from which
they are derived, but are substantially modified by the crystalline environment in a
variety of ways. These include the effect of the dielectric medium on the electromagnetic
field, effects of the crystal-field on selection rules and intensities, and effects of electron—
lattice coupling on spectral line shapes and intensities.

We begin with the semi-classical approximation in which the electronic system is
described quantum-mechanically but the time-dependent electromagnetic field which
induces transitions between its energy levels is described classically. Quantization of the
electromagnetic field is considered subsequently in connection with spontaneous emis-
sion. Electron—lattice coupling and spectral intensities are the topics of §5.2 and §5.3,
respectively. Examples are presented in §5.4. Line-shape functions are discussed in §5.5
and nonlinear susceptibilities in §5.6.

5.1.1 Free-ion transition probabilities
The Hamiltonian of the ion in an electromagnetic field is
H=Hy+H'(1), (5.1)

where Hy is the Hamiltonian of the ion in the absence of electromagnetic radiation,
given by Eq. (4.1), and H'(¢) is given approximately, in a Coulomb gauge with scalar
potential ¢ chosen to vanish, by

N
H'(1) 2 =) A1) -y + Blrs 1) - s, (5.20)
i=1
p; = —ihV;, (5.2b)
B=VxA, (5.2¢)
E=- %—":‘, (5.2d)
V-A=0, (5.2¢)
n* %A
Vz - c_2 w = 0, (S'Zf)

134
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where B is the magnetic flux density, E is the electric field intensity, A is the magnetic
vector potential and n = /k is the index of refraction.
In the special case of a harmonic perturbation, defined by

H'(t) = HO exp(—iwt) + c.c., (5.3)

first-order time-dependent perturbation theory yields the following expression for the
transition probability per unit time from state m to state k:

W = 27” kL HO ) P6(Ex — En T ). (5.4)

Equation (5.4), which contains a é-function ensuring energy conservation, may be

employed either for monochromatic light and a continuum of final energy states, or for

discrete energy levels and a continuous frequency distribution. Only first-order time-

dependent perturbation theory is employed in the present chapter, except for §5.6.
We assume a plane electromagnetic wave,

A(r, 1) = AP expli(k - r — wit)] + c.c., (5.52)
B(r,?) = BO exp[i(k - r — wt)] + c.c., (5.5b)
E(r,?) = E© expli(k - r — w?)] + c.c., (5.5¢)

and proceed by expanding the exponential function in powers of k - r, which is of order
1073 since the dimensions of the ion are very small compared with the wavelength of
visible light. The contribution of the leading term in the expansion to the perturbation
H'(1) is then

H{(t) = A . pexp(—iwt) + c.c. (5.6)

i=1

AR

It follows from Eq. (4.1) and from commutation relations of the form

(X, px] = ik (5.7)
that r; and p; are related by
B =l H], (58)
and their matrix elements by
(klpslm) = imwim (kirilm) = Limw{kir,|m), (5.92)
Wkm = @, (5.9b)

where the latter equality in Eq. (5.9a) is a consequence of energy conservation; the
upper sign refers to absorption and the lower sign to emission. In addition, from
Eq. (5.2) we obtain

E© = iuA©, (5.10)
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With the help of Egs. (5.9) and (5.10), Eq. (5.6) may be replaced by

N
H{(t) = ZeE(o) - ryexp(—iwt) + c.c. (5.11)
=1

This expression defines the electric-dipole approximation.
We now consider the second term in the series expansion of exp(ik - r) in Egs. (5.5).
Its contribution to the perturbation H'(z) is

ie &
=;12 )(AD - p,) exp(—iwt) + c.c. (5.12)

i=

—

This expression can be transformed as follows:

(k-r)(A® - p)
=1 [k r)(AO - p) ~ (k- YA - £)] +3 [k £)(A® - p) + (kYA 1)
%(k x Ay (r; x p;) - ;-”lﬁk e, H]-AQ, (5.13)

where we have applied a vector identity and Eq. (5.8). The matrix element of the com-
mutator in the last line satisfies

(k|[rir:, H ||m) = —hwigm (k|tiri|m) = Fhwlk|r;r;|m), (5.14)
where the latter equality follows from energy conservation. From Eq. (5.2c) we obtain
B = jk x A©). (5.15)

The second term in brackets in Eq. (5.2a) must also be incorporated in the perturbation
at this level of approximation, with only the leading term retained in the expansion of
exp(ik - r). With the help of the foregoing relations, the additional contributions to the
time-dependent perturbation can be expressed in the form

H(1) = Z[ﬁh BY . (i+2si):|:§k-riri-E(°) exp(—iwt) + c.c., (5.16)
i=1

where the two terms in brackets define, respectively, the magnetic-dipole and electric-
quadrupole contributions. Terms of still higher degree in the expansion of exp(ik - r) are
too small to be of practical importance.

5.1.2 Free-ion selection rules

Symmetry imposes severe constraints, called selection rules, on the matrix elements of
the time-dependent perturbation H'(f). The Wigner—Eckart theorem, discussed in
82.4.5, provides a convenient tool for investigating these constraints. In the present
section, selection rules in the absence of the crystal field are considered for each con-
tribution to H'(¢) at successive levels of approximation of the atomic structure.

The relevant matrix element for the electric-dipole part of the perturbation,
Eq. (5.11), is {k|r;|m). We can deduce from Egs. (2.60) that the operator r; s a spherical
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tensor operator of the first rank with respect to the orbital angular momentum operator
1;, with spherical components r;3;, M =0, 1, defined by

1 .
rigl = F 7 (x: £ i), (5.17a)
rio = i (5.17b)

and thatr;is a scalar with respect to s;, with which it commutes. Since only one-electron
operators are involved, antisymmetrization is irrelevant at the level of the central-field
approximation and the matrix element is non-vanishing only between wavefunctions
which differ in a single spin-orbital. From the Wigner—Eckart theorem, Eq. (2.63), the
matrix element is given by

1

T _
(W U'mym.|rig|nlmims) = TS

(B ||ril\nd Y omym, (Mg M |1 m}). (5.18)

]

The Clebsch—Gordon coefficient {/1m;M |I’m}) vanishes unless the triangle condition,
A(I11"), is satisfied. In addition, the orbitals must have opposite parity, sincer;is a polar
vector,

(-1 = —(-1)". (5.19)

These constraints are summarized by the following selection rule for electric-dipole-
allowed transitions in the central-field approximation between configurations of
opposite parity:

Al = *1, (5.20)

The operator r;is also a spherical tensor operator of the first rank with respect to the
total orbital angular momentum operator L, and a scalar with respect to the total
spin angular momentum operator S. Application of the Wigner—Eckart theorem then
provides the following selection rules for electric-dipole-allowed transitions between
terms in Russell-Saunders coupling, which must belong to configurations of opposite
parity:

AL =0,=1, excluding 0 — 0, (5.21a)
AS =0, (5.21b)

The selection rule in Eq. (5.20) is still nearly satisfied at this level of approximation.
However, the parity selection rule for electric-dipole-allowed transitions (Laporte’s
rule) isrigorous for the free ion and applies at all levels of approximation, since all of the
states of a configuration have the same parity and configuration interaction is restricted
to configurations of the same parity.

Finally, r; is a spherical tensor operator of the first rank with respect to the total
angular momentum operator J, and the selection rule for electric-dipole-allowed tran-
sitions between fine-structure levels belonging to configurations of opposite parity is:

AJ = 0,%1, excluding 0 — 0. (5.22)
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Again, the preceding selection rules, Egs. (5.19) and (5.20), are nearly satisfied; how-
ever, the multiplicity selection rule, Eq. (5.21b), is a poor approximation for rare-earth
and heavy-metal ions, by virtue of their strong spin—orbit interactions.

The relevant matrix elements for the magnetic-dipole part of the perturbation in
Eq. (5.16) are (k|ljm) and (k|s,|m), and the corresponding angular momentum oper-
ators, l;and s;, are spherical tensor operators of the first rank. However, they differ from
r;in one essential feature; they are both axial vectors or pseudo-vectors, which are even
under inversion. Accordingly, they mediate transitions only between configurations of
the same parity and the selection rule for magnetic-dipole-allowed transitions in the
central-field approximation is

Al =0, excluding 0 — 0. (5.23)

Since l; is a spherical tensor of the first rank with respect to L, and s; with respect
to S, the selection rules for magnetic-dipole-allowed transitions between terms in
Russell-Saunders coupling belonging to configurations of the same parity are

AL =0,%1, excluding 0 — 0, (5.24a)
AS = 0,1, excluding 0 — 0. (5.24b)

As before, Eq. (5.23) is still nearly satisfied.

Finally, since both I;and s; are spherical tensors of the first rank with respect to J, the
selection rules for magnetic-dipole-allowed transitions between fine-structure levels
belonging to configurations of the same parity are given by Eq. (5.22).

The relevant matrix element for the electric-quadrupole part of the perturbation in
Eq. (5.16) is (k|rx,/m). One linear combination of the six distinct components of the
operator r;r; can be eliminated from consideration, since

r’k-EQ =0 (5.25)

by virtue of transverse polarization. The remaining five linearly independent combin-
ations then transform as a spherical tensor operator of the second rank with respect tol;
(see Table 4.4) and as a scalar with respect to s;. Since the operator is even under
inversion, it mediates transitions only between configurations of the same parity.
Application of the Wigner—Eckart theorem provides the following selection rule for
electric-quadrupole-allowed transitions between configurations of the same parity in
the central-field approximation:

Al = 0,%2, excluding 0 — 0, (5.26)

Selection rules for electric-quadrupole-allowed transitions between terms in
Russell-Saunders coupling belonging to configurations of the same parity are

AL=0,%1,42, excluding 0 — 0,0 — 1,1 — 0, (5.27a)

AS =0, (5.27b)

and Eq. (5.26) is nearly satisfied.
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Finally, the selection rule for electric-quadrupole-allowed transitions between fine-
structure levels belonging to configurations of the same parity is

AJ=0,+1,42, excluding 0 - 0,0 - 1,1 — 0, (5.28)

and Eqgs. (5.26) and (5.27) are nearly satisfied.

Since the transition probability for electric-dipole transitions is five or six orders of
magnitude greater than for magnetic-dipole and electric-quadrupole transitions, the
latter are ordinarily considered only when the former are rigorously forbidden.

5.1.3 Crystal-field selection rules
The point-group analogue of the Wigner—Eckart theorem [Koster (1958)] is

VTP ) = dy 2 S Ol T v uvif | arak)”, (2.71)
TA

where the tensor operator Tl.(“ ) is defined by
d)‘
0rTM0z' =3 T¥ DY (R), (2.72)
i=1

the coupling coefficient (uvij|A7,k) is an element of the unitary matrix U™, defined in
§2.2.5, which effects the reduction of the Kronecker product representation D**(R),
and the index 7, distinguishes multiple occurrences of representation A in that reduc-
tion. Selection rules are then derived from the condition that the coupling coefficient
vanishes unless representation X is contained at least once in the reduction of the
Kronecker product representation.

We proceed to derive selection rules for dominant-symmetry crystal fields. Thereisa
fundamental difference between octahedral and cubic coordinations (point group Op),
which preserve inversion symmetry, and tetrahedral coordination (point group 7),
which removes it. Laporte’s parity selection rule continues to apply in perfect octa-
hedral or cubic coordination, so electric-dipole transitions within the ground config-
uration are possible only if additional odd components of the crystal field are provided
by local distortions, both static and dynamic, or by more remote ions. Since odd
crystal-field components are inherent in tetrahedral coordination, no additional per-
turbations are required, and electric-dipole transitions within the ground configuration
are more strongly allowed than for octahedral or cubic coordination. However, in both
cases electric-dipole transitions within the ground configuration are appreciably
weaker than those between configurations of opposite parity, since the crystal potential
is a small perturbation on the central-field model in all cases and Eq. (5.20) is still nearly
satisfied.

It is apparent from Tables 2.12 and 2.13 that the components of the electric-dipole
operator r; transform as bases for the T, representation of O, and the T, represen-
tation of T, Table 2.21 then provides the necessary information concerning the irre-
ducible representations contained in the reduction of the Kronecker product
representations. Since both groups under consideration are simply reducible, the index
7, in Eq. (2.71) is irrelevant. In the present section, consideration of electric-dipole
selection rules is restricted to point group 7.
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In the strong-field approximation, we are concerned first with transitions between
orbitals. The transition ¢, < e is allowed, since

IhxE=T+ 1. (5.29)

The transition £, < 1, is also allowed, but not e — e. Transitions are possible only
between strong-field configurations which differ in at most one spin-orbital; e.g., for
a d* configuration, 1} « te & t,e? « & transitions are allowed, but not 3 « re?,
t?e « € or 13 « €. Transitions between terms in the strong-field approximation are
also constrained by the Kronecker-product rule. In addition, the multiplicity selection
rule is operative,

AS =0. (5.30)

In the intermediate-field approximation, Eqs. (5.20) and (5.21) are nearly satisfied
in addition to the Kronecker-product rule for transitions between crystal-field levels.
In the weak-field approximation, applicable to rare-earth ions, Egs. (5.20), (5.21) and
(5.22) are all nearly satisfied in addition to the Kronecker-product rule. For config-
urations with an odd number of electrons, crystal-field levels split from fine-structure
levels are labeled by double-group representations; the reductions of their Kronecker
product representations are tabulated by Koster ez al. (1963).

It can be seen from Tables 2.12 and 2.13 that components of the magnetic-dipole
operator l; transform as bases for the T, representation of O, and the T representation
of T4, while components of the electric quadrupole operator r;r; transform as bases for
the E;and T, representations of Oy, and the E and T, representations of T ;. Since both
operators are even under inversion, they mediate transitions between states of the same
parity, including transitions within the ground configuration. Selection rules for these
operators can be derived from the Kronecker-product rule in a fashion analogous to
that for electric-dipole operators. Eq. (5.24b) remains the selection rule for transitions
mediated by the magnetic-dipole operator s;.

5.14 Electric-dipole transitions

Symmetry considerations provide selection rules, but not the absolute rates of allowed
transitions. Electric-dipole-allowed transitions are assumed in the present section. The
reduced matrix elements in Eqs. (5.18) and (2.71) are determined by evaluating the left-
hand side of each equation for chosen values of the quantum numbers m;, M, mj and i, j,
k, respectively, utilizing tabulated Clebsch—-Gordon coefficients [Rotenberg er al.
(1959), Weissbluth (1978)] and tabulated point-group coupling coefficients [Koster
et al. (1963)]. The generalized projection theorem, Eq. (2.69), is useful for evaluating
reduced matrix elements for transitions between fine-structure levels,

(L'S'J’||r||LST )
=855 (=) (2L + )T + V) AW(LIL TSI |nl|L),  (5.31)
and for transitions between terms of a two-electron system,
(HLL I |\hhL)
= &y, (1)1 + DL+ VP W LEL; B nlih). (5.32)
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The full matrix elements,

Yikm = (k|r,~|m), (533)
are then utilized in Eqs. (5.4) and (5.11) to obtain the transition probability in the
electric-dipole approximation,

2

2
Wk = 3’;1 8(Ek — By % ), (534)

N
E(O) . Z Fikm
i=1

The intensity of the radiation, I, can be related to E©® by calculating the time
averaged magnitude of the Poynting vector, P =E X B/, with the result

I = 2egnc|EO[". (5.35)

However, the local field is altered by surface charges due to polarization of the medium
on the spherical cavity occupied by the ion, necessitating the Lorentz correction,
El(fc)al 42
EO® — 3

(5.36)

In the case of isotropic unpolarized light, the transition probability can be expressed in
the form

N 2

Z Fikm
i=1

A property of the ion is the oscillator strength of a transition, defined in analogy with a
corresponding classical quantity for an oscillating charge,

3heoc\ O I8(E — Em % hw). (5.37)

we? ((n2 + 2)2>
Wmk = - —

_ 2mwkm u )
o == ;l’ka . (5.38)
The oscillator strengths satisfy the Kuhn-Thomas sum rule,
> fu=N, (5.39)
3

where N is the number of electrons. The transition probability for isotropic, unpolar-
ized light can then be expressed in the form

me? ((n2 +2)*

2e0MCWim 9n

Wmk =

)fmk I§(Ex — Ep % hw). (5.40)

A quantity related to the oscillator strength is the absorption cross section, o, _x,
defined as the number of photons absorbed per unit time divided by the number of
incident photons per unit area per unit time,

_ Wmok _ mhe? (n? +2)?
Om—k = T/t 2eqmec ( on JoiS(Ex — Epy — Fw). (5.41)
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The absorption coefficient, a,,_.z, is defined by
Um—k = (Ni/V)o'm—vka (542)

where N,;/V is the density of ions. The intensity of radiation traversing a distance x
through ions of this density, which areinitially in state m, is diminished according to the
relation

I(x) = Iy exp(—am—k X)- (5.43)

5.1.5 Spontaneous emission

The semi-classical approximation accounts only for stimulated absorption and emis-
sion. In order to explain spontaneous emission, it is necessary to quantize the
electromagnetic field [Loudon (1983)]. We proceed by generalizing Eq. (5.5a) to a
superposition of modes in a cubic cavity of edge length L with periodic boundary
conditions,

ZAl(‘ogk explitk - r — wt)] + c.c., (5.44a)
kek

ki=2mvw/L;, i=x,y,z, (5.44b)
vi=0,+1,42,..., (5.44c)

where the sum is over allowed wave vectors, k, and over the two independent transverse
polarization directions associated with each wave vector, specified by the unit vector ¢y.
One can deduce from the periodic boundary conditions, and from the relation

w = (c/n)k, (5.45)
that the density of modes per unit volume per unit angular frequency is given by
Pw = win’ Jric3 (5.46)

The cycle-averaged energy associated with mode Kk, ¢ in a cavity of volume V is

(5.47)

_ 1
Uks, = —/ (sonEk o T o lBk sl‘) dr = EOKVwZA Al(‘ogk,
cavity

where the second equality follows from Egs. (5.10) and (5.15). This energy can be
expressed in the form

Ui = XPE, + w208 o) (5.48)

in terms of real, mass-weighted harmonic oscillator coordinates and momenta
defined by

Al(gzk = (4z-:ofinlf)_1/ Z(kak,s, + Py g, )8k. (5.49)

Quantization of the electromagnetic field is accomplished by replacing the harmonic
oscillator coordinates and momenta with non-commuting operators; Eq. (5.48) is then
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replaced by the Hamiltonian operator
Hya = $Pis, + “ilies,)> (5.50a)
[k Prsr] = i (5.50b)
This Hamiltonian operator is diagonal in a number state,
Hyg|re) = (s, + Hliwn|mg,), (5.51)
and the total cycle-averaged energy in the cavity in this state is given by
U= Z (M, + D, (5.52)

where the quantum number ny,, is an integer interpreted as the number of photons
associated with mode k, g.

Although the photon quantum numbers in Eq. (5.52) can have any values, depend-
ing on the nature of the electromagnetic radiation, it is of interest for the present
purpose to determine their average values for a cavity in thermal equilibrium at a fixed
temperature 7. The density operator for a canonical ensemble of cavities is

p=exp(-BH), (5.53a)
H= Zﬁm, (5.53b)
B=1/ksT, (5.53c)

where kg is the Boltzmann constant, and the ensemble average of the internal energy is

U=Tr([) 1) 9InQ

o - %5 (5.54a)
Q =Tr(p). (5.54b)
Since the partition function Q for the ensemble of cavities is
_ _ 1 _ exp(—1 Bhwy)
Q‘Q?"P[ ("*2)‘”‘”“] g SErremt (3:59)
the internal energy is given by
u=>" +105 (5.56)
£ Lexp( ,Bhwk -1 2 Wi )

and it follows from comparison with Eq. (5.52) that the average photon quantum
numbers are given by

_ 1

This result can be combined with the density of modes per unit volume per unit angular
frequency, Eq. (5.46), to yield the Planck radiation law for the energy density per unit

(5.57)
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u@)BxpN; | v@)BpaN, | A, N,

Energy

Figure 5.1. Stimulated absorption, stimulated emission and spontaneous emission
of a concentration of two-level systems interacting with electromagnetic radiation
in thermal equilibrium.

frequency range in thermal equilibrium,

_ w? 1
u(w) = pithw = (7r2c3> exp(Grw) =1’ (5.58)

and conversion of the sum in Eq. (5.56) to an integral yields

2
/ dr / u(w) do = Y T) (5.59)
cavity 15¢3k

One could proceed to derive the transition probability for spontaneous emission by
application of time-dependent perturbation theory to the quantized electromagnetic
field. However, it is more profitable for present purposes to develop a general relation
between spontaneous and stimulated transitions, following Einstein (1917). Consider
radiation in thermal equilibrium interacting with a concentration N of two-level atoms
with ground-state and excited state energies, degeneracies and population densities E,,
g4 Ny and Ey, g,, Ny, respectively, as illustrated in Fig. 5.1. At the level of first-order
time-dependent perturbation theory, the rate equation for this system is

dN,  dN,

A ApaNp + u(w)(BoaNp — BasNa), (5-60)

where A;,, By, and B, are, respectively, rate constants for spontaneous emission,
stimulated emission and stimulated absorption, and conservation of energy constrains
the atoms to interact only with radiation of angular frequency near wy,, defined by

fwpe = Ep — E,. (5.61)
Since the population ratio in thermal equilibrium is

Ny

_&
N s == exp(—Bhiwsa), (5.62)
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it follows from Eqs. (5.58) and (5.60), with dN,/dt =0, that

Apa = (wpy/72c*) Bpa, (5.63a)
Byo = (8a/86)Bab- (5.63b)

The spontaneous emission rate 4,,, determined readily from Eqs. (5.63a), (5.37) and
the relation

c
1) = (£ Ju(w), (5.64)
is then given by
_ Wit (r+2) _I_Zi ;| bk) i (5.65)
= Sneohc? | 92 | g, k= (ajlr '
where j and k distinguish degenerate states.
In the absence of ambient radiation, the rate equation (5.60) reduces to
dN, _
2 = AbaNbs (5.66)
with solution
Ny (1) = Np(0) exp(—t/7r), (5.67)

where Tr = A4;! is the radiative lifetime. It follows that the electric-field intensity of the
emitted radiation has time dependence, in complex notation,

E(1) = EO© exp(—iwp,t) exp(—1/27r), (5.68)

and the square of the absolute value of the Fourier transform of E(r) yields the
Lorentzian homogeneous line-shape function

I = I 5.69
(w)'(wba—w)2+1/(2m)2’ (369

with full width at half maximum given by
Aw =1/ = Ap,- (5.70)

A typical radiative lifetime for a fully electric-dipole-allowed transition is 7g 2210785
with corresponding line-width Aw/2rc=5 x 10~*cm™". Since radiative lifetimes of
crystal-field transitions are typically of the order of microseconds, lifetime broadening
is much less for them.

Thus far, only transitions of an isolated ion embedded in a rigid lattice have been
considered, with only electronic polarization included. Transition line shapes of ions in
actual crystals are very much broader as a consequence of electron-lattice coupling,
which is the topic of the following section.
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5.2 Electron-lattice coupling
5.2.1 Born-Oppenheimer approximation

Only the electronic coordinates were treated quantum-mechanically in the
Hamiltonian of Eq. (4.1), while the nuclear coordinates were assumed to be fixed.
A nuclear kinetic energy operator must also be included in a more complete and rigor-
ous formulation; in a concise notation, the revised Hamiltonian is then

H=Tg+Ty+V(Q), (5.71)

where T% is the electronic kinetic energy operator, Ty is the nuclear kinetic energy
operator, F(r, Q) includes all of the interactions among electrons and nuclei, and r and
Q respectively denote all electronic coordinates and all nuclear coordinates. Approxi-
mate eigenfunctions of H are Born-Oppenheimer states [Born and Oppenheimer
(1927)]

BO(r, Q) = ¢u(r, Q)6(Q), (5.72)

where ¢,(r, Q) is an eigenfunction of the electronic Hamiltonian H.(Q) for fixed
nuclear coordinates,

HC(Q) = TE + V(l', Q)7 (573)
He(Q)4n(r,Q) = Un(Q)¢n(r,Q); (5.74)

the electronic energy eigenvalue U,(Q) then serves as the potential energy of interaction
of the nuclei in the nth electronic state,

[TN + Un(Q)]Gnv(Q) = Envenv(Q)y (575)

where E,, is the approximate total energy eigenvalue of the Born—-Oppenheimer state.
Neglected terms in the Schrédinger equation mediate nonradiative transitions between
Born—Oppenheimer states, considered in Chapter 6. These terms are small compared
with the energy separations of non-degenerate electronic states by virtue of the enor-
mous disparity of electron and nuclear masses. Modification of the Born—Oppenhei-
mer approximation for degenerate electronic states (Jahn—Teller effect) is considered
below.

5.2.2 Harmonic approximation

For small displacements from equilibrium, the electronic energy eigenvalue U,(Q) can
be expanded in symmetry-adapted, mass-weighted normal coordinates Q,

Un(Q) = U(QY) +3 Y ul™(0c - 0% (5.76)
k

and the nuclear kinetic energy operator can be expressed in terms of their conjugate
momenta. Equation (5.75) is then replaced by

3 (P + kD) = [En — Ul Q4] 6(Q), (5.77)
k

(Qks Prr] = ihjer . (5.78)
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As in the case of quantized electromagnetic radiation, we again encounter a collection
of quantum-mechanical harmonic oscillators with energy eigenvalue

n 1 n
Eny = 1 = Uy(Q) + j(uk +§>hw,§ ) (5.79)
k

where the quantum numbers v; for quantized lattice vibrations are interpreted as the
numbers of phonons associated with each normal mode, and v denotes the set of quan-
tum numbers {v;}. The harmonic oscillator wavefunctions are also of interest, for
reasons which will become apparent,

Om(Q) = [T x(0x — O3, (5.80a)
k
Xm(Q) = (L> I/ZH (aQ) exp (—1a2Q2> (5.80b)
" Vm2mml " 2 ’ .

a= \/%, (5.80c)

and H,(&) is a Hermite polynomial, defined by

m

Hp(§) = (—1)'"CXP(£2)B£—,,,CXP(-£2)- (5.80d)

It is also useful to introduce phonon annihilation and creation operators, defined
respectively by

1

by = ﬁh_wk(kak +iPy), (5.81a)
b = s Qi Py, (581)
with the following properties:
(be, ] = b, (5.82a)
bxm = Vmxm-1, (5.82b)
b xm = Vim+ Ixms1, (5.82¢)
btbxm = mym. (5.824d)

5.2.3 Electric-dipole transitions between Born—Oppenheimer states

For electric-dipole transitions between Born—Oppenheimer states, Eq. (5.72), the
matrix element of Eq. (5.33) is replaced by

Tibgaa = / / b (1,Q) 1 (r,Q) dr dQ

-/ obﬂ(o)*[ [ 506,90 (s, @ d | (@) (5.83)
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An immediate simplification of this expression is provided by the Condon
approximation,

/ 656, Q)" £165a(r, Q) dr = i, (5.84)

where the right-hand side of Eq. (5.84) is assumed to be independent of nuclear coord-
inates Q. It is also convenient to adopt the mean-value approximation,

Epp—E; & Epy = Awp,, (5.85)

although departures from this approximation become significant for broad lines such
as those of relevance to tunable lasers [Wojtowicz et al. (1989)].

If one is interested only in a transition between two electronic states without regard
for vibrational substates, one must average statistically over initial vibrational states
and sum over final vibrational states. The absorption coefficient for unpolarized light,
defined by Eq. (5.42), is then given approximately by

- [N\ [ me? (2 +2)

Ogop(w) = (7) (3 heoc) ( ) Zr”’“ wpaG(Q (5.86a)

where G() is a normalized line-shape function defined by
=X TE [t 5(05 ~ Ve~ 0~ ), (5.36b)

_ exp(—Afaa/kpT)
Pa = > o €Xp(—iQqq [kpT)’ (5-86c)
1 = Uy(QY) — U,(QW¥), (5.86d)
with photon energy

hy = (S + Q). (5.87)

Finally, if one assumes the harmonic approximation, Eq. (5.80a), the line-shape func-
tion, G(£2), becomes

2
=23k H‘ [ 380 - 0 x9(0x - ) di | 8(5sg — 0 — 20~ ),
(5.88)

where §2,, and (5 are given by Eq. (5.79).

5.2.4 Configuration-coordinate diagram

Although harmonic oscillator wavefunctions are orthonormal, the overlap integrals
in Eq. (5.88) are non-vanishing, even for different vibrational quantum numbers, oy
and S, when the two wavefunctions involved are defined with respect to different
origins, Q and QOk The electronic system is said to be linearly coupled to modes for
which these origins differ in the two electronic states. The line-shape function G(£2) may
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Figure 5.2. Configuration-coordinate diagram for a two-level system with linear
coupling to a single mode of vibration, including vibrational energy levels and
representative vibrational wavefunctions. Vertical arrows depict optical transitions

in accordance with the classical Franck—~Condon principle, and their energy dif-
ference corresponds to the Stokes shift.

be viewed as a convolution of line-shape functions for the individual coupled modes.
Non-degenerate electronic states couple only to fully symmetrical modes.

For a transition-metal or rare-earth dopant in a substitutional site, it is a reasonable
approximation to assume that the electronic system is coupled only to a symmetrical
(A4,,) displacement of the immediate ligands, as illustrated for octahedral coordination
in Fig. 3.2. However, such a displacement is not generally a normal coordinate, but
rather a reaction coordinate which participates in many normal modes with a range of
vibration frequencies. It is nevertheless instructive to adopt a configuration-coordinate
model in which the reaction coordinate is treated as a single normal coordinate Q,
associated with a typical vibration frequency. This model would be rigorously correct
only if all of the normal modes had identical vibration frequencies in each electronic
state [Huang and Rhys (1950)]}. Adiabatic potential-energy curves U,(Q) and energy
levels E,, are illustrated in a configuration-coordinate diagram in Fig. 5.2. This dia-
gram is drawn for the special case of pure linear coupling, in which the vibration fre-
quency has the same value, wy, in both electronic states.

Representative vibrational wavefunctions are also plotted in Fig. 5.2, for cases of
maximum overlap. They demonstrate that the most probable absorption transition
from the lowest vibrational state of the ground electronic state is to that vibrational
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state of the excited electronic state whose classical turning point coincides with the
minimum of the ground-state adiabatic potential energy curve; an analogous state-
ment applies for emission. These observations find expression in the classical Franck—
Condon principle [Franck (1925), Condon (1926, 1928)], which holds that optical
transitions occur at fixed values of nuclear coordinates; i.e., they are vertical on a
configuration coordinate diagram, as indicated by the arrows in Fig. 5.2. The difference
between the transition energies for absorption and emission is the Stokes shift.

The quantum-mechanical Franck—Condon principle [Lax (1952)] is rather more
complex than the classical version, since transitions occur between various Born—
Oppenheimer states with varying probability. The transition line-shape function for
the configuration-coordinate model with linear coupling is

G(O)(Q) = ZZPQ
a p

2
/ x5(Q — 0P xa(Q — O dQl (% — Voa — U — Q). (5.89)

An explicit expression can be derived for this line-shape function [Huang and Rhys
(1950), Lax (1952), O’Rourke (1953)],

GO = i R,6( puo — ), (5.90a)
p=—00
R, = exp[— (27 + 1)So) x [(7 + 1)/A""1, [ZSO\/ﬁ(ﬁ 1) ] (5.90b)

where I, is a modified Bessel function, # is the phonon occupation number given by
7i = [exp(hwo /ksT) — 17, (5.91)

and Sy is the zero-temperature Huang—Rhys factor, which is a measure of the difference
in the equilibrium lattice configuration between the two electronic states,

So = w2 /2, (5.92)
A=9p -0f. (5.93)

In the low temperature limit, R, for p > 0 reduces to a normalized Poisson distribution,
R, = exp(—So)SZ/p!. (5.94)

Moments of the transition line-shape function G‘*(Q) are given by [Lax (1952)]

MO = (Q)/wy = S, (5.95a)
M = (@ - (@))°)/ (o)’ = So(2 + 1), (5.95b)
MO = (@ - (0)°)/(w0)® = So. (5.95¢)

5.2.5 Linear coupling to many modes

The transition line-shape for linear coupling to many modes with a range of frequencies
has been addressed by several investigators. By exploiting Mehler’s formula (1866),
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O’Rourke (1953) evaluated its Fourier transform, which may be expressed in the form

r@ = / ” exp(iQ21)G(R) dQ = exp[—S + g(£)], (5.96a)

S= /0 dw [2n(w) + 1] A(w), (5.96b)

g(t) = /00Q dw{[n(w) + 1] exp(iw?) + n(w) exp(—iwt) } A(w), (5.96¢)

AW) =Y Sublw — w), (5.96d)
k

n(w) = lexp(biw/ksT) — 17", (5.96¢)

where Sy is the zero-temperature, per-mode Huang—Rhys factor and A(w) is the zero-
temperature, single-phonon-sideband line-shape function. Evaluation of the inverse
Fourier transform for the special case of linear coupling to a single mode, or,
equivalently, to many modes with the same frequency [Huang and Rhys (1950)], yields
Egs. (5.90). Equations (5.96) also provide the starting point for the further develop-
ments of Pryce (1966) and of Weissman and Jortner (1978).

Pryce obtained the transition line-shape function

6(9) = exp(-5) 5 + S (57 By(@)]. (597)

=1
where B,(2) is the p-fold convolution of a normalized single-phonon sideband given by
B () =(S71/2n) /<>o dtexp(—id)g(¢). (5.98)

He then invoked the central-limit theorem to obtain an approximate expression for
B,(£2) which exploits the smoothing effect of the p-fold convolution for large values of p.
A hypothetical line shape calculated by this algorithm is shown in Fig. 5.3. Note that
the zero-phonon line, represented by the §-function in Eq. (5.97), remains very narrow;
at low temperatures, it is subject only to lifetime and inhomogeneous broadening
(§5.5.7). Although Pryce’s approximation works well in the low-temperature limit,
B,(©) is bimodal at finite temperatures, since it includes both absorption and emission
of phonons; consequently, the approximation is adequate only for inconveniently large
values of p. This deficiency was remedied by the refinement of Weissman and Jortner
(1978), who proceeded from an alternative expansion of the line-shape function which
emphasizes the net number of phonons emitted (§5.5.4).

5.2.6 Static Jahn—Teller effect

The Born—Oppenheimer approximation is no longer appropriate when the electronic
Hamiltonian H.(Q) for fixed nuclear coordinates has degenerate eigenvalues in a
symmetrical configuration, which we will adopt as the origin of nuclear coordinates,
Q=0. The origin is also assumed to be the equilibrium configuration for purely
symmetrical displacements. Symmetry-induced degeneracy is assumed,

H, (0)¢£l[‘)(r, 0) = U(r)(0)¢$;r)(r’ 0)’ (5'99)
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Figure 5.3. Hypothetical optical absorption line-shape for linear coupling to
many modes, calculated from Egs. (5.97) and (5.98). The single-phonon sideband
is assumed to be a gaussian function, and the zero-phonon line is represented by a
narrow gaussian rather than a é-function.

where n labels the rows of irreducible representation I' of the group of the Hamiltonian
H(0). We proceed by expanding th;: potential V(r, Q) in mass-weighted, symmetry-
adapted nuclear displacements er , retaining only terms linear and quadratic in
these displacements,

V(r,Q) = ¥ (r,0) +ZZ[V‘” Q‘”+1 WQ”] (5.100)

The coefficient Vj (r )(r, 0) of er ) in the linear term must transform as a tensor oper-
ator, in order to ensure the invariance of the potential under simultaneous symmetry
operations on electronic and nuclear coordinates,

orv, ", 0)0‘ ZV‘” (r,0)D{ ) (R). (5.101)

Changes in the potential for small displacements from the symmetrical configuration,
8V =V, Q) — V(r,0), are then treated by degenerate first-order perturbation theory.
In the present section, the effect of this perturbation is considered at the level of crystal-
field theory by neglecting the nuclear kinetic energy operator, T.

Matrix elements (I'm| V( |I'n) between degenerate unperturbed electronic eigen-
functions survive only 1f the Kronecker product representation I'’ x I' contains
irreducible representation I', or equivalently, if the extended Kronecker product
representation I’ X I'' x I' contains the identity representation I'y. Jahn and Teller
(1937) have shown that each of the thirty-two crystallographic point groups contains at
least one I'’ for every I' for which this condition is satisfied. Their theorem applies
to crystallographic double groups as well, with the exception of Kramers degeneracy,
but not to linear molecules. The perturbed energy levels correspondmg to a displace-
ment Q ™) are then obtained by diagonalizing the matrix {(I'm)| V |F n). They also
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demonstrated that the trace of this matrix vanishes for all I'' except I'y,

> (v |rn) = 0. (5.102)
It follows that, if there is a displacement Qj(.rl) which splits the degeneracy of the ground
electronic state, at least one component is reduced in energy and the complex distorts
spontaneously; this distortion is limited by the quadratic terms in Eq. (5.100). In fact,
there are dr: equivalent distortions.

Although the Jahn-Teller theorem predicts instability of degenerate electronic states
against low-symmetry distortions, it makes no prediction concerning the magnitude
of the effect. For that, one must rely on explicit evaluation of matrix elements, which is
facilitated by the point-group analogue of the Wigner~Eckart theorem, Eq. (2.71),

(|, TO\rny = di /S (Prp |V N DY Tjin| Prem)”. (5.103)
T

The dr-dimensional matrix of the electronic Hamiltonian within the degenerate mani-
fold of unperturbed eigenfunctions can then be expressed in the form

1 '
H = [UD©O)+) ™y o1
r J

+ 547 S (eI Y 0wy, rL ), (5.104)

r T J
where 1 is the identity matrix and the elements of the matrices U;(I'’, I, Tr) are the
coupling coefficients {I''I'jn|'7rm)*. These matrices have been tabulated for a number
of cases of interest by F.S. Ham (1972). Adiabatic potential-energy surfaces as func-
tions of the coordinates Qj(.r ) are then obtained by diagonalization of He; such surfaces
have been investigated exhaustively [Liehr (1963)]. Evaluation of reduced matrix
elements for specific cases can be accomplished either empirically or by detailed
calculation.

As an example of the static Jahn-Teller effect, consider a doubly degenerate (E, or
E,) electronic state of a substitutional impurity or point defect in octahedral coordin-
ation. Jahn-Teller-active displacements, which must be even under inversion, include
e, and t,, distortions of the octahedron, illustrated in Fig. 3.2. However, only the
e, distortion couples to an E, or E, electronic state, since repeated application of
Table 2.21 yields the relations

ExExE=A,+ 4, +3E, (5.1052)
Ex Ty x E=2T, +2T>. (5.105b)
Equation (5.104) then reduces to

H. = [U(0) +3w?(QF + 02)]1+ V(QoUs + Q. Ue), (5.106a)
V = (Egul| V|| Eg)/ V2, (5.106b)
U, = (—é ?) (5.106c)

U, = ((1) (1)) (5.106d)
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Figure 5.4. Adiabatic potential energy surfaces for an E x e Jahn-Teller system,
the ‘Mexican-hat potential’. Configuration coordinates Qp and Q. may be iden-
tified with the E,0 and E,e distortions of an octahedron in Fig. 3.2.

with eigenvalues

E:=U(0)£Vp+iw?p? (5.107a)
Qp = pcos ¢, (5.107b)
Q. = psin¢. (5.107¢)

The corresponding adiabatic-potential-energy surfaces, metaphorically designated ‘the
Mexican-hat potential’, are plotted in Fig. 5.4. There is a stable value of the radial
coordinate p,

=3, (5.108)
corresponding to the Jahn—Teller stabilization energy,
V2
En =75 (5.109)

but no stable value of the azimuthal coordinate ¢. The latter result is an artifact of
the approximation, removed by inclusion of bilinear and cubic terms which warp the
adiabatic-potential-energy surfaces and introduce three stable minima, separated by
120° in ¢ [Englman (1972)].

5.2.7 Dynamic Jahn—Teller effect

Inclusion of the kinetic energy operator T in the Hamiltonian, important in the weak-
coupling regime, leads to the dynamic Jahn—Teller effect [Moffitt and Liehr (1957),
Moffitt and Thorson (1957), Longuet-Higgins, Opik, Pryce and Sack (L-HOPS)
(1958)]. The matrix of the Hamiltonian within the degenerate electronic manifold
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then becomes

H=

U(F>(0)+Z(_%h Zaga(i)z 1 o ZZQ(F)Z)]

r

+Zd 1/22<FTFHV“ “r> S oy, ). (5.110)

It no longer suffices to diagonalize H for a fixed configuration of the nuclei, since
the matrices U;(I'’,I', 7r) do not generally commute and cannot be diagonalized
simultaneously. Consequently, the electronic and vibrational motions are inextricably
linked in a vibronic wavefunction of the form

W (r Z¢(’"> r,0650(Q). (5.111)

A ubiquitous feature of vibronic wavefunctions is that they reflect the symmetry of the
symmetrical configuration rather than the reduction in symmetry inherent in the static
Jahn-Teller effect, since probability is shared among equivalent stable distortions;
consequently, manifestations of the dynamic Jahn-Teller effect are more subtle than
those of the static effect [Ham (1972)].

We again consider the E x e system (Mexican-hat potential) as an example [Moffitt
and Thorson (1957), L-HOPS (1958), Struck and Herzfeld (1966), Ham (1968)],

H = Hol + V(QsUs + Q.U.), (5.112a)
o= 00 22 (2 + 2} Lrgi + 02 (5.112b)
0= 002 " 8Q? 0 :

The matrix H commutes with the operator

i

~(QoP: — QPo)l — %(9 Bi), (5.113)

which has eigenvalues /=m + %, where m is an integer. In a representation in which J is
diagonal, H has the form

- 0  pexp(-ig)
H = Hol + V(pexp(i¢) 5 ) (5.114)

The vibronic wavefunctions are

wlp(rs Q) = ¢a(rs 0)Xa(ps ¢) + ¢b(l‘, 0)Xb(ps ¢)s (51 158)
¢ = —lﬁ(dw + ide), (5.115b)
b = —\/%(dw — i), (5.115¢)

where x, and X, are eigenfunctions of H. L-HOPS proceeded by expanding x, and x;
as linear combinations of the eigenfunctions x,.(p,®) of Hy, the isotropic two-
dimensional harmonic-oscillator Hamiltonian. They tabulated the energy eigenvalues
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Ej, as functions of the coupling constant Ik = 2Eyr/hw=V?*/hw>, and they also cal-
culated low-temperature line shapes for optical transitions between degenerate and
non-degenerate electronic states as functions of k. Line shapes for transitions from
degenerate to non-degenerate states are similar to that of Eq. (5.90), but those for
transitions from non-degenerate to degenerate states are distinctly bimodal for strong
coupling (k*>> 1), since the vibronic wavefunctions for the degenerate state are asso-
ciated primarily with one or the other of the adiabatic potential-energy surfaces in that
limit.

Symmetry properties of the vibronic functions of Eqgs. (5.115) were investigated by
Ham (1968). The topic of Jahn-Teller coupling to many modes of the same symmetry
with a range of frequencies, addressed by O’Brien (1972), is omitted here for brevity.

5.3 Spectral intensities
5.3.1 Electric-dipole-allowed transitions

Examples of electric-dipole-allowed transitions of point imperfections in solids include
charge-transfer spectra of transition-metal complexes [Burns (1993)]. Intervalence
charge transfer (IVCT) occurs between two nearby substitutional impurity ions of the
same or different species; for example, the transfer of an electron from Fe?* to Ti** in
corundum (Al,O3) produces the broad, long-wavelength optical absorption band
responsible for the blue colour of sapphire [Burns and Burns (1984)]. The inverse
transition is normally nonradiative as a consequence of very strong electron—lattice
coupling. Oxygen—metal charge-transfer spectra (OMCT), involving the transfer of an
electron from the ligands to the central ion, occur at shorter wave lengths and are
prominent in tetrahedral transition-metal complexes such as the chromate ion
(CrO4)*~ and its isoelectronic analogues [Hazenkamp and Giidel (1996)).

Electric-dipole-allowed 4f — 5d transitions in rare-earth ions occur at lower energies
in divalent ions than in trivalent ions. These transitions in Ce** find application in
scintillator materials [Melcher and Schweitzer (1992)].

Optical transitions of interest in colour centres are generally between states of
opposite parity and are thus strongly electric-dipole-allowed.

5.3.2 Crystal-field spectra

Nearly all of the transitions in transition-metal, rare-earth and heavy-metal ions which
are of interest for laser applications occur within the ground configuration, and so are
electric-dipole-forbidden in the free ion by Laporte’s parity selection rule. Although
magnetic-dipole and electric-quadrupole transitions can sometimes be identified in the
spectra of these ions, they are generally too weak to be useful in laser applications.
Accordingly, one must rely on environmental effects to relax the parity selection rule
for electric-dipole transitions, and the analysis of these effects must go beyond the levels
of approximation considered in Chapter 4 to include mixing of configurations of
opposite parity by components of the crystal field which are odd under inversion.
Parity mixing can be accomplished both by odd components of the static crystal field
and by odd modes of lattice vibration. Since tetrahedral complexes lack inversion
symmetry, their crystal fields can mediate parity mixing without further distortion.
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0Odd distortions of an octahedral complex are illustrated in Fig. 3.2. Rigid translations
of the entire complex, which also transform as t,, participate in low-frequency
acoustical modes but are ineffectual in parity mixing, since the electronic wavefunction
tends to follow the ligands adiabatically.

Consider an electric-dipole transition between mixed-parity states |a) and |b),
derived respectively from states |ap) and |bo) of a 3d” configuration by admixture of
opposite-parity states |¢,;) from excited configurations 3d N-lpp

odd

o pnt) <¢nllz VC (ri)lao) 5.116:
la) + 2 EG) o6
(odd)
o |Bo) +Zl¢nz dle Ve " (r)lbo) (5.116b)
bt} E(dm)

o k

Vc("dd)(r) = Z Z B,?rkqu(G, #). (5.117)
k=1{odd) g=—k
The required matrix element is then given by
0 (bol 3= rE Y1 (61, 00) bmt) (il 3 riplao)
b i > Bq [ 0 k ¥
(o Zrfe ) q;k > E(bo) ~ Egm)

AP DI PR U DN (5.118)

E(ao) — E(ém)

5.3.3 Odd modes of vibration

Odd modes of lattice vibration can also mediate electric-dipole transitions. The odd
crystal-field parameters can be expanded in terms of symmetry-adapted, mass-
weighted normal coordinates, which can then be expressed in terms of creation and
annihilation operators defined by Eqgs. (5.81),

~ aBk F F)+
B{(Q) = B{(0 Q(” Vzwm (5.119)

Several simplifying assumptions are introduced for clarity. The constant term B{(0)
is assumed to vanish in Eq. (5.119). The electronic system is assumed to be linearly
coupled only to fully symmetrical even modes, so that one can disregard any degen-
eracy of electronic states and consider transitions between Born—Oppenheimer states
|aa) and |b3). There can be no linear coupling to odd modes, and it is assumed that
there is no quadratic coupling. Finally, the crude-adiabatic approximation is adopted,

Y (r,Q) = 64 (r,0)6,,(Q), (5.120a)
[T + (¢n(0)]V(Q)|¢n(0))]6m(Q) = EnvOn(Q); (5.120b)

i.e., the electronic wave function, which satisfies Eq. (5.74) with Q =0, is assumed to be
independent of nuclear coordinates. With this approximation, the matrix element can
be factored into electronic and vibrational parts. The electronic part is asin Eq. (5.118)
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with B/ replaced by (OB,f /OQJ(-F))\/h/Zw(F ), provided differences in vibrational
energy are neglected in the energy denominators. The vibrational matrix element
of the operator in Eq. (5.119) is non-vanishing only if the vibrational wavefunctions
differ by one quantum number in just one mode,

() = o153 s

corresponding to creation or annihilation of one odd-mode phonon. It follows that
mode I', j contributes Stokes and anti-Stokes lines to the spectrum which are displaced
in energy from the magnetic-dipole zero-phonon line by +4w"” in absorption and by
Fhw® in emission, and that the sum of their intensities in thermal equilibrium is
proportional to

D)
2/ +1 = coth [kaT] (5.122)

This characteristic temperature dependence is a distinguishing feature of phonon-
assisted transitions. With the assumption of linear coupling to symmetrical even
modes, these odd-mode side bands serve as false origins for progressions of even-mode
side bands with intensity distributions given by Eqgs. (5.90) or (5.97), and Eq. (5.122)
applies to the overall intensity of the spectrum.

5.34 Judd-Ofelt theory

The complex problem of calculating electric-dipole transition probabilities for crystal-
field spectra in rare-earth ions has been simplified by Judd (1962) and Ofelt (1962), in
a formal elaboration of an idea due to Van Vleck (1937). Consider an electric-dipole
transition between states |a) and |a’) derived from a 4™ configuration by admixture of
states |¢,,) from configurations 4/ ~!al, for all values of n and /,

(0dd)
) 217770y + S B0 DV @I IMy)

& EUD-EGw) (3123)
where V°®(r) is defined by Eq. (5.117). The required matrix element is then
(o] Sefer) = [ (M| T V;"‘(‘? )l s 36
¢n) n
L S IMI| 5 ildnr) (Gl o 7o (r)] rYMp] (5.124)

E(fNJ') — E(éu)

An enormous simplification is achieved by adopting the drastic approximation that all
of the energy denominators are equal,

E(fNJ) - E(¢u) = E(fNJ') — E(¢u) = AE. (5.125)
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Closure can then be invoked with respect to intermediate states,

> b (gl = 1, (5.126)
[Gnr)
leading to the simpler expression
<a’ Z rila’> = ZZE < fNJM,} Z p,(odd) (r,»)r,»‘ fNJ’M,’>. (5.127)

The matrix element on the right-hand side of Eq. (5.127) is then evaluated by tensor-
operator methods, including application of Egs. (2.62), (2.63) and (2.70). A much less
drastic, although less consistent, approximation is obtained by restoring the depen-
dence of radial integrals and energy denominators on the intermediate-state quantum
numbers n and / in the final expression [Hiifner (1978)],

(o reler)

I & ¢ 22 +1 2
=\/—; Z Z Z Bl? 2J+anJ(_l)IW(l)‘lf§kf)E(fNJ)_E(nl)

k=1(odd) g=—k A(even)

X (4| |nl) (nl|r|4f) (£ Yk||l>(l||Y1||f><fNJ||U(*’||f”J’>
x (klgp|Aq + p)(J'AM;q + p|IM;). (5.128)

The reduced matrix element of the sum of unit tensor operators U®, defined by
Eqs. (4.22), can be evaluated by means of Eq. (4.23) together with the generalized
projection theorem, Eq. (2.69). The formula of Eq. (5.128) works best when applied to
transitions between fine-structure levels as a whole, with adjustable crystal-field
parameters [Krupke (1966)].

5.4 Examples of crystal-field spectra
5.4.1 Octahedrally-coordinated Cr’*

Selected examples of crystal-field spectra of transition-metal complexes serve to clarify
matters of principle in electron-lattice coupling. Octahedrally-coordinated Cr**,
which has served as the laser-active centre in more than one host lattice,
is especially instructive in illustrating how the nature of optical spectra can be inferred
from the energy level structure. The Tanabe-Sugano energy-level diagram for a d°
configuration with C/B=4.50 is shown in Fig. 4.8. The energies of the T}, state and
lower *T state with respect to that of the *4, state are given as functions of the crystal-
field parameter Dq and the Racah parameters B and C by

E(*T;) = 10Dg, (5.129a)

E(‘T))=15Dg+%B -1 \/100(134)2 — 180DgB + 225B2. (5.129b)

The energies of the lowest >Eand T} states, which approach the same constant value in
the limit of large Dq, were obtained by numerical matrix diagonalization. Approximate
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second-order perturbation expressions, more convenient in the present context, are

. 728 1882
& - - 129
ECE) =98 +3C — {05, 4 14B+3C  10Dg+5C’ (5-125¢)
2 BZ 2
E(T) ~9B+3C - o8 2 125 (5.129d)

10Dg + 6B 10Dg 20Dq + 4B’

The Tanabe-Sugano diagram can be related to a configuration-coordinate diagram
by re-plotting the energy levels as functions of the configuration coordinate Q for
symmetrical displacements of the octahedron, provided the dependence of Dg on Q is
known. With the assumption of a point-charge model for the crystal field, the required
dependence is Dg o Q. The elastic energy associated with displacements from the
ground-state equilibrium configuration Qg must be added in order to obtain the
adiabatic-potential-energy curves. If one assumes that this additional elastic energy is
the same for all states and depends quadratically on Q — Qp, and if one further neglects
that part of the curvature of each excited-state adiabatic-potential-energy curve
derived from the Tanabe—Sugano diagram, which is indeed negligible in comparison
with the curvature of the elastic energy, then linear coupling is preserved and only
the effective phonon energy fiwp is required in order to complete the configuration-
coordinate diagram.

The Franck—Condon offset A, defined by Eq. (5.93), is given by

_ dE qu dE
el DS
* dQlo—g, ~\wiQo/ dDqlg o,

(5.130)
for each excited state, and the corresponding zero-temperature Huang-Rhys factor S,
defined by Eq. (5.91), is given by

2
25\ (Dqo)* [ dE
So= (=) 500 | 5 131
° (12) g Mrg \dDq|y_g, )’ 3-131)

where ro = Qp/v6M is the equilibrium metal-ligand distance and M is the mass of
one ligand ion. The energy gap between each excited state and the ground state,
Ey(= |h%|), defined by Eq. (5.86d), is reduced by lattice relaxation to

Eo =F- Soh(uo. (5.132)

Typical values of the quantities involved in Eqs. (5.129)—(5.132) are listed in Tables 5.1
and 5.2 for K;NaGaFg: Cr**, which has the elpasolite structure, in which the chro-
mium ion occupies a substitutional site of rigorous octahedral symmetry [Andrews
etal. (1986b)]. It is evident from these tables that the nearly linear energy dependence of
the quartet excited states of the Dq configuration in Fig. 4.8 is manifest as strong linear
coupling to symmetrical displacements, in contrast with the weak coupling of doublet
states whose energies are nearly independent of Dgq.

The configuration-coordinate diagram corresponding to the Tanabe-Sugano dia-
gram of Fig. 4.8 is shown schematically in Fig. 5.5. This diagram is not drawn to scale;
in particular, the energy gaps are greatly reduced for clarity. Since the multiplicity-
allowed transitions between the *4, ground state and the *T, and *T; excited states
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Table 5.1. Parameter values for
KiNaGaFs: Cri+

Parameter Value

B 771 cm™!

C/B 4.30

Dqo 1600cm ™!

Fwo 378cm™!

rot 2.06A

M 3.154 x 10% kg

*one-quarter of the lattice parameter

Table 5.2. Franck—Condon offsets, zero-temperature Huang—Rhys factors, vertical
energies and energy gaps for excited states of KaNaGaFs: Cr**, calculated with the
parameter values listed in Table 5.1

Excited state 4T, 4Ty ’E T

A/Qo 0.0390 0.0449 0.0023 0.0018

So 4.13 (3.98%) 5.46 0.0143 0.0084

E (exp.*) 16000 cm™'** 23310cm™!** 15460 cm™"** 16450cm™!
E, 14440cm™! 21240cm™! 15455cm™ 16447cm™!

*Experimental value from Andrews et al. (1986b)
**Parameters Dgy, B and C/B in Table 5.1 were adjusted for a precise fit to these experi-
mental energies with full matrix diagonalization
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Figure 5.5. Configuration-coordinate diagram corresponding to the d> Tanabe—
Sugano diagram of Fig. 4.8.



162 Spectra of ions in crystals

involve strong coupling to symmetrical modes of vibration, the absorption spectrum is
dominated by two partially overlapping broad bands which span the visible spectrum.
Multiplicity-forbidden transitions, enabled by spin—orbit interaction {Yamaga et al.
(1989a)], are also evident in the spectrum as weak, narrow features. The general
appearance of the absorption spectrum is a common characteristic of Cr** in octa-
hedral coordination, but the peak energies of the broad bands depend nearly linearly
on the crystal-field parameter Dgq,, which exhibits substantial variation, while the
weak, narrow features remain at nearly fixed energies. For example, consider sub-
stitutional Cr** in the following sequence of host crystals, listed in order of increasing
values of Dgy: halide elpasolites Cs,NaYClg and K,NaGaFg, beryl (BeaAlSigO1g),
chrysoberyl (BeAl,04) and corundum (Al,O3). The elpasolites are of interest for their
rigorous octahedral site symmetry, but are of poor mechanical and optical quality,
unsuitable for laser applications. Both magnetic-dipole and phonon-assisted transi-
tions contribute to their optical absorption spectra [Knochenmiiss ez al. (1986)]. In
the remaining crystals, which have all been utilized as laser materials as well as precious
gems, electric-dipole transitions are mediated by odd-symmetry crystal-field compo-
nents. In chromium-doped corundum (ruby), which was utilized in the first laser, the
absorption bands are shifted to sufficiently short wavelengths that the principal
window of transparency occurs at the long wavelength end of the visible spectrum,
before the first absorption band, accounting for the dominant red colour, with a
secondary window in the blue between the two bands. In chromium-doped beryl
(emerald), the principal window of transparency occurs in the green between the two
bands. Chromium-doped chrysoberyl (alexandrite) is an intermediate case with two
comparable transparency windows, accounting for the alexandrite effect in which the
apparent colour depends on the ambient light, green in daylight and red in incandes-
cent or candle light. The chromium-doped fluoride elpasolite K,NaGaFg: Cr’" is also
green, but in the chromium-doped chloride elpasolite, Cs;NaYClg: Cr’*, the absorp-
tion bands are shifted to sufficiently long wavelengths that the principal window of
transparency occurs at the short wavelength end of the spectrum, beyond the second
absorption band, and the crystals have a violet colour. It should be emphasized
that the absorption spectra in these materials are all very similar, and that relatively
small wavelength shifts and transparency differences account for pronounced colour
changes.

Emission spectra of octahedral Cr** complexes depend critically on Dgqq, since
optical emission originates in the lowest excited state. The crossing of the *T; and 2E
excited energy levels near Dq/B=2.0 separates low-field complexes, characterized
by broadband 4T, —*4, fluorescence with microsecond radiative life times, from
narrow-band 2E— *4, phosphorescence with millisecond radiative life times. The
precise value of Dg/B at the level crossing depends on the ratio C/B, which is somewhat
variable. Low-field complexes are exemplified by the chloride elpasolite Cs;NaYClg:
Cr’*, and high-field complexes by ruby. The fluoride elpasolite K;NaGaF: Cr’" is
a border-line case; it is a high-field complex in absorption but a low-field complex
in emission. The reduction in Dg, which is a manifestation of lattice relaxation, is
given by

Dqq

(1+4/Q0)° (5139

DQem =
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However, the nature of the emission spectrum is determined by neither Dgo nor
Dgey,, but rather by the energy gaps, E,. The criterion for broadband fluorescence at
T=0is

Eo(CE) > Eo(*Ty). (5.134)

Low-field complexes are of special interest for wavelength-tunable lasers both because
of their broad emission bands and because they behave like four-level systems by virtue
of their large Stokes shift, which detunes absorption from emission. Although emerald
and alexandrite are examples of high-field complexes, their values of Dgq are suffi-
ciently close to the critical value that their *T> states are thermally occupied at room
temperature, enabling them to function as tunable laser materials. The criterion for
broadband fluorescence at finite temperature is

:11:((‘?52)) exp{—[Eo(4T2) - EO(ZE)] /kBT} > 1.0, (5.135)

where TR is the radiative lifetime. Eq. (5.135) includes Eq. (5.134) as a limiting case.

Although the chromium-doped halide elpasolites are examples of low-field com-
plexes in emission, it has been demonstrated that they can be converted to high-field
complexes by application of hydrostatic pressure, which increases Dqo by diminishing
ro [Dolan et al. (1986, 1992), Rinzler et al. (1993)]. This pressure-induced crossing
of excited energy levels is accompanied by a transition from low-field behaviour
(broadband fluorescence) to high-field behaviour (narrow-band phosphorescence).
The emission spectrum exhibits a pronounced temperature dependence near the level
crossing.

Similar behaviour can be observed in a series of chromium-doped compounds with
a range of crystal fields which bracket the level crossing. The fact that the transition
from low- to high-field behaviour is not as abrupt at low temperature as Eq. (5.134)
would imply is explained by a phenomenological model which postulates mixing of
the *T, and 2E states, attributed to combined spin—orbit interaction and zero-point
vibrations of low-symmetry modes [Henderson er al. (1988), Yamaga et al.
(1990a,b,c)]. Mixed vibronic states are described by the eigenvalues and eigenvectors of
the matrix

He (E(;E) E(fT2)>, (5.136)

where 6 is the adjustable mixing parameter. This mixing is manifest as an avoided
crossing of excited energy levels, illustrated in Fig. 5.6. The model predicts the
dependence of the intensity ratio of broadband to structured emission, I'7/Iz, and the
radiative transition rate, 1/7, on both temperature T and energy difference AE=
EC*Ty) - E(’E). The model was found to work well for the series of host crystals YAG,
YGG, GGG, YSGG, GSAG, GSGG and LLGG with adjusted parameters 26 =
85cm™!, 77=60 ps and 75=4000 ps. A more detailed model might include vibronic
mixing of fine-structure levels in intermediate coupling.
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Figure 5.6. Avoided crossing of adiabatic-potential energy curves of octahedrally
coordinated Cr** induced by spin—orbit interaction and zero-point vibrations of
low symmetry modes [after Yamaga et al. (1990b)].

5.4.2 Tetrahedrally-coordinated Cr*

An example of the effect of low-symmetry crystal-field components is provided by
a class of laser materials based on Cr** in distorted tetrahedral coordination. The
crystal-field levels for a d? configuration in tetrahedral coordination are the same as
those of a d® configuration in octahedral coordination, shown in Fig. 4.8. Thus the
three lowest triplet states derived from the >F ground term of the free ion are ordered as
shown schematically at the left-hand side of Fig. 5.7, but their separation is not shown
to scale. The electric and magnetic dipole-moment operators transform as the T, and
T, representations of T, whose Kronecker products with 4, are, from Table 2.21,

T2 X Ay = T1, (5.1373)
T1 X A2 = T2. (5137b)

Consequently, transitions >4, < 3T} are only electric-dipole allowed, and transitions
34, < 3T, are only magnetic-dipole allowed.

Tetragonal distortion of the ligand tetrahedron reduces the symmetry to D,; and
splits the crystal-field levels in accordance with Table 2.29, as shown in Fig. 5.7. It is
also evident from this table that components of the electric and magnetic dipole-
moment operators transform as B,+ E and as A4, + E, respectively, enabling the
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Table 5.3. Energies and wavefunctions of crystal-field levels of C¥** in tetragonally distorted
tetrahedral coordination in the intermediate-field approximation

T, Dy, Wavefunction Crystal-field energies First-order, spin-orbit
3T, 34, 1*T,0) 18Dg — 12C, +360C, 0
’E P11, T - 1) 18Dg + 6C, +135C, 0,3)/2
3T, B, I*T0) 8Dgq — 420C, 0
’E PTo1), PT, — 1) 8Dg + 105C, 0,+)/2
3A, 3B, |*42) —420C, 0

allowed transitions indicated in Fig. 5.7, as can be verified by consultation of the
Kronecker products listed in Table 2.30. Finally, the total spin angular momentum for
S=1 transforms as A, + E, and its Kronecker products with the representations
labeling the orbital states yield the fine-structure levels on the right-hand side of
Fig. 5.7. The order and spacing of levels in this diagram are not accurate, but the
number of fine-structure levels, their symmetry designations and selection rules are
represented correctly.

This system provides an instructive example of the effect of low-symmetry fields. For
the states under consideration, which are all derived from the > Fterm of the free ion, it is
convenient, if somewhat inaccurate, to adopt the intermediate-field approximation
discussed in §4.4.3. The axial part of the crystal potential in Eq. (4.60) can then be
expressed in terms of operator equivalents of Table 4.1 and reduced matrix elements of
Eqgs. (4.39) as

v = G0(L) + Cs0)(L), (5.1382)
C2 = A3(r*)s4(LlelL), (5.138b)
Ca = 645(r*)54(LIBIL), (5.138c¢)

and its matrix elements can be evaluated with the wavefunctions of Table 4.6 to obtain
first-order energy contributions of tetragonal distortion. These wavefunctions also
transform as bases for irreducible representations of D,,, since only diagonal matrix
elements are non-vanishing. The energies and wavefunctions of crystal-field levels in
tetragonal symmetry are listed in Table 5.3.

Spin—orbit interaction is represented by the operator AL - S within the *F term, with
A= %C3d. Fine-structure levels are determined by diagonalizing the matrix of combined
crystal-field and spin—orbit interactions. In first-order perturbation theory, spin—orbit
splitting is confined to >E states as shown in Table 5.3, since orbital angular momentum
is quenched in the orbitally non-degenerate states. Second-order fine-structure split-
ting of the remaining states is much reduced. A more rigorous, ligand-field treatment of
this system [Riley et al. (1998)], based on the AOM method of §8.4.4, is discussed in
§9.3.2 and §10.3.6.

5.4.3 Octahedrally-coordinated Ti**

Octahedrally coordinated Ti>* provides another instructive example. The d' ground
configuration has only two states in octahedral symmetry, the ground *T5 state and the
excited 2E state, separated by 10Dq. Since this energy-level separation has the same
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Figure 5.8. Adiabatic potential energy surfaces of the ground and excited states of
octahedrally-coordinated Ti**. Configuration coordinates Qp and 0, may be iden-
tified with the Eg 0 and Ege distortions of an octahedron in Fig. 3.2.

crystal-field dependence as that of the “4, and *T, states of octahedrally coordinated
Cr**, linear coupling to symmetrical displacements is comparable for the two com-
plexes. In addition, the absence of higher excited states within the ground configur-
ation eliminates excited-state absorption, an attractive feature for tunable-laser
applications.

A distinctive feature of this complex is strong Jahn-Teller coupling to modes of e,
symmetry [Macfarlane et al. (1968)]. E x e coupling in the excited state is strongly
favored by the shapes of the e, orbitals, which conform with the symmetry-adapted
displacements of the ligands, as is evident from Figs. 4.2 and 3.2 [Sturge (1967)]. T> x e
coupling in the ground state is much less favoured, as is coupling in both states to 75,
displacements, which involve bending rather than stretching. Accordingly, we will
retain only E X e coupling, and the adiabatic potential energy surfaces in the two-
dimensional space of e, ligand displacements are as shown in Fig. 5.8. Consequently,
the absorption spectrum is distinctly bimodal, while the emission spectrum appears asa
single broadband [L-HOPS (1958)]. The shape of the emission band is a convolution of
the individual line shapes for coupling to a;, and e, modes, and its effective coupling
constant in the strong-coupling limit is given approximately by

Soer =2 So + k2. (5.139)

The additional broadening of the emission spectrum by coupling to e, modes serves to
extend the tuning range in tunable laser applications, exemplified by Ti-sapphire
(Al,O5: Ti**) [Moulton (1986a)].

The effect of low-symmetry distortions on this system is illustrated in Fig. 5.9. The
Jahn-Teller effect predominates in the 2Eg excited state, removing all of the orbital
degeneracy and leaving only Kramers doublets, while trigonal distortion and spin—
orbit interaction combine to remove the orbital degeneracy of the *T »g ground state.
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Figure 5.9. Crystal-field, spin-orbit and Jahn—Teller splitting of Ti** energy levels
in trigonally distorted octahedral coordination [after Yamaga et al. (1991b)].

5.5 Approximate line-shape functions
5.5.1 Alternative energy units

A general expression for the normalized line-shape function G(£2) associated with an
optical transition from electronic state a to electronic state b is provided by Eq. (5.88),
where the transition energy is defined by Eq. (5.87). However, it is sometimes more
convenient to employ normalized line-shape functions of photon frequency or tran-

sition energy, related by
W 'g(v) = I(E) = 'G(Q), (5.140)

where
hv = E = |h(Qo + Q). (5.141)

For example, in the case of the configuration-coordinate model with linear coupling in

the low temperature limit, Egs. (5.90) and (5.94) imply
. exp(—So)SL
cO() = 3 SRESSS 50—, 5.142
N (5.142)
This line shape is the same for both absorption and emission, but £, is positive in
absorption and negative in emission. On the other hand, the energy gap of Eq. (5.132),

defined by
Eo = |th|, (5.143)
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is always positive, and the line-shape functions of photon frequency and transition
energy are given, respectively, by

gv) = gexp(;—f")sgam/k + puy /27 — V), (5.144)
I(E) = ;w(;—fw&f&(% + phwy — E), (5.145)

where the upper sign applies in absorption and the lower sign in emission.

Line-shape functions G(2) for absorption and emission are also identical in the more
general case of linear coupling to many symmetrical modes with a range of frequencies
at arbitrary temperature. It follows that the absorption and emission bands as func-
tions of photon frequency v or transition energy E are mirror images of one another
with respect to the zero-phonon line, p = 0; thus, in the low-temperature limit, they
have only the zero-phonon line in common.

5.5.2 Typical Huang—Rhys factors

The electronic wavefunctions of point imperfections in insulators and semiconductors
range from extremely compact to extremely diffuse. This variation in scale is reflected in
the strength of electron—lattice coupling, as manifest both in crystal-field splitting and
in the Huang-Rhys factor, S¢. Lanthanide ions, in which the valence charge density
shields the electrons in open-shell (4f) orbitals from the charges of neighbouring ions
rather than from the charge of the central nucleus, provide an extreme example of
compact wavefunctions. Their Huang—Rhys factors are typically of the order So=
0.01. It follows that zero-phonon lines account for 99% of the intensity of optical
spectra, and single-phonon sidebands account for most of the remaining 1%, thus rare-
earth spectra are characterized by very narrow lines. Iron-group transition metals have
significantly less compact open-shell (3d) orbitals. Their typical Huang-Rhys factors
range from Sp=0.01 to Spo=210, depending on whether crystal-field splitting is
involved, as is evident from Table 5.2. Their zero-phonon lines are still prominent, but
their sidebands are often dominant, as in the example of Fig. 5.3. Impurity-related
colour centres, such as the 7/°(1) centre, have more diffuse wavefunctions with Sy 2 10.
F-centre wavefunctions are even more diffuse, comparable with the lattice spacing.
Crystal-field splitting is responsible for their entire electronic structure, and they
exhibit the largest Huang—Rhys factors, as high as Sy=100. For them, the zero-
phonon line is no longer detectable and the line-shape function, smoothed by multiple
convolutions, is nearly gaussian. Shallow donor states in semiconductors provide the
extreme example of diffuse wavefunctions, which extend over very many lattice sites.
Since their excess electrons sample bulk properties, they are relatively insensitive to
ionic displacements and their typical Huang—Rhys factors are again S22 0.01.
Optical transitions in potential laser materials tend to fall into one of two categories.
Lasing transitions in fixed frequency lasers, e.g., intra-4f transitions of rare-earth ions
and ruby R lines, involve weak coupling, Sp < 1, while pump bands and lasing tran-
sitions in vibronic tunable lasers, e.g., alexandrite, involve strong coupling, So>> 1.
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5.5.3 Strong-coupling limit

The line-shape function G ®() for the configuration-coordinate model with linear
coupling is given for arbitrary temperature by Egs. (5.90), and its first three moments
are listed in Egs. (5.95).

It is evident from Eq. (5.95a) that Sj is the mean number of phonons emitted in the
transition. This result suggests that an appropriate value for the Stokes shift is 2So#wy,
in agreement with the classical Franck—Condon principle. On the other hand, Eq. (5.94)
implies that the intensity ratio of successive lines in the absorption spectrum at low
temperature is R,/R,_; = So/p. It follows that, for sufficiently strong coupling, the
envelope function is maximum near p= S, — 1. The Stokes shift based on the energy
difference between the peaks of the absorption and emission bands is then
(289 — 1)Awy. The peak energies differ from the first moments because the line shapes
are asymmetrical. The former are more convenient to determine experimentally than
the latter; however, the Stokes shift formula based on peak energies fails in the limit
So— 0, whereas the formula based on moments behaves correctly in this limit and
remains applicable at finite temperature.

For sufficiently strong coupling, Sy>> 1, the third moment, Eq. (5.95¢), becomes
relatively less important than the second, Eq. (5.95b), and the envelope of the line-
shape function can be approximated by a gaussian function with the same first and
second moments as the actual function,

T V2mSeg @A+ 1) | 2Sowd(2A+1)

It follows from the definition of 77, Eq. (5.91), that

GO Q) ;exp[ ﬂ] (5.146)

27 + 1 = coth(fiwo/2kpT ). (5.147)

The full width at half maximum (FWHM) is then given by

FWHM = [(8 In2)Sow? coth(fiwo/2ks T)] '/, (5.148)
In the high temperature limit, kg T >> 7wy, Eq. (5.146) reduces to
1 Q- So)?
GOQ) = exp|_ET0) | 5.149
( ) \/ 47TS()UJOkB T/h exp [ 4SOUJOkB T/h ( )

This approximation can be derived alternatively from a purely classical model in which
the line shape of the optical transition is interpreted as the projection of the thermal
density distribution of the initial-state configuration-coordinate values on the slope of
the final-state configuration-coordinate curve; it is thus a manifestation of the corres-
pondence principle. The corresponding FWHM is given by

FWHM = [(16In2)Sowok s T /H]'/2. (5.150)

Eq. (5.150) was adapted to a Jahn—Teller system in Eq. (7.26) by replacing Sofiwg
with EJT.
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Figure 5.10. Semi-classical approximation for the optical absorption line-shape
function for linear coupling to a single mode in the strong-coupling, low-
temperature limit.

In the low-temperature limit, Eq. (5.146) reduces to

1 (Q - Sp)?
GOQ) = - , 5.151
Y CXP[ 2508 } (5-151)
with FWHM given by
FWHM = [(81n2)Sow?] . (5.152)

This approximation can be derived alternatively from a semi-classical model in which
the line shape of the optical transition is interpreted as the projection of the square of
the lowest initial-state vibrational wave function, Eq. (5.80b), on the slope of the final-
state configuration-coordinate curve, as illustrated in Fig. 5.10.

5.5.4 Approximations for linear coupling to many modes

A model based on the theory of Pryce (1966) for linear coupling to many modes (§5.2.5)
can be implemented in the low-temperature limit by adopting an approximate gaussian
single-phonon sideband,

So

Aw) = oVnm

exp[—(w—wo)z/Zaz], (5.153)
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and by extending the lower limits of integration to —co in Egs. (5.96) to accommodate
the approximation. The resulting line-shape function is

662 = exp( { " Z ( Sp) exp [—(Qo— pwo)’/ 21’02] } (5,150

P

Equation (5.154) was employed to simulate the line-shape functions in Figs. 5.3 and
9.6b. The simplicity of this model is lost at finite temperature, however, since B;({2)
becomes distinctly bimodal, including both absorption and ¢mission of a phonon.

A related formulation by Weissman and Jortner (1978), which emphasizes the net
number of phonons emitted and incorporates a narrow-coupling approximation, pre-
serves the simplicity of the convolutions of a gaussian single-phonon sideband,
Eg. (5.153), even at finite temperature. The line-shape function for this model is

G(Q) = exp[—So(27 + 1 ]i i([so it1) ],,> ([soﬁ]">

p=0 q

&P {12 - (p — Quwol*/2(p + q)0?}

, 5.155
o/ 2p+qr (3:1552)
A= Sy! / " n(w)A(w) dw, (5.155b)

where the term in the summation with p=¢ =0 is identified with 6(2). Note that
Eq. (5.155a) reduces to Eq. (5.154) in the low-temperature limit.
The moments of the line-shape function of Eq. (5.155a) are [Bartram et al. (1986b)]

M, =Sy, (5.156a)
M, = So(1 + 02 /wi) (27 + 1), (5.156b)
M; = So(1 + 302 /wd); (5.156¢)

consequently, G(f2) can be approximated in the strong-coupling limit by

1 (Q - Sou)o)z
GO - , 5.157
(@)= V27So(wg + 02)(2a + 1) P 2So(wg +02) (2 + 1) ( )
with line width
FWHM = [(81n2)So(w? + o2) coth(fiwo/2ks T )] /2. (5.158)

5.5.5 Lattice Green’s function method for linear coupling to many modes

The single-phonon sideband, which was approximated by a single gaussian function in
Eq. (5.153), actually exhibits complex structure related to the phonon density of states
of the host lattice [DeLeo et al. (1981)]. In the harmonic approximation with assumed
time dependence exp(—iwt), perfect-lattice ion displacements u, with elements labeled
by lattice site £, ion type x and cartesian component ¢, satisfy Lagrange’s equations in
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the form [Maradudin ez al. (1971)]
L(w?)-u=0, (5.159a)
L'(w?) = M%? — @°, (5.159b)

where M? and ®° are square mass and force-constant matrices in the same space as u.
Normal modes of vibration of the perfect lattice are defined by the set of eigenvalues wj2
and eigenvectors X}), which satisfy orthonormality and closure relations of the form

X MO0 = 6y, (5.160a)
ZMO X0 =1 (5.160b)

The corresponding perfect-lattice Green’s function matrix and its analytic continu-
ation are given by

0.0

0(, 2y — g0/, ,2y=1 _ XX
W) =LY = zj:wz s (5.161a)
w(max) ’
Re GO(w? — ig) = ﬂ“‘P/o Im G°(w" 15)2;"—‘132, (5.161b)
ImG®(w? — ie) = Zx;) P 0w — wy), (5.161c)

where the limit £ — 0+ is understood and P denotes the Cauchy principal value.
A pointimperfection, such as a colour centre or impurity, modifies both the mass and
force-constant matrices and introduces additional forces acting on the ions,

1éj
aulna

Fiea = — V(u), (5.162)

where V(u) is the adiabatic potential energy associated with a particular electronic
state. The resulting single-phonon sideband for a transition between non-degenerate
states with linear coupling to many modes is given by

— ___1__ 3 0/ 2 R -1 LC9(,,2 . .
A(W) = —— AF Im{ [1-Gw? —ie) - 6L] " - GOw? — ls)} AF, (5.163a)
6L = —6Mw? + 6@, (5.163b)

where AF is the change in the force vector associated with the transition between
electronic states. Equations (5.163) can then be used in conjunction with the Pryce
formalism, Egs. (5.96)(5.98), to generate a line-shape function.

Rigid ions are assumed in the preceeding development. Polarizable ions can be
accommodated by employing the shell model for lattice dynamics [Dick and
Overhauser (1958)] or breathing shell model [Schréder (1966)]. The method can also be
extended to transitions between degenerate electronic states by exploiting the theory of
Jahn—Teller coupling to many modes with a range of frequencies [O’Brien (1972)]. Both
of these refinements were incorporated in an application of this method to the R centre
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in KCl [DeLeo et al. (1981)], based on independently determined shell-model param-
eters [Copley et al. (1969)]. In that application, the predicted single-phonon sideband
was compared directly with an experimental single-phonon sideband extracted from
the transition line shape by a deconvolution procedure [Giesecke et al. (1972)].

5.5.6 Approximations for quadratic and anharmonic coupling

The line-shape function G(Q2) for nonlinear coupling to a single mode in the harmonic
approximation is obtained by specializing Eq. (5.88),

G(9) = [1 — exp(—fw, /kpT)] > _ exp(—aliwa/kpT)
<3| [x(e-at ) (e~ 0F)dg| ot e~ ). (5164

Pure quadratic coupling was considered by Kubo (1952), Kubo and Toyozawa (1955)
and Keil (1965); the latter expressed the vibrational overlap integral in terms of an
associated Legendre polynomial. Qualitatively, G(Q2) in the low temperature limit
consists of a series of equally spaced delta functions multiplied by an envelope function
which exhibits a sharp cut-off on one side and an exponential tail on the other.

In the more general case of combined linear and quadratic coupling to a single mode,
Struck and Fonger (1975) appealed to recursion relations due to Manneback (1951) for
evaluation of the vibrational overlap integral and calculated the line-shape function
G(2) numerically as a histogram.

Woods et al. (1994) developed an even more general method for optical line-shape
simulation by direct diagonalization of the matrix of the vibrational Hamiltonian
within each electronic state in a common harmonic-oscillator basis. The vibrational
Hamiltonian for mode a of electronic state nis expressed in terms of ladder operators b,
and b}, defined by Eqgs. (5.81), in the form

HY
hw,

= bb} +%+ZC§,’?(ba+b;)". (5.165)
k

Evaluation of matrix elements is facilitated by Eqgs. (5.82). Matrices are truncated
to finite dimension, typically, convergence is achieved for dimensions less than 100.
Vibrational overlap integrals are evaluated as direct products of eigenvectors, and the
corresponding energy eigenvalues are employed in evaluation of delta-function factors
and thermal weighting factors. Line-shape functions are accumulated as histograms,
and the composite line shape for a finite set of discrete modes is calculated by numerical
convolution of the component line shapes. This method accommodates arbitrary
combinations of linear, quadratic and anharmonic coupling.

5.5.7 Zero-phonon line

The zero-phonon line, which predominates in most rare-earth spectra, is extremely
narrow compared with the single-phonon sideband. Nevertheless, its width is generally
orders of magnitude greater than lifetime broadening, Eq. 5.70, would suggest, and is
strongly temperature dependent. For a system in which the energy separation of initial
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and final electronic states, both from one another and from other electronic states,
exceeds the maximum phonon energy, the homogeneous broadening of the zero-
phonon line is mediated by Raman scattering which does not affect the radiative life-
time [DiBartolo (1968)]. It is manifest in a one-electron density of states function p(E)
for each electronic state, given by [Stoneham (1985)]

/2=

PE) = E R AR

(5.166a)

Approximate expressions for I' and A can be derived from the Debye model, in which
the crystal is treated as a homogeneous, isotropic elastic continuum with only acoustic
modes, but the phonon density of states is truncated at a maximum angular frequency
wmax = ks Tp/7 to preserve the number of degrees of freedom [DiBartolo (1968)],

7 To/T 6
I« (l) / X, (5.166b)
o/ Jo (ex=1)

T 4 oTo/T x3
Aoc(T—D)/O e"—ldx' (5.166¢)

The energy width I' is proportional to 77 at low temperatures, T < Tp, and to T2 at
high temperatures, T>> Tp, while the energy shift A is proportional to 7 at low tem-
peratures and to 7 at high temperatures. The absolute magnitudes of these parameters
depend on the strength of coupling of the electronic system to the strains associated
with acoustic modes. The line-shape function for the zero-phonon line is just the
convolution of the functions p(E) for the initial and final electronic states. It is evident
that the energy shift for a zero-phonon transition between two electronic states is just
the difference of their individual energy shifts A. It follows from the convolution the-
orem that the line-shape function is also Lorentzian and its energy width is the sum of
the individual energy widths I' for the two states. In systems which fail to satisfy
the assumed restrictions on energy separations, phonon-induced transitions to nearby
electronic states make a temperature-dependent contribution to the homogeneous
linewidth by enhanced lifetime broadening. Inhomogeneous broadening by random
strain distributions [Stoneham (1969)], for which the zero-phonon line shape is gaus-
sian, tends to be the dominant mechanism at very low temperatures in crystals and at
all temperatures in glasses. The line shape is intermediate between gaussian and Lor-
entzian when neither homogeneous nor inhomogeneous broadening is dominant.
Since the interplay between homogeneous and inhomogeneous processes as a function
of temperature is both ion and host dependent, the preceding observations should be
regarded as broad generalizations.

5.6 Nonlinear susceptibilities

Linear susceptibilities of optical materials are related to optical spectra by Kramers—
Kronig relations. They are calculated quantum-mechanically by evaluating the
expectation value of the dipole-moment operator, —e) ;r; in first-order time-
dependent perturbation theory, with the perturbation of Eq. (5.11). Thus for a system
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of identical ions of density N, the non-resonant linear susceptibility is given by

(1) Fab¥ba Fpa¥ab 5.167
X 60}12 [wb—wa—w+wb—wa+w’ (5.167a)

_ exp(—Tuwa/kpT)
* T Ycexp(~hwe/ksT)’

(5.167b)

where r,; is concise notation for {(a|>_;r;|b).

Nonlinear susceptibilities, discussed in §3.3.5, are manifest only in the presence of the
intense electric fields inherent in laser radiation. Their quantum-mechanical calcula-
tion proceeds by application of higher orders of time-dependent perturbation theory
[Bloembergen (1965)]. A general expression can be derived for the snth-order non-
resonant nonlinear susceptibility {Butcher and Cotter (1990)],

ngl a,.( —Wa3 Wiy« + - Wn)

Nen+1 Sr Z P, rfbl rgllbz U r;::-_llbnr;::a
6 nlhn oo lea —wy — "wn)(sza—WZ — ... —wn)...(ana_wn) s
(5.168a)
Wo =W +wy e+ (5.168b)
Qg = wp — wa, (5.168¢)

where p, o denote cartesian components. The total symmetrization operator Syimplies
that the expression which follows it is to be summed over all (7 + 1)! permutations of the
pairs (/J" wd’)’ (al’ (.4.)1), s (am wn)-

The second-order susceptibility derived from Egs. (5.168) is discussed in terms of
the structural properties of important nonlinear optical crystals in §9.8. The applica-
tions of optical nonlinearities in diode-pumped solidstate lasers are reviewed in §10.8.3.
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Radiationless transitions

6.1 Physical principles

The present chapter is concerned with transitions between optical levels of point
imperfections in solids in which energy is conserved by emission of phonons rather than
photons. Such transitions can introduce an undesired loss mechanism in laser materials
which competes with stimulated emission, but they also play an essential role in the
performance of laser materials, since excited states reached in electric-dipole-allowed
pumping transitions subsequently relax to metastable lasing states by a sequence of
radiationless processes.

Radiationless transitions are, paradoxically, both ubiquitous and elusive. They are
the rule, rather than the exception, following optical excitation; yet, they are inacces-
sible to direct observation. Radiationless relaxation is generally inferred from its
consequences, including such familiar phenomena as radiant heating and the absence
of luminescence. In favourable circumstances, the observation of luminescence with
diminished intensity and duration provides more detailed information about radi-
ationless processes. Quantitative understanding of some aspects of radiationless
relaxation has also proved elusive, in that theory has been more successful in eluci-
dating trends than in the prediction of absolute transition rates. Radiationless tran-
sitions generally belong to one of two categories: static processes which are thermally
activated from a metastable state, and dynamic processes which occur during rapid
relaxation immediately following excitation [Bartram (1990)]. Point imperfections in
solids provide examples of both categories.

6.1.1 Prepared state

Radiationless transitions can only occur between non-stationary states of a system;
thus the radiationless transition rate depends critically on the sort of non-stationary
state which is prepared in a given experiment. The structure of the prepared excited
state, the initial state for the radiationless process, depends both on the spectral
characteristics of the exciting light and on the absorption spectrum. The projected
radiative state [Rhodes (1977)] is a coherent superposition of those exact eigenstates
which are accessible by radiative transitions from the ground state in a frequency range
2x7~}, where 7 is the duration of a minimum uncertainty pulse or, equivalently, the
coherence time for continuous excitation. The interaction of the projected radiative
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state with a forbidden manifold (i.e., inaccessible by radiative transitions from the
ground state) mediates radiationless transitions.

The prepared excited state for a dynamic process is identified with the projected
radiative state itself. In the static case, on the other hand, the prepared state is a relaxed
excited state which evolves from the projected radiative state together with its inter-
acting forbidden manifold in a time which is short compared with the duration of
the thermally activated radiationless process of interest. In the latter case, the prepared
state is more appropriately described as a statistically mixed state rather than a pure
state.

The prepared state is generally assumed to be a Born—Oppenheimer state. This
assumption is warranted in the circumstance that the frequency range 277" of the
exciting pulse exceeds the frequency width Aw of the absorption band associated with a
single Born—Oppenheimer state, which is broadened by its interaction with the for-
bidden manifold, but does not encompass more than one such state [Rhodes (1977)].
Excitation with radiation whose coherence time exceeds the radiative lifetime of the
system excites a nearly exact eigenstate of the Hamiltonian which can only decay
radiatively. At the opposite extreme, a very short pulse excites a coherent superposition
of Born—Oppenheimer states [Rhodes (1971)].

6.1.2 Radiationless transition rate

It is generally assumed that the system Hamiltonian can be partitioned in the form
H=Hy+H, (6.1)

where the prepared state |p) is an eigenstate of H, and radiationless transitions are
mediated by H'. The choice of Hyis not uniquely determined by the prepared state. One
possible approach to the partitioning of H is based on Feshbach projection operators
[Feshbach (1962)] 2 and 2, defined by [Englman and Zgierski (1985)]

2 =|p){pl (6.2)
2=1-2. (6.3)
The prepared state |p) is clearly an eigenstate of H,, defined by
Ho=PHP + H2, (6.4)
with eigenvalue (p | H|p). It follows that H' is given by
H = PH2 + 2H?. (6.5)

The radiationless transition rate in first-order time-dependent perturbation theory is
then given by

Wie = (2n/B) Y [(p|PH2q)8(E, — E,)- (6.6)

It should be noted that H' makes a second-order contribution to the energy of state | p)
as well.
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Figure 6.1. Configuration coordinate diagram for linear coupling [after Bartram

(1990).

Equation (6.6) is actually more general than its derivation would suggest, in spite of
the fact that the choice of Hy is not unique [Englman and Zgierski (1985)]. The sub-
sequent development of the prepared state | p) is described by the imaginary part of the
projected Green’s function ZG#, where G is defined by

(E-H)G =1, (6.7)

and where Eis assumed to have an infinitesimal positive imaginary part. This approach
leads directly to Eq. (6.6) without appeal to the partitioning of H in Eq. (6.1).

6.2 Static processes
6.2.1 Mott theory

An early explanation of thermally activated radiationless transitions [Mott (1938),
Gurney and Mott (1939)] can be understood with reference to the configuration-
coordinate diagram of Fig. 6.1. The radiationless transition rate is given by the
Arrhenius equation

Wir = sexp(—AE/kpT), (6.8)

where the attempt frequency s is identified with the effective vibration frequency wy/27
associated with the configuration coordinate, and the activation energy AE with
the energy difference E between the crossing of adiabatic potential energy curves
and the minimum of the excited-state curve. The Mott formula, Eq. (6.8), provides
insight into the mechanism of radiationless transitions, and is useful in explaining
trends, but fails by tens of orders of magnitude to account quantitatively for measured
radiationless transition rates [Struck and Fonger (1975)].
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6.2.2 Adiabatic-coupling scheme

In the adiabatic-coupling scheme, radiationless transitions are presumed to occur
between Born—Oppenheimer states ¢20(r, Q), defined by Egs. (5.72)—(5.75). Radia-
tionless transitions between Born—Oppenheimer states of the same multiplicity
(internal conversion) are mediated by the non-adiabaticity operator, defined by

HNA"I)E,? = (H - Enu) m? = [TN, ¢n]0nu
& > " (n/0Qp) (0 /0Qp). (6.9)

p

Radiationless transitions between states of different multiplicity (inter-system cross-
ing) are mediated by spin—orbit interaction,

N
Hso =Y &(rl; - s, (6.10)
=1

where £(r) isdefined by Eq. (4.2). In general, the interaction ZH 2in Eq. (6.6) is given by
PHI = PHna2 + PHgo 2, (6.11)

and the operative part of ZH.2 depends on the nature of the forbidden manifold of
states with which the prepared state interacts.

Since the prepared state for a static process is a mixed state, the radiationless tran-
sition rate Wr between electronic states | i) and |f) is obtained by thermally aver-
aging the right-hand side of Eq. (6.6) over initial vibrational states « and summing over
final vibrational states 3,

War = (2%) DD Pal(WR1PHAWED) *6(Ers — Eio), (6.12a)
= 5

CXp(—Eia/kB T )

P, = .
Za’ CXp(—EiQ/ /kB T)

(6.12b)

In the case of internal conversion, it is convenient to distinguish between promoting
coordinates @, which mix the initial and final electronic states, and accepting coor-
dinates Q, which absorb the difference in electronic energy [Lin and Bersohn (1968)].
The matrix element in Eq. (6.12a) for the case of internal conversion has often been
approximated by the expression

(US| Hualgh0) 2y~ —#[U(0) ~ Ur(0)] ™ (¢ (0)|(OH. /0Qp) g0l $:(0))(67510/0Qp|1a)»
F4
(6.13)

proposed by Huang and Rhys (1950) in analogy with the Condon approximation for
radiative transitions, Eq. (5.84). More recently, this popular approximation has been
shown to be internally inconsistent in the present context, predicting transition rates
which are too small by three orders of magnitude [Huang (1981)], and various ‘non-
Condon’ corrections have been proposed [Ridley (1978)]. The difficulty with the
Condon approximation arises from evaluation of the energy denominator
U:(Q) — Ur(Q) at the initial-state equilibrium configuration rather than in the vicinity
of the avoided crossing of the adiabatic-potential-energy curves.
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6.2.3 Static-coupling scheme

In the static-coupling scheme, radiationless transitions are presumed to occur between
crude-adiabatic states ¥/$A(r,Q), defined by Egs. (5.120). The non-adiabaticity
operator Hya is ineffectual in this scheme, since

Hya¢S2(r, Q) = 0. (6.14)

Instead, radiationless transitions are mediated by the operator 2{V (r,Q)— ¥ (r,0)]2.

The approximate equivalence of the adiabatic- and static-coupling schemes has been
demonstrated by several authors at a certain level of approximation [Helmis (1965),
Pissler (1974, 1982), Gutsche (1982), Burt (1983)}], although it has also been demon-
strated that they cannot be precisely equivalent [Wagner (1982), Denner and Wagner
(1984)]. This approximate equivalence provides a more tractable expression for the
required matrix element in the adiabatic-coupling scheme [Bartram and Stoneham
(1985)],

(W29 | HNaluBR) 2 Sy (0)|(OH./8Q)) ol 81(0)) {8751 Oy lB1c)- (6.15)
p

If one makes the additional assumptions that it is feasible to separate variables in
Eq. (5.75), that the harmonic approximation is valid, that the normal coordinates are
the same in both initial and final electronic states, and that the symmetry is sufficiently
high that promoting and accepting modes are distinct, then the vibrational wave-
functions may be written as

6 (Q) =[x (2 H X(Qa — O8), (6.16)
14

and Eq. (6.12a) becomes

War = Y 4wl G(—Q + wp) + (7 + 1)G (= = wy)], (6.17)
14

where G(£) is the accepting-mode normalized line shape function of Eq. (5.88) with
electronic-state designations a, b replaced by i, f,

2
X0 — O)xD(Qa — 0104 65 — Vo ~ Q- Q),  (6.18)

fl, is a promoting-mode phonon-occupation number,
i, = [exp(hw,/ka T) — 1], (6.19)
and v, is the promoting interaction defined by
vp = (m/ 1)) |(#7(0)|(OH/0Qp) gl $:(O)) . (6:20)

The corresponding expression for inter-system crossing at the same level of approx-
imation is simply

Wi = (27/1)}{¢y(0)| Hsol$:(0))* G(— ). (6.21)
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We have adopted the convention that 2, defined by Eq. (5.86d) with a, b replaced
by ../,

1% = Ur(QY") - U:(QY), (6.22)

is positive in absorption and negative in emission, contrary to the convention of
Bartram (1990).

The line-shape function G(£2), Eq. (6.18), also describes spectral line shapes for
radiative transitions, as described in Chapter 5. However, the radiationless transition
rate depends on this function for values of its argument which are very far from the
range of values accessible to direct observation. Reliable evaluation of this line-
shape function is the central problem in the application of the theory of static
radiationless transitions, since its exact form depends on the model assumed for
accepting-mode interactions. An exploration of alternative models is the agenda of
subsequent sections. The vibrational overlap integrals for o, # 3, in Eq. (6.18) are
non-vanishing only if the equilibrium values of @, differ in the initial and final
electronic states (linear coupling), if the accepting-mode vibration frequencies differ
(quadratic coupling), if there are departures from the harmonic approximation
(anharmonic coupling), or any combination of the above. It is convenient to classify
models by the nature of their coupling.

6.2.4 Linear coupling

In the special case of linear coupling to a single accepting mode (configuration-
coordinate model), the radiationless transition rate is obtained by combining Eq. (6.17)
with Eqgs. (5.90). We will consider several limiting cases of interest, with the additional
assumption of a single promoting mode. In weak coupling, Sp < 1, typical of rare-earth
impurities, the energy-gap law applies [Riseberg and Moos (1968), Moos (1970)],

Wir = vexp(—ap)(@ + 1)° /+/2np, (6.23a)
a=In(p/Sy) — 1, (6.23b)
where p(= | Qg | /wp) is the number of accepting-mode phonons required to bridge the

energy gap between initial and final electronic states. In strong coupling, typical of F
centres, thermally activated behaviour is predicted [Englman and Jortner (1970)],

Wi 2= V[(27 + 1)/27S,]"? exp(—E 4 /ks T*), (6.24a)
ksT* = (fiwo/2) coth(fiwe/2ks T), (6.24b)
Ep = (h|Q0| — Sofiwo)” /4Soliwo. (6.24c¢)

where E, is the curve-crossing energy with respect to the minimum of the upper
adiabatic potential energy curve, as indicated in Fig. 6.1. Equations (6.24) reduce to
the Mott formula, Eq. (6.8), in the limit kg7 >> 7wy, except that the frequency factor s
reflects the promoting interaction and can no longer be identified simply with the
vibration frequency wgy/2n. However, unlike the Mott formula, they also predict a
finite transition rate at 7= 0, due to zero-point vibration, which may be described as
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‘tunneling’. The effective activation energy at intermediate temperatures is given by

61n(WNR) 2
AFE g = — ————— = Easech”(huwy/2kgT). 6.25
eff O(kBT)_I asech” (Fiwo /2kpT) ( )

Finally, in the limit 7=0, the general expression for Wy for arbitrary values of Sy
reduces to

War = vexp(—So)S™" /(p — 1)L (6.26)

A closed form expression for the normalized line-shape function G(£2) is no longer
available in the case of weak linear coupling to many modes with a range of vibration
frequencies. In that case, one can employ the line-shape function of Pryce (1966),
Egs. (5.97) and (5.154), or the refinement of Weissman and Jortner (1978), Egs. (5.155).

6.2.5 Quadratic and anharmonic coupling

Line-shape functions G(£2) for nonlinear coupling can be generated numerically and
displayed as histograms by the methods described in §5.5.6. The method of Struck and
Fonger (1975), which exploits recursion relations due to Manneback (1951), is
applicable to combined linear and quadratic coupling to a single mode in the harmonic
approximation. A more general method [Woods et al. (1994)], which employs direct
diagonalization of the matrix of the vibrational Hamiltonian within each electronic
state in a common harmonic-oscillator basis, is applicable to combined linear, quad-
ratic and anharmonic coupling to a single mode. In either method, the composite line
shape for a finite set of discrete modes can be constructed by numerical convolution of
the component line shapes.

6.3 Dynamic processes
6.3.1 Landau—Zener theory

A seminal treatment of dynamic radiationless transitions was presented independently
by Landau (1932) and Zener (1932, 1933) in the context of molecular dissociation and
atomic collisions. In this formulation, the electronic motion is treated quantum-
mechanically and the nuclear motion, classically. The contemplated situation is an
avoided crossing of adiabatic potential-energy curves Ui (Q), k=1i,f, at @=0p. A
parameter of the theory is v=dQ/dt evaluated at Q = Qy. Zener showed that the
probability that the system traverses the crossing adiabatically (i.e., that it follows one
adiabatic potential-energy curve) is given by

Py =1 — exp{—2ne? /hvls; — 7|}, (6.27)

sk = (dUx/dQ) pg,» (6.28)

where 2¢ is the minimum separation of adiabatic potential-energy curves.
In the present application, the potential energy curves are parabolas with an energy
gap 7| Q| and an avoided intersection at an energy E5 above the minimum of the
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Figure 6.2. Avoided crossing of adiabatic potential energy curves, illustrating the
DKR criterion {Dexter et al. (1955)] for athermal quenching of luminescence
{after Bartram (1990)].

upper curve, as shown in Fig. 6.2. It follows from the Landau—Zener theory that the
probability Pyr for a radiationless transition in a double traversal of the avoided
crossing is given by

Pag = 2Py (1 — Py), (6.29)

v =[2(E - E4 - hj|)", (6.30)

where a mass-weighted configuration coordinate is assumed, and E is measured from
the minimum of the lower curve.

The implications of Landau—Zener theory for radiationless transitions of point
imperfections in solids depend on the details of the relaxation process following exci-
tation. The configuration coordinate Q which interacts with the electronic system (the
‘interaction coordinate’) is typically not a true normal coordinate of the crystal.
Nevertheless, one can treat it as an approximate normal coordinate by effecting
atransformation which introduces coupling of the corresponding localized mode to the
remaining lattice modes, thus providing a damping mechanism for vibrational exci-
tation. The rate of damping is proportional to the range of frequencies of normal
modes which contribute appreciably to the interaction coordinate. In cases where the
interaction coordinate is a normal coordinate for a true normal mode, it is still coupled
to lattice modes via anharmonicity. In either case, the strength of this coupling governs
relaxation behaviour.

6.3.2 Seitz criterion

An early application of the Landau—Zener approach to point imperfections in solids is
embodied in the Seitz criterion for luminescence [Seitz (1939)]. Seitz tacitly assumed
sufficiently strong coupling to lattice modes to ensure that the local mode behaves as an
over-damped harmonic oscillator. Thus, for the configuration coordinate diagram of
Fig. 6.2, the system ‘slides’ down the upper curve to its minimum following radiative
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Figure 6.3. Avoided crossing of adiabatic potential energy curves, illustrating the
Seitz criterion [Seitz (1939)] for athermal quenching of luminescence [after
Bartram (1990)].

excitation, and the avoided crossing never comes into play; consequently, efficient
luminescence is expected. A contrasting case is illustrated in Fig. 6.3, in which the
minimum of the upper curve lies outside the lower curve. In this case, Seitz assumes that
the relaxation proceeds sufficiently rapidly that the avoided crossing is traversed dia-
batically (P;< 1), but, by virtue of over-damping, it is traversed just once. In this case
also, the system ‘slides’ to the minimum of the upper curve. By virtue of the Franck—
Condon principle, the lower curve is inaccessible from this point by spontaneous
emission. Accordingly, the minimum of the lower curve is ultimately reached by a
thermally activated process, unaccompanied by luminescence. The Seitz criterion has
been designated ‘the slide rule’ by Englman (1979).

6.3.3 Dexter—Klick—Russell criterion

Dexter, Klick and Russell (DKR) (1955) proceeded from the opposite assumption of
a weakly damped harmonic oscillator. The DKR rule predicts radiationless de-
excitation of an excited point imperfection in a solid when the energy reached in a
Franck—Condon transition from the ground electronic state lies above the avoided
crossing of adiabatic potential energy curves, as shown in Fig. 6.2, since the avoided
crossing is traversed many times with gradually diminishing velocity as vibrational
energy is slowly transferred to the surrounding lattice. The DKR criterion for radi-
ationless de-excitation in the special case of linear coupling, as elaborated by Bartram
and Stoneham (1975) can be expressed as A > 0.25, where A is defined as the ratio of
excited-state relaxation energy to optical absorption energy,

Sohu)o

A=—rn———.
hIQ()I + Sohu)o

(6.31)

For comparison, the Seitz criterion for radiationless de-excitation in linear coupling
isA>0.5.
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Figure 6.4. Model of Stoneham and Bartram (1978) for the residual quantum
efficiency of fluorescence of a system which satisfies the DKR criterion for
athermal quenching [after Bartram (1990)]. Branching occurs from a parity-mixed
vibronic state at the curve-crossing energy. Subsequent cooling can proceed in
either electronic state and fluorescence quantum efficiency is determined by the
branching ratio.

Multiple traversals of the avoided crossing in the slow-cooling limit do not ensure an
absolute prohibition of luminescence for 0.25< A <0.5. In order to predict the
quantum efficiency of residual luminescence in this range, Stoneham and Bartram
(1978) developed a theoretical model for the dynamic process from a different point of
view. Their model incorporates a vibronic state of mixed parity involving both
accepting and promoting modes.

Essential features of the model are illustrated in Fig. 6.4. Optical absorption is fol-
lowed by gradual cooling of accepting-mode vibrations until the total energy coincides
with the crossing of potential energy curves. This crossing is not avoided in the static-
coupling description employed in the theory. At this energy, a strong vibronic mixing
of ground and excited accepting-mode crude-adiabatic (CA) states is mediated by the
promoting interaction. Subsequent cooling can then proceed in either electronic state
until the system either returns directly to the relaxed ground state or reaches the relaxed
excited state from which it ultimately decays radiatively on a much longer timescale.

Fluorescence quantum efficiency 7 is determined by the branching ratio R of cooling
from the mixed vibronic state to the excited and ground electronic states, respectively,

R

“13% (6.32)

n

With the assumption of non-degenerate electronic states, the rate of cooling in each
state is approximately proportional to its vibrational quantum number at the crossing,
and R is given by

R=(1-2A) (6.33)
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6.3.4 Extended crossing

The model of Stoneham and Bartram incorporates the extreme heuristic assumption
that the promoting interaction is effective only between a single pair of CA states at the
curve-crossing energy. Leung and Song (1980) and Jortner (1979) correctly observed
that the promoting interaction is effective between many such states both above and
below the curve-crossing energy.

An elaboration of the concept of vibronic states of mixed parity is embodied in the
detailed computational model of Englman and Barnett (1970). In their static coupling
formalism, the vibronic states are expressed as linear combinations of CA states,

wixed(r, 0) = Z ae¥CA(r, Q) + Z b,yﬂwfcg‘(r, ), (6.34)
o 8

where yCA(r, Q) is defined by Egs. (5.120). Coefficients a,, and b.,5 are determined by
diagonalizing the matrix of the Hamiltonian

H = Hi|i)(i| + Hr| ){f + T(){f] + 1)), (6.35a)
H; = 1hwo[P + (Q — A)?] — K, (6.35b)
Hy =1hwo[P? + 07, (6.35¢)

in a representation of CA states. The Frank—Condon offset A is defined by Fig. 5.3.
This form, in which mixing is mediated by aninteraction whose transfer matrix element
T between electronic states is treated as an adjustable parameter, correctly represents
spin—orbit interaction in inter-system crossing. However, it is only an approximate
representation of the promoting interaction in internal conversion and obscures the
requirement that a promoting-mode phonon be emitted or absorbed in the radia-
tionless transition. Numerical examples [Barnett and Englman (1970)] reveal not only
strong horizontal mixing of CA states near the crossing energy, but also vertical mixing
of CA states for which the classical turning point of one potential-energy curve coin-
cides with the minimum of the other.

6.3.5 Coherent state

Detailed and rigorous applications of Landau—Zener theory to dynamic radiationless
processes of point imperfections in insulators have been presented by several investi-
gators [Kusonoki (1979), Kayanuma and Nasu (1978), Nasu and Kayanuma (1978),
Kayanuma (1982), Sumi (1980, 1982a,b)]. A common feature of these applications is
the adoption of a constant transfer matrix element 7 between electronic states, which
determines the minimum separation 2¢ in Eq. (6.27).

A condition for applicability of the Landau—Zener theory in the low temperature
limit is that the prepared state be a coherent vibrational state associated with a single
electronic state, of the form

Y (r, Q) = ¢(r, Q) exp(—$S0) 1/ S/Vixm (Q) exp[—i(v + §)wot], (6.36)

where S is the zero-temperature Huang—Rhys factor. Femtosecond pulsed excitation,
or an equivalently short coherence time, is required for the preparation of such a state.



188 Radiationless transitions

The expectation value of the vibrational energy associated with this coherent state is
E — Ey = (So + })fiwo. (6.37)

The coherent state is not a stationary state; rather, it is a localized wave packet which
retains its shape while oscillating between classical turning points with angular fre-
quency wo. Damping of the oscillation in each electronic state appears as a natural
consequence of dephasing of the normal modes which are superposed in the interaction
coordinate. This dephasing can occur very slowly in the case of a sharp resonance
produced by mass or force-constant changes associated with a point imperfection.
Since the maximum value of Png, given by Eq. (6.29), is 0.5, thorough quenching of
luminescence can occur only if the cooling rate in the excited state is sufficiently slow
to permit many traversals of the avoided crossing, but fast enough in the ground state
to suppress the back reaction.

6.4 Manifestations of radiationless transitions
6.4.1 Thermal activation

Radiationless relaxation is usually inferred from the observation of luminescence with
diminished intensity and duration when radiative and radiationless transition rates are
comparable. In a static process, the radiationless transition rate between states of the
same multiplicity is given by Eq. (6.17), and that between states of different multiplicity
by Eq. (6.21). Since the rate increases very rapidly with increasing temperature,
observable effects are confined to a relatively narrow temperature range. Within that
narrow range, In Wy varies approximately linearly as a function of 1/ T; consequently,
Wnr can be fitted approximately to an Arrhenius equation, Eq. (6.8). However, the
fitting parameters have an uncertain physical significance [Struck and Fonger (1975)];
thus, the activation energy AE and frequency factor s should not be identified too
literally with specific features of the configuration-coordinate diagram.

The luminescence lifetime as a function of temperature for an electric-dipole allowed
transition is then well represented by the expression

1 1 1 B 1 AE
m =—3 + Z(—ncoth(m> + —exp(— kB—T>, (6.38)

TR T T TNR

which combines the radiative transition rate due to odd components of the static-
crystal-field, 1 /73, with the phonon-assisted rate from Eq. (5.122) and the radiationless
rate from Eq. (6.8), where the frequency factor s is replaced by 1/7ng. As an example,
the measured lifetimes 7(7") are plotted in Fig. 6.5 for three chromium-doped halide
elpasolite crystals [Andrews ez al. (1986b)]. The solid curves are least-squares fits to the
data of Eq. (6.38) with the assumption of a single odd mode and no odd components of
the static crystal field, and the optimum parameters are listed in Table 6.1. (A somewhat
different fitting function was employed in the original publication.) It can be seen that
the onset of thermal quenching occurs rather abruptly. With continuous optical
excitation, the emission intensity remains constant below the onset temperature, but
diminishes rapidly above that temperature until it is no longer observable. The effects
of thermal quenching are apparent only in the narrow temperature range between the
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Table 6.1 Optimum values of parameters for radiative and non-radiative transitions inferred from
the temperature dependence of fluorescence life times of chromium-doped halide elpasolites
plotted in Fig. 6.5 and chromium-doped scandium borate plotted in Fig. 6.6

Crystal w0 (us) D (em™) s=1/rnr (sec™Y) AE (em™)
Cs;NaYClg: Cr** 130 164 3.8x 10" ‘ 4250
K,NaScFq: Cr*+ 476 263 12x 108 7270
K,NaGaF: Cr** 526 270 5.2 x 10" 9240
ScBO,: Cr3+ 200 255 3.1x10° 3700
103 E
10°
o~~~ l |
2 10E
e C
10°
lo-lillllllllllllllllll
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Figure 6.5. Luminescence life times as a function of temperature for substitutional
Cr** in Cs;NaYClg (¢), K;NaScF¢ ([J) and K;NaGaFg (A) [after Andrews ef al.
(1986b)]. Solid lines are least-squares fits to Eq. (6.38). Optimum parameter
values are listed in Table 6.1.

onset temperature and the temperature at which luminescence effectively disappears. A
second example with similar features is provided by the laser material ScBO3: Cr**;
measured life times 7(T') for this crystal [Lai et al. (1986)] are plotted in Fig. 6.6, and
the optimum fitting parameters are listed in Table 6.1.

Semi-log plots of Wygr vs. 1/T, calculated from Egs. (6.17)—(6.20), exhibit pro-
nounced curvature over a wide temperature range, contrary to Eq. (6.8). For example,
the radiationless transition rate of K,;NaScF4:Cr**, calculated by the method of
Woods et al. (1994) for a two-configuration-coordinate, linear- and quadratic-cou-
pling model of Bartram et al. (1986a) with parameters optimized to fit experiment over
a narrow temperature range, is plotted over a much wider range in Fig. 6.7. Thus the
Mott formula (Arrhenius equation) with adjustable parameters should be regarded
properly as a convenient device for summarizing experimental data within a limited
temperature range, rather than as a fundamental theory.
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Figure 6.6. Luminescence life times as a function of temperature for substitutional
Cr** in ScBO; [after Lai et al. (1986)). Optimum parameter values are listed in
Table 6.1.
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Figure 6.7. Radiationless transition rate as a function of reciprocal temperature
for Cr**: K,NaScFg, predicted by the two-configuration coordinate, linear- and
quadratic-coupling model with optimised parameters [Bartram et al. (1986a)).
The dashed line is a plot of the Mott formula, Eq. (6.8), with the parameters of
Table 6.1 over the temperature range accessible to direct observation.

6.4.2 Transition-metal and rare-earth impurities

The validity of the energy-gap law, Eqs. (6.23), has been well established experimen-
tally for rare-earth impurities with Sy < 1, as evidenced by Fig. 6.8 [Riseberg and
Weber (1977)]. The effective accepting-mode vibration frequency wy is that of the
highest frequency mode to which there is appreciable coupling, since Wygr is an
extremely sensitive function of the number p of phonons required to bridge the energy
gap. The promoting interaction v is ordinarily treated as an adjustable parameter.
Transition-metal impurities provide examples of both inter-system crossing and
internal conversion. The energy-gap law is not generally applicable to transition-metal
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Figure 6.8. Radiationless decay rates from various electronic levels of rare-earth
ions as a function of energy gap to the next lower level. The effective phonon
energies are given for each host material [after Riseberg and Weber (1977)].

impurities, which are characterized by intermediate electron—lattice coupling (Sp = 1).
Rigorous calculations for static radiationless processes based on the assumption of
linear coupling to a single accepting mode account well for trends, but often fail by
many orders of magnitude to explain absolute rates of radiationless de-excitation.
These discrepancies have stimulated diverse speculations concerning appropriate
modifications of the theoretical model. Sturge (1973) emphasized the extreme sensi-
tivity to anharmonicity of radiationless transition rates, which he illustrated for Co>*
in KMgF; by replacing parabolic potential energy curves with Morse potentials.
However, Morse potentials, designed to model the asymmetric potential energy curves
of diatomic molecules, are manifestly inappropriate for impurities in solids. Struck
and Fonger (1975), on the other hand, have emphasized a comparable sensitivity to
quadratic coupling within the harmonic approximation. Bartram ez al. (1986a)
demonstrated that a semi-empirical model which incorporates simultaneous linear
coupling to an a;, mode and quadratic coupling to a f,, mode accounts well for
4T2g — 4A2g radiationless de-excitation of Cr’* in host crystals of elpasolite structure,
including K;NaScF¢, K,;NaGaF4 and Cs;NaYClg, as evidenced by Fig. 6.7. This
model, which was designed to explain the ambient pressure life time data plotted in
Fig. 6.5 [Andrews et al. (1986b)], was also successful in predicting the pronounced
pressure dependence of luminescence lifetimes observed in the chloride elpasolite
[Rinzler et al. (1993)]. Calculations on the fluoride elpasolites were subsequently
extended by Woods et al. (1994) to include combined linear and quadratic coupling to
ayq, € and 1, modes, as well as anharmonic coupling to the a;, mode, with parameters
determined ab initio from an embedded-cluster model, with generally encouraging
results.

The promoting mode for 4T2g — 4A2g radiationless de-excitation of Cr’* in octa-
hedral coordination is a #;, mode, corresponding to a rigid rotation of the octahedron,
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as illustrated in Fig. 3.2. The integrand of Eq. (6.20) then has the form

<%>QI( j:f:aﬁ)zx,y, ) (639)

where a is the chromium-ligand distance and Ze is the ligand nuclear charge. The
wavefunctions in this integral are those appropriate to the un-rotated ligands. It is
imperative to employ exact wavefunctions and potentials rather than pseudo-wave
functions and pseudopotentials [Bartram and Stoneham (1985)].

6.4.3 Colour centres

For the subset of F centres in alkali halides which exhibit luminescence at low tem-
peratures, the dominant competing thermally activated quenching mechanism at
higher temperatures is thermal ionization, as evidenced by photoconductivity mea-
surements [Swank and Brown (1963), Bosi et al. (1968), Stiles et al. (1970), Honda and
Tomura (1972)).

F centres in five of the alkali halides (Nal, NaBr, LiCl, LiBr and LiF), as well asin a
number of other crystals, exhibit little or no luminescence even at liquid helium tem-
perature. Athermal quenching of F-centre luminescence in these materials was
explained as a dynamic process by Bartram and Stoneham (1975) in terms of the DKR
rule [Dexter et al. (1955)]. Values of A inferred from the temperature dependence of
absorption spectra on the assumption of linear coupling substantially exceed 0.25 for
all of these cases, but not for the cases where efficient luminescence is observed. The
absorption bands of F centres in NaCl and KI, with A values of 0.260 and 0.231,
respectively, span the curve-crossing energy. In these borderline cases, excitation on the
low-energy side of the absorption band has been shown to produce luminescence with
greater quantum efficiency than excitation on the high-energy side [Wakita ez al. (1981),
Hirai and Wakita (1983)].

The observation of F-centre luminescence at low temperatures in Nal and NaBr
with much less than 1% quantum efficiency is consistent with the prediction [Bartram
and Stoneham (1983)]

R=(1-2A)%/3, (6.40)

where R is reduced by a factor of three relative to Eq. (6.33) by virtue of the three-fold
degeneracy of the excited state. Efficient thermally activated F— F’ conversion of
optically excited F centres at elevated temperatures in these materials does not neces-
sarily imply that anexcited Fcentre passes through its lowest vibrational state; rather, it
can be understood as a dynamic process analogous to recombination-enhanced defect
reactions, considered below.

The T7°(1) centre in alkali halides has proved to be particularly promising as a laser
material, as discussed in Chapter 4. The failure of analogous Ga’(1) and In°(1) centres
[Van Puymbroeck et al. (1981)] to exhibit appreciable luminescence even at 10K was
explained successfully in terms of the DKR mechanism [Ahlers et al. (1984)].

A unique radiationless process has been observed in Fy centres, consisting of F
centres in alkali halides perturbed by molecular anion impurities (CN~ or OH™)
[Yang et al. (1985)]. Optical excitation of the Fy centre is followed by eflicient
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radiationless conversion of electronic energy to internal vibrational energy of the
molecular anion. Since these vibrations decay radiatively, subsequent time evolution
of the system can be followed experimentally. It remains to develop a convincing
theoretical model for the radiationless step in the optical cycle.

6.4.4 Recombination-enhanced defect reactions

Lang and Henry (1975) have demonstrated that carrier recombination at deep-level
impurities in semiconductors occurs by a multiphonon emission process. The relaxa-
tion energy released in the capture of an electron at a deep-level impurity is available to
promote a defect reaction, e.g. annealing by defect migration [Dean and Choyke
(1977), Lang (1982)]. The thermal activation energy of the defect reaction is diminished
by the relaxation energy released during this dynamic process. Weeks ez al. (1975) have
speculated on the mechanism for channeling the relaxation energy into the reaction
coordinate. Recombination cross sections have been measured by the technique of
deep-level transient spectroscopy (DLTS) which utilizes capacitance changes in a p—n
junction.

Photolysis of alkali halides provides a second example of a recombination-enhanced
defect reaction. Excitons created by UV radiation are quickly self-trapped and usually
decay by radiative recombination. However, in a significant fraction of cases, a com-
peting dynamic radiationless process culminates in the generation of pairs of F
centres and H centres on a picosecond timescale [Bradford ez al. (1975), Williams et al.
(1986)].
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Energy transfer and excited state absorption

Various excited state processes, in addition to radiative decay, are important to laser
performance. The quenching of luminescence reduces the excited state lifetime and can
cause sample heating, thereby contributing to photothermal effects such as thermal
lensing and thermal shock. Luminescence quenching also results in reduced laser slope
efficiency, as discussed briefly here. Other excited state processes that require con-
sideration are excited state absorption and energy transfer. In excited state absorption
(ESA) a photon excites an electronic centre from the ground state to an excited state,
which then relaxes to some lower lying metastable level. A second photon promotes the
centre to an even higher energy state. Energy transfer arises when the optical centres are
close enough together to interact, and this occurs when the concentration exceeds some
lower bound, which need not be large. Although the energy levels of the interacting ions
can be unaffected at such concentrations, the interion interaction is strong enough to
enable excitation to be transferred between them. Prior to 1966, energy transfer was
understood to involve excited states of donors (|D*)) interacting with the ground states
of acceptors (|A)). Auzel (1966) pointed out that excited acceptors (|A*)) also receive
energy from excited donors (|D*)), and that energy differences can be exchanged as well
as absolute energies. Energy transfer from excited donors to the metastable levels of
acceptors can be treated by generalization of the Férster—Dexter theory outlined
in §7.1. Three upconversion luminescence mechanisms are outlined in §7.4: sequential
two-photon excitation pumping (STEP), energy transfer upconversion (ETU) or as
it is sometimes called addition of photons by energy transfer (APET) and avalanche
absorption pumping (AAP). Excited state absorption leading to STEP is most easily
recognized at low concentrations of active ions, since both ground and excited state
absorptions are on the same ion. However, ETU and AAP require higher concentra-
tions (> 1 at.%) of donors and acceptors. In principle, energy may be transferred over
many lattice sites in ETU and AAP processes before radiative or nonradiative decay
returns the system to the ground state. In consequence, ETU and AAP are not
restricted to the absorption of two-photons, since the absorption can be repeated on
several activator sites: for example, Yb>-to-Tm>* energy transfer in Tm>*:Yb**:
BaY,Fg upgrades 970 nm pump radiation to blue upconverted luminescence at 475 nm
in a three-photon process.

The consequences of energy transfer are readily studied via the luminescence chan-
nel of the optical pumping cycle, including the concentration, excitation and time
dependences of the upconverted luminescence spectra. Energy transfer may enable

194
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excited state absorption: when an excited donor ion is de-activated and returns to the
ground state, the excited acceptor being promoted to an even higher level from which
it may decay radiatively or nonradiatively. In general, energy transfer may result in
concentration quenching of luminescence, sensitization of the acceptor luminescence,
parasitic absorption loss by ESA and upconverted luminescence. There is a growing
demand for visible region laser devices for applications in colour displays, high density
optical recording, reprographics and underwater optical communications. Upcon-
version lasers have the potential to provide practical, compact, all-solid-state sources at
wavelengths from the ultraviolet to the red. High resolution spectroscopic techniques
can distinguish the separate contributions of acceptors and donors at low temperature,
including optical hole burning (OHB), fluorescence line narrowing (FLN), transient
grating spectroscopy in three- and four-wave mixing geometries and optical free
induction decay [Yen and Selzer (1981), Macfarlane (1994a,b)]. However, the elec-
tronic structures of the RE*>* jons are complex and in experiments at high temperatures
(< 100K) many individual lines can overlap due to thermal broadening so that com-
plete assignments of particular inter-multiplet transitions have only occasionally been
successful. Irrespective of the details of the upconversion mechanism, the primary
function of upconversion is to upgrade infrared photons to blue-green photons.
Microscopic theories of energy transfer started with Forster (1948) and Dexter
(1953), who used perturbation calculations to estimate transfer rates in terms of the
spectral overlap between the absorption and emission line-shape functions of donor
and acceptor ions, respectively. Subsequently Orbach (1967) and Holstein et al. (1981)
developed a first-principles energy transfer theory for vibronic ions which included the
electrostatic and electron—phonon interactions on an equal basis. Strong coupling
corrections to these microscopic theories were made subsequently by Kohli and
Huang-Liu (1974). In principle, these theories apply to isolated donor—acceptor pairs.
Experimental reality relates to a very large number of randomly distributed ions in a
material, which must be modelled statistically starting from a set of coupled differential
equations. Solutions of these equations are complex and give different time evolution
regimes for the diffusion and hopping models [Huber (1979), (1981), Burshtein (1985)].

7.1 Microscopic theory of donor-acceptor energy transfer

The simplest method of transferring excitation from one ion to another involves the
absorption of the photon emitted by the excited donor at the acceptor site. This process
of radiative energy transfer may be repeated many times before a photon emitted by the
donor exits the crystal. Alternatively the ion last to be excited in the excitation chain
may decay nonradiatively to the ground state. Radiative energy transfer was first dis-
covered in a ruby crystal that contained only 0.05% Cr** [Varsanyi et al. (1959)]. In
single crystals the luminescence lifetime was 15ms at 77 K. However, the lifetime was
shorter in finely dispersed powder increasing with particle size from 4 ms for very fine
powders up to the single crystal value of 15ms. This result indicates that radiative
trapping within some finite volume of the crystal causes the lifetime to be increased
in bulk samples. More generally, energy transfer is nonradiative and the emission—
reabsorption mechanism is replaced by site-to-site transfer mediated by some inter-
ionic coupling mechanism. The nonradiative energy transfer process, illustrated in
'Fig. 7.1, involves the simultaneous de-excitation of the donor ion and excitation of the
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Figure 7.1. Energy transfer between excited donor, D*, and acceptor, A, spatially
separated by the vector distance, R, over which they are coupled by the inter-
action, H'. The ions have the same electronic energy level structure, with overlap
of emission and absorption bands, required by conservation of energy [after
Henderson and Imbusch (1989)].

acceptor by an electrostatic, magnetic or exchange coupling between them. The
Forster—Dexter theory gives the rate of donor—acceptor energy transfer as

27

WDA=-h—|(

DA’ A [ go(E)en(E) dE. (1)
The overlap integral in Eq. (7.1) contains normalized shape functions gp(E) and go(E)
for homogeneously broadened, radiative emission (gp(E)) and absorption (ga(E))
transitions on donor (D* — D) and acceptor (A — A*), respectively. Expanding the
electrostatic interaction term between electrons on the donor and acceptor, H', yields
an electric dipole—dipole term varying as (erp)(era)/R>, an electric dipole—quadrupole
term (erp)(er})/R* and an electric quadrupole—quadrupole term (er3)(er?)/R®; the
orbital radii for electrons on the donors and acceptors are, respectively, rpand 5, and
R is the donor—acceptor separation [Dexter (1953)]. Assuming allowed electric dipole
and electric quadrupole transitions for the matrix elements appropriate to radiative
transitions in Eq. (7.1) leads to the ratio

WM W wl = 1:(a/R)*: (a0/R)* ~1:1072:107*,

when R= 104 and qy is the Bohr radius. This estimate shows that energy transfer by
electric quadrupole mechanisms can be significant in solids, even though the radia-
tive electric quadrupole transition, which has strength (ap/\)?~ 10~ relative to the
radiative electric dipole transition, is unimportant. Magnetic dipole—dipole processes
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scale as R™°. Exchange-induced donor—acceptor energy transfer may involve direct
exchange between donors and acceptors or super-exchange via overlap with interven-
ing ligand ions. In either case H,, = Jyexp(—R/L), in which Jp is the isotropic
exchange constant and L is a characteristic range for the interaction.

For dipole—dipole energy transfer the rate is given by

W — :;( 1 )I(unll(uAI/ iE, (12)

4megn?

where the |()|* are squared matrix elements for radiative electric dipole transitions on
donor and acceptor. Equation (7.2) may be re-written:

Wi =2 (L) (ZE) B [ arerate)a, 73

4megn? 2mw

using fp = (2mw/3%e?)|{up)|* as the oscillator strength of the radiative transition at
the central frequency, w, of the transition [Henderson and Imbusch (1989)]. The oscil-
lator strengths fp and f can be measured from the decay rate of the D* — D radiative
transition and the strength of the A — A* absorption transition. A microscopic multi-
polar D—A transfer rate is defined from Eq. (7.3) as

Woa = o) R, (7.4)

where n=6, 8 or 10 for dipole—dipole, dipole—quadrupole and quadrupole—
quadrupole interactions, successively. Since the luminescence lifetime tends to 7x as
the interaction reduces to zero at some critical acceptor concentration, ny, it follows
from Eq. (7.4) that

TR - O‘g’g‘ s (75)

where the critical range Ry = /(4/37no) can be determined by measuring the D-A
energy transfer rate as a function of acceptor concentration, n,.

Energy can be transferred also between ions even when there is an energy mismatch,
AEpa, between the D* — D emission and A — A* absorption transitions, as shown in
Fig. 7.2. In this case the perturbation H' includes multipolar interactions between
electrons on the donors and electrons on the acceptors in which case energy transfercan
involve one-phonon excitations, although interference terms may reduce the strength
of such processes. In consequence, two-phonon-assisted energy transfer dominates the
one-phonon processes because of a reduction in these interference terms, especially at
room temperature. However, when A Ep 4 is significantly larger than the bandwidth of
the vibrational spectrum multiple-phonon-induced energy transfer is necessary to
bridge the energy gap. The effectiveness of quadratic coupling when large numbers of
phonons are excited may lead to very efficient nonradiative decay of the excited state
[Bartram (1984)]. Phonon-assisted energy transfer, illustrated in Fig. 7.2, requires a
matrix element in the transition probability, Eq. (7.1), that takes the form

(D, A%, n(é,q)|H'|D*, A, n(£, q)), (7.6)
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Figure 7.2. Phonon-assisted excitation transfer in which the energy mismatch,
AEp,, is made up by the absorption or emission of lattice quanta.

in which the vibrational state of the lattice is specified by the phonon occupation num-
bers n(é, g) for polarization mode £ and wave vector q. Equation (7.6) shows that the
coupling Hamiltonian, H’, does not itself change the vibrational state of the lattice.
When the energy mismatch between sites is significantly greater than the energy
bandwidth of the phonon system it is made good by the excitation of a number of
lattice quanta of appropriate energy. The magnitude of the matrix element in Eq. (7.6)
depends crucially on the nature of the initial and final states. For states with the
same parity at the same site the electric dipole matrix element vanishes and electric
quadrupole—quadrupole interactions dominate the energy transfer. However, when
states with different parities are involved, the electric dipole—dipole interaction is
dominant. Excitation transfer by phonon-assisted processes involves not only site-to-
site coupling but also electron—phonon coupling, of the sort described in §5.2, acting
independently at each site. The Hamiltonian mediating electron—phonon coupling is
proportional to a strain operator linear in the phonon annihilation and creation
operators defined by Eqgs. (5.81). The electron—phonon coupling strength for the ion at
site j (D or A) is denoted by f( /) in the ground state of that ion and g( /) in its excited
state. The order in which these perturbations are applied is very important since it can
lead to cancellations in the excitation transfer rate that may be complete except that
there are differences between the ion-lattice couplings at the D and A sites, and
between the ion—lattice couplings in the ground and excited states at a given site (either
D or A sites). This latter is the normal situation in phonon-terminated laser transitions.
Kohli and Huang-Liu (1974) have shown that all the transition rates for single-
phonon-assisted energy transfer processes are reduced by the Debye—Waller factor
exp[—&(T )], where

¢(T) = /\s(zns + 1), (7.7)

and n, is the Bose occupation factor appropriate to an optical phonon of energy Aw;
with polarization index s. The explicit dependence on the difference in the ion—lattice
coupling in ground and excited state comes from

£ () — g

/\s = >
(Aw)®

(1.8)

where g and flabel the ground and excited states respectively, and j indicates either
the donor or acceptor site.
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The important energy transfer processes were reviewed comprehensively by Holstein
et al. (1981). They identify one-phonon-assisted transfer, one- or two-phonon-assisted
radiative transfer, single-site two-phonon-assisted resonant and non-resonant energy
transfer and two-site two-phonon-assisted non-resonant transfer. One- or two-site
specifies the spatial position for the ion-lattice coupling. These processes are expected
to be important in vibronic laser transitions. In two-site two-phonon-assisted non-
resonant energy transfer, the absorption and emission of phonons takes place at dif-
ferent sites. In consequence, energy transfer cannot be treated by the Férster—Dexter
theory involving spectral overlap between transitions. Hamilton et al. (1977) showed
that the transfer rate varies as (kg7')* and is independent of energy mismatch, AEpa.
In contrast, the single-site two-phonon-assisted resonant and non-resonant transfer
processes may be formulated in terms of spectral overlap, even though they have rather
different temperature dependences for the transition rates.

7.2 Macroscopic theory of donor—acceptor energy transfer
7.2.1 No donor—donor transfer

In principle the Forster—Dexter theory of energy transfer, and its subsequent refine-
ments, relate to isolated D—A pairs within a volume of material large compared with
the range of the interaction that couples the donor and acceptorions. The reality of the
experimental situation is rather different, involving the behaviour of a large number of
randomly distributed donors and acceptors having a range of discrete values of the
donor—acceptor separation, both smaller than and larger than the interaction range. In
this case a macroscopic theory of energy transfer must apply statistical techniques to
the ensemble of coupled ions and include the possibilities, not only of D* — A energy
transfer, but also of A* — D back-transfer. Usually energy back-transfer is ignored
because the totality of forward D* — A transfers is much more probable. This affords
considerable mathematical simplification. Acceptor—acceptor transfer is also usually
omitted. The resulting statistical treatment of energy transfer, including D* — D
transfer and D* — A transfer, starts from a set of coupled equations :

dp, 1
dt(t) = — (E + ZX,,[ + ; Wmf) Pn(t) + ; Won Py (t), (79)

in which 7y is the intrinsic, excited donor (D*) lifetime, W,,,, is the D* — D transfer rate
from the nth to the n’th donor, X,,;is the D* — A transfer rate from the nth donor to the
Ith acceptor and P,(¢) is the probability that the nth donor is excited at time ¢ [Huber
(1979)]. If the nth donor is excited then P, =1 and the summation X,, = XX, over all
acceptors / depends on the arrangement of ions in the neighbourhood of the nth donor
ion. Numerous authors have given solutions to Eq. (7.7); their results have been ele-
gantly reviewed by Huber (1981).

In the static case, when there is no D* — D transfer, Huber (1979) finds an exact
solution,

(P(1))e = exp(~1/R) [ [ (1 = ea(1 = exp(=Xu))), (7.10)
i
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where the configurational average of P,(f) over all arrangements of donors and
acceptors, {P(?)). is defined in terms of the total number of donor ions, np, by

Y Palt) = np(P())., (7.11)

and c, is the probability that a site is occupied by an acceptor ion and the summation in
Eq. (7.10) is over all sites in the lattice. If a sharp pulse of radiation excites the donors
then the donor luminescence signal In(f) decays as {P(f)). in non-exponential fashion
with initial rate

1 dip(s) 1
m a ——T—R+CAZX()[. (7.12)

A continuum approximation used by Inokuti and Hirayama (1965) is physically
unrealistic near 7= 0 since there are large contributions to the initial decay from D*-A
pairs with vanishingly small separations. The smallest D*—A separations are not
permitted by the discreteness of the crystal structure. Watts (1975) solved Eq. (7.9)
using ‘reasonable approximations’ and determined that for D—A transfer by dipole—
dipole interaction (P(f)). decays non-exponentially with time according to

(P(1)), = exp {- ;;7 - g-ﬂﬁ/znA(ag;t)‘/z : (7.13)

In the limit that no D*-A transfer occurs then {P(?)),. follows the intrinsic, exponential
decay of the excited donors with radiative lifetime 7r. In contrast, decay at the critical
concentration ns = ny is much faster, as is illustrated in Fig. 7.3. The physical inter-
pretation of this decay pattern is straightforward. For close D—A pairs the decay is fast
and this determines the decay at short times. However, at longer times energy transfer
occurs from excited donors, D*, to acceptors at the average D—A separation and this
occurs at the radiative decay rate. The more distantly separated pairs retain their
excitation energy over even longer times, so that the decay rate decreases, without ever
reaching the decay rate, 75!, of isolated donor ions.

7.2.2 Influence of donor—donor energy transfer

The theory of donor—acceptor energy transfer in the presence of donor—donor transfer
is very complex, although the starting point is still Eq. (7.9). An exact solution for
(P(1)). exists when D*—D transfer is exceedingly fast [Huber (1979)]. The donor decay
rateis then (1/7r) 4+ caX X0y, as is the initial decay rate of excited donors in the absence
of D*-D transfer. Yokota and Tanimoto (1967) treated the migration between donor
ions as a diffusion process, characterized by a diffusion constant, D, dependant on both
the donor concentration and the D*-D transfer rate. At low donor concentrations,
assuming dipole—dipole D*—D energy transfer, the diffusion constant is,

4/3
D= % (gﬂnp) agl)). (7.14)
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Figure 7.3. The temporal evolution of (P(#)). after an initial excitation pulse at
t=0 for D*—A energy transfer in the absence of D*-D transfer. In (a) no D*-A
transfer occurs. In (b) D*—A energy transfer occurs by dipole—dipole (n = 6) inter-
action at the critical acceptor concentration of n4/ng= 1. In general, the decay is
non-exponential, as it is for dipole—quadrupole and quadrupole—quadrupole
interactions [after Henderson and Imbusch (1989)].

Generally, the diffusion model is valid when the D*—-D transfer is much weaker than the
D*-A transfer. The asymptotic decay rate, i.e. when ¢t — 00, is given by

1 1 af) _ 1 6\ (@)
;="T;+ W]§A ) = E+21nDnA(a]()]))) (al())\) ’
1 ©\* 3/a
_-7-;:+ 8-5nA(aDA) D4, (7.15)

in which D is expected to be temperature dependent.

Energy migration has also been treated as a random walk among donors, in which
the excitation is located on an excited donor for an average time 7, before hopping to
another donor [Burshtein (1972)]. According to Watts (1975), the average transfer rate,
75!, for dipole—dipole transfer is

1 (2m\?
== (—3—) 3ol (7.16)

where np is the donor density and the microscopic constant for energy transfer
by the dipole—dipole mechanism, agl)) is given by Eq. (7.5). The donor decay is
also non-exponential, but becomes exponential in the asymptotic limit, where the
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decay rate is

1 _1 (hop)
=t W
T '3 + DD

1 -
=;£+CAZ Xoi(1+ 7oXa)) ™, (7.17)
7

the summation being over all sites specified by / [Huber (1979)]. Very soon after the
sharp excitation pulse at ¢ =0, but before migration becomes significant, the decay rate
becomes (Tr) ™" + ca XX, Which s identical with the decay of (P(f))in Eq. (7.12). This
result is also the same as the D*—A decay rate in the limit of exceedingly fast D*—D
transfer. When hopping becomes very rapid, i.e. 7o — 0, decay is exponential at all
times with this same rate, i.e.,

1 1
oy (1.18)

p
The general problem of D*—A energy transfer in the presence of D*~D transfer
has been discussed extensively [Watts (1975), Huber (1981), DiBartolo (1984) and
Burshtein (1985)]. Generally, the diffusion model is appropriate to weak D* — D
excitation transfer and the hopping model to strong D* — D transfer. For dipole—
dipole transfer mechanisms we may write:

Diffusion model: o5 < o), (7.19)
Hopping model: ag])) > a]()6 ,{. (7.19b)

Henderson and Imbusch (1989) have illustrated these theoretical results schematically
in graphs of the donor luminescence intensity as a function of time after the excitation
pulse. Figure 7.4(a) is the obvious result that in the absence of any energy transfer the
luminescence decays with the radiative lifetime, 7r. The static limit, which is illustrated
in Fig. 7.4(b) assuming ns = 2ny and a{)% = 0, is non-exponential at all times. The
diffusion limited case is illustrated for the same D*—A and D*-D transfer rates
(i.e. weak D*—D transfer) by Fig. 7.4(c): the chosen value of D = %(agle 4) corres-
ponds to the excitation migrating a distance Ry through the crystal in a time 7g. The
decay becomes exponential in the asymptotic limit, Eq. (7.15), within a few radiative
decay periods.

Recognition of the limiting behaviour in energy transfer processes requires careful
measurement of the decay profile with time as a function of the donor concentration.
Transfers from Eu* ions (D*) to Cr** (A) in Cr>* : Eu phosphate glass serves as an
excellent example of diffusion-limited energy transfer (Fig. 7.5). At 77K and in the
absence of Cr’* the 600—700 nm luminescence in the Dy — F; transition of Eu**
decays exponentially with the radiative lifetime of 7g =2.1ms. As the amount of
Cr**-dopant increases both Eu>* and Cr** luminescence occurs, even though the Eu>*
donors are the only ions to be directly excited, indicating that Eu**—Cr>" transfer is
occurring. Initially the Eu®* decay in the presence of Cr’* is non-exponential,
becoming eventually exponential, see Fig. 7.5, showing that both |D*) — |D) migration
and |D*) — |A) transfer are occurring [Weber (1971)]. At 77K the Eu** — Eu®*
migration is slow relative to Eu’™ — Cr>* transfer. As anticipated from the foregoing
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Figure 7.4. The decay of the donor luminescence under various hypothetical

—
(=4
|

N

Donor luminescence intensity —
—_
(=)
|
H

10-¢

T T T 1
B @) .
(b)
©)
1 (d o
(e
1 1 | 1
0 2 4
t / TR —s

conditions [adapted from Henderson and Imbusch (1989)].

Eu®™* luminescence intensity

Figure 7.5. The variation in the time dependence of Eu** luminescence intensity
from Cr**: Eu(PO3), glass with increasing Cr*>* concentration [after Weber (1971)).
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discussion, the asymptotic decay rate is given by Eq. (7.15) with Wp, being accurately
proportional to D**, in excellent agreement with the diffusion model. The prediction
for the hopping model, with the same D*—A transfer rate and a much faster D*-D
transfer (7o =7g/10) is shown by Fig. 7.4(d) to have a short non-exponential decay
before becoming single-exponential with decay rate given by Eq. (7.18). As the D*-D
transfer rate increases this short period of non-exponential decay becomes even
shorter. Whenever D*—D transfer occurs, no matter how efficient the transfer between
donors, all decays have the same initial decay rate, defined by Eq. (7.12). The decay
curves in Fig. 7.4(b)—(e) assume identical D—A transfer rates with different migration
rates through the donors: all have the same initial decay rate (Eq. (7.12)). This rate
persists at all times when the migration through the donors is exceedingly rapid
(Eq. (7.18) and Fig. 7.4(e)), when the excited donors sense the average environment due
to acceptors.

Similar analyses apply to transfer by dipole—quadrupole and quadrupole—
quadrupole interactions. To confirm the nature of the transfer process, including the
multipolarity of the microscopic interaction parameter, ag?.‘, requires very accurate
time resolved spectroscopy including measurements of the decay of donor (and/or
acceptor) luminescence and its dependence on the D—A concentrations and sample
temperature [Henderson and Imbusch (1989)]. More recently Grinberg et al. (1998)
have shown that continuous function decay analysis of the non-exponential decay
profile can determine the distribution of acceptors around donor sites and identify as
many as 100 multisites of luminescent ions in glasses and disordered crystals [Yamaga
et al. (1992), (1996), Grinberg et al. (1995)].

7.3 Excited state absorption

In general, luminescence lifetime measurements show that excited state populations
can decay over timescales ranging from the very short (several nanoseconds) to the very
long (many seconds). The maintenance of a significant excited state population facili-
tates the absorption of a second photon by an ion or defect that carries it into an even
higher energy state. The illustration in Fig. 7.6 shows a real intermediate state to be
populated by the ground state absorption (GSA) transition. In this vibronic system,
there is nonradiative decay via accepting mode phonons before absorption of another
photon in the excited state absorption (ESA) transition. When the offset between the
configuration curves of the excited states B* and C* is large, Fig. 7.6(a), the ESA
appears as a broad band. However, for a small difference in the electron—phonon
coupling, Fig. 7.6(b), the offset between B* and C* is small, and the ESA signal is a
sharp zero-phonon line. The photons involved in the ESA transition may be abstracted
either from the pump beam or from the luminescence signal. In either process, ESA
reduces the net gain, increases the laser threshold and may add an additional thermal
load on the system.

Normally ESA spectra are measured in pump-probe experiments. Both the spectral
dependences of the absorption coefficient and the transition cross sections can be
determined. So also may the excited state population density be determined. Typically,
a xenon arc lamp is used to probe transversely the excited state population created by
a flashlamp pump beam [Fairbank et al. (1975), Andrews et al. (1986a), Caird et al.
(1988)]. Although this technique is useful in identifying centres, it can be difficult to
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Figure 7.6. Configurational coordinate description of an excited state absorption
transition leading to (a) a broad vibronic band and (b) a sharp zero-phonon line.

discriminate between ESA and fluorescence signals because both decay under pulsed
excitation with the same emission lifetime. Petermann (1990) has used a CW technique
to overcome this difficulty. An excited state population is created by focusing an intense
pump beam from an Ar™ or Kr* laser at some point in the sample. A probe beam from a
Xe arc lamp is focused through a pinhole to maximize overlap at the pump and probe
beam foci. The intensity of broadband light from the arc lamp transmitted by the
excited sample is then measured by a photomultiplier tube. The probe beam is chopped
using an electromechanical chopper that provides a reference signal for the lock-in
detector. The intensities of light passing through the pumped (J,,) and unpumped (1)
sample are then measured or compared during the ON/OFF periods, after adjustment
of the chopping frequency to null out the luminescence signal. From the Lambert—Beer
law, Egs. (1.1) and (5.43), these intensities for a sample of length L are

L(v,&) = Ly(v,&) exp(—a(v,&)L), (7.20)
and
L,(v,€) = I(v,é) exp(—a (v,6)L — op(v,€)L), (7.21)

where the subscripts u and p refer to the unpumped and pumped conditions, and the
superscripts refer to absorption to first (1) and second (2) excited levels, respectively.
Hence the additional absorption, Aq, associated with the excited state population is

Aa(v,é) = (1/L) In(L,/L,), (1.22)

in which the v, € in parentheses indicates that the induced absorption coefficient varies
with frequency, v, (or A) and may be polarization sensitive (£). As the measurementsin
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Figure 7.7. The ESA and GSA spectra of Cr’* in the K,NaScF elpasolite [after
Andrews et al. (1986a)].

Fig. 7.7 show, the pump-induced absorption coefficient, A, may be positive, corres-
ponding to ESA, or negative when there is ground state depletion. Andrews et al.
(1986a) made these measurements on Cr’*:K,;NaScFg over the wavelength range
200—700 nm. The GSA and ESA spectra shown separately in Fig. 7.7 demonstrate
that bleaching occurs in the regions of the 44, 4T, and *4, —*T;, GSA bands.
In between these bands at A= 510nm there is a strong 4T, — 4T, ESA transition.
(The asterisk indicates that the ESA originates on the relaxed excited state, *7,".) There
are no other ESA features down to wavelengths as short as 300 nm. Bleaching over the
wavelength range of the 44, —*T, GSA shows that the observed ESA reduces the
efficiency of possible laser action.

Assuming that the total concentration of active ions is N = Ng“ = Né’ + NP, and
since the absorption cross-section (¢) and absorption coefficients are related through
oN=alL, the following equation can be obtained for the cross section for ESA,;

0o\ €) = ag(\,€) + (NPL) ™ In(ly/ 1), (1.23)

permitting the determination of the cross-section for the ESA transition once NP is
determined by rate equation analysis [Petermann (1990)]. Although the absorption
coefficient is a convenient experimental quantity to measure, the cross-section, o, is the
more fundamental property of the optical centre. In effect, the cross-section measures
the target size presented by the absorber to the incoming photon. Evidently, from
Eq. (7.23), the cross-section varies across the shape function of the transition, as is
evident in Fig. 7.7.

The first measurements of ESA in Cr>*-doped crystals were reported by Fairbank
et al. (1975) for Cr** in AL,O5(ruby), Be3Al,(SiO3)s (emerald) and MgO. In these hosts
Cr** jons occupy strong crystal-field sites and the observed ESA spectra originate on
the long-lived 2E state. The subsequent recognition that ESA can be an important
loss mechanism in numerous transition-metal ion-doped laser crystals has led to
rapid developments in this field of spectroscopy [Petermann (1990), Moncorgé and
Benyattou (1988), Payne et al. (1988b, 1994)]. ESA spectra are of fundamental interest
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not only since they characterize the electronic and vibronic properties of higher lying
levels in ways not open to ground state absorption measurements, but also because
such parasitic losses may overlap the laser absorption and emission transitions, thereby
reducing laser efficiency and increasing the necessary threshold pump power. Partial or
complete overlap of an ESA transition with a laser emission reduces the effective
emission Cross section o, defined by

Oeff = Oem — OESA (7'24)

where 0o, and ogsa are the emission and ESA cross-sections, respectively. To deter-
mine o, accurately requires independent measurements of oo and ogsa. For the 3d°>
ions such as V2* and Cr*' there may be problems of determining the initial and
terminal levels coupled by the radiation field. For these ions the ordering of low-lying
excited states depends on the strength of the crystal-field. In strong field sites where
Dq/B>24and AE=E(*T,) — ECE) > 1000 cm™! (§5.4), 2E is lowest and the excited
transitions will be spin-allowed to higher lying spin doublets (°E,2T>,%T;, etc.).
In contrast, for weak field sites (Cr’*: LLGG, V?*:MgF,) *T; is the lowest lying
excited state and 4T2——>4T1a,b transitions will dominate the ESA spectrum. In the
intermediate crystal-field regime thermally-derived populations of both 2E and *T,
levels will lead to a more complex spectrum involving ESA transitions originating on
both 2E and *T, levels. Determining the spectral characteristics of such transitions,
wavelength and bandwidth, polarization strength and dipolar identity may not be
straightforward.

Interpretation of ESA spectra of V2*: MgF, and V?*: KMgF; [Payne et al. (1988b)]
and Cr** : colquiriites [Payne e al. (1989b), Lee et al. (1989)] led to a model of ESA
transitions in weak field hosts involving the coupling of E, phonons to orbital triplet
states via the Jahn-Teller effect, §5.2. In these cases, since 4T, is always the emissive
level, the most probable initial state for ESA will also be *T>. A coupling of the orbital
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triplet states *7, and *T; to phonons of E, symmetry will spontaneously distort the
CrF§ octahedron and lift the degeneracy of the T, and *T; states, as is illustrated
in Fig. 7.8. Two broad ESA transitions are indicated on this sketch with energies

E\=Ey+Egx and E,=E;+4Ej, (725)

in which Ej is the crystal-field separation of *T, and *T), states without the distortion
that is stabilized by the Jahn—-Teller energy, Eyr. The FWHM bandwidths in this
Jahn-Teller model, AE| and AE,, are derived from Eq. (5.150) by substituting Eyy for
Soh(do,

AE, = (16In2)"}(ExkT)"/?* and AE, = (64In2)"/*(ExkT )", (7.26)

which are valid only in the limit of strong coupling and high temperature (Eyr, k7>
hv). Typically E; can be estimated from the Tanabe—Sugano diagram (~ 1500 nm, i.e.,
6670 cm™ ') and Ejp~ 500 cm™!, indicating that E; = 7000 cm™! (or A, = 1430 nm) and
E,=8500cm™" (\, = 1180 nm), with room temperature bandwidths AE; = 1075cm ™!
and AE,=2150cm™". Obviously AT — 4Tla(l, 2) ESA bands overlap in the near infra-
red region. In contrast, because the Jahn—Teller effect in the 4T, state is negligible,
only a single *T, — *T, band is expected close to the predicted crystal-field energy
of 20000 cm™! (500 nm). In strong field hosts where the 2E state of 3d? ions is lowest
it is expected that 2E — 24,, 2T}, *T, and 2E, will be fairly narrow and overlap near
650 nm, with 2E — T, occurring near 21 500 cm™! (465 nm). It is evident, therefore,
for hosts with intermediate crystal-field sites, that ESA transitions may occur not only
in the spectral region (~ 1200 nm) of the 4T, —* 4, emission but also near 650 nm and
465 nm where they may compete with ground state transitions in absorbing pump
radiation.

The possible transitions on the excited states of optical centres include stimulated
emission, which can lead to laser amplification, and stimulated absorption from the
excited state to an even higher energy excited state. When the ESA spectrum overlaps
the wavelength range of the pump or emission band it reduces laser efficiency and
increases the threshold pump power. In such cases ESA is an unwanted i.e., parasitic
absorption. Excited state splittings, including those associated with the Jahn—Teller
effect, play an important role in determining whether a particular gain medium will
support laser operation. A number of examples of parasitic losses in ESA to higher
lying states will be presented in Chapters 9 and 10, where laser operation is catastroph-
ically impaired by such ESA processes, including Ti**-doped YAG and YAP and
Ce>* . YAG also. In some other cases, e.g., Cr** : alexandrite and Cr** : colquiriites,
excited state processes including luminescence quenching have only modestly adverse
impact on laser performance. The detailed effects must be evaluated on a case-by-case
basis.

7.4 Experimental studies of excited state processes

Although single-photon absorption and radiative decay are fundamental to the optical
properties of defects, transition-metal ions and rare-earth ions in crystalline and glassy
materials, there are also excited state processes that influence possible laser operation.
The excited state occupied following the absorption of a photon of appropriate energy
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may decay radiatively by emission of a photon or nonradiatively by the emission of
phonons bridging the excited state—ground state energy gap. This latter processis often
referred to as thermal quenching of luminescence, since it results in the shortening of the
luminescence lifetime and decrease in luminescence intensity with increasing tem-
perature (§6.4). In ideal circumstances the spectroscopy of a novel optical centre/host
crystal should be carried out at low concentration to record unambiguously the spectra
of isolated centres. As the concentration is increased various consequences follow from
the interaction of the centre with its environment. In general, the ionic misfit between
the centre and the host crystal causes strain, which builds up with increasing con-
centration. Optical spectra are inhomogeneously broadened by such strain [Stoneham
(1969)]; the effects of strain broadening are normally observable in experiments on
optical zero-phonon lines. Broadening also occurs with increasing concentration by
virtue of weak multipolar and/or exchange interactions between centres. These inter-
actions can be studied by high resolution laser spectroscopy [Yen and Selzer (1981)].
Although they will be too weak to change the energies of levels, they may induce
excitation to be transferred nonradiatively between neighbouring sites. Under appro-
priate conditions, the excitation may transfer from site to site through the crystal before
eventually reaching traps or sinks, impurities or defects that de-excite nonradiatively.
The decrease in the luminescence efficiency of the material with increasing concen-
tration of active centres is referred to as concentration quenching. The decay of the
excited state population is then, in general, non-exponential with time and indicative
of a reduced lifetime of the upper state reached in the absorption transition. Con-
centration quenching occurs by energy exchange processes between two ions, one
excited [D*) and one in the ground state |A), resulting in the donor returning to the
ground state |D) and the acceptor being excited to a higher level |A*). A sequence of
such events is terminated at the surface by the emission of a photon of appropriate
energy or when the excitation reaches a nonradiative trap. Concentration quenching by
energy transfer involving two (or more) simultaneously excited ions can result in one
excited ion relaxing to the ground state as the second ion is excited to an even higher-
lying excited state. This process has been termed energy transfer upconversion (ETU).
Sequential two-photon excitation pumping (STEP) involves a single ion. As Fig. 7.6
shows, the absorbed photon takes an ion into an excited state, which relaxes vibro-
nically before the ESA of a second photon by that ion promotes it to an even higher-
lying excited state. Both ETU and STEP transitions can convert infrared photons into
visible luminescence, and even visible laser action [Macfarlane (1994a,b)].

7.4.1 Quenching of luminescence and laser efficiency

Nonradiative decay leading to the Stokes shift between absorption and emission
transitions yields a four-level system of advantage in laser pumping (§1.3). However,
nonradiative decay into the ground state of the system, which competes with the
radiative process, both reduces laser efficiency and causes sample heating. These are
important contributants to optothermal and thermomechanical responses of laser
materials. The nonradiative decay is usually probed in measurements of the tem-
perature dependence of the luminescence decay rate, (r(T)~"), Eq. (6.38), which is
related to the luminescence radiant efficiency, n(T), by

nT)=7(T)/m(T), (1.27)
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where 0 < 7(T) < | and 7g(T’) contains contributions to the radiative lifetime induced
by static (75) and dynamic (77) odd-parity distortions of the crystal-field (§6.4.1).
The fitting of experimental 7(T") versus T measurements to Eq. (6.38), which includes
nonradiative decay across an energy gap, was discussed in §6.4.2 for octahedral Cr**-
doped halide elpasolites and the laser crystal Cr>* : ScBOs. This partitioning of excited
state energy between radiative and nonradiative decay also has important con-
sequences for laser performance. In the presence of energy transfer, values of rg (T") are
determined by fitting the luminescence decay to theoretical temporal profiles reviewed
in §7.1 and §7.2. Whether the fluorescence is quenched by thermal and/or concentra-
tion dependent processes there will be a concomitant decrease in laser efficiency and
increase in laser threshold.

Laser efficiency is most usually defined by the slope of the graph of laser output
power plotted as a function of laser pump power. This is essentially the gradient of
Eq. (1.32), written in power units and involving the Einstein coefficient Bs4 or, from
Eq.(1.16), A3 = (7r(T))~'. In consequence, the measured slope efficiency, s, is written
as

ns = femn(T)T/(L+T) (7.28)

in which 7; is the intrinsic slope efficiency from Eq. (1.32), the factor, f, represents the
effective fraction of pump photons absorbed by the gain medium and T/(L+ T)
reflects the division of stimulated emission into that transmitted by the output coupler
and that part dissipated internally. In a co-axially pumped laser with large absorption
coefficient f— 1, but in transverse pumping f'is usually small. For lasers where the gain
per pass is large (e.g. colour centre and Ce>* lasers) efficient operation is achievable
with T large enough to swamp out the internal cavity losses since T/(L + T) may be
close to one. In both three- and four-level lasers, (§1.3), the laser pump efficiency
€ = (Ap/ A1) is less than one because of the wavelength shift between pump (A,) and laser
emission (A;) bands. The radiant efficiency, 7(T") can be much smaller than one when
thermal and concentration quenching processes are active, whereas ¢ is usually a sig-
nificant fraction of one. In ruby pumped at the peak of the “4, — *T, band (570 nm)
and operated on the R;-line (693 nm), £ =2 82% and (T") at 300 K is 71.0 - 0.5%, the
luminescence efficiency of the *T, — %4, emission of Cr** : GSGG at room tempera-
ture is 84 + 1.0 % and that of the 2E — 2T emission of Ti’*: A1,03 is 69.5+ 1.0 at.%
[Liet al. (1991),(1992)]. Comparative data for many tunable solid state lasers activated
by 3d> configuration ions are given in Table 10.4: values of 7, vary between
84%(Cr** : LICAF) and 0.1 % (V** : MgF,). The evident variations in 7, follow from
the cumulative effects of luminescence quenching by nonradiative decay, energy
transfer and ESA, of which ESA is often most important. In the Cr**-doped garnets
nonradiative decay is significant even at low temperature (T =20 K) where 7(T) never
exceeds 35% for any of the garnets [Kiick er al. (1994), (1995)]. Even for the best
examples, Cr**: La;Al;O;, and Cr**: YAG, values of 5 (300K) are only 33% and
22%, respectively. In RE>* ion lasers there is the further subtlety that a particular
radiative level may emit into several groups of crystal-field transitions. For example, in
Nd:YAG the 4F3/2 -1, 2 lines near 1.064 ym compete with the 4F3/2 =4 52
(1.80 um), 4113/2 (1.35um) and 419/2 (0.88 um) groups, as shown in Fig. 1.5, and with
nonradiative decay also (§1.3.2).
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74.2 High dopant concentrations

The very sharpest lines are obviously observed in samples containing the lowest dopant
concentration. Increasing the concentration of centres can result in the broadening of
spectra and in the appearance of additional sharp lines from pairs of dopant ions, so
close together that the exchange interaction between them causes measurable level
splittings. Exchange-coupled pairs behave as distinct entities with spectroscopic
properties characteristic of the pair of ions rather than the single ions from which they
are formed. Exchange-coupled pairs of ions have been much studied by magnetic
resonance and optical spectroscopic techniques. Pair interactions in ruby are apparent
at Cr** concentrationsaslowas 0.1% Cr**, and pairs of Cr**jonsin first, second, third
and fourth nearest neighbour sites have been studied. At even higher concentrations
additional broad lines are observed that are associated with three coupled ions and
even larger groups. In general, the exchange interaction between rare-earth ions is
much weaker than between transition-metal ions, and it may be necessary to use high
resolution laser spectroscopy to distinguish the pair effects from single ion spectra. The
presence of pairs and higher-order collections of ions may have impact on the
relaxation dynamics of single ions.

Spectroscopic studies of fully concentrated crystals were stimulated by interests in
co-operative magnetism [Loudon (1966), Eremenko and Petrov (1977))], where the
interactions may be so strong that all intrinsic luminescence is quenched. Chromic
oxide, Cr,03, and neodymium trichloride, NdCls, are fully concentrated crystals that
emit no luminescence signal. In contrast, MnF, emits strong luminescence although
most of the signal arises from the presence of trace impurities. The strong luminescence
signals of Cr** in LiCaCrF¢ and Pr** in PrCl; are sufficiently efficient that laser action
may be stimulated at 300 K. Both luminescence quenching and efficient laser action are
consequential upon excitation transfer between ions such that optical transitions occur
not through single ions acting alone but because all the ions in the crystal collectively
absorb or emit radiation. It is usual to discuss the states of collective excitation in a
crystal in terms of exciton absorption or emission transitions. In the field of magnetic
insulators, spectroscopic studies of MnF, have provided seminal contributions to the
understanding of cooperative magnetism, just as have Cr*t: ALO;and Pr’*:LaF;in
their respective fields of transition-metal ion and rare-earth ion impurity spectroscopy.

The antiferromagnetic crystal MnF, is orange coloured as a consequence of broad
optical absorption bands in the blue and green spectral regions. The absorption/
emission cycle of the spin-forbidden 4, — *T| transition in the wavelength range 450—
650 nm is shown in Fig. 7.9. There is a wealth of fine structure superposed on rather
broad vibronic sidebands, the multiple sharp lines being caused by splittings associated
with the combined actions of low symmetry crystal field, spin—orbit coupling and
exchange interaction. Antiferromagnetic exchange in MnF, (T = 68 K) leads to rapid
energy migration from Mn?* ion to Mn”* ion, enabling the °4, —*T, transition to
sample any traps present in the crystal. In fact, the spectra shown in Fig. 7.9 hardly
reflect the intrinsic spectra of Mn?* ions in MnF,. Rather are they a consequence of the
feeding of excitation energy to traps, in this case alkaline earth ions (Mg**, Ca®* and
Zn*), that are present at concentrations of only a few parts per million even in the most
pure samples [Wilson et al. (1979)]. Those Mn** ions perturbed by nearby traps have
their zero-phonon levels displaced to lower energies by about 100 cm ™ relative to the
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Figure 7.9. The ®4, — 4T optical absorption and luminescence spectra of moder-
ately pure MnF, [after Henderson and Imbusch (1989)] at 2K.

unperturbed ion levels. In very pure MnF, crystals the pure 4, — *T) exciton can be
sufficiently intense that under resonant laser excitation exciton—exciton interactions
are apparent [Wilson et al. (1978)].

There have also been experiments on Er** and Fu’*-doped MnF, crystals which
enabled measurement of transfer rates to various traps from the intrinsic 64, 4T,
excitons. In experiments on Fu®** :MnF,at4.2K, the sharp line Dy — 7Fy emission at
Eu** ions is superposed on the T, g 4, ¢ vibronic sideband of the Mn?* jons. The
experiments confirm that Mn?* ions perturbed by alkaline earth ion traps are only
~100cm™" below the E; no-phonon line of the ‘pure’ Mn?* transition, whereas the
Eu’* level is about 1150cm™ below E; with quenching traps more than 8000 cm™"
below E;. At low temperature with resonant excitation into the E; zero-phonon line
both Mn?* trap and Eu*t trap emissions are observed as a consequence of excitation
transfer. The Mn>* luminescence is not observed above about 70 K. The populations of
the excited traps can be calculated using rate equations [Hegarty (1976)]. The lumi-
nescence intensity /(7°) and lifetime 7(7") dependences on temperature are calculated
to be

I(T) = [aexp(~A/kT) + 5] (7.29)
and
(H(T) ™ = (m=(T))™" + cexp(—A/kT), (7.30)

where A = 1150 cm ™ is the energy difference between the E; level of Mn®* and the >D,
levels of Eu**. The data for the Eu*>* luminescence intensity plotted as a function of
reciprocal temperature, Fig. 7.10, fit equation (7.29) rather well with A =1365cm™".
That this activation energy is slightly larger than the spectroscopic value probably
reflects the fact that at some temperatures the Eu>* excitation may boil back to both the
E; level of Mn?* and also the higher lying *T, levels.

There have been comprehensive studies of concentration quenching of luminescence
in Pr>~-doped LaF; and LaCl; and in both PrF; and PrCls. The P, state lifetime of
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Figure 7.10. The inverse intensity of the excitonic 5Dy~ "F, exciton emission at
Eu®" ions in MnF, plotted as a function of reciprocal temperature [after Wilson
et al. (1979)].

Pr’* in the fluoride at low temperature decreases from 40 ps to ~ 1 ps as the Prit
concentration increases up to 100%. The lifetime at higher temperatures (~ 300K)
is completely quenched. In contrast, the same state in PrCl; shows little evidence of
concentration quenching. The behaviour of the Cr** : doped colquiriites are of par-
ticular interest. Even at low concentrations, ~0.5%, fluorescence line narrowing
(FLN) techniques resolve first and second nearest neighbour pairs in Cr** : LiCaAlF
[Wannemacher and Meltzer (1989)]. The pair interactions are quite weak, < 100 MHz,
probably because there are no superexchange paths in LiCaAlF¢, and exchange via two
intervening F~ ions is expected to be very weak and dominated by magnetic dipole—
dipole interaction. In consequence, concentration quenching is not very important
even in fully concentrated Cr’*:colquiriites, and is certainly not effective enough
to suppress laser operation in LiSrCrF¢ and LiCaCrF.

7.4.3 Energy transfer and sensitization

Although energy transfer between centres may result in luminescence quenching,
energy may also be transferred to traps which de-excite by radiative emission, emitting
their own characteristic luminescence. The acceptor and donor ions are usually
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Figure 7.11. The overlapping T, — *4, luminescence spectrum of Cr>* jons and
the low-lying *Iy, — *Fy absorption lines of Nd** in Cr**:Nd**: GSGG mea-
sured at 300K [after Armagan and DiBartolo (1986)].

referred to as activators and sensitizers, respectively, and the emission from the
accepting sinks or traps is termed sensitized luminescence. The very strong lumines-
cence from trace amounts of Er>* or Eu>* in MnF is an example of this phenomenon.
Since the early reviews by Blasse [(1978), (1984)] there have been many other studies
stimulated by the potential for improved laser performance in appropriately doped
materials [Weber (1981)). The optical spectra of Cr**-sensitized RE** -doped crystals
have been of great interest. The absorption spectrum of Cr** : Nd** : GSGG shows
that the *4, — *T>, *T, bands cover much of the white light spectrum and that the total
absorption by the many overlapping Nd>3* lines is much weaker. Nonradiative decay
from the higher Ty level of the Cr>* ions leads to efficient luminescence (n>80%)in
the *T, — *4, band, which overlaps the A 2= 4F3/2, 4F5/2 and 4F7/2 absorption lines
of Nd3~ ions. As Fig. 7.11 shows, there is also overlap with the 419/2—>2H9/2, 4S3/2
transitions.

Luminescence in the presence of D — A energy transfer is illustrated by the lumi-
nescence decay of Cr’* donors and Nd** acceptors at 77K in YAG containing ca
5% 10" jonscm™ of both dopants. In a simplified model Henderson and Imbusch
(1989) assumed that excited donors (D) and acceptors (A) decay radiatively from
excited (b) to ground states (a) and that since the donors decay exponentially the
D* — A energy transfer can be described by a collective rate Wpa. The latter
assumption applies even though energy transfer is short-range, occuring between
crystallographically close but inequivalent D—A multisites with different Wp4 values.
A* — D back transfer is negligible. The donor and acceptor rate equations following
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Figure 7.12. (a) Phonon-assisted D*—A energy transfer in the fast migration
regime when the D* — A transfer is described by a collective rate Wp4. (b) The
decay of the donor (Ip) and acceptor (I5) luminescence intensities following
pulsed excitation at t=0 is modeled with W = W[, and Wpa=2W [after
Henderson and Imbusch (1989)].

pulsed excitation were represented by

dN}
_ﬁ = —~WENS — WpaNJ (7.31)
dN}
TtA = WpaNJ — WENR, (7.32)

where WJ and W/ are identified with the inverse radiative life times of donors and
acceptors, respectively. Solving for N3(¢) and N2(¢), assuming that N3(0) donors are
excited by the initial pulse at =0 without direct excitation of the acceptors, gives

NB (1) = NS(0) exp[— (W + Wpa)t] (7.33)
and

NAO = N0) = exp- Wi — expl-(W5 + Wouly (734
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Figure 7.13. Luminescence decay of Cr** donors and Nd** acceptors in Cr**:
Nd**:YAG crystals excited with a white light pulse at 77K [after Henderson and
Imbusch (1989)].

Plots of Eqgs. (7.33) and (7.34) in Fig. 7.12 represent the decaying populations of
donors and acceptors with the assumption that Wj = W} and Wps = 2WJ. The
solution for Np(r) shows the total donor decay rate to be 75' = 7z! +mi.
The intensity of acceptor luminescence, which follows the temporal evolution of N 2(#),
rises from zero intensity at ¢ = 0 to a peak value, after which it decays exponentially with
time constant W; or WJ + Wp,, whichever is the smaller [Henderson and Imbusch
(1989)).

In co-doped Cr’*:Nd**: YAG, D* — A transfer is so fast that the peak intensity
in the acceptor decay pattern occurs at times too short to be resolved with the
available apparatus. The white light pulse that directly excites both donors and
acceptors also excites acceptors by D* — A energy transfer. Since D*—A excitation
transfer occurs at a rate much faster than the radiative decay rate of donors, the
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supply of acceptors excited by D* — A transfer is rapidly exhausted after the exci-
tation pulse. Accordingly, energy transfer is not detected on the decaying donor
luminescence, which Fig. 7.13 shows to be exponential with time constant equal to
the intrinsic decay rate, W} = 1.88 x 10?s™!, the concentration of long-lived donors
greatly exceeding the number of transiently excited D—A pairs. The Nd** acceptors
that are directly excited by the white light pulse are so numerous as to mask the peak
in the acceptor decay curve, Eq. 7.34. They decay at the intrinsic rate of
WL ~ca5x 10>s™1. This process is superposed on the slower, non-exponential
acceptor decay at the total donor decay rate of W + Wpa, Eq. (7.34). After times
long compared with the pulse duration the decay of the acceptor luminescence
asymptotically approaches W = 1.88 x 10?s~! as the depletion of D—A pairs is
complete. The rate Wpa, which is initially faster than either of W§ and Wj,
decreases with increasing time after the excitation pulse due to the exhaustion of the
D* — A transfer. It is determined as Wp, ~ 10°s™!, by fitting to Eq. (7.34) the non-
exponential acceptor decay some 2 —15ms after excitation. Wp, is large because of
the excellent overlap of the Cr>*-luminescence and Nd** absorption spectra. This is
exemplified in Fig. 7.11 for Cr** : Nd** : GSGG, where the microscopic interaction
parameter, ag'}‘, defined in Eq. (7.5), is ~2-3x10"*cm®s™! [Armagan and
DiBartolo (1986)].

Similar studies have been reported for Cr>™ sensitization of Nd**, Er**, Ho>*, Tm3*
and Yb*>" luminescence by electric dipole—electric dipole transfer in yttrium and
gadolinium-based scandium garnets. The strength of Cr>*—Er** energy transfer in
YSGG is defined by o) =2 x 1073 cm® s~!, whereas for Cr** : Tm** and Cr** : Ho™*
transfer in YSAG o8] = 4.2 x 1073 cm® s~! and o8] = 2.8 x 107° cm® s~!, respect-
ively. The strong Cr’*: Tm>" energy migration follows from the efficient resonant
Cr**—Tm>* transfer based on the overlap of the *T, — *4, Cr** emission with the Tm>*
absorption in the >Hg — 3F, transition over the spectral region 700-800 nm. The rather
small value of a](ﬁ in Cr’* :Ho®" is due to the poor spectral overlap between the
4T, —*4, emission of Cr>* and the *I; — °I, absorption of Ho>*. However, the Ho>*
laser emission at 2.8 um can be sensitized by Cr**~Tm>* double pumping, in which
energy is readily transferred from the Tm>* 3H, level at 1.86 pm to the °; level of Ho’~.
In these triply-doped YSAG and YSGG crystals the Cr** activator jons are pumped
with the 647.1 nm line from the Kr*-laser. The major part of the fluorescence is chan-
nelled into the °I, — °I; emission between 1850 and 2100 nm. The overall efficiency for
this Cr**-Tm**-Ho>* exceeds 50%.

7.4.4 Upconversion processes

Among various processes that result from ESA is de-excitation by radiative transitions
to lower energy states, including the ground state. The energies of the emitted photons
can then be greater than the energy of the absorbed photon. Such upconverted lumi-
nescence has been used as the basis of upconverted lasers, including optical fibre lasers
[Smart et al. (1991)]. However, the first CW upconversion laser used the STEP pumping
scheme in 1% Er*":YAIO; shown in Fig. 7.14 [Macfarlane (1994a)]. The
first absorbed photon (A=792.1 nm) pumps Er** ions into the 419/2 level. After non-
radiative relaxation to the *I;, 12 level a second absorbed photon (A = 839.8 nm) excites
Er** ions from this metastable level into the 4F7/2. Nonradiative 4F7/2 — 4S3/2 decay
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Figure 7.14. STEP and the nonlinear absorption pumping of the green (549.8 nm)
Er’*:YAIO; upconversion laser. The different ground and excited state pump
wavelengths (792.1 nm, 839.8 nm) were provided by two tunable dye lasers [after
Macfarlane (1994a)].

precedes *S3; — *I s;2 laser emission at A=549.8 nm with typical output of ca
1mW, when pumped using two lasers each with output up to 200-250 mW.
When the laser power used to pump the first absorption at 792.1 nm is held constant the
output is linear in the pump power used in the second step (Fig. 7.15a). Alternatively,
with the pump power in the first step varied and that of the second step fixed the
laser output is nonlinear (Fig. 7.15b), showing saturation due to ground state
depletion.

Such STEP upconversion schemes as shown in Fig. 7.14 are particularly suited to
samples containing low concentrations of dopants where the interaction between
optical centres is weak. At higher dopant concentrations, typically near one per cent for
rare-earth ions, the nonlinear optical excitation may rely on energy transfer between a
pair of excited ions [Auzel (1966), (1978)]. ETU upconversion in the Er** : YLF laser is
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Figure 7.15. Output characteristics of the green (549.8nm), Er**: YAIO; STEP
upconversion laser excited at 792.1nm and 839.8 nm [after Silversmith er al.
(1987)).

illustrated in Fig. 7.16. Two absorbed photons create two excited ions in the metastable
‘In 12 state. These ions are coupled by multipole or exchange interaction which pro-
motes a cross-relaxation step to de-excite one ion into the lower-lying ‘I s;2 level and
promotes the second ion into a higher excited *Fs 12 level. Subsequent relaxation into a
metastable 4S; 12 level results in the laser emission at 550 nm. The cross-relaxation need
not be a resonant process, since energy transfer can be phonon-assisted (Fig. 7.2). Nor
need the two cross-relaxing ions be the same. This pumping scheme, Fig. 7.16, was used
by Lenth et al. (1988) in the 1% Er**:LiYF, laser operating at 550nm. A single
excitation source was used to produce the two excited ions, the nonlinear pumping
being provided by cross-relaxation. The efficiency of this two ion process is higher than
that of the STEP upconversion.
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Figure 7.16. ETU pumping of a green (550nm) laser using a 1% Er**:YLF
crystal as the gain medium [after Macfarlane (1994a)].

A photon avalanche process, Fig. 7.17, has also been used to pump an upconversion
Nd:LiYF, laser. A single excitation photon (A = 603.6 nm) pumps the weak phonon
sideband of the 419/2 —2H,, 12 transition, seeding a small population in the 4F3/2 level.
A second photon (A = 603.6 nm) resonantly pumps the *F; 12— “Ds /2 transition. Cross-
relaxation from the 4D3/2 level effectively pumps a second ground state ion into the
(4F7/2, 4S3/2) levels which decay nonradiatively to the 4F3/2 level on this ion, at the
same time relaxing the first ion to its *F; level. Thus a single ion in the *Ds; level
produces two ions in the 4F3/2 level, which then absorb pump light to reach the 4D3/2
level, and the process is repeated. In Nd : LiYF, the laser transitions occur at 730 nm
and 413nm. As in the Er: LiYF,4 example discussed above, the cross-relaxation need
not be resonant; it may be phonon assisted. Furthermore, the excited state transition
can be to a level above 4D3/2. These relaxations of the strict requirements of the level
structure by phonons permit many possible pumping schemes for the different rare-
earth ions. Indeed, photon avalanche excitation of laser action has been demonstrated
for Pr’* [Kueny et al. (1989)], Nd** [Lenth and Macfarlane (1990)], Sm** [Kra-
satskuy (1983)], and Tm>* [Hebert et al. (1992)], and for the transition-metal ion Ni**
[Oetliker et al. (1992)].
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Covalency

8.1 Ligand-field theory
8.1.1 Limitations of crystal-field theory

The limitations of crystal-field theory became apparent soon after its formulation by
Bethe (1929). Van Vleck, who was primarily responsible for its early applications,
recognized that the point-ion model on which it is based is quantitatively unreliable,
and proposed an alternative formulation based on covalent bonding [Van Vleck
(1935), Van Vleck and Sherman (1935)], now called ligand-field theory [Ballhausen
(1962)]. Nevertheless, the popularity of crystal-field theory with adjustable parameters
remains undiminished, contrary to expectation [Jergensen (1971)]. By virtue of its
elegance and relative conceptual simplicity, it continues to provide a useful framework
for summarizing and interpolating empirical spectral information [Morrison (1992),
Kaminskii (1996)].

The essential similarity of ligand-field theory and crystal-field theory is attributable
to the underlying symmetry of the complex, and its implications for the wave functions
and energy levels involved. However, ligand-field theory has the capacity to explain
phenomena not contemplated in crystal-field theory, such as the nephelauxetic effect
discussed in §4.4.8 and §9.6.3 and transferred hyperfine interactions [Spaeth et al.
(1992)]. In addition, models based on covalency provide a deeper understanding of
optical properties addressed in preceding chapters, and may ultimately yield quanti-
tatively reliable predictions of crystal-field parameters.

8.1.2 Molecular orbitals

In the molecular-orbital theory of covalency [Hund (1927b), Mulliken (1928)], electrons
occupy orbital wave functions which are delocalized over the entire complex con-
sisting, for example, of a transition-metal ion and its immediate ligands. An approxi-
mate molecular orbital can be constructed as a linear combination of atomic orbitals
(LCAO). If the effective one-electron Hamiltonian is assumed to share the symmetry of
the complex, then the molecular orbitals transform as bases for irreducible represen-
tations of the crystallographic point group which leaves the complex invariant, and
only symmetry-adapted combinations of atomic orbitals contribute to them.

It suffices for a qualitative understanding of ligand-field theory to include only those
valence atomic orbitals which dominate covalent bonding. For example, in a complex

222
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Table 8.1. Character table of reducible representation T of point group Oy, spanned by p,-orbitals

Oy, E 8C; 3C; 6C; 6Cy 1 8CsI 3G 6Cs1 6Cal
r 6 0 2 0 2 0 0 4 2 0

6

Figure 8.1. Ligand orbitals of p, type numbered according to the convention of
Van Vleck (1935).

consisting of an iron-group transition-metal ion octahedrally coordinated to F~ or O~
anion ligands, these include 3d, 4s and 4p transition-metal orbitals and the 2p ligand
orbitals which are directed toward the central metal ion, called p,-orbitals, illustrated
in Fig. 8.1, where the ligands are numbered according to the convention of Van Vleck
(1935). These orbitals are transformed into one another by the symmetry elements of
point group Oy, and are thus a basis for a six-dimensional reducible representation I'.
The character of this representation, displayed in Table 8.1, is constructed simply by
counting the number of p,-orbitals left invariant by a symmetry operation of each class.
It is then readily verified by application of Eq. (2.10) and Tables 2.7 and 2.11 that the
reducible representation contains irreducible representations 4,,, T3, and E,. Sym-
metry-adapted linear combinations of p,-orbitals are presented in Table 8.2, together
with corresponding transition-metal orbitals defined in Table 4.4.

In order to describe covalency effects, bonding and antibonding molecular orbitals, 1°
and 9*, respectively, are each constructed from a transition-metal orbital ¢ and a
symmetry-adapted combination of ligand orbitals y, as follows [Owen and Thornley
(1966) Simanek and Sroubek (1972)]:

P* = (1 - 228+ X)72(¢ - Xx), (8.1a)

$° = (1+298 + ) (x +19), (8.1b)

where S is the overlap integral

S= / $(r)x(r)dr, (8.1¢)
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Table 8.2. Symmetry-adapted combinations of transition-metal and ligand p ,-orbitals

Symmetry  central-ion orbitals ligand p,-orbitals

aig ds (VO X1+ Xy~ Yo+ Y5 — Z3 + Zs)
huo 4p(x) (1/v2)(=X; — X4)

huB 4p(y) (1/v2)(-Y2 - Ys)

Y 4p(z) (1/VD)(-Z; ~ Zs)

e 3dQ2z2 — ¥ — %) (1/V12)(~2Z5 +2Zs + X1 — X4 + Y5 — ¥5)
€ge 3d(x* - 5% (1/2(=X1+ X4+ Y2~ Y5)

2k 3d(y2)

oM 3d(zx)

1€ 3d(xy)

and the parameters A and v are related by

_ S+y
/\_1+S'y'

(8.1d)

Orbitals which have no partners of the same symmetry, such as the central-ion #,,
orbitals in Table 8.2, are designated as non-bonding orbitals, 9"

The v =0 case, corresponding to the absence of covalency, is designated the ionic
model. In that case, the bonding orbital, wb, is a pure ligand orbital; however, the
antibonding orbital, 4/*, is not then a pure transition-metal orbital, but instead retains
an admixture of ligand orbital as a consequence of the non-orthogonality of the basis
functions ¢ and .

8.1.3 Variational principle

An approximate orbital energy E; can be determined by application of the variational
principle with the assumption of a common one-electron Hamiltonian 4,
£, = () 62)
(Welep)

where 1, is an approximate wave function, called a variational trial function. This
expression provides an upper bound on the ground state energy whose error is quad-
ratic in the wavefunction error; consequently, the approximation can be optimized by
varying ¢ to minimize E,. If the trial function 1 is constrained to transform as a basis
function for an irreducible representation of the group G of the Hamiltonian 4, then the
corresponding energy E; is an upper bound on the lowest energy of the same repre-
sentation, as well.

In the special case in which the trial function is expressed as a linear combination of
fixed basis functions ;,

Y= Zwici, (8.3)

variation of the coefficients C; to minimize E; leads to the matrix equation

> (hy — ESy)C; =0, (8.4a)

J
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hij = {tilhlay), (8.4b)

Sy = (Wildy), (8.4c)
and the corresponding secular equation

det|h,~]- - E!Sljl =0. (85)

The lowest root of the secular equation is then a least upper bound on the lowest exact
energy of the same representation, and elements of the corresponding eigenvector are
the coefficients ¢; of the fixed basis functions ¢; in the optimum trial function. The
remaining roots are upper bounds on the energies of successive excited states of the
same symmetry, and the corresponding eigenvectors define their approximate wave
functions, but the quality of the approximation diminishes with increasing energy.

In the o-bonding model described previously, the basis functions are the symmetry-
adapted combinations of atomic orbitals listed in Table 8.2. Since there are two basis
functions for each row of each of the irreducible representations 4z, 71, and E,, there
is an independent 2 x 2 secular equation for each irreducible representation, inde-
pendent of row. With the fixed basis functions identified as

¢1 =X (863)

and the assumption that x is normalized (overlap integrals of p,-orbitals neglected),
the orbital energies are given by

b hia + by — 2Shy,
2(1 - 52)
V/(hiz + b — 28h12)? — 4(1 = 82)(h bz — h3,)
+ 21— 57 , (8.7)
and the covalency parameter «y by
_ hu—-E®  hy-E'S (8.8)

T “hy— E*S hypy - E°

All of the bonding orbitals are doubly occupied in the ground state. The 3d electrons
of the free transition-metal ion occupy non-bonding 7, and antibonding e; orbitals of
the complex, as shown schematically in Fig. 8.2. The separation of the corresponding
energy levels, A = 10Dq, is then seen as a measure of the strength of covalent bonding
rather than of the crystal field as in Chapter 4. Note that Fig. 8.2 is appropriate to an
independent-particle model with a common one-electron Hamiltonian; the multiplet
structure arising from mutual electrostatic interaction is obscured at this level of
approximation. Optical transitions of the type #;, — e; are parity forbidden; they
appear either as magnetic-dipole transitions, or are weakly enabled by odd phonons or
odd components of the crystal field. Transitions of the type 17, — #{, ore? — t},, which
are fully electric-dipole allowed, usually appear as intense charge-transfer bands.
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4p d

4s ‘:_ C;

Figure 8.2. Ligand-field theory bonding scheme for an octahedral transition metal
complex with a d° configuration, such as Cr3™.

The basis set can be extended by including 2s ligand orbitals, which transform the
same way as p,-orbitals, and transverse p,-orbitals which can combine with central-ion
1y, orbitals to form weak m-bonds, manifest in transferred hyperfine interaction. The
example of Ti** discussed in §8.6.3 involves such an extended basis set.

8.1.4 Valence bonds

An alternative description of covalent bonding, valence-bond theory [Heitler and
London (1927), Pauling (1939)], emphasizes the role of individual ligands. This theory
employs the individual p,-orbitals together with linear combinations of aj,, t1, and e,
central-ion orbitals which transform as bases for the six-dimensional reducible repre-
sentation I'. These combinations of central-ion orbitals, called sp*d? hybrids, are
equivalent in the sense that they transform into one another under the symmetry
operations of group O;. Variational trial functions are constructed as linear combin-
ations of a ligand orbital and a central-ion hybrid orbital, and Eqgs. (8.5) and (8.6) are
assumed to apply to each bond independently, leading to a 2 x 2 secular equation, the
same for each bond. However, in this case the partitioning of the Hamiltonian and
overlap matrices into 2x2 blocks is only an approximate consequence of the small
mutual overlap of p,-orbitals, rather than a rigorous consequence of group theory
[Hurley et al. (1953)].

Valence bonds conform more closely to chemical intuition than molecular orbitals,
and provide a more convincing explanation of the directional stability of chemical
bonds. However, they obscure configurations as well as multiplet structure; for
example, in the valence-bond model, the three antibonding levels in Fig. 8.2 are
merged into a single six-fold degenerate antibonding level. The computational
methods employed in modern quantum-chemistry, which are addressed in sub-
sequent sections of this chapter, are based primarily on molecular-orbital theory
instead.
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8.1.5 Charge-transfer model

Since the doubly occupied bonding orbitals are pure ligand orbitals in the ionic model,
but contain a substantial admixture of central-ion orbitals in the ligand-field model, it
is evident that covalency involves a substantial transfer of electronic charge from the
ligands to the transition-metal ion which is only partially offset by delocalization of
electrons in non-bonding and antibonding orbitals. This observation is made more
explicit in an alternative charge-transfer model [Freeman and Watson (1965)].

For example, consider a hypothetical three-electron system whose ground-state
wave function can be represented in terms of the orthogonal molecular orbitals by a
single Slater determinant,

mo l a
o — —\/—3_—!det|¢T¢*;¢*;|. (8.9)

Covalency can be described alternatively in terms of configuration mixing. The ground
state wave function for the three-electron system in the ionic model can be represented
by the single Slater determinant

1
Vg =—————det . 8.10
G =5 et|drxrxil (8.10)

An improved ground-state wavefunction can be constructed by admixture of an
excited charge-transfer configuration in which one electron is transferred from a ligand
orbital to a central-ion orbital,

ct 1

P = (U6 + 7 TE), (8.11a)

V1+29S + 42

Vg = det|d1x1¢1]- (8.11b)

1
It can be shown that the wavefunctions of Egs. (8.9) and (8.11a) are identical with the

same value of +; accordingly, the charge-transfer and molecular-orbital models are
equivalent.

8.2 Hartree-Fock method
8.2.1 Hamiltonian

The Hartree—Fock method provides a more realistic description of covalency than the
independent particle model, while preserving some of its essential features, including
molecular orbitals [Hartree (1957), Fischer (1977), Szabo and Ostlund (1989)]. The
ultimate source of the Hamiltonian employed in this method is the relativistic, semi-
classical Dirac equation for a single electron in external electric and magnetic fields
[Dirac, 1958],

ih%= [—a-(cp+eA) — fmc* —eg], (8.12)
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where ¢ and A are electric scalar and magnetic vector potentials, respectively, p=
—ihV is the momentum operator, i(r, f) is a four-component wavefunction, and «,
oy, a; and (3 are 4 X 4 matrices which anti-commute in pairs.

Two components of ¢ become vanishingly small for positive-energy solutions in the
non-relativistic limit. One proceeds by eliminating the two small components in favour
of the two large ones; by expanding in v/c, retaining terms out to (v/c)*; and by
effecting a Foldy— Wouthuysen transformation which ensures normalization of the
remaining two-component wavefunction to the same order of approximation [Foldy
and Wouthuysen (1950), Bjorken and Drell (1964)]. The approximate Hamiltonian
obtained by this procedure has the form

2

H:;—m_qu 2 ey EXP"'—A p+2usH-s
1 he2 p4 ehZ
* (1 + (ed/2mc?))? i EXA -t oV B (8.13)

where s is the spin angular momentum operator, whose components can be represen-
ted by 2 x 2 matrices operating on the two-component wavefunction, and E=—-V¢
is the electric-field intensity. Generalization of this Hamiltonian for a many-electron
system is accomplished by summing over electrons and incorporating internal
interactions.

Equation (4.1) corresponds to just the first three terms on the right-hand side of
Eq. (8.13), adapted to a many-electron system. The second term accommodates elec-
trostatic interactions with a central nucleus, with other electrons and with a crystal
field. The third term is the spin—orbit interaction which, for a many-electron system
with a central potential, can be written in the form indicated in Egs. (4.1) and (4.2). The
fourth and fifth terms on the right-hand side of Eq. (8.13) accommodate both Zeeman
and hyperfine interactions. The sixth term, which is bilinear in electric and magnetic
fields, is negligible everywhere except in the immediate vicinity of the nucleus, but it
makes a finite integrated contribution to the hyperfine interaction (contact hyperfine
interaction). The seventh and eighth terms are relativistic corrections which preserve
the symmetries and degeneracies of the first two terms but are nonetheless important
for precise atomic-structure calculations on heavy atoms.

The Hamiltonian which is relevant to the present discussion of covalency corres-
ponds to just the first two terms on the right-hand side of Eq. (8.13), adapted to several
nuclei as well as to many electrons,

N h2

=3
i=1

R R
1 e 1 ZoZ3e?
Z 47rs Z 4 ..+§ Z 4a 2 4 (8.14)
l 0)ia ,#=|( TEY )T a#ﬁ:l( 7€0) Qg

where the sums are over the N electrons and R nuclei of the complex. The nuclear
kinetic energy operator Ty is suppressed in Eq. (8.14), in conformity with the Born—
Oppenheimer approximation, Eq. (5.73). The last term on the right-hand side of
Eq. (8.14), the mutual electrostatic interactions of the nuclei, must be included in a
geometry search or in an investigation of normal modes of vibration, but since it has no
bearing on electronic structure, it will be omitted in the remainder of the present dis-
cussion. It is reasonable to treat the remaining six terms on the right-hand side of
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Eq. (8.13) as small perturbations for iron-group transition-metal complexes; however,
the much larger relativistic corrections for rare-earth ions, including spin—orbit
interaction, require special consideration.

8.2.2 Hartree—Fock approximation

In the Hartree—Fock approximation, the variational principle is employed with the
Hamiltonian H of Eq. (8.14), together with a many-electron variational trial function
|®o) in the form of a single Slater determinant constructed from molecular spin orbitals
#1(x), where x includes both space coordinates r and spin coordinates s,

_ (®o|H|®y)
Eyr = @0 T) (8.15)
th%me (8.16)

This form of trial function is chosen to satisfy the Pauli principle, in analogy with
Eqgs. (4.9). Variation of the molecular spin-orbitals to minimize the energy, subject to the
constraint that they remain orthonormal, then leads to the Hartree—Fock equations,

2 R 2
Fd)k(x]) = I:——zh—mv% —-Z(Za—e+ /ld’l x2 dx ]¢k( )

= (4meo)r1a 471'50

[471'50 / M dxz} ¢i(x1) = e (x1), (8.17)

where the sum over / extends over occupied molecular orbitals. The Fock operator F
plays a role analogous to a one-electron Hamiltonian, and the diagonal Lagrange
multipliers €, serve as its energy eigenvalues; off-diagonal Lagrange multipliers are
assumed to vanish, since they can be eliminated by a unitary transformation of
molecular spin-orbitals. However, the Hartree—Fock energy Eyg, given by Eq. (8.15),
differs from the sum of diagonal Lagrange multipliers, since the latter counts twice the
integrals which embody the Coulomb and exchange interactions with other electrons.
In a concise notation,

= (®o|H|®o) Za,, ab||ab (8.18)
(ablled ) = (abled ) — (abldc), (8.19)
2
(abled) = [ [ du(ua) on(a0)" e () s d (5:20)

where the sums are over occupied molecular spin-orbitals.

Since the Fock operator F depends implicitly on the occupied molecular spin-
orbitals, the Hartree—Fock equations are nonlinear and must be solved by a self-
consistent-field (SCF) method in which Fis evaluated from the orbitals of the previous
iteration. For the case of a single nucleus, it is feasible to separate variables in the
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atomic orbitals as in Eq. (4.7) and to perform the iterative solution of the radial
equation by numerical integration. The numerical procedure is impractical for a
molecular complex, however, so an LCAO method is employed instead in which each
molecular orbital ¢(r) is expressed as a linear combination of non-orthogonal basis
functions x; (1),

ilr) = D xi(r)Ci (8:21)

In the standard spin-restricted Hartree—Fock (RHF) method, the molecular spin-
orbitals @x(r, s) are further constrained by associating each molecular orbital 1(r)
with two spin functions. For a configuration of closed molecular shells, the expansion
coefficients then satisfy the Roothaan equations [Roothaan (1951)]

D (Fy— exSy)Cix =0, (8.22a)
J

Fy = {xilFlx;), (8.22b)

Sy = (xilx;)- (8.22¢)

These equations are analogous to Egs. (8.4), except that they must be solved iteratively
since the elements F; of the Fock matrix depend implicitly on the occupied molecular
orbitals,

Fy=hj+ Y 3 Pul(iflrs) - islm)), (8.23)

where h;;is the matrix of one-electron operators in a concise notation, P, is the density
matrix defined by

Py=2) C;Ca, (8.24)
i

where the sum over /is over occupied molecular orbitals, and the two-electron integrals
over basis functions are defined by

2

(@bled) = [ [ xite00(0) g2 en (e ey s (8.25

47('60)

The Roothaan equations, Eq. (8.22a), can be written more concisely in matrix
notation,

FC = SCt. (8.26)

The SCF procedure is then initiated by choosing a set of starting vectors C. At each
iteration, the Fock matrix F is evaluated from the density matrix P of the previous
iteration, and convergence is achieved when the change in either the ground-state
energy or some measure of the density between successive iterations is smaller than
some specified value (convergence criterion).
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8.2.3 Basis functions

Specification of the basis functions ; (r) is a critical consideration in application of the
Roothaan equations. Slater-type orbitals (STOs) [Slater (1930)] of the form

X (€) = N(n, )r"~" exp(—¢r) Y1(6, ¢), (8.27)

where N is a normalizing factor, were employed as basis functions in early calculations
because of their qualitative resemblance to atomic orbitals, and much effort was
expended on evaluation of multi-centre integrals involving these functions [ Mulliken
et al. (1949), Barnett and Coulson (1951), Léwdin (1956), Barnett (1963)]. On the other
hand, it was recognized early [Boys (1950)] that the evaluation of multi-centre integrals
is greatly facilitated by employing gaussian basis functions of the form

X% (r) = N(a, b,c)x°y?z¢ exp(—or?), (8.28)

by virtue of the fact that the product of two gaussian functions with different originsis a
third gaussian function with an intermediate origin. However, since gaussian functions
are poorer representations of atomic orbitals, a larger basis set is required with con-
sequent adverse effect on convergence time, which increases as the fourth power of the
number of basis functions.

The conflict is resolved in modern quantum chemistry by employment of contracted
gaussian functions [Hehre et al. (1969), Dunning (1970), Hehre ez al. (1986)]

) = 3 ), (8.29)
=1

which combine the virtues of both alternatives. In the standard minimal basis set,
designated STO-3G, each basis function is a linear combination (contraction) of three
gaussian ( primitive) functions with coefficients and exponents adjusted for a best fittoa
Slater-type orbital. This basis set is capable of replicating molecular properties, but a
significant improvement is obtained by employing at least two independent contrac-
tions for each valence atomic orbital (split-valence or double-zeta quality basis set). An
example is a 6-31G basis for first row atoms in which a contraction of six primitives is
employed for the ls orbital, and two contractions with three and one primitives,
respectively, for each valence orbital (2s, 2p,, 2p, and 2p;). The coefficients and expo-
nents are optimized by ab initio atomic structure calculations [Huzinaga (1965)] rather
than by fitting Slater-type orbitals. Further refinements are achieved by addition of
polarizing functions such as d-orbitals for first-row atoms, to allow for distortion of
atomic orbitals in a molecular environment, and by addition of diffuse functions.

8.2.4 Open shells

The RHF method is appropriate for configurations of closed shells, since the spin-
restricted Slater determinant is an eigenfunction of spin operators S? and S, with
quantum numbers S=0 and Ms=0. Furthermore, it shares the symmetry of the
molecular complex if the individual molecular orbitals are symmetry-adapted. How-
ever, it is a less than optimum trial function for open-shell configurations. It is still an
eigenfunction of S, with M5 equal to half the difference in the numbers of up and down
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spins, but it is not necessarily an eigenfunction of S? unless all of the unpaired spins
are parallel, nor is it symmetry-adapted in general. Consequently, multiplet structure
of the molecular configuration is obscured.

In a refinement of the RHF method for open-shell configurations, spin- and
symmetry-adapted linear combinations of spin-restricted Slater determinants are em-
ployed as trial functions [Roothaan (1960), Roothaan and Bagus (1963), Hurley
(1976)]. Separate Roothaan equations for open- and closed-shell orbitals,

FOC® =5C%", (8.30a)

FCCC = SCCC, (8.30b)

are intrinsically coupled by the dependence of each Fock operator on both density
matrices, PO and P€. Equations (8.30) are valid for no more than one open shell per
symmetry type. While this RHF approach preserves multiplet structure, the constraint
of spin-restricted Slater determinants prevents it from yielding the lowest energy.

An alternative approach, the unrestricted Hartree—Fock (UHF) method, employs a
single, spin-unrestricted Slater determinant as the variational trial function. The use of
different spatial orbitals for different spin projections reflects their different exchange
interactions, and results in a lower total energy. The LCAO approximation then leads
to the Pople—Nesbet equations [Pople and Nesbet (1954)],

FC® = SC%", (8.31a)

FACP = SCPeP, (8.31b)

where « and 3 distinguish spin projections. Again, these equations are coupled by the
dependence of each Fock operator on both density matrices, P® and P?. However, the
UHF wave functions are not symmetry-adapted, and they fail as eigenfunctions of S
even when all of the unpaired spins are parallel; rather, they are contaminated with
higher spin values, S> M. In the projected unrestricted Hartree—Fock (PUHF )
method, spin- and symmetry-adapted functions are recovered from optimized UHF
functions by subsequent application of projection operators [Lowdin (1955)].

8.3 Correlation
8.3.1 Correlation energy

In the Hartree—Fock approximation, each electron is considered to move in an average
potential due to all of the electrons, except that electrons of parallel spin tend to avoid
one another as a consequence of the Pauli principle, giving rise to an exchange hole
which accompanies each electron. In reality, the motions of electrons of opposite spin
are also correlated by virtue of their repulsive coulomb interactions, and this addi-
tional correlation must be incorporated in any theory which aspires to improve on the
Hartree—Fock approximation.

The correlation energy is defined as the difference between the exact energy eigen-
value &, of the non-relativistic Hamiltonian, for either the ground state or the lowest
state of a particular symmetry, and the corresponding Hartree—Fock energy Ej in the
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Hartree—Fock limit, the energy which would be obtained with a complete infinite
basis set,

Eeorr = & — Eo. (8.32)

An enormous effort has been expended on devising methods to calculate estimates of
the correlation energy. The methods discussed in this section are representative, but by
no means exhaustive.

8.3.2 Configuration interaction

Configuration interaction (CI) provides the most transparent, though by no means the
mostefficient, approach to the treatment of correlation. An unrestricted Hartree—Fock
calculation with K basis functions on a molecule with N electrons yields K orthonormal
molecular spin-orbitals, of which N are occupied and K — N are virtual (unoccupied).
One can construct NxN Slater determinants by substituting virtual spin-orbitals for
occupied spin-orbitals in the original Slater determinant. These Slater determinants
with fixed molecular spin-orbitals can then be used as an orthogonal basis set for
expanding a variational trial function |¥),

[@o) = |®o) + D L®L) + D _cHI®E) + > crtl®) + -, (8.33)
ar

a<b a<b<e
r<s r<s<t

where |®/, ) differs from |®,) by substitution of spin-orbital ¢, for spin-orbital ¢,, etc.
Substitution of |¥,) for |®,) in Eq. (8.15) and variation of the expansion coefficients
to minimize the energy then leads to a matrix diagonalization problem. Since this trial
function contains the Hartree—Fock solution |®() as one term, it must yield a lower
energy than the Hartree—Fock energy. In the Hartree—Fock limit, where the molecular
spin-orbitals form a complete set of one-electron functions, the Nx N Slater deter-
minants constructed from them form a complete, orthonormal set of N-electron, anti-
symmetrized basis functions; consequently, employment of the full CI trial function of
Eq. (8.33) yields an exact solution of the non-relativistic Schrédinger equation.

In practice, even for a finite basis set of modest size, the number of determinants,
K!/[(K— N)!N1], is much too large, and one must employ a truncated CI trial function.
An explicit expression for the correlation energy is [Szabo and Ostlund (1989)]

Econ = (®o|H — Exr|Wo) = Y cf3(@o| H|23), (834)

a<b
<s

since matrix elements of the Hamiltonian between the Hartree—Fock determinant and
excited determinant vanish for triple and higher excitations by virtue of the fact that the
Hamiltonian contains at most two-electron operators, and for single excitations by
Brillouin’s theorem,

(®f|H|®o) = (alhli) + Y (@ ||§j) = (alFli) = exali) = 0. (8.35)
j
These excitations contribute indirectly to the coefficients in Eq. (8.34), but it is plausible

from Eq. (8.34) that the double excitations predominate. Accordingly, a popular
truncation, singly and doubly excited CI (CISD), retains only the first three terms on
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the right-hand side of Eq. (8.33). The CI matrix may be partitioned as well by
employing spin- and symmetry-adapted combinations of Slater determinants. Its size
may be further reduced by a frozen-core approximation which excludes excitations
from occupied core orbitals.

The CI method has the virtue that it is variational, and thus always yields an upper
bound on the true energy. For a given truncation, the approximation can be improved
by varying the orbitals, since HF orbitals are not optimum; alternative choices include
natural orbitals [Lowdin (1955)] and orbitals calculated by the multi-configuration self-
consistent-field MCSCF) method [Wahl and Das (1977)] and generalized-valence-bond
(GVB) method [Hunt et al. (1973)]. However, a deficiency of truncated Cl is a lack of
size-consistency (extensivity); the quality of the approximation deteriorates rapidly
with increasing molecular size, and the correlation energy of a system composed of
non-interacting parts differs from the sum of individual correlation energies. For
example, in a system of N identical non-interacting molecules, the correlation energy
calculated by CISD increases only as v/N, since simultaneous double excitations of two
or more independent molecules are disallowed. Full CI is exact, and therefore size-
consistent.

8.3.3 Perturbation theory

An alternative to CI for calculating correlation energies is Rayleigh—Schrédinger
perturbation theory (RSPT), also known in this context as Maller— Plesset perturbation
theory (MPPT) [Meller and Plesset (1934)]. A Slater determinant [®,) constructed
from molecular orbitals which satisfy the Hartree—Fock equations is not only an
approximate eigenfunction of the Hamiltonian H, Eq. (8.14), but also an exact
eigenfunction of the Hartree—Fock Hamiltonian Hy,

N N
Hy = ;F(ﬂ = ; [h(3) + (1), (8.36)

where F(7) is the Fock operator for the ith electron, defined by Eq. (8.17), A(i) is the sum
of one-electron operators, and ¥ (i ) comprises the Coulomb and exchange terms. The
energy eigenvalue of Hy is

Ey=) e (8.37)
a

where the sum is over occupied spin-orbitals. The Hamiltonian H can then be decom-
posed (Moller— Plesset separation) as

H=H, +H,, (8.38a)

e

H=Y — -
! (47!'80)7'[1'

i<j=1

N
v (), (8.38b)

i=1
The Hartree—Fock energy is the sum of the zeroth- and first-order energies,
Egr = (Do|H|®o) = (Po|Ho| o) + (o Hy| Do)

1
=Ey+E =) e - 52 (abllab). (8.39)
a ab
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The second-order energy then provides a first approximation to the correlation energy,

{01 H} In | OIHI'l
con' = E2 Z EO — Z EO — (840)

Since only double excitations survive in the sum over n by virtue of Brillouin’s theorem
and the limitation to one- and two-electron operators, the second-order contribution to
the correlation energy is

2 2
(Dol H|®ZN™ _ |{ab||rs)|
c€atEp— €& — & c€at € —Er — &

r<s r<s

Eoon @ B = (8.41)

Higher orders of perturbation theory make additional contributions to the correlation
energy; the general expression for E; + Eo. in RSPT is

E—Eo=<<I>o

Hy, ) [(Ey - Ho)™' P(H, — AE)]"

<1>0>, (8.42a)

P=1-|®) (|- (8.42b)

This expression is size-consistent in all orders, provided the space of Pis not restricted;
e.g., limited to double excitations. An alternative formulation of the problem, many-
body perturbation theory (MBPT) [Bartlett and Purvis (1978)] relies on a linked-
diagram expansion [Brueckner (1955); Goldstone (1957)],

E—Eo=<<I>o

Hy > [(Eo — Ho) ' Hyl"

‘1’0>L, (8.43)

where the sum is restricted to linked Goldstone diagrams. Goldstone diagrams are
modified Feynman diagrams used as book-keeping devices to keep track of termsin the
perturbation expansion; examples are presented in Fig. 8.3. In MBPT, size consistency
is guaranteed by complete exclusion of un-linked diagrams, but this is achieved at the
expense of mixing different levels of excitation. These distinctions become apparent in
fourth-order perturbation theory, in which single, double, triple and quadruple exci-
tations all contribute. However, perturbation theory is not variational and may
actually over-estimate the correlation energy in second order.

Configuration interaction and perturbation theory are complementary approaches
to correlation. The quadratic-configuration-interaction (QCI) method [Pople et al.
(1987)] combines the virtues of both approaches by adding terms derived from MBPT
to the truncated CI expansion to restore size consistency. Other approaches include the
independent electron-pair approximation (IEPA) [Sinanoglu (1964); Nesbet (1965)],
suggested by Eq. (8.34), and related approximations.

8.3.4 Excited states

The variational principle fails for optically excited states other than those which
have the lowest energy of their symmetry type. Koopmans’ theorem, based on a
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00 (o

Figure 8.3. Selected examples of antisymmetrized Goldstone diagrams. Hor-
izontal dashed lines represent the perturbation H;, and their number corresponds
to the order of perturbation theory. Solid lines are propagators (Eq— Ho) ' for
holes (down arrows) or particles (up arrows), relative to Hartree—Fock ground
state as the vacuum state. Diagram (c) is unlinked, and therefore makes no
contribution.

frozen-orbital approximation, states that the diagonal Lagrange multipliers & for the
occupied molecular orbitals in the Hartree—Fock approximation provide a first ap-
proximation to the corresponding ionization potentials. However, the difference in the
values of ¢; between unoccupied and occupied molecular orbitals is generally a poor
approximation to the excitation energy, since & is not calculated self-consistently for
the unoccupied orbital. In particular, the HOMO-LUMO gap (highest occupied
molecular orbital to lowest unoccupied molecular orbital) is a poor approximation to
the lowest excitation energy. A much better approximation is provided by the method
of configuration interaction with single excitations only (CIS). Although there are no
matrix elements of the Hamiltonian connecting singly excited determinants with the
Hartree—Fock ground state wave function, by virtue of Brillouin’s theorem, there may
be matrix elements connecting them with one another, since H contains two-electron
operators,

(@olH|2) = 0, (8.443)

(% H|5) #0. (8.44b)

Diagonalization of the Hamiltonian matrix for excited configurations then yields a
much improved approximation to the excited-state energies and wave functions. The
resulting eigenvectors can be used to calculate transition dipole moments which are
related to transition probabilities as indicated in Chapter 5. As before, the CI matrix
can be reduced in size by a frozen-core approximation and can be partitioned by spin-
and symmetry-adapted combinations of determinants. The method is obviously sus-
ceptible to further refinements which will not be considered here.
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8.4 Additional approximations
8.4.1 Effective core potentials

All-electron ab initio molecular-orbital calculations are rather cumbersome for large
molecules and for molecules which incorporate heavy elements, since the computation
time increases as the fourth power of the number of basis functions. This problem can
be addressed by introducing additional approximations to increase the efficiency of the
Hartree—Fock method.

Much of the computational effort in an all-electron calculation on a transition-metal
or rare-earth complex is expended in reproducing the occupied core orbitals, which are
relatively insensitive to the molecular environment. Their ionization potentials, which
are sensitive, are of interest in photoelectron spectroscopy, and the core orbitals must
be included in a determination of the total energy. However, if the emphasis is on
optical spectra, a frozen-core approximation is an appropriate device to expedite the
calculation of valence orbitals and of optically excited states. Application of the frozen-
core approximation is greatly facilitated by the use of pseudopotentials.

A pseudopotential replaces the kinetic energy associated with orthogonalization of a
valence wave function 1, to occupied ion-core orbitals 1, by an effective potential for
use with a smooth pseudo-wave function ¢ to obtain the same energy eigenvalue E,
[Phillips and Kleinman (1959)]. For clarity, it is assumed that both valence and core
orbitals are solutions of the same Schrédinger equation with a one-electron
Hamiltonian,

Hiy = Ev, (8.45a)
H=T+V, (8.45b)

where T is the kinetic energy operator and V is the potential. A smooth pseudo-wave
function ¢ is postulated, which can be orthogonalized to the occupied core orbitals to
obtain a valence orbital v,

%, = (1-P)p, (8.46a)
P=" o) (¥, (8.46b)

where Pis a projection operator for the occupied core states. Note that 1, and ¢ cannot
both be normalized in Eq. (8.46a). Substitution of Eq. (8.46a) in Eq. (8.45a) then gives

[T+ V,*]¢ = E. ¢, (8.47)
with the same energy eigenvalue E,, where Vp"K is a non-local pseudopotential,

VX =V + (B~ H)P =V + (B~ Eo)lthe) (el (8.48)

The pseudo-wave function is not unique, however, since Eq. (8.47) is satisfied by any
function of the form

=1+ acte. (8.49)



238 Covalency

A broader definition of the pseudopotential [Austin et al. (1962)],
V, =V + POp, (8.50)

where Op is an arbitrary operator, includes VPPK as a special case, since P
commutes with A. Another special case is the pseudopotential which corresponds
to the smoothest pseudo-wave function [Cohen and Heine (1961)],

VH=V+PV-V), (8.51a)
~_ {alV,Me)
V= —m (8.51b)

The BSG local model pseudopotential for F centres, Eqgs. (4.67), is derived from VPCH.
Unfortunately, the pseudopotential of Eq. (8.50) is not generally hermitian, and is
therefore incompatible with the variational principle, although local model pseudo-
potentials derived from it usually are hermitian [Weeks and Rice (1968)].

A popular approach to the generation of a local model pseudopotential is to con-
struct a smooth, nodeless pseudo-wave function ¢ for a chosen reference state with
energy E,, and then to invert the Schrodinger equation [Melius and Goddard (1974)],

(E,, - T)d’

Vp=""

(8.52)
The reference pseudo-wave function might be constrained to satisfy Eq. (8.49) by
requiring it to be a linear combination of valence and core orbitals [Kahn ez al. (1978)];
however, Eq. (8.46a) then implies that when ¢ and 1, are both normalized, they exhibit
different long-range behaviours. By relaxing the constraint, it is possible to construct
norm-conserving pseudopotentials such that ¢ and ), exhibit identical long-range
behaviours when both are normalized [Christiansen et al. (1979), Hamann et al. (1979)].

Ab initio, norm-conserving, angular-momentum-dependent pseudopotentials are
now available for the entire periodic table [Hay and Wadt (1985), Wadt and Hay
(1985)]. Reference pseudo-wave functions ¢,;(r), chosen to be identical to Hartree—
Fock atomic orbitals beyond a cut-off radius r,, were joined smoothly for r<r.to a
nodeless function chosen to preserve normalization. Effective core potentials (ECPs)
U(r) derived from them are given, in Hartree atomic units, by

L-1

!
U(r)=UL(r) + Z Z [Ui(r) — UL(r)]|im){im|, (8.53a)

1=0 m=—1

+1) Z ¢0) Vb
( > )+_+ I(r) _ al I(r), (8-53b)

UI(’) =& - 2r r 2¢1(7) ¢1(r)

where the operator V,, includes Coulomb and exchange interactions among occupied
valence pseudo-wave functions. Relativistic effective potentials (REPs) which depend
on angular-momentum quantum numbers /, j, m can be derived from Dirac—Fock
equations, analogous to Hartree—Fock equations [Ermler er al. (1988)]. Weighted
averages of these over fine-structure levels yield average relativistic effective potentials
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(AREPs) which depend only on /, exactly as in Eq. (8.53a); thus relativistic effects can
be incorporated in the ECPs for heavy elements in a non-relativistic formalism for the
valence orbitals [Kahn et al. (1978)]. Finally, REPs and AREPs can be combined to
serve as effective spin—orbit operators for valence electrons.

8.4.2 Local exchange approximation

Most of the computational effort involved in Hartree—Fock calculations on large
molecules is attributable to multi-centre integrals involved in the exchange interaction;
significant economies therefore accrue from an approximate treatment of exchange.
Two distinct methods which share the same exchange approximation are the topics of
this section.

The energy of a uniform electron gas with a stabilizing positive background charge
can be calculated by application of perturbation theory to the Hamiltonian

H=Hy,+ Hy, (8543)
Ho=T, (8.54b)
H=U+V, (8.54¢)

where T is the kinetic energy operator, U is the potential arising from the uniform
positive background charge, and ¥ is the mutual electrostatic interaction of the elec-
trons. The first-order contribution to the ground-state energy is just the exchange
interaction, since the coulomb interaction is canceled by the background charge. The
exchange energy per electron Ex is then given in terms of the electron density p by

3/ \(3\",
=== — — /3
Ex=-3 (47r€o> (87r> p (8:55)

Slater (1951) substituted twice this quantity, evaluated with the local electron density,
for the exchange term in the Hartree—Fock equations, Eq. (8.17), to obtain the
Hartree—Fock—Slater approximation,

R, & Zee? e’ |¢1(x2)[*
Féi(x) = [ 2mv 21(47r€o)r1a+(47r€0)2/ "2 -

o2 1/3 1/3
(:Wfio ( ) [ PIRAC "1] ]¢k(X1)=ek¢k(x1), (8.56)

I(spins||)

where ¢x(x) is a molecular spin-orbital. This approximation was applied by Herman
and Skillman (1963) to atomic-structure calculations for the entire Periodic Table.
Essentially the same exchange approximation was employed in the Thomas— Fermi—
Dirac statistical model [Dirac (1930)], which was subsequently extended as the density
Sfunctional method [Hohenberg and Kohn (1964), Kohn and Sham (1965)] to include
density-dependent contributions to the correlation energy [Wigner (1934), Gell-Mann
and Brueckner (1957)] as well as density-gradient corrections. In this local density
approximation, the energy is expressed as a functional of the electron density, E[ p(r)],
which is varied to minimize the energy subject to the constraint that the total number of
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electrons be fixed,

S{Elp] — u(N[p] — No)}
op

=0. (8.57)

The resulting chemical potential p, which can be incorporated in a modified Hartree
equation analogous to Eq. (8.56), contains a local exchange term which is just 2/3 of
that in the Hartree—Fock—Slater approximation. The density functional method is
essentially confined to ground-state properties [Callaway and March (1984)].

In response to the density-functional result, Slater subsequently incorporated an
adjustable factor « in his local exchange term which satisfies the inequality

1>a>%; (8.58)

hence the designation Xa method, where X stands for exchange. The X method as
applied to molecules was extended to include a spherically symmetrical potential within
a spherical shell enclosing each atom plus a uniform potential between spheres (muffin-
tin potential). In the case of a negatively charged molecule ion, the entire cluster is
surrounded by a stabilizing sphere of positive charge (Watson well ). Interior solutions
obtained by integration of the Hartree—Fock—Slater equations are matched to a plane-
wave expansion at the spherical boundaries, and energies and potentials are iterated to
self-consistency. The contemporary designation for this extended approach is the SCF-
Xa-SW method [Johnson (1973)]. The SCF-Xa-SW method has found extensive
applications in molecular physics [Slater (1974)]. Its principal virtue is rapidity of
computation; elimination of two-electron, multi-centre integrals reduces CPU times by
orders of magnitude. In the Xa method, optical transitions are investigated by appli-
cation of Koopmans’ theorem to tramsition states with fractional occupancy of
molecular spin orbitals averaged between initial and final states. Multiplet structure,
which is essential to the description of crystal-field transitions, is obscured in this
method, but may be recovered in favourable cases by employing a different local
exchange potential for each distinct Slater determinant, in conjunction with a sum
rule for term energies [Ziegler et al. (1976)]. A second limitation of the method is its
failure to yield reliable total energies [Ziegler et al. (1977)], which precludes accurate
determination of lattice relaxation.

8.4.3 Approximate SCF semi-empirical methods

Semi-empirical methods which incorporate simplifying approximations in the
Hartree—Fock equations and compensate for the resulting loss of information by
substituting empirical information include complete neglect of differential overlap
(CNDO) and intermediate neglect of differential overlap (INDO) [Pople and Beveridge
(1970)]. In these methods, the basis set is limited to valence atomic orbitals, represented
by Slater-type orbitals. Under the zero-differential overlap approximation, integrals of
the type defined by Eq. (8.25) are assumed to satisfy the restriction

(aclbd ) = (aa|bb)é.cbpa, (8.59)

and at the same time off-diagonal elements of the overlap matrix, Sy, are neglected in
the Roothaan equations, Eqs. (8.22). However, in order to insure invariance of the
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approximation under unitary transformations of the basis functions on each atom, it is
necessary to assume that the surviving integrals depend only on the atoms and not on
individual orbitals,

all x, on atom A
(aalbb) = Va5 (8.60)
all x; on atom B.

After additional approximations are introduced in a similar spirit, the final result for
the Fock matrix in CNDO/2 parameterization is

Fop = _%(Ia+Aa)+[(PAA "ZA)—%(Paa" 1)]7AA

+ Z (PeB — Zp) V45, (8.61a)
B(#4)

Fab = ﬁgBSab - %Pab"/AB, (86“))

Fopp = _%Paa"‘/AA, (8610)

where I, is an ionization potential, 4, is an electron affinity, Z , is the core charge of
atom A4, 5}3 g relates the resonance integral to the overlap integral, and P 4 4 is the sum of
diagonal density matrix elements for orbitals on atom 4,

Pig=) P (8.62)

All three- and four-centre integrals are eliminated in this approximation. The INDO
method is similar, but the approximations are somewhat less drastic. In particular,
INDO retains monatomic differential overlap in one-centre integrals, which is essential
to proper treatment of exchange interaction.

Although these approximations greatly simplify the Hartree—Fock procedure, they
appear to offer little advantage for transition-metal complexes, since it is difficult to
establish invariant values of the empirical parameters which would ensure predictive
capability.

8.4.4 Extreme semi-empirical methods

Extreme semi-empirical methods proceed from the approximation of a common one-
electron Hamiltonian invoked in §8.1.3. In the Hiickel method [Hiickel (1931)],
matrix elements of the one-electron Hamiltonian are treated as adjustable parameters,
coulomb integrals o; for diagonal elements and resonance integrals 3;;for off-diagonal
elements. Overlap integrals S;;are neglected, although they are retained in the extended
Hiickel method [Hoffman (1963)]. The Hiickel and extended Hiickel methods were
devised primarily for 7 electrons of planar organic molecules.

The Wolfsberg—Helmholz (1952) model of a transition-metal complex provides
another example of an extreme semi-empirical method. In this method, diagonal
matrix elements A; are derived from empirical ionization potentials, overlap integrals
S;; are calculated from Slater orbitals [Slater (1930)], and off-diagonal matrix elements
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h; are given by
hy 2 Si(his + hy). (8.63)

The angular overlap (AOM) method [Schiffer and Jergensen (1965), Jorgensen
(1971), Gerloch and Slade (1973)] is an even more approximate variant of the Wolfs-
berg—Helmholz method. This approximation is predicated on the assumption that off-
diagonal elements of the Hamiltonian are small compared with the difference of diag-
onal elements, and that overlap integrals are small compared with unity. The secular
equation, Eq. (8.5), is then linearized by replacing the ith eigenvalue E; by H;; in every
element of the determinant except for the element H; — E;. For example, consider the
basis set defined by Egs. (8.6). Then Hy; and H,, are the energies associated, respect-
ively, with the symmetry-adapted combination of ligand orbitals x and the transition-
metal orbital ¢ in the absence of covalency. Theinequality Hyy < Hj;isalso assumed, so
that ¥ and ¢ dominate the bonding and antibonding molecular orbitals, respectively.
Finally, the overlap integral S is written as a product of two factors, a radial part S*
which is a function of the radial properties of the orbitals and the bond length only, and
an angular part F. ,\’ which is a property of the number and orientations of overlapping
orbitals. With these approximations and assumptions, the energy of the antibonding
orbital is given by

E® = hyp +ex(F)), (8.64a)

2
hll *2

a= (h2 —hu)

(8.64b)
for a complex in which all of the ligands are of the same type at the same distance. The
factors e are treated as adjustable parameters, and the numerical angular factors F
are calculated from geometrical considerations. For example, the energy difference A
between antibonding levels e, and 75, in octahedral symmetry, equal to 10Dgin crystal-
field theory, is given by

A =3¢, — de,. (8.65)

The AOM model remains a popular alternative to crystal-field theory, especially for
angular distortions of transition-metal complexes. An example of its application is
presented in Chapter 9 [Riley ez al. (1999)].

8.5 Embedded clusters
8.5.1 Embedding potentials

Thus far in this chapter the complex associated with an impurity or defect has been
treated as an isolated molecule ion of fixed geometry. However, important effects
which arise from the fact that the complex is a cluster of ions embedded in a larger
crystal must be taken into account. Purely electronic effects arise not only from the
charge distribution and polarizability of the surrounding medium, but also from the
mobility of electrons across the boundary of the cluster [Fisher (1991)].
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Several naive approaches have proved successful. The simplest approach in an ionic
crystal is to embed the cluster in an array of point ions; one can then perform the
conditionally convergent infinite lattice sums [Nijboer and de Wette (1957)] to deter-
mine their potential distribution within the cluster, including the Madelung potential,
or one can incorporate a finite point-ion array in the SCF procedure. In covalent
crystals, a popular approach is to add pacifying atoms, typically hydrogen atoms, to
saturate dangling bonds at the boundary of the cluster.

More formal approaches introduce embedding potentials which are designed to
confine the electrons to the cluster. One type of non-local embedding potential [Adams
(1961), Kunz and Klein (1978), Kunz and Vail (1978)]is of the form pWp, where Wisan
arbitrary operator and p is a density operator which projects on a sub-set of occupied
orbitals. This potential affects the individual orbitals, but not the many-electron
Hartree—Fock wave function. Another type of non-local embedding potential,
developed for defects in semiconductors [Baraff and Schliiter (1986)], is of the form

2 =(G"), - G} (8.66)
where G is the perfect-lattice electronic Green’s function,
G=(E-H), (8.67)

and the subscript 1 refers to the sub-space of Hilbert space spanned by the basis
functions of the cluster.

8.5.2 Lattice relaxation

A common feature of luminescent centres in solids is a pronounced Stokes shift
between peak energies for absorption and emission. In some cases, this shift is attrib-
utable in part to inter-system crossing from the final state in absorption to a lower
emitting state of different multiplicity. Lattice relaxation also makes a major con-
tribution to the Stokes shift when the geometrical configuration of the relaxed emitting
state differs significantly from that of the ground state; this phenomenon was inter-
preted in terms of a configuration-coordinate diagram in §5.2.4. To be successful,
a geometry search for the equilibrium configuration in each electronic state must be
performed on the embedded cluster and must include relaxation of the surrounding
lattice.

Molecular-dynamics simulations [Sangster and Dixon (1976)] provide one approach
to the determination of equilibrium geometries. In this method, a superlattice of defects
or impurities is constructed by imposition of periodic boundary conditions. Phe-
nomenological pair potentials are adopted, random initial conditions are imposed and
the classical equations of motion are integrated over a large number of time steps as the
system is artificially ‘cooled’. An extension of this method to electronic structure
determination [Car and Parinello (1985), De Vita et al. (1992)] may ultimately be
applicable to transition-metal complexes.

An alternative approach is based on the lattice-statics program HADES (Harwell
Automatic Defect Evaluation System) [Norgett (1974)], designed to calculate both the
defect energy and the static lattice distortion associated with a defect or impurity in an
ionic crystal. Tons are represented either by a rigid-ion model or by a shell model in
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which the ionic charge is distributed between a massive core and a massless shell
connected by a harmonic potential [Dick and Overhauser (1958)]. Ions or shells within
a central Region I interact via pair potentials such as a Buckingham potential which
includes short-range Born—Mayer repulsive and Van der Waals attractive terms as
well as a long-range coulomb interaction,

_ Z1Z282 r C12
V(r) = (47“_:0)’, + A12 exp( p12> /6 . (868)

The interactions of ions in Region I with those in the outer Region II are treated more
approximately by the Mott— Littleton method [Mott and Littleton (1938)] in which ion
displacements are related to the polarization of a dielectric continuum. Ion or core and
shell positions, specified as components of a vector u, are relaxed iteratively according
to the algorithm

ut =y — (Wl)"gm, (8.69)

The total energy E, forces g=dE/Ou and force-constant matrix W = 32E/dudu are
updated at each iteration until the forces are smaller than some predetermined con-
vergence limit. HADES is commercially available as part of the CASCADE system of
programs [Leslie (1982)].

Two implementations of the lattice-statics approach are of particular interest in the
present context. The first of these is a commercial program called ICECAP (Ionic
Crystal and Electronic Cluster: Automated Program) [Harding et al. (1985), Vail
(1990)]. ICECAP combines HADES with an ab initio electronic structure program
called UHF (Unrestricted Hartree—Fock) in a single, user-friendly package. At each
step in the optimization of the cluster geometry, which requires a complete SCF-UHF-
LCAO calculation, the remainder of the lattice is relaxed via HADES and the corres-
ponding defect energy is included in the convergence criterion together with the
electronic energy of the cluster. The package also contains several optional features
such as effective core potentials, a second-order MPPT treatment of correlation, and a
Kunz—Klein embedding potential with W chosen to cancel ion-size corrections to the
point-ion potential of the surrounding lattice.

The second implementation of the lattice-statics approach is based on a modification
of HADES, called HADESR [Woods et al. (1993), Donnerberg and Bartram (1996)].
Although similar in concept to ICECAP, it employs a different algorithm. In
HADESR, pair potentials are replaced by an ab initio potential energy function within
a cluster comprising a small portion of Region I. Interactions of ions within the cluster
with ions of Region I lying outside the cluster are still mediated by pair potentials. In
order to accomplish simultaneous relaxation of the cluster and its surrounding lattice,
the total energy of the cluster is calculated on a mesh of symmetry-adapted displace-
ments within each electronic state. The difference between ab initio and pair-potential
calculations of the total cluster energy is then fitted to a polynomial in symmetry-
adapted displacements. This polynomial is consulted in each iteration of HADESR to
update both the total energy and the forces acting on eachion. HADESR has the virtue
that it can be employed in conjunction with any electronic-structure program, such
as the commercially available GAUSSIAN94 system of programs [Frisch ez al. (1995)]
which includes as options most of the methods described in this chapter, or MELD
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(Many ELectron Description) [Davidson (1991)], available through Quantum Chem-
istry Program Exchange. Furthermore, it providesinformation beyond the energies and
geometries of relaxed configurations, since the energy polynomial for each electronic
state describes an adiabatic potential energy surface which is useful for investigating
force-constant changes, the frequencies of localized vibrations and anharmonicity. The
principal limitation of HADESR is that its practical application is restricted to highly
symmetrical systems with only a few relevant symmetry-adapted displacements.
Examples of the application of HADESR are presented in the next section.

8.6 Applications

The principles and methods developed in this chapter are illustrated in the present
section by selected examples. 4b initio electronic-structure and lattice-statics calcula-
tions on chromium-doped halide elpasolites, described in §8.6.1, serve to explain both
pressure dependence and thermal quenching of optical spectra. Similar calculations on
the T1°(1) centre and its analogues, presented in §8.6.2, are concerned with athermal
quenching of optical spectra. Odd-parity distortions of octahedrally coordinated
transition-metal ions that enable electric-dipole transitions between 3d levels are
addressed in §8.6.3 for Ti’>* and in §8.6.4 for Cr**.

8.6.1 Cr’* in halide elpasolites

Ab initio calculations on the chromium-doped halide elpasolites K,NaGaFg,
K,NaScF¢and Cs,NaYClg[Woods et al. (1993)] exemplify the methods of this chapter.
This class of materials possesses the virtue that trivalent cation substitutional impur-
ities can be accommodated in well-separated, rigorously octahedral sites without
charge compensation. Optical properties were measured both at ambient pressure
[Andrews et al. (1986b)] and at elevated pressures in a diamond-anvil cell [Dolan et al.
(1992), Rinzler et al. (1993)]. Optical absorption and emission spectra of octahedrally
coordinated Cr*>* were described in some detail in §5.4.1, and thermal luminescence
quenching in §6.4.1 and 6.4.2. Embedded-cluster RHF-SCF-LCAO molecular-orbital
calculations were performed on the twenty-one atom cluster AgB¢CrX}!* shown in Fig.
8.4, for each compound A,BMXg: Cr**, by means of the MELD program [Davidson
(1991)]. The 1s, 25 and 2p shells of chromium and its nearest chlorine neighbours were
replaced by effective core potentials, while double-zeta quality basis sets for valence
orbitals were explicitly included. All nearest-neighbour fluorine orbitals were included,
but the nearest sodium and potassium ions were represented by bare effective core
potentials which, incidentally, ensure that the valence-orbital contribution to an
embedding potential of the form of Eq. (8.66) is negligible.

For each electronic state of each compound, the total energy of the molecular cluster
was calculated on a mesh of 125 combinations of symmetrical (breathing) displace-
ments of the three shells of ions, X~, A* and B*, surrounding the crt impurity, and
was fitted to a fourth-degree polynomial in the three displacement coordinates. The
symmetrical equilibrium geometry of the embedded cluster together with its sur-
rounding lattice was then calculated by HADESR as a function of lattice parameter,
with rigid-ion Buckingham pair potentials, Eq. (8.68), in order to simulate the effects of
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Figure 8.4. Twenty-one atom molecular ion cluster AgBsCrX}'* of the chromium-
doped elpasolite A,BMX,:Cr** [after Woods ef al. (1993)].

hydrostatic pressure. The relation between pressure and lattice parameter was deter-
mined by an independent HADES calculation. By virtue of its orbital degeneracy, the
4T2g state can also couple linearly to e, and #,, displacements of the ligandsillustrated in
Fig. 3.2 (Jahn-Teller effect). The Jahn—Teller stabilization energies were calculated by
HADESR for a seven-atom cluster at ambient pressure only. The pressure dependence
of the Jahn—Teller stabilization energy was calculated more approximately from
ligand displacements alone. Jahn—Teller coupling to the e, displacement was found to
be an order of magnitude greater than that to the ¢,, displacement, as expected, and to
be comparable with linear coupling to the a;, displacement.

The total energy of each state was calculated in the relaxed configuration of the other
state to determine optical transition energies in accordance with the Franck—Condon
principle. The predicted pressure dependence of the photoluminescence peak energy
of K;NaScFg: Cr®* agrees well with experiment, as shown in Fig. 8.5. The predicted
Stokes shift at ambient pressure, 2083 cm™}, is in reasonable agreement with the
experimental value of 2748 cm ™. Vibration frequencies of defect normal modes were
determined approximately by calculating second derivatives of the total energy of the
cluster as a function of small ay,, €, and #,, displacements of the six nearest halogen
neighbours of the chromium impurity. Approximate vibration frequencies of
K;NaScFg:Cr**, calculated as functions of pressure, compare favourably with
experimental values inferred from the vibronic structure of emission spectra. Radi-
ationless transition rates were predicted ab initio from adiabatic potential energy func-
tions of ay,, e, and t,, displacements of the six nearest halogen neighbours in both 4A2g
and *T: 2¢ States [Woods et al. (1994)], as described in §6.4.2, with encouraging results.
Matrix elements of the #;, promoting-mode interaction, Eq. (6.39), were evaluated
approximately with free-ion chromium orbitals [Bartram and Stoneham (1985)]. These
favourable results, which confirm the predictive capability of the model, can also serve
to parameterize the crystal-field model.

Similar calculations performed on Mn** in BaTiO; [Donnerberg and Bartram
(1996)] incorporated additional refinements, including correlation corrections at the
level of CISD and shell-model pair potentials for lattice relaxation.
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Figure 8.5. Pressure dependence of the photoluminescence peak energy for Cr'*:
K,NaScFg. The continuous curve is the theoretical prediction [Woods et al. (1993)]
and the symbols are experimental results [Dolan et al. (1992)].

8.6.2 The TI°(I) centre and its analogues

The T7°(1) centre in KCl, described in §4.6.5, is the prototypical impurity-related laser-
active colour centre. Ab initio embedded-cluster RHF-SCF-LCAO molecular-orbital
calculations were performed on both ground and excited states of this centre [Gryk and
Bartram (1995)]. Effective core potentials and valence orbitals were employed on the
thallium atom and its nearest-neighbour chlorine ions. The remaining ions in the
cluster were represented either by bare effective core potentials or by point ions. Spin—
orbit effects were calculated perturbatively in the intermediate coupling regime,
Eqs. (4.75) and (4.76). External interactions of the molecular cluster were represented
by rigid-ion pair potentials, and simultaneous relaxation of the cluster and surrounding
lattice was accomplished with the HADESR program. Optical absorption energies
for transitions to the first two excited states, the optical emission energy and a ground-
state vibration frequency associated with thallium displacement were determined
successfully.

A simplified point-ion model, based on a single-centre expansion with polarizing
functions and a fixed point-ion lattice, validated for the T!%(1) centre in KCl, was also
employed to determine absorption energies of the analogous 7#°(1) and Ga®(1) centres
in KCl and to explain the nonradiative de-excitation of these centres in terms of the
DKR mechanism described in §6.3.3. In this model, the configuration coordinate
corresponds to the displacement of the thallium atom away from the anion vacancy.
The results of point-ion calculations for the 7/ %(1) centre are summarized in Table 8.3
and Fig. 8.6. The success of the point-ion model suggests that covalent bonding of the

thallium atom with its halogen ligands may not be very important in this type of colour
centre.
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Table 8.3. Predicted and measured optical transition energies and ground-state
vibration frequency of the TI%) centre in KCI (point-ion model)

Abs. 1 V) Abs. 2 (V) Em. (eV) w (108571

Theory 1.29 1.77 0.75 0.56
Experiment 1.20* 1.72* 0.83* 0.57**

*[Fockele et al. (1985)]
** [Joosen et al. (1985)]
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Figure 8.6. The configuration coordinate diagram for the Tl°(1) centre in KCl
[after Gryk and Bartram (1995)]. The total energy of each state is plotted as a func-
tion of thallium displacement, negative toward the vacancy, with the remaining
ions as point ions fixed in their perfect-lattice positions.

8.6.3 Ti** in distorted octahedral coordination

The theory of electric-dipole transitions between 3d levels of transition-metal ions
developed in §5.3 assumes parity mixing of transition-metal orbitals by static or
dynamic odd-parity components of the crystal field. Although the closure approxi-
mation isinvoked in Judd—Ofelt theory, §5.3.4, itis generally supposed that transition-
metal 4p orbitals are the dominant intermediate states. However, a molecular-orbital
model developed by Yamaga et al. (1991a) for calculating polarized intensities of
zero-phonon lines and broadband luminescence spectra of Ti>* in Al,O3, YAIO; and
YAG proceeds from a very different assumption. In this model, d — d transitions are
explained instead by admixture of odd-parity combinations of ligand orbitals by T},
and T, distortions of the octahedral complex, illustrated in Fig. 3.2.
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The molecular orbitals of interest are e, and #,, antibonding orbitals constructed
from central-ion 3d orbitals and ligand s, p, and p, orbitals, for example,

/

le) = [Ix2 ¥) —7" (S1+84 -5 - 8) - FZEXi+ X+ Yo - Ys)], (8.70a)
[|222 X2 —y?) - \/ﬁ Sy — 84— 8 —S5)

- \/ﬁ( —2Z3+2Zs+ Xy — Xa+ Yz—Ys)], (8.70b)

6 =N[im) -3 @ - 2z + - 7). (8.700)

n) = N, :|zx)—%(X3 Xe+ Zi -z4)], (8.70d)

6= Ne[l39) - 3 (= Tat Xa - 25| (8.700)

where N, and N, are normalizing constants. The molecular orbital |£) is illustrated
in Fig. 8.7, together with T,(x) and T,,(n) distortions. These distortions admix odd-
parity combinations of ligand orbitals. For example, the T} () distortion mixes |§)
with (¥, + ¥5)/v/2. Relative transition probabilities for polarized light can then be
calculated by application of Eq. (5.118). Note that the T,(o) and T),(w) distortions
employed in the present section are linear combinations of the T, distortions depicted
in Fig. 3.2.

In the crystals of interest, the orbital degeneracy of the levels is removed by a
combination of the Jahn-Teller effect, low-symmetry even-parity components of the
crystal field, and spin—orbit coupling, leaving only Kramers doublets. The splitting in
a trigonal field, appropriate to Al,QOs, is illustrated in Fig. 5.9. The wave functions
associated with the Jahn-Teller split 2Eg state are vibronic admixtures of molecular
spin-orbitals |0, £1) and |, +1). Wave functions associated with the 2T, state are
as follows:

Esp :|xs, £1)
Elp:lxz £3) § 2Ty, (8.71)
E%/z :|xo0, £1)

s} = F7s(1nx) ), (8:720)
o) = In2). (8:720)
o) = 72|c> & - ) (5.730)
f1v) = 7 () - ) (5.730)
Inz) = =) + In) +10)) (5.730)

Sl
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Figure 8.7. Molecular orbital |£), Eq. (8.70c), together with T, (x) and T».(x)
distortions [after Yamaga er al. (1991a)].

where subscripts X, Y and Z refer to a coordinate system rotated with respect to x, y, z.
The new axes are chosen to be X||(112), Y]|(110) and Z||(111).

Relative probabilites for polarized optical transitions in trigonal symmetry, enabled
by a T,(r) distortion, are displayed in Fig. 8.8. Similar diagrams were calculated for
tetragonal symmetry and for 7',(r) and Ty,(0) distortions. The squares of the matrix
elements should be averaged over € and 6 to take account of vibronic mixing for
comparison with experimental intensities. It is evident from Fig. 8.8 that the relative
intensities of the 4, Band C transitions in Fig. 5.9, predicted for a TZ (r) distortion, are
in the ratio I4:Ig:Ic=1:1:0, in good agreement with the experimental ratio ,: I5:
Ic=1:0.8:0.1. In addition, the polarization ratio for the allowed transitions, I/,
where 7 and o correspond, respectively, to Z and to X or Y polarizations, is predicted
to be 2: 1, which agrees well with experiment for both the zero-phonon line and the
broadband. Since no other displacement would be consistent with experiment, it is
concluded that a T,Z(r) distortion is the primary agent in exciting radiative decay via
both zero-phonon lines and broadbands. This distortion can be identified with the

counter-rotation of the two oxygen triangles about the (111) direction, discussed in
§3.3.1.
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T,.(r) distortion

X component Y component Z component
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Figure 8.8. Polarizations and relative intensities of the emission induced by a
T5.(7) distortion in trigonal symmetry. Column headings X, ¥ and Z denote
components of the distortion with respect to trigonal axes. The letters in the
vertical lines represent components of polarization with respect to trigonal axes
and the numbers in parentheses represent relative intensities [after Yamaga e al.
(1991a)).

8.6.4 Odd-parity distortions of ( CrFg)®~

In further consideration of the effects of odd-parity distortions, ab initio molecular-
orbital calculations were performed on a (CrF)*~ cluster, both as a perfect octahedron
and with a T, distortion [Bartram and Henderson (1998)]. The calculations were
performed by means of the Gaussian 94W program [Frisch et al. (1995)] with a
chromium effective core potential and minimal basis set (LanL.2MB, equivalent to
STO-3G). The metal-ligand distance in octahedral symmetry was taken as the sum
of ionic radii, 1.95A. The *4,, ground state was calculated self-consistently with
the addition of an MP2 (second-order perturbation theory) correlation correction.
The two lowest quartet excited states, 4ng and 4T1g, each with triple orbital degen-
eracy, were calculated by configuration interaction with single excitations only
(CIS), as discussed in §8.3.4. Their energies with respect to the ground state are,
respectively, 2.37eV and 3.47eV, corresponding to Dg=1910cm™' and B=
1180 cm ™. These values are in adequate agreement both with experiment and with
the results of more extensive calculations [Woods et al. (1993), Aramburu et al.
(1999)].
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The calculation was repeated with a T5,( distortion, as shown in Figs. 3.2 and 8.7,
with the ligands displaced by 0.2 A, about 10% of the metal-ligand distance. Electric-
dipole transitions from the ground state, which are strictly forbidden in octahedral
symmetry by the Laporte rule, are enabled by the T, distortion, which reduces the
symmetry to D,;and mixes the parity of the wave functions, as discussed in §5.3.2. This
distortion also splits the orbital degeneracy by a small amount, but the principal effect
is to increase the oscillator strength to approximately 107 for the transitions in
question. The parity mixing occurs both by linear combination of even and odd
functions in each molecular orbital and by mixing of even and odd configurationsin the
excited states. The minimal basis set employed in these calculations ensures that each
valence atomic orbital corresponds to a single contracted basis function, thus facil-
itating the interpretation of parity mixing. For example, in the presence of the odd-
parity distortion, the m-antibonding orbital |£), defined by Eq. (8.70c), is replaced by

€)= 0.4364]| yz) — 1.106(Zy — Zs + Y3 — Y§)]

1
- 0.1507 25 (Yy + Ys) + 0.04026]4 p,) — 0.02094[3p,). (8.74)

Note that the ligand orbitals dominate the antibonding molecular orbital in this
example, contrary to the suppositions of extreme semi-empirical models described
in §8.4.4. Configuration mixing provides a second example; the dominant single
substitutions in one component of the *T; excited state are

0.6446(—|€')* — 10")) + 0.4106(—|¢")* — |¢"))
— 0.4149(¢')° — |0")) — 0.2667(¢")° — |¢”))

—0.28962 {%(Yz +Ys) — |0')] - 0.1974 [%

where |£)?is a 7 bonding orbital.

It is evident from these examples that parity mixing is dominated by odd-parity
combinations of ligand orbitals rather than by metal 4p and 3p orbitals. Which of these
orbitals contributes the most to transition dipole moments is less certain, however,
since only the totals are given, and the contribution of ligand orbitals is diminished by
their reduced overlap with metal orbitals. Nevertheless, one can safely conclude that
the effects of transition-metal 4p and 3p orbitals and odd-parity combinations of
ligand orbitals are at least comparable. Thus this model calculation serves to confirm
both the traditional crystal-field approach as well as the alternative treatment of
Yamaga et al. (1991a).

(Y24 Ys) — ')}, (8.75)
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Engineering the crystal field

9.1 Principles and objectives

Crystal-field engineering seeks to use present knowledge to establish appropriate design
principles for the development of new laser and nonlinear optical materials. First, the
wavelength range of the optical device and its possible application (e.g. CW, ultrashort
pulse, single frequency or tunable) are specified. This determines the chemical nature of
the optical centre. The host environment is then selected, guided by historical know-
ledge of gain media or intuition of novel hosts with potentially beneficial properties,
and then the theoretical and experimental techniques outlined in earlier chapters are
invoked. The numerous objectives of crystal-field engineering include shifting the
wavelength ranges of optical transitions, increasing the rates of radiative transitions
and minimizing loss by nonradiative decay and excited state absorption. In addition,
there may be reason to minimize or maximize energy transfer between centres, to avoid
concentration quenching and to enhance laser efficiency respectively. Such objectives
may be achieved by manipulating the unit cell containing the optical centre using such
external perturbations as hydrostatic pressure, uniaxial stress or electric field. More
usually, however, manipulating the unit cell is accomplished by changing its chemical
composition.

9.1.1 Manipulating the unit cell

Hydrostatic pressure shortens bond lengths, reducing the unit cell dimensions without
changing its symmetry. Such hydrostatic pressures will enhance the crystal field and, in
consequence, shift spectra to shorter wavelengths. Studies of the Cr>*-doped elpaso-
lites and garnets under pressure demonstrate the continuous tuning of the crystal
field and of the coupling of the 2E and *T, states of the Cr>* ion [Dolan ez al. (1986),
Hoémmerich and Bray (1995)]. At low pressure the luminescence spectrum of
Cr** : GSGGisamixture of the 2E — *4, R-lineand *T, — 4A2 broad band [Struve and
Huber (1985), Donnelly et al. (1988), Yamaga et al. (1989a), Wojtowicz et al. (1991)]
whereas at high pressure (>120 kbar) the *T, — %4, component of the luminescence in
Cr** : GSGG is eliminated. The luminescence spectrum then consists of the R-line and
its associated sideband alone with decay time at 300 K lengthening from 110 ps at zero
pressure to 4.4 ms at 125 kbar. In contrast, tuning the crystal-field via a series of dif-
ferent garnets will provide a number of discrete values of the crystal-field strength.

253
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The unit cell symmetry can be modified by a uniaxial stress. In a definitive experi-
ment, Schawlow et al. (1961) studied the R-line of Cr** in MgO under uniaxial stress
along the [100], [110] and [111] directions, to reduce the symmetry at the Cr** site from
octahedral to tetragonal, orthorhombic and trigonal, respectively. The energy shifts of
the R-lines were linear in the applied stress, and the splitting patterns and polarizations
confirmed the octahedral symmetry. Group theoretical analyses of the effects of uni-
axial stress on optical zero-phonon lines [Kaplyanskii (1959, 1964), Hughes and
Runciman (1965)], led to the identification of vacancy aggregate centres in a variety of
ionic crystals. As discussed in §9.6, applied electric fields have been used to probe the
mechanisms of frequency conversion in MOg-octahedral complexes [Fujii and Sakudo
(1976)]. Although a useful tool in the spectroscopist’s armoury, piezo-spectroscopy
does not lend itself to practical device engineering.

9.1.2 Composition of the unit cell

The most practical means of manipulating the size and symmetry of the unit cell is
through its chemical composition. Consider the example of the F-centre in the alkali
halides. This defect has octahedral symmetry and the lowest energy electronic states
transform as the irreducible representations 4,, and T, of the Oy, group. Theoretical
models of the 4,, — Ty, F-band absorption transition discussed in §4.6.1 focus on the
finite potential well of the vacancy and predict that the F-band energy scales as some
function of the dimensions of the well, such as the Mollwo~Ivey relation in Eq. (4.66)
[Fowler (1968b), Stoneham (1985), Henderson and Imbusch (1989)]. All the F-centres
have broad absorption and emission bands, reflecting the strong electron—phonon
coupling characterized by Huang—Rhys factors in the range 60 > S > 25. The lumi-
nescence bands of F-centres are vibronically shifted into the infrared region, where they
cover a wavelength range from 750 nm to ca 1450 nm. The luminescence yield at 300 K
is very small because nonradiative decay is dominant.

The invention of the broadband tunable alexandrite laser (Cr3+ : BeAlL,O4)in the late
1970s catalyzed research on Cr3+-doped insulators. The oxide garnets, with general
formula A;B,C;0;,, were much studied. Changing the chemical content of the unit cell
modifies the crystal-fields at A, B and Csites in a systematic way. The octahedral B-site
is the preferred substitutional site for Cr3+-dopant ions, at which the strength of the
octahedral field may be adjusted so that either of the 2E or *T;, excited states is lower in
energy. Most Cr’*-doped garnets are laser active. Cr’*: YAG and YGG, like ruby,
are three-level lasers. In the strong field B-sites of YAG or YGG, 2E is lower than ‘T,
and their luminescence spectra, for example Fig. 9.1, show the long-lived R-lines near
680-700 nm with their vibronic sidebands. In contrast, four-level vibronic structure of
Cr’*:LLGG gives rise to broadband luminescence in the 4T, —*4, transition from
Cr’** ions in weak crystal-field sites, Fig. 9.2, spanning the range 740—1000 nm and
decaying with radiative lifetime 7r =35 ps at low temperature [Struve and Huber
(1985)]. In Cr** : GSGG, the 2E and *T;, levels are almost degenerate and the lumines-
cence spectrum is a mélange of 2E,*T. ", — 44, transitions. Both R-lines and broadband
emissions then contribute to laser operation. The semblances of the ‘T 'y — 4A2 band
evident in Fig. 9.1 arise from thermal population of the *T;, level in Cr** : YGG above
ca S0K. The distortions of the CrO}~ octahedron in the garnets by the odd- and even-
parity displacements of neighbouring ions, Fig. 3.5, have important consequences for
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Figure 9.1. Luminescence spectra of Cr**: YGG at T=50K showing in (a) the
R; and R; lines and in (b) their Stokes and anti-Stokes vibronic sidebands with a
weak underlying *T, — *4, band [after Henderson et al. (1990)].

the optical spectra of the Cr>*-doped garnets. The T »¢ distortion in concert with spin—
orbit coupling will split the octahedral energy levels, as is evident from the R-line
spectra of Cr’*-doped YGG shown in Fig. 9.1. Odd-parity distortions (T}, and T,)
further reduce the D;,; symmetry to Cs; and mix wavefunctions of opposite parity into
the 3d-states, raising the selection rules against electric dipole transitions and deter-
mining the polarization intensities and radiative life times of the Cr>* : garnet spectra
[Yamaga et al. (1989a,b), (1990a)]. Similar static and/or dynamic distortions occur in
other crystals with six-fold ligand coordination, including MgO, the fluoride garnets,
elpasolites and colquiriites and the ferroelectric ABO; compounds such as LiNbO;.

9.2 The positions and shapes of optical transitions

Examples of the changes in spectroscopic properties that are consequent upon vari-
ations of chemical composition are now discussed. X-ray diffraction measurements
determine the structure and dimensions of the unit cell. They also measure the number
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Figure 9.2. Absorption and fluorescence spectra and output tuning curve of a
Cr’*:LLGG laser measured at 300 K. Although the 4T, —*4, emission band
extends from 700—1100 nm, the Cr** : LLGG laser is tunable only from 792 nm to
852nm [adapted from Petermann (1990)}.

of constituent phases, and the strain and disorder in a crystal. The unit cell dimensions
define the magnitude of the octahedral crystal-field. For a single 3d electron in perfect
octahedral symmetry, the energy splitting, 10Dg, of the e, and #,, orbitals is derived in
the point ion approximation from Eq. (4.50a) as

5Ze? [(r"y
1909 = T [—aT] O

in which —Ze is the ligand charge at a distance a from the central ion. Assuming
harmonic vibrations and the configurational coordinate model, §5.2.4, the peak of the
absorption band, )3, corresponds to a ‘vertical’ Frank—Condon transition from the
mean lattice configuration of the ground state to the upper state configurational
coordinate curve, Fig. 5.2. A measurement of the band peak, A3, determines Dg, since

he
E = 10Dgq. (9.2)

The absorbed photon probes the configurational coordinate curve of the upper state,
mapping out the absorption band at higher or lower photon energies than the peak as it

‘catches’ the centre at coordinates other than at the mean lattice configuration. After
nonradiative relaxation to the lowest vibrational level in the excited state, radiative
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Table 9.1. Spectral characteristics for Ti>* ions in different ionic crystals, arranged in order of
increasing Ti*T—0*~ separation

YAP MgALOL ALO; BeAl,O, YAG GSAG

A% (nm) 425 490 490 505 500 515
A% (nm) 490 490 550 565 599 600
A° (nm) 610 805 740 750+ 752 850
10Dg (cm™) 21950 20400 19300 18690 18350 17940
Eyr (cm™) 3420 — 3070 2100 2970 2750

*+The AI** site occupied by Ti>* in this spinel is O,
+*Measured with E || b: with E L b there are two peaks at 710nm and 875nm.

decay occurs into the emission band with a peak wavelength, A, given by

% = 10Dq — (28 — 1)hiwy, (9.3)
0

where S is the Huang—Rhys factor and /wy is the mean energy of the even-parity

phonons coupled to the electronic levels.

The 3d' configuration ion Ti** occupies distorted octahedral complexes. As dis-
cussed in §5.4.3, the TiO}~ octahedron in Al,O3 undergoes symmetry-lowering dis-
tortions that split the optical absorption spectrum into two overlapping bands
separated by ca 2500 cm™" and centred near 20000cm ™ (i.e. 500 nm). The band cen-
troid, according to Eq. (9.2), defines the octahedral splitting, 10Dq. This equation
may be used to compare the 2T, — E splitting of Ti** configuration ions in different
crystals: comparative data are given in Table 9.1 for ALO3;, YAIO3(YAP), BeAl,Oy,
MgAlLO4, YAG and GSAG. Substituting the mean value of a for each compound in
Eq. (9.2) predicts the position of the absorption band centroid, if an appropriate value
of (r*)sq4 is known. Although Eq. (9.2) is not very precise, it shows the trends to be
expected of the 2T, — 2E band centroids. The lattice constant, a, is shortest in YAIOs,
which has the largest crystal-field splitting, 10Dg. Consequently, the mean position
of the overlapping absorption bands is shifted to shorter wavelengths relative to
Ti-sapphire. In the other crystals the bands are red-shifted by amounts consonant with
the appropriate values of a. Assuming the experimental value for 10Dg leads to values
of (r*)34for Ti** which vary from compound to compound because of their different
bonding mechanisms, as noted in Chapter 8.

9.2.1 F-type centres in the alkali halides

The alkali halide F centre, an electron trapped at an anion vacancy, is the archetypal
colour centre. Optical absorption by F centres occurs via broad bands involving
allowed 2A1g—> 2T1u transitions at centres having octahedral, O,, symmetry, as out-
lined in §4.6.1. F-band absorption peaks shift to longer wavelength with increasing unit
cell length, a, asis shown in Fig. 4.11; the best, straight line fit to the experimental data
being given by Eq. (4.66) [Dawson and Pooley (1969)]. After the absorption of an
F-band photon, nearby ions relax to new equilibrium positions in response to the
spatial diffuseness of the charge distribution in the excited 2T}, state. In consequence,
the bottom of the square-well potential is raised to within 0.1 eV of the bottom of the
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Figure 9.3. Schematic representation of the ionic and the energy level structures
of F,4 centres, including ionic relaxations in the excited electronic states and their
effects on the absorption—luminescence cycle appropriate to F4 (Li) centres
in KCl.

conduction band [Fowler (1968b)]. The decay of the excited electron can involve
radiative, nonradiative and thermal ionization processes, as a result of which the life
times and luminescence yields are strongly temperature dependent [Swank and
Brown (1963)]. Photoluminescence is not observed from de-exciting F centres in
Li-halides, NaBr and Nal even at low temperature [Dexter et al. (1955), Bartram and
Stoneham (1975), (1983)]. Vibronic interaction red-shifts the F-centre luminescence in
the other alkali halides by ~ 1-2 eV relative to the corresponding absorption band.
Variations in luminescence peaks with unit cell size are not nearly as well described by
an empirical Mollwo—Ivey law as are the absorption peaks because the finite sizes of
ions play an important role in the electronic structure [§4.6, Bartram et al. (1968)]. The
radiative life times at low temperatures are long (10~%s) compared with allowed
2p — 1s-like transitions (~ 10~ s). Because of nonradiative processes, F-centre lumi-
nescence at 300K is too weak to support laser action.

The F 4 centre has one nearest neighbour host cation replaced by a smaller alkali
impurity ion, Fig. 9.3, reducing the local symmetry from octahedral, Oy, to tetrag-
onal, Cy,. This perturbed F-centre model was originally deduced from optical and
photochemical experiments [Liity (1968)] and vindicated by magnetic resonance
measurements [Spaeth ez al. (1992)]. For an impurity ion along the z-direction the
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Table 9.2. Absorption and emission properties of F and F 4 centres in alkali halides
[adapted from Liity (1968)]

Crystal  Centre Absorption peak (eV) Emission peak TR
FAI FA2 eV (10_8 S)
KCl F 2.31 1.24 58
Fy (Na) 2.35 2.12 1.12 53
F4 (Li) 2.25 1.98 0.46 8.5
KBr F 2.06 0.92 111
Fy (Na) 2.07 1.90 0.74 100
F, (L1 2.00 1.82 0.45 10
RbCl F 2.05 1.09 60
F4 (Na) 2.09 1.85 0.93 60
Fy (Li) 1.95 1.72 0.45 9

excited state, 2T}, splitsinto a low-lying singlet state, >4;, and a higher lying doublet 2E.
Consequently, and as described in §4.6.3, there are two absorption bands labeled F 4,
and F4,. The F,; absorption band is polarized along a crystal [001] direction, corres-
ponds to 24; — 24, transition and is shifted to lower energies from the F-band. The
F 4,-band is almost degenerate with the F-band and polarized along the [010] and [100]
directions, corresponding to the 24, — 2E transition at a centre with C,, symmetry.
There are two ways that the optical properties of the F, centres may be engineered. The
unit cell dimensions and the size differences between host and impurity cations define
the optimal characteristics of F, centres. For example, in RbCl the Rb™ ion may be
substituted by Li*, Na* and K*. The data in Table 9.2 for Fand F 4 centres in KCl and
RbCl reveal two distinct categories of emission. The F, F4; and F 4, absorption bands
scale similarly with lattice parameter, as do the F and F 4 (I) luminescence bands, the
different sizes of the impurity ions causing only small shifts between the F 4 absorption
bands. The single photoluminescence bands of the F4 (Na) centres are Stokes-shifted
by ca 1€V, are unpolarized and comparatively long-lived (7 ~ 107%s) because the
relaxed excited state has a large orbital radius which is insensitive to perturbations
introduced by the impurity ion. In consequence, the excited state splitting is eliminated
after relaxation, giving rise to the single, unpolarized emission band. Dramatically
different luminescence behaviour occurs when there is a large size difference between
the impurity ion and the host cation that it replaces. The F 4 (Li) centres have emission
bands that are strongly polarized and even more strongly Stokes-shifted (~ 1.5eV)
than the F, (Na) centres, with radiative life times shorter by a factor of ca ten. These
differences are due to the excited state relaxation in which one of the host anions next
to the F4 centre moves between its nearest neighbour ions in the cation shell, so pro-
ducing the double-well configuration shown in Fig. 9.3. After emission this anion may
return to its former site or jump into the vacancy. There are four equally probable
saddle-point configurations, in which the charge is distributed between the two anion
‘vacancies’. The superposition of four (110)-dipole emitters should produce an emis-
sion polarization /j/I, = 2.0 defined relative to the F centre axis, a result in excellent
accord with experiment. In contrast to the F 4 (I) centres, Table 9.2, the emission bands
of F 4 (II) centres hardly shift from one crystal to another.
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The Fp centres are first cousins of the F, centres, created when the alkali impurity
content exceeds several atomic per cent. In these centres two nearest-neighbour cations
are substituted by alkali impurity ions. Fz (I) centres retain the anion vacancy con-
figuration during emission, whereas Fp (IT) centres emit from the double-well config-
uration similar to that shown for F, (IT) centres in Fig. 9.3 [Litfin ez al. (1977), German
(1986)]. The trapping of an electron in a double-well potential is reminiscent of the
divacancy structure of the F," centre, Fig. 4.12, which can be treated theoretically as an
H;" molecular ion embedded in a dielectric continuum (§4.6.4). The energy levels of the
F;© centre are then derived as described in Chapter 4 by scaling the E(I') versus R
relationship for the H,' ion using the effective mass m* and dielectric constant K as
adjustable parameters. These energy levels are classified in Table 4.11 both as irre-
ducible representations of the D, group of the Ht ion or of the exact point group D,
of the F,* centre (Fig. 4.13). The broad band optical spectra of the F," centres mask the
splitting of the 2pm, molecular level into B,,, Bs, crystal-field levels implied
in Table 4.11, which is not resolved. The pumping and lasing transitions A4,
(1sog) «» By, (2po,) involve the same lowest energy states and are appropriately Stokes
shifted, thereby eliminating possibilities of self-absorption. The large oscillator
strength (f=0.2), 100% quantum efficiency and small Stokes shift makes F,* centres
almost ideal for four-level lasers. The range of values for K and Ry, for the family of
alkali halides provide a large net tuning range, 8002600 nm for F," centre lasers.
Unfortunately, these centres are unstable against optical pumping with polarized light,
so that the laser intensity fades during operation [Mollenauer (1985a, 1987)]. The
mechanism by which F;* centres fade involves centre reorientation during pumping,
subsequent random walk through the crystal and further stages of aggregation and de-
ionization. As Mollenauer (1987) observes, the only truly satisfactory cure to the
orientational bleaching problem of F+ centres lies in anchoring them to a definite place in
the crystal. The variety of anchoring points include other radiation products and
impurities.

The first stabilized F,* centre, designated the (F,")" centre, was produced in NaF
crystals by high dose e-irradiation to create a high density of F," centres and other
concomitant defects [Mollenauer (1980)]. After storing in the dark at room tempera-
ture for 24 hours the F,' centre absorption band at 750 nm was usurped by an equally
intense absorption band with peak at 870 nm (Fig. 9.4). The (F,")" centre was shown to
have a Stokes-shifted emission band, with band shape, quantum efficiency, polariza-
tion and luminescence lifetime in every respect F, centre-like. Subsequently, Hoffman
et al. (1985) identified the (F,')* centre as an F,'-centre perturbed by a nearby cation
vacancy. Yet another stabilized F,' centre, the (F,')" centre, is produced in crystals
doped with 10-70 ppm of OH™ or O*~. As Fig. 9.4 shows, the absorption and emission
bands of the (F,F)™ centres in NaF are shifted even further into the infrared than are
the spectra of the (F,")" centres [Mollenauer (1981)]. The stabilising entity in the (F,")™*
centres was subsequently identified as O?~ impurities [Wandt ez al. (1986), Pinto et al.
(1986)]. Given that each species of defect can be created by bombardment with 2 MeV
electrons, it is not surprising that F,*, (F,")" and (F,")™ centres are created coin-
cidentally. However, there is an unsaturating production of (F,")* centres with almost
100% conversion of F,' centres, whereas the concentration of (F,)™ centres saturates
at levels determined by the OH™ or O~ content in the starting crystal. Stabilized F,"
centres can also be produced in crystals doped with impurity ions comprising F,5
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Figure 9.4. The Stokes-shifted absorption and emission bands of the lowest
energy transition of (F;*)" and (F,;')™ centres in NaF relative to the absorption
band peak of the F,", measured at 80K [after Mollenauer (1987)].

centres in KCl, KBr, KI and Rbl with a nearest-neighbour Li* ion. The fundamental
optical transitions of these F,', centres feature luminescence bands at wavelengths near
4.0 pm, as detailed in Chapter 10 [Schneider and Marrone (1979), Schneider and Moss
(1983), Schneider and Pollock (1991)].

9.2.2 TI%I) centre in the alkali halides

The characteristic structure of the laser-active T1°(1) centre (§4.6.5), a neutral Tl atom
next to a halide ion vacancy, was fully established by electron spin resonance and
magnetic circular dichroism studies [Goovaerts et al. (1981), Ahlers et al. (1983)].
Subsequent optically detected magnetic resonance studies showed that the optically
active electron, firmly pinned to the Tl-entity in the ground state became much more
delocalized in the excited state [Fockele ez al. (1985)]. The theoretical evaluation of the
energy levels of TI°(1) centres, fully discussed in §4.6.5, shows why the fundamental
optical properties are little dependent upon the host crystal such that the broadband
emission in different alkali halides peaks near 1.5 um [Gellermann e al. (1981a,b),
Mollenauer et al. (1983b)]. The low temperature luminescence decay time for T/°(1) in
KCl is 7pr=1.6ps, corresponding to an oscillator strength of ca
7-8 x 107> When combined with the emission bandwidth, the gain cross section at the
band peak is only op ~ 107'7 cm?, a factor of ten or more less than op for F;t centres.
Fortunately, the large T/%(1) centre densities in the alkali halides compensate for the
smaller o5,

9.2.3 Transition-metal ions

The renewed interest in transition metal ion lasers during the 1980s began with alex-
andrite (Cr**:BeAl,O,4), which lased on the vibronic 4T, —*4, band. Among
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important characteristics of the alexandrite laser are low threshold operation (0.5 W),
high efficiency (~ 60-70%) and operation up to T=400 K [Walling et a/. (1979, 1980)].
The growth of large single crystals of Cr** : BeAL,O, with excellent optical quality at
modest cost facilitated its successful commercialization. The contrast with ruby
includes broadband tunability, increased energy storage and higher emission cross
sections by Cr’* ions in distorted, weak field sites. However, currently the alexandrite
laser has been superseded by Ti-sapphire (Ti: Al,03) (Moulton (1982a,b)], the present
benchmark against which newly developed lasers are assessed.

Various other of the 34" configurations, including 34! (Ti**), 34% (Cr**), 34°
(VF, Cr?h), 3d7 (Co*™) and 348 (Ni>*) ions, have been used as the electronic centres in
solid state laser gain media. The relevance of their Tanabe—Sugano diagrams, Fig. 4.8,
to optical spectra was discussed in Chapters 4 and 5. Consideration of Fig. 4.8 suggests
that the 3d* and 3d° configurations also share desirable features for tunable laser
applications. The *D ground state of the free ion splits into °E and T, states in cubic,
octahedral and tetrahedral fields, separated by 10Dgq, and one or other is the ground
state in the weak field (high-spin) regime. Although there are myriad excited states, all
are of lower multiplicity so that ESA of pump and emission beams are largely sup-
pressed by the multiplcity selection rule. The only example of laser action by these
configuration ions was reported for Cr**-doped chalcogenides (DeLoach et al. (1996),
§10.3.7).

The spectroscopy of Ti>* : AL,O; was well-known [Nelson ez al. (1967), Gichter and
Koningstein (1974)] and the symmetry distortions of Al,O; completely understood
[Shinada et al. (1966)] long before Moulton (1982a,b) invented the Ti: sapphire laser.
Several distortions of the (AlOg)°~ octahedron that reduce the symmetry from O to Cs
were described in Chapters 2 and 3 in deriving the distorted octahedral structure
characteristic of corundum from the perfectly symmetrical unit (Fig. 3.1a). The T3,
distortion is often neglected and the symmetry assumed to be Cj3, in discussions of the
optical spectra of Ti’** : sapphire and Cr** : ruby [Henderson and Imbusch (1989)]. The
distorted, six-fold deployment of ligand ions around the central optically-active ion is
the heart not only of the Cr>*: Al,O3and Ti** : AL O;lasers but also the Cr>* : garnet
lasers, the alexandrite laser, the Cr*™*: colquiriite lasers and various Ni** and Co%*
lasers. Indeed, the distorted octahedral unit is also the locus for optical activity in the
rare earth alumino- and scandioborates (e.g. NdAl3(BO3)), rare earth titanyl niobates
(RETiNbOg) as well as the SHG crystals LiNbO3;, KNbO; and KTiOPO,.

The garnets A;B,Cs_,0Oq, with 0 < x < 2 are an important family of laser hosts for
trivalent rare-earth ions (Pr’*, Nd**, etc.) on the A-site, trivalent transition metal ions
(Ti**, Cr**, Fe**) on the B-site and Cr** ions on the C-site. The concept of an effective
radius (§3.3.3) allows variations of crystal-field terms of transition metal ions in
the binary (x =0), tertiary (x =2) and non-stoichiometric garnets to be represented
on a single graph. Since the octahedral crystal field, Dq, scales approximately as a >
(Egs. (4.50) and (9.1)) it decreases monotonically along the series Y3Al1501, (YAG),
Y3Gas0p, (YGG), Gd;GasOyp; (GGG), GdiScAl;01, (GSAG), GdsScyGaz0q,
(GSGG) and LusLa,Gaz0q, (LLGG). In terms of the Tanabe—Sugano diagram for
3d? ions, then Dq/B=2.6 for YAG, 2.3 for GSGG and 2.1 for LLGG. Hence for
Cr’*: YAG the first excited state, 2E, is below *T in energy (strong field), whereas in
Cr’*:LLGG (weak field) *T> is the lowest excited state. Cr** : GSGG is an example of
intermediate crystal-field strength in which 2E and *T>, are almost degenerate [Struve
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and Huber (1985), Donnelly et al. (1988), Marshall et al. (1990)]. The consequence of
this trend in Dq for 3d°> jons in the garnets is clearly demonstrated in their photo-
luminescence behaviour. Cr** : YAG and other strong field hosts at low temperature
(T < 200K) emit into sharp R-lines with vibronic structure, as was shown in Fig. 9.1.
Weak field systems such as Cr*": LLGG have broad luminescence bands, Fig. 9.2,
due to the vibronically broadened 4T, —*4, transitions. In contrast, the photo-
luminescence of Cr** ions in intermediate field hosts contains an admixture of both
R-line and broadband spectra. At ~ 300K the broad *T, — 4, band is observed for all
mixed oxide garnets: there are also semblances of the broadband in Cr’*: YAG or
YGG at this temperature. The growth of Cr*"-doped garnets from congruent melts at
off-stoichiometric compositions can lead to disorder-induced optical line shapes that
can be probed by site-selective laser spectroscopy [Nie er al. (1989), Marshall et al.
(1990)]. The mixed R-line/*T, — *4, bandshape observed for some Cr’*: garnets
result partially from disorder, but also from vibronic mixing of 2E and *T> states
(§5.4.1) as discussed below (§9.3.1). The impact of static and dynamic distortions of the
unit cell are crucial to the tenets of crystal-field engineering. In perfectly octahedral
symmetry the R-lines are magnetic dipole transitions, whereas the *T, —“4, band
occurs by weak electric dipole transitions. In Cr**-doped garnets even parity distor-
tions at the B-site split the R-line. However, these 2E — *4, zero-phonon lines still
occur by the magnetic dipole interaction, showing that inversion symmetry is preserved
with the vibronic sidebands being promoted by T3, and T, vibrations [Hehir ef al.
(1974)].

The “T, — %4, band supports tunable laser action with varying efficiencies in dif-
ferent garnets. Experiments with non-stoichiometric GSAG, i.e. Gd;Scy,Als_O12
with (0.15 < x < 0.30) illustrate the effects of engineering the strength of the crystal-
field; the stoichiometric excess of S¢** in GSAG reduces Dg and the *4, — *T, splitting
(Eq. 9.2), and displaces the broadband emission to longer wavelength because reg
(Eq. 3.1) is increased [Zharikov (1986)]. Since the peak in the vibronically-broadened
4T, —*4, band, which is given approximately by Eq. (9.3), occurs at 740 nm in pure
GSAG and the shifts are approximately linear in x, the band peak occurs at 752 nm
when x =0.3. Non-stoichiometry affords a modest variation in the tuning range of the
Cr*": GSAG laser [Marshall ez al. (1990)]. Some centrosymmetric fluoride garnets,
perovskites and elpasolites provide weak field sites for Cr** impurities, which emit into
the *T, —*4, band induced by electron-phonon coupling to odd-parity phonons
(§5.4.1). This contrasts with the Cr**-luminescence in ruby, alexandrite and the col-
quiriites, in which static odd-parity distortions of the MXg-octahedron destroy the
inversion symmetry (§2.3.3, §4.4.7). It is then necessary to take into account both static
and dynamic odd-parity distortions in calculating the strengths of polarized *4, — 2E,
4T,, *T) transitions [§5.4, Yamaga er al. (1989a,b), Lee et al. (1989)].

Another example of crystal-field engineering in practice involves the Cr** jon in
tetrahedral C-sites in the garnets. The Cr** ion is formed by co-doping the garnet melts
with Cr,05 and CaO and growing single crystals in mildly oxidising conditions using a
Czochralski furnace. The absence of a centre of inversion at the C-site raises the
selection rule against d—d transitions on the Cr** ion, as discussed in detail in §5.3 and
§9.3.2. It is noted that the >B, — *B, laser transition, magnetic dipole allowed in the
D, -distorted tetrahedral sites, results in a weak optical absorption band near 900-
1200nm. The corresponding *B, —>B, luminescence is Stokes shifted to 1300—
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Figure 9.5. The room temperature luminescence spectra of Cr** jons in several
oxide garnet crystals [after Kiick ez al. (1995)].

1600 nm decaying at 300 K with a luminescence lifetime of 2—5 ps. The luminescence
band peak, plotted as a function of wavelength in Fig. 9.5 for a number of Cr*"-doped
garnets, shifts from A, = 1370 nm in La3Als0;, (a=1.19nm) to 1.580 nm in GSGG
(a=1.255nm). However, no simple relationship exists between the peak shift and
lattice constant. Nevertheless, the results in Fig. 9.5, and others for the mixed garnets,
demonstrate that the chemical composition of the unit cell is important, as would be
expected from the models in Chapter 8 that include finite ion sizes. Research on tun-
able, room temperature solid state lasers based on tetrahedrally co-ordinated Cr** ions
started with Cr*™ : MgSiO, [Petricevic ez al. (1988, 1989)), to be followed by reports of
laser action in Cr*":Ca®*:YAG [Sverev and Shestakov (1989)], Cr*":Y,SiOs
[Koetke et al. (1993a,b)] and Cr**: Y3Sc,Als_, O, [Kiick et al. (1994)]. In both for-
sterite and YAG initial misapprehensions caused by charge state and site multiplicities
of the Cr impurity were resolved by careful electron spin resonance and site selective
laser spectroscopy [Hoffmann et al. (1991), Moncorgé et al. (1991), Eilers et al. (1993,
1994)]. Extensive searches for other Cr** hosts with near tetrahedral sites have
included the mellilites (e.g., SrGdGa30~) and fluoroapatites (e.g., Cas(POy4)3F) [Scott
etal. (1995, 1997), DeShazer (1994), Mazelsky et al. (1968)]. In all these hosts the sym-
metry is reduced from T, with consequences for the number and intensity of optical
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transitions. The Cr** photoluminescence is broadened by electron—phonon coupling,
which also influences the temperature dependences of radiative and nonradiative decay
rates. The interpretation of 342 ion spectra in silicate, apatite and garnet hosts give an
excellent overview of the effects of the dominant (§4.3.4) and low-symmetry (§4.4.7)
crystal fields, as discussed in subsequent sections (§9.3.2, §10.3.6).

9.2.4 Rare-earth ions

Rare-earth ions RE>*, where RE=Ce,Pr,Nd,...,Yb, are the optical centres in
numerous prototype solid state lasers [Kaminski (1989)]. Although commercial devel-
opment has focused particularly on Nd*>* : YAG and Nd>* : YLF, there is much cur-
rent interest in Er**-doped materials for applications in telecommunications. Most
RE*" ions in appropriate hosts support laser action. Since RE>* jons, Ce** excepted,
absorb and emit in sharp line spectra, they are poor abstractors of excitation energy
from white light sources. This detracts from their performance in flashlamp-pumped
lasers. Sharp line spectra of the RE3* ions result from the spatially compact 4f™
orbitals, being weakly coupled to the vibrations of the lattice. Weak coupling of the
4f-electrons to static even-parity displacements of ligand ions results in a splitting of
each 25*1L, fine-structure level into its component crystal-field levels, which may be
spread over several hundreds of wavenumbers in energy. Measurement of the positions
of the multiplet lines determines the magnitude of the crystal-field splittings of the
different |LSJ) fine-structure levels.

The sharpness of line spectra at very low temperatures (T ~ 4 K) reflects the weak
electron—phonon coupling (§5.2). The small splittings between the crystal-field lines of
the fine-structure levels vary from crystal to crystal in response to different symmetries
and strengths of the electrostatic crystal field. To elucidate those effects that arise solely
from the strength of the electrostatic crystal-field it is important to maintain the
symmetry constant. This is done by working within families of compounds, such as the
stoichiometric rare-earth fluorides or the ternary oxide garnets. For example, in KYF,
and KGdF, crystals the symmetry at Y>* and Gd>* sites, respectively, are identical
(D»,). Changing the chemical make-up through the series Cs,NaYFs, KYF,4, K;YF5
and LiKYF5(and the La and Gd-isomorphs) reduces the local symmetry at the Y>* site
from octahedral to tetragonal to orthorhombic to monoclinic, ef seq. The symmetry
changes are accompanied by different Y—F bond lengths and bond angles. In these
crystals the Y3+, La>* or Gd*>* host cations may be fully or partially replaced by
optically active lanthanides such as Pr>*, Nd** or Er>*. In consequence rare-earth ion
dopants may display extremely high absorption coefficients due to their high con-
centrations and to odd-parity distortions that are present to a greater or lesser extent in
these structures. Such enhanced transition rates and high concentrations of active
centres can be exploited in the searches for ideal gain media in diode-pumped lasers.

Zharikov et al. (1991) have grown Nd**-doped crystals from the (Y, Gd;_,);Sc,
(GayAl,_,)30,, system, where x=0to 1 and y =0 to 1: the measurable shifts of the
Stark-split multiplets are caused by the average crystalline electric field at the A-site in
each compound. A significant line broadening is induced by the statistical distributions
of Sc>* ions on octahedral and dodecahedral sites in these disordered garnets which
result in different environments for the Nd** jons. Apart from the purely spectral
effects there are also modifications in laser performance: in GdScAlg33Gag 61012
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crystals the ultrashort pulse performance (pulse duration ~ 260 fs) also is related to
disorder in these mixed crystals [Ober et al. (1992)]. To counteract the poor absorption
of white light by the line spectra of RE** ions used in flashlamp-pumped solid state
lasers, enhanced performance may be effected by additionally doping laser crystals
with impurities that have broad absorption bands in the visible region. For example, by
co-doping GSGG with Nd*>* and Cr>* ions gives much more efficient excitation of
Nd** ions by flashlamps by virtue of absorption in the vibronically broadened
44, —*T, and *T} transitions of the Cr*>* ions. The ensuing emission in the 4T, — A4,
band overlaps many crystal-field levels of the Nd>* ions, (Fig. 7.11). There is then very
efficient energy transfer from excited Cr>*+ ions to Nd** ions, resulting in more efficient
Nd** luminescence at the laser wavelengths of 0.94 um, 1.06 um and 1.34 pm (see §7.4
and §10.6).

Normally, RE**ion lasers based on transitions between the Stark levels of the |LSJ)-
multiplets are fixed-frequency lasers. In contrast, Ce*>* ions support broadly tunable
laser action based on crystal-field transitions between 4f" and 54° levels. The potential
applications of Ce**-doped crystals as phosphors, scintillators and tunable, blue lasers
has led to much interest in Ce3+-doped halide crystals LaF3;, LiYF,, LiCaAlF¢ and
LiSrAlFg. The absorption peaks occur in the wavelength range 250-350 nm, split into
two overlapping bands corresponding to transitions into the e, and #,, levels of the 54
orbitals. However, in some phosphors with sufficiently low symmetry sites, all five
crystal-field components of the 5d levels are resolved in absorption [Kodama et al.
(1998)]. The 5d-levels are similar to the 3d-levels in that they are strongly coupled to the
lattice vibrations. In consequence, the 4/—5d transitions are readily shifted to different
wavelength regimes by the static crystal-field and broadened by vibronic coupling.
These spectra occur by allowed electric dipole transitions in the blue—near-ultraviolet
regions of the optical spectrum. The broad emission bands are Stokes shifted into the
wavelength range 300—450 nm. The spin—orbit splitting of the ground state into two
fine structure levels is often resolved in emission. In LaF; and LiYF, the Ce** dopant
substitutes for a trivalent La>* or Y>* ion. However, in LiCAF and LiSAF Ce3*
replaces Ca>* and Sr?*, respectively, requiring charge compensation to maintain elec-
trostatic neutrality. Yamaga et al. (1998b) have shown that there are three Ce** sitesin
Ce**: LiCaAlF,: one unperturbed site and two sites in which Ce>* is perturbed by a
nearby Lit* vacancy.

9.2.5 Optical line shape and laser tuning

According to Eq. (1.22), the threshold for amplified stimulated emission occurs when
the single pass gain coefficient of the laser medium, (v), exceeds the losses per unit
length of the cavity, i.e.,

2
o) 27,

1(v) (94)

= 87rn2TRg
implying that the gain spectrum is related to the shape function of the emission, g(v).
The first solid state laser, i.e., the ruby laser, was a single frequency device. In good
quality rubies the half-width of the laser-active R-line is only 0.1cm™" at low tem-
perature (7 < 30K), this width resulting from inhomogeneous broadening by defect-
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related strains. As discussed in §5.5.7, the temperature dependence of the linewidth can
be written as

AE(T) = AEpy + ABpon(T) (9.5)

in which the inhomogeneously broadened width, AE,;;, is temperature independent
and dominant at low temperature (§5.5.7). For a random strain distribution the low-
temperature line-shape is gaussian. Lifetime broadening (i.e. AEpo, (7)) results in a
Lorentzian line-shape, and is dominant at higher temperatures. When neither process
is dominant the observed line-shape is a convolution of Lorentzian and gaussian
line-shapes.

For the R line in ruby the inhomogeneous width is many times the natural linewidth
at low temperatures. Special optical techniques are used to measure the homogeneous
linewidth and its temperature dependence. The radiative lifetime at 4.2 K, 7 = 3.4 ms,
corresponds to a homogeneous width of 0.3 kHz. The homogeneous linewidth at4.2 K,
measured using fluorescence line narrowing (FLN) to eliminate strain broadening, is
only ca 9.3 MHz. The excess linewidth is due mainly to phonon assisted direct
relaxation between the 24 and E levels of the 2E state. However, the temperature
dependence of the homogeneous width is determined by a two-phonon Raman process.
The homogeneous linewidth at 300 K is ca 3 x 10* MHz, whereas the strain broadened
width is only ca 3 x 10°MHz (i.e. ~0.1cm™"). Such a room temperature linewidth
affords little capability for tunable laser action and the ruby laser operates on the R
line at A= 694.3 nm with a spectral bandwidth of ca 1.2nm. Other ruby laser wave-
lengths are based on the R-line at 692.9 nm and exchange-coupled Cr**—Cr** pairs
lines at 700.9 nm and 704.1 nm [Schawlow and Devlin (1961)]. The trivalent rare earth
ions, Ce** and Yb>* excepted, are like ruby in that they emit into very narrow line
spectra. The luminescence lines of RE>*-doped crystals are also strain broadened at
low temperature (~4.2K). Typical homogeneous widths at low temperature, ca
10> MHz, are much narrower than the strain broadened widths of these gaussian lines
(3 x 10" MHz). However, at 300 K homogeneous broadening is again dominant; the
lines are then of Lorentzian shape with half-widths of 2—3 x 10* MHz. Several of the
rare-earths offer multi-line laser action. For Re**-doped glasses, where the emission
linewidths at room temperature are 50—100 times larger than in crystals, a limited
degree of tuning is possible, although it has rarely been utilized.

The tunabilities of the vibronically broadened lasers based on Ce**-ions, transition-
metal ions and colour centres in ionic crystals are much more significant. The shape
function in Eq. (9.4) then arises out of the electron—phonon interaction. According to
§85.5 the single breathing mode, configurational coordinate model gives the low tem-
perature shape-function g(v) derived from Eq. (5.94) as proportional to the normalized
Poissonian of Eq. (5.144), i.e.,

gv) = im(;—'s)sg&(Eo/h + pw/27 — V), (9-6)
=0 )

where the upper sign applies to absorption (p =m) and the lower sign to emission
(p =n), Sy is the Huang—Rhys factor at low temperature and p is the effective number
of phonons of energy #iw excited in the transition. The shape function determined using
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(a) (b)

Figure 9.6. (a) Theoretical optical lineshape for different S-values based on the
single configurational coordinate and linear coupling model, (b) the predicted
absorption bandshape for S=6 and mode energy 250cm™' with FWHM of
250cm ™!, and (c) “4; — *T the absorption band in Cr**: Al,05 at 77K [adapted
from Henderson and Imbusch (1989)].

Eq. (9.6) is a set of §-functions with different strengths at the different values of p, each
separated by w/27. The predicted bandshapes for different values of S given in Fig. 9.6a
show that as S increases the strength of the zero-phonon transition decreases and the
vibrational sidebands at m#iw above the zero-phonon absorption line are enhanced.
In the strong coupling limit (Sp>> 1), the peak of the band is displaced from the
zero-phonon line at p=0 by +(Se — 1/2)(w/27). The theoretical shape-function in
Fig. 9.6a for So=4 is reminiscent of that in Fig. 5.3 except that the §-function is the
preserved shape of the zero-phonon line and of the phonon sideband peaks. An n-fold
convolution of the single-phonon sideband increasingly broadens the sideband peaks
with increasing m-value, leaving the zero-phonon line very narrow [§5.2.5]. The the-
oretical shape-function for S, = 4 in Fig. 9.6a shows the §-function to be the preserved
shape of the zero-phonon line and each phonon sideband.

For the broadband spectra of colour centres and transition-metal ions, the single-
mode picture must be modified to take into account the finite width to the spectrum of
modes corresponding to the single-phonon sideband. As discussed in §5.2.5 under the
assumption of linear coupling, a p-fold convolution of the single-phonon sideband
increasingly broadens the sideband peaks with increasing p-value, leaving the zero-
phonon line very narrow. A relatively narrow single-phonon sideband was assumed in
the example of Fig. 5.3: such a structured sideband is typical of those of molecular ions
such as O, and CN™ embedded in crystals. However, in tunable laser materials the
single phonon sideband can be rather broad. The theoretical bandshape in Fig. 9.6b
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was calculated assuming strong (Sp = 6) linear coupling with each sideband within the
spectrum of modes having a FWHM of /m#w, being separated from its neighbour by
250 cm ™. The theoretical bandshape gives peak separations in the predicted sidebands
that are similar to those in Fig. 9.6¢ for the *4, — *T, absorption band of Cr** in AL,O5.
However, the intensity distributions in the theoretical and experimental sidebands are
quite different. This suggests that the experimental line-shape for this absorption band
in ruby is not typical of linear coupling. Indeed, in this linear coupling regime, the
intensity in the zero-phonon line relative to that in the entire spectrum is exp(—Sy),
from which one infers that Sy = 5. Furthermore, the position of the band peak suggests
that Sy~ 6 and the overall width of the spectrum corresponds to Sy=7—-8. These
observations suggest strong quadratic coupling. At room temperature broadening of
zero-phonon lines and phonon-assisted structure usually results in both ‘4, — T,
absorption and *T, — *4, emission bands of 3d° ions being almost devoid of structure,
as is illustrated by the spectra for Cr**: LLGG in Fig. 9.2.

A luminescence bandshape similar to that in Fig. 9.6c would support broadband
tuning of a solid state laser. In the Ti>*-sapphire laser the absorption spectrum covers
the blue-green region and the laser tunability covers ca 330 nm about the Stokes-shifted
emission peak at 745—750 nm. Almost as impressive is the wavelength tunability of the
Cr*: colquiriite lasers, which are pumped via overlapping “4, — *T,, Ty visible
absorption bands. The Cr’*-dopant in LiCAF has an average cross section for
pumping in the 4, — *T,, *T; absorption bands of ca 2.5 x 1072 cm?. The emission
band peaks at 770 nm and has a FWHM of ca 120 nm. For Cr** : LiSAF and LiSGaF
the peak shifts to 850 nm and the bandwidth increases to ca 240 nm due to the stronger
electron—phonon interaction in these two compounds relative to LiCAF. In the con-
figurational coordinate model, the normalized shape of the absorption band as a
function of photon energy F at zero-temperature is given by Eq. 5.145 as

In(E) = Zexp(:nﬁé(lzo +mhw - E), (9.7)

where Ey is the energy of the zero-phonon transition and p = m for absorption tran-
sitions that sample the configurational coordinate space of the excited electronic state.
Since there is a spectrum of phonons rather than a single breathing-mode the vibra-
tional structure is broadened. The higher order sidebands in Fig. 9.6b merge into a
smooth band on the high-energy side of this band, in accord with the observed
44, — *T, bandshape of Cr** in ruby shown in Fig. 9.6c. The same concepts apply to
the emission, the normalized shape of which from Eq. (5.145) is given at T=0 by

Ten(E) = Xn:‘”‘"(;—f)sé(& — nhw — E), (9.8)
where p =n is the number of vibrational quanta excited as the emitted photon probes
the relaxed electronic ground state. Assuming that the ground-state and excited-state
parabolae are identical, the absorption (Eq. (9.7)) and emission (Eq. (9.8)) bandshapes
are mirror images of one another and their peaks are shifted by (2S5 — 1)Aw. Alter-
natively the Stokes shift, defined as the difference between the first moments of the
absorption and emission spectra, is given by 2.5 fiw, according to equation (5.95). On
this model the half-width of the band at temperature T is given by



270 Engineering the crystal field

2 2 hw
(1) =r(0) coth(ﬁ>, 9.9)
where the zero-temperature half-width is I'(0) 222.36 iw+/S. In the absence of other
factors the tuning curve of a laser based on the emission spectrum from a vibronic laser
gain medium should follow the luminescence profile. The luminescence spectrum of the
Cr’*: LLGG laser reproduced in Fig. 9.2 is very much broader than the laser output
tuning curve. Such narrowing of the laser tuning curve can result from disorder-
induced inhomogeneous broadening and the concomitant nonradiative decay in
weaker crystal-field sites and/or competitive absorption from excited state processes
[Grinberg et al. (1997)].

The laser beam does not contain all wavelengths implied by g(v). As discussed in
§1.5.2, the laser has a highly monochromatic output imposed by the mode structure
of the laser cavity, amplification occuring only for those modes that satisfy G=
GmGce > 1, where Gy > 1 is the gain associated with the medium and G is the loss
(gain) due to the cavity. For other frequencies G¢ is small because of destructive
interference: when Eq. (1.24) is satisfied G¢ is given by exp(—A). Although the mode
number is typically large, ~ 10°, only a small number of modes fall within the lumi-
nescence bandwidth. Below threshold all modes within the emission bandwidth are
occupied. As the population increases with increasing pump power one mode crosses
threshold before any other. This mode is amplified and the output beam is intense,
monochromatic and highly directional. By introducing a suitable dispersing element
into the cavity then the amplified mode may be tuned to any wavelength within the
shape function of the transition.

9.3 Other aspects of transition-metal ion spectroscopy

Two aspects of transition-metal ion spectra distinguish them from rare-earth ion
spectra and follow from the sensitivity of the 3d” wavefunctions to the strength and
symmetry of the crystal field.

9.3.1 Mixed vibronic states and avoided level crossings

The luminescence line shapes of Cr’*-doped crystals, §5.4, are determined by the
energy gaps separating the low-lying excited states (°E,*T») from the ground state
(*4). Cr’**-doped GSGG and Cr’*:K,NaGaF, high-field in absorption and low-
field in emission, can be converted to high-field in emission by an applied hydrostatic
pressure (§5.4.1). In general, however, the Cr’>" :elpasolites are weak field emitters
whereas the Cr** : oxide garnets span the range from low field (LLGG) to high field
(YAG) emitters. The Tanabe—-Sugano diagrams of the 3d? ions in Fig. 4.8 show that
level crossings are also a general feature of the energy level structures of 3d? ions in
tetrahedral symmetry and 3d® ions in octahedral symmetry. For example, the iso-
electronic 3d? jons: V3*, Cr**, Mn>* and Fe®* change from low field emitters to high
field emitters, with Cr** being intermediate between the two extremes. Furthermore,
the 'E— 3Ty, and 14, — 3Ty, level crossings of 3d® ions determine the bandshapes of
both green and red emissions of Ni** ions doped into oxide and fluoride hosts. The
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Figure 9.7. The luminescence spectra of some Cr>*-doped garnets showing both
the 2E—“%4, R-lines and their vibronic sidebands atop the broad ‘4, 4T,
emission band [after O’Donnell et al. (1989)].

consequences of level crossings as determinants of the optical line shapes has only been
explored in detail for the Cr>* : garnets. In these systems, the common starting point
has been the near degeneracy of 2E and *T; excited states of Cr>* ions in GSGG, which
are strongly admixed by spin—orbit and electron—phonon interactions acting in
concert [§5.4.1, Donnelly ef al. (1988), Henderson ef al. (1988), Yamaga et al. (1989b,
1990b,c) and Grinberg (1993)].

The Y- and Gd-garnets permit wide variations of composition by cation substitu-
tions on the A-, B- and C-sublattices, as discussed in §3.3.3 and §9.2.3 [Lutts et al.
(1990), Zharikov et al. (1991)]. Such chemical flexibility can be used to composition-
ally-tune the value of Dg for Cr** ion substituents on the octahedral B-sites. Since the
equilibrium lattice configuration, Q, of the A;B,Cs_,0,, garnets varies linearly with
the effective ionic radius, r. (Eq. 3.1), it is straightforward to show from Eq. (5.129)
when AQ < @, that the energy separation AE= E(T,) - E(2E ) varies linearly with
AQ/Q, around the E, *T, level crossing. With AE positive and large (> 1000cm™")
luminescence from the lowest excited state, E, occurs via the R-lines and their vibronic
sidebands. When AE < 0 (GFG, LLGG) only the broad 4T, — %4, band is observed. A
mixture of R-line and broadband is observed when AE ~ 0, the observed line-shape
being strongly temperature dependent. Figure 9.7 compares the luminescence spectra
of Cr**-doped GSGG (a), GSAG (b), YGG (c) and YAG (d). In Cr**: YAG (AEx
1000cm™") and YGG, AE =450 cm™! [Henderson ez al. (1988), Yamaga et al. (1990b)]
the low temperature luminescence is almost exclusively the 2E —“4, R-line transitions.
At 300K both R-line and broadband are present due to thermal occupancy of 2E and



272 Engineering the crystal field

4T, excited states. For Cr>*: YAG, the luminescence spectrum at 300 K shows the
thermally broadened R1 and R2 lines and their Stokes-shifted vibronic sidebands
sitting on the short wavelength wing of a very weak *T> — *4, band. In Cr>* : YGG the
emerging *T, — # 4, band is already influencing the line-shape at the lower temperature
of 150K. In intermediate fields, near the 2E—*T), level crossing, for example GSGG
(AE=70cm™!)and GSAG (AE2150 cm ™), the observed luminescence, even at low
temperature, is the mixed 2E—*4, and *T, — “*4, band with relative contributions
determined by the energy difference, AE. The Cr**: GSGG and GSAG spectra show
that several R-lines are present, induced during growth by non-stoichiometry causing
several different Cr** sites [Marshall et al. (1990)]. At T=10K the R-lines in
Cr: GSAG may be time-resolved, as shown by the inset to Fig. 9.7b. As the temperature
is raised in the range 10—-300K the R-lines and their vibronic sidebands broaden and
weaken as the *T, — *4, band becomes dominant. Although the R-lines are still evi-
dent at room temperature in Cr** : YAG, only vestiges of their structure are apparent
at 300 K for Cr** : doped YGG and GSAG, and not at all in GSGG.

The temperature dependences of the mixed 2E, *T, — * 4, luminescence lineshape of
Cr**-garnets, their intensities and decay times were explained by Yamaga et al. (1989b,
1990b, 1990c) using a model in which the vibronic Hamiltonian was solved in the
adiabatic Born—Oppenheimer approximation (§5.2). The inclusion of spin—orbit
coupling as a perturbation on the electronic terms mixes the E and *T, vibronic
wavefunctions. When the energy difference between the excited 2E and *T states is
comparable with the phonon energy tunnelling occurs between the two configurations.
The model predicts the luminescence intensities, life times and bandshapes as a func-
tion of temperature and their variation from garnet-to-garnet [Yamaga et al. (1992)].
The single configurational coordinate model with harmonic coupling to *4,, 2Eand ‘T,
levels depicted in Fig. 5.6 shows that the excited vibronic states, 2E and *T,, are
separated by a potential barrier, AE, the height of which is determined by the strength
of the octahedral crystal-field, Dg,. When the vibronic 2E and *T states are close to
degenerate the adiabatic approximation breaks down and they are mixed by the
nuclear kinetic energy and spin—orbit coupling operators. The mixed vibronic wave-
functions are given by

We(r,R) = a¥g(r, R) + B¥r(r, R) (9.10a)
and ¥(r,R) = B¥g(r,R) — a¥r(r, R), (9.10b)

where Ug(r, R) and ¥ 1 (r, R) are pure vibronic wavefunctions of the 2E and *7 states,
respectively, in the absence of tunnelling, «, 8 are admixture coefficients determined
by the energy separation of 2E and *T5 and § is the tunnelling splitting (Eq. 5.136).
Equation (9.10) shows that the R-line and its vibronic sideband from ?E and the
broadband emission from *T, coexist at low temperature with an intensity ratio pro-
portional to o?/32 This is confirmed by calculations of the Cr>* luminescence line-
shapes in the vibronic tunnelling model but including a non-adiabatic term in the
wavefunction mixing [Yamaga et al. (1992)].

The inverse life times of levels 1 and 2, corresponding to the orthogonal wave-
functions ¥’ (r, R) and W/(r, @), respectively, are given by

—=—+4"and —=—+—, (9.11)
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Table 9.3. Data used to fit Eqs. 9.16 and 9.17 to the experimental results in Fig. 9.8.
[after Yamaga et al. (1990a,b)]

Crystal  Lifetime of R-line Lifetime of broadband  AE(0)

10K 300K 10K 300K em™ o B
YAG 8.3ms 1.3ms 400 ps 1000 1 0
YGG 2.35ms — — 240 us 450 098 0.02
GGG 1.44ms — — 160 us 350 096 0.04
YSGG  1.26ms — — 140 us 300 094 0.06
GSAG 520 us — 520 ps 150 ps 150 091 0.09
GSGG 260 ps — 240 us 120 us 93 082 0.18
LLGG — —_— 85us 68 us -900 0 1

where 7z and 77 are the life times of pure, vibronic 2E and *T>, states in the absence of
tunnelling. The ratio of the total intensity of the *T> — *4, band to that of the R-line
and its sideband is

Ir _gr7e B* + o exp(—AE(T)/ksT)
Ir getr o + B2 exp(—AE(T)/ksT)’

(9.12)

where grand g are the degeneracies of *T, and “E states, respectively, including spin.
From Eq. (9.12) it follows that at low temperature I/l — g77£/g 71, whereas at high
temperature I/l — (g775/ge71)(6%/a%). A rate equation approach to the population
changes that occur during emission gives the reciprocal of the lifetime, 7, of this three-
level (*T», 2E and *4,) system, 1/, as

1 _(1/n) +(1/72) exp(~AE(T)/ksT)

T 1 + exp(—AE(T)/ksT) (0-13)

in the absence of nonradiative decay. Equations (9.11)—(9.13) can be modified to
include the effects of disorder in garnets, nonradiative decay and oscillator strength
enhancement by odd-mode lattice vibrations [Yamaga et al. (1990b)).

This model was tested by measurements of I7/Ir and 1/7 versus temperature for
Cr**-doped GSGG, GSAG and YGG, and by comparison with data in the literature
for Cr**-doped GGG, YSGG and LLGG, assuming three parameters 7= 60 s, 7 =
4ms and 26 =85cm ™. Estimated values of AF(0), a? and 32 presented in Table 9.3
along with the experimental life times at T=10K and 300K for Cr**: YGG, GSAG
and GSGG led to close fits between the theoretical I/l versus T curve and experi-
mental pointsin Fig. 9.8. The good agreement strongly supports the model, even for the
two YGG samples that differed in their compositions, Y3 1Gas 90}, and Y3 gGay 20,
because of disorder introduced during growth by RF sputtering. The trends in the
luminescence life times for Cr** : GSGG were also in accord with the model [Yamaga
et al. (1990b)]. Evidently, when AE = (E(2E) — E(*T>) is large and positive, e.g. Cr’*:
YAG, only the R-line and its vibronic sideband are observed at low temperature, and
they should decay with lifetime 7724 ms. In contrast, when AF is large and negative
(e.g. Cr’* : LLGG) the *T, — *4, luminescence band decays with lifetime 7722 100 pis.
At the level crossing, where AE=0 (e.g., Cr’*: GSGG and GSAG), the emission
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Figure 9.8. The temperature dependences of the intensity ratio I7/Ig for Cr’*-
doped Y3‘1Ga4‘9012 (YGGI), Y3.3Ga4‘2012 (YGGZ), Gd3SCz‘2A12.3012 (GSAG)
and GdsSc; ¢Gasz 105, (GSGG) in the temperature range 10-200 K [after Yamaga
et al. (1989a)].

lineshape is an intimate mélange of R-lines and broadband for which a single lifetime
7'=% (Te+ 77) is observed. At higher temperatures, as electrons are excited into the
U’ (r, Q) state by phonon-assisted tunnelling, the lifetime, 7, is dependent on a?, B,
AE, and the life times 7z and 7 r-for the pure vibronic states ¥ g(r, Q) and ¥ (r, Q). For
YAG and LLGG where AE=1000cm™" and —900cm ™, respectively, the observed
life times are close to the 7z and 7 from the pure vibronic wavefunctions ¥ g(r, Q) and
U r(r, Q), and measured to be 7z = 8.3 ms for the R-line in YAG and 77= 85 ps for the
broadband in LLGG. For other garnets luminescence life times involve the mixed
vibronic levels ¥/z(r, Q) and ¥'(r, Q) to a greater or lesser extent depending on AE.
The values of AE in Table 9.3 are in reasonable accord with expectation, given the
increasing value of the lattice constant, a, across the series from YAG to LLGG. The
variation of the mixing coefficients a? and 3% in Table 9.3 are physically reasonable,
given the trends in AE. The data fit for GSGG is sensitive to assumptions made about
the several Cr>* multi-sites which have different values of AE (=38 cm™ !, 56cm™! and
62cm™") [Monteil et al. (1990)], and hence of o and 3% Furthermore, the theoretical
line-shapes for Cr**:YGG, GSAG and GSGG agree well with the experimental
spectra, as does the temperature dependence of the observed line-shape of Cr3*:
GSAG [Yamaga et al. (1992)].

A single configurational coordinate model was applied to the 2E and *T) states of
Cr** by Englman and Barnett (1970) and by Struck and Fonger (1975). The former
authors distinguish between ‘horizontal’ and ‘vertical’ tunnelling. Horizontal tunnel-
ling occurs between the ¥g(r, Q) and ¥ r(r, Q) potential wells separated by a potential
barrier and assisted by zero-point vibrations and optical phonons, whereas vertical
tunnelling is associated with the mixing of *T and 2E states at the same configurational
coordinate, corresponding to the Frank-Condon principle. The Englman and Barnett
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(1970) treatment of vertical tunnelling leads to the same result as Eq. (9.12) with similar
consequences for the optical line-shape.

9.3.2 Dominant symmetry and low symmetry distortions

The utility of dividing the crystalline potential into dominant and lower symmetry
parts was emphasized in the discussion of crystal-field theory (§4.3.4 and §4.4.7). This
chapter, and Chapter 10 also, consider several specific examples to show how spec-
troscopic properties of optical centres respond to the different, low symmetry distor-
tions of the crystal-field. Laser-active colour centres are a case in point. F centres are
optically isotropic, with strong optical absorption bands derived from allowed electric
dipole transitions (2A1g—>2T1u) (§4.6.1). A reduction in symmetry from O, — Cy,
appropriate to F 4 centres results in two polarized absorption bands (34, — 245, E),
split by about 0.2eV (§4.6.3). Lattice relaxation in the excited state can result in
unpolarized luminescence of F4 (I) centres or strongly polarized luminescence from
F 4 (I1) centres. That the polarization axis of F 4 (II) centres is a (110)-crystal direction
arises out of the potential double-well from which these centres emit. The dominant
symmetry is O, and lower symmetry distortions reduce the symmetry to Cy, for F 4 (I)
and F4 (IT) centres in absorption and Dy, for F,4 (IT) centres in emission. The energy
levels of F,"-like centres transform as the irreducible representations of the D5, point
group, their pumping and laser transitions, 4, e 2B,.., being Stokes shifted by about
0.9eV (§9.2.1).

Transition-metal ions such as Ti>* and Cr** occur in distorted octahedral symmetry
sites in many potential laser gain media. Optical absorption and luminescence spectra
in the 2T —2E transition of Ti’*:Al,O; shown in Fig. 9.9 are strongly polarized.
According to the energy level diagram of Ti** in Dj, sites, Fig. 5.9, there are two
overlapping absorption bands centred on 10Dg=19300cm™' and separated by
2200cm ™. A single luminescence band in Fig. 9.9b peaks at 945-950 nm (10 580—
10 525cm™"). Absorption measurements at T'=4.2 K reveal only one of the three zero-
phonon lines implied in Fig. 5.9 as a consequence of the depopulation of the upper
levels of the >T ground state. All three zero-phonon lines are observed in luminescence
at wavelengths of 616.1 nm (A), 617.7 nm (B) and 620.2 nm (C).

In the MO-description of Ti**: AL O3 delocalized LCAO wavefunctions are con-
structed from 3d orbitals on the central Ti>* ion and s-, p,- and p,-orbitals on nearest
ligand ions, Eq. (8.70). In Fig. 8.7 the {-orbital involves the 3d-| yz) orbital mixed with
Pr-ligand orbitals of ions 2,3, 5 and 6 (Fig. 8.1) by the T,,(n) and T,,(x) odd-parity
distortions (Fig. 3.2). This octahedral basis set is easily transformed to an axial basis
appropriate to the trigonal symmetry of Al;Oz or YAG or tetragonal symmetry of
YAP. The matrix elements of the electric dipole moment operator D= —er - E were
calculated using the electronic MO-wavefunctions of ground and lowest excited states:
the admixed MO-wavefunctions and the induced transition probabilities were separ-
ately evaluated for the X-, Y-; and Z-; components of the T, (), T}, (7) and Ty,(0)
distortions. The relative transition probabilities induced by a T, () distortion shown
in Fig. 8.8 are compared with experiment below. Similar diagrams of intensities
induced by T1,(n) and T},(o) displacements are given in Yamaga et al. (1991a).

In principle, such relative intensities apply only to the zero-phonon lines A, B and C.
However, the relative magnitudes of the transition probabilities calculated with
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Figure 9.9. Polarized optical spectra of Ti*+:ALO; (a) optical absorption,
(b) luminescence and (c) zero-phonon lines at T=4XK. In n-polarization E || ¢ and
in a-polarization E | ¢ [after Henderson et al. (1990a)].

vibronic wavefunctions are exactly the same as those in Fig. 8.8 except for a nuclear
overlap reduction factor. The zero-phonon lines A, B and C have integrated inten-
sities in the ratio I : Ip:Ic=1:0.8:0.1 and polarized intensities I/I,=2.1. For the
broadband I,;/1,222.2: 1. These results:are consistent with the zero-phonon lines being
induced by the static odd-parity distortion with the broadband receiving intensity
induced by both static and dynamic odd-parity distortions. The polarization intensities
induced by the T,,-distortions for Ti>* ions in Al,O;, shown in Fig. 8.8, indicate that
zero-phonon line C is forbidden when the enabling interaction is the Z-component of
the T,,(m) distortion, whereas it is of similar intensity to lines A and B when promoted
by both T3%(w) and T,(7) modes. Furthermore, lines A, B and C have finite prob-
abilities when induced by T).(n) and Ti,(0) distortions. Since the experimentally
observed lines A and B are very intense and line C is very weak it is evident that the Z-
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component of T,,(r) is dominant in exciting radiative decay. The calculated relative
intensities of the A, B and C lines, Fig. 8.8, show that /5 : Ig: Ic=1:1:0 only for the
T, (w) displacement, close to the experimental result [ : [5: Ic=1:0.8:0.1. The small
difference between theory and experiment can be explained by including second-order
spin—orbit coupling. The polarization characteristics derived from the T>,(r) distor-
tion, Fig. 8.8, show that I,./I,, where 7- and o-components correspond to Z and Y (or
X)-polarized light, is 2 : 1, which agrees well with the observations on both the zero-
phonon lines and broadband. In consequence, the T}, (r) distortion is recognized as the
primary agent in exciting radiative decay via both zero-phonon lines and broadband.

The molecular orbital model of the (AlOg)°~ complex was also used to derive the
relative strengths of radiative transitions of Ti**: YAP (point group D,;), in which
Ti** substitutes for AI>* on sites with C; symmetry. In this material optical absorption
(400-550 nm) and emission (540—800 nm) bands occur at shorter wavelengths than in
Ti** : ALLO,, consequent on the reduced Ti>*-ligand ion separation in YAP relative to
Ti**-sapphire and are strongly polarized in the plane perpendicular to the distortion
axis [Yamaga et al. (1991a)]. The tetragonal component of the crystal-field splits the
2T2g ground state of Ti>* into 2Bzg (|0, £1/2)) and 2Eg states separated by 90cm ™,
measured by the energy separation of the 537.1 nm (weak) and 539.7 nm (intense) zero-
phonon lines. The 2E, state is further split into |+1,+1/2) and | % 1, £ 1/2) states by
spin—orbit interaction, which also splits the excited 2Eg state into |¢) and |6) levels. In
the molecular orbital model of the luminescence, the zero-phonon line |e, +1/2) —
|0, £1/2) is allowed but the |¢) — |+1,£1/2) and |+ 1,+1/2) lines are forbidden by
T;.”(m) and T,,”(r) odd-parity distortions. In contrast, T{ (), T (x) and T%(r)
distortions enable |0, £1/2), |e,£1/2) —|+1,£1/2) and |£1,+1/2) by the electric
dipole mechanism but forbid |6, £1/2), |e, £1/2) — |0, + 1/2) transitions. The observed
polarizations of the zero-phonon lines are consistent with |¢) being the lowest lying
excited state and the |¢) —|0,+1/2) and |+1,+1/2) transitions account for the
539.7nm and 537.1 nm zero-phonon lines, respectively, being allowed by the X- and
Y-components of T,(r) or T5,(w) distortion. Only very inefficient laser action has been
reported, because ESA of the pump radiation by Ti**—Ti** complexes reduces the
pump efficiency and increases threshold power considerably [Wegner and Petermann
(1989)]. Basun et al. (1996) suggest that stimulated emission from the 2E state of Ti** is
also limited by photo ionization from this state.

In the elpasolites Cr**-dopants occupy rigorously octahedral sites; their unpolarized
4T, — *4, bands are induced by coupling to odd-parity phonons [§5.4.1]. The B-sites in
the garnets have trigonally-distorted octahedral symmetry at which the inversion
centre is preserved despite the T», distortion. This even-parity distortion splits the
optical spectra of Cr’* impurities, without enhancing their intensities. Odd-parity
vibrations raise the Laporte selection rule against the vibronic *4, — *T>, *T; transi-
tions. In colquiriite crystals there are even- and odd-parity distortions of MFg¢-
octahedra, both of which play an important role in the crystal-field spectra of laser
active Cr’* and Ce’*, (see §10.3, §10.4). The polarized absorption/luminescence
spectra of Cr**-doped ruby, alexandrite and emerald all reflect the particular combin-
ation of odd/even distortions of the (CrOg)°~ octahedra in such materials.

The isoelectronic 3d? ions (V>*, Cr**, Mn** and Fe®") substitute at four-fold
coordinated sites in such molecular anions as (PO,)*~ (SiO4)*~ and (VO,)*~. In the
fluoroapatites and fluorovanadates of Sr** and Ca*, e.g. Cas(PO,4)sF, an even-parity
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extension along the triad axis reduces the symmetry at the P>7 site from T, to Cs,. A
further displacement of the P>+ ion to an off-centre position in the (PO4)°~ octahedron
further lowers the point symmetry to C,. This is also the point group at the Si** site in
forsterite. These symmetry reductions from tetrahedral, T,, vary in detail from one
crystal to another. In the oxide garnets a tetragonal expansion along (100} axes reduces
the C-site occupied by Cr** ions from T, symmetry to D,,. These minor symmetry-
lowering distortions introduce further splittings of the 3d*-ion spectra and modify the
optical selection rules (§5.4.2). The Tanabe—Sugano diagram, Fig. 4.8, identifies >4,
1E, 3T, and '4, states of 3d” in T, symmetry, in order of increasing energy. The
numbers and symmetries of 3d° levels in distorted crystals are deduced by comparing
the characters of the symmetry elements in the group character tables of the dominant
and reduced symmetries.

In Cr-doped forsterite the Cr-impurity takes on several charge states and occupies a
number of different symmetry sites. A similar problem arose in Cr: Ca: YAG, leading
to problems in establishing the energy level structure of Cr** dopants in this host [Eilers
et al. (1993, 1994)]. In §5.4.2 it was established that in tetrahedral (7;) symmetry
34, — *T transitions are allowed in the electric dipole approximation, with 34, — 3T,
being much weaker magnetic dipole transitions. In D,z symmetry >B; ((4,) — 24,3 T})
is an allowed electric dipole transition, whereas *B; (*4,) — *E (*T}, 3T>) are partially-
allowed electric dipole transitions. Finally, B, (34,) — >B, (3T>) is a magnetic dipole
transition, as shown in Fig. 5.7. This diagram also shows the fine-structure levels that
result from spin—orbit coupling . The only indicated transitions then involve the lowest
energy levels resulting from the ground state (*B; (°*T») = E + B,) and lowest excited
state B, CT») = By + E) in D,y symmetry. The selection rules for polarized absorption
and emission transitions involving all spin-orbitals are given in Table 9.4. Although
the number of levels, their symmetry characteristics and the polarization selection rules
can be determined from group theory, the splittings by low symmetry distortions are
not determined. Hence the ordering of levels cannot be decided, except with guidance
from experiment and/or calculation.

Table 9.4. Selection rules for transitions of 3d* ions in D,y symmetry
including the effects of spin—orbit coupling

Final state Initial state
4, A, B, B, E

Ay — MD(r) — ED(7) ED(0)
MD(o)

A, MD(n) — ED(7) — ED(0)
MD(o)

By — ED(7) — MD(n) ED(0)
MD(o)

B, ED(7) — MD(r) — ED(0)
MD(o)

E ED(0) ED(0) ED(0) ED(0) ED(7)

MD(s) MD() MD(@) MD(©G) MD(n)
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The energy level structures of the 3d” ion in low symmetry sites can be calculated
using the intermediate crystal-field approach (§4.4.3, 5.4.2) or ligand field theory (§8.1).
In the former the crystal-field energies are expressed in Table 5.3. Once the various
transitions have been identified in terms of the wavefunctions in Table 5.3 then values
of Dg, Cyand C4can be evaluated. The angular overlap model (AOM) (§8.4.4) has been
used to analyse the absorption/luminescence spectra of Cr*™: Mg,Si0, and Ca,GeO,
[Hazenkamp et al. (1996)] and Cr*": YAG and YGG [Riley et al. (1999)]. In their
ligand field calculation for Cr*™: YAG, Riley ez al. (1999) allowed the ligand field
(e,, @), spin—orbit coupling and inter-electron repulsion parameters B and C to vary
using a diagonalization of the full 42 basis set on each iteration of a nonlinear least
squares algorithm to fit the observed spectral features, with several notable results. The
splitting of the 3T state by the D,, distortion (~ 6500 cm™') was much larger than
the *T, splitting (~ 2500 cm™!). The splitting of the IE state was also significant (ca
1500 cm ™). From the measured splittings of the *T; and > T states, and using Table 5.3,
the tetragonal crystal-field parameters in the intermediate crystal-field approximation,
Egs. (5.138), are estimated to be C; =460 cm ™' and C4 = 10cm ™. The ordering of Cr**
energy levelsin YAG relative to the > B; (*4,) ground state was determined using ligand
field theorytobe B, (*T>), 24, T, ' 4, ('E),>E(’T»), !B, (\E) and *E (°T) assuming
that e, =15586cm ™", e,/e,=3, B=430cm™', C=3585cm ™!, (=220cm ™' and o=
4.66° in accord with detailed spectroscopic results for Cr**: YAG and YGG.

9.4 Laser efficiency and threshold
9.4.1 Strength of optical transitions

The starting points for this part of the discussion are the stimulated absorption and
stimulated emission processes of the solid state gain medium. For amplification of the
beam there must be population inversion, i.e. Np > (25/g.)N,. The intensity of the beam
is then given by

I(L) = Lyexp(vy(v)L — A), (9.14)

where A refers to losses by such other processes as absorption at the laser wavelength,
spurious reflections, scattering and diffraction by cavity components and transmission
by the output coupler. The small gain coefficient, y(v), is determined solely by the
stimulated processes of absorption and emission, and is given by Eq. (1.22) as

_ MAN
T 8mmeTR

1(v) (), (9.15)

in which g(v) is the shape function defined so that [g(v) dv =1, and theinverse lifetime,
7= ', is equal to the Einstein coefficient against spontaneous decay, 4,,(§5.1.5). For an
electric dipole process, and ignoring the local field correction factor in Eq. (5.65), 4,
takes the form

2
=_._.._.._§ .16
Aba 4reg 3R gy Kaluo )", (9.16)
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where up = the electric dipole operator 3 _; er; is summed over i electrons. Substituting
from Eq. (9.16) into (9.15) gives

10) = gy 2 (3 aluol8) ) (o), 0.17)

where the summation is over the individual states in levels a and 4. For d—d transitions
this matrix element is only of finite magnitude if the transition is induced by an odd-
parity component of the crystal field. The gain coefficient can then be written to withina
constant as

T 1

7)o gy o (S NalVassiBI8) )50, (9.18)

where V44 is the odd-parity field and yg is the appropriate form of the dipole moment
for light of polarization, . Applications of the Wigner—Eckart theorem to the evalu-
ation of these matrix elements are given in standard texts [Griffith (1961), Sugano et al.
(1970), Henderson and Imbusch (1989)]. The specific form of the opposite parity states
admixed into the states involved in the @ — b transition were assumed to be higher
lying orbitals on the central ion as discussed in §5.3.3 and §5.3.4. However, as
discussed by Yamaga et al. (1990a, 1991a,b) and in §8.6 other admixtures are at least as
probable.

The strengths and polarizations of d—d and f—f transitions cannot be calculated
within the point-ion model. Since the d- and f-orbitals in octahedral symmetry have
even parity then d—d transitions and f—f transitions of the 3d” and 4/™ configurations,
respectively, are parity forbidden. Mechanisms must be introduced that break these
parity selection rules involving the static and/or dynamic interactions of these con-
figurations with their ligand neighbours. If these interactions result from odd-parity
displacements of ligand ions then the parity selection rules are raised through the
mixing of opposite-parity wavefunctions into the ground and excited states. For
example, the d—d transitions of the 3d"-configuration ions may have admixtures of
odd-parity wavefunctions associated with higher lying 4p orbitals [Sugano et al.
(1970)], nearby 3s and 3p orbitals on the neighbouring ligand ions [Yamaga et al.
(1989a), (1990a), (1991a)] or fully-occupied 3p orbitals on the central 3d-ion. However,
the consequences of each type of admixture are analogous, in that the matrix elements
in Egs. (9.16)—(9.18) are then finite. The effects of static and dynamic distortions can be
identified spectroscopically. Intensity enhanced by odd-parity crystal-fields are evident
in f~f transitions of 4™ ions [Judd (1962), Ofelt (1962)]. Static perturbations of odd-
parity determine the low temperature transition rate (and hence radiative lifetime).
Odd-parity lattice vibrations introduce a temperature dependent enhancement of the
transition rate (§6.4). A detailed analysis of the strengths of optical transitions induced
by T, odd-parity displacements of the octahedrally-disposed ligands only in Cr**:
Al,O;, was sufficient to explain the observed absorption and emission spectra [Tanabe
and Sugano (1958)]. Odd-parity distortions of T,, symmetry were needed to
account for excited state absorptions from the 2E and *T> levels [Shinada et al. (1966),
Klauminzer et al. (1966)].
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9.4.2 Quenching of luminescence and laser efficiency

Various mechanisms within the gain medium subtract from laser efficiency and
increase the threshold power, including absorption bands that compete with the laser
transitions at pump and emission wavelengths and phonon-assisted nonradiative
transitions that result in crystal heating. ESA can result in the absorption of pump and/
or luminescence photons, and having done so cause the centre either to emit from an
even higher excited state (upconverted luminescence) or to de-excite nonradiatively to
the ground state. These processes reduce the luminescence efficiency, Eq. (7.27), and the
slope efficiency of the laser also, Eq. (7.28). The luminescence efficiency, n(T), is also
reduced by thermal and concentration quenching, which have the effect of reducing the
luminescence lifetime with increasing concentration of active ions. In consequence,
there is an optimum concentration of active ions below which quenching of the lifetime
can be compensated for by the increased absorption and emission intensities that
accompany higher concentrations. For example, alexandrite laser rods usually contain
up to 0.23 at.% Cr**, at which concentration there is no concentration quenching. In
such materials the quantum yield at 300K is 95 + 5% and the observed fluorescence
decaytime is essentially the radiative lifetime [Shand (1983)]. In consequence, the
quantum efficiency can be as high as v,,/v; 2 70% for Kr* pumping at 647 nm. This
behaviour contrasts strongly with that of the Co®* : MgF, laser, in which nonradiative
transitions reduce the quantum yield and so degrade the laser performance that
practical use is prevented above ca 80 K in CW operation and 225 K in pulsed mode. As
noted in §7.3 for Pr** in La,Pr,_,Cls, efficient laser performance can be obtained
across the entire composition range 0 < x < 1 asit can from Cr** in LiSrALCr, _,Fg,in
which cases luminescence quenching is very weak, even at 300 K, and laser efficiency is
hardly affected. In contrast, Nd** luminescence from NdCl; is undetectably weak
[Pelletier-Allard and Pelletier (1987)].

Thermal and concentration quenching of luminescence both reduce laser efficiency
and increase the pump power required to cross the laser threshold. Since these pro-
cesses reduce the excited state lifetime they compete with radiative decay in returning a
population to the terminal state. Since the pre-exponent 7y is larger than the radiative
decay rate 7z! in Eq. (6.38), nonradiative processes can be dominant when the gap
energy is relatively small. In oxides the mean phonon energy is large (300—500 em™Y),
the energy gap over which radiative decay predominates is reduced, relative to halide
crystals. In Co?* : MgO phonon-assisted nonradiative decay at 300 K is so efficient that
luminescence in the infrared is too weak to detect. In contrast, the Co*™ : MgF, laser is
efficient enough at cryogenic temperatures to provide the basis of a commercial laser
system. Ni2* jons are the active component in the Ni* : MgO and Ni** : MgF, lasers,
which also operate at infrared wavelengths. MgO is an almost ideal laser host, but one
that is very difficult to grow. Nevertheless, in operation at T= 100K, 10 watts of
average power has been achieved in CW operation for Ni** : MgO [Moulton (1985)]. In
comparing the properties of Cr** : LICAF and Cr** : LiSAF, the latter is usually taken
as the more desirable gain medium, because of the larger tuning range of Cr>* : LiSAF
than Cr**: LICAF. However, the excited state decay dynamics of Cr>* ions are dif-
ferent in the two compounds. In Cr>*: LICAF multiphonon nonradiative decay is
unimportant up to 500K, whereas such processes are fairly efficient close to room
temperature in Cr’* : LiSAF. In consequence, the optothermal and optomechanical
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properties of Cr*" : LiSAF laser rods are inferior to those of LiCAF under condi-
tions of high average laser power. Large single crystals of this compound,
Cr** : LiSr.sCag »AlFg, can be grown by the Czochralski technique. Some improve-
ment in the optothermal and thermomechanical properties of LiSAF was anticipated
by substituting some 20% of Sr** jons by Ca®* [Chai ez al. (1992)].

9.4.3 Excited state absorption

ESA spectra that overlap the absorption and emission transitions of a laser active ion
will reduce laser efficiency, especially when the excited stateislong-lived. The *T, — *T;
ESA spectrum of Cr’* : BeAL,O, illustrated in Fig. 9.10 shows that the ESA loss at the
peak of the *T, — * 4, emission is minimal, becoming more important in reducing laser
efficiency at both longer and shorter wavelengths than the peak [Shand and Walling
(1982), Shand and Jenssen (1983)]. Andrews et al. (1986a) concluded that ESA limits
the tuning range of the Cr** : GSGG laser at long wavelength to 800 nm, as Petermann
(1990) subsequently confirmed. The studies of numerous tunable 3d° ion lasers suggest
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Figure 9.10. The luminescence and ESA cross sections of Cr’>*:BeAlLO,
measured at 301K and 563K [after Shand and Jenssen (1983)].
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Figure 9.11. The low temperature absorption (LHS) and emission (RHS) spectra
of Ni** in MgO, and the estimated positions of the zero-phonon spin-orbit
components of the energy levels [after Moncorgé and Benyattou (1988)].

that ESA reduces the slope efficiency and increases the threshold power, but to different
extents in all such lasers. To fully understand the optical bandshapes and polarization
intensities requires that quite subtle effects of the electron—phonon interaction in the
excited states must be considered [Caird ef al. (1988), Lee et al. (1989)].

The state reached in an ESA transition may decay radiatively or nonradiatively to
the ground or other lower lying state, or by some combination of such processes, and it
is necessary to fully understand the competition between radiative and nonradiative
processes in order to determine the optimal operating conditions of all solid state lasers.
Spectroscopic studies of Co** and Ni**-doped MgF, and MgO show clearly the
interplay of radiative and nonradiative transitions [Moncorgé and Benyattou (1988)].
For example, the low temperature (80 K) absorption and luminescence spectra of Ni2*
ionsin MgO, Fig. 9.11, define several wavelength regimes for these decay channels. The
1.06 um line from a Nd** laser directly populates the metastable T, level, which
subsequently decays radiatively into the broad infrared luminescence band with peak
at ~1.35um with radiative decay time of 7g =3.6ms. The small quantum defect
between vibronic absorption and luminescence bands of ca 0.3 eV per absorbed photon
is a minor source of crystal heating during laser operation. A more important source of
heating is nonradiative decay from the vibrationally relaxed *T> state to the ground
state, a rather weak function of temperature in the range 4-80K, but dominant at
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300 K. Laser excitation in the >4, — 3T (3F) absorption band, using Kr™ ion laser lines
at 647 nm leads to ' T, (D) — 34, luminescence in the green with peak near 500 nm and
'T, —3T, emission in the red with peak at ~790nm as a result of excited state
upconversion into the ! T, (!G) level (off-scale in Fig. 9.11) from the relaxed excited 3T
(®F) state, followed by nonradiative decay to the lowest vibrational level of } T, (! D).
Subsequent radiative decay is partitioned between the green and red emission bands.
The strong ESA from 1350 to 1390 nm in the 37, — 34, laser band splits the tuning
curve into two bands with peaks at ca 1320nm and 1410 nm [Moulton (1985)]. As
indicated in Fig. 9.11, the most suitable pump wavelengths for the Ni: MgO laser are at
1062nm (Nd:YAG) or 647.1nm (Kr*). In contrast to Ni**:MgO the infrared
luminescence in Ni** : MgF, is overlapped by ESA absorptions to two higher lying
orbital components of Ty (*F), the splitting between which is sufficient to allow useful
gain over the lasing bandwidth of 1.6—1.75um [Moulton (1985), Moncorgé et al.
(1985)] with optimal pumping at 1320 nm using either Nd: YAG or Nd: YLF laser.

ESA limits both the slope efficiency and the tuning range of the Co : MgF, laser. ESA
also plays an important role in quenching the laser luminescence in Ti**:YAG
[Schepler (1986)] and YAP [Huber ez al. (1988)], of Ce** in YAG [Hamilton et al.
(1989)] and of Ce>* : LICAF [Payne er al. (1994)]. Sometimes these ESA transitions
may excite electrons into conduction band states, giving rise to photoconductivity and
defect formation. However, ESA transitions may also lead to upconverted photo-
luminescence and efficient laser emission at shorter wavelength as in Er**: LiYF,
{Brede et al. (1993)].

9.5 Energy transfer processes

Luminescence life times indicate the presence of various excited state processes
including nonradiative decay and site-to-site energy transfer. Early work on the Cr>*-
doped colquiriites, especially Cr*>* : LiICAF, showed that the single-exponential decay
at 300 K with luminescence lifetime 7= 170 + 5 ps is little changed by the Cr>* con-
centration up to 5.5 mol. % Cr>* [Payne er al. (1988a,b), Lee ez al. (1989)]. Indeed, in
the Cr**: LiSAF system efficient laser performance is achieved at even higher Cr**
concentrations, up to 100% Cr>* substitution on AI** sites. Such spectroscopic
insensitivity to the Cr>* concentration probably results from the fact that the neigh-
bouring substitutional AI** (Cr**) sites do not share common F~ ions so that
Cr**-F ~—Cr** super-exchange paths do not exist. The situation is different in ruby, in
which radiative energy transfer from one excited Cr>* ion to another ground state Cr>*
ion can be repeated many times before the emitted photon leaves the crystal. Such
radiative trapping is signalled by the luminescence lifetime being longer in finely dis-
persed Cr’*:AlLO; powders than in Cr’*:AlO; single crystals [Varsanyi et al.
(1959)]. Since the emission cross section o, at wavelength A is given by

m2\"? g
Tem = (7) Ire AN (9:19)

where 7 is the quantum efficiency and 7 is the luminescence lifetime, it is evident that
radiative energy transfer effectively reduces the emission cross section, and requires to
be minimized in laser crystals. Fortunately, in most gain media radiative trapping only
becomes significant at high dopant concentrations.
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Figure 9.12. The temperature dependence of the luminescence lifetime of Cr**
ions in Cr**: GSGG and Cr**:Nd**: GSGG. The luminescence was excited at
460 nm and detected at 760 nm through an interference filter [after Armagan and
DiBartolo (1986)).

Energy transfer has been put to good use in a number of RE**-garnet laser systems
to activate Nd>*, Er**, Ho>* or Tm>* ions using Cr** sensitizers. The luminescence
decay patterns of Cr>* donors and Nd** acceptors co-doped YAG, Fig. 7.13, under
white light excitation were discussed in §7.4.3. The best characterized material, how-
ever, is Cr>* : Nd* : GSGG in which Cr** to Nd>* energy transfer may approach 100%
because of the excellent spectral overlap of the broad *T, — *4, emission of Cr** ions
and some of the lower lying absorption lines of Nd** (see Fig. 7.11). A comparison of
the lifetime-temperature characteristics of Cr’* in two GSGG crystals, one containing
0.8 x 10?°cm ™3 of Cr>* and the other 2.0 x 10%*°cm™? of both Cr>* and Nd** ions, is
givenin Fig. 9.12 [Armagan and DiBartolo, (1986)]. At low temperature (< 250K) the
Cr’>* luminescence excited at 460 nm appears as an admixture of 2E, *T, — *4, tran-
sitions with non-exponential fluorescence decays. However, at higher temperatures
vibronic interaction results in homogeneous emission bands and exponential decay
patterns. These results show that Nd-Cr co-doping strongly quenches the Cr** lumi-
nescence. The measured decay times of the *T, — “4, luminescence band at 300K of
120 pus for Cr**:GSGG crystals and 38 ps for the co-doped Cr’*:Nd**:GSGG
samples represent graphically the influence of D—A energy transfer in the co-doped
material. The temperature dependences of the decay times of the two materials in
Fig. 9.12 converge above 550K where nonradiative decay is dominant. The Nd**
fluorescence lifetime (at short times) is little changed as a consequence of the Ccrit-
Nd** transfer with characteristic time 7= 290 ps.

Since laser radiation at 460 nm excites the “4, — *T, absorption band of Cr** ions
exclusively, only these ions are excited and Nd** fluorescence results from the
Cr** — Nd** energy transfer. When the concentrations of sensitizer and activator ions
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Figure 9.13. A comparison of the efficiencies of Nd>* lasers based on Cr’*:
Nd*":GSGG and Nd*": YAG with average output powers up to 20W [after
Pruss et al. (1982)].

exceeds ~ 10%° cm ™2 the energy transfer efficiency exceeds 85%, this value varying with
the actual Cr** and Nd>* concentrations. The overlap integral between the *T, —“4,
luminescence of Cr** and the 419/2 — 4F3/2, 4F5/2 + 2H9/2 and 4F7/2 +4 S3/, absorption
transitions of Nd>* (see Fig. 7.11) measures, to within a constant, the radiative energy
transfer rate. Armagan and DiBartolo (1986) showed that the radiative transfer rate
decreases slowly with increasing temperature, and did not exceed 5% of the
Cr** — Nd** energy transfer at room temperature. The nonradiative energy transfer,
in view of Eq. (7.5), may be written as

WBIA = 7'_1 - 7'0_1’ (9.20)

where 7o and 7 are the life times of Cr** luminescence in Cr’*: GSGG and Cr**:
Nd3**: GSGG samples, respectively. The transfer rate by the nonradiative electric
dipole mechanism varies from ca 10*s™! at 80K to 5 x 10*s~! at 600 K. The relative
performances of Nd** lasers based on Cr** : Nd>* : GSGG relative to Nd** : YAG are
illustrated in Fig. 9.13: white light pumping of the Nd>* laser action is more efficient for
co-doped GSGG gain media than for Nd : YAG. Similar results have been reported for
Cr’*:Nd** co-doped GSAG and YSAG crystals [Duczynski et al. (1986a,b), Pruss
et al. (1982), Shcherbakov (1986)]. Improved performance of rare-earth sensitized
solid state lasers using Cr** ion co-doping with Nd**, Er**, Ho>*, Tm** and Yb>* has
been studied in yttrium and gadolinium-based garnets. Cr>* to Er** energy transfer in
YSGG by the electric dipole—dipole interaction is characterized by a D—A4 micro-
parameter of af,, =2 x 107 cm% !, Values of af, for Cr** to Tm** and Cr** to
Ho>* transfer in YSAG are 4.2 x 10" cm®s ™" and 2.8 x 107*cm®s ™!, respectively.
The rather small value for Cr** to Ho>* transfer is due to very poor spectral overlap
between the Cr*>* emission and the *Ig — °I, transition on Ho3* ions.
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9.6 Empirical rules for transition-metal and rare-earth ions
9.6.1 Unit cell dimensions

The size of the unit cell is determined by the sizes of the constituent ions, whereas the
structure of the unit cell is determined by the ratios of the cationic and anionic radii, it
being assumed that the ions may be treated as hard spheres, that unlike ions must just
touch along some particular crystal direction and that like ions may never touch. Alkali
halide crystals with formula MX, where M =Li*, Na*, K* Rb* and Cs* and
X" =F7,CI", Br and I are either face centred cubic (Figs. 2.4a and 4.4a) or simple
cubic (Figs. 2.4b and 4.4b) depending upon the radius ratio r,/rp,. When r,/ry, is in the
range 1.0 <r,/r, < 1.37 the anions and cations are eight-fold coordinated with each
other in the simple cubic CsCl- structure, O}(Pm3m,#221). Crystals for which
1.37 < ry/rm < 2.41 have six-fold coordinated anions and cations in a face-centred cubic
(NaCl)structure. In the case of the caesium halides M and X~ form the body-diagonal
of the cube, along which each M+ ion touches two nearest neighbour anions X~ alonga
particular (111)-direction. In CsCl, where r,/r, = 1.81/1.75 = 1.04, the length of this
body diagonal is (1.81 4 3.50+1.81) x 107'°m = /34, and the cube edge length is
a=0.41 nm, precisely the value determined in X-ray diffraction measurements. In the
rocksalt structure, anions and cations are in contact along {(100) directions: for NaCl
the cube edge has length a=(0.98 +3.62+0.98) x 107 °m =0.558 nm. Although
empirical ionic radii have been used for anions and cations, the resulting calculated
value for the lattice parameter, a, is equal to that measured by X-rays to within ca
0.01%. The reason that the rocksalt-structured alkali halides do not crystallise in the
cubic Cs-chloride structure is that they would be unstable because the large uninegative
halide ions would touch along {100} directions.

Extension to the alkaline earth difluorides MF,, where M refers to the cations Mg2+,
Ca?*, Zn**, etc. is straightforward. When r,/r_ is in the range 0.7 to 1.0, the fluorite
structure is stable, asitis for CaF,, SrF, and BaF,, where the radius ratios are 0.75, 0.85
and 0.99, respectively. This cubic structure is generated schematically from that of CsCl
by removing alternate M™ ions from each layer and replacing the remainder by
dipositive cations (M%), each of which is coordinated to eight F~ ions arranged on
cube corners. Every anion (F ™) is at the centre of a regular tetrahedron, the four corners
of which are occupied M " ions. Thus the difluorides of metal ions with largeionic radii
have the (8 :4) fluorite coordination. In contrast, metal ions with small ionic radii,
within the range 0.5 <r,/r_ < 0.7 have the rutile (TiO,) cation/anion coordination
(6 :3), of which MgF, (r,./r_ = 0.5) and ZnF, (r../r- = 0.56) are typical. The Cs-halides,
alkali halides and alkaline difluorides have important applications as optical crystals,
the alkali halides being hosts for 77°(1) and colour centre lasers, Ni>* and Co** ions
acting as efficient laser activators in MgO, MgF, and ZnF, and the Cs halides as
scintillators. Some laser crystals have more complex structures. For example, in Al,O3,
r./r_=0.43 is just greater than the upper stability limit for tetrahedral symmetry
(0.225-0.414) and the lower stability limit for octahedral symmetry (0.414—0.732).
Trigonally distorted coordination octahedra result. In contrast, AlI** occupies both
octahedral and tetrahedral sites in Y AG, and exclusively the tetrahedral site in YSAG
and GSAG.

Each of the cation sites in the colquiriites is sixfold-coordinated to F~ with r_/r_
ratio of 0.59 (Li™), 0.79 (Ca*), 0.43 (AI**), 0.96 (Sr**) and 1.08 (Ba?). For all crystals
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Li* and AI** are within the stability limit for octahedral coordination, i.e. 0.414 <
r./r_ <0.732. However, the alkaline earth ions Ca**, Sr** and Ba*" lie outside this
range, resulting in distorted cation sites. The ionic displacements at cation sites vary
from compound to compound and are accommodated elastically, except in LiBaAlF¢
where they are so large that the colquiriite structure is unstable. LICAF and LiSAF
isomorphs are completely soluble with each other in the solid state, forming solid
solution compounds, LiSr,Ca,_,AlF in the range 0 < x < 1, from which large single
crystals can be grown at the congruent melting composition LiSrg 3Cag,AlF¢ [Chai
et al. (1992)]. These alloys are compositionally disordered due to the random dis-
tribution of Ca*/Sr** ions on nearest neighbour dipositive ion sites. There are seven
distinct configurations (1, n) of the second nearest neighbour cations in the colquiriite
structure, Fig. 3.4, the total number of Sr>* (m) and Ca®* (n) positions in the second
nearest neighbour sites being m + n = 6. These configurations introduce small changes
to the ground state energies that are manifest in ESR spectra as zero-field split-
tings [Yamaga er al. (1999)]. ESR measurements of Cr>* doped solid solutions,
LiSr,Ca;_,AlFg, reveal small numbers (2—3) of discrete statistical configurations.
Ordered configurations (0,6) and (6,0) are the only incumbents of pure LiCAF and
LiSAF, respectively. Configurations with the largest probabilities; (2,4), (3,3) and (4,2)
in LiSrsCag sAlFg and (4,2), (5,1) and (6,0) in LiSrqsCag,AlFs were all iden-
tified by ESR. The measured zero-field splittings decreased with increasing Sr** con-
tent such that the (CrFg)’~ units achieve almost perfect octahedral symmetry with
x=0.8. The distortions of the octahedron that correspond to these crystal-field
parameters have important consequences for the optical properties of these laser active
materials.

The interaction of the electronic centres with the crystal-field was discussed in
Chapter 4, emphasis being given to the utility of defining the dominant and lower
symmetry components of the crystal field. Despite current computational efficiency it is
not possible to predict accurately the variations of the crystal-field splittings from
crystal to crystal. Even so, the point ion model of the energy levels of transition-metal
and rare-earth ions facilitates an understanding of the spectroscopic trends, which have
led to extensions of the formal theory to include finite ion sizes. Such complex devel-
opments in ligand field theory have been applied to only a limited number of laser
materials (§8.6). It is now appropriate to examine the evidence of general spectral
information for guidance in the design of novel optical materials, ignoring the sub-
tleties introduced by low symmetry perturbations in order to recognize the implications
of the empirical series that were developed to allow for the unreliability of the point-ion
model (§4.4.8).

9.6.2 Spectrochemical series

The crystal-field splitting, A =10Dgq, §4.4.8, is a convenient empirical parameter of
the system, which can be factored into a product of ligand and metal ion functions, f
and g, respectively, thus:

A = f(ligands) - g(metal), (9.21)

so as to compare effects of the different ligands and the different central metal ions. For
a given metal the contributions to A by the ligands increases from ca 0.7 to ca 1.0 along
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the spectrochemical series, I~ <Br~ < Cl™ < S~ <F~ < 0%, and is approximately
independent of metal ion. A second series for metal ions, Mn3* < Ni** < Co’* <
V2 < Fe* < Cr’* < Co®* < Ru*t < Mo>* < Rh** < Pd** < I3 < Pt** is approxi-
mately independent of ligand, with g(metal) rising from 8 x 103cm™! for Mn3* to
36.0 x 103 cm ™! for Pt**. For isoelectronic 3d> ions g(metal) decreases along the series
V# < Cr** < Mn**, as it does for 3d < 4d < 5d elements. The spectrochemical series of
ligand and metal ions show that the highest values of A occur in fluorides or oxides, and
in the higher charge states of a particular isoelectronic series.

9.6.3 Nephelauxetic effect

The interelectron repulsion parameters express the interactions of electrons on metal
ions among themselves: for each LS-level they are represented by a sum of Slater
integrals, F ® or of reduced Slater integrals, Fy, or in terms of the Racah parameters 4,
B and C. Values of the Racah parameters of free transition-metal ions are listed in
Table 4.3 and for free rare-earth ions in Table 4.10. The reduction of the interelectron
repulsion parameters in a crystal relative to the free ion is called the nephelauxetic effect
(§4.4.8). For rare-earth ions Fy-values are reduced by about 2%. Much larger nephe-
lauxetic effects are reported for transition-metal ions, as is evident for the Cr>* ion in
several crystals quoted in Table 9.5. The nephelauxetic series for transition-metal ions
determined by 1 — 3 = B/B,, factored into separate ligand and metal ion contributions,

1 — 3 = h(lig) - k(met), (9.22)

is not well defined with k(met) values Mn?* ~ V** < Ni*t ~ Co?*t < Mo*t <
Cr* < V3 < Fe3* < Mn** and increasing A(lig) valuesis F~ < HO<OH™ < 0¥ <
Cl~ < Br~ < §*~ <I~ < Se?". The transition-metal ion series suggests that Fe?* and
Fe>* are more covalent than Ni2* and Cr’*, respectively.

9.6.4 Crystal-field stabilization energies

The crystal-field experienced by the dopant ion reflects the symmetry of the environ-
ment. It is convenient to discuss the crystal-field in terms of three high symmetry sites
occupied by optical centres in crystals. In octahedral symmetry, Fig. 4.4a, the central
cation is surrounded by six anions each with charge — Ze at a distance a from the origin
along the orthogonal +x, +y, +z axes; the crystal-field in tetrahedral symmetry,
Fig. 4.4c, is due to point charges — Ze at the alternate vertices of a cube; and in cubic
symmetry, Fig. 4.4b, there are eight equivalent anions, — Ze, each located at the cor-

Table 9.5. Slater and Racah parameters for some Cr’* octahedral
complexes (in cm™")

Free ion AlL,O; K,NaCrFg LiCAF
B 920 640 760 740
C 3680 3300 3020 3080
F 1446 1112 1192 1180

Iy 105 94.5 86.2 88
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ners of a cube. The cubic cells that circumscribe these simple structural units have the
same dimensions, 2a. For a 3delectron at the centre of such an octahedron, tetrahedron
or simple cube, the crystal-field strengths from Eqs. (4.50) are related by

Dgfoct.) = —§ Dg(tetrah.) = — 2 Dg(cube). (9.23)

The crystal-field expansion in tetrahedral symmetry contains a term in r*, which is of
the same functional form as in the crystal-field Hamiltonian in octahedral symmetry,
which yields the energy — %Dq. There is also an odd-parity term that varies as r>. There
are no matrix elements of this odd parity field within the same (n/) configuration; it
makes no contribution to the energy level splittings of the 3d electron. This term does
have significant effect on the strength of the radiative transitions. The simple cubic cell
may be considered as two tetrahedral arrangements which, taken together, yield a unit
cell with inversion symmetry. These odd-parity components, of equal magnitude but
opposite phase, cancel, whereas the two even-parity terms add together. Hence, the
crystal-field splitting in the eight-fold coordinated unit cell is twice as large as that in
the four-fold symmetry.

Transition-metal ions prefer to occupy sites with near octahedral symmetry in ionic
crystals. In contrast, rare-earth ions prefer eight-fold coordinated sites, although six-
fold coordination is not precluded. Frequently the symmetries are reduced from perfect
octahedral, etc., by small displacements of the near neighbourions as we have discussed
in Chapters 2—4. The splittings of spectral terms of an optical centre by low symmetry
distortions were treated in §4.4.7. The following general rules may be invoked in
choosing crystal-fields suitable for transition metal ions:

e Coordination polyhedra involving F~ or O®~ jons are most suitable;

e Strong crystal-field sites (i.e. large Dq) with six-fold anionic coordination are
preferred;

e Octahedral crystal-field sites with weak local distortions are beneficial;

o Laser active ions should be substituted at crystal-field sites with the same charge;

e Weak electron—-phonon coupling to low energy vibrations minimizes nonradiative
decay.

The strong crystal fields introduce larger splittings of energy levels, which can facilitate
operation at shorter wavlengths and enhance the stability of metastable levels against
nonradiative decay. Small splittings of the octahedral levels by even-parity distortions
may extend the tuning ranges of vibronic lasers by removing degeneracies of the
ground and excited levels. In laser hosts that are activated by rare-earth ions, such
splittings are typically only of order 50-300 cm™". Since most rare-earth ion lasers are
single frequency devices, the crystal-field interaction introduces small shifts in the
luminescence wavelength at which the lasers operate. Since the even-parity distortions
can also remove degeneracies of the RE>* levels there may be emission into more sharp
laser lines. At room temperature this fine structure is partially eliminated by tem-
perature-dependent homogeneous broadening. Distortions of odd-parity do not
change the energies of states. Rather do they admix opposite parity wavefunctions into
the central 3d and 4f orbitals, resulting in shorter life times and polarization of
absorption and emission transitions, in contrast to the characteristics of 3d” and 4/™
ions in perfectly octahedral symmetry sites (§5.3, §8.6). Optical centres that occupy
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differently charged sites will require charge compensation by lattice defects or alternate
valence states, which can lead to undesirable absorption bands, luminescence
quenching and reduced concentrations of the desired optical species. For example,
laser action associated with Cr** ions substituted for Zn?* ions in KZnF; and ZnWO,
occurs with efficiencies of only 14% and 5% respectively, as a consequence of parasitic
absorptions and strong nonradiative processes.

Some transition-metal and rare-earth ions enter ionic crystals in more than one
valence state. For example, Ti may enter Al,O; as Ti** or Ti**. The simultaneous
presence of both can result in poor laser efficiency since Ti**—Ti*" pairs undergo
infrared absorption transitions that overlap the laser emission band. The presence of
Ti** ions reduces the maximum concentration of Ti** in the crystal. To minimize the
Ti** content requires special treatments; growth or post-growth annealing in a reduc-
ing atmosphere stabilizes Ti**. Similarly, Mn**/Mn**/Mn**, Cr**/Cr**, Fe’*/Fe?™,
Co3*/Co?* and Ni**/Ni* may appear together in some crystals. The stability of the
most common transition-metal ions against oxidation and reduction are tabulated in
Table 9.6. The rare-earth ions may also appear as RE** or RE** at divalent sites or
trivalent sites, respectively. For example, Tm>* has been much studied in the alkaline
earth fluorides, in which its optical properties reflect those expected of a 4/ ion. Like
Yb*, this 4/ ion has two energy levels, 2F7/2 and 2F; 12, which are efficiently pumped
in the broad 4f'* — 411254 absorption bands. Laser action has been achieved on the
2F5/2 — F;; emission transition in Tm?* : CaF,. In contrast, when present in YLF or
YAG, Tm>* is the preferred valence state which is the activator of an efficient laser
transition in the infrared.

The strong preference of most transition-metal ions for octahedral sites is easily
understood. Consider Ti** (34") in octahedral symmetry: the crystal-field stabilization
energy (CFSE) is given by the energy of one electron in a #,, orbital, i.e., —4Dgq (oct)

Table 9.6 Relative stability of some 3d" configuration ions [Caird (1986))

Configuration Ton Against oxidation Against reduction
3d° Ti*+ high moderate
3d! Ti*+ low high
v moderate low
3d? v+ high moderate
Cr+t low high
3d° v low high
crt high high
Mn** high low
3d* Cr?* low high
Mn3** low low
3d° Mn** high high
Felt high low
3d® Fe** moderate high
Co** high low
3d7 Co?* high high
Ni**+ high low
348 Niz*+ high moderate
Cu?* high low

3d° Cu?t+ high low
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Table 9.7 Crystal-field stabilization energies of transition-metal configuration ions
in octahedral and tetrahedral sites [Caird (1986)]

Configuration Octahedral Tetrahedral Excess stabilization
stabilization stabilization energy energy kJmol™!
energy kJ mol ™! kI mol ™!

d! 87.6 58.7 28.9

d? 160.5 106.8 53.6

43 220.5 67.0 158.0

d* 135.8 40.2 95.5

d’ 0 0 0

de 49.9 33.1 16.8

d’ 93.0 62.0 31.0

d® 122.3 36.0 86.3

d° 90.5 26.8 63.7

relative to the centre of gravity of the 3d" configuration. In tetrahedral symmetry the
e-orbitals lie lowest and the crystal-field stabilization energy for one electron in an
e-orbital is —6Dq (tet). From Eq. (9.23), the excess crystal-field stabilization energy
for Ti** in octahedral sites is —[4 — (8/3)]Dg(oct) = —(4/3)Dg(oct). For 3d* ions each
electron occupies the ¢, orbital in octahedral symmetry, and the resultant crystal-field
stabilization energy is —4 Dg x 3 = —12Dgq. In tetrahedral symmetry, where e lies below
t,, only two electrons occupy the e-orbital, the third electron occupying the higher lying
t, orbital. Hence the stabilization energy in tetrahedral sites is given by —6Dg(tet) x
2 +4Dq(tet) x 1 = —8Dg(tet). The excess stabilization energy is then given by ~ 8.5
Dg(oct) in favour of the octahedral site; this, being =228.9kJmol™! is a substantial
fraction of the binding energy per cation. Extending this calculation to all 3d"-con-
figuration ions (Table 9.7) shows that Cr>™ has by far the largest crystal-field stabili-
zation energy. Furthermore, no ion shows a preference for tetrahedral symmetry,
although one distinguishes the 3d° configurations which shows no preference for either
structure. The excess CFSE for Ti** in octahedral sites should not be a problem in
crystals lacking tetrahedral sites such as Al,O3. Even when octahedral and tetrahedral
sites co-exist, as in the garnets, Ti** occupies the octahedral site to the exclusion of the
tetrahedral site [Schepler (1986), Gao et al. (1993)].

Finally, the desirability of using hosts with strong crystal-fields is not always com-
patible with the energy level structure of the dopant ion, except for 3d ! and 34° con-
figuration ions for which there is but one spin state. These configuration ions should
demonstrate greater resistance to nonradiative decay in strong crystal-field, which is
not necessarily the case for d2, d* and d® configurations as a consequence of a level
crossing between the two lowest energy excited states at some critical value of Dg. The
2E—*T;, levels of the Cr** jon cross at Dg/B=2.3. Below this value the emission occurs
via the *T, — *4, band. At higher crystal-field levels Cr** ions emit in the narrow, spin-
forbidden R-lines. In general, crystal-field sites with Dg/B > 2.30 are to be avoided,
given that the R-line emission leads to three-level laser action, with rather small
emission cross sections. Similar situations obtain for 3d2 ions (V**, Cr**, Mn>*) and
3d® ions (Ni**) both of which feature 'E — 3T, level crossings near Dg/B=1.5-1.6.
Above the level crossing (e.g. V3* in ALO; or Mn®" in Ca-fluoroapatite) the 'E— 3T,
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emission is narrow-line, below this value the *T, — 3T} transition is broadband and
spin-allowed. The 3d*, 3d°, 3d® and 3d’ configurations all have low spin multiplets
that become the electronic ground state in moderate crystal field. Consider, for
example, Fig. 4.8 for the 3d” ion in octahedral crystal fields, e.g. Co®* in MgO, where
Dg/B=0.9. At this value the T, level is just lower in energy than 2E. However, the
2E-level decreases rapidly in energy with increasing Dg-value and becomes the lowest
energy level at and above Dg/B=22.1. The crystal-field strength should be kept below
this value to avoid the fluorescence transition becoming spin-forbidden. Unfortu-
nately, this leads to longer wavelength emission and stronger nonradiative decay.
A cursory examination of the Tanabe—Sugano diagrams for 3d*, 3d® configurations
confirms their similarity to 3d’ in respect of the potential for the low spin level
becoming the ground state into which excited levels emit.

9.6.5 The o.rr product rule

There are qualifications to these rules. Octahedral symmetry allows weaker absorp-
tion/emission transitions and longer excited state life times. These characteristics are
good for energy storage and flashlamp pumping, but bad for single pass gain, v(v). In
consequence, distorted octahedral symmetry is more desirable, giving rise to polarized
transitions, shorter life times and larger single pass gain. In flashlamp pumping, the
excited state lifetime should be as long as possible consistent with a high cross-section
for stimulated emission. Since the emission cross section o and radiative lifetime 7 are
related by

/\2

=4
% = sm2An e

(9.24)
in which 4. is the spontaneous emission rate, 75, the lifetime—cross-section product
0.TRr cannot exceed

/\2

OeTR = g5~
8mn2Av’

(9.25)

where A is the peak wavelength and Av is the FWHM bandwidth of the fluorescence.
Typically, oo ~ 2 x 1072° cm? and 75> 100 ps. In optically anisotropic media, the total
decay rate is given by

1 1 2

— ==A+=-A4,. 9.26
TR 3 + 3 ( )
When A4, > A, the g.mg product
/\2
OcTR =3 - —87rn2A1/ (927)

is a factor of 3 larger than in the isotropic case. The alexandrite laser is an example of a
polarization-enhanced, tunable solid state laser. In Cr’t:BeAlL,Oy, A4,2104,,
although in this case of intermediate crystal-field the benefits are reduced by population
distribution between the almost degenerate “E and *T, levels. Some typical values of
o.rr product are 1.40 x 1072*cm? for Ti-Al, O3 and 1.35 x 1072*scm? for Cr**: YAG.
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The interplay between the emission cross section and radiative decay time is an import-
ant characteristic of a laser material because the laser threshold varies as (cerr) ™"
Apparently, the larger this product, the lower is the power required to exceed
the threshold, although there are limits to what may be achieved, given the inter-
relationship between o, and T expressed in Eq. (9.27). Nevertheless, the advisability of
using anisotropic optical crystals is properly stated.

9.7 All-solid-state lasers

The scientific basis of diode-pumped, laser gain media differs little from that of con-
ventional bulk lasers. However, despite many successful host-active ion combinations
the number of really useful laser gain media is small, due to both the intrinsic con-
straints of the materials and the extrinsic constraints of the laser pumping scheme.
Improvements in semiconductor laser diodes (LDs) are revolutionising the develop-
ment of all-solid-state lasers (ASSLs). The first report of laser diode operation by
Nathan et al. (1962) was soon followed by news of a LD-pumped Nd : YAG laser [Ross
(1968)]. The many advances in LDs and solid state lasers since guarantee widescale
application of ASSLs in science and technology [Fan and Byer (1988), Ferguson
(1994)].

Flashlamp pumping of ruby, YAG, alexandrite and Ti-sapphire lasers places
materials requirements of size, robustness and optothermal integrity on the pumped
medium as well as broad (perhaps multiple) absorption bands and resistance to
solarization by high energy photons. Similar materials constraints apply to gain media
excited by high-power ion lasers. All may be mitigated to some extent by efficient
sample cooling. However, LDs emit photons over a narrow wavelength range, that can
be temperature-tuned to the absorption bands of selected gain media, and operate at
low peak powers. Hence, broadband absorption by the gain medium is no longer a pre-
requisite of the ASSLs and the gain medium should feature strong absorption over a
narrow band of frequencies that matches the gain profile of the LD. This points to an
important advantage of ASSLs. The reduced thermal loading of the pumped medium,
consequent upon tight wavelength coupling of LD to the absorbing laser rod, minim-
izes material size constraints at work in bulk lasers. In consequence crystal growers can
focus attention on developing lower yield production techniques to achieve improved
optical quality at higher concentrations of optical centres without deleterious con-
sequences for the optical, opto-mechanical and physico-chemical properties. The
optical centres should occupy low symmetry sites that provide large absorption and
emission cross sections with long fluorescence life times, thereby reducing the threshold
pump power. In such environments the electron—phonon coupling broadens spectra
and facilitates the wavelength match between diode output and absorption band
without recourse to electronic feedback controls.

Early LDs were fabricated from GaAs/AlGaAs epilayers. They operated over a
wavelength range of 780 nm to 820 nm with wall-plug efficiencies up to 50%. Although
individual LDs produce only 40—50 mW of CW power, this output is sufficient to cause
damage to the cleaved mirrors of the diode. In consequence LDs must have large
output areas to minimize possible radiation damage. The beam quality of LDsis rather
poor, being far from diffraction-limited and of unstable output wavelength. Also LDs
have large linewidth and narrow tunability range. Such disadvantageous properties are
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eliminated in all-solid-state lasers (ASSLs) pumped by LDs. Although the earliest
GaAs-based LDs produced barely tens of mW of output power at ca 800 nm, they were
well matched to the homogeneously broadened 419/2 —4F; /> absorptions of Nd3*-
doped solids. Nevertheless, greater CW powers are needed from LDs to take advantage
of the excellent coupling efficiency afforded by the narrow laser emission that overlaps
the sharp crystal-field spectra of Nd*>*-doped materials. Arrays comprising 100 or so
LDs emitting from a surface area of ca 500 pm x 1 pm can deliver up to 4 W of CW
power. Mounting several diode arrays on a 10 mm long bar can output up to 20 W. In
further optoelectronic miniaturization, Jewel ez al. (1991) packed ca 10® microlasers on
a single 10 x 10mm? semiconductor chip. Output from these microlasers is perpen-
dicular to the epilayer surface, in contrast to the edge emission of LDs. Whether LD
arrays or microlaser arrays are used to pump ASSLs it is probable that cylindrical
coupling optics or multi-mode fibres will be used to deliver excitation radiation to lasers
using the end-pumped configuration. The example of an ASSL shown in Fig. 1.10
combines laser gain and harmonic generation media in a resonant frequency-doubling
cavity for mode-locked operation. A pair of 3W LDs operating at 800 nm pump a
mode-locked Nd : YLF laser, the 1047 nm output of which is spatially mode-matched
to an external ring-cavity containing a LiB30s (LBO) frequency-doubling crystal. In
such resonant pumping the infrared-to-green conversion efficiency can be as high as
60%. In an alternative ASSL, a 5-BaB,O, (BBO) crystal frequency quadruples to
262 nm resonantly with an efficiency of 11%, yielding some 42 mW of usable ultraviolet
output [Ferguson (1994)]. Apparently developments of LD-pumped ASSLs can be as
much concerned with the development of nonlinear optical crystals as with laser gain
media [Lin (1990)].

The diversity of laser gain media and nonlinear optical crystals promises ASSLs with
complete spectral coverage from the infrared region (2000—3000 nm) into the UV
region (200-250 nm), although greater pump versatility is required than is achievable
from GaAs/AlGaAs LDs. However, there are numerous dopant-crystal combinations
that are best pumped near 1000 nm including Er** (*I;s;, — *I,,, transition), Pr**
(3H4 — 1G4 transition), Dy3+ (°H 152 — 6H5/2 transition) and Yb*t (2F7/2 — 2F5/2) as
fixed wavelength lasers, and Cr** (3A2 — 3T, transition) as wavelength-tunable lasers.
Strained layer InGaAs—GaAs super-lattices can be fabricated into LD-arrays that tune
from 970 nm to 1030 nm and provide up to 1 W of CW power. LDs based on InGaAsP
quantum wells with outputs of up to 100 mW of coherent radiation tunable from 1450—
1550 nm are suitable for pumping the 4115/2 — 4113/2 absorption of Er3+-doped glass
fibre and waveguide amplifiers. Red LDs operating at 650 nm to 670 nm and configured
as single element LDs (50 mW), multi-element arrays (~ 750 mW) or multi-array bars
(5 W) are convenient for pumping Cr**-doped gain media in the *4, — *T band.

Finally, the III-V nitrides (AIN, GaN, InN) are the active medium in LEDs
spanning the entire visible spectrum from 400 to 610 nm; laser diode operation at 405—
420nm has been demonstrated using GalnN/GaN quantum well lasers grown on
Al,Oj3 substrates. The science and technology of blue LDs based on III-V nitrides is
advancing rapidly. Several Japanese and US companies have fabricated blue LDs that
operate in pulsed mode. None have matched the LDs manufactured by Nakamura et al.
(1995), (1996), who not only produced the first GaN-based blue laser, but also have
demonstrated CW lasing at 300 K with operating life times exceeding 10* hours. Once
perfected, this technology will offer the simplest, and cheapest, means of producing
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blue laser light to satisfy demands from research laboratories and for applications in
colour scanners, high density data storage, large-area displays, reprographics, under-
water communications and more.

9.8 Optical nonlinearities

The light fields generated by lasers are many orders of magnitude more intense than
those available from conventional light sources. At electric field strengths of order
100kV/m optical properties that are normally linear in the electric field, E, become
nonlinear functions of the field and the ‘optical constants’ are no longer independent of
the light intensity (I o< E2). Equations 3.2—3.4 show that the macroscopic polarization,
P, optical susceptibility, v, and dielectric constant, £, contain terms that vary non-
linearly with the electric field, and these lead to the several optical nonlinearities that
find application in solid state lasers. As discussed in Chapter 3, the second-order sus-
ceptibility is a tensor property of rank 3 (Eq. (3.5)) conveniently represented by the
Kleinman d-tensor, the d,,, coefficients of which are only non-zero in crystals that lack a
centre of inversion. The particular d;,, that are non-zero are determined by the crystal
class and point group. Given the long range symmetry of crystalline solids, many of the
d,» are zero and others may be equal. In consequence, knowledge of the crystal
structure indicates which of the d,,, must be measured. The number of independent
coeflicients of tensors of rank 1, 2 and 3 are listed in Table 3.1 for numerous inorganic
crystals: the measured values of d,,, for some important nonlinear optical crystals are
collected in Table 3.2. Only occasionally are all the independent d;,, coefficients
reported (see Table 3.2 and the more extensive collection of data in Nikogosyan (1997)).

Although a-quartz is now mainly of historical interest in nonlinear optics, and is
only occasionally used in devices, the presence of the tetrahedrally bonded SiOﬁ'
molecular ions in this material pointed to the physical origins of the optical non-
linearities. Further indications of the involvement of particular molecular ion groups
came from work on the ABO; perovskites, to which applied electric fields were used to
probe the mechanisms of second harmonic generation. At room temperature KTaO; is
cubic (O}, Pm3m, #221), and the Kleinman coefficients d,,, = 0 as a consequence of the
Ta>* ions occupying perfectly octahedral sites. The external electric field displaces the
positive Ta>* ions relative to the O?~ anions so that the MOjg octahedron is distorted,
resulting in a finite electric dipole moment. The larger the applied field the larger is the
dipole moment and the induced polarization. Fujii and Sakudo (1976) applied electric
fields along the (100) and (111} axes, reducing the O, symmetry to tetragonal (C,,) and
trigonal (C3,), respectively. The field-induced odd-parity perturbation along a (100)
direction , Voqd,

Void = (4ge/ R3) Az, (9.28)

is linear in the shift of the central ion, Az, relative to the six ligand 0% jons. An
approximate result for the second order, nonlinear susceptibility, x?, derived from
quantum mechanics (§5.6, Eq. (5.168)) is

@ o [{aleVoaalb)|* [{aleVoaala) — (bleVoaalb)]
B [(wab — w)(wap — 2w)]

, (9.29)
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Figure 9.14. Electric field dependences of the Kleinman coefficients ds; and ds3
for KTaO; at 78 K [after Fujii and Sakudo (1976)].

where the wavefunctions ¢ and b are Hartree—Fock functions for occupied and
unoccupied valence and conduction bands, respectively [Chen (1993)]. Equation
(5.168) contains the product of an electronic transition moment and an electrostatic
dipole moment. Experimental results for KTaO3, shown in Fig. 9.14 for E-fields along
[100] and [110] crystal directions, measure the X§§)3 and ngl)l comf)onents, respectively.
These results demonstrate that the electric field induces a iji proportional to the
magnitude and direction of the displacement of the cation from the centre of the MO,
In view of Eq. (9.29), it is evident that the induced electrostatic dipole moment is the
dominant effect. Such induced nonlinear optical coefficients are an order of magnitude
smaller than the intrinsic coefficients in the distorted perovskites LiINbO3; and KNbOs,
which possess a permanent dipole moment associated with the intrinsic distortion of the
NbOg octahedron. In the dihydrogen phosphates and arsenates there is similarly a
built-in permanent dipole associated with MOg-tetrahedral units. The quantum
mechanical result, Eq. (9.29), illustrates how crystal-field engineering is used in
designing new nonlinear optical materials. The first term in Eq. (9.29) should refer to an
electric dipole transition at short wavelength so that frequency conversion is possible
into the ultraviolet region. Furthermore, the denominator indicates that it is advan-
tageous to work near to resonance with an allowed electronic transition because the
squared transition moment |{a|Voq4|b)|? is then large [Chen et al. (1990), Chen (1993)1.
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The difference between the dipole moment of the system in states a and b induced by the
odd-parity component of the crystal-field potential, V44, should also be large. This is
the case for the substituted benzene rings where donor—acceptor charge transfer bands
are very strong. The similarities between the benzene and boroxal ring structures led to
the applications of borate crystals in nonlinear optics.

A comparison of data for different types of inorganic nonlinear optical crystals is
given in Table 3.2. The x® values of LINbO; and KNbO; are much larger than other
compounds. Nevertheless, neither can be used for SHG above 400 nm. At such short
wavelengths the borates and KDP-isomorphs have far superior transmittance, and are
more resistant to bulk laser damage, at least when relatively free from growth defects.
The odd-parity distortion of the BOg octahedron in the ABO; ferroelectrics provides
both for the large transition strength, [(a|Voqalb)]?, and the permanent dipole moment
[{a|Voadla) — (b]Voqa]b}] in Eq. 9.29. However, the poor transmittance beyond 400 nm
for LiINbO; and KNbO; arises by virtue of the strong transitions from filled valence
bands derived from the O®~ jon levels into the empty 3d-levels on the B>™ transition
metal ions. The ABO; compounds are also more sensitive to radiation damage by
photorefractive processes associated with the intrinsic defect structure of these mater-
ials. LBO and BBO as well as the KDP-isomorphs have no such low energy optical
transitions as the niobates and tantalates. Indeed, a Sellmeier equation analysis of the
indices of refraction shows that bandgap transitions in pure crystals occur at very short
wavelengths ~ 100110 nm [Nikogosyan (1997)]. Data are also presented in Table 3.2
for the KTP, which contains both TiOg and PO, structural units. These crystals have
much improved x® values relative to KDP-like compounds and better birefringence
also. Unfortunately, their transparency range is little different from the ABO; ferro-
electric compounds.

9.9 Other considerations

The mechanical and thermomechanical properties are of particular importance for
commercial devices. In the tensor form of Hooke’s law the elastic stiffness, e, and
compliance, §, are fourth rank tensors; 81 independent components are reduced to 36
by the symmetry relationships between stress and strain [Nye (1985)]. The number of
independent components is further reduced by the symmetry of the material. An
amorphous (isotropic) material has two independent elastic constants and a cubic
crystal such as YAG will have three independent tensor coeflicients. An optical mater-
ial that absorbs light will experience heating as a consequence of phonon-induced
nonradiative de-excitation and the quantum defect between absorption and emission,
giving rise to a temperature difference between centre and edges of a sample. Thus there
can be thermally-induced stresses which, in the presence of defects introduced by
growth or post-growth preparative treatments, can cause failure by crack propagation
[Cottrell (1964)]. A figure of merit for the fracture resistance of an absorbing slab of
isotropic material convectively cooled on its major faces is:

_ Kk(1-v)

R
T aE s

(9.30)

where Kis the fracture toughness, & is the thermal conductivity, v is Poisson’s ratio, ais
the coefficient of thermal expansion and Eis Young’s modulus. The fracture toughness,
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K, measures a material’s ability to resist crack propagation and is determined by the
stress required to enlarge a crack of a given size. Typical values of K are 3 for ALLO5, 2.5
for YAG and 1.5 for MgAl,Qy, in units of MPa.m!”, Obviously, care must be taken in
producing laser rods to ensure that all surface flaws have been removed: the best surface
condition may be achieved by chemical polishing [Marion (1985)].

The thermal conductivity, &, in Eq. (9.30) is given by

k= ACpp (9.31)

where A is the thermal diffusivity, C,, is the heat capacity and pis the density. Since K, a
and X are second rank tensors and E is of fourth rank, a proper determination of the
directionally-dependent figure of merit Ry is quite tedious. Quite frequently, ‘engin-
eering values’ are used, essentially isotropic measurements appropriate to fine-grained
polycrystals. The reciprocal of the product, pCp, in Egs. (9.30) and (9.31) measures the
temperature rise associated with a given deposition of heat in the material. Woods ez al.
(1991) pointed out that (,on)'1 is essentially insensitive to material for the six com-
pounds LiCAF, YLF, CaF,, Be,Al,O4, YAG and GSGG within the range 0.32 <
(,on)_1 < 0.39. This material and structural insensitivity applies to an even wider range
of crystals, including Al,Os, BaTiO3, SiTiO3, MgO, CaO, ZnO, MgAl,0,4, MgF,,
SrF,, BaF,, LiF, LiNbO3;, and probably many others if the thermal data were available
[Tropf ez al. (1995)]. Apparently, the Debye model accounts for the value of (,on)_1
and its constancy among insulating materials. Although the thermal conductivities
(Eq. 9.31) are uncorrelated with general material type, the fracture toughness is
material dependent, being significantly higher for oxides than for fluorides. Never-
theless, this does not exclude fluorides from applications as low and medium power
laser gain media, because thermal lensing (reflected in dn/dT) is much more serious in
oxides than in fluorides.

There are several radiation-matter interactions in laser crystals that result in crystal
heating, with serious consequences for the operational characteristics of a solid state
laser. All may be classified under a general heading of nonradiative transitions, resulting
in radiant energy being downgraded to thermal energy. For example, solid state lasers
are usually pumped in transitions higher in energy than the lasing transition. The excess
energy, the quantum defect, excites lattice phonons, thereby increasing the temperature
of the sample. Effective heat sinking of the laser crystal is needed to dissipate this
additional thermal load. In addition, few optical absorption—emission cycles are 100%
efficient so that fewer photons appear at the laser wavelength than are absorbed from
the pump beam. This nonradiative loss returns the electronic centre involved in the
absorption transition directly to the ground state without the emission of radiation.
Excited state absorption and energy transfer processes, which may also be terminated
by nonradiative relaxation, can contribute sample heating. In many instances such
heating can result in thermal lensing and thermal shock, this last effect leading to rod
failure by fracture. In designing a practical laser system some consideration must be
given to the interplay of optothermal and thermomechanical properties, especially in
high or ultra-high average power lasers.

In these situations there is an obvious advantage in cooling laser crystals to cryogenic
temperatures. Significant increases in the average power abstracted from Ti-sapphire,
Nd:YAG and Yb:YAG lasers has been obtained in operation at cryogenic tem-
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peratures, with consequent reduction in the appearance of thermally-induced aber-
rations [Schulz and Henion (1991), Brown (1997)]. These improvements occur simply
because the nonradiative decay process is suppressed at low temperatures. Selectively
pumping into transitions involving small quantum defect is an obvious advantage. In
vibronic lasers such as Ti-sapphire and Cr**: LiSAF there is potential for pumping
into broad absorption bands with monochromatic sources rather than with flashlamp
systems. For Cr’*-based lasers pumping into the low energy wing of the *4, — *T,
band has considerable potential for tunable lasers pumped by red (650—670 nm) laser
diodes. Diode-pumping Nd**-based laser systems at 800 nm will obviously result in
fewer materials problems than flashlamp pumping with white light, although thereisa
specific demand for such pulsed systems. Critical design of the sensitizer—activator
energy level structure will also minimize the energy lost to thermal effects. Attention
must be given to the surface condition of a laser rod or slab, since appropriate polishing
will enhance the resistance to fracture by thermal shock by a factor of 3—5. Never-
theless, in seeking to design laser crystals it is essential to know something of the
temperature dependences of such physical properties as the thermal conductivity and
expansivity, Young’s modulus and Poisson’s ratio. Such knowledge may influence the
choice of material for a particular laser application.



10

The crystal field engineered

The successful launch of the alexandrite laser by Allied Chemicals Inc. and the
elucidation of essential design parameters [Walling et al. (1979), (1980)] spawned rapid
growth of research into Cr>"-based lasers [Caird and Payne (1991)]. Possible alter-
native gain media to alexandrite included the Cr**-doped garnets [Struve and Huber
(1985)]. However, the development of Cr3* : colquiriite lasers at Lawrence Livermore
National Laboratory [Payne et al. (1988a), (1989a)] deflected attention away from the
Cr>* garnets, these mixed fluoride gain media being as efficient as alexandrite and
almost as broadband as Ti-sapphire. Two distractions from the dominance of Cr** ion
broadband tunable lasers were the inventions of the Ti-sapphire (Ti’*:Al,O;)
[Moulton (1982a,b)] and the Cr** : forsterite [Petricevic et al. (1988)] lasers. At present
Ti**: ALL,O; and Nd>*: YAG are the market leaders in solid state laser production
against which new developments are assessed. Their pre-eminence derives in part from
the quality and quantity of laser rods that can be produced at modest cost. Both
materials have excellent photothermal and thermomechanical properties, and are
robust components under laser operating conditions. However, despite much spec-
troscopic research Ti-sapphire is still the only usable Ti**-activated solid state laser. In
contrast, operation of several 3d-ion doped lasers have been reported giving broad-
band tunability at near-infrared wavelengths (1.0-1.7 um) which have potential
applications in optical communications, medical sciences and on remote sensing
LIDAR platforms.

The approach taken here is to show how crystal-field engineering extended and/or
improved laser performance of some traditional materials and identified new laser
materials. The objectives of crystal-field engineering are attained by modifying the
chemical make-up of optical centres, introducing even- and odd-parity distortions to
cause spectral broadening and enhance polarized absorption/emission rates. The
manner of the interactions of these distortions with the optical centre is analysed in
terms of the relationships between families of compounds such as the garnets, gallo-
germanates, aluminoborates, colquiriites and so on. Examples are chosen that show
not only the success of the approach, but also the potentially deleterious conseguences
of disorder, nonradiative relaxation and excited state absorption. The RE** rare-earth
jons, Ce** and Yb** excepted, are dissimilar to the transition-metal ions since from
Pr3* (4/%) to Tm>* (4/'?) they absorb and emit in sharp lines. Many host crystals are
of such low symmetry that all orbital degeneracies are lifted, resulting in the maximum
possible number of lines. The splittings between these lines vary from host to host as the
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Figure 10.1. A configurational coordinate model of a vibronic laser.

strength and symmetry of even-parity distortions vary. Odd-parity distortions of the
RE** jon symmetry enhance the oscillator strengths of laser transitions. In con-
sequence, local site symmetry must be fully understood in respect both of transitions
in and out of the ground state, and in excited state absorption and upconverted
luminescence processes.

10.1 Tunable solid state lasers

Many lasers are based on vibronic transitions in various gain media, including organic
dye-solvent combinations and colour centres, transition-metal ions and Ce** and Yb**+
ions in insulating crystals. Such media in a laser cavity are excited into stimulated
emission at any wavelength within the shape function of the luminescence transition.
Since these transitions are homogeneously broadened each centre is equally capable of
contributing its energy to the required wavelength. Physically the electronic centres are
coupled to the spectrum of vibrational excitations of the crystal environment and the
ensuing bandwidths can be several times larger than the typical phonon energies. As
described in Chapters 5 and 9, such vibronic lasers are four-level systems in which the
transition energy in absorption and emission is partitioned between emitted photon
and lattice phonons. However, when the laser is operated well above threshold, the
broad spontaneous emission is suppressed and almost all the emission is concentrated
at the wavelength of the selected mode. This spectral narrowing is a characteristic of
lasers based on homogeneously broadened transitions.

A schematic illustration of the energy levels of a vibronic gain medium is shown in
Fig. 10.1. The pump band is broad because the absorption transition samples the
excited state configurational coordinate curve at level 2. The system then relaxes to the
lowest vibrational state (level 3) within a few picoseconds. This relaxed excited state is
the emitting state. Following the emission transition between levels 3 and 4, there is
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a further vibrational relaxation to the ground state in the normal configuration. The
laser wavelength is determined by whichever of the vibrational levels is the terminus of
the electronic transition. For this system the populations of levels 3 and 4 are inverted
for any finite pumping rate, thus making it easier to obtain optical gain. From the gain
coefficient per pass (), Eq. (1.22), it is straightforward to determine the gain cross
section o, at the peak (A,) of a Gaussian-shaped band with full-width at the half-power
points ) as

_ (. cAp
%= (87rn27') (1.076A ’ (10.1)

in which 7 is the refractive index of the host, 17is the quantum efficiency of luminescence
with decay time 7, and c is the velocity of light. The gain coefficient at the peak is just
¥p = ANo,,, where the population inversion AN is effectively the population density in
level 3. At the laser threshold AN is directly proportional to the pump beam intensity
(I). Since the pump rate from the ground state N#,, is equal to the photon absorption
rate ol/E, where W, is the pump rate, o is the absorption coefficient at the pump energy
E, we have AN= NW,t=a(I/E)t. Hence, the small gain coefficient at the emission
peak is

A4 «
= () (k) () 02

These are perfectly general equations for a four-level laser with gaussian bandshape, a
reasonable approximation at high temperature. The vibronic bandshape is more
accurately a Pekarian at low temperature, becoming more gaussian with increasing
temperature as its peak shifts to longer wavelength (§5.2).

10.2 Colour centre lasers

Colour centres are electrons or holes trapped at vacancy or interstitial sites in ionic
crystals [Henderson and Imbusch (1989), Spaeth ef al. (1992)]. Since the neighbouring
ions provide almost all the trapping potential, the energy levels of the trapped particle
are strongly coupled to the phonon spectrum, resulting in rather wide, homogeneously
broadened optical spectra. The present discussion has focused on the spectroscopic
properties of electrons trapped at anion vacancies, i.e. F-type centres (§4.6, §9.2.1).
F-centres in the alkali halides behave in absorption as localized optical centres
with broad transitions that can be engineered to occur within the wavelength range
400-700 nm by varying the lattice constant (Fig. 4.11). Competing radiative and
nonradiative decay from the excited state lead to very weak luminescence at 300 K.
The broad T),— 2A1g emission bands also have small emission cross sections
(6<107"cm? compared with the corresponding absorption transition
(o0~ 107" cm?) because of poor wavefunction overlap between the relaxed excited
state and the ground state. The net result is that F-centres cause an optical loss rather
than gain over their luminescence bands. The distribution of the F-electron charge
outside the anion vacancy, implied by magnetic resonance spectra, provides a weak
positive charge that can trap a second electron in the vacancy to form an F’ centre.
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The optical absorption spectra of the F’ centres are broad and asymmetric, involving
transitions to a continuum of states resonant with the conduction band and over-
lapping the F-bands on long and short wavelength sides. In consequence, the F’ centre
is thermally and optically unstable even below room temperature and acts mainly as a
temporary repository for electrons in the formation of F-aggregate centres. The
thermal ionization of F-centres leaves empty anion vacancies (F *_centres), which,
being mobile, readily participate in defect aggregation reactions. Anion vacancy cen-
tres (F*, Fand F~) combine with one another and other defects in forming F-aggregate
centres, several of which are laser-active. The aggregation processes are complex but
can be controlled to yield reproducible concentrations of centres. F (11), Fg(II) and all
F;*-type centres are four-level laser systems which have advantages relative to tran-
sition-metal and rare-earth ion lasers, given their large oscillator strengths that follow
from allowed electric dipole transitions (§4.6). The optical spectra of F-aggregate
centres involve allowed electric dipole transitions with large oscillator strengths
(f ~0.1-1.0) and large absorption/emission cross sections (o~ 107!7 cm?). F4(0)
centres are in some respects barely distinguishable from F-centres: their relaxed excited
states are spatially diffuse giving rise to emission cross sections too small to sustain laser
action. In contrast, F 4(II) centres undergo ionic relaxations in their excited states,
Fig. 9.3, that result in emission from a symmetrical double-well potential with very
large Stokes shift (1.4—1.5eV), large oscillator strength (f ~0.3), gain bandwidth
(~599-600cm™") and peak emission cross section (~ 3 x 107! cm?). Two polarized
optical absorption bands overlap somewhat, enhancing the wavelength accessibility to
a convenient pump laser. The emission is also polarized and short-lived (~ 107"s).
However, the huge Stokes shift of F,(II) (and Fp) centres limits laser output power
since ca 70% of pump power is dissipated in the crystal. Thus the input and output
powers of F(II) centre lasers are limited to 1-2W and a few hundred mW, respec-
tively. For optimal performance of F ,(II) centre lasers proper management is required
of the reorientation of centres under polarized excitation in either F 4, or F 4, bands.
Typical CW power tuning curves of F(I1I) and Fz(II) centre lasers are shown in Fig.
10.2 to illustrate the broad, overlapping tuning ranges provided by gain media com-
prising F 4 (Li) centres in KCl and RbCl and Fp (Na) centres in KCI.

The family of alkali halides provides a net tuning range for F; -centre lasers from
800 nm—2000 nm [Mollenauer (1985a), (1987)]. These lasers fade during operation by
centre reorientation and migration, and are hardly practical devices for application
outside the research laboratory. However, laser operation with (F;)* and (F;)™
centres also offers high efficiency, small Stokes shift and low power threshold, typical
of their progenitors, the F; centres. Furthermore, they are comparatively stable, their
mild fading characteristic during CW laser operation decreasing rapidly with
increasing pump wavelength within the absorption band. The data for the (F;)™
centres (later styled F : O?~ centres) shown in Fig. 1.6 are quite typical of the genre. Ff
centres can also be stabilized by substitution of an alkali impurity ion in the nearest
cation shell. Such centres are designated here as F;,-centres, particular examples being
Fj (Li) centres in KCI, KBr, KI and Rbl, F;,(Na) centres in KCI [Schneider and
Marrone (1979), Schneider and Pollock (1983), Schneider and Moss (1983)]. Their
absorption and emission curves, Fig. 10.3, show that tunable laser emission is possible
from ca 1.6—-3.5 um, suitable for applications to studies of the fundamental stretching
vibrations of C—H bands. Using co-doped Li*:Na*:KCl crystals, continuously
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Figure 10.2. CW output power of F4(II) and Fx(II) centre lasers as a function
of wavelength (a) F4(Li) centres in KCl pumped with 2W of power at 610 nm,
(b) F4(Li) centres in RbCl pumped with 2 W at 660 nm and (c) Fp(Na) centres in
KCl pumped with 1.6 W at 595 nm [after German (1986)].
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tunable laser operation is possible from 1.67 ym to 2.46 um, with up to 400 mW of
stable CW power from a single sample using the overlapping emission bands of the
F;r(Li) and F;F(Na) centres.

F4(II) and Fp-centres, F; -type centres and T1°(1) centres are all gain media that
must be operated at cryogenic temperatures: the details of the associated optical and
mechanical hardware, sample alignment and cryogenic procedures are fulsomely
described by Mollenauer (1985a), (1987). T1°(1) centre lasers are not strongly host
dependent: they can be pumped efficiently using a Nd : YAG laser operated at 1.062 pm
to give a tuning range of ca 600 cm™! about the broadband peak near 1500 nm
[Gellermann et al. (1981a,b), Mollenauer et al. (1983b)]. The first commercial colour
centre laser, designed by K. German (1979) at Burleigh Instruments, Inc. operated in
stable single-frequency mode using F 4(II) centres for intended application in ultrahigh-
resolution molecular spectroscopy. Subsequently, Vieira and Mollenauer (1985)
achieved CW single-frequency tunable output from a colour centre laser using a grating
as the sole tuning element and achieved linewidths of only 0.3 GHz, limited by the low-
frequency vibration of the mirror assembly. Stable narrow linewidth operation was
also achieved using (F;)" centres in NaF in a ring laser cavity [Giberson et al. (1982),
Trenec et al. (1982)]. Mode-locking by synchronous pumping has been achieved using
F-type centres in LiF, KF and NaCl as well as the T1°(1) centre in KCI with pulse
widths in the range 4—10 ps [Mollenauer and Bloom (1979), Mollenauer et al. (1980),
(1982)]. Such mode-locked pulses were shortened to a few tens of femtoseconds in the
soliton laser, a synchronously pumped and mode-locked T7°(1) centre laser coupled to
a feedback cavity containing a single-mode polarization preserving optical fibre. Pulse
compression and soliton formation in the fibre enable the colour centre laser to
produce much shorter than normal optical pulses [Mollenauer and Stolen (1984),
Mollenauer (1985b)].

10.3 Transition-metal ion lasers

The ruby (Cr**:AlLO,) laser is a fixed frequency device operating on the R-line
emission at A = 694.3 nm over a spectral bandwidth at 300 K of about 1.2 nm, pumped
in the *4, — *T>, *T; bands of Cr>* jons by white light from an helical xenon flash-
lamp. The reasons for its success are the long-lived 2E state and the ca 100% quantum
efficiency of the emission, the large absorption cross section (to level 3 in Fig. 1.3) and
the availability of an intense pump source. Other early attempts to produce
Cr3* : doped laser gain media, for example, using Cr*>*: YAG and Cr**: YGG, also
resulted in fixed frequency output in the R-lines. Fixed wavelength lasers, like
Nd : YAG, benefit from the hard, durable gemstone-like qualities of the host crystals
including excellent thermal conductivity and fracture strength. Within three years of
the discovery of the ruby laser Johnson ef al. (1962), (1963), (1964), (1966a,b) reported
tunable laser operation using Co®* and Ni’**-doped MgF, gain media. The emphasis
in laser development changed with the invention of the alexandrite (Cr>* : BeAl,Oy)
laser and the greatly enhanced performances of Ni?* and Co?* lasers under Nd : YAG
laser pumping at either 1.06 ym or 1.32 um. The many research programmes that
blossomed in the 1970s and 1980s culminated in the invention of the Ti-sapphire laser,
Ce3+-doped lasers, Cr3*: colquiriite lasers and the forsterite laser, all broadband
tunable.
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The spectroscopic properties of Ti>* : Al,O5 are determined by Ti>* substitution for
AP at distorted (AlOg)°~ octahedra, the distortions from Oy to Cs symmetry being
conveniently envisaged in trigonal perspective, Fig. 3.1 (§3.3). Such distorted six-fold
deployment of ligand ions around a central optically-active ion is not only the heart
of the Ti**: Al,O; gain medium but also of ruby, alexandrite, Cr 3+, garnets and
Cr**: colquiriite laser crystals as well as several Ni>* and Co®*-doped materials.
Indeed the distorted octahedral molecular ion is also the locus for optical interactions
in the more complex structures of the rare-earth aluminoborates (REAl3(BO3),) and
scandioborates (RESc;3(BO3),), rare-earth titanyl niobates (RETiNbOg) as well as
certain SHG crystals (LiNbO3;, KNbO3; and KTiOPOy).

Usually the optical spectra of transition-metal ion complexes are described in terms
of crystal-field theory which neglects both the finite spatial extent of ions and the
wavefunction overlap of the optical centre and neighbouring ligands. However, given
the power of modern computers, it is possible to carry out energy level calculations
which include finite ion sizes [Woods et al. (1993), Aramburu et al. (1999)]. The spirit of
such calculations was discussed in §8.6.4, with applications to Cr 3+-doped elpasolites
(§8.6.1) and the T7°(1) centre in the alkali halides. Consideration was also given to the
(CrFe)*>~ molecular ion in a perfect octahedron and under the action of a T, dis-
placement characteristic of the Cr>':colquiriite laser crystals. This calculation
emphasized the dominant role in parity mixing by odd-parity combinations of ligand
orbitals rather than by metal 4p and 3p orbitals. Such mixing of s-, p,- and p,-ligand
wavefunctions into even-parity 3d-wavefunctions was the basis of the molecular orbital
model described in §8.6.3 for the case of Ti>* ions in distorted octahedral environ-
ments. This model was applied by Yamaga et al. (1991a,b) to calculate the polarized
relative intensities of d—d transitions induced by Ty, and T, distortions of crystals with
trigonal, tetragonal and orthorhombic symmetries. The results of such calculations for
Ti3+-doped Al,O3, YAG and YAIO; were discussed in §9.3.2. As outlined below,
Yamaga e al. (1990a,b) also applied this molecular orbital model to Cr*- activated
laser gain media. The theory is readily adapted to other electron configurations, e.g.,
3d? (Cr**) and 348 (Ni*H).

10.3.1 Alexandrite laser

The characteristics of most Cr>*-based laser systems can be understood using the
simplified Tanabe—Sugano diagram in Fig. 4.8, which shows the energy levels of Cr>*
in octahedral fields as a function of Dg/Bwith C/B=4.5. The energy gap Eo = E(*T») —
E(*E), which varies with crystal-field strength, determines the criteria for operation
of 3d* ion lasers at T=0 and at finite temperatures (see Egs. (5.134) and (5.135)).
For ruby and Cr**:YAG E, is 2300cm ™" and 1500cm™", respectively. In these
crystals at room temperature only the 2E level is occupied and the resulting spin-
forbidden 2E — * 4, R-lines support fixed wavelength laser operation [Maiman (1960),
Sevast’yanov et al. (1973)). In contrast the Cr3*:BeAl,O, laser (Eo=2800cm™),
operates on the broad 4T, —*4, band at 300K [Walling e al. (1979)). Cr3t:YGG
(Eo=600cm™") and emerald (Eg = 400 cm™}) are similar to alexandrite, the *T, and 2E
levels being close enough together that a fraction of the excited ions (=26% in alex-
andrite, 17% in YGG and 44% in emerald) can be maintained in the T, level at room
temperature. Even though this fraction can be small, the spin-allowed *T, —*4,
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Figure 10.4. Polarized fluorescence Cr>*: BeAl,O, at 300 K showing Stokes (SV)
and anti-Stokes (ASV) vibronic sidebands of the R-lines superposed on the
44, —*T, broadband [after Walling et al. (1980)].

emission is dominant at room temperature because its transition probability is two
or three orders of magnitude larger than that of the R-line. For Cr** in KZnF,
Ey=—1500cm™" and the vibronic 4T2 —*4, luminescence band is the only emission at
all temperatures [Diirr and Brauch (1986), Diirr er al. (1985)].

The crystal structure of BeAl,O, in Fig. 3.3 shows that O*~ ions form two
approximately close-packed hexagonal cells with AI** ions at their centres. The Cr3*
impurity ions substitute for AI** in these (AlOg)*~ cells. The combined density of AI**
sites in BeAl,O, s 3.509 x 10*2cm™>. A typical laser rod measures 3—6 mm ¢ by 10 mm
in length and contains 0.09-0.28 at.% Cr>*. Although Cr>* dopants substitute at both
C, and C; sites, electron spin resonance studies show that 78 + 3% of Cr>* ions sub-
stitute on the C site in alexandrite [Forbes (1983)]. The site with slightly shorter Al1-O
bonds has inversion C; symmetry. The octahedral component of the crystal field (Dg/
B=2.85, AE=2400cm™") is even stronger than that in ruby. The weaker octahedral
field at the mirror, Cssite, characterized by Dg/B=2.47and AE=800cm ™", provides a
somewhat better fit for the Cr>* ion. The R-lines and their vibronic sidebands are
shown atop the short wavelength wing of the broad *T, — “4, emission in Fig. 10.4.
The R-line splitting of ca 40 cm ™ is larger than that in ruby (29 cm™"), resulting from a
stronger even-parity distortion of the (CrOg)°~ octahedron. Splittings of the “4, — *T>
transition are revealed in the polarized absorption spectra, Fig. 10.5 [Walling er al.
(1980)]. In the molecular orbital model of the (CrOg)°~ octahedron, the T state is split
by orthorhombic crystal-field and spin—orbit coupling into *T, (1), *T> (n,) and
T, (n,) levels described by wavefunctions that are linear combinations of the octa-
hedral basis functions. The energies of these levels may be determined from the split-
tings in the polarized “4, — *T, absorption spectra. The peaks in Fig. 10.5 occur at
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Figure 10.5. Polarized optical absorption spectra of an alexandrite crystal
containing 2.2 x 10" Cr** em ™ [after Walling et al. (1980)].

563 nm (1), 573nm (n,), and 595nm (), the pseudo-trigonal splitting E(7),,7,) —
E(n,) =795cm ™! and the orthorhombic splitting E(n,) — E(n,) =310cm™ L

The combined mirror site plus inversion site absorption spectra shown in Fig. 10.5
can be resolved by selective excitation techniques to show that for the inversion site the
*4,—*T,, *T; absorption bands peak at 480 nm and 375 nm, respectively. There is a
contribution of ca 50% of the total absorption at the centre of the trough between the
4T, and *T, bands, indicating why the inversion site is unimportant in the laser emission
band (Fig. 10.4). From Fig. 10.5, and knowing the concentration of Cr>* ions on the
mirror site, the peak cross sections for the 4y — 4T,, *T transitions are determined as
1.36 x 107" cm? and 0.77 x 10~'° cm? measured at 573 nm and 417 nm, respectively.
The emission cross section is determined from Fig. 10.4, given independent determin-
ations of the quantum yield and the luminescence life time. Since the quantum yield
determined by photoacoustic spectroscopy is 95+ 5% [Shand (1983)}, the radiative
lifetime is essentially the fluorescence decay time. The measured decay time at 300 K is
260 us for crystals containing 2 x 10"¥cm™ up to 2 x 10%°cm™>; there is no con-
centration quenching within the composition range used in laser applications. The
effective stimulated emission cross section in the *T, — *4, transition, after allowing
for the effects of excited state absorption (Fig. 9.10) is of order 6—7 x 10~2! cm? in the
wavelength range 700—-800 nm [Shand and Jensen (1983)]. At 300K the major com-
ponent of excited state absorption comes from thermal occupancy of the *T; levels,
terminating in the higher lying *T level. In Cr>*: BeAlL,O, the crystal field is close
enough to the 2E-*T, crossing to allow a significant population of the *T; level at
300K, which results in a temperature dependent gain spectrum.
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Figure 10.6. Alexandrite laser output energy as a function of laser wavelength for
various temperatures with input pump energy of 100 J, repetition rate 4 Hz with
R =87% output mirror reflectivity [after Sam et al. (1980)].

The parity selection rule for d—d transitions is lifted by Ty, and T», distortions
(Fig. 3.2) inducing covalent admixtures of ligand s- and p-orbitals into *4, and *T>
states. The 7- and o-polarized probabilities for the ‘A, — *T, (7, 7y, 7)) absorption
transitions induced by X-, Y- and Z-components of the T, and T,, distortions were
calculated and presented diagrammatically in Yamaga et al. (1990a). The absorption
coefficients at the band peaks, 1.64cm™" at 573 nm (E || ¢), 0.63 cm™! at 563 nm (E || a)
and 3.14cm ™' at 595 nm (E || b) show that the *4, — T, transition is induced by the Ty,
distortion with a small contribution from T,. Luminescence from the lowest lying ‘T,
(n;) level is strongly polarized with measured relative intensities (E|| b):I(E| ¢):
I(E || a) =1:0.1:0.06, close to the calculated intensity ratio of 1 : 0: 0 assuming that the
dominant contribution to the polarized luminescence is induced by the T}¥, mode.

The alexandrite laser was the most commercially developed tunable solid state laser
until the advent of the Ti-sapphire laser. In addition to admirable optical qualities, the
thermal conductivity (x=0.23W/cm?) and fracture stress (op~8-9 x 10°Pa) of
alexandrite permit laser operation at very high average power. The effective gain cross
section increases with temperature to well above 300 K because of the particular value
of AE =800 cm™", and despite the decreased upper-state lifetime at 250—350°C itisstill
sufficiently long-lived to permit effective energy storage in Q-switched operation with
20-50 us flashlamp pulses. Excited state absorption is significant for most Cr>*-ion
lasers, whether operating on the R-line or the vibronic band. In alexandrite the variety
of ESA transitions from spin-doublet and spin-quartet levels results in absorption at
both pump and laser wavelength. However, there is a fortuitous excited state
absorption minimum at the peak laser wavelength (Fig. 9.10), and the rising ESA cross
section on either side of the peak determines the long- and short-wavelength extremes
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of the tuning range. The tuning curve as a function of operating temperature is shown
for flashlamp pumping in Fig. 10.6: the increase in output energy with increasing
temperature occurs because the threshold is lowered by the increased gain cross section.
Most modes of operation have been reported for the alexandrite laser.
Q-switching under flashlamp pumping conditions can generate energies of 2J/pulse
with pulse widths of 40 ns [Lai and Shand (1983)]. CW operation has been achieved
by Hg or Xe arc pumping and by Kr*-laser pumping at 647.1 nm. A quantum efficiency
of 85% was calculated for a 4.6 mm long laser crystal pumped longitudinally by the
647.1 nm line in a near concentric laser cavity. Flashlamp pumping with passive mode-
locking has been used to generate transform limit pulses with 38 ps duration at 750 nm:

Lisityn ez al. (1982) have reported pulses as short as 8 ps in the wavelength range 725—
745 nm.

10.3.2  Cr**: colquiriite lasers

Colquiriite (LiCAF) and its isomorphs (LiSAF, LiSr,Ca;_,AlFs, LiSGaF and
LiSCrAF) are ideal hosts for Cr3* substituents on the tripositive cation sites. Payne
and his colleagues at Lawrence Livermore National Laboratory (LLNL) first operated
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Figure 10.7. Polarized absorption spectra of Cr’":LiCAF and Cr*:LiSAF
measured at T=20K for E| ¢(r) and E L (o) polarization [after Payne et al.
(1989a)].
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Figure 10.8. Photoluminescence spectra of Cr’*:LiCAF and Cr’*:LiSAF
measured at T=20K [after Payne et al. (1989a)).

Cr>*: colquiriite lasers and established a comprehensive understanding of their large
tuning ranges, strong transition cross sections and radiative decay processes. Typical
optical absorption spectra for Cr>*-doped LiCAF and LiSAF in 7- and o-polariza-
tions are shown in Fig. 10.7 [Payne et al. (1989a,b), (1990), Smith et al. (1992)]. The
44, — *T,,bands near 450 nm have the largest cross sections in o-polarization whereas
the “4, — *T, bands near 640 nm are the stronger in 7-polarization. Furthermore, the
absorption strengths in LiSAF are a factor of almost two larger than those in LICAF.
Both the 4, — *T; absorption (Fig. 10.7) and the *T, — 4, emission (Fig. 10.8) bands
show resolved zero-phonon and phonon assisted structure, which is much more prom-
inent in the spectra of LiCAF than those of LiSAF. The absorption and luminescence
spectra of the other Cr>*: doped colquiriites (LiSr,Ca;_AlFq, LiSGaF and LiSCrAF)
are quite similar to those of LICAF and LiSAF.

In general, the optical line shapes reflect the electron—phonon coupling to even
parity modes acting with spin—orbit coupling: the polarized intensities are induced by
coupling to static and dynamic odd-parity distortions which enable the normally
forbidden d—d transitions to proceed by the electric dipole mechanism (§5.3.3, Sugano
et al. (1970)). Henderson and Imbusch (1989) used group theoretical methods to cal-
culate the relative 7- and o-polarized intensities of the 44, —*T,, *T| bands of ruby
induced by Ty, and T,, distortions. Since X-ray structure analysis had shown that the
(MF¢)*>~ octahedra in the colquiriites underwent static even-parity (T5,) and odd-
parity (T5,) distortions [Viebahn (1971)], the LLNL group focused on the 75, distor-
tion in using the same group theoretical approach as Henderson and Imbusch (1989) to
calculate the selection rules for ground state and excited state absorptions of Cr3*:
colquiriites. In contrast, Yamaga et al. [(1990a), (1991a)] used the molecular orbital
model described in §8.6.3 to calculate the relative intensities of the spectra of Ti>* and
Cr>* jons in distorted octahedral symmetries. Table 10.1 shows that I,/I,, the theo-
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Table 10.1. The relative polarized intensities of *A, — *T transitions in trigonal
symmetry induced by T}, (c), T}, () and T»,(x) distortions, where i=X, Y and
Z represent the orthogonal components of the odd-parity distortion

Odd-parity component* Relative 44, — *T, polarized intensity

Ox gy ™
T (o) 0 0 3
Y (o) 0 0 3
TZ (o) 3 3 0
T (7) 3 2 1
T3 (m) 2 3 1
TE () 1 1 4

*The calculated intensities induced by T}, () and T}, (o) are identical

retical polarized intensity ratios of the 44, —*T, transitions, have the values 4 : 1 when
induced by the T’f,(r) distortion and 0: 3 when induced by a T, (o) distortion. The
calculated selection rules for the *4, — *T; transitions are of opposite sense to those
given in Table 10.1 for the *4, — *T, transitions such that I,/I, = 0/3 when induced by
T>,(m) and 4/1 when induced by T,(0). The results shown in Figs. 10.7 and 10.8 for
LiCAF and LiSAF are in general agreement with the theory. The larger cross sections
of transitions in LiSAF than LiCAF arise out of the stronger odd parity 7>, distortion
in LiSAF as measured by the counter-rotating displacement ¢, which is only 4.3° in
LiCAF compared with 7.2° in LiSAF. However, for a more complete understanding of
the polarized transition intensities it is necessary to take into account the splittings of
the excited states by the even-parity T, distortion.

ESR studies of the LiSr,Ca;_,AlF¢ system, where 0 < x < 1, have shown that the
substitution of the Sr** ion for Ca?* introduces a gradual change in the strength of the
even-parity trigonal distortion of the (CrFg)*~ octahedron so that the c-axis com-
pression in LiICAF becomes an extension in LiSAF [Yamaga et al. (1999)]. This T>,
distortion also splits the excited *T; and *T, states, by much more than the splitting of
the *4, ground state. In LiCAF this c-axis compression splits the * T, state into *4,(*T5)
and *E(*T>) levels of which the former is lower, whereas in LiSAF “4,(*T5) is above
“E(*T,). The splitting and ordering of excited states has implications for the polar-
izations of the optical transitions of Cr>*: colquiriites. Assuming from the ESR studies
the presence of the excited *T> state splittings, Yamaga e al. (1999) deduced that the
44, —*4,(*T,) transition is m-polarized and induced by the z-component of T, alone.
In contrast, the *4, — E(*T>) transition is o-polarized and induced by both T»,(z) and
T1.(z) distortions. Theoretically /I, = 4/(1 + 3a), in which a is the relative o-intensity
induced by T7,(z). The experimental intensity ratios are 1.5 for LiCAF and 2.0 for
LiSAF, and the corresponding values of a are 3/9 and 5/9, respectively, confirming that
the difference between LICAF and LiSAF is in the relative strengths of their T5,(z)
distortions. In emission, where I,/I,=1.5 for LiCAF and 2.8 for LiSAF, it is the -
polarized transition from *4;(*T>) that is dominant in both cases. Hence, in LICAF
44,(*T>) is lower than *E(*T5) both before and after vibronic relaxation, whereas in
LiSAF *E(*T,) is lower than *4,(*T>) in the unrelaxed excited state but above *E(*T>)
after excited state relaxation. Similar considerations apply to the spectra of the
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Table 10.2. Polarized oscillator strengths* of the * A, — *T\, , absorption of Cr**: doped fluorite
crystals deduced from measurements at T="20 K [adapted from Payne et al. (1989a)]

Transition Oscillator Host crystals
strength (x10°)

Na;GazLi3F12 LiCaGaF6 L1CaAlF6 LiSrGaF6 LISI'AIFG

44, T, f(m® 19 39 48 78 109
flo) 10 26 28 34 53
44,41 f(m)* 33 36 39 32 45
flo)y 33 45 51 65 98
44, T, fs(m)* 0 17 27 59 75
So(n)* 19 21 21 19 34
‘4,41 fs(o)* 0 9 12 33 53
folo)® 33 36 39 32 45

*The magnitude of the f5(n) are calculated for a static 75, distortion and assuming the results
given in Table 10.1

LiSr,Ca,_,AlFg solid solutions. The polarizations of the main absorption features of
LiSrq gCag »AlF ¢ are of opposite sense to thosein LICAF and LiSAF [Chai ez al. (1992)]
and the o-component of the polarized T, band and the w-polarized component of the
4T, band are dominant. These polarizations are induced by T1,(2), T2.(x) and T5,(y)
distortions [ Yamaga et al. (1990a). The emergence of the T5,(x) and T>,( y) distortions
arises out of the symmetry-lowering effects of disorder on the (CrF¢)’~ octahedra in
solid solution crystals.

The spectra in Figs. 10.7 and 10.8 were recorded in terms of the cross sections for
absorption, o4, and emission, og, which are related by

/ oA dV = (ga/ge) / og dp, (10.3)

in which g, and g, are the spectroscopic weights of the starting states in absorption (a)
and in emission (e). Using Eq. (5.41) the absorption cross section can be related to the
transition oscillator strength ( /) thus:

£ = Onf0? + 27 (me) / odv, (10.4)

in which #n,m, ¢ and e have their usual significance. The oscillator strengths of the
A PR 4Tl,z absorption bands of Cr3+-doped fluoride crystals, of order 1074-1077, are
typical of d—d transitions of 3d” configuration ions in ionic crystals. The f~values of
Cr** jons in centro-symmetric fluorides, such as the fluoride garnet, Na;Ga,LisF,,
and elpasolite, K,NaScFy, are some 3—5 times weaker than those of Cr**: colquiriites
because in the absence of static crystal-field distortion of T, or T, symmetry the
transitions are induced by coupling to odd-parity phonons alone. Polarized oscillator
strengths calculated using Eq. (10.4) can be separated into their static (S) and dynamic
(D) components using f(7) = fs(7) + fp(x) and f(¢) = f5(0) + fb(0). The results of such
an analysis for Na;Ga,Li;F, and four colquiriite-structured crystals are collected in
Table 10.2. In the fluoride garnet the (GaF¢)*>~ units are perfectly octahedral and there
are no contributions to the oscillator strengths from static distortions of the crystal-
field: dynamic contributions induced by T;, and T,, phonons are significant
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(19 x 10°) in both 7- and o-polarizations. Furthermore, that the strongly w-polarized
*4, —*T, emission varies from compound to compound is due mainly to the
T,,-intensity enabling distortion, except in the fluoride garnet, Na;Ga,LisF,.
The increasing oscillator strengths across the series Na;Ga,LisFi; — LiCaGaF¢ —
LiCaAlF¢ — LiSrGaFg — LiSrAlFg follow from the increasing T5, distortion as
measured by the angle ¢ =4.3°. in LICAF to 7.2 in LiSAF. The calculation predicts the
opposite sense of polarization for the *4, — *T;, absorption, mainly because there is no
contribution from the static 75, distortionin w-polarization (Table 10.1). Additionally,
the dynamically induced contributions, fp(*4, —*T>) and fp(*4, — *T),) are con-
stant, to within experimental error, having mean values of (23+7)x 10~ and
(37 £6) x 107, respectively [Smith et al. (1992)]. Primarily, it is the volume of the CrFg
octahedron in these compounds, approximately constant across the series, which
determines the vibronic interaction. In contrast, the values of fg(I') induced by the
static T», distortion are larger in LiSAF and LiSGaF, because in these compounds the
T,, distortions are largest.

The life times of the *T» — *4, luminescence at low temperature (~ 20K) in LICAF
and LiSAF are quite short, being 205 us and 67 ps, respectively. In the temperature
range 20—300 K the lifetime of the Cr>* emission is almost independent of temperature
for LiSAF and weakly dependent on temperature in LICAF only above 300 K. The
emission life times (7) and emission cross sections (o) are related by

2
%:ﬁ%"— / o8 d, (10.5)
which can be linked to the absorption spectrum and the oscillator strengths through
Eqs. (10.3) and (10.4). At very low temperatures (7 < 20K) Eq. (10.5) should yield the
temperature-independent radiative lifetime, g, defined in Eqs. (1.18) and (5.67) and
there related to the Einstein coefficient for spontaneous emission, 4,,. Calculating the
Einstein coefficient from the spectral integration of the absorption and emission bands
works quite well for the elpasolites and fluoride garnets, in which the Cng‘ cells are
strictly octahedral. However, it is less accurate when Cr>* ions occupy distorted octa-
hedral sites since then the absorption integral is over all components of “4, — T,
whereas the *T, — *4, emission band involves only transitions from the lowest crystal-
field component of the T, state. The measured low temperature (20 K) values of 7 for
Cr3+:doped LiSAF, LiCAF and Na;Ga,Li3F, are, in sequence, 67 us, 205 us and
530 us, whereas the calculated values are 156 ps, 280 pus and 540 ps. The large trigonal
splitting in the *T’, state is suggested to be the main source of disagreement in the case of
Cr**: LiSAF [Payne et al. (1989a,b)].

The temperature dependence of the emission lifetime, Eq. (6.38), permits a determi-
nation of Tg, 73, Tl(f), o, mvg and AE. Values of these parameters for *T, — %4,
emissions of the Cr>* dopant in various mixed fluorides are presented in Table 10.3. In
perfect octahedral symmetry at the Ga** and Sc** sites, respectively, in NazGa,LisFy5,
and K,NaScF, the *T, — *4, emissions are vibronically induced and (TE)’1 =0.In
consequence, the low temperature emission life times TI({F) are long. For these eight
compounds the enabling odd-parity phonons have mean energy, how® =300
320cm ™!, reasonably close to the energies of #;, and t,, phonons measured from the
vibronic structure in the Cr>* spectra in LICAF, GFG and the elpasolites [Payne et al.
(1989a), Dubicki et al. (1980)]. The materials dependences of the dynamically-induced
decay rates, (TI({F) )_1, although small, are significant, being larger for the Sr-based than
the Ca-based colquiriites. This materials dependency is rather stronger for (rr)”), than
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Table 10.3. Fitting parameters for luminescence lifetime versus temperature dependence of
4T, — *4, luminescence, assuming Eq. (6.38) for various Cr**-doped fluorides

Crystal T2, T 3 O ho™ TNR AE
distortion (1s) (ps) (ps) (em™  (107Ms)  (ecm™h

K2NaSch' 0 1930 —_ 1930 300 8.3 7270
Na;Ga,Li;F 0 530 — 490 310 — —

LiCGaF 4° 210 350 440 300 — —

LiCAF 4.3° 205 330 430 305 1.5 8900
LiSCAF 6.0° 80 105 310 315 14.0 4800
LiSAF 7.6 67 78 275 310 24 5175
LiSGaF 8.2 88 96 315 320 5.2 5520
LiSCrF 74 70 80 400 300 — —

*The measured radiative decay time is defined as 7g: contributions to radiative decay induced
by static Ty, distortions (73) and by vibronic odd-parity distortions (T}({F)) are obtained by
fitting to Eq. (6.38)

is the decay rate induced by the static T, distortion. However, the trends determined
from the temperature dependences of the lifetime of Cr>* : doped fluorides (Table 10.3)
are in accord with those determined from an analysis of the oscillator strengths of the
absorption spectra (Table 10.2). As g and AEin Table 10.3 show, thermal quenching
of luminescence becomes important in the fluorides at a temperature that varies from
host to host. Even so, nonradiative decay is not significant in the colquiriites at 300 K:
that nonradiative decay is inefficient at room temperature follows from the small pre-
exponent, (rng)~, and large activation energy (AE) against nonradiative decay
[Stalder et al. (1992)].

The luminescence spectra for Cr>" : LICAF and LiSAF [Payne et al. (1989a)] show
resolvable zero-phonon lines and phonon-assisted sidebands at low temperature,
Fig. 10.8: however, the structure in the Cr>* : LiSAF emission is neither as intense nor
as well resolved asit is in Cr>* : LICAF. Subsequent reports indicated that in LiSGaF
and in LiSCAF the emission line shapes resemble that in LiSAF [Smith ef al. (1992),
Holliday et al. (1998)]. Indeed, the effect of disorder in the mixed colquiriite LISCAF is
to smear out the structure in the one-phonon sideband. The differences in the
absorption and luminescence bandshapes are due to the different electron—phonon
coupling strengths. According to the configurational coordinate model [§5.2.4,
Henderson and Imbusch (1989)] the extent of the fine structure is determined by the
offset in the equilibrium ionic positions of the ground and excited state, quantified for a
totally symmetric, breathing mode (4;,) by the Huang—Rhys factor, S, in Eq. (5.94).
The values of S for LiCAF, LiSAF and LiSGaF are 4.2,5.9 and 6.2 et seq., implying
that the relaxation of lattice around the Cr>* ion is greater in LiSGaF and LiSAF than
in LiCAF. In consequence, the fluorescence peak for Cr>*:LiCAF is at shorter
wavelength and is more structured than it is in Cr®*: LiSAF (Fig. 10.8). The assign-
ments of the one-phonon peaks in the emission band of Cr*>": LiCAF were made by
analogy with those in the perfectly octahedral CrFy of the elpasolites Cr>* : K,NaAlFg
and K,;NaGaF¢ [Greenough and Paulusz (1979), Dubicki et al. (1980)). The vibrations
sampled by the Cr*>* ion will mimic the behaviour of the AlF octahedron since the
Cr>*ions are substituents on the AI>* sites. Accordingly, the 561 cm ™! peak is assigned
to the 4;, breathing mode of the CrFq octahedra, whereas the E, mode observed at
452 cm™! corresponds to the coupled distortion of both F~ jons octahedrally disposed
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relative to the Cr** jon and the central Cr** ion in the plane perpendicular to the
trigonal axis (Fig. 3.2). Coupling to T, and T, infrared modes gives rise to one-
phonon peaks at 309cm~' and 217cm™!, respectively. The analogous peaks in
K,>NaGaFgoccur at 575cm™! (4 1g), 480 em™! (E,), 330 em ™! (Ty,) and 200 cm ™! (T,.).

Careful examination of the Cr**: LiCAF and Cr**: LiSAF luminescence spectra
show that there are four resolved zero-phonon lines in LiCAF. Of the three lines
resolved in LiSAF, the dominant line may be an unresolved doublet [Payne et al.
(1989a,b)]. The splittings of the zero-phonon line are caused by the interactions of the
4T, states with even-parity distortions and spin—orbit interaction. In the colquiriites
and such other Cr** hosts as corundum and the garnets, the dominant T, distortion
causes a first-order splitting of the T, and *T, levels. In ruby and in alexandrite (Fig.
10.6) the splittings (ca 400—800 cm ™) can be measured directly from “A, — *T>, *T;
absorption peaks measured in different polarizations [McClure (1962), Walling et al.
(1980)]. That the splittings of the zero-phonon lines of the 4 4, — *T, transition (= 50—
60cm™") in Cr**: LiCAF and LiSAF are much reduced compared with both spin—
orbit coupling (ca 180cm™") and the crystal-field splitting (ca 220 cm™") is due to the
quenching of spin—orbit and crystal-field operators by the dynamic Jahn~—Teller effect
[(§5.2.7) and Ham (1965)]. The dynamic Jahn—Teller effect also plays animportant role
in excited state absorption transitions in the Cr>* : colquiriites and other fluoride hosts
[Payne et al. (1989), Lee et al. (1989)].

The optical absorption and emission spectra of the Cr*>*:doped colquiriites, of
which Figs. 10.7 and 10.8 are typical, hold out the promise of efficient laser operation
being wavelength flexible in both pumping and output channels. This has been
demonstrated in Cr**:doped LiCAF, LiSAF, LiSGaF and LiSCAF. Given the
broadband spectra it is possible to excite tunable laser operation by flashlamp
pumping, Kr*-laser pumping at 647 nm and 676 nm, dye laser pumping, and semi-
conductor diode laser pumping at ca 670 nm. Smith et al. (1992) measured the slope
efficiencies of a Cr>* : LiSGaF laser from graphs of the laser output power measured as
a function of power absorbed from the Kr* laser pump beam. Their data are displayed
in Fig. 10.9 for two different output couplers (7'=0.8% and T'=4.32%), giving slope
efficiencies of 47.9% and 49.9%, respectively. Such similarity is consistent with very
low passive losses in the laser rod, determined as L =0.05% by applying Eq. (1.39),
with an intrinsic slope efficiency of 7,=52%. The large difference between the
threshold pump power as a function of output coupler, and indeed from run to run, is
because of the sensitivity of Py, Eq. (1.36), to the overlap of pump and laser modes.
There is considerable similarity in the performance of the different colquiriite lasers:
they have broad absorption and emission bands, although the emission band
in Cr**:LiCAF (675-825nm) is rather narrower than in LiSAF and LiSGaF
(700-950 nm). They each have luminescence life times that makes them convenient
for Q-switching at high repetition rates. The similarly large absorption and emission
cross sections yield intrinsic laser efficiencies in excess of 50%. Apparently the
Cr** : LiSGaF laser has better power handling capabilities, especially in CW opera-
tion, than LiCAF and LiSAF [Smith et al. (1992), Sorokina et al. (1996), Balembois
et al. (1992), (1997)], primarily because of reduced thermal quenching of luminescence
in Cr**:LiSGaF and the lower thermal expansion and anisotropy of thermal
expansion of the LiSGaF compound.
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Figure 10.9. CW output power as a function of absorbed pump power for a
Cr3*:LiSGaF laser with output coupling transmission (a) 4.32% and (b) 0.80%
[after Smith ef al. (1992)].

10.3.3 Other Cr**-activated lasers

For many years the Nd>*: YAG, Nd>* : glass and Cr** : Al,O; (ruby) lasers were the
only commercial solid state lasers. Subsequently, the development of wavelength-agile
lasers based on alexandrite and Ti-sapphire gave a dramatic boost to underlying
research. Numerous other Cr3+-oxide hosts were studied, including the garnets
(GSGG, GSAG, YSGG, YSAG and LLGG), scalexandrite (BeScAlOy), several
borates (SrBOs, YAI3(BOs)s, YSc3(BOs)y), the disordered gallogermanates and gal-
losilicates (Ca3;Ga,Ge;0q4, La3;GasGeOy4 and La3zGasSiOy4), a niobate CazGas s
Nby 5014 and zinc tungstate (ZnWO,). Despite the obvious success of oxide hosts,
there were attempts to develop fluorides also as practical laser hosts. Although
fluorides have much lower fracture strength compared to oxides, they are mechani-
cally robust enough for low and medium power applications. The development of
Cr3*: colquiriite lasers followed substantial research on such other hosts as MgF,
and CaF, [Payne et al. (1987)], KZnF; [Brauch and Diirr (1984)], Cr>* : SrAlFs [Lai
and Jenssen (1984)] and Cr3*-GFG [Payne et al. (1988a), Caird et al. (1988)]. In such
crystals the Cr>* ions are six-fold coordinated to nearby anions, as determined by
considerations of the ionic radii of Cr3* and host ions and the crystal-field stabili-
zation energy [§9.6.4]. Among other reasons for the success of Cr3* as the lasing
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Table 10.4. Properties of Cr>* vibronic lasers

Host Free-running Tuning Slope Reference
wavelength range efficiency*
Ao (nm) (nm) 7o (%)
LiCAF 780 710-800 82 Smith et al. (1992)
Emerald 768 720-842 77 Lai (1987)
LiSAF 825 725-875 67 Smith et al. (1992)
LiSGaF 820 720-900 66 Smith et al. (1992)
Alexandrite 752 710-820 59 Walling et al. (1980)
ScBO; 843 787-892 38 Lai et al. (1986)
Scalexandrite 792 — 37 Payne et al. (1989a)
GSGG 785 742842 34 Struve & Huber (1985)
GFG 791 730-850 28 Caird et al. (1988)
SrAlFs 932 8251010 22 Caird et al. (1988)
GSAG 784 735-820 22 Drube et al. (1984)
ZnWO, 1030 980-1090 20 Kolbe et al. (1985)
KZnF, 820 785-865 18 Brauch & Diirr (1984),
Diirr & Brauch (1986)
La;Ga;SiO4 968 800-1150 10 Lai et al. (1986)
GGG 769 — 10 Struve & Huber (1985)
YSAG 767 730~-815 5 Payne et al. (1990)
La3;Gas sNbg 50,4 1040 900-1250 5 Kaminskii et al. (1987)
YAI;(BOy)s 745 700—870 5 Wang et al. (1997a,b)
CGGO 910 860-1210 <5 Kaminskii et al. (1987)
SGGO 840 900-1150 <5 Kaminskii et al. (1987)
RbZnF; 830 790-860 <5 Diirr & Brauch (1986)
V2*: MgF, 1120 1070-1150 ~0.1 Moulton (1985)
V?*.CsCaF; 1282 1240—1340 0.06 Brauch & Diirr (1984)

*Measured using a near-concentric cavity. The slope efficiencies are adjusted to take account
of the quantum defect (A\,/\p) for Kr* pumping at 647 nm

species in many crystals has been the stability of the Cr>* state against oxidation and
reduction, Table 9.6, and the resistance of the *T, emitting state to nonradiative
decay, resulting in the quantum efficiency of *T, — *4, emission often being close to
100% at room temperature. Finally, Cr*>* ions preferentially occupy octahedral sites
in crystals even though other site symmetries are available (as in the garnets, alu-
minoborates and gallogermanates).

Despite the many benefits of Cr®*:doped laser materials there can be serious
drawbacks. Much research is necessary to optimize the crystal growth process to
eliminate parasitic scattering and absorption losses. Such problems are common to
most laser crystals ahead of the successful implementation of quality control pro-
cedures. Many Cr? *.doped garnets (GGG, GSGG, YSG, LLGG) experience defect
formation during flashlamp pumping, which compete with Cr>* as absorbers of pump
radiation, albeit a lesser problem in the Al-based garnets GSAG and YSAG [Struve
and Huber (1985), Drube er al. (1984), Barnes et al. (1986)]. Nonradiative decay
resulting in low quantum yield at room temperature drives down the efficiency in
ZnWO, and the Cr**:doped glasses, gallogermanates and gallosilicates [Andrews
et al. (1981), Bergin et al. (1986), Rasheed er al. (1991), Macfarlane et al. (1996),
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Grinberget al. (1997) and references therein]. However, the more ubiquitous limitation
of Cr** laser performance is excited state absorption.

Comparative data for a range of vibronic Cr>" : lasers are presented in Table 10.4,
the slope efficiencies have been adjusted for the quantum defect (Ap/AL). The best
performance is accorded to Cr>* : LICAF by virtue of the slope efficiency (77, = 82%)
being very close to the quantum defect limit (83%) when pumped at 647 nm. LiSAF
and LiSGaF are also excellent hosts combining good slope efficiencies with larger
tuning ranges than LiCAF. The larger efficiency of the Cr** : LICAF laser reflects in
part the greater efforts made to reduce scattering losses in that material. However, of
great importance are ESA transitions in the Cr**-doped colquiriites, fluoride
perovskites, garnets, alexandrite and the Cr>* : doped borates [Diirr ez al. (1985), Caird
et al. (1988), Moncorgé and Benyattou (1988), Andrews et al. (1986a), Shand and
Jenssen (1983)]. In the case that ESA overlaps the laser band the effective emission cross
section, o, is given by Eq. (7.24). The observed ESA transition varies host-by-host
dependent on the %E or the *T, excited state being the lower. In fluoride hosts
(Table 10.4) *T, is always the emissive level and the most probable ESA involves
4T, —*T, transitions. In LiCAF the *T, — 4T1a ESA peaks at ca 1000 nm with a peak
cross section 0.17 x 1072° cm?, compared with the emission peak at 758 nm with cross
section 1.3 x 1072° cm?. In consequence, the reduction of the emission cross section by
ESA in Cr®* : LiCAF is negligible.

Lee ef al. (1989) discussed the ESA of Cr>* : LiCAF in terms of the dynamic Jahn—
Teller effect which couples E, phonons to orbital triplets, which shifts and splits the
4T, —*T,, ESA band into two bands. According to Eq. (7.25), these bands are dis-
tinguishable from one another as #,, — #5, and e, — ¢, transitions and from the emis-
sion (e, — t2¢) band by their polarization characteristics (Table 10.5). Since the peak
energy, E,=7600cm™!, predicted from the Tanabe—Sugano diagram and the
observed *T,—*T,(2) transition occurs at 10000cm™', it is evident that
Ejr=600cm™!. This band is quite weak because there is no contribution to the
osciilator strength from the static T}, distortion, and is induced by odd-parity vibra-
tions alone. In Cr®*: LICAF (and in Cr’**: LiCGaF also) the *T, — *4, emission is
shifted by 30 nm to shorter wavelengths compared with this same emission in LiSAF
and LiSGaF. The low oscillator strength, Table 10.2, minimal overlap of the
Y/ R 4Tl,,(2) ESA with the *T, — *4, laser emission and weak thermal quenching of
the fluorescence at 300 K accounts for the efficient operation of the Cr>* : LICAF laser.
Greater overlap of the ESA with the 4T, —*4, emission in LiSAF, LiSGaF and GFG
reduces the emission cross section by ~ 30%.

The intensities of the ESA transitions and their splittings vary from host to host
depending on the strength of Jahn—Teller and vibronic couplings to the *T,—*4,
transition. In consequence, laser performance is influenced because o (Eq. 7.24) is

Table 10.5. Transition matrix elements for excited state *T, — *T wansitions of Cr*¥ ions
induced by static T, distortions [adapted from Lee et al. (1989)]

Transition Transition strength £2(T', &)
E||e(m) El (o)
‘T4 fs(m) = L(ealalln)? fs(0) = Hlnllallo) P +Elelrlo)f

‘T, —*TiQ)  fo(m)=|{e|laz]le) |* =0 for d-orbitals fs(c)=0
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Figure 10.10. ESA transitions in Cr3*:GSGG. The broken line between 12000
and 9000 cm™! is a double gaussian fit to the *T, —*7T), band [after Petermann
(1990)).

the appropriate emission cross section to insert in Eq (1.36). Although not clearcut in
the case of Cr>* : KZnF3, ESA is responsible for reduced slope efficiency for most of the
compounds listed in Table 10.4. In Cr3* : KZnF; the requirement of charge compen-
sation for Cr>* ions substituting at Zn>* sites may reduce the laser slope efficiency
because some Cr>* sites do not contribute to laser operation at all wavelengths in the
gain bandwidth. A commercial Cr>* : KZnF; was developed and marketed. In V2+-
doped crystals the laser emissions are shifted further into the near-infrared than are the
Cr>*-fluorides. Strong thermal quenching of fluorescence and ESA in V2* : MgF, and
CsCaF; militate against laser operation at 300 K. The Cr>* : SrAlF laser has almost
the largest tuning range. However, the quantum efficiency, 7,, at room temperature is
reduced by one or more of the four inequivalent Cr>* sites in SrAlFs being non-
radiative. Such phonon heating causes thermal lensing and laser pumping at 647 nm at
300 K is only possible with a 1-2% duty cycle.

Most Cr* : garnet lasers have been pumped using the 488 nm or 647 nm lines from
an Ar™ or Kr™ laser, respectively [Struve ez al. (1983), Drube et al. (1984)]. Analysis of
the results for Kr* pumping in Table 10.4 suggests significant ESA at the pump
wavelength in Cr>*:GSGG. Indeed, Huber (1984) showed that with 647 nm
Kr* pumping ogsa =2 0(*4,—*T>) and for Ar* pumping at 488nm ogsa 22.60
(*4,—*Ty). Andrews er al. (1986a) observed ESA spectra for Cr>*: GSGG due
to 4T, — *Ty,, *Ti, peaked at 1100 nm and 520 nm, respectively, with intense charge
transfer bands in the UV near 300 nm. Subsequently, Petermann (1990) reported the
most complete ESA spectrum, Fig. 10.10, which he interpreted using the Jahn—Teller
model developed by Caird ez al. (1988) for the weak field Cr* : doped fluorides. For
Cr3*:GSGG, Jahn—Teller coupling to E, phonons yields a broad peak at 1110nm
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Figure 10.11. The cross sections for emission, o., and ESA, ogsa, of Cr* : GSGG
at 300K [after Petermann (1990)].

with a shoulder on the long wavelength tail at 1500 nm, which Petermann deconvolved
into overlapping gaussians peaked at E,=6500cm™' and E,=8980cm™' with
FWHM values of A; =1400cm™ and A, =2700cm ™", respectively. The value of E,
determined from the Tanabe—Sugano diagram for Cr**:GSGG is 6300cm ™", in
excellent accord with experiment. Interpretations of the shorter wavelength compon-
ents in Fig. 10.10 are more complex. However, given the admixed 2E and *T, wave-
functions, the ‘T, — *Ty, absorption may be dominant by virtue of the smaller ’E
component in the vibronic wavefunction at 300 K. The T, — 4T1 » band will be almost
unaffected by the Jahn—Teller effect, appearing as a single band at 500 nm, and over-
lapping the weaker 2E — T}, transition. A similarly located broadband was observed
in the ESA spectra of Vv2*.MgF, and KMgF, [Payne et al. (1988b)]. Narrow ESA
bands near 660nm and 490nm in MgO, ruby and emerald were attributed to
2E—2Ty,%T1p,°Ey, and 2E—2Ty,, respectively [Fairbank er al. (1975)]. In
Cr** : GSGG the lowest lying zero-phonon level of 4T, lies ca 30-60 cm™" above 2E,
depending upon the particular Cr**-multisite [Monteil et al. (1990)], although the levels
are probably inverted at 300 K as a consequence of thermal expansion [Henderson ez al.
(1988)]. Thus the ESA transitions in Cr>* : GSGG near 650 nm and 500 nm (Fig. 10.11)
probably originate on the vibronic 2Eand *T5 levels, and terminate on the spin doublets
and quartets identified on the spectrum.

The rather disappointing laser results for the Cr>* : garnets can now be interpreted.
First, the *T, — *4, transition strength is reduced by the admixing of 2E wavefunc-
tion into the vibronic ¥7(r, Q) wavefunction and the consequential changes in the
emission cross section o, in Eq. (7.24), and the Einstein coeflicient, By, for stimulated
emission (Eqs. 5.63-5.65). Such an effect is greater for Cr3*: garnets with stronger
crystal-field sites. However, the slope efficiency of Cr>* : garnet lasers is not determined
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by nonradiative decay, at least not at temperatures below 300—400 K [Armagan and
DiBartolo (1986), Petermann (1990)]. The point is graphically made in studies of laser-
pumped Cr3*: GSGG (Fig. 1.7) and Cr>*: LLGG (Fig. 9.2) lasers. The luminescence
and ESA spectra for GSGG in Fig. 10.11 show the overlap on the short and long
wavelength wings of the *T, — *4, emission band. Since gain occurs when the emission
cross section exceeds all losses, including the ESA, it is apparent that the tuning range
will be reduced, in this case to ca 740 nm to 880 nm. In laser pumped-Cr** : GSGGlaser
tests Petermann (1990) used 488 nm and 647 nm pumping, measuring the laser output,
P, and threshold, Py, powers as a function of lasing wavelength. The data in Fig. 1.7
clearly reveal tuning range limitation by ESA overlap, at long wavelength by the
4T, — *T1, ESA and at shorter wavelength by absorption from the spin doublets (* T,
2T\ and 2Eyp). The different absorptions of the pump radiation by ESA are established
by the greater output power and reduced threshold power for pumping at 647 nm.
Using the threshold tuning curve in Fig. 1.7 with Eq. (1.36), having measured the pump
efficiency, n,,, and the losses from the slope efficiency, Eq. 1.39, it is possible to calculate
Oem(A) as a function of wavelength. The excellent accord between the g, (1) versus 4
curves calculated from the ESA spectra in Fig. 10.11 and the laser tuning curves at
488 nm and 647 nm confirm that the reduced efficiency and tuning range of the
Cr3*: GSGG laser are caused exclusively by ESA. Cr>": LLGG is perhaps the only
genuine weak field host among the oxide garnets with energy gap AE=E(*T,) -
E(E)=~—1000cm™!. The shape of the luminescence spectrum of this material in
Fig. 9.2 suggests that two Cr>* centres exist in LLGG due to La/Lu disorder on
dodecahedral sites and Lu/Ga disorder on octahedral sites. The resulting luminescence
band which extends from 700 nm—1100 nm in Fig. 9.2 is inhomogeneously broadened
just as in glasses. Estimates of the ESA from fundamental spectroscopic parameters
suggest an even larger overlap of the *T, — *T,, ESA with the long wavelength wing of
the 4T, — * A4, laser emission band, limiting laser action there. However, nonradiative
decay by the weaker crystal-field sites in the disordered distribution quenches laser
operation in this long wavelength region, as it does also in Cr**-doped glasses and
gallogermanates [Henderson et al. (1992), Grinberg et al. (1997)]. Furthermore, the
visible ESA near 650 nm is not expected to be host-sensitive, so that the restricted
tuning range from 790—850 nm is not unexpected for much the same reasons as in the
Cr* : GSGQG laser.

Generally, the Cr**: garnet lasers have no advantages in tunable laser operation
over Cr>* : alexandrite and colquiriites lasers (Table 10.4). Nevertheless, Cr>* : GSGG
and Cr>* : GSAG have received development for military and LIDAR applications, in
which the high quantum yield, ~ 100% for concentrations up to 5 x 10%° Cr>* ecm 3, is
beneficial. Furthermore, Czochralski growth (§3.4.4) yields large single crystals of
excellent optical quality [Zharikov (1991)]. Cr** : GSAG, in particular, has attractive
growth characteristics in that Al,O; is less aggressive than Ga,Oj; in interacting with
the Ir crucible, and also has a much lower vapour pressure. In consequence, the for-
mation of Ir platelets within the GSAG boule is reduced relative to GSGG and a
homogeneous, stoichiometric composition can be maintained over the whole length of
the boule. Since ko(Cr)2 1, Cr>* doping is uniform throughout the crystal. In GSGG
Cr**-multisites form during growth at both the congruent and stoichiometric com-
positions and since ko(Cr) = 3.0 concentration gradients develop along the length of
large boules. Because they are cubic the garnets emit unpolarized light and, although



324 The crystal field engineered

Table 10.6. Room temperature (300K) absorption and luminescence characteristics of
Ca-gallogermanate structured crystals doped with 0.1 at.% Cr>* [after Kaminskii et al. (1989)}

Crystal Peak of absorption Peak of luminescence Awv (lumin.) Decay
bands (um) bands (um) (em™) time (us)
40T, AT, AT, %4, 77K 300K
Ca;3;GayGeyOyy 0.445 0.625 0.910 ~ 3645 ~7 ~18
Sr3GayGe 04 0.430 0.615 0.840 ~ 4085 ~62 ~28
La;GasSiOy, 0.450 0.640 0.910 ~2910 ~12 ~6
La;GasGeOyy 0.435 0.650 0.960 ~2620 ~14 ~3.6
La;GassNbysOy4  0.460 0.660 1.030 ~2825 ~12 ~13
La;GassTagsOys  0.455 0.665 1.030 ~ 2875 ~16 ~1.8

the inversion symmetry increases population storage time, the unwanted polarization
component detracts from the gain cross section. Nevertheless, long storage times are
beneficial in Q-switched, flashlamp pumped operation; this technology was actively
developed in the 1980s. Unfortunately, broadband absorbing defects are generated in
GSGG and other Ga-based oxide garnets during flashlamp pumping. GSGG and
LLGG, as well as the isomorphic solid solution GSGG-GSAG-YSAG-YSGG are
intrinsically disordered. In other Cr3*-doped disordered solids, such as the inorganic
glasses, gallogermanate and yttrium aluminate families of crystals, nonradiative pro-
cesses can completely suppress large parts of the *T, — * 4, emission band [Henderson
et al. (1992), Grinberg et al. (1997)]. However, nonradiative decay is not an issue in
Cr3*: garnets.

Much interest was generated by the claimed record tuning ranges of Cr** ions in
disordered crystals with the calcium gallogermanate structure [Kaminskii e al. (1989)].
These trigonal crystals, which have statistical distributions of host cations on the Ga>*
and Ge** sites in Ca3Ga,Ge, 0,4 (CGGO) and Sr3Ga,Ge 0,4 (SGGO), provide weak
and strong field sites for Cr>* substituents on Ga>* sites. Their spectroscopic prop-
erties are summarized in Table 10.6. Both the R-lines and broadband emission are
inhomogeneously broadened by a distribution of low-symmetry crystal-field splittings
and Huang—Rhys factors [Grinberg et al. (1995), Macfarlane et al. (1996)]. In CGGO
and SGGO both trigonal and orthorhombic sites result from the disorder, whereas in
LGGO and LGS only trigonal sites exist [ Yamaga et al. (1998a)]. For the broadband
4T, — %4, emission from Cr>* ions in weak field sites the disorder causes the Huang-
Rhys factor, S, to vary from site to site, resulting not only in the inhomogeneous
broadening but also in rapid nonradiative decay. Sites with the largest values of S are
also the sites shifted to lowest energy which, as temperature increases, are most likely to
decay nonradiatively, thus (apparently) shifting the *T, — A4, band to shorter wave-
lengths, an effect also reported to occur in Cr>* : doped glasses [Henderson et al. (1992),
Yamaga et al. (1992)]. The nonradiative decay is signalled by rapid shortening of the
luminescence lifetime from typically 12 usat4 K to ca 1 us at 200 K in CGGO and LGS,
with serious implications for laser operation. In their measurements of stimulated
emission and laser operation Kaminskii e al. (1989) excited the Cr>* : CGGO, SGGO,
LGGO and LGS lasers with a pulsed ruby laser, observing tunable laser performance
over some 75% of the emission bandwidth with efficiencies in the range 3—10%. Other
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workers have experienced difficulties in operating Cr>* :lasers based on the gallo-
germanates in CW and synchronously-pumped mode-locked operation. The problem
in these cases is linked to nonradiative decay from the excited *T> state back to the
ground state at 300 K. The associated local heating and strong thermal lensing pre-
cludes laser operation under all but the most reduced duty cycles.

The mixed borates with the formula RX3(BOs)4 are of interest because of their
potential in self-frequency doubling. These crystals, in which R** = Y>* or Gd** and
X3+ = APP* or Sc** are isostructural with CaMg3(CO;)4, the uncommon mineral
huntite [Mills (1962)]. This structure provides sites suitable for substitution by rare-
earth ions (Nd3*, Er3* etc.) on the R** site and by transition-metal ions (Ti>*, Cr*™,
Fe**) on the X>* site. Large single crystals can be grown by the HTSG technique using
K,Mo050,¢-based solvents at temperatures in the range 1250—1600 K. High dopant
concentrations may be introduced on either R** or X>* sites without serious problems
associated with self-quenching of luminescence. Wang et al. (1995), (1996) grew large
single crystals of Cr3+-doped YAI3(BO3)s (YAB), GdALz(BO3), (GAB), YSc3(BO3),
(YSB) and GdSc;(BO3)4 (GSB) and studied their optical properties, showing that the
Cr**-doped aluminoborates (YAB and GAB) are strong field, much like alexandrite.
Accordingly, the fluorescence spectra reveal the sharp R-lines and their sidebands at
low temperatures and the mixed R-lines and 4T, —*4, broadband at 300K. In con-
trast, Cr>* : YSB and GSB emit into the broadband *T, — *4, transitions at all tem-
peratures. The emission life times confirm the aluminoborates as strong field hosts and
the scandioborates as weak field hosts. Indeed, for Cr>* in YAB and GAB, where
A=600cm™, only the 2E state maintains a significant low temperature population
and 7r 15 3.5+ 0.01 ms for YAB and 2.1 +0.01 ms for GAB at 14K. At T=300K
where both 2E and *T, are occupied the mixed 2E4T. » luminescence has a shorter decay
time of 170 £ 10 ps for YAB and 380 & 10 ps for GAB. Ions in the weak field sites of
YSB and GSB, where AE —400cm ™! decay with luminescence life times at low tem-
perature (14 K) of 228 + 10 ps and 270 £ 10 ps, respectively.

These double borates can be efficiently pumped in the *4, — *T, *T;, bands with the
major Ar* resonance lines at 488 nm and 514 nm or with the Kr™ laser lines at 647 nm
and 676nm, or by flashlamp pumping. At 300K the luminescence output of
Cr**: YAB and GAB are very similar to Cr>*: BeAl,Oy, and the long-lived E state
will act as an effective population store for laser operation on the *T, — *4, emission.
However, the potential tuning ranges are little different from alexandrite, and except
for the absence of health hazards during growth of Be-based compounds, offer no real
advantages. A major interest in new Cr>*-based lasers is in the potential for pumping
with visible-range diode lasers. The presently available single stripe diodes are able to
deliver up to 1 W into the wavelength range 660—-680 nm where Cr>* : YSB and GSB
have absorption coefficients ca 50% larger than Cr 3+ . LiSAF with lower sensitivity to
pump polarization. However, although the peak output wavelength of these Cr3*-
doped double borates is shifted 30-40 nm to longer wavelength than Cr3*+: LiSAF and
LiSGaF, the overall emission bandwidth is somewhat restricted. Stimulated emission
has been reported for Cr3*: YAB: the single-pass gain measured by a pump-probe
technique exceeded 1.4cm™! over the wavelength range 740—860 nm, with a maximum
value of 1.92cm™! at 820 nm. The reported ESA at shorter, fixed wavelengths than the
band peak, presumably due to *T, — spin doublet transitions, may limit tunability at
shorter wavelengths. The lack of inversion symmetry precludes Jahn—Teller coupling
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to E,-modes, which would split, broaden and shift the *T,—*T, ESA into partial
overlap with the laser emission. In the absence of the Jahn—Teller effect the AT —4T,
transition is expected to peak near 1350 nm, as discussed above for Cr>": LiICAF and
Cr** : garnets. The dual-purpose potential of the Cr** : REX3(BO3)s compounds as
gain media and frequency converter was demonstrated by SHG in the UV region. The
effective nonlinear optical coefficient measured for Cr**: YAB for the fundamental
wavelength of 750 nm was measured as d.;r= 1.35 pm V™! with a phase-matching angle
of §=40.8°. These results promise better conversion efficiency than LBO, for which
dy; =1.17 pm V™! measured under the same conditions. It was proposed that tunable
UV laser operation of Cr>*: YAB around 360 nm was possible using an intracavity
self-frequency doubling scheme [Iwai ez al. (1995)].

10.3.4 Ti**-activated lasers

The spectroscopic results discussed in §9.2.3 show that the Ti**: ALLOj; system is an
almost ideal four-level laser medium. The broad, double peaked absorption band with
peak cross section in m-polarization of 9.3+ 1.0 x 1072°cm? [Albers et al. (1986a),
Sanchez et al. (1986)] at 490 nm allows for flexible pumping schemes. Emission over a
broadband with half-power points at 680-850nm and peak cross section of
3.240.3 x 107" cm?at 780 nm in 7-polarization provides for broadband tunable laser
operation from ca 650nm to beyond 1pum. Furthermore, the simple energy level
structure provided by the 3d' configuration ion precludes ESA at pump or laser
wavelengths. The parasitic absorption by Ti**—Ti** pairs across the emission band
region (620—950 nm) in Fig. 9.9(a) can be eliminated by careful growth and/or post-
growth annealing treatments [§3.5, Fahey et al. (1986), Kokta (1986)]. As Fig. 10.12a
shows, the emission decay time is little changed at 300K from the low temperature
value, implying that nonradiative decay has little deleterious consequence for laser
performance. The short luminescence lifetime results from the T, distortion, as do the
large absorption and emission cross sections. It follows that good absorption of the
pump radiation can be achieved at low doping levels. Typically the optimum con-
centration for good quality laser rods was recognized as 0.13 at.%, although satis-
factory laser performance can be achieved at concentrations up to 0.41 at.% Ti>*
[McKinnie et al. (1997)]. Nevertheless, in terms of a figure of merit (FOM) defined as
FOM = «(514)/c(820), where the a refer to absorption coefficients at pump (514) and
emission (820) wavelengths, the best performance is achieved at 0.15 at.% Ti>* where
FOM = 220.

Moulton (1982b) first operated a Ti: sapphire laser by longitudinally pumping at
500 nm using a pulsed dye laser, achieving laser oscillation over a continuous range
from 660—986 nm with several sets of cavity mirrors. Efficient conversion of dye laser
pump radiation to laser output was observed, the laser slope quantum efficiency being
62% with a high-transmission output coupler. He also observed CW-pumped laser
operation. The output power—input power plot in Fig. 10.12b was determined by Ar™*-
laser pumping (488 nm, 514 nm) a 7.5 mm long crystal containing 0.07 at.% Ti**in a
near concentric cavity with output coupling of about 1%. The slope efficiency of 24% is
almost certainly reduced by the infrared absorption in this as-grown crystal. The tuning
curve in Fig. 10.12c was obtained using 5 W of total pump power in the 488 and 514nm
Ar* laser lines and a plain output coupler with 8% transmission. These laser operating
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Figure 10.12. (a) The luminescence lifetime of Ti’*:Al,0; as a function of
temperature, (b) the input—output power characteristic and (c) threshold power
for an 0.13% Ti-sapphire laser using an 0.8% transmission output coupler.

data are comparable with other published results [Sanchez et al. (1986), Albers et al.
(1986b)]. The rather short radiative lifetimeof 3.2 ps at 300 K is a distinct drawback in
flashlamp pumping and in Q-switched operation.

The Ti-sapphire laser is an outstanding commercial success. There are no other
successful Ti>*-activated lasers despite research into Ti**-doped YAG [Bantien
et al. (1987)], YAIO; [Schepler (1986), Wegner and Petermann (1989)], BeAl,O4
[Segawa et al. (1987), Alimpiev et al. (1986)], GSAG [Gao et al. (1993)], MgAl,O4
[Strek et al. (1987)], ScBO; [Aggarawal et al. (1987)], YAI3(BO3)4 and GdAl;(BO3),
[Wang et al. (1997a,b)] and CaGdAlO, [Yamaga et al. (1994)]. The lasing of
Ti: BeAl,O4 has been observed, but it offers no real advantage over Ti : Al,O5 either in
terms of longer lifetime (for flashlamp pumping) or tuning range. Only very inefficient
laser action has been reported for Ti>*: YAIO; [Kvapil et al. (1988))], apparently
because ESA of the pump radiation by Ti>*—Ti** complexes reduces pump efficiency
and increases threshold power appreciably [Wegner and Petermann (1989)].
Basun et al. (1996) suggest that stimulated emission from the 2E state of Ti’™" is also
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limited by photo ionization from this state. The garnets are obvious candidates as hosts
for Ti**ions. The spectroscopic behaviour of Ti** : YAG and GSAG are very similar
with overlapping broad absorption bands centred at 545 nm and 558 nm, respectively,
and Jahn-Teller splittings of ~2700cm™! [Gao e al. (1993)]. Their emission spectra
stretch from 650—1100 nm in YAG and 690—1200 nm in GSAG with long decay times
of TR =50ms at T=10K. In both crystals thermal quenching of luminescence near
room temperature where the life times are shortened to 10—20 ps mitigates against CW
lasing. Finally, the optical properties of Ti>* : YAB and GAB have also been examined
[Wang et al. (1997a,b)]. Their optical absorption and luminescence bands are shifted to
longer wavelength than the Ti**: A,O; benchmark system. The polarization of the
optical spectra were interpreted in terms of strong coupling to intrinsic 775 () or T ()
odd-parity distortion shown to be present by ESR studies.

10.3.5 Lasers based on Co*" ions

The (3d) configuration ion Co** can occupy tetrahedral crystal-field sites (ZnO,
ZnAl,0,4, LiGas0g) and octahedral sites (MgO, MgF,, KMgF;). The splitting of the
Co?* free ion states in tetrahedral symmetry is identical to that of Cr>* in octahedral
sites, Fig. 4.8, except that Dg/B=20.5 is much smaller in tetrahedral sites. Since tetra-
hedral sites lack inversion symmetry, the oscillator strengths of Co?* transitions are
2—-3 orders of magnitude larger than those of Cr>* in octahedral sites. The strong, spin-
allowed absorptions *4, — *T,, *T;(*F) and *T,(*P) give rise to absorptions in the
infrared, red and green—yellow regions of the spectrum resulting in the typical blue
colouration of Co®*-salts. In ZnALQy, the °E level derived from the free ion 2G state is
lower than the *T,(*P) excited state and luminescence is observed from the 2E — 4,
transition. In Co?*: LiGasOg, where *T;(*P) is lowerthan °E, luminescence occurs via
“T,—*4, spin-allowed, electric dipole transitions with lifetimeof 200 ns.

Co?* ions in octahedral sites normally behave as weak crystal-field ions and the free
ion ground term, *F, splits into *Ty,*T, and *4, in order of increasing energy. The
absorption bands of Co**:MgF, corresponding to AT, —*T,, *4, transitions are
centred at ca 1250nm and 550nm, respectively. The near-infrared luminescence

1500 1800 2100
Wavelength (nm)

Figure 10.13. The *T, — *4, luminescence spectrum of Co?* : MgF, at 77K.
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spectrum due to the *T, — *4, transitions, shown in Fig. 10.13, shows sharp zero-
phonon lines and phonon-assisted structure atop a broad sideband across the range
15002300 nm. This band in Co*": MgF, and other fluorides has been the basis of
tunable laser operation at cryogenic temperatures. In Co?* : MgO the nonradiative
process is so efficient that luminescence is totally quenched above 77 K. In the laser-
active crystals Co?*:MgF, and Co?*:KZnF; ESA in the *T, —*4,(*F) and
*T, — *T(*P) transitions are important in limiting efficient laser action by competition
with ground state absorption for pump photons [Manna and Moncorgé (1990)].

The original Co**-lasers utilized flashlamp pumping of Co**:MgF,, ZnF, and
KMgF; crystals cooled in cryogenic liquids [Johnson et al. (1964), (1966b)]. CW
operation of a Co”* : MgF, laser pumped in the *T, — *T,(*F) absorption band with
the CW Nd : YAG laser line at 1.32 pm s possible even at 300 K, although the threshold
power is slightly higher and slope efficiency reduced by nonradiative decay [Moulton
and Mooradian (1979b), Welford and Moulton (1988)]. The overlapping CW power
tuning curves in Fig. 10.14 were measured at 80 K using two different output couplers
for excitation by ca 1.5 W of absorbed CW pump power in the 1.32 um Nd : YAG laser
line. Co®* : MgF, lasing can also be achieved by pumping CW in the *T; — *T(*P)
with the 514nm line from the Ar* laser. Kunzel and Diirr (1981), (1982) have also
reported CW operation of a Co®* : KZnF; laser pumped with an Ar™ laser at 80K.
Threshold power levels as low as 50 mW were achieved, with output up to 120 mW and
tuning range of 1.65-2.07 um. Both Q-switched and mode-locked operation has been
obtained using astigmatically-compensated three-mirror cavities. In pulsed operating
mode pumped with a Nd : YAIO, laser a Co?* : MgF, laser has been tuned over the
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Figure 10.14. The CW output tuning curve for a Co** : MgF, laser pumped with
1.5W of absorbed power at 1320nm from a Nd: YAG laser measured at 80K.
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entire wavelength range (1.5-2.3 pm) of the T, — *T\(*F) transition [Moulton
(1985)]. The Co?*: MgF, gain medium is the basis of a moderately successful com-
mercial laser system [Welford and Moulton (1988)].

10.3.6 Lasers based on ( 3d)2 and (3d)® configuration ions

The Tanabe—Sugano diagrams for 3d° ions in tetrahedral symmetry sites and 3d® ions
in octahedral sites are similar, and resemblances are expected of the spectra of iso-
electronic (3d)?ions Ti**, V3*, Cr**, Mn>* and the archetypal (34)® ion Ni**, in which
cases the free ion levels 3F, ' D, 3P, 'G and 'S, in order of increasing energy, span some
50000 cm ™. Figure 4.8 shows that the F free ion level splits into >4, 3T, and 3T in
order of increasing energy. The crystal-field splitting of ! D yields ! Eand ' T, levels and
the strength of the crystal field determines whether ' E or 3T, is the lowest-lying excited
state. Emission from ions in strong crystal-field sites results in sharp zero-phonon lines
and weak vibronic sidebands from the 'E— 34, transitions. Weak field 3T, — 34,
transitions are broad, strong vibronic bands spanning several hundred nanometres.
However, the electronic structure of 3d 2 ions in octahedral sites is somewhat different,
being characterized by broad spin-allowed absorptions due to 3T;(z}) =3 Tx(1e),
3 4,(¢?) transitions. Although the energy gap AE = ECT,) — ECT}) is small, lumines-
cence across it has been observed for Ti** : MgCl,, in which coupling to low energy
phonons is weak [Jacobsen et al. (1986)].

The Cr** : Mg,SiO, (forsterite) gain medium permits tunable laser operation from
1130 nm to 1370 nm at 300K {Petricevic et al. (1988)]. Tunable laser operation was
reported over the wavelength range 1309—1596 nm in the Cr**: YAG [Angert et al.
(1988)]. Subsequent research on the (3d)2-conﬁguration featured both isoelectronic
V3*, Cr**, Mn®* and Fe®* series and other such crystals as the Y- and Gd-garnets,
silicates Y,SiOs, Zn,SiO, and Ca,Al,Si0; and the apatite-structured Ca- and
Sr-fluorophosphates and fluorovanadates. In general, V3* jons occupy weak crystal-
field sites where 3T, is below 'E, Mn>* and Fe®* occupy strong field sites with 37T,
above 'E, whereas Cr** tends to be in the intermediate crystal-field regime where 'E
and 3T, are close to degenerate. Oetliker et al. (1994) investigated Mn>* in the Li;MO,
compounds (M =P, As, V), the chloroapatites (e.g. Sr5(PO,);Cl, Bas(VO,);Cl) and
spodiosites (e.g. Ca4(PO4),Cly, St4(PO4),Cl,), in which the sites occupied by the Mn>*
substituents have distorted tetrahedral C,, C3 and C, symmetries, et seq., in which
strong 4, — 3T, 3T,(3F) absorption bands are accompanied by sharp line 'E— 34,
luminescence at all temperatures. The luminescence is almost entirely radiative in the
Li;MOy-type and apatite crystals, whereas in the spodiosites up to 90% of the lumi-
nescence intensity is thermally quenched at 300 K. Among the many crystals with the
apatite structure those involving the VOi‘ groups are particularly attractive hosts for
Mn>* because V°* and Mn>™ are of similar size and the tetrahedral location stabilizes
the pentavalent state of the aliovalent Mn atom. Merkle et al. (1995) reported lumi-
nescence from Mn>* : Bas(VO,);F in the spin-forbidden ' E— 34, line with a lifetime
of 475 ps at 300 K. However, laser action on this zero-phonon line involves a three-
level system with large cross section for stimulated emission of ca 107! cm? and
intense broad absorption bands suitable for lamp- or diode-pumped operation. Laser
operation at room temperature is of low efficiency (ca 0.5-1.5%) as a consequence of
'E-1T,, 'T, ESA at the pump wavelength.

The most active research has concerned the Cr** ion in weak crystal-field sites that
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support laser operation on the vibronic >T, — 34, band. In the olivine-structured
silicates and germanates the four-fold coordinated (Si04)*~ or (GeO4)*~ tetrahedra are
stretched along one of the bond axes (i.e. the c-axis) reducing the symmetry from T, to
C3,. Further minor adjustments of ionic positions within the tetrahedra reduce the
symmetry at the Si(Ge)-site to C;[Deka et al. (1992), Merkle ez al. (1992), Hazenkamp
et al. (1996)). The splittings of the low-lying energy levels of Cr** (and other isoelec-
tronic ions) for this descent of symmetry T;— C3, — C; are determined from the
character tables of these symmetry groups, as described in §5.4.2. Such considerations
also apply to the isomorphs of the fluoroapatites Cas(POg4)sF (CFAP), fluorovanadates
(Srs(VO4)sF (SVAP), spodiosites (Cas(PO,4),Cl,) and mellilites SrGdGas0; (SGGM).
In the Cr**-doped garnets the tetragonal extension along {(100)-axes reduces the T,
point group symmetry to D, 4, with the spectroscopic consequences discussed in §5.4.2
and §9.3.2. The selection rules of polarized optical transitions of 3d? ions in D,y
(including spin—orbit coupling), given in Fig. 5.7 and Table 9.4, are easily extended to
lower symmetry point groups (§2.5.5).

In both Cr**: Mg,SiO, and Cr** : YAG there was initial confusion over the laser-
active species. This confusion arose from Cr>* and Cr** concentrations being sensitive
to total Cr-content and to their variability with growth and/or thermal processing in
oxidizing or reducing atmospheres. Cr impurities effect three different valence states in
forsterite. There are two unwanted Cr>* octahedralssites, one with C; symmetry and the
other with mirror-plane, C,, symmetry [Hoffman et al. (1991), Jia et al. (1991)]. Laser
active centres involve Cr** jons on the C,-distorted Si**-sites [Petricevic et al. (1989),
Verdun et al. (1988)]. Early laser experiments used crystals with low (0.04 at.%)
Cr-content, yielding absorption coefficients of only 0.69-0.75cm™" at the pump
wavelength of 1.064 um. In the isomorphic crystal Ca,GeO, the Cr** ion is more easily
stabilized on the Ge** than on the Si*" site in Mg,SiO,, and rather small Cr>* levels are
observed [Hazenkamp et al. (1996)]. The Cr** : garnets have greater potential for useful
application given their excellent optothermal and thermomechanical properties. Early
studies of the Czochralski-grown Nd>* : GSGG containing trace amounts of Mg?* and
Ca’* impurities led to parasitic absorption at 1.06um. A similar absorption in
Cr3*: YAG after an oxidizing anneal led to laser action at 1.35—1.45 um. The nature of
the absorbing/laser centre was spuriously identified with Cr 3+_oxygen vacancy com-
plexes, Cr>* and Cr*" ions on octahedral B-sites. The nature of the emission in oxidized
Cr**: YAG was identified as Cr** ions in tetrahedral B-sites by careful magneto- and
piezo-optic spectroscopy [Eilers et al. (1994) and references therein]. To subdue the
Cr>* concentration on octahedral B-sites, co-doping with Cr and Ca is necessary for
Czochralski growth in an oxidizing atmosphere to enhance the formation of Cr** on
tetrahedral sites. In YAG and YGG the optimized incorporation of Cr** requires
Ca : Cr ratios of 1:4-1:5, in crystals annealed in O, atmospheres above 1800 K sub-
sequent to Czochralski growth in a 2% O,:98% Ar growth atmosphere.

The 34, — 3T, transition is the only allowed electric dipole transition of Cr** ions
in T, symmetry. In D,; symmetry appropriate to the C-sites in YAG and YGG this
transition appears as two vibronically broadened bands 3BI(E‘AZ) —34,(3T}) and
*Bi(4,) —3E(T)), the latter occuring as a structured band with peak at ca 639 nm
in YAG and 667nm in YGG. The 3Bl(3A2) — 3A2(3 T,) absorption bands, shown
in Fig. 10.15 for both Cr'**: YGG and Cr*":YAG, confirm that there is a large
splitting, ~ 6500 cm™}, of the tetrahedral T} state by the D,, distortion. The broad-
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Figure 10.15. The near-infrared optical absorption bands of Cr** in (a) YGG and
(b) YAG measured at 77K and attributed to the >B,(34,) —34,(*T)) transition.

ening of structural features in the Cr** : YGG spectrum is caused by disorder induced
by a random distribution of Ga®* ions between the A and B sites in these crystals
[Yamaga et al. (1988)]. The identification of this transition followed from polarized
absorption and uniaxial stress spectroscopy on the zero- and one-phonon lines at
1114 nm (8977 cm™") and 1077 nm (9281 cm™") in Cr**: YAG : these absorption lines
are shifted to 1123nm (8919cm™") and 1093 nm (9140cm™") in Cr**: YGG. The
reduced phonon energy in Cr** : YGG (240 cm™") relative to Cr**: YAG (304cm™")
implies coupling to an even-parity phonon involving the cooperative motions of Ga**
ions and AI** ions, respectively.

The nature of the uncertainty in assigning the excited states of Cr** in YAG and
YGG is evident from the spectra in Fig. 10.16; the energy differences between
the strongest zero-phonon lines in absorption and emission exceed 1000 cm ™. Tissue
et al. (1990) identified the luminescence spectrum in Cr*":YAG with the
14,('E) — 3B,(34,) transition, a conclusion at variance both with the short lumines-
cence life times of 30.6 ps and 20.0 ps, respectively, in YAG and YGG at T=15K, and
the luminescence bandshapes. For a spin-forbidden transition the radiative decay time
should be ca milliseconds rather than microseconds, and the zero-phonon line many
times more intense than the vibronic sideband, as in the cases of ! E— 34, transition
for Mn>" in Ba,o(VO,)sF, and the 2E — *4, R-line in ruby. Conventional wisdom
suggests that these emissions result from *B,(*T,) — 3B,(34,) transitions, the band-
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Figure 10.16. The near-infrared 3Bi(34,) —34>(’T;) absorption and

3Bz(3T2)—>3Bl(3A2) emission spectra of Cr*:YAG and YGG measured at
77K and 20K, respectively.

shapes reflecting coupling to vibrational modes with S~ 1-2, as has been confirmed by
polarized absorption/emission [Eilers ez al. (1994)], and magnetic circular dichroism
(MCD) and ligand field theory [Riley et al. (1999)].An absorption peak at 1280 nm
(7813 cm™ ") is due to the zero-phonon line of 3B1(C4,) — *B,(*T>) transition, in accord
with the zero-phonon lines and band peak observed in the emission. With increasing
temperature the structure shown in Figs. 10.15 and 10.16 gradually broadens: at 300 K
structureless bands are observed for these and other garnets [Kiick ef al. (1995)]. The
spectra in Fig. 10.16 show weak but finite Cr** absorption and emission in YAG and
YGG in the wavelength region 1120—1330nm [Eilers ef al. (1994)]. In a hydrostatic
pressure study, that beautifully illustrates the continuous tunability of the crystal field,
Shen et al. (1997) identified the 3T,/'E level crossing in Cr®": YAG, placing the
3B1(4,) — A,(\E) zero-phonon transition near 1044nm. This is confirmed by the
ligand field calculation of the 4, B, splitting of the 'E state, which also demonstrated
that for all reasonable values of ligand field parameters (e,, o) only 4,('E) can become
the emitting state. However, assignments of other weak spectra are more speculative.
Nevertheless, the spectroscopic studies clearly identify that the ' Elevel of Cr** in YAG
and YGG is not lower in energy than either 3B,(T>,) or 34,(T)), so that Cr** ions
occupy weak crystal-field sites in both hosts.

Insofar as Cr**-laser operation at T=300K is concerned it is evident that the
structure in Figs. 10.15 and 10.16 has broadened to such an extent that structureless
bands are observed (see Fig. 9.5). However, the cross sections for the



334 The crystal field engineered

3B1(C4) — 3A2(3T1) absorption and 3B2(3T2) — 3B1(3A2) emission are rather large.
Eilers et al. (1993) determine o, = 5.17 x 107'® cm? at 1.064 pm: the Cr*" : YAG and
YGG spectra shown in Fig. 10.15 were measured for samples containing 7 x 10'® Cr
jonscm™ and 2.8 x10%cm™® of charge compensating Ca®* ions. Hence
N(Cr*") 210" cm~3, given the value of a=0.5cm™" at 1.064 pm, implying that only
ca 1.5-2.0% of Cr ions are present as Cr** ions in the as-grown crystals. This can be
increased to 3—4% or so by an oxidizing anneal at 1600 C for a period of 30-60 hrs.
Nevertheless, tetrahedral Cr** remains a minority valence state. The emission cross
section determined from Egs. (10.4-10.6) are 3.3x 107 °cm? for Cr**:YAG
and 4.3 x 107'? cm? for Cr**: YGG. Other garnets also have values of o, in the range
(3-5) x 107*° cm? [Kiick et al. (1994)]. For Cr**-doped garnets nonradiative decay is
ever present, even at 10 K. The lifetime shortening from 30.6 ps (20 ps) at 10K to 4.1 us
(1.9 us) at 300 K for YAG (YGG) indicates that radiative decay is a rapidly decreasing
fraction of the total population decay with increasing temperature. At 300K the
luminescence quantum efficiency is only 12% for Cr*':YGG, 21% in
Cr** 1 Y3Sc0.22Al: 75012, 22% for Cr*t: YAG and 33% for LAG. The o.rg figure of
merit is inversely proportional to the laser threshold power (Eq. 1.36). This product
varies at 300K from 0.68 x 1072*scm? (GSGG) to 1.9 x 1072*scm? (YAG) for the
garnets studied by Kiick er al. (1995), bracketing the value for Ti-sapphire
(1.4 x 1072*scm?). Room temperature laser operation was observed for Cr**: YAG,
Cr*" . Lu;AlsOp,, Cr**:GSGG and Cr**:YSc,Als_,O;, (with x<0.5) in either
pulsed or CW mode when pumped with the Nd : YAG 1.064 um line. In view of their
potential for wavelength agility in the wavelength range 1.2—1.55 pm, Cr**-activated
lasers have potential applications as broadband sources in near-infrared spectroscopy,
as ultrafast lasers for fibre communications test systems and in remote sensing and
medicine. In this context Taylor and colleagues have developed compact, high repe-
tition rate, all-solid-state, Kerr-lens mode-locked Cr**:YAG and Cr**:Mg,SiO,
lasers that are diode-pumped via Nd-YVO, or Yb-fibre lasers [Tong et al. (1997),
Mellish ez al. (1998)]. Ultrashort pulses as short as 43 fs tunable in Cr**: YAG from
1.505 to 1.550 pm have been produced with output powers of ca 300 mW at repetition
rates up to 1 GHz.

Initial development of Ni**(3d )8 ion lasers pre-dated that of the (34) ion lasers by
more than two decades. The host crystals; MgF,, MnF,, ZnF,, KMgF; and MgO,
provide weak crystal-field sites in which the 3T, —34, emission bands occur via
magnetic-dipole transitions. The visible absorption spectra of Ni**-doped crystals by
34, — 3Ty, >T1(3F) and *T,(*P) transitions result in the typical green colouration of all
but Ni?* : MnF, crystals. The 3d-3d transitions among the host Mn?* jons result in the
reddish colour of this host. Mn®* to Ni** energy transfer improves the luminescence
efficiency of Ni** jons under broadband, lamp excitation. These crystals emit in the
green (‘E, —34,), red (‘\E —34,) and near-infrared (*°T, — 4,) under appropriate
excitation conditions (see §9.3). However, the weaker crystal fields in fluoride hosts
determine that pumping of the laser emission is most efficient using the 1.32 ym
Nd: YAG line. Ni** : MgF, crystals, conduction cooled to ca 80 K, produce ~2 W of
output power for ca 10 W of CW pump power at 1.32 um with a slope efficiency of 28%.
The advantage of Ni2* : MgO over Ni** : fluorides is that the >4, — 3T, absorption can
be pumped with the 1.06 um Nd: YAG output, a much more efficient pump than
Nd:YAG at 1.32 um. The CW output power versus input power plot in Fig. 10.17



Transition-metal ion lasers 335

12 T T T T

Output power (W)

0 I ! I !
0 10 20
Absorbed power (W)

Figure 10.17. CW input-versus-output power of a Ni**:MgO laser at >80K
pumped at 1065nm with a Nd**: YAG laser and operating at 1.318 um [after
Moulton (1985)].

shows that with a crystal cooled to ~80K the Ni**: MgO laser produces 10W of
output at 1.318 pm with a slope efficiency of 57% [Moulton and Mooradian (1979b),
Moulton (1985)]. The laser tuning curve shows operation limited to two wavelength
ranges, one centred on the main vibronic peak at 1.32 um and the other on a weaker
peak at 1.41 um in the fluorescence spectrum. This limited tuning range is the result of
the overlap of the emission with excited state and ground state absorption [Moncorgé
and Benyattou (1988), Koetke ez al. (1993a,b)]. The Ni**-activated lasers developed to
date have not operated at room temperature, although such had been expected [Iverson
and Sibley (1979): Moncorgé and Benyattou (1988) have reported CW-
operation of the Ni** : MgO laser at 240K.

Searches for broadband tunability and room temperature operation led Koetke
et al. (1991), (1993a) to study the Ni**-doped garnets (YAG, YGG, YSGG,
GSGG, etc.) and perovskites (LaGaO; (LGO), YAIO; (YAP), etc.). In both
families, since Ni** ions substitute for trivalent ions, the crystals were co-doped
with Zr** or Ti** to maintain charge neutrality. In Ni:Zr co-doped YGG and
GGG some 5% of Ni** occupy tetrahedral sites, whereas 50% of Ni** jons sub-
stitute at tetrahedral sites in the other garnets studied (YAG, YSAG, GSAG,
YSGG and GSGG). Emission was not observed from tetrahedrally-coordinated
Ni?* in these garnets. There are no tetrahedral sites in YAP and LGO and the
absorption/luminescence bands were exclusively due to Ni** in octahedral sites.
Spectroscopic analysis showed that Ni?*: Zr*"-doped GGG and YAP have the best
potential for laser operation given their insensitivity to nonradiative decay even at
300K. The quantum efficiency is unity, and the emission cross section is ca twice
that of Ni**:MgO. The failure to achieve CW laser action for Ni2*:Zr**: GGG
was attributed to ESA in the long wavelength wing of the emission and overlap with
the GSA at short wavelengths.
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10.3.7 Mid-infrared laser transitions of Cr**-doped chalcogenides

The (3d)* ion Cr** is of interest as a mid-IR range laser tunable from ca 2—4 pm
[DeLoach et al. (1996), Page et al. (1997)]. Recently Cr** ions were shown to be
accommodated on tetrahedral sites in ZnS and ZnSe crystals grown by Bridgman and
vapour phase transport techniques or by diffusion doping. The T, — 3E transitions of
this D configuration ion occur with large absorption and emission cross sections
(~ 1078 cm?), high luminescence quantum yields for emission in the range 2000—
3000nm and life times (~ 10 us) that are only compromized by phonon-induced
nonradiative decay above 300K. For both Cr**:ZnS and ZnSe the T, —°E
absorption band centred at ca 1800 nm is efficiently pumped by a Co®* : MgF, laser.
There is very little evidence of ESA at either pump or emission wavelengths. The lasers
operate at 300 K, with slope efficiencies of 20-30% and tuning ranges of ca 650 nm
about the peak of 2500 nm have been demonstrated.

Although their energy level structures hold promise of tunable laser action (Fig. 4.8,
§9.2.3), there have been no reports of successful laser gain media associated with the
optical transitions of materials activated by 34° configuration ions.

10.4 Tunable rare-earth ion lasers

Several RE™*-host crystal combinations have attracted attention as potential tunable
lasers. The first of these ions, Sm>* (41°), has a "Fy ground term split by spin—orbit
coupling into " Fy, "F,~' F¢ manifolds spread over ca 5000cm™" in energy. In StF, the
next highest state is *Dj, also split by LS coupling so that *Dy is lowest, ca 15000 cm ™"
above the ’F, ground state. The usual 4 /-4 f transitions are sharp lines with long
luminescence decay times. In the isomorphic CaF, the 4 f° 54 configuration of Sm*>* is
below >D, and broad 4 f-5d bands occur as allowed electric-dipole transitions with
large oscillator strengths ( f = 1072) and short radiative life times (~ 10-100ms). The
broad absorption bands of Sm?* : CaF, are centred at ca 350 nm, 475 nm and 650 nm as
a result of crystal-field and spin—orbit splittings of the (41)°(5d)' configuration.
Excitation in these bands results in luminescence into the ’ F; manifold characterized at
low temperature (T < 80 K) by anintense zero-phonon line at 708.5 nm attendant upon
a vibronically-broadened band stretching to 770 nm. The structure broadens above ca
100 K. Sorokin and Stevenson (1961) operated the Sm>* : CaF, laser at T=20 K on the
zero-phonon line by flashlamp pumping. Subsequently, laser action on the vibronic
band was reported at 7> 80 K [Vagin et al. (1969)], the free-running laser wavelength
shifting from 708.5 nm to the bandpeak at 745 nm. The Sm>* : CaF, laser is a four-level
system because the ’F; terminus level is essentially empty at low temperatures, being
263 cm™! above the "F, ground level.

The first vibronic laser to be operated at room temperature used the °I; — Iz emission
of Ho>* : BaY,Fg at 2.171 um. For better coupling to the white light continuum of the
xenon pump lamp the crystal was co-doped with Er>* and Tm>* to take advantage of
*I3/2(Er®**) — *Hy(Tm>*) — [;(Ho®*) energy transfer pumping. The broad, struc-
tured emission band is a mixture of zero-phonon lines terminating on the 17 possible
crystal-field components of the >/ state of Ho>* and weak vibronic sidebands [Johnson
and Guggenheim (1971)]. A common host for Ho>* has been YLF in which the
I, — Iy transitions emit in the wavelength range 1880-2100nm with lifetime of
12ms at 300K. However, the best performance of Ho’* lasers, using either
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Ho: Er: Tm: YLF [Erbil and Jenssen (1980)] or Ho : Er : YAG [Johnson et al. (1966b)]
gain media, is at 77 K where thermal depopulation of the terminal levels and energy
transfer dynamics are improved.

The electronic structures of Ce>*(4f") and Yb>*(4f"?) are similar, there being one
electron and one hole, respectively, in the 4f-shell. The low-lying *Fs 12772 levels
have spin—orbit splittings of order 2000cm™" in Ce** and —10000cm™! in Yb**,
resulting in their having 2F5/2 and 2F7/2 ground states, respectively. In consequence,
Yb**+-doped crystals feature narrow absorption lines at 0.92—1.0 um depending on
host crystal, involving transitions between the crystal-field split levels of 2F; 2and 7Fs /2
states, and which can be pumped at ca 980 nm by a laser diode. The low-lying 2Fs 12,7/2
levels of Ce* are separated by ~ 30 000—40 000cm™ from the next highest config-
uration, (5d)'. The 4f« 5d transitions, being parity-allowed, have large oscillator
strengths. Although the 4 f orbitals are spatially-compact and well shielded from the
crystalline electric field, the 54 orbitals are spatially-diffuse and poorly shielded from
the lattice, so that 4f — 5d spectra have large bandwidths. Because of the large energy
gap between the lowest 5d-level and the 4 f-levels, nonradiative decay is weak, and the
quantum efficiency of 5d—4 f emission is near unity.

The first operational Ce>*-lasers used YLF and LaF; host media containing ca
1at.% Ce**, pumped with KrF excimer lasers [Erlich ez al. (1979), (1980)]. Crystal-field
transitions from the lowest Sd level into the 2F;/,, 2Fs), levels result in broad emission
bands peaking at 325 nm in YLF and 290 nm in LaF;. Assuming that the luminescence
quantum efficiency is near unity led to estimations that the peak gain cross section was
8 x 1078cm?in Ce: YLF and 7 x 108 cm? in Ce : LaF; [Yang and DeLuca (1977)].
Low-symmetry distortions result in the *Fs 2 — 5d absorption being split into at most
five bands. However, the wavelength ranges of both absorption and emission spectra
are determined by the dominant crystal-field component, leading to a good deal of
variation among the different materials investigated. Recently Ce** : doped LiCAF
and LiSAF were shown to outperform YLF, LuLiF, and LaF; hosts when pumped
with the fourth harmonic of Nd: YAG at 266 nm [Dubinskii et al. (1993), Marshall
et al. (1994)]. The crystal structure of LICAF in Fig. 3.4 shows each cation to be located
in a trigonally-distorted octahedron of F~ ions. The ionic radii of Li* (0.078 nm), Ca®*
(0.106 nm) and APP* (0.057 nm), suggests that Ce>* (0.118 nm) will substitute on Ca®*
sites, the replacement of Ca®* by Ce®* being charge compensated by Li* vacancies
[Yamaga er al. (1998b)]. Ce>* ions that occupy unperturbed Ca®* ion sites are charge
compensated by Li* vacancies remote from the unit cell. Two other Ce>* sites involve
near neighbour Li* vacancies. The g-values of the three centres measured by ESR
provide a fairly accurate description of the three component Kramers doublets of
the 2Fs, ground state that result from mixing the |5/2, £1/2)-, |5/2, £3/2)- and |5/2,
+5/2)-functions by spin-orbit coupling and trigonal and orthorhombic crystal-
field interactions. These Kramers doublets are labeled | +g;) withi= 1,2 and 3. The first
excited level of 2F5/2 is some 210cm™! above |+g,) according to an analysis of
the temperature dependence of the ESR linewidth. The degeneracy of the five 2D free
ion orbitals is lifted by the octahedral component of the crystal field into 2T2g and 2Eg
levels, the remaining orbital degeneracy being removed by the combined effects of
spin—orbit interaction and the lower symmetry crystal field. The excited states com-
prising the five Kramers doublets |+e;) with j=1-5 are each broadened by the elec-
tron—phonon interaction. Their wavefunctions were calculated assuming the
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Figure 10.18. Energy level diagram of Ce** (4/") including the effects of the
dominant octahedral crystal field and trigonal field and spin—orbit perturbations
[after Yamaga ef al. (1998Db)].

octahedral splitting to be much larger than the trigonal splitting, and included |/, s,)-
eigenfunctions admixed to second order in spin—orbit coupling [Abragam and Bleaney
(1970)]. The level structure for the excited (54!) configuration in Fig. 10.18 also shows
the polarized absorption and emission rates calculated from

Aeg = const.|(gls*le)) P, (10.6)
in which u®=ez or e(x £ iy) is the electric dipole operator for n- and o-polarized
transitions, respectively, between ground (| g;)) and excited (| e;)) states [ Yamaga et al.

(1998b)]. The selection rules are the usual ones for electric dipole transitions, i.e.,
Al==1 for o-polarization and Al, =0 for w-polarization with As,=0.
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Figure 10.19. Optical absorption spectra of Ce**:LiCAF, measured at 17K:
(a) low resolution, first derivative presentation and (b) high resolution [after
Yamaga et al. (1998b)].

The optical absorption spectrum of Ce>*: LiCAF grown from high purity (4N)
fluorides in a vertical Stockbarger—Bridgman furnace using a semiconductor-grade
graphite crucible is shown in Fig. 10.19. The first derivative of the unpolarized low-
resolution spectrum, Fig. 10.19a, shows broad peaks at 276 nm, 270 nm, 262 nm,
243 nm and 201 nm due to optical transitions from the ground level of 2F. 512 (|£81)) to
the five (|%e;)) levels of the 2D excited state of Ce>*. They are indistinct because of
vibronic broadening and the overlap of bands from the three different centres.
Figure 10.19b shows the high resolution - and o-polarized absorption spectra
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Figure 10.20. The polarized luminescence spectra of Ce**: LiCAF at 77K [after
Yamaga et al. (1998b)].

measured at 17K in the wavelength range 250280 nm. Note the o-polarized peaks,
ag, a1, a2 and a3, do not appear in w-polarization. In view of the selection rules in
Fig. 10.18 these are assigned to the zero-phonon line and one-phonon sideband of
the |+g,) — |te,) transition at the unperturbed Ce>* centre. Furthermore, the calcu-
lated transition probabilities and polarizations for |+g;) — |+e;), |+e,;) and |te;)
transitions are in accord with the o- and w-polarized intensities for lines ag, co and ag
et seq., which are assigned to the zero-phonon lines of these transitions. The lines a4
and as, and c; and c, are assigned to zero-phonon and one-phonon lines of the per-
turbed Ce®* ions, the different positions of the Li* vacancy determining the precise
polarization pattern. The polarized luminescence spectra in Fig. 10.20 reveal the
splittings of the 2F5/2 state by the trigonal crystal-field and spin—orbit coupling.
According to Fig. 10.18 there are two o-polarized transitions |+e;) — |£g,), |£g,) with
relative intensities 1 and 0.44, respectively, corresponding to the broadband peaks at ca
285nm and 289nm in Fig. 10.20. The n-polarized peak at 292 nm is assigned to
the |+e;) — |+gs) transition, the calculated intensity of which is 0.46 relative to the o-
polarized |+e;) — |+g;) transition. These properties indicate what might be expected
of Ce®* : LICAF used as a tunable laser gain medium. The absorption coefficient at
270 nm in 7- and o-polarizations, respectively, of 12cm™" and 10.5cm™! corresponds
to peak cross sections 7.3 x 10718 cm> and 6.3 x 107! cm?. The emission cross-sections
at 290 nm are 9 x 107'¥cm?® and 6 x 10~*® cm? in - and o-polarizations, respectively,
and were obtained by numerical integration of the spectra. Such cross-sections cor-
respond to allowed electric dipole transitions, as does the emission life time of 29 ns
[Marshall ez al. (1994)).

A major step forward was made by pumping Ce** : LICAF and Ce>* : LISAF lasers
at 266 nm with the pulsed fourth harmonic output from a Q-switched Nd : YAG laser
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Figure 10.21. Laser output energies at 292nm as a function of 266 nm pump
energy for Ce**:LiSAF and Ce**:LiCAF lasers, using longitudinal pump
polarization parallel (7) and perpendicular (o) to the optical axis [after Marshall
et al. (1994)).

[Dubinskii et al. (1993), Marshall et al. (1994)). The slope efficiencies of Czochralski-
grown crystals containing ~ 0.6 x 10'®cm™3 and 0.9 x 10" em™2 of Ce** in LiCAF
and LiSAF, respectively, are shown in Fig. 10.21 to be strongly sensitive to the pump
polarization. The slope efficiencies were 21 to 29% for w-polarized pumping, and only 1
to 4% in o-pumping. Given the rather weak luminescence anisotropy in Fig. 10.20, the
polarization dependent laser operation was attributed to anisotropic ESA transitions,
involving the promotion of an electron from 54" into the host conduction band, the
anisotropy reflecting the layered LiCAF and LiSAF crystal. This is in accord with
the phenomenological model of the electronic structure deduced from the ESR and
polarization results. The g-values of Ce>* in LiICAF show that the |+g,) ground state
wavefunctions contain a dominant |5/2, £ 5/2) component, according to which the
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(CeFg)*~ octahedra must be compressed along the c-axis, splitting the excited 2T2g state
into 2A1g and 2Eg with 2Eg being the lower. As the eigenfunction of this lowest lying
excited state is contained within the aa-plane and perpendicular to the c-axis, it is
evident that a transition from E, to conduction band states constructed from wave-
functions on the Ca?*/Sr?* ions in layers in the aa-plane will be o-polarized.

Several Ce**:doped crystals do not support laser action (e.g. Ce**: YAG and
Ce*: CaF,), because of fluorescence quenching by other excited state processes
[Hamilton (1985)]. Laser action of Ce**: YAG is precluded by strong ESA extending
from 600—-800 nm with cross section o ~ 10717 cm~2 [Hamilton et al. (1989)]. In con-
trast, ESA in Ce>" : CaF, and Ce** : LiYF, at wavelengths near the UV pump bands is
efficiently channelled into defect production rather than laser gain [Pogatshnik and
Hamilton (1987), Lim and Hamilton (1988)]. The 4 f—5d transitions of Ce*" in Lu and
Y orthophosphates studied by two-photon excitation [Sytsma et al. (1993)] indicate
what might reasonably be expected if extended to the Y and Gd orthovanadates, which
can be grown to the exacting optical qualities required of laser gain media.

10.5 Fixed-wavelength rare-earth ion lasers

The rare-earth elements are placed after lanthanum (atomic number 57) in the Periodic
Table where the filling of the 4f shell takes place from Ce (outer configuration
5525p%4 £15d'6s2) to Yb (5525p°4 £135d'6s2). Trivalent rare-earth ions (RE>*) lose all
5d and 6s electrons forming ionic bonds and the partially-occupied 4 f"-shell provides
the multiple electronic energy levels between which radiative transitions can occur over
~40 000 cm™!, as shown in the Dieke diagram, Fig. 4.9. The energy levels are deter-
mined theoretically by solving a Hamiltonian (§4.5) that is the sum of the following
interactions, in order of decreasing energy :

¢ the interaction of each 4 electron with the spherically symmetric potential of the
nucleus and the filled electron shells;

o the electron—electron interaction between pairs of 4 felectrons which splits the 4 /"
configuration into the LS-terms;

o spin—orbit coupling splits LS-terms into |LSJM ) J-multiplets, each with different
J and Mj,-values. Each J-multiplet is (2J+ 1)-fold degenerate with levels
characterized by M. The number of levels into which the J-levels are split by the
even parity crystal field, Tables 2.19, 2.20, can be calculated by group theory (§2.5.5
and §4.5).

o Hcrrepresents the interaction between the 4 " electrons and the crystal field. Odd-
parity components of the crystal field do not contribute to state energies but may
induce electric dipole transitions between 4 /" states by admixing opposite-parity
wavefunctions into the multiplets [Judd (1962), Ofelt (1962)].

There is some similarity between the term structures of the conjugate configurations
4f™ and 414" The (14 — n) electron system is treated as n-positively charged elec-
trons, since, apart from a constant term, the mutual coulomb interactions between
n-positive electrons and n-negatively-charged electrons are identical. In consequence,
the LS-terms and their energy orderings are the same for 4™ and 4 f'*~" configura-
tions (§4.2.2). However, since the spin—orbit energy changes sign when the electronic
charge changes sign, the splitting of LS-terms into the J-fine structure levels is reversed
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Figure 10.22. Term splitting by LS coupling for the 41 2 configuration of Pr3t.
Note the breakdown of the Landé interval rule for *H; and 3F; multiplets caused
by J=4 mixing. For the complementary 4 12 configuration of Tm>* the effect of
mixing is so large that 3F, lies lower than both *H, and 3Hs.

for4f'*"ionsrelative to4 f"ions (§4.2.3). For example, the 4Ij term of Nd** splits into
419/2, ‘I /25 ‘I 2and “Is /2 levels in order of increasing energy. This ordering is reversed
for Er*. The magnitude of the spin—orbit coupling parameter, ¢, increases by a factor
of 3—4 across the rare-earth ions from 41" to 4 ', In consequence, term splittings are
larger in Er3* than in Nd**. Additionally, there is a greater likelihood that the Landé
interval will break down at large ¢ because of term—term mixing, and to lesser extent
spin—spin, orbit—orbit and spin—other-orbit coupling.

10.5.1 Spectroscopy and laser transitions of Pr’* and Tm**

The (LS)-terms for the 4 /2 configuration of Pr3* are shown in Fig. 10.22. Spin—orbit
interaction, Hy,, splits each (LS)-term into its J-levels and mixes states with the same J
from different terms. As a result >H, and *F are strongly mixed and the Landé interval
rule (Eq. 4.26) breaks down. Some mixing of s with *Hg, and of 1 D,, *F, and *P, also
occurs. The spin—orbit splitting in the 4 f?-configuration ion Tm>* is of opposite sign
and a factor three or so larger than for Pr>* so that the ordering of the J-multiplets from
equivalent LS-terms is inverted. Furthermore, the mixing of the J =4 levels is so large
that *F, lies below >H, and *Hs [Armagan et al. 1989). In garnet crystals, where RE>*
ions occupy the dodecahedral (D,;) A sites, reference to Table 2.19 shows that the
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nine-fold degeneracy of the > H, multiplet is completely raised. However, for RE>* ion
occupancy of the Y3+ (S,) site in YLF the degeneracy is incompletely removed due to
the effects of time-reversal symmetry. Applied to all the multiplets of the 42 config-
uration, excepting 'Sy, such crystal-field interactions provide a rich tapestry of levels
spanning ca 22000cm™! in energy, between which radiative transitions can be
observed over much of the visible and near-infrared spectrum [Kaminskii (1989),
(1991) and (1996)]. The larger term splittings in 4/'2 spreads these same crystal-field
levels for Tm>* over an energy range of 40 000cm ™",

It is evident from Fig. 10.22 that lamp pumping will create transient excited state
populations in all crystal-field components of multiplets of Pr3* up to, and including,
3P,: which levels are radiative is material dependent and determined by the interplay of
radiative and nonradiative transitions. An excited population in the 3P, and 3P, levels
will decay nonradiatively into 3Py, which will be emissive if the radiative process to
other multiplets is not short-circuited by nonradiative decay to D, Similarly 1D, will
emit except in the presence of fast nonradiative relaxation to !G4 Unsurprisingly, all
three-levels, >Py, ' D, and 1G4 have been reported as initial levels in Pr3*-laser oper-
ation. Laser transitions also start on the 3P, and 3P, levels in some gain media, where
nonradiative decay to the lower-lying 3P, is weak. The spectroscopy and laser opera-
tion of many Pr>*-doped gain media have been studied including the La-trihalides,
YLF and LuLF, BaYb,Fj, the garnets, YAIO; and LaAlO;. In terms of present trends
towards room temperature, diode-pumped operation Pr3*-doped YLF and YAIO; are
particularly promising, both crystals providing numerous crystal-field transitions
that support laser operation at 300 K. Since the *Py—'D, energy separation is about
3700cm™! in YLF and YAIO,, where the phonon energies are ca 350cm™! and
600cm™!, respectively, nonradiative decay across this energy gap will be slower in
YLF, where it is a ten-phonon process, than in YAIQ3; which involves a six-phonon
process. In consequence, 3P, is the starting level for room temperature laser operation
in Pr3* . YLF at ca 479 nm (*H, final state), 538 nm (*Hs), 607 nm (Hg), 640 nm (*F,),
720 nm (F4) and 907 nm (!G,). Given the excellent optical properties of the YLF host,
it is evident that the technology exists for commercial development of Pr3*:YLF
lasers, as appropriate applications catalyze significant demand.

The first room temperature laser action in Pr®*: YLF operated at 479nm on a
transition from 2P, to the lowest crystal-field level of the *H4 ground manifold
[Esterowitz et al. (1977)]. Subsequently, detailed spectroscopic studies guided the
assignment of many laser transitions from the blue into the mid-infrared [Adam et al.
(1985), Kaminskii er al. (1987)]. Most early studies used flashlamp or dye laser
pumping, which can be inefficient. More recently, the sharp-line emissions of
Pr3*: YLF have been pumped using Ar™ laser lines, and efficient visible laser operation
- was reported at six wavelengths [Sandrock et al. (1994)]. A further fourteen CW lasing
transitions were identified by Sutherland ez al. (1996) with room temperature pumping
using the 476 nm line from an Ar* laser. Several of these lines permitted modest tuning
ranges and adequate bandwidth to support sub-picosecond pulses. The laser output
wavelengths of 604.4 nm, 607.3 nm, 609.2 nm and 613.0 nm originate on the >Po—>Hg
transition, which Table 2.19 shows to have thirteen possible terminal levels. The
absence of laser output on some crystal-field lines is not uncommon [Esterowitz et al.
(1977), Jenssen et al. (1975)]. Other multiple-laser line components of inter-multiplet
transitions starting on 3P, included 3F,, F; and 3F,. Since a sizeable population is
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maintained in >P; and !J; levels, laser operation has been excited on >P; — 3F2,3,4 and
16— *F, transitions. In low temperature operation (T~ 110K) laser action on the
3Py— 'G,4 transition can be the first stage in a cascade laser acting on the
3Py — 1G4 — 3Hj transitions at 907 nm and 1347 nm in Pr>*: YLF and on three laser
transitions >Po — 'G4 — 3Hs, *F4 at 915 nm, 1.335 pm and 3.608 pm in Pr**: BaYb,Fy
[Kaminskii (1991)].

Pr3*-doped YAIO; also has potential for commercial development combining
excellent spectroscopic and laser properties with such other qualities as hardness,
mechanical strength, excellent resistance to thermal shock, large thermal conductivity
and broadband transparency (250 nm-4000nm). Large single crystals (250 mm x
35mm ¢) can be grown by the Czochralski technique with excellent tolerance of high
concentrations of RE**-dopants. In operation at 300 K the Pr3*: YAIO; laser gives
efficient performance on several inter-manifold transitions; >Py— >F; at 720 nm,
3Py— 3F4 at 747 nm and 3Py — 'G, at 931 nm using crystals containing 1 at.% Pr>*.
However, in crystals containing greater than 4 at.% Pr* very efficient cross-relaxation
transitions >Py— D, and 3H, — >Hy provide efficient excitation of the ' D, level and
concomitant laser operation at 300K using the 'D,— >F; transition at 996 nm
[Kaminskii et al. (1991)].

The interest in Tm** (4£'%)-activated gain media arises from potential applications
in medical technology, in eye-safe optics, in laser range finding and remote sensing
and in optical communications. The * Py, ! D, and ! G, emitting levels of Tm>* are much
higher in energy than their counterparts in Pr3*. Absorption measurements on
Tm>*: YAG place transitions from the >Hg ground multiplet to crystal-field levels of
3H, centred at ca 780 nm, of >F; near 680 nm, >F, near 660 nm, 'G, near 460 nm and ' D,
near 355nm [Armagan e al. (1989)]. In consequence, access to the energy level
structure of the emitting levels by pumping into 'Gj, ! D, or 3P, levels using the strong
Ar™ lines at 514 nm and 488 nm is not efficient. Nevertheless, the 476 nm line from Ar™
will excite some crystal-field components of >Hg— 'Ga, the 647.1 nm Kr* line will
access the >F; and >F, multiplets and an 800 nm diode laser will pump the >H, level.
Tm** : YAG laser operation was first reported at 77 K in pulsed mode at 1.8834 pm and
2.0132 um, and CW at the latter wavelength [Johnson ez al. (1965)]. Caird et al. (1975)
have also reported room temperature emission at 2.3 um in both Tm**: YAG and
Tm?** : YAIOs. There are many schemes for improving the pumping of Tm>™* lasers
using laser-diodes. The difficulty is that the 2 um laser transitions ending on the >Hj
ground multiplet operate on a quasi-three-level pumping cycle with a lower level that is
thermally populated at room temperature. Furthermore, the effective cross section for
stimulated emission in Ho>*-doped materials is low, requiring that a considerable
fraction of the Tm®* ions be excited during laser operation. Consequently, there is a
reduced absorption of pump light by the depleted ground state, resulting in a significant
increase in the threshold and reduced slope efficiency.Laser performance can be
improved by co-doping with Tm>* and Cr3*, since the overlap between the Cr**
emission and the Tm>* absorption sensitizes the laser transitions on the Tm** ion.
Using a Cr>*: Tm>*: YAG gain medium the threshold for pulsed laser operation on
the 2 um transitions at 300 K can be reduced to tens of joules compared to the hundreds
of joules of energy needed to start laser operation in Tm3*:YAG. Tm**-laser
operation has been reported for numerous hosts including CaWQ,, Ca(NbO3;),,
YAIO; and YLF and their isomorphs, as well as the Y and Gd garnets.
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10.5.2 Nd’>* and Er’*-activated lasers

The Nd** : YAG laser is still the most used solid state laser, especially in high power
applications. It represents a mature technology with many applications. There has
been much research and development of the Nd>*: YAG laser; to improve it, to up-
size it, down-size it and even to replace it. In this last sense Nd>*: YLF, Nd>*: YAIO;
and Nd**:YVO, have had most commercial success. Nd>*: YLF lasers are having
an impact on the traditional Nd**: YAG market, especially in medium power
applications, in producing ultrashort mode-locked pulses and in ultrashort pulse
pumping of optical parametric oscillators (OPOs) and amplifiers (OPAs). Compared
to YAG, the integrated absorption over the pump band at ca 800 nm is ca 20-25%
larger, and the emission cross section for the ‘F 2= ‘I ;2 multiplet is similarly large
and into a larger bandwidth of 7-8 nm compared with 2—3 nm in YAG. Furthermore,
the upper state lifetime is a factor of two longer. The advantages of using
Nd>*: YAIO; are not so self-evident, although larger polarized absorption and
emission cross sections with shorter decay times are not to be neglected. A superior
branching ratio for the 4F3/2 —»4113/2, ‘Iu /2 transitions suggests Nd**:YAIO; to be
the material of choice for operation at 1.34 um. Other garnets, such as GSGG and
YSAG, have been considered usually co-doped to improve efficiency and reduce
threshold by Cr3*: Nd** energy transfer. So far their performance has not surpassed
that of Cr’*:Nd**: YAG. However, efficiency should be improved in lower sym-
metry (coordination) sites and by a closer fit of the Nd>* ion on the substitutional site
in the host crystal. Hence Nd** substituted for Lu** in Lu;AlsO; leads to improved
laser efficiency over Nd**:YAG, in contrast to Nd**:GGG, which performs
less well. There is also much interest in the laser-active properties of
Nd3+: orthovanadates and orthosilicates, fluorovanadates and fluoroapatites both
for diode-pumping and operation at 1.34 pm.

The role of bonding is important: On the basis of electronegativity, performance is
expected to deteriorate along the electronegativity series from F — O — Cl — Br, and
an abundance of research into fluorides was mandatory. Since Nd** more closely
matches the ionic radius of Gd>* than Y>* it is evident that LiGdF 4 will permit larger
Nd>* concentrations than LiYF,, without reduced crystal quality. However, the pri-
mary improvement is in the absorption coefficient at pump wavelengths. The promise
of the anisotropic fluorides as hosts for rare-earth dopants is well recognized. Several
groups have focused on the LiF-KF-Y(Gd)F; phase system and identified stable
phases; LiY(Gd)F4, KYF,, KY(Gd);F,9, LIKY(Gd)F; and Li;3,KY,.Fs, which
can be fashioned into high quality single crystals [Goryunov et al. (1992), Chai et al.
(1993)]. Each crystal structure contains distorted Y(Gd)Fg polyhedra. The original
Russian work focused on hydrothermal growth [Kaminskii and Khaidukov (1992)].
Chai et al. (1993) and Pham er al. (1994) developed a modified weight-feedback ADC
Czochralski technique for growth at the appropriate peritectic composition which
permitted the growth of large single crystals boules, typically 40 mm ¢ by 100 mm long.
They showed that the Nd** distribution coefficient of 0.75 in LiGdF, compared with
0.34 in LiYF, allowed more uniform doping of Gd-fluoride hosts at higher con-
centrations. The laser performance under Ti-sapphire pumping at ca 794 nm in -
polarization gave typical slope efficiencies of 60—~70% for Nd: YLF and GLF from
thresholds of only 10-15mW. Furthermore, the higher doping levels of Nd**: GLF
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Figure 10.23. A comparison of the optical absorption spectrum corresponding
to the *Iyy — *Fo/» +Hy transitions for (a) LiKYFs and (b) LiYF, crystals
containing 1 at.% Nd>*, measured at ca 77K.

facilitate shorter Nd>* absorption lengths at 800nm than for Nd*>*: YLF, which is
much preferred for diode-pumping.

The most highly anisotropic of the fluoride gain media so far studied are the iso-
morphs LiKYFs (KLYF) and LiKGdFs (KLGF), which can be grown in cm? sizes
containing up to 5 at.% Nd on the Y(Gd) site [Pham et al. (1994), Nicholls et al.
(1997a)]. Itis instructive to compare the optical properties of such materials with those
of the established laser material Nd**: YLF [Krupke and Gruber (1964), Fan ef al.
(1986)]. Figure 10.23 shows the overlapping 419/2—4419/2, 2H9/2 absorption lines of
KLYF and YLF crystals containing 1 at.% Nd measured at ca 77 K [Nicholls ez al.
(1998)]. Much of the fine structure observed at 4 K [Summers et al. (1994)] is masked by
inhomogeneous broadening at the higher temperature. The absorption by Nd : KLYF
is larger by a factor of almost two than Nd: YLF. The strongest absorption line in
Nd:KLYF (a=7.5cm™") occurs at A =800nm, near the optimal pump wavelength
for AlGaAs laser diodes. In contrast, the strongest absorption line in Nd : YLF occurs
near 792nm (a=4.5cm™"), at which wavelength AlGaAs LDs are less efficient.
Polarization results from odd-parity distortions that are stronger in KLYF than in
YLF, as indicated by the increased absorption. The tetragonal scheelite structure
of YLF is uniaxial and there are two senses of polarization: in 7-polarization E || ¢c and
in g-polarization, E | c. In contrast, monoclinic KLYF is biaxial with three distinct
principal axes. For (-polarization, used for the measurement in Fig. 10.24, E|| b,
whereas a- and y-polarizations refer to E L b but parallel to one or other of two prin-
cipal dielectric axes in the a—c plane, which are rotationally-displaced from the ¢- and
c-axes. In KLYF they are 114° apart. There is advantage to pumping with y-polarized
light propagating along the b-axis into the primary absorption bandwidth of 7-8 nm
centred at 800 nm (Fig. 10.24a). The emission so-excited but detected in S-polarization,
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Figure 10.24. Polarized absorption and luminescence spectra of 3.4 at.%
Nd**:KLYF measured at room temperature corresponding to (a) the
419,2 — (2H9,2, 4Fs/z) absorption and (b) the 4F3/2 — /2 luminescence transitions
[after Nicholls et al. (1998)].

Fig. 10.24b, is almost exclusively channelled into a single crystal-field component of the
“Fy /2= ‘It ,2 transition at 1048 nm with a linewidth of 3-4 nm. Apparently, crystals of
KLYF grown hydrothermally have a single substitutional site for occupancy by Nd>*
and other RE>* ions. However, a different phase results from Czochralski growth,
having identical chemical composition (KLiYF;) but different unit cell composition
(KLiYFs); and in which there are two slightly different YF3 coordination polyhedra.
In consequence, twice as many crystal-field transitions are observed in absorption and
emission for Czochralski crystals than are observed in spectra of hydrothermally
grown crystals. The spectroscopic evidence of dual-site occupancy is smeared out at
300 K by homogeneous broadening, but is resolvable on all inter-manifold transitions
at low temperature. Weidner et al. (1994) showed that efficient energy transfer occurs
between the two sites, which has animportant role in the rich, multicoloured STEP and
ETU luminescence in these crystals [Russell ez al. (1997), Russell (1998)].

Kaminskii ez al. (1991) reported flashlamp pumped Nd : KLYF laser operation at
1050 nm. Subsequently, Nicholls ez al. (1997a) demonstrated room temperature Nd-
KLYF and Nd-KLGF laser output at 1049 nm pumped at 799 nm with 200 ns pulses
from a Cr: LiSAF laser. For crystals containing 3.4 at.% Nd the absorbed pump power
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Figure 10.25. The CW input/output power of a Nd : KLYF laser with Ti: sapphire
pumping at 800 nm and 300K using 4% transmission (A) and 10% transmission
(M) output couplers [Nicholls et al. (1998)].

at threshold was only 120 uJ with a measured slope efficiency of 25% for a 5% output
coupler. In CW-pumping at 800 nm with a Ti : sapphire laser, Fig. 10.25, the threshold
was only 24 mW with a slope efficiency of 42% calculated relative to absorbed power
and using a 10% output coupler [Nicholls et al. (1998)]. With output coupler trans-
mission reduced to 4% the threshold power was 9 mW and the slope efficiency 34%.
Even better pulsed and CW operation is expected with optimized crystal quality and
pumping configurations.

A comparison of the A =300 nm-900 nm optical absorption spectra of Nd : KLYF
and Er:KLYF is given in Fig. 10.26. For these Czochralski-grown crystals the dual
Y-site feature of the crystal structures yields twice as many crystal-field transitions for
each manifold of both dopants as is indicated in Table 2.19. As is usually the case,
optical transitions from/into the *I}s;, ground state of Er** are weaker than those
involving the 419/2 ground state of Nd**. The 419/2 - 4F3/2 absorption on Nd** is 4-5
times stronger than the *7; 5 12— 4F, /2 absorption on Er3*.Inaddition, the *F; 2 — ‘Is 12
emission of Er3* is correspondingly weak. In terms of pumping with AlGaAs LDs at
ca 800 nm, the rather weak *Iy5,, — %Iy, absorption of Er: KLYF, Fig. 10.26, is not
conducive to infrared laser action pumped in this band. However, upconversion from
419/2 results in efficient visible range laser operation in Er>* : YLF [Brede et al. (1993),
Heine et al. (1994)]: strong, green upconverted luminescence near to 550 nm has been
reported for Er: KLYF pumped near 800 nm at both 15K and 300K [Nicholls ef al.
(1998), Smith ez al. (1999)]. However, direct excitation of laser action in Er: KLYF
may be possible using the 4115/2——> 4F9/2 transitions near 650 nm, the 4115/2 —2Hy, 2
transitions near 515nm and the 4115/2—44F7/2 band near 485nm. Nevertheless, in
general the 2H, /25 4F7/2 and 4F3/2 levels decay radiatively only weakly or not at all.
Rather do they decay nonradiatively to other nearby multiplets which then depopulate
in luminescence transitions. The principal emitting levels are 4S3/2 and 4F9/2 in the
visible region and *I;, /2,13/2 in the infrared.
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Figure 10.26. A comparison of the optical absorption spectra of 1 at.%
Nd:KLYF and 1 at.% Er:KLYF measured at 77K [after Nicholls et al. (1998)].

The infrared laser transitions *I;, 2= ‘I, 5/2 113/2 of Er** near 1.0 pm and 3.0 um,
respectively, and 113/2——> ‘I 52 near 1.5 um have received particular emphasis for
possible applications in micro-surgery, eye-safe coherent LIDAR, wind-shear detec-
tion and other short-range sensors. These transitions have been studied in (Er, Y;_,)3
AlsO;5, where x can be varied between 0.01 and 1. For normal operation at 1.0 pm and
1.5um the Er** concentration is low with x~0. 01, at which composition laser
operation at 3 pm is inefficient. Much more efficient laser operation is obtained at this
wavelength, compared to 1% Er: YAG performance, by using long flashlamp pulses
(170 ps) to excite (Er,Y,_,)3Als0; crystals having x=0.33 and x=0.50. In these
heavily doped oxides, Er>*-Er>* energy migration is important in depopulating the
lower laser level and short-circuiting the quasi-three-level pumpmg from the long-hved

113/2 level. In Er*>*—Er3* cross-relaxation an ion in the 113/2 level relaxes to 115/2,
simultaneously exciting a nearby ion in the *, 32 level up to the 19/2 level. Once in this
level the ion relaxes nonradiatively into the upper laser level [Bass et al. (1986)]. Even so
the lifetime of the *I;, 12 level at 300K varies somewhat with Er>* content, reducing
with increasing x from 7= 100 ps at x 22 0.33, to 75 us in Er;AlsOy,. A value of x =0.33
is optimal for diode-pumping at 800 nm. At this composition the large concentration of
active ions compensates for their low oscillator strength without compromising
radiative decay through concentration quenching [Moulton et al. (1988)]. Improved
performance was reported also for (Ero 5Y05)AlO; on the 1.663 um, 1.677 um,
1.706 um and 1.72 pm lines of the I, 2= 115/2 transition and the 2.7 um line on the

‘I 2= ‘Is ,» transition [Weber and Liithy (1986)]. Experiments with the
(Er,Y,_,)3Sc,AlsO, system reveal a longer fluorescence lifetimeof the *I;, 12 level,

72 1.4ms at x <0.3, than for Er’* ions on Y>* sites in YAG.
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10.5.3 Other rare-earth ions

The spectroscopic properties of the other rare-earth ions, Pm>* (4 1 #) through to Ho**
(41 as well as Yb>*+ (41'3) are well known: a comprehensive review of the multiplet
structures of all RE** ionsin LaF3 is given by Carnall ez al. (1988). The large spin—orbit
coupling of Yb** causes the 2F, 12 levels to be some 10 000 cm ™! above the °F; /2 ground
levels, and the larger nuclear charge of Yb>* moves the lowest-lying 5d-levels to
much higher energies than in Ce>*. In consequence, the crystal-field spectra of the
2F5/2<—>2F7/2 transitions occur near 900—-1000 nm; they are the basis of CW laser
operation in crystals and glasses when pumped by 970—980 nm LDs. Energy migration
and cooperative upconversion make Yb>*—Er3* co-doping an effective means of
pumping Er>+-laser operation in the green. Pm>™ is strongly radioactive and is of no
interest in laser applications. The complementary 4f'° configuration of Ho>* has
LS-terms °I;, °Fj, °S;, °Gy, 3H,, 3K, etc., spanning an energy range of order
40000cm™". Strong spin—orbit coupling, ¢ =2100cm™", causes considerable mixing
of multiplets from one term with those from another [Dieke and Pandey (1964),
Caspers et al. (1970)]. There is much interest in Ho3+-doped hosts asinfrared laser gain
media: the >I; — I transition supports quasi-three-level laser operation at 2.0 um and
the >Is— °I; transition is the basis of four-level lasing at 3.0 um. However, laser
operation on these Ho>* transitions is not very efficient and it is appropriate to discuss
Ho>* in the context of sensitization by a variety of co-dopants.The remaining RE**
ions (e.g. Sm**, Dy**, Eu®* and Tb>*) are usually found in such other optical appli-
cations as information storage materials, phosphors and scintillators.

10.6 Energy transfer and upconversion lasers

The primary purpose of co-doping with activator and sensitizer(s) was to improve the
efficiency of flashlamp pumped laser action, especially for Er**, Tm** and Ho* ions
which have fewer visible region absorption bands than Nd** to overlap with the output
spectrum of conventional flashlamps. Sensitization can involve several co-dopants and
different pumping pathways including energy transfer, cross-relaxation, energy
migration and upconversion. The Cr3* ion is an efficient sensitizing agent for various
RE** acceptors. The Cr3+:Nd**: garnets were among the earliest examples of laser
operation by donor—acceptor transfer. The spectral overlap of the *T, — * 4, emission
and the lower lying pump bands of Nd>** is extensive at 300K, as Fig. 7.15 shows,
resulting in efficient broadband pumping of Cr**:Nd**:GSGG, GSAG, YSAG
and YSGG lasers [Duczynski et al. (1986a,b), Shcherbakov (1986)]. Such an
enhancement of broadband pumping of Nd** in Cr3*:Nd>*: YAG is less apparent
thanin Cr**: Nd** : GSGG because Cr>* emits predominantly in the R-lines in YAG
at 300 K. In Cr**-sensitized Tm** : YAG a fortuitous resonance of the R-line emission
of Cr3* with the 3H¢—3F;, °F, absorption of Ho** permits very efficient transfer
at 300K and above. The rate of nonradiative Cr—Tm energy transfer in crystals
containing 1 at.% Cr>* and 5% Tm>* is temperature dependent because of the thermal
variation in the radiative decay probability of the Cr** jon, with quantum efficiency of
near unity at 300 K [Armagan et al. (1989)]. At this temperature the Cr—Tm micro-
scopic interaction parameter, af, = 8 x 10~ cm® ™', and the characteristic energy
transfer radius, Ro =2 1.1 nm, is less than one unit cell length. Apparently, excitation is
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transferred only between close Cr’*:Tm** pairs in YAG, as it is also in
Cr3*:Nd**: GSGG [Han e al. (1993)]. Site selective laser excitation studies in the
latter host distinguish Cr3* : Nd** pairs, between which energy may be transferred,
and isolated Nd** ions which must be directly excited by the pump radiation. Caird
et al. (1975) have demonstrated room temperature lasing with Cr3*: Tm** co-doped
YAG and YAIO; gain media, operating on crystal-field components of the >*H, — *Hs
transition.

For efficient sensitizer—activator transfer it is common practice to dope the gain
medium with several sensitizer ions. In seeking lower threshold, higher efficiency,
flashlamp pumped laser operation at 2—3 pm much attention was given to Cr>* : Tm*™*,
Cr3*:Ho*" and Cr**:Tm**:Ho>* co-doped garnets. The superior growth char-
acteristics and optomechanical properties led to co-doped YAG being particularly well
studied. In this crystal the resonantly enhanced Cr** — Tm>* energy transfer inter-
action leads to a quantum efficiency of unity in populating the >F, and *F; levels on the
Tm>* ions. Once populated, these levels decay very rapidly by nonradiative transitions
into the >H, level. Each Tm** ion in the excited >H, level then cross-relaxes with a Tm>*
ion in the *Hg ground state to yield two Tm>* ions in the >F, emitting state. The ensuing
3F,— 3Hg transition is the basis of a Tm** : YAG laser operating at room temperature
at 2.014 um. In an alternative pumping scheme using Cr>* : Tm>* : Ho* : garnet the
two Tm>* ions in excited >F; states transfer their energy to the °I, levels on two Ho>*
ions, the upper levels in laser operation on the °I; — °I; transition at 2.097 pm. Similar
Cr3+:Tm>* :Ho** co-doping schemes have been studied in YSGG and YSAG, in
which Cr** ions occupy weak crystal-field sites and emit into broad *T, — *4, bands
[see for example Huber et al. (1988), Duczynski et al. (1986a,b)]. However, following a
definitive study of flashlamp pumping of Tm** and Ho>* lasers Quarles et al. (1990)
commented on the need to judiciously choose both gain medium and concentration of
the Cr3* sensitizer. Apparently, in a YAG laser rod of 5mm diameter only 8 x 10*°
Cr** em™3 is preferred as activator for Tm** in Tm3* : Ho>* laser operation. In this
strong crystal-field host resonant enhancement of the Cr3*: Tm>" transfer via R-line
emission is more efficient than 4T, — “4, emission in weak crystal-field hosts. For
Cr** :Tm*" : YAG flashlamp pumped at 300K laser operation at 2.014pm was
observed with thresholds as low as 43 J, with output energies > 2 J and slope efficiencies
of 4.5% [Storm et al. (1989)]. Furthermore, in room temperature operation of the
Cr** :Tm** :Ho>* : YAG laser on the 2.089 pm Ho>* line output energies > 1.5 J were
achieved with threshold energies as low as 38 J and a slope efficiency of 5.1%. Mode-
locking of CW-pumped Cr3*:Tm3*:YAG and Cr**: Tm>* :Ho** : YAG lasers at
300K has been reported by Heine et al. (1992).

True CW operation at 1.864pm has been reported for a Cr>*-sensitized
Tm** : YSGG laser at 300K pumped with the 647.1 nm Kr-laser line: the quoted
threshold power was less than 40 mW and the slope efficiency 0.8% [Duczynski et al.
(1986a)]. They also reported CW laser wavelengths near 1.94 pm and 2.09 pm on the
51, =3Iy Ho*" transition in YAG, YSAG and YSGG under Kr*-laser pumping at
300K. Typically the threshold powers were less than 25mW and slope efficiencies
ca 1.3%. Direct pumping of Ho>* lasers via the Cr>* sensitizer is not efficient given the
small microscopic interaction parameter, oz,(;)A =2.8x107% cm®s™! (see also §7.4).
When Tm*" is added to mediate the Cr**~Ho>" transfer in YSGG and YSAG it is
usually at high concentration (8 x 102 cm™3) compared to both Cr** (2 x 102 cm™)
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and Ho>" (5 x 10" cm™3). This facilitates the short-range Cr>*—-Tm>* energy transfer
and, after Tm>*-Tm>* energy migration, Tm>*-Ho>* energy transfer [Duczinski
et al. (1986b)]. The low Ho>* content is necessary to minimize resonant Iy — °I,
reabsorption losses. The Tm>*—Tm>* cross-relaxation downconverts the *F, quantum
of energy to the >H, infrared region with a quantum efficiency of almost two: the overall
Cr—Tm-Ho transfer efficiency is more than 50%. The Cr** ion s also used to sensitize
Er3*:YSGG and Er®*: YAG lasers, where the Cr3*~Er>* transfer is complicated
by Er3*—Cr>* back-transfer. Most of the energy is transferred to the Er>* ion via the
419/2 and*I;; /2levels, resulting in laser action at 3.0 um and 1.5 pm on the ‘I 2= ‘L 3/2>
I, 5/ transitions, respectively.

In YLF-like crystals multiple RE** jons have been used to efficiently absorb light
from a flashlamp or laser diode near 800 nm and transfer/downconvert energy into the
infrared spectrum for laser operation. Such ions include Nd**, Er3*, Tm3*+, Ho** and
Yb3*. Fluoride hosts are preferred because slower nonradiative decay compared to
oxide hosts results in numerous long-lived emitting levels and large quantum effi-
ciencies. Brenier et al. (1990) have studied the fluorescence dynamics of Er**—Tm>*,
Er’*-Ho>*, and Tm*>*~Ho>* energy transfer in YLF after laser excitation at 800 nm.
They find that in Er**: Tm®>*: YLF most of the Er** excitation in the *I;5 -y
transition is transferred between the lowest excited states *I; 3/2 and 3F, on Er®* and
Tm>*, respectively. Both Er**—Tm>* transfer and Tm>*~Er>* back-transfer are so
efficient that they induce a Boltzmann distribution between the populations of these
states even at 77 K. Asin the oxide hosts, in triply-doped Er>*: Tm** : Ho>* : YLF the
incident radiation is absorbed by Er>*, downconverted and transferred to Tm>* ions,
among which it migrates until it transfers to the laser active Ho>* ions. This latter
transfer mechanism was the basis of the first eye-safe laser that used Er, Y, _ ,LiF, as
the host, doped with 6.7 at.% Tm and 1.7 at.% Ho substituting for Y>*, a composition
established by Chicklis et al. (1971). Energy transfer was first used to improve
Er3* : glass laser operation at 1.5 um using the 2F7/2 -—+2F5/2 absorption of the Yb**
sensitizer ions [Snitzer and Woodcock (1965)]. However, such pumping of Yb** can
also lead to upconverted 4S3/2 —*Is /2 green luminescence at 550nm on the Er 3+
activator, which degrades laser performance through enhanced re-absorption of the
pump beam. Several RE>* ions have been used as the activator in upconversion lasers,
including Pr3*, Nd**, Ho>*, Er>* and Tm*", in crystalline and glassy hosts operated in
CW and pulsed mode, frequently below 300 K. Most upconversion lasers based on
RE3+-doped crystals operate at reduced temperature to minimize nonradiative decay,
although in pulsed mode some upconversion lasers have been operated at 300K.
RE>*: fibre lasers will operate CW at room temperature, low doping levels distributed
over long fibre lengths minimize thermal problems inherent in heavily doped crystals.

Both crystalline and glassy gain media when doped with Pr>* emit a rich spectrum of
visible light when pumped in the strong >H, — 3P0,1,2 (420-480nm) and *H, — 'D,
(590—-600 nm) absorption channels. These luminescence spectra, which involve many
crystal-field transitions of the 3Py — 3H6,5, 3F, and *P; — *Hs manifolds, are the basis
of multi-line laser operation. These transitions can be pumped directly via the 3p,, I
and 3P, levels using flashlamps or the UV-output from Ar* at 476 nm or by upcon-
version pumping from the ' G, state. This latter approach was taken by Smart et al.
(1991) and others to pump Pr3*: ZBLAN fibre lasers that operate at blue (491 nm),
green (520 nm), orange (605 nm) and red (635 nm) wavelengths. The ZBLAN fluor-
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ozirconate glass fibre contained 56% ZrF 4 (by weight), 14% BaF,, 6% LaF3,4% AlF;
and 20% NaF : some 560 ppm of Pr>* replaced La** in the 4—6 ym diameter core.
A Ti-sapphire laser was tuned to pump the >H,—'G,4 absorption at 1.1 um while a
second Ti-sapphire laser at 835 nm transferred population from G, to the thermally-
coupled 3P, Iy and > P levels. With a 10 m long fibre gain medium, laser operation was
achieved in the red at 635 nm. Much shorter Pr3+ : ZBLAN fibres (1-2 m) were used for
laser operation in the orange, green and blue wavelength regimes. The authors pre-
dicted much improved laser performance using fibres with lower background losses
and reduced core diameters with judiciously chosen fibre length. Zhao and Poole (1994)
reported improved room temperature laser performance of a CW Pr3*: ZBLAN laser
at 492 nm using a 1 m length of fibre containing 500 ppm of Pr3* in a 3 pm diameter
core. The total threshold launch power at 1017nm plus 835nm of only 105mW
resulted in a slope efficiency of 13% and output power greater than 9 mW. Laser
operation in the blue (488 nm) and red (635nm, 717 nm) using Nd>* : Pr3* co-doped
ZBLAN fibres was pumped by a single source wavelength of 796 nm. A STEP scheme
(§7.4.4) absorbs a 796 nm photon in exciting ground state Nd** ions (419/2) into the *Fs /2
level: after nonradiative decay to ‘F 2asecond absorbed 796 nm photon further excites
the Nd>* sensitizer into the 2D3/2, 52 levels; these rapidly thermalize to the 4G9/2, 112
levels in close resonance with the >P; and '/, levels on the Pr>* ions. Resonant energy
transfer Nd>*+ (4G9/2, 1 /2)—Pr3+ 3Py, ) results after nonradiative decay in a large
population of excited Pr>* jons in the emissive >P, level. An absence of other visible
Pr3* emissions in the Pr3* : ZBLAN fibre shows that STEP upconversion on the Nd**
followed by resonant energy transfer to Pr3* is responsible for the laser operating on
the 3Py — H, transition (488 nm) and 3Py — *F>, >F, transitions (635 nm and 717 nm),
respectively [Goh et al. (1995)]. The significant advance of this energy transfer laser is
operation in the blue (488 nm) pumped by a single wavelength (796 nm), at which
cheap, reliable and robust laser diodes are available.

An unusual energy transfer process was used by Eichler ez al. (1994) to flashlamp
pump a Pr3*: LiYF, laser at 607.2nm, 639.5 nm and 720.9 nm. By doping the fused-
quartz envelope of the flashlamp with Ce** ions the strong UV-component of the
flashlamp was transferred via the Ce** ions to the Pr3* pump bands near 420— 480 nm.
At an excitation energy of 30J the output energy in the 3Py—>Hg channel was 4.7 mJ,
87mlJ in the 3Po—3H6 channel at 639.5nm and 30mJ in the 3Py—>F; channel at
720.9 nm, all in operation at room temperature. Among other Pr3*-doped crystalline
gain media, Pr3*:LaCl; operates with considerable efficiency via an AAP process
excited at 677 nm and involving the >P, — 3F, emission at 644 nm [Koch et al. (1990)].

Upconverted luminescence leading to laser operation has been studied in various
Nd**-doped crystals. The STEP and ETU processes (§7.4.4) were identified in
Nd** : YLF [Fan and Byer (1986)] and shown to support CW laser oscillation in LaF;
[Macfarlane et al. (1988)] and YLF [Lenth and Macfarlane (1990)] below 100 K. A laser
that operates at 300 K on transitions involving sequential absorption of yellow photons
to excite Nd>* ions to the 419/2 and 4F3/2 states followed by emission in the violet and
blue from the 4D3/2 and 2P3/2 states uses Nd>*:ZBLAN fibres as the gain medium
[Funk et al. (1994)]. However, in a number of cases, where measurements on Nd>*-
doped materials were made at 300 K, the crystal-field levels involved in upconversion
have not been unambiguously determined [see Fan and Byer (1986), Stanley et al.
(1993), Chuang and Verdun (1994)]. In contrast, site selective upconversion in
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Figure 10.27. Typical unpolarized fluorescence spectrum in Nd** : KLYF excited
at 585 nm [after Russell et al. (1997)].

Nd**:KLiYFs (Nd : KLYF) permits precise mechanisms to be determined. Despite
the dual-site of KLYF, resulting in two slightly different crystal-field spectra, there are
occasional degeneracies among the Stark levels on the two sites, the most important of
which is the lowest crystal-field level of 4F3/2 occurring at 11 510cm ™! on both sites
[Summers et al. (1994)]. Once in this metastable level Nd>* jons on both sites can
exchange energy very efficiently. In Nd : KLYF the Nd>* ion population that shelves in
the 4F3/2 level after excitation at ca 580 nm in the 419/2—>4G7/2+4G5/2 band decays
along one of three paths: radiative decay to the *I, fine structure level ; emission at violet
or blue wavelengths from 4D3/2 and *P, 12 states following the absorption of a second
580 nm photon; energy transfer to another Nd** ion shelved in the *F /2 state resulting
in green and orange fluorescence from the (4E5/2, 4G7/2) and 4G7/2 fine structure levels
into the crystal-field levels of *I/, [Russell et al. (1997)). In dilute Nd**-doped crystals
(0.2 at.% Nd>*), energy transfer between sites is weak and STEP is dominant in
exciting the upconversion luminescence (Fig. 10.27) on both sites by pumping at
585.3 nm. Since the Stark splittings within each fine structure level are different on each
site, apart from accidental degeneracies, both ground and excited state absorption
transitions occur at different wavelengths on the two sites. Hence the STEP upcon-
version fluorescence is site selective for absorption of both photons. The contributions
of each site separately to the upconverted luminescence is resolved by exciting at
568.3nm and 571.0nm. ETU at Nd** ions in the *F3; levels on two different sites
is dominant in crystals containing 3.4 at.% Nd>*. Although the 419/2 — 4G7/2 + 4G5/2
resonance condition can be met on either site, the upconverted fluorescence spectrum
contains lines originating on both sites. Site selectivity in the upconverted luminescence
spectrum then occurs only during the second absorption stage. Site selectivity in
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Nd:KLYF distinguishes unambiguously between intraionic (STEP) and interionic
(ETU) processes.

Other ETU spectra are excited in Nd : KLYF by pumping at 869 nm into the 4F3/2
manifold and comprise clusters of lines centred at ca 530 nm (green), 595 nm (orange)
and 665 nm (red) due to transitions from the (465/2 + 4G7/2) and 4G7/2 manifolds that
terminate on the crystal-field levels of the *I, multiplets. The weaker upconversion
spectra between 350 nm and 460nm in Fig. 10.27 result from three-photon upcon-
version. A rate equation analysis of the upconversion spectra gives three principal
results in accord with experiment [Russell (1998)]. The cross section for the excited state
absorption transition 4F3/2 — 4D3/2 + 4D5/2 +4D, 12 18 1.96 x 1072°cm?, a factor two
larger than the 419/2 — 4F3/2 ground state transition. Where energy transfer rates are
large the upconverted fluorescence decay patterns are non-exponential. Finally, plots
of the fluorescence intensity versus pump power have a slope less than two (ca 1.83) as
a consequence of energy transfer reducing the linear dependence of the ground state
absorption on pump power. Upconversion laser operation using the Nd : KLYF gain
medium has not been reported, although clear potential at blue/violet wavelengths is
identified with STEP and by ETU in the green, orange and red ranges. Such laser
performance is expected to at least match the upconversion operation of Nd** : LaF,
and Nd>*: YLF lasers, both using the STEP and ETU processes.

Green upconversion laser operation was reported for Ho>*:Ba(Yb,Y;_,)Fs
pumped in the infrared by flashlamps to excite Yb** ions in the 2F7/2 — 2F5/2 transition
[Johnson and Guggenheim (1971)]. Two successive energy transfer steps result in green
emission from the 3S; — I transition on Ho>* at 551.5nm. Yb>" sensitized upcon-
version energy transfer is particularly attractive for Ho>* and Er**, given the avail-
ability of high-power InGaAs laser diodes to directly pump the Yb* absorption bands
near 970 nm. The original study realized Ho>* upconversion laser operation at 77 K: to
date there have been no reports of room temperature laser operation. Zhang et al.
(1993) have shown that in YLF, KYF and BaY,F¢ containing up to 20 at.% of the
sensitizer ion (Yb>*) and 0.4 at.% of the Ho>* activator, the activator emission on the
38, — 3Is transition near 550 nm is strongly temperature dependent. The concentration
quenching of this green emission is caused by increasingly efficient Ho>* — Yb>* back-
transfer at higher temperatures, T<300K. Careful choice of activator—sensitizer
concentrations appear to be required to permit Yb>* — Ho>* transfer without efficient
back transfer. The same Ho>* transition supports laser operation between 540 nm and
553nmat 300K in Ho** : ZBLAN glass fibres pumped at 647 nm by a Kr™ laser [Allain
et al. (1990)].

Upconversion laser operation in the green has been reported also for several Er3*-
doped crystals using STEP (Er: YLF, Er: YAIO and Er:KYF) and ETU (Er: YLF
and Er:BaY,Fg) processes, mostly at low temperatures [Macfarlane (1994a,b)], in
contrast to room temperature operation of STEP-excited Er®*: ZBLAN fibre lasers
pumped by 801 nm laser diodes [ Whitley ez al. (1991)]. This laser operated at 546 nm on
the 4S3/2 — 4115/2 transition of the Er’* jon. Pulsed upconversion laser operation at
room temperature has now been demonstrated at 551 nm using the 4S3/2 4L 52
transition in Er: YLF pumped at 810 nm and at 561 nm using the 2H9/2 =4 13/2 tran-
sition in Er: KYF pumped at 812nm, both by sequential two-photon absorption
[Brede et al. (1993)]. A CW Er**: YLF upconversion laser operated at 300K also
oscillated on the S; 2 — ‘L 52 transition. Output powers up to 40 mW of green emis-
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sion at 551 nm were obtained using a near-concentric cavity with output coupling of
6.6% pumped by a Ti-sapphire laser tuned to 810 nm [Heine et al. (1994)].

Several Tm**-doped materials support upconversion laser operation at wavelengths
in the blue. CW operation at 300 K was reported for a Tm : ZBLAN fibre laser pumped
at 1.11 um to give output at 480 nm in the 'G, — >H transition on Tm** [Mackechnie
etal.(1993)]. ATm : ZBLAN fibre laser pumped at two Kr* wavelengths, 647.1 nm and
676.4nm, operated on the 'G, — *H (480nm) and 'D, — 2F, (455nm) transitions,
respectively, but at cryogenic temperatures [Allain et al. (1990)]. An energy transfer
upconversion laser using a Tm** : Ba(YbY)F; gain medium pumped at 960 nm also
operated at two laser wavelengths on the 'D, — 3Hg (455nm), *Hs (510nm) Tm?**
transitions at temperatures up to 200 K. An avalanche absorption pumped Tm : LiYF4
laser used 648 nm excitation to produce 1G4 — 3Hy emission at 483 nm [Hebert ez al.
(1990)].

10.7 Glass fibre lasers

Although of superficial similarity, the optical spectra of glasses and crystals doped with
transition-metal or rare-earth ions have significant differences. Perhaps of greatest
importance is the disorder inherent in glassy solids. Glasses comprise random and
continuous, three-dimensional networks that lack symmetry and periodicity. Usually
they contain molecular-ion network formers (SiO4, GeOy4, PO3) and network modifiers
(Na™, Sr?*, AI**), the latter being accommodated randomly adjacent to non-bridging
anions (O?~, F7). Normally, RE** ions do not substitute at the molecular-ion network
formers. Instead, they are situated near looser structures caused by the larger network
modifiers (Na*, Sr**), in which it is easy to accommodate ~ 1 at.% or more of RE**
ions. The sharp lines characteristic of rare-earth ions in crystals are inhomogeneously
broadened in glasses, where the optical line shape at low temperature is dominated by
site-to-site broadening. Much of the research on laser-related properties of RE**
activated silicate, phosphate, borate, germanate, tellurite and fluorophosphate glasses
has required high resolution and site-selective laser spectroscopies to quantify the site-
to-site variations in local fields, ion—ion and electron-vibrational interactions, and
their effects on energy levels and relaxation phenomena [Weber (1981)]. However,
homogeneous broadening is dominant at room temperature, where much of the fine
structure splitting is smeared out by the combined effects of homogeneous and inhomo-
geneous processes (see §5.5.7 and §9.2.5). Site-to-site differences in radiative and
nonradiative transition probabilities lead to non-exponential decay behaviours.
However, the superposition of contributions from individual ions among the ensemble
of local environments does not preclude laser operationin RE**-doped glasses. Rather
does it confer on a glass laser a degree of tunability not normally associated with
RE**: doped crystal lasers [Mears ez al. (1986), Lédig et al. (1990)]. The broadening of
transition-metal ion spectra in glasses is more severe, dominating the shapes of sharp
lines and broadbands [Andrews et al. (1981), Henderson et al. (1992)]. The sensitivity of
transition-metal ions to local environment influences not only optical line shapes but
also nonradiative decay rates such that the quantum efficiency can be reduced very
appreciably. In Cr**-doped glasses the quantum efficiencies never exceed 25% and
are frequently close to zero [Imbusch et al. (1990)]. The consequences are that
RE**:doped glasses support laser operation whereas transition-metal ion doped
glasses do not.
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In view of the above comments, it may be surprising that Cr>* co-dopants have been
used as sensitizers in Nd** : glass and Er3*: glass lasers. CW laser operation at 1.06 pm
was reported for a Li-La-phosphate glass containing 10! cm™>Nd** jons and
10®cm™3 Cr3* ions [Hirig e al. (1981)]. Direct pumping of Nd>* ions at 300 K gave
low threshold power (~ 1 mW) with slope efficiency of order 18%. Cross-pumping via
the 4T, — %4, band of Cr>*, for which the Cr3*—Nd>* transfer efficiency was ca 45%,
resulted in a 1mW threshold power at 647.1nm with an 8% slope efficiency.
Cr*:Yb* :Er®* energy transfer in fluorophosphate laser glasses that contain
80-85mol.% of mixed (Mg, Ca, Sr, Al) fluorides, 15-20mol.% of Sr(PO;), or
Ba(POs),, 8 x 10*° Cr* cm~2 and 0.0-1.2 x 10?! Yb>* cm™3 sensitizers and 5 x 10*°
Er3* cm™3 activator ions is also efficient. The *T, — *4, luminescence was completely
quenched when the Yb** content was > 6 x 102 cm™ due to Cr** energy transfer to
the 2F. 52 tate of Yb**ions [Lédig ez al. (1990)]. At this composition the Forster critical
radius is Ry=1nm, D* — A energy transfer being characterized by a](;)\ =2x
10" cm®s™!. Once transferred from Cr3* to Yb** the energy migrates among the
Yb** ions before transferring to the *I;; 12 state of Er3* with 70-75% efficiency. In
contrast to the Cr3* luminescence, the 2F /2 — ’F, 2 luminescence of the Yb** sensitizer
was not fully quenched. These Er>* : glass lasers have a tuning range of 15361596 nm
and peak emission cross section o= 6.2 x 107! cm? at Ao = 1536 nm under flashlamp
pumping. Laser operation at 300 K required a threshold pump energy of 40 J: the slope
efficiency was 0.4% using an output coupler of 13%. There have been numerous Pr>+-,
Er3*- and Tm*-activated glass lasers operated at room temperature and below but
none have been commercially developed, given the thrust towards miniaturization
using LD pumping [Digonet (1993)].

Much impetus for fibre laser development followed the invention of the Er**-fibre
amplifier [Mears et al. (1986)] and its deployment in optical communications. Suc-
ceeding generations of lightwave communications systems saw the transmission
capacity of optical fibres increase from 10 Gbit-km/s in 1978, to a hundred Gbit-km/s
in 1982 and ca one thousand Gbit-km/s by 1986, over a period in which the system
wavelength changed from 870 nm to 1300 nm and then 1550 nm to take advantage of
the reduced attenuation in the longer wavelength optical windows of silica glass and as
transmitters changed from LEDs at 870 nm to LD chips operating at 1300 nm and then
1500nm. The Er**-fibre amplifier, a length of Er3*-doped silica fibre excited at
1550nm by a laser diode, introduced into optical communication systems optical
fibre transmission capacities enhanced by a further 100. Such enhancements are as
important in optical communications via trans-oceanic and local area networks at the
beginning of the new millennium as they will be to future coherent optics and soliton
communications systems. Er* : doped fibre amplifiers require pump lasers that oper-
ate at wavelengths of 1470—1550 nm. CW and ultrashort pulse Er3*-fibre lasers can be
pumped at 980 nm in the 4115/2—> ‘I /2 transition or at 1500 nm in the ‘I 5/2—>411 32
transitions using strained layer InGaAs LDs and InGaAsP LDs, respectively. Both
Er**-fibre amplifiers and lasers emit green light during operation due to parasitic
upconversion luminescence. Spin-off developments from optical communications
have included a wide range of fibre lasers for other wavelength regimes. Three com-
peting technologies have focused on short wavelength lasers: semiconductor lasers
based on the group IT- VI sulphides and selenides and group III-V nitrides, nonlinear
frequency conversion of lasers and upconversion lasers. Visible fibre (and crystal)
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lasers doped with Pr3*, Nd**, Er>* or Tm3* have advantages of high brightness, good
coherence and excellent beam quality over the other techniques.

As discussed in §10.6, Pr>* ions in crystalline hosts can be directly pumped at 476 nm
to give laser-active emission in the blue, green, orange, red and infrared spectral
regions. This is also true of Pr3*-doped fibres. A Pr>*: doped fluoride fibre laser has
been operated at 492 nm, 520 nm and 635 nm by upconversion processes [Smart ef al.
(1991)]. Nd**-doped fluoride fibre lasers operate at 381 nm and at visible wavelengths
under upconversion pumping at 800 nm [Funk ez al. (1994)]. Yb>* ions have been used
as co-dopants in Pr3*: Yb*>*: ZBLAN fibre lasers, demonstrating simultaneous blue/
green upconversion lasing at 490 nm and 520 nm pumped at 856 nm by a laser diode
[Baney ez al. (1996)]. This Pr3*: Yb**: ZBLAN upconversion laser required 55 mW
and 85 mW of threshold launch power at wavelengths of 520 nm and 490 nm, respect-
ively, and yielded 1.4mW total power for 350 mW incident power at 856nm. The
Yb3*:Pr3*:ZBLAN laser operates by energy transfer from the 2F5/2 level of excited
Yb** jons to the 2G4 excited state of Pr3*, which is further excited into the 3Py + 'Ig
states by absorption of a second 856nm photon. The >P, — 3H, transition gives
quasi-three-level laser oscillation at 490 nm, whereas 3P, — 3Hs transitions constitute
a four-level scheme operating in the green (520nm). There has been recent interest
in Yb3**-silica fibre as the gain medium in CW laser operation and broadband
(975-1200 nm) fibre amplifiers [Pask et al. (1995), Paschotta ez al. (1997)]. Among the
attractive features of Yb>*-doped fibres are broad gain bandwidth and high efficiency
due to the absence of ESA and concentration quenching that typify other RE>*-doped
systems. Yb**-doped fibres find increasing applications as gain media in power
amplifiers at special infrared wavelengths, as small-signal amplifiers in fibre sensors, in
free-space lasers communications and in ultrashort pulse lasers and amplifiers.

There have been numerous improvements to the silica-based optical fibres that
carry light from a transmitter. These fibres comprise a central core with a cladding
that guides the light through the core by virtue of a slightly different index of
refraction. As the optical signal passes through the core it broadens and weakens. The
dispersion occurs because light of different frequencies moves through the core at
different velocities. Attenuation is caused by defects and impurities in the glass that
absorb and scatter the radiation. Improvements in fibre technology have reduced the
core diameter and created single-mode fibres, in which light signals travel at almost
uniform velocity, thereby reducing dispersion. Higher purity glasses have enhanced
the transmission of fibres especially in the wavelength range 1.2—1.6 um. The net
result is that the electric field intensity in the core is 10°~10° times greater than in bulk
lasers and that consequently the threshold launch power is very much reduced. The
Er>*-fibre amplifier in optical communications detects, amplifies and re-emits signals
at points along the fibre as did the repeater in telecommunications. However, there
will be many fewer Er>*-fibre amplifiers than repeaters for the reasons given above
and because the fibre amplifier can handle much more data than could the electrical
repeaters.

Optical amplifiers need not be fibres. Glass and crystalline slab waveguide amplifiers
can be used. In either case, the waveguide has more or less the same dimensions as the
core of the optical fibre, and must have a slightly larger index of refraction than the
matrix in which it is fabricated. Generally, planar waveguides confine the radiation in
one dimension and channel waveguides confine the light in two dimensions. In LiNbO;
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both types of guide can be produced by Ti in-diffusion [Brinkman et al. (1991)] or
proton exchange techniques [Lallier et al. (1989), (1990)]. Liquid phase epitaxy has
been used to fabricate planar waveguides in YAG or GGG-based garnets [Chartier
et al. (1992)]. Buried channel waveguides are grown by liquid phase epitaxy and ion
beam etching in combination [Katoh er al. (1992)]. Ion implantation followed by
annealing has also been used to fabricate channel waveguides in numerous materials
[Field et al. (1991)].

One means of producing a diode-pumped blue laser is to frequency double the
4F, /2= 419/2, 946 nm line from a diode-pumped Nd : YAG laser. The terminus of this
transition, the upper Stark level of the 419/2 multiplet, is 857 cm™! above the ground
level. Since this level at 300 K will contain 0.7% of the total Nd population, it causes
a significant absorption loss at the laser wavelength and consequently causes an
increase in the threshold pump power. Using a waveguide system to confine both pump
and laser radiation should give the requisite population inversion at modest excita-
tion power. Hanna et al. (1993) used a planar waveguide with composition
(Ndo.01Lug.35Y0.64) (Gag.12Alp.88)50Q12 grown epitaxially on a pure YAG substrate.
A cladding layer of pure YAG was grown on top of the active layer, also by liquid phase
epitaxy. At this composition the planar waveguide is lattice matched to substrate and
cladding. The resulting difference between refractive indices of planar guide and sub-
strate/overlayer was 1.4 x 1072 at A =633 nm. Typically, losses of 0.1-0.2 dB/cm were
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Figure 10.28. Fluorescence spectra at 930-955nm of Nd>* jons in (a) Ga:
Lu:Nd:YAG and (b) Nd: YAG epitaxial waveguides compared with (c) bulk
Nd : YAG {after Hanna et al. (1993)].
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Figure 10.29. The polarized Nd*>* fluorescence excited by a laser diode tuned to
810 nm from a Nd>*-doped MgO : LiNbO, proton exchanged channel waveguide
[after Becker et al. (1992)].

obtained at a guide width of 3.8 um. The fluorescence spectra of the Nd : Lu: Ga co-
doped guide, Nd : YAG guide and bulk Nd: YAG crystal excited in the *Zy;» — *Gs)5,
G7/2 band by a rhodamine G6 dye laser at 588 nm are shown in Fig. 10.28 to differ only
in the greater linewidth of the co-doped guide induced by disorder on both cation sub-
lattices. Within experimental error the fluorescence life times of these samples,
T =240 pus, are the same at 300 K. The absorption and emission cross sections of the
Nd:Lu:Ga:YAG guide measured at 946 nm relative to bulk Nd: YAG, 0, =2.3 x
107 cm? and 6, =3.1 x 10~2°cm? are slightly different consequent on the vibronic
interaction. Even without optimized waveguide length or cavity mirrors this planar
waveguide laser operated at 946 nm with an absorbed threshold power at 588 nm of
1.2 mW and slope efficiency of ca 60%. With channel waveguides and optimized input
and output mirrors the absorbed threshold power should reduce below 100 pW.

The prospects for low threshold power operation of waveguide lasers using the
lower lying, crystal-field levels of the 419/2 ground multiplet of Nd**, not usually laser
active in bulk Nd: YAG lasers, are excellent as they are for other quasi-three-level
systems, such as Er**: YAG at 1.6 um, Ho®* : YAGand Yb: YAG at 1.03 pm. Indeed,
single-mode operation at 300K has been reported for an Yb: GGG buried channel
waveguide at 1.024 pm [Shimokozono ef al. (1996)]. The waveguide with composition
Ybg.19Ndy.11Gd; 710GasO,, was grown on an Yg4Gd; ¢GasOy2 substrate, the Nd>*
having been added for reasons of lattice matching and Nd>* — Yb>* energy transfer.
A core waveguide ridge was formed in the planar guide by Ar* beam etching and
subsequent soaking in hot phosphoric acid. An Y 4Gd; ¢GasO,; cladding overlayer
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was grown on the etched epilayer also by liquid phase epitaxy. The incident power
threshold and slope efficiency of the Yb: GGG waveguide laser of length 5mm when
pumped at 941 nm was 80 mW and 13.4%, respectively.

The excellent electro-optic and acousto-optic properties of LINbOj3 lend themselves
to applications in pulsed and wavelength tunable lasers. Furthermore, mature wave-
guide production technologies for LiNbO; will facilitate complex monolithic inte-
gration of lasers, amplifiers, modulators and harmonic generators on a single chip. The
polarized Nd>*+-fluorescence spectrum in Fig. 10.29 was excited by a laser diode tuned
to 810nm from a proton-exchanged Nd**: MgO : LiNbO; channel waveguide. The
Nd** was introduced by in-diffusion. The crystal-field selectivity of the 1.084 pm line in
n-polarization (E||c-axis) is obvious. The input—output characteristics of the channel
waveguide operating on this line with an output coupler transmission of 30%, shown
in Fig. 10.30, are consistent with a threshold absorbed power of 2.7mW and slope
efficiency of 34% using laser diode-pumping at 810 nm [Lallier et al. (1989), (1990)].
CW and pulsed operation of a single mode Er>* : LINbO; channel waveguide laser on
the 1.532 pm, 1.563 pmand 1.576 pm Er>* lines used an Er >*—Ti*" in-diffused LINbO,
waveguide [Becker et al. (1992)]. The surface region of a LiINbO; crystal was doped
by in-diffusion from an evaporated Er-layer at 1060°C for 41 hours. Photo-
lithographically-defined 8 um wide, 95 nm deep Ti-stripes were then deposited on the
Er**: LiNbOj; surface and in-diffused at 1030 °C for 9 hours. Using the so-fabricated
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Figure 10.30. Input-output characteristics of a diode-pumped (810nm) Nd:
LiNbO; channel waveguide laser emitting at 1084 nm and operating with a 30%
transmission output coupler [after Lallier ez al. (1990)].
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channel waveguides pumped in 7w-polarization at 1479 nm resulted in laser operation at
1576 nm and 13 mW threshold of coupled pump power. With coupled pump power
exceeding 25 mW simultaneous laser operation occurred on both 1576 nm and 1563 nm
lines. Using o-polarized pumping the Er : LINbO; channel waveguide operated only at
1563 nm with a slope efficiency of 3% and peak output power of 3mW.

10.8 All-solid-state lasers (ASSLs)

For many years the pumping of solid state lasers was the domain of the flashlamp and
the water-cooled Ar™* laser. However, given the increasing availability of high power
and choice of wavelength from semiconductor diode lasers the traditional technology
may soon be eclipsed. At the conclusion of this monograph it is appropriate to review
the progress made with all-solid-state lasers (ASSLs), which, using diode-pumping
schemes, have the potential for compact and stable construction that make them
attractive for mass production. Here we emphasize the spectroscopic features that are
of major importance in the design of miniature solid state lasers.

10.8.1 Fixed wavelength LD-pumped solid state lasers

The first ASSL to be pumped by a LD was Nd: YAG. Although the 419/2—»4F5/2
absorption of Nd : YAG is well-matched to pumping with GaAs/AlGaAs LDs it is not
the optimal choice. Considerations of crystal growth restrict the concentration of
activeion to 1 at.% in YAG and the resonance linewidth is only 1-2 nm. The emission
linewidth of the LD is larger, typically 2—3 nm, and is not stable to better than +-2—
3nm. In consequence, there has been much effort to replace Nd: YAG with a gain
medium more closely matched to the LD output characteristic. This point is illustrated
by reference to Figures 10.23-10.25, the optical spectra and laser performance of Nd>+:
LiKYFg, an unlikely commercial laser gain medium. Diode pumping at 800 nm with +-
polarization selects absorption into a homogeneously broadened band width of 7—
8 nm. The sample used for the spectra in Fig. 10.24 contained 3.4 at.% Nd>**, without
deleterious effects on crystal quality or concentration quenching of luminescence
[Nicholls er al. (1997a), (1998)]. This contrasts with results for Nd**: YAG and
Nd>*: YLF, in which the Nd>* content of the host crystals cannot exceed more than
1 at.% Nd. In this crystal and its Gd isomorph it is the orientation of the Y(Gd)-Fg
polyhedra which dictate the maximum dopant concentration. However, note also the
site selectivity of the odd-parity distortion in KLYF which feeds luminescence intensity
almost exclusively into a single crystal-field line at 1048 nm with a linewidth of 3—4 nm
when detected in 3-polarization. The RE** sitein KLYF has C; symmetry and is much
more distorted than the RE>" sites in YAG and YLF, thereby giving rise to larger
absorption and emission cross sections. Both pulsed and CW laser operation have been
reported at 1049 nm with very low threshold pump power and high efficiency. Without
optimization of the gain medium (Nd>* content, optical quality, fine polishing, etc.) a
crystal containing 3.4 at.% Nd>* pumped by a CW Ti-sapphire laser operating at
800 nm (to mimic diode laser pumping) supported CW laser action at 1049 nm with
threshold of 24 mW and a slope efficiency of 42% relative to absorbed pump power.
Under optimal conditions the efficiency is expected to be close to the quantum defect
limit.
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Various other Nd-doped materials have been assessed for suitability in LD-pumped
ASSLs; each has slightly different optical characteristics that may influence choice for
particular applications. Nd**: YLF has a long fluorescence lifetime of ~ 500 us at
300K and a gain bandwidth a factor of three larger than that of Nd: YAG. This gain
medium is used in Q-switched and mode-locked ASSLs. Nd>* : glasses have even larger
gain bandwidths and can be used in somewhat inefficient short pulse lasers.
Nd**: YAIO; lasers can be operated on six lines near 1060 nm, even at 300 K. The most
efficient diode-pumped operation has been observed for Nd**: YVO, which has very
strong and broad (ca 10nm) absorption and emission lines. Both Nd-doped
MgO : LiNbO; and Y;AI(BO3),4 (YAB) have high gain and may find application in self-
frequency doubling to generate visible radiation. Some Nd*:doped crystals find
deployment using the 4F3/2 — 4113/2 transitions near 1320nm. In this context high
efficiency, low threshold laser operation of Nd**-doped Sr;o(PO,)¢F, and
Sr19(VO4)6F, at 1059 nm and 1328 nm have been demonstrated with performance that
at least matches that of Nd** : YVO, lasers at both wavelengths [Zhang et al. (1994),
Scott et al. (1994)). Unfortunately the short upper state lifetime of Nd** in YVO,
(7 =90 us) makes this host less satisfactory in Q-switching. Better tolerance of higher
Nd** content in the orthovanadates is afforded by the Gd-isomorph GdVO,, given the
better fit of Nd** on the Gd** site than on the Y+ site in YVO,. Two potential dis-
advantages of the fluoroapatites and fluorovanadates is that Nd** substitutes for the
divalent alkaline earth ion (Sr**, Ca?*) and this limits the possible doping con-
centration to < 1 at.%. Furthermore, SFAP and SVAP crystals usually contain Nd**
multisites which permit concentration quenching of luminescence [Zhang ez al. (1994)].
This latter problem has to some extent been overcome by careful control during growth
of the fluoride content of crystals [Scott et al. (1997)). In seeking new laser hosts it is
necessary that the desired broadening of the pump band to effect absorption of the
entire output of the diode array should be homogeneously induced, since inhomoge-
neous broadening by disorder and multisite formation can lead to surprising variations
in slope efficiencies with output mirror transmission [Mermilliod et al. (1992), Barnes et
al. (1990)).

It is possible to achieve high absorption of pump radiation by increasing the Nd>*
concentration using more suitable recipients for such dopants. Taken to a logical
extreme, stoichiometric rare-earth compounds seem to have considerable promise.
LiNdPO, has considerable potential despite major growth problems. The mixed borate
YAI3(BO3)4 (YAB) and its La- and Sc- isomorphs will also tolerate large RE** dopant
concentrations with weak concentration quenching. Currently, Nd, Y, _ ,Al3(BO3)4
with x = 0.001-0.004 is available commercially for applications in diode-pumping with
self-frequency doubling [Danielmeyer (1975), Huber (1980), Wang et al. (1991),
Luo et al. (1989a,b)]. Such crystals are all grown by high temperature solution growth.
There are two isomorphs of LaSc3(BO3), (LSB), a high temperature phase (3-LSB)
that can be grown by Czochralski pulling and a low temperature phase (a-LSB) grown
by HTSG, both with up to 100% Nd** substitution on the La* site [Weyn et al.
(1994)]. So far efficient diode-pumped laser operation has been reported only for the
a-phase. The 3-phase would be a preferred commercial option, given the shorter
growth times, larger crystal yields and higher optical quality of Czochralski crystals.
Both polymorphs offer higher absorption/emission cross sections than Nd: YAG by

a factor of ~ 2 with homogeneously broadened pump bandwidth at 800 nm of ca 4 nm
(FWHM).
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Wide-ranging diversity of wavelength is achieved with diode-pumped ASSLs using
RE>**-doped gain media containing dopants other than Nd**. Pr3*, Dy**, Er**, Ho>*
and Tm>" ions all have absorption bands in the 780820 nm region for pumping with
first generation LDs. There is great interest in Er>*: doped glasses and crystals for
applications in optical communications and laser surgery using ultrashort pulse and
high CW power regimes, respectively [Pollnau (1997)]. Yb** to Er>* energy transfer
pumping of Er**-laser operation has been demonstrated using Yb** : Er** co-doped
silicon yttrium oxysilicate (SrY4(Si0,);0), Kigre QE-7 and phosphate glass gain media
in Q-switched [Hutchinson and Allik (1992)] and CW [Souria et al. (1994)] modes,
respectively, pumped by 970-980 nm diodes. Blue-red upconversion lasing at 488 nm,
635nm and 717 nm has been demonstrated in Nd>* : Pr>* : ZBLAN glass fibre using a
single pump source LD at 796 nm, which is a significant operational advantage over the
dual-wavelength pumped Pr>*-doped and Tm**-doped blue lasers discussed in §10.5.3
and §10.6. The first diode-pumped Ho>* ion laser used Er>*:Tm*" sensitized
(Erg¢ Y0.4)AlsO;; containing 3 at.% Tm3* and 2 at.% Ho>* [Esterowitz et al. (1986)].
This laser operated on the 2.1 pm 31, — I transition on Ho>*, with a slope efficiency
of 17% and threshold of 3.4 mW at room temperature. Diode-pumped operation of
Ho** lasers at 2210nm using Tm>*:Ho>" : YLiF, and LuLiF, demonstrate the
advantage of size-matching the active ions to the host substitutional site. In both cases
the LDs matched the Tm3* absorption band in both hosts at 794 nm, resulting in
optical efficiencies 1.5 times greater for Tm>*: Ho>*: LiLuF; lasers than for Tm>*:
Ho**: LiYF, hosts. A compact, efficient and reliable LD-pumped Tm: YAG laser,
delivering 115 W of CW power at 2.0 um, has been developed by Honea et al. (1997).
The pump source comprised a 23-module stack of 1 cm-long LD bars which produced
up to 460 W of CW power at 804 nm!

There is considerable potential for high doping levels of RE>*, other than Nd**, in
laser hosts. The fully concentrated crystal PrCl; supports efficient laser operation on
transitions out of the >P, level: in the analogous compound NdCl; luminescence from
Nd** ions is fully quenched even at low temperature, as discussed in §7.4. The
alumino- and scandioborates of La, Y and Gd will accept high dopant levels of Er>*,
Pr3*, Dy** and Tm?*, in some cases as high as 100%, with only modest con-
centration quenching. Qi et al. (1996a,b) have speculated on the potential as laser gain
media of the rare-earth titanyl niobates RETiNbOg, where RE>*=Ce**, Pr3*,
Nd**,....Yb>". In these crystals the density of active ions is very high
(~8x 102! cm™3), large absorption and emission cross sections (~5 x 1078 cm?)
feature with large absorption linewidths (FWHM 24 nm) at 300 K. Strong absorp-
tion bands at ca 800 nm in the Nd>* and Er>* titanyl niobates suggest that these
crystals may be amenable to LD pumping at this wavelength. PrTiNbOg absorbs
strongly at 1020 nm in the >H, — ' G, transition, which matches the pump wavelength
of 960-1040nm LDs. Strong upconverted luminescence is observed at 300K in
PrTiNbOg, NdTiNbOg and ErTiNbOg.

10.8.2 Tunable solid state lasers pumped by laser diodes

Diode pumping of vibronic gain media is an alternative to RE3+-doped laser gain
media in applications that require broadband tunability. Cr>* : BeAl,O, (alexandrite)
was the first tunable laser to be pumped by red LDs (A ~ 665-675nm) [Scheps et al.
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(1990)]. Crystals in which Cr>* ions occupy weaker crystal field sites than in BeALO,
provide better overlap of the 44, 54T, absorption band with the 630—670 nm wave-
length range of current LD arrays. Among such lasers are Cr>*: GSGG, Cr**: LiCAF,
Cr3*: LiSAF and Cr**: LiSGaF. The results of diode-pumped operation of Cr3*:
LiCAF, Cr**: LiSAF and Cr**: Nd**: GSGG have been reviewed by Scheps (1992),
who reports low threshold and high slope efficiency when pumped with up to 1'W
of diode power. Laser emission levels of almost 200mW and slope efficiencies
approaching 50% were demonstrated. Although the basic optical properties of Cr>*-
doped LiSAF and LiSGaF are very similar, Cr*":LiSGaF pumped in the same
resonator configuration as Cr**:LiSAF demonstrates substantially higher output
power in CW (900 mW) and mode-locked (200 mW) operation [Sorokina et al. (1996)].
In the Q-switched regime Cr>*: LiSGaF produced four times more energy (12 pJ) at
10 kHz repetition rate than a Cr>* : LiSAF laser under the same conditions [Balembois
et al. (1997)]. In addition to CW and Q-switched ASSLs there is considerable demand
for compact, stable, reliable and tunable ultrafast laser sources. The Cr 3+, colquiriites
are especially well-suited as gain media in such diode-pumped lasers, given their
broadband gain over a spectral range similar to Ti-sapphire but suitable for GalnP/
AlGalnP laser diode-pumping. Various mode-locking systems have been used in the
almost routine production of sub-50fs pulses in diode-pumped, mode-locked
Cr**: LiSAF and LiSGaF lasers [Rizvi er al. (1992), Dymott and Ferguson (1995),
Sorokina et al. (1996)].

10.8.3 Optical nonlinearities and diode-pumped lasers

Nonlinear optical crystals have played an important role in laser development through
extensions of the wavelength operating characteristics into the ultraviolet and infrared
wavelength ranges not formerly accessible using conventional lasers. As discussed in
§3.3, §5.6 and §9.8 optical nonlinearities result from the static odd-parity distortions
that are present in certain crystals. Elements of the theory of nonlinear susceptibilities
presented there imply that families of compounds should be considered for their
potential as nonlinear optical media. Notable for their applicability were the ferro-
electric compounds ABO; with distorted perovskite structure, the dihydrogen phos-
phates and arsenates, the titanyl phosphates and arsenates and the crystalline borates.
Apparently no individual crystal has the appropriate combination of optical and
physical properties to be the material of choice for the entire spectral range from
150 nm to 3000 nm and compromises must be made in choosing materials for particular
applications. Crystals must have large second order d-coefficients in the spectral region
of interest, Eq. (5.168), with relatively large birefringences to permit a wide range of
phase-matching geometries for applications in harmonic generation and parametric
oscillation. In general, nonlinear optical crystals should have wide transparency ranges
from the infrared to the ultraviolet and large thresholds against photorefractive
damage by high intensity laser beams. Finally, crystals should have excellent chemical
and mechanical stability. Very few of the many different crystals studied find regular
deployment outside the research laboratory. The theoretical background to the
structure—property relationships of inorganic nonlinear optical crystals has been
reviewed by Chen (1993) and their applications as tunable coherent sources are outlined
by Lin (1990). Detailed materials considerations are reviewed by Bordui and
Fejer (1993).
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The outputs from conventional LDs, LD arrays and 1cm bar-arrays are highly
divergent and astigmatic. Malcolm and Ferguson (1991a) have described various
cavity schemes that efficiently match these outputs to the gain mode volume using
longitudinal end-pumped and transverse side-pumped (rod or slab) geometries. The
evolution in diode-pumped ASSL cavity design has led to spectacular improvements in
mode-locking performance and to novel all-solid-state ultrashort pulse lasers using
active and passive mode-locking techniques. Combining these mode-locking tech-
niques with Q-switching can yield exceptional peak powers useful for pumping tunable
gain media and nonlinear optical crystals.

The non-availability of powerful blue-green LDs results in commercial Ti-sapphire
lasers being pumped by bulky and expensive Ar* lasers, via the 2T, — 2E absorption
band. Malcolm and Ferguson (1991b) developed an ASSL based on Ti-sapphire
pumped at 523.5nm by the frequency doubled output from a LD-pumped Nd: YLF
laser simultaneously mode-locked and Q-switched to produce a high peak power
envelope of mode-locked pulses. The Nd: YLF laser was pumped by two 1 W laser
diodes and frequency doubled by non-critical phase matching in MgO : LiNbO; with
50% conversion efficiency. This ASSL had a threshold of 4.8 uJ absorbed energy and
maximum output of 3 uJ for 15.6 uJ absorbed in the form of a 100 ns pulse of free-
running linewidth 23 nm. Thus the peak power of this laser was 30 W. When a tuning
element was used the linewidth was less than 1 nm, with tuning from 705—-995 nm using
two mirror sets.

The simplest technique for frequency doubling, i.e. single pass doubling, is too
inefficient for CW and low average power mode-locked SSLs because of low peak
intensities in the nonlinear crystal. Mode-locked and Q-switched diode-pumped lasers,
such as the one described briefly for pumping Ti-sapphire, enable single pass doubling
to be efficient into the visible and ultraviolet regions. However, of even greater effi-
ciency are lasers that use the technique of resonant frequency doubling in an external
ring enhancement cavity [Maker and Ferguson (1990a)]. Such a technique, illustrated
in Fig. 1.8 and incorporating a LiB;Os crystal as the nonlinear frequency converter, has
been demonstrated to be 60% efficient, producing 600 mW of 523.5 nm output from
1 W of 1047 nm output from a diode-pumped Nd: YLF laser. Such sources provide a
useful means of pumping optical parametric oscillators to achieve wide-ranging tun-
ability and ultrashort pulses. A synchronously pumped all-solid-state OPO, illustrated
in Fig. 10.31, was pumped by the frequency-doubled Nd : YLF laser described earlier
(Fig. 1.8). The parametric medium was a LiB3Os crystal cut at Brewster’s angle.
Careful adjustment of the cavity length results in a doubly resonant threshold of only
3mW. By changing the crystal temperature it is possible to force singly resonant
operation. The temperature tuning performance under non-critical phase matching is
quite remarkable, Fig. 1.8, ranging from 650 nm to 2700 nm as the crystal temperature
is changed from 120-200 °C [Maker and Ferguson (1990b)].

Major research on nonlinear optical conversion focuses on blue and green coherent
light generation using diode lasers as pump sources. One approach is to use intracavity
frequency doubling in a LilO; crystal pumped by a Q-switched Cr-LiSAF laser, to give
tunable (395nm-435nm), 230ns pulses with 7mW of average power at 407 nm
[Balembois et al. (1992)]. It has also been possible to achieve CW frequency doubling of
Cr : LiSAF output pumped by LD at 670 nm using a KNbO; crystal cut for non-critical
phase matching. The second harmonic output was tunable from 427-443 nm with
13mW of CW power for an absorbed pump power of 650 mW.
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Figure 10.31. Schematic diagram of a synchronously pumped LBO optical
parametric oscillator [after Ferguson (1994)).

An alternative technique for producing single frequency blue light is the direct fre-
quency doubling of the LD output. Non-critical phase matching of ~ 800 nm LDs
has been achieved using bulk crystals of KNbO; [Giinter et al. (1979)] and
K;3_,Lis_y4,Nbs, 01542, (KLN) [Reid et al. (1992)]. However, KNbOj3 can easily be
converted to multi-domain structure by simple mechanical shock and is not
mechanically robust enough for real-life applications. KLN crystals have much
superior physical and optical properties for SHG of laser diodes. Nevertheless, the
complex phase relationships in the K,0-Li,O-Nb,Os tertiary equilibrium make it
difficult to determine exact growth conditions of crystals for frequency conversion of
fundamental wavelengths near 800 nm. Nevertheless, Jiang et al. (1998) have grown
crystals with compositions having different values of x and y satisfactory for NCPM for
second harmonic generation in the wavelength range 1050 nm to 820 nm at 300 K. The
visible range transmission cut-off occurs at 325 nm. The alkali boroxy-niobate family
of compounds, XB,NbOg with X =K, Rb, Cs,... have superior laser damage
thresholds and UV cut-off wavelengths (275nm) relative to LiNbO; and KLN and
have potential applications in SHG and OPO devices [Nicholls et al. (1997b)]. There
has also been much activity in frequency doubling LD radiation using
periodically poled channel and planar waveguides in LiINbO3, LiTaO;3, KTP and RTA
[Myers et al. (1995), Yamamoto et al. (1993), Risk and Loicano (1996)]. The
fundamental-to-second harmonic frequency conversion efficiency can be quite high
(2-5%).

Finally, we comment on recent efforts to develop efficient laser systems for self-
frequency-doubling in Nd-doped lasers. Kozlovsky et al. (1988) have reported
preliminary studies of self-frequency doubling, 1060nm to 530nm, in Nd**:
MgO:LiNbO;. Nd: YAB has been studied both for the production of fundamental
wavelengths of 1320nm and 1060 nm and for the generation of their second har-
monics at 660 nm and 530 nm, respectively using dye laser [Dorozhkhin et al. (1981)]
and flashlamp pumping [Luo et al. (1989b)]. However, diode-pumped laser operation
at 1064 nm and second harmonic generation at 532 nm using diode-pumping at 800 nm
was subsequently reported [Lin (1990)]. A CW input power of 450 mW from the LD
resulting in 1.5 mW of CW output at 1063 nm and 9 uW of green output at 532 nm.
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10.8.4 Microchip lasers

Recently reviews of microchip lasers operating on their fundamental transition have
been published by Zayhowski and Harrison (1996), by Zayhowski (1999) and by
Sinclair (1999). The cavity in a microchip laser is typically <1 mm? in volume, so short
(< 1 mm) that usually only a single longitudinal mode oscillates and in one polariza-
tion. The laser is inherently single frequency with very narrow linewidth. In dynamic
applications short cavity life times and small mode volumes permit rapid changes in
laser characteristics, leading to high rates of frequency modulation and ultrashort pulse
generation. Although Nd : YAG was the first material to be used as the active medium
in a microchip laser, various other host crystals have been used, including YLF, YVO,,
Y8105 (YOS), SFAP, SFVAP and YAB and its La and Scisomorphs. Rare-earth ion-
activated microchip lasers include Yb: YAG at 1.05 um, Er: Yb: glass for fibre-optic
applications near 1.5 yum and Tm : Ho energy transfer devices operating at 2.0 pm and
3.0 um for remote sensing and medical applications, respectively. A tunable Cr : LiSAF
microchip laser pumped with a 670 nm diode has been used in the spectral region 0.8—
1.0 um. The materials used in microchip lasers must have high absorption coefficients
at the pump wavelength to facilitate the use of thin crystals. This can be achieved by
selection of materials with high intrinsic oscillator strength such as Nd:YVO, or
Nd: LiKYF;s or by using such stoichiometric rare-earth compounds as LINdPO, or
Nd,La;_,Sc(BO3)s (NLSB), where 0 < x < 1. Although high RE** concentrations are
tolerated in YVO,, even higher concentrations may be substituted on the Gd** site in
the GdVO, isomorph, as we commented in §10.8.1. For single mode operation it is
helpful to have a narrow emission bandwidth: to obtain low pump thresholds and high
slope efficiencies the material must exhibit a high o.,7r product, Eq. (9.27). The
optothermal properties of microchip laser materials are as important as spectroscopic
properties. As the microchip cavity is optically pumped heat is deposited in the crystal.
In materials such as Nd : YAG, where the refractive index increases with temperature,
the resulting temperature profile results in a thermal waveguide, which is normally
single mode. Microchip lasers, in consequence, usually operate on the fundamental
transverse mode with extremely fine beam quality.

Many diode-pumped microchip lasers have been based on the resonance lines of
Nd** that oscillate near 1.06 and 1.32pm pumped with 805nm laser diodes. By
bonding a wafer of a piezoelectric material (e.g. LiTaO;) to the gain medium frequency
tunable CW lasers and high power, short pulse Q-switched microchip lasers can be
produced that perform as well as or better than conventional ion pumped lasers. There
are many potential applications of visible radiation at modest power and low cost that
may be satisfied by mirochip lasers. These shorter operating wavelengths can be
achieved by coherent upconversion through intracavity frequency doubling of diode-
pumped solid state lasers, a technique first achieved by Baer (1986). Sinclair (1999) and
his colleagues have used the frequency doubling route to achieve significant second
harmonic outputs at red, green and blue wavelengths. The red laser doubled the
1342 nm line from Nd : YVO, in a non-critically phase matched LBO crystal, whereas
the blue laser used the 946 nm transition of Nd: YAG doubled by a critically phase
matched KNbO; crystal. Both suffer from materials problems which further research
may resolve. The green laser produced an output of 158 mW from a Nd: YVO, /KTP
sandwich pumped by a 1.2 W diode. The short cavity helps to keep losses small and to
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maintain single frequency operation. Nd:YVQ, is now the material of choice for
the 4F3/2 -4 12 transition at 1.06 pm by virtue of its greater stimulated absorption
and emission cross sections, pump transition bandwidth and c.y,7.m product. How-
ever, it is possible that both Nd : YOS and Nd : SFAP outperform Nd: YVO, on the
4F3 n— 419/2,4113 12 transitions at 0.943 um and 1.32 pm, respectively, because of better
branching ratios to these transitions in these materials.

10.9 Concluding remarks

This monograph has presented theoretical and experimental phenomenology that
underpins the spectroscopy of solid state laser materials, whether they be crystalline or
non-crystalline. Crystal-field theory was developed in the early chapters and the static
and vibrational symmetry of the environment of optical centres shown to be of para-
mount importance, even in doped glasses. When consideration is given to optothermal
and optomechanical effects the concepts developed there are generally applicable to all-
solid-state lasers, whether CW or pulsed, low powered or high powered, large or
miniature. However, given the power of modern computers it is evident that molecular
orbital theories that incorporate the finite sizes of constituent ions will be deployed
increasingly in future, more realistic attempts to model laser-active centres in solids
[Woods et al. (1993), Aramburu et al. (1999)]. In this context covalency is crucial,
especially in low symmetry sites where directional bonding is significant. The illus-
trative examples discussed here included energy level assignments and polarized
transition rates of Ti>* and Cr3* ions in distorted octahedral sites and of Cr** ions in
distorted tetrahedral sites. Such techniques helped to resolve erroneous level assign-
ments made in early work on Cr**-doped lasers. Nevertheless, simple crystal-field
theory will continue to be a useful first approximation in interpreting the spectroscopic
properties of novel laser materials.

In the commercial sense, lasers that provide massive power for materials processing
in heavy industry will continue to feature among market leaders. They represent
mature technologies that may not require much further development. Major devel-
opment is more likely of miniature lasers, catalyzed by the emergence of low cost fibre
lasers/amplifiers and laser diodes. Traditional CW and short pulse lasers based on Nd-
YAG or Ar-ion laser pumping occupy whole laboratories, often requiring SOkW or
more of electrical power to produce 10-20 W of laser output. Such power consump-
tion, requirements of heat exchange cooling, costs of upgrading and regular main-
tenance, limit their widespread application, except in the research laboratory.

Trends towards miniaturization, involving the pumping of laser gain media and
nonlinear optical materials, were discussed in Chapters 1, 9 and 10. The fibre/wave-
guide/microchip geometry makes for the manufacture of rugged lasers that operate in
extreme conditions as compact, stable, and power-efficient structures. These lasers
have the potential for development over wavelengths from the near UV (250 nm) into
the near-infrared (2500 nm). For example, a diode array at 980 nm used to excite an
Yb3* fibre amplifier plus LBO frequency doubler in a resonantly enhanced laser cavity
can produce ca 10 W of laser output at 490 nm with a wall-plug efficiency of almost
50%. Such a laser would occupy a container with typical dimensions 20 x 20 x 10cm®.
Similarly compact sources can be configured using a diode bar laser at 800nm
or 1064nm to pump a miniature Nd-doped SSL that is then used to pump a tunable
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Cr** laser operating around 1300 nm (Mg,SiO,) or 1500 nm (YAG), the second and
third telecommunications windows, respectively. Alternative pumping schemes will
permit tunable laser output around 700-1000nm using Cr-colquiriite systems. The
microchip laser approach is particularly suitable for low and medium power applica-
tions, operating either on the primary laser wavelengths or as nonlinear optical devices.
Indeed, an UV microchip laser, containing fibre coupling to an 808 nm diode-pump
laser and using proximity coupling to the IR microchip laser (Nd-YAG), Q-switch
(Cr**: YAG) and nonlinear crystals (KTP and BBO), was fitted into a stainless steel
can measuring only 25mm long by 10mm diameter. The IR to UV conversion effi-
ciency of this device was over 6%, with more than 5mW of 266 nm light generated at
a pulse repetition rate of 10kHz and peak powers of over 2kW. The lifetime of the
entire device was limited by the laser diode rather than by the microchip components
[Zayhowski (1999)]. Although much miniaturization has proceeded with oxide-based
materials there is considerable potential for devices based on fluoride hosts, especially
glasses, where weak nonradiative decay of excited states of rare-earth ions allows
efficient lasing at visible wavelengths pumped by laser diodes in the infrared. All these
ASSLs are rugged and compact with good tolerance of the poor spectral characteristics
of the pump diodes without loss of efficiency. Such miniature lasers are revolutionizing
present day technology with real life and scientific applications in telecommunica-
tions, information technology, remote sensing, LIDAR, surgery and dermatology,
spectroscopy and laboratory testing of fibre communications hardware. Given such
wide-ranging applicability of ASSLs it is evident that the present level of feverish
developmental activity will continue apace well past the forseeable future.
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correlation, 231-235, 238, 243, 245, 251

corundum (Al,03), 4243, 68, 84, 122, 156,
162, 247-248
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coupled systems, 36-37, 47-50

coupling coefficients, 37, 47, 50, 140, 153

covalency, 28, 93, 123, 221-252

Cr**: chalcogenides, 336

Cr’” ion lasers, 2, 11, 17, 21, 90, 262-263,
271-274, 307-326

Cr3*:Yb**:Er’": fluorophosphate glasses,
358

Cr**: forsterite and related lasers, 17, 84,
164-166, 263-264, 277-278, 330-334

crude-adiabatic approximation, 157, 181,
186

crystal field (components, interactions,
matrix elements), 34, 50-56, 93-176,
188, 221-252, 290

crystal-field engineering, 28, 93, 253, 301

crystal-field levels (splitting, parameters,
states, terms), 12, 55-56, 107-132, 140,
159—-168

crystal-field stabilisation energies, 289

crystal-field theory (concept, model), 34, 55,
93, 97, 117, 126, 132, 221, 241

crystal growth, 77-90

crystal-pulling techniques, 81-86

crystal potential, 52, 93-94, 102-107,
112-115, 122, 126, 132-135, 139, 166

crystal structure(s), 29, 65-74, 106, 287

crystal system, 41

cubic (complexes, coordination, structures,
symmetry), 39, 52, 106-118, 139, 142

Czochralski growth, 77, 81-86

density-functional method, 238

Dexter—Klick—Russell (DKR) criterion, 185,
192, 246

diamond structure, 70

dichroism, 63

Dieke diagram, 12, 124-125, 342

diffusion model of D-A transfer, 202

dihydrogen phosphates and arsenates, 74,
88, 298

Dirac equation, 93, 226-227

Dirac-Fock equations, 237

directional solidification, 79-81

disordered solid solutions, 288, 313

dominant site symmetry, 29, 106-126, 139,
275

donor—acceptor (D-A) energy transfer,
195-200

donor—donor (D-D) energy transfer, 200

double point group, 53-54, 58-60, 107,
132-133

effective core potential, 128, 236-238,
244-246, 251

Einstein coefficients, 6, 144

electric dipole, 136-137, 139-142, 147,
156-159, 162, 164, 177, 188, 224, 244,
247, 251

electric quadrupole, 138-139, 156

electron-lattice coupling, 134, 146-156, 159,
169, 198

electrostatic interaction, 93-103, 115-118,
123, 132, 224, 227, 238

elpasolites (K,NaGaFg,, K;NaScFg,
Cs;NaYClg), 69, 160-163, 188-191,
244-246, 316

embedded cluster, 191, 241-244

emission bands and spectra, 14, 16, 131,
133, 162170, 244-245, 257, 261

empirical rules, 122-123, 286-294

energy transfer, 194-204, 213-217, 284,
351-354

energy-transfer upconversion (ETU), 194,
217, 354-357

Er** ion laser, 2, 18, 76, 265, 349-351, 353,
356

even-parity distortions, 66, 91, 107, 248

excited state absorption (ESA), 9, 22, 131,
167, 194, 204, 217, 282-284, 310, 319

F centre, 94, 126-129, 182, 192-193, 237,
254, 257, 275

F centre, 94, 303

F-aggregate centres, 16, 21, 94, 129-130,
258-261, 275, 304-306

ferroelectric perovskites, 25, 74, 85, 296

fine structure, 101-103, 107, 118-126, 133,
137-140, 159, 163-166

fixed frequency/wavelength lasers, 12

float zone melting, 86

fluoride garnet, 69

forsterite, 71, 278

four-level laser, 11, 14, 163

fracture toughness, 298-300

Franck—-Condon principle, 150, 160-161,
170, 185, 245, 256

frequency/wavelength tunable lasers, 16,
129, 148, 163-169

full width at half maximum (FWHM), 145,
170-171, 303

GaAs/AlGaAs diodes, 20

gain coefficient, 8, 303

garnets, 71, 83, 92

gaussian function, 169-172, 175, 230
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gemstones, 61-64

glass fibre lasers, 18, 126, 357-360

group of the Hamiltonian, 35-37, 54, 152,
223

group theory, 29-30, 50, 225

growth defects, 78, 81, 84, 91

Hamiltonian, 35-37, 4749, 54-57, 93-96,
126-128, 134, 146, 151-155, 174-187,
221-241

harmonic approximation, 146-148, 172-174,
181-183, 190

Hartree—Fock approximation, 226-244

high temperature solution growth (HTSG),
89

Ho’" ion lasers, 12, 351-357

homogeneous line width, 145, 151, 175, 267

hopping model of D-A transfer, 202

Huang—Rhys factor, 150-151, 160-161, 169,
187, 267, 316

Hiickel method, 240

Hund’s rules, 101-102, 105, 113-115, 118

hydrostatic pressure shifts, 163, 191,
244-246, 253

hydrothermal growth, 87

hyperfine interaction, 93, 128, 221, 225, 227

idiochromatic gems, 63

igneous rocks, 61

imitation gemstones, 63

InGaN/GaN diodes, 295

inhomogeneous line width, 151, 175, 267

intensity, 141-142, 156-159

intermediate-field approximation, 103-105,
113-115, 118, 122, 140, 166, 260, 272

inversion symmetry, 38-43, 52, 55, 109,
138-140, 153, 156

irreducible representations, 33-37, 44-60,
106-107, 113-117, 126, 131-133, 139,
152, 166, 221-224

isoelectronic ions, 156, 330

Jahn-Teller effect, 29, 151-156, 167, 207,
245, 248, 320
Judd-Ofelt theory, 158-159, 247, 336

Kleinman d-coefficients, 74, 296

KM_gF; perovskite, 69, 191

Knoop test, 62

Kr* ion laser, 1, 19

Kramers degeneracy, 54-55, 107, 133, 152,
167, 248

Kronecker product, 36-37, 47, 50, 57, 59,
98, 116, 139-140, 153, 164, 166
KZnF; perovskite, 69

Landau—Zener theory, 183-184, 187

lanthanide ions, 93-94, 98, 101-102, 169,
265

laser diode arrays, 295

laser-diode (LD) pumped lasers, 20, 299,
363-370

laser efficiency and threshold, 9, 21, 280,
319

laser glasses, 74

laser heated pedestal growth (LHPG), 87

laser tuning, 20, 266-270

lattice Green’s function, 172-174

lattice relaxation, 128-129, 160, 162, 239,
242-245

LBO (LiB30s), 4, 25, 74, 298, 367

Lie group, 29, 43-50, 58

ligand field, 221-226

ligand orbital, 222-226, 241, 247-252

line shape, 134, 145, 148-151, 156, 167-175,
181-183, 266-270

line width, 145, 172, 175, 267

linear combination of atomic orbitals
(LCAOQ), 221, 229, 231, 243-246, 275

linear coupling, 148-151, 157-158, 160,
167-174, 182-183, 185, 191-192, 245

lithium niobate (LiNbQO3), 4, 23, 85, 298,
361, 367

local exchange approximation, 238-239

Lorentz correction, 141

Lorentzian line shape, 145, 266

loss mechanisms, 9, 177

low-symmetry distortions, 66, 153, 163-167,
248, 275

luminescence cross section, 14, 206, 314

luminescence lifetime, 7, 14, 188, 191, 201,
212, 259, 272, 309, 315-317

luminescence quenching, 188-193, 209-210,
244, 280

luminescence transitions, 13, 177, 185-192,
204-205, 245, 248, 257, 312-318

macroscopic theory of D — A transfer,
199-204

magnetic dipole, 136-140, 156, 158, 162,
164

many-body perturbation theory (MBPT),
234-235

metal difluorides (MF,), 68, 85

metamorphic rocks, 61
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Index

Mexican-hat potential, 154—155

microchip lasers, 28, 369

microlasers, 295

microscopic theory (of D — A transfer),
195-199

mixed multiplicity, 121

mixed parity, 157, 186-187

mixed vibronic states, 163, 186-187, 272

Moh hardness, 62

molecular dynamics, 242

molecular orbital, 221-236, 241-251

molecular-orbital models, 244-251, 275-279,
312-315

Moller—Plesset perturbation theory (MPPT),
233-234

Mott formula, 179, 189-190

multi-configuration self-consistent field
(MCSCF), 233

multiplets, 96, 99-102, 124, 342

multiplicity, 97, 101, 121, 138-140, 160-162,
180, 188, 242

natural minerals, 61

Nd: glass laser, 2

Nd:LiF-KF-YF; system, 346-350

Nd** ions and lasers, 2, 124, 265, 346-350

Nd3*-Pr**: ZBLAN, 354

nephelauxetic effect, 123, 133, 221, 289

Ni** jon and lasers, 17, 109, 280, 306, 334

non-bonding orbital, 223-226

non-exponential decay, 200-204, 216, 285

non-radiative decay, 146, 188-190, 204, 246,
286

nonlinear coupling, 174, 183

nonlinear frequency conversion, 25

nonlinear optical crystals, 3, 25, 74

nonlinear susceptibility, 73, 175-176, 296

octahedral (complexes, coordination,
structures, symmetry), 3843, 52, 66,
106-126, 139, 148-168, 191, 221,
241-252, 254-256, 257, 262-263,
275-271, 312-328

odd-parity distortions, 66, 133, 133, 244,
247-252, 271, 296

open shell, 94-97, 101, 169, 230-231

operator equivalents, 103-105, 112, 133

optical line shapes, 266-270

optical line width, 145, 170-175, 266-270

optical nonlinearities, 296-298

optical spectra, 107-108, 123-124, 129, 131,
156-167, 169, 175, 212-214, 236,
244-247

optical transitions, 50, 107, 133-145, 150,
156, 169, 224, 239, 249, 255-270
oscillator strength, 141, 251, 314-315

parasitic absorption, 208

parity, 46, 107, 137-140, 156-157, 186187,
224, 244-252

Pauli principle, 57, 95-96, 100, 228, 231

perovskites (ABO3), 4

phonon absorption and emission, 177-182,
187-188, 190, 193

pleochroism, 63

Pm>** ions, 124, 351

point group, 29, 34, 38-42, 50-60, 65-74,
106-107, 113-122, 129-133, 221-223

point-ion approximation, 102-103, 112-113,
122-130, 221, 242-246

Poissonian line shape, 150, 168-170,
267-270

polarization selection rules, 275-279, 310,
312-314, 337-342

polarized oscillator strength, 314

Pople-Nesbet equations, 231

population inversion, 8

potassium niobate (KNbO;), 74, 297, 368

Pr” ion lasers 14, 124, 343-345, 354, 359

prepared state, 177180, 187

projection operators, 50-52, 178, 231, 236

promoting mode, 180-183, 186-187, 191

pseudopotential, 127-130, 192, 236-238

pulsed laser output, 24, 310

quadratic coupling, 157, 174, 182-183,
189-191

quantum-chemistry programs, 243-244, 251

quantum efficiency, 186, 192, 210, 260

quenching of luminescence (thermal and
athermal), 188, 192, 209-212, 244, 281

R-lines of Cr3™, 1, 121, 169, 253, 263, 306,
308

Racah coefficients, 4950

Racah parameters, 107, 109, 118, 123-126,
159, 289

radiationless (nonradiative) transitions, 146,
156, 177-193, 245-246

radiative energy transfer and trapping, 195,
284

rare-earth alumino- and scandio-borates, 90,
262, 325, 368

rare-earth garnets, 71, 263, 324, 334
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rare-earth ions, 14, 18, 93, 103, 106-107,
123-126, 138, 140, 156, 158, 182, 190,
228, 265, 336-363

rare-earth titanyl niobates, 87, 262, 326-327

Roothaan equations, 229-231, 239

ruby (Cr®*:AL,05), 1, 42-43, 68, 84-85,
121-122, 162, 169, 206, 253, 263, 267,
306

Russell-Saunders coupling, 94, 137-138

rutile (T;O,) structure, 68

sapphire (colourless, blue, pink, yellow), 68,
84, 122, 156, 167

scandium borate (ScBOj3), 189-190

sedimentary rocks, 61

selection rules, 29, 50, 136-140, 156,
247-250, 278

self-consistent field (SCF), 228-229, 233,
239-246

self-frequency doubling, 325-326, 368

semi-empirical methods, 191, 239-241

semiconductor diode laser, 20, 27

sensitized luminescence, 213-217, 351-358

sequential two-photon excitation pumping
(STEP), 194, 209, 217-219, 354-357

oTr product rule, 293, 370

single pass gain, 8

Slater determinant, 95-101, 117, 226-228,
231-233, 239

Slater integrals, 97-99, 107, 123, 289

Slater-type orbital (STO), 230, 239-240, 251

slope efficiency, 22, 320

soliton laser, 306

Sm>™* ions and lasers, 124, 336

space group, 29, 39-43, 65-74

spectrochemical series, 122-123, 288

spherical harmonics, 46, 50-51, 95, 102,
106-107

spherical tensor operators, 48—-50, 100-105,
120, 136-139, 152, 159

spin—orbit interaction, 93-94, 101-103,
107-109, 118-126, 132-133, 138,
162-167, 180, 187, 227-228, 238,
246-248, 272, 336, 342

spin-orbitals, 95, 117, 137, 140, 228-233,
238

spinel (MgAl,O,), 64, 87

spontaneous emission, 4, 6, 134, 142-145,
185

static coupling, 181-182, 186-187

stimulated absorption and emission, 6, 10,
142-144, 177

Stokes shift, 16, 150, 158, 163, 170, 242, 245

strong-field approximation, 103-105, 109,
115-123
synthetic gemstones, 63

Tanabe-Sugano theory and diagrams, 109,
117-118, 121, 159-160, 261, 307, 330

term (electronic), 96-118, 137-140, 164-166,
342

tetrahedral (complexes, coordination,
structures, symmetry), 39, 52-53, 70,
106-107, 112, 115, 122, 139, 156,
164-166, 263, 278, 330-334

thermal activation, 177-193

thermomechanical properties, 298-300

three-level laser, 9-11, 330, 360

Ti-sapphire (Ti**:ALO5) laser, 122,
166168, 247-250, 257, 262, 275-2717,
292, 307, 326-328

titanyl arsenates and phosphates, 4, 25, 88,
298, 366-368

TP(1) centre, 16, 131-133, 169, 192, 246,
247, 261, 306

Tm>* ion lasers, 124, 343-345, 352

transition probability, 50, 134-136, 139-144,
158, 235, 248

transition-metal ions, 15, 107-122, 159-168,
190-192, 244-251, 261-265, 306-336

trial function, 50, 126, 223-232

trichroism, 64

tunable lasers, 129, 148, 163, 167, 169,
303-346

unit cell composition, dimensions and
structure, 29, 41-43, 254, 286

upconversion luminescence, 194, 217,
351-357

V2* jons, 16, 109

V3* jons, 109, 330

valence bond, 225, 233

variational principle, 50, 126, 223-225, 228,
234, 237

vibronic bands, 146-175, 267-270, 302, 320

vibronic lasers, 169, 267, 302

vibronic states and wave functions, 155-156,
163, 186-187, 248-249, 272

vibronic structure, 245

vibronic transitions (2T2<->2E), 3,16,
166-168, 254, 267-274, 302

vibronic transitions (4T2<—>4A2), 3, 10, 16,
159-164, 204, 207, 212, 254, 267-270,
273, 312-317, 319-321
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waveguide amplifiers/lasers 19, 360-363

weak-field approximation, 103-105, 132,
140

Wigner—Eckart theorem, 48-50, 101-105,
120, 136-139, 153, 279

Wolfsberg—Helmholz model, 240-241

Xa method, 240

YAG (Y;Al150,,), 71, 163, 248

Yb** ions, 18, 124, 337, 342, 351, 356
YGG (Y3Ga5012), 71, 163

yttrium aluminate (YAI1O,), 247
yttrium orthovanate (YVO,), 86-88

zero-phonon line, 151, 158, 169, 174-175,
247-249









