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Preface

The present book is based on a one-year course of lectures given intermittently
during the years from 1990 to 2010 at the University of Heidelberg. The lectures
were devised as an in-depth introduction into many-body theory for finite electronic
systems, that is, molecules, atoms, and clusters, addressing graduate, doctoral, and
postdoctoral students, who were generally interested in quantum-chemical methods
and computations. The original course is essentially covered by the first 10 chap-
ters, while 7 additional chapters address further elaborations and extensions.

Many-body methods, or more accurately, field-theoretical many-body methods,
have originated in quantum field theory where they were developed as a means to
treat the physics of elementary particles. As was soon realized, these methods could
be transferred to the treatment of quantum many-body systems in solid-state phy-
sics and statistics, not conveying novel physics here but supplying a powerful new
formalism and a route toward alternative computational methods. Shortly afterward,
this formalism was taken up in the treatment of finite particle systems, first in
nuclear physics, and finally in quantum chemistry as well. It is now almost half a
century since computational schemes based on field-theoretical many-body theory
were developed and successfully applied to finite electronic systems.

In the field-theoretical approach, the many-particle problem is formulated in
terms of many-body Green’s functions or propagators. These entities are defined as
ground-state expectation values of time-dependent operator products, which, in
energy representation, take on the form of matrix elements of many-body resolvent
operators. They allow for a direct access to the energies and transition moments of
generalized excitation processes in the considered system, such as ionization
(electron removal), affinities (electron attachment), and neutral electronic excitation.

What is the advantage inherent to these methods and what can they actually do
better than the conventional procedures in dealing with small, medium size, and
large molecules? An apparent advantage is a direct access to physically relevant
quantities such as excitation energies and transition moments, which otherwise have
to be assembled from independent computations for the initial ground and final
excited states. But there is another, deeper justification, related to characteristic
shortcomings in the conventional approach.
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In the conventional quantum-theoretical treatment of finite many-electron sys-
tems, there are two basic tools: firstly, perturbation theory (PT), which, however, as
a computational scheme applies only to the N-electron ground state; and, secondly,
the standard numerical procedure of solving the time-independent Schrddinger
equation, that is, using suitable basis set expansions for the states of interest and
transforming the Schrddinger equation into the secular problem of the corre-
sponding matrix representation of the hamiltonian. The general problem of con-
figuration interaction (CI), as the standard procedure is referred to in quantum
chemistry, is the exponentially increasing dimension of the secular matrix,
d= <A;$ ), both with the size of the systems, reflected in the number of electrons, N,

and the demand for accuracy, reflected in the number M of one-particle states
underlying the many-electron basis states (CI configurations). This means that a full
CI treatment is not viable except for very small systems and limited one-particle
basis sets, and one has to resort to approximate CI schemes obtained by truncating
the configuration manifold in suitable ways.

Here, however, an unsuspected problem arises which disqualifies the CI as a
means of treating extended electron systems. In the CI secular equations, there is an
interaction (mixing) of configurations that differ exactly by a double excitation,
such as in a singly (S) excited configuration (relative to the reference state) and a
triply (T) excited configuration comprising the former single excitation.
A corresponding S-T secular matrix element is potentially “non-local”; that is, its
magnitude does not decrease or vanish when the involved single and double
excitations can be assigned to distant parts of the system or even to separate
fragments of a composite system. In truncated CI expansions, the presence of these
potentially non-local admixtures causes an uncontrollable error which grows with
the spatial extension of the system and, accordingly, is referred to as
size-consistency error.

The propagator methods, by contrast, do not suffer from this deficiency. As a
common feature, approximation schemes deriving from field-theoretical many-body
theory combine perturbation expansions (of the ground-state type) and eigenvalue
algebra within a generalized secular problem where in particular any potentially
non-local coupling contributions are taken care of in the PT part. As a consequence,
the propagator methods are inherently size-consistent and, moreover, more eco-
nomical, requiring distinctly smaller explicit configuration manifolds in the secular
problem than in CI expansions of comparable accuracy.

A brief guide to the tour through the five parts of this book may be helpful. The
first two chapters of Part I lay the groundwork for the quantum theory of
many-electron systems, addressing states, operators, the evaluation of matrix ele-
ments, and, finally, the use of second quantization. Thereupon, the prototypical
one-particle Green’s function or electron propagator is presented and discussed in
Chap. 3.
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In the four chapters of Part II, the formalism of diagrammatic perturbation theory
is developed, based on three central theorems, the Gell-Mann and Low theorem,
Wick’s theorem, and the linked-cluster theorem. At the end of that part, the reader
should be able to draw and evaluate Feynman diagrams.

However, the diagrammatic arts do not yet establish a procedure to compute the
electron propagator or the physical information conveyed therein. So with Chap. 8
in Part III, the focus shifts to the issue of developing computational schemes. Here,
the prominent starting point is the Dyson equation, relating the electron propagator
to the so-called self-energy. The latter quantity is itself subject to a diagrammatic
perturbation expansion, where the diagrams are simpler than those for the electron
propagator. The subject of Chap. 9 is the algebraic—diagrammatic construction
(ADC), a general procedure to generate systematic higher-order approximations
(ADC(n) schemes) to the self-energy, being consistent through order n, and, cru-
cially, reproducing the correct analytical structure of the self-energy. The ADC
procedure is quite versatile and can directly be applied to the electron propagator,
or, more accurately, to its (N + 1)-electron parts, as is demonstrated in Chap. 10.

Then, in Chaps. 11 and 12, our tour takes a remarkable turn: The direct ADC
approximations can be derived via a radically different route, namely a
wave-function-based approach referred to as intermediate state representation
(ISR). (An impetuous reader, already familiar with the topics of Chaps. 1 and 2,
might take a shortcut directly to Chaps. 11 and 12). The ISR concept bridges the
gap between propagator and wave-function methods, lifts certain limitations
inherent to the diagrammatic propagator approach, and allows for a rigorous
foundation (Chap. 12) of the defining many-body features.

In Part IV, we turn toward the physics of N-electron excitations and the
polarization propagator relevant here. Chapter 13 discusses how diagrammatic
perturbation theory can be adapted to the polarization propagator. The ADC and
ISR concepts for N-electron excitations are presented in Chap. 14, while Chap. 15
reviews the prominent random-phase approximation (RPA), being a paradigmatic
model in many-body theory. The final part V takes a look at two related approaches,
which may be seen as ISR variants: The equation-of-motion (EOM) methods
(Chap. 16) and methods based on the coupled-cluster (CC) ansatz (Chap. 17).

Altogether 9 appendices supplement the main text: Appendix A.l reviews
many-body perturbation theory and recollects some useful algebraic techniques;
some more lengthy proofs are deferred to Appendices A.2, A3, A4, and A.6;
extensions to Chaps. 8, 13, and 16 are given in Appendices A.5, A.7, and A.8,
respectively; the final Appendix A.9 compiles various explicit ADC expressions.

As may be permissible in a textbook, perhaps even advisable, the bibliography
has been kept relatively short and selective. In topics that are well documented in
the literature, only a few key papers or books are quoted. More comprehensive
reference is made to subjects or issues that are less familiar or amenable. And, of
course, I have tried to indicate the sources wherever the text draws upon exemplary
previous presentations.
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Many persons have contributed in various ways to the genesis of this book.
Foremost, it should be gratefully acknowledged that the students attending the
original lectures did, to paraphrase J. A. Wheeler, a great job in educating their
lecturer. And particular thanks go to Vitali Averbukh, one of the students then, now
holding a faculty position at the Imperial College London, who encouraged—well,
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Heidelberg, Germany Jochen Schirmer
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Part I
Many-Electron Systems and the Electron
Propagator



Chapter 1 ®)
Systems of Identical Particles oo

In the first section, we take a look at the basic ingredients in the quantum-theoretical
formulation of many-electron systems: wave functions (states) and operators. For
an in-depth discussion of physical aspects relevant here, the reader is referred to
Chap. XIV in the textbook by A. Messiah [1]. In dealing with many-particle systems,
the handling of matrix elements involving Slater determinants is required. Here, the
essential tool is a set of simple rules, referred to as Slater—Condon rules, which will
be considered in the second section of this chapter.

1.1 Many-Electron Wave Functions

In the following, we will consider a system of N identical (more strictly: indistin-
guishable) particles, specifically, electrons in an atom or molecule. Each particle is
associated with a set of three spatial coordinates, x, and a spin variable, o. Accord-
ingly, an N-particle wave function,

U= W(x,00,...,XN0N) (1.1)

is a function of the N sets of variables, x;0;, kK = 1, ..., N. The wave function is a
representation of an underlying abstract state |\W),

V(xi01,...,xyoN) = (xyon|...(x10(|¥) (1.2)

Here, |xo) denotes a (formal) one-particle eigenstate of the position and spin oper-
ators. For notational brevity, we shall occasionally combine the spatial and spin
variables,

£i = X;0; (13)

© Springer Nature Switzerland AG 2018 3
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4 1 Systems of Identical Particles
Using this notation, the wave function takes the form

W&o €)= Enl- - (&) (1.4)

Integration with respect to the £-variables is defined according to

/.../d&l...d&N=Z~-~Z/.../dx1...de (1.5)

To discuss the permutation symmetry, let us introduce permutation operators,
defined according to

PUE, . €0) = YEpays - Epwy) (1.6)
where P denotes a permutation of the figures 1, ..., N:
P: i— PG, i=12,....,N (1.7)

The set of permutations of N elements forms a group, referred to as the symmetric
group Sy, and so does the corresponding set of permutation operators. (Here, the
group multiplication is the successive application, P" = PP') The permutation
operators are unitary, that is, P~! = P7 (see Exercise 1.1). Each permutation can
be obtained as a product (consecutive application) of transpositions (exchanging
two figures). While this way of generating permutations is not unique, the number
of transpositions involved is either always even or always odd, depending on the
respective permutation. In that sense, a permutation P is said to be “even” or “odd,”
and a corresponding sign of P can be defined according to

(—1)P = {4—1, even number of transpositions (1.8)

—1, odd number of transpositions

The symmetrization postulate of quantum theory states that the wave functions
for a system of N uniform particles must be either totally symmetric (bosons) or
totally antisymmetric (fermions) with respect to any permutation of the particle vari-
ables:

(=DPW(,, ..., &y), fermions

(1.9)
W(,...,&y), bosons

PW(E,, ...y = {

In the following, we shall deal exclusively with fermions, specifically electrons. Here,
an immediate consequence of the symmetrization postulate is the Pauli principle,
stating that the wave function vanishes whenever the coordinates and spins of two
(or more) fermions coincide:

W), ... &) =0 for & =&, (i # ) (1.10)
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Itis useful to expand general N-electron states in terms of products of orthonormal
one-particle states

lgv) = 1g)17) (1.11)

Here, ¢ and v = :I:% are spatial and spin quantum numbers, respectively. We shall
also use the notation v = «, (3, established in quantum chemistry. Note that the one-
particle states are themselves products of spatial states, |¢), and spin states, |7),
fulfilling the orthonormal conditions

(qlg’) =d40. (YY) =04y (1.12)

The corresponding wave functions are

g (x) = (x|q)
X~ (o) = (o]v)

The spin functions may also be written in spinor form,

) o)

A common choice of spatial orbitals is the set of molecular orbitals (MOs) generated
by a Hartree—Fock (HF) or self-consistent field (SCF) computation of the N-electron
ground state.

For a more abstract representation, it is helpful to replace the pair of a spatial and
a spin quantum number by single comprehensive spin-orbital quantum number

gy =q (1.13)

which, for notational economy, may be labeled by the same latin letter. (Whether
q labels a spin-orbital or merely a spatial orbital will be clear from the respective
context.) Accordingly, spin-orbital wave functions may be written as

Ve (&) = (€lg) (1.14)

A simple (not yet antisymmetric) product state of N electrons, in which the ith
electron “occupies” the spin-orbital ¢;, may be written as

V) = lg1)lg2) - - lgn) (1.15)

The corresponding wave function takes on the form (Hartree product)

W&, En) = Vg (1) - gy (En) = (Enl - (&ilq1) - - gn) (1.16)
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AsinEq. (1.4),1&,)...|&€y) denotes the corresponding Hartree product (in ket form)
of the one-particle coordinate eigenfunctions |&;).

For a convenient formulation of antisymmetric product states, it is expedient to
introduce the antisymmetrization operator

~ 1 ~
A= m2}):(—1)1’1:' (1.17)

Here, the sum runs over all N! permutations P (of N elements). The following
properties are readily established (see Exercise 1.2):

A= A" hermiticity (1.18)
PA=(—1)PA (1.19)
N = A projector (1.20)

With the help of the antisymmetrization operator, we may define normalized anti-
symmetric product states according to

=

Algi) ... Iqn)

1
2 (=D lgrw) - lgpw)) (1.21)
P

lg1...qn) = (NV)

The corresponding wave function takes on the form

Wal€s .-, 8n) = (Enl---(&llgr .. qn)
1
= 7 D D Py ED Vg €)Wy En)
P

1
= —WE (=D g Epa) e Ere) - Yoy Epry)  (122)
TP

Note that W, is normalized (supposing orthonormal one-particle states (g;|). Alter-
natively, one could use the antisymmetrized coordinate eigenstate

1
€1 Ex) = (VD72 Y (=D I€p) - - 1Epey) (1.23)
P

rather than the product of the (§;| states. However, there is a subtlety as according to

En - &g .qn) = VNIWLE, ... Ey) (1.24)
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the result has to be multiplied with 1/+/N! to yield a normalized wave function (see
Exercise 1.4).

Owing to the formal equivalence to the definition of matrix determinants, an
antisymmetric product state wave function can also be written in the form of a
determinant of spin-orbitals, referred to as Slater determinant:

¢q1 (51) ’L/)ql (52) T ,(/}(1] (£N)
1 ¢(]2(£1) 1/’42(52) %(EN)

ﬁ (1.25)

Uy, .. 8y = : ) :
¢qN (51) ¢qN (52) ¢61N (EN)

A shorthand notation for the Slater determinant (including the normalization factor)
is as follows:

WAy, En) = U €DV (€2) - - Yy (1) (1.26)

The antisymmetric product states fulfill the following properties:

1. Symmetry with respect to permutations:

Plgi...qn) = (=DF|q1...qn) (1.27)

2. Pauli principle (the wave function vanishes if two electrons occupy the same
one-particle state):

lg1...qn) =0 if gi=gq;, i # ] (1.28)

3. Linear combination of spin-orbitals:

g1 ...qi—1(aqg + bq")qgit1 ... qN)
=alqi...qi—19Gi+1---qn) +blq1 ... qi—19'qiv1 ... qn) (1.29)

The (multi-)linearity of the Slater determinants can be generalized to an arbitrary
linear transformation

N
Gi) =Y _lgj)\Uji. U eC (1.30)
j=1

of the set of spin-orbitals, yielding the expression

g1 .. qn) = det(U)]q: ... qn) (1.31)

for the Slater determinant of the transformed spin-orbitals. Here, det(U) is the deter-
minant of the matrix of elements Uy,;. Equation (1.31) can readily be derived (Exer-
cise 1.3) using the properties (1.27)—(1.29).



8 1 Systems of Identical Particles

For a complete basis set of one-particle states, the manifold of product states
lg1-..9n), q1 < g2 < --- < gy forms a basis of the Hilbert space of antisymmetric
N-electron states.

Physical observables are represented by (hermitian) operators. For an N-electron
system, the operators usually are of the form

N

W, = Z w(i) one-particle operator (1.32)
i=1
N N

Wo = 6. j) =3 . j) two-particle operator (1.33)
i<j i

Here, w(i) is a one-particle operator acting on the coordinates of the ith electron.
Likewise, w(i, j) denotes a two-particle operator, the action of which depends on
the coordinates of both the ith and the jth electrons. While in the elementary physics
of interacting electrons only one- and two-particle operators arise, one may, at least
formally, introduce r-particle operators W, with r > 3. Consistent with the indistin-
guishability of the particles, these operators are symmetric, which means they are
invariant with respect to a permutation of the numbering of the electrons:

~

Wr:ﬁWrﬁ_l or Wrﬁzﬁwrs r= 172"" (134)

The (nonrelativistic) hamiltonian for an N-electron atom or molecule may serve
as an example:

N K N
A o ez &2 ZoZpe?
H = ——A(l) — - e + 1 + a
;{ 2m, ;lxi_Rﬂ 2[;1 |x,»—xj| ;|R0—Rb|
(1.35)

Here, Z, and R, denote the nuclear charge numbers and positions. The last term
is the nuclear repulsion, which for fixed nuclear positions is simply a constant, not
affecting the electronic motion. The electronic hamiltonian (without the nuclear
repulsion term),

H=T+V (1.36)
is composed of a one-particle part
N
T = Zf(i) (1.37)
i=1

associated with the kinetic energy of the electrons and the electron—nuclei interaction,
and the electronic Coulomb repulsion,
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V=13Y"0G.)) (1.38)
i#]

being a two-particle operator. It should be noted that H is spin-independent; that
is, its constituents act exclusively on the spatial coordinates of the electrons. Spin-
dependent terms come into play when relativistic effects are taken into consideration.

1.2 Matrix Elements for Many-Electron States

In dealing with many-particle systems, the handling of matrix elements involving
Slater determinants is required. The basic tool here is a set of simple rules, referred
to as Slater—Condon rules, which we consider in the following.

Let us consider a general Slater determinant

|®) =1q1-..qn) (1.39)

corresponding to a specific choice of one-particle states of a given orthonormal basis
set {|q)}. We shall specifically address three cases, namely (a) scalar products, (b)
matrix elements of one-particle operators, and (c) matrix elements of two-particle
operators.

(a) Scalar products:
Let us first consider the scalar product (®|®):

(q1---qnlqr - qn) = Nail ... (gn|ATAlg1) . . Igw) (1.40)
= Nq|.. (gnlBlg1) - - . lgn) (1.41)

In the second line, we have used ATA = A2 = A, following from the hermiticity and
projector properties (1.18) and (1.20), respectively. Note that the states appearing
to the left and right sides of A are Hartree products. To proceed, we use the defini-
tion (1.17) of the antisymmetrization operator and evaluate the scalar products of the
respective Hartree product states:

1
(1. -anlqr-..qn) = N=5 Z(-DP(Ql lapy) - - - (anlgrw))
P

= (q11q1)(q2192) . . . {gnlgn) = 1 (1.42)

Of all permutations, only the identical permutation, P (i) = i, gives rise to a non-
vanishing contribution, as in all others there is at least one vanishing overlap factor,
(gklqi) = 0, gx # q;- The final result as given in the second line of Eq. (1.42) estab-
lishes the first Slater—Condon rule (SC) for scalar products (al).
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The preceding treatment can readily be extended to the case of differing Slater
determinants. Let

|®) =1q1...qk...9n)
D) =lg1...q"...qn), 4" #q1,....qn (1.43)

denote two Slater determinants differing at exactly one position. Performing the same
algebra as in Eqgs. (1.41) and (1.42), the second line of Eq. (1.42) becomes

(@'|®) = (qilq1) ---(q'lgk) - .. (gnlgn) =0

as even for the identical permutation there is one vanishing scalar product, (g'|qx) =
0. In the same manner, Slater determinants differing at two or more positions can be
treated. The emerging SC rule a2 can be stated as follows:

The scalar product of two Slater determinants vanishes if they differ at least in one
position (upon appropriate ordering of the orbitals).

(b) One-particle operators: .
In the discussion of the matrix elements (®'| W |®) of a general one-particle operator,

R N
- Zﬁ)(i)
i=1

we distinguish three cases: (i) |®') = |®); (if) |®) and |®’) differ in one position;
(iii) they differ in two or more positions.

(i) Here, the evaluation of the matrix element proceeds as follows:

(@|W|®) = Ngqil... (gn|ATWhlg1) ... lgn)
= NYqil... (gn|Whiq1) ... lgn)

N
=Y =D @l Aan| Y 0G@) lgpmy) - lgra)) (1.44)
P

i=1

Bemdes the hermiticity and projector properties (1.18) and (1.20), we here have used
AW = WA, being an immediate consequence of the commutation relation (1.34).
Each term in the third line of Eq. (1.44) is a product of N —1 overlap factors and a
single one-particle integral:

N

N
(D|W|D) =ZZ 41|111|11P<i))1—[<‘1j|61P(j>>
izl P

J#i

N
Z ailblg:) (1.45)
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Here,

(plila) = [ 0@ v, €1 (1.46)

denotes the one-particle matrix element for the spin-orbitals p and g. As in the case
of the scalar products, the product of overlap factors vanishes for all permutations
except for the identical permutation, giving rise to the simple final result in the sec-
ond line of Eq. (1.45). This constitutes the first SC rule (b1) for matrix elements of
a one-particle operator.

(if) In the case of two Slater determinants (1.43), differing at the kth position, the eval-
uation of the matrix element (®’| W |®) is largely analogous to case (i) in Eq. (1.44).
Again, in summing over the permutations only the identical permutation survives,
and only the summation over the one-particle indices remains,

N
(@' |W|D) = (qilq1) .- (q'1Dlqe) - - (gnlan) + D _(gildlgi) g lqi) ] (ailay)
ik J#ik

Here, the term corresponding to i = k has been taken out of the sum. Obviously,
the first term on the right-hand side is the only non-vanishing one, because all other
summands contain the vanishing overlap factor (g’|g). The final result (constituting
the SC rule b2) reads .

(D|W|®) = (q'|Dlqx)

(iii) If the Slater determinants differ at two positions, say at k and / (k < [),

©) = g1 e di- - an)
) =lq1...q"..q"an) 4" Fq"Faq . an (1.47)

the matrix element is readily seen to vanish,
(@"|W|®) =0

The corresponding SC rule (b3) is that for a one-particle operator the matrix element
of two Slater determinants vanishes if they differ in two or more positions (upon
appropriate reordering).

(c) Two-particle operators:
In the following, we consider an arbitrary two-particle operator, written in the form

V=>"0G.)) (1.48)
i<j

As above, we shall distinguish several cases, here (i)—(iv), corresponding to the
number of positions in which the two Slater determinants differ.
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(i) Expectation values:
Like in the case of the one-particle operator, we may use the operator identity ATV A =
V A, which allows us to write

(@IV|®) = Nlqi|...(gnIVAIg1) ... lgn)
= > =D aqil . Aanl Y 0GP lgray) - 1gpan)
P

i<j

=Y =D qiq;ldlareare) | | axlara) (1.49)

i<j P ki, j

where

(paldlrs) = / / A€, dE, 07 (€T (ED(E, €U (€€ (150)

denotes the two-particle matrix element, involving the four spin-orbitals p, g, r, s;
we shall also use the familiar shorthand notation

qurs = (P51|1A’|VS) (151)

For a given pair (i, j) in the third line of Eq. (1.49), the overlap product implies that
only two permutations lead to a non-vanishing contribution, namely the identical
permutation where

P@) =i, P(=]j
and the transposition exchanging i and j,

P =j, P(=i
The situation can be depicted in the following scheme

q1 q; qj qN

L X

q1 q; qj qN

Since a transposition, being an odd permutation, implies the sign (—1)” = —1, one
arrives at the result

(VD) =Y ({qiq;1019i9;) — (@iqj1919;41)) = D Vaataa) =3 O Vaalag)
i<j i<j i,j

(1.52)

The two integrals in the integrand, referred to as direct and exchange integrals, can

be combined in the antisymmetrized two-particle integral
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VP‘I[VS] = qurs - qu&r (153)

Equation (1.52) constitutes the first SC rule (c1) for the two-particle matrix elements.
(i) Slater determinants differing at one position:

The matrix element (CD/|I7|<I>) for the two Slater determinants (1.39) and (1.43),
differing at the kth position, can be evaluated as above, yielding

(@NVI®) =D (=D a1l (gl \an| D_ DG, Dlgray) - - - lgpe)

P i<j

where ¢’ is at the kth position of the Slater determinant on the left. If ¢’ does not
enter the two-particle integral, that is, if i, j # k, there will be a vanishing overlap
factor, (q’|gpx)) = 0, irrespective of the permutation P. This means that the dou-
ble summation running over the orbital indices i < j becomes a single summation

according to
PIEDIDD
i<j i<k Jj>k
j=k i=k
This gives
(@VI®D) =D > (=D (qiq 1Blgraygrw) [ [ @lara)

i<k P Ii.k

+ 3> =D @ 0lgrwarg) [ ] @lara)

j>k P 1]k
(1.54)

Let us consider the first term (A) on the right-hand side. The overlap product restricts
the permutations to the identical permutation and the transposition

PGi)=k, Pk) =i

as indicated in the following scheme:

/

a1 4i q an

[ X

q1 qi gk an

Taking the sign of the transposition into account, the first term on the right-hand side
of Eq. (1.54) becomes

(A) = ((a:q'1Dlgiqx) — (g4’ 1Dlqi:))

i<k
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In the same way, the second term (B) in Eq. (1.54) can be treated. Bringing both
contributions together, the final result (SC rule ¢2) can be written as

N
(@'|V|®) =Y (qiq'Idlgiq) — (@id'Dlgxai) = D Vagtgqn (159
i\ik i=1

Note that the restriction i # k in the summation can be dropped because antisym-
metric two-particle integral vanishes for i = k.

(iii) Slater determinants differing at two positions:

The matrix element involving the two determinants (1.47) is evaluated according to

(@"V]®) = Z( D@l Aq g Aaw] D 0G0 lgeay) - - - lapan)

i<j

where ¢’ and ¢” are in the positions k and /, respectively. The overlap argument
means that only the contribution with i = k, j =/ does not vanish in the double
summation over i, j. Again, the overlap product on the right-hand side restricts the
permutations to the identical permutation and the transposition exchanging k and /.
The final result (SC rule ¢3) reads

(@ |VI®) = Vygrigian (1.56)

(iv) In a similar way, one can see that the matrix element of a two-particle operator
vanishes if the two determinants differ in three or more positions (upon appropriate
ordering of the orbitals). This is SC rule c4.

Examples:
As an example, let us consider the ground-state Slater determinant,

|do) = |12...N) (1.57)

in which |g), g = 1, ..., N, are the N energetically lowest Hartree—Fock (HF) spin-
orbitals. The expectation value of the hamiltonian (1.35) can readily be evaluated
according to the SC rules b1 and ¢l,

(®o| H| Do) = Zr,, +1 Z Vijiij) (1.58)
i,j=1

where #;; = (i|7]j) and V;;; denote the one- and two-particle integrals, respectively.
The Slater determinant

|®u) = |1...(k— Datk+1)...N), a> N (1.59)
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corresponds to a singly excited state (with respect to |®g)), in which the kth electron
is excited to the virtual orbital a. The matrix element

N
(k| V| Do) = Z Viatik] (1.60)
i—1

may serve as an example for the SC rule ¢2.

To evaluate matrix elements for differing Slater determinants, one has to assure
that the orbitals are ordered in the form supposed in the derivation of the SC rules.
At the end of the next section, we shall demonstrate how this can be achieved quite
conveniently using second quantization.

Spin-Free Expressions:

Finally, we take a look at the derivation of spin-free expressions for many-electron
matrix elements, which applies to operators acting on the spatial variables only. Let
us again expand the spin-orbital quantum numbers used so far into the pair of spatial
and spin quantum numbers:

q—4q97

and recall that the spin-orbitals are products of spatial and spin-orbitals,

Vgy (&) = ©q (X)x+(0) (1.61)

For a spatial operator, the one-particle integrals (1.46) simplify according to

(pyIwlgy') = (7I7’>/sﬁ’;(x)lb<pq(x)dx
=0,y Wy (1.62)

where w), is a spatial one-particle integral, and the spin-integral becomes a trivial
Kronecker delta. In a similar way, the general two-particle integrals can be evaluated
to become

2

{(pyqoldlrpsT) = <7|p><0|7>//dxldxzwj‘,(xl)cpz(xz)msor(xl)%(xz)

= 5,6 Vyars (1.63)

The simplification of the spin—orbit integrals can readily be exploited in the many-
electron matrix elements. As an example, let us consider the ground-state expectation
value (1.58) of the hamiltonian. Supposing that there are n = %N spatial orbitals,
each occupied by a spin-« and spin-( electron,

|Dg) = |§01a§0]ﬁ cee @na()@nﬂ)
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the one-particle part can be evaluated as follows:

N n
DoE=) D v
i=1

p=1~v=a,8

= Z D Gty = 2Zt,,,, (1.64)

p=1y=a,3

Here, the spin-orbitals have been expanded according to i = p~y.

To evaluate the Coulomb part, the antisymmetric Coulomb integrals have to be
written in the original explicit form, because the direct and exchange integrals differ
with respect to the spin-integration,

N
N . B
(@o|V|®o) = 2 Z ijij = wl = Z Z Vivay pvavy quv’qv’pv)

i,j=1 r.q=lvy=a,3

= Z Z 5”/75“/'"1’ qupq - 6’)’“/’ quqp)
p.q=1v,y=a,

= 2 Z (4Vﬂqpq 2quqp) (1.65)
r.q=1

The spin-orbital indices i, j in the first line have been expanded according to
i=pv.Jj=q7.

Exercises

1.1 Show that the permutation operator is a unitary operator. .

1.2 Establish the properties (1.18)—(1.20) for the antisymmetrization operator A.

1.3 Derive the relation (1.31) for an orbital transformation in the Slater determinant.

1.4 Consider an antisymmetrized normalized state | ) with the (normalized) wave
function W (&, ..., €y). Show that

(Ey.. & W) =VNIWE,, ... &) (1.66)

where |, ...&y) is given by Eq. (1.23).

1.5 EvaluaAte for the state (Al .59) the excitation energy (through first order) E (1) =
(Pui | H|Dgp) — (Dol H | D).

1.6 Specify the spin-orbitals in |®,;) according to a — a~y, k — k~' as products of
spatial orbitals and spin functions, and form one singlet and three triplet states
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as suitable linear combinations of the “primitive” states |® 4 1), 7. ¥ = a, (.

Evaluate the spin-free expressions for the singlet and triplet excitation energies
'E(1) and 3E,; (1), respectively.

Reference

1. Messiah A (1967) Quantum mechanics. North-Holland Publishing Company, Amsterdam



Chapter 2 ®)
Second Quantization Cecte

The concept of second quantization (SQ), originally developed in quantum field the-
ory, has proven to be an indispensable tool in many-body theory since it allows one to
represent many-electron states and operators in an utmost flexible and compact way.
In this chapter, we shall review the SQ formalism at some length. The presentation
of the SQ operator algebra in the first three subsections is essentially based on a
concise formulation in the appendix of a textbook by Baumgirtner and Schuck [1],
who acknowledge unpublished lecture notes by W. Brenig. A combination of SQ
and the SC rules, described in Sect.2.4, leads to a practical means for evaluating
many-electron matrix elements. The SQ field operators relate to underlying one-
particle states. The transformations of the field operators induced by changes of the
one-particle representation are considered in the final subsection.

2.1 Definition of Creation and Destruction Operators

The starting point is a complete set (basis) of orthonormal one-particle states |gq),

(6] |q/> = 5qq’

> la)gl =1
q

and the corresponding basis set of normalized antisymmetric N-electron product
states,

l91G2 ... qn), g1 < q2 < -+ < gn

as introduced in Chap. 1. So far, the electron number N was assumed to be arbitrary
but fixed. Now, we extend the scope to allow for variable electron numbers. For this
purpose, the concept of the Fock space is introduced,

© Springer Nature Switzerland AG 2018 19
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F=Hy®@H &H; & - (2.1)

being the direct sum of the N-electron Hilbert spaces, N =0, 1, ..., where for
N > 2 we may confine us to the subspace of antisymmetric states, Hﬁ,. For N =0,
the Hilbert space H) is spanned by exactly one state, referred to as the vacuum state,
|2).

Obviously, F is a linear vector space, with a scalar product defined within each of
the linear subspaces. The definition of the scalar product can easily be generalized,

. dilar...qv) =0 if N#N 2.2)

to cover products of states with differing electron numbers.

Having established the mathematical background, we are in the position to intro-
duce “fermion operators,” more specifically, creation and destruction operators.
Let us first consider the creation operators, which can be defined by specifying their
action on the Fock-space basis states:

char..an) =la1-..qng) (2.3)

Acting on a product state of N electrons, cfl generates a product state of N + 1
electrons, “creating” an electron in the one-particle state g. Note that |g; ... gng) = 0
unless g # qi, ..., gn. Beginning with

ch12) = lq) (2.4)
an N-electron product state can be generated according to
q1...qn) =c} ...c} |2) (2.5)

by letting the creation operators act successively on the vacuum state.

Next, let us consider the effect of the hermitian conjugate operator, ¢, that is,
cq = (c;)f, acting on an N-electron product state. For this purpose, we expand the
state of interest in terms of the Fock-space basis states:

/

Clgr---an) = Y lgi - qn)dl - -dhlcglar - - qn)

41<qy<q),
N'=0,1,...

= Y lgi---an)ar - -anleilar - ay)t (26)

41<qy<qy,
N'=0,1,...

In the second line, we have used the relation (W|I§|d>) = (d>|1§*|‘-1—')* to replace ¢,
by cji Since
Ty / _ / /
cglay---an) =gy - -qn q)
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is a state of N’ +1 electrons, the scalar products in the second line of Eq. (2.6) vanish
unless N’ = N —1, and the latter equation is simplified accordingly:

Clgr--.any = > lgi---gy_Mai---anlellal - g ) @)

r_ /
d1<42"<4n_1

This means that, acting on an N-electron state, ¢, generates an (N — 1)-electron state,
¢lq1 ... qn) € HA_,. Since the effect of the ¢, operators is to remove (“destroy”)
an electron, they are referred to as destruction operators. Acting on the vacuum state
yields the null vector,

@) =0 (2.8)

Using the Slater—Condon rules al and a2 for scalar products, Eq. (2.7) can be further
evaluated according to

cglar-qny = Y. lai..-ay_Mar---qnlg} - ay_ @)
4 <y <qy_y
= 0gqn 191 ---aN=1) = Oqqn_11q1 - -AN-2GN) + Sqqn_>1q1 - - -AN-3 N -1 GN) &9)

The destruction operator ¢, removes an electron in the orbital g provided ¢ is present
in |q;...qn), thatis, g € {q; ...qn}. The phases arise from aligning the positions
of ¢ and ¢; in the two product states if ¢ = ¢;,i = 1,..., N.

2.2 Anticommutation Relations for Creation
and Destruction Operators

To establish the anticommutation relations for the operators, we apply the operators

Cps cg successively to an arbitrary basis state,

cpcllar .. qn) = cplar .. .qng)
=0Opglq1---qn) = Op.gylqi---gn-19) + ... (2.10)

and in the reversed order

cgcplql e gN) = 0pgular - cqn-19) — Opgy g1 - gqn—2gng) + ... (2.11)

Here, Eqs. (2.3) and (2.9) have been used. Comparing the latter two equations, one
sees that all the terms of Eq. (2.11) do also appear in Eq. (2.10), though with different
signs. This means that these terms cancel each other when both equations are added,
and only the first (unmatched) term in Eq. (2.10) survives:
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(cpcg + c;c,,)|q1 e gN) = 0pglqr .. qN)
Since this holds for arbitrary basis states, we may conclude the operator identity
{c;, cp} = cpc; + c;cp =0pq (2.12)
In a similar way, the relations

el cil =0, {cpcs}=0 (2.13)

p’7q

can be derived. The anticommutator relations (2.12) and (2.13) establish a versatile
tool for handling the many-electron product states (2.5) in an algebraic manner.

2.3 Operators in Second Quantization

The creation and destruction operators of second quantization allow us to represent
physical operators in a very advantageous way, as will be discussed in the following.
Let us first consider operators of the one-particle type (Eq. 1.32):

N
W= Z W) (2.14)
i=1

In second quantization, the operator W can be written in a more general form, which
is no longer referring to a specific N-electron space:

W'=Y "wyche, (2.15)
p.q

where w,, = (p|W|g) denote the one-particle integrals (1.46). To prove the equiva-
lence of the two forms (for a specific electron number N), let us inspect the matrix
elements of W’ with respect to the basis set of N-electron product states. Using the
anticommutator algebra established above, the result of applying W to a general
product state becomes

Z wpqc;cq|q1 .o.gN) = Z Z wpq,.c;cq,. lg1...gN)
P-g pooa

=" wpglq1---gi1pGis1 - qn)
P qi

Note that here no overall sign change occurs because a pair of operators is moved
to the respective position in the product state. Since, according to the SC rules al
and a2,
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(q1...gN1q1 .- qic1PGiv1 - - qN) = Opq,

the expectation value is given by

N
(G- avIWigr .. qn) = Y Wy, (2.16)

which means we have verified the SC rule bl. The matrix element for two product
states differing at one position, say position k, can readily be evaluated to give

1 qp - anIWlgi .. qn) = Wy, (2.17)

This reproduces SC rule b2, and, in a similar way, also b3 can be verified. To conclude,
within the respective N-electron space the operators W and W' are equivalent,

prqc Cq (2.18)

In the following, we will skip the apostrophe used to distinguish the general second-
quantization form of the operator from the original one.

In an analogous way, the equivalence of a two-particle operator in the traditional
(wave-function) form (Eq. 1.33),

N
V=" G (2.19)

and the second-quantization form

V=1 Vynciclee, (2.20)
P.q.r.s

can be shown, where Vs = (pq|d|rs) denote the two-particle integrals (1.50).
Note that the order of the operators, ¢y and ¢,, on the right-hand side of Eq. (2.20)
differs from the order of the corresponding indices in the two-electron integral, V.

As an example, let us just verify the first SC rule (c1) for the two-particle operator.

If V is applied to a general N-electron product state, we find

N T~ T WA
Vigi...qn) = 7 Z qursc ¢, Cscrlql =3 Z Z qu[q,q,]c Cq_;cqi g1 ---qN)
p.q.rs P.q qi<qj

Here, the case g; > ¢ is accounted for by the antisymmetrized two-electron integral,
Vgigian = Vpaaia; = Viaq;q:- Since

(q1 . ~-CIN|C;CZquCq;|f]l -+ +qN) = Opg,0qq; — Opq; Oqq,
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the expectation value becomes

% 1
(q1---qnIVlgi...qn) = 2 Z V. igjlgiq;l — Vq_/Q1[q1q_/]) = Z V. iq;lgiq;] (2.21)
qi<q;j qi<q;

which is exactly as given by Eq. (1.52).

As noted above, three-particle operators, or more general, r-particle operators,
r > 3, do not arise in the context of ab initio many-particle physics. Of course, the
SQ representation of operators can readily be extended to the case of r > 3.

A few remarks concerning the use of the SQ operator representations are in order:

1. As we have already noted, the SQ representation of operators is independent of
the particle number, as it should be the case for genuine Fock-space operators. On
the other hand, the SQ representation is based on a specific choice of one-particle
states. Often, one uses the orbitals obtained from a Hartree—Fock (HF) treatment
of the N-electron ground state. This means that the SQ representation may depend
on the electron number in an implicit manner. This should be kept in mind when
SQ operators based on N-electron HF orbitals are used in computations of systems
composed of N &= 1, N £ 2, ... electrons.

2. Using the SQ representation, one can readily introduce model hamiltonians to
study, e.g., electron correlation in a simplified way. An example is the well-known
Hubbard hamiltonian,

H=—t) (ccipry+clyy e+ Y Ucliclyciscia (2.22)
i,y i

Here, the index 7 labels sites in a one-dimensional model crystal, ¢ is the so-called
hopping parameter, and U parameterizes the on-site Coulomb repulsion.
A specific Fock-space operator is the particle number operator

N=Y cicp. Nlgi...qv)=Nlgi...qn) (2.23)
P

3. Based on an N-electron product ground state, |$g) = |1... N), which usually
will be the HF ground state, excited product states can be conveniently introduced
according to

|Puk) = ¢l x| Do) 1 p-1h (single) excitations
|Baprt) = cicherer|®o), a <b,k <1 2p-2h (double) excitations

|cbabcklm> = ...

(2.24)

States of N —1 or N +1 electrons can be written as
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[N~y = ¢ | Do) 1h excitations
DN ") = clera|@o), k <1 2h-1p excitations
N-1
[P st ) = - -
(2.25)
or
[N = ] |Do) 1p excitations
o)) = CZCZCHCDO), a<b 2p-1h excitations
(2.26)
respectively. Here, the indices k, I, m, ... and a, b, c, ... refer to occupied and
unoccupied (virtual) orbitals, respectively, with regard to |®g). In a similar way,
one may represent states of N £2, N £ 3, ... electrons.

4. The SQ representation of states and operators can be used to evaluate matrix
elements in an algebraic way. As an example, consider the matrix element of
a one-particle operator taken with respect to a single excitation, |®,;), and the
ground state, |Dg):

(k| W[ Do) = (Polcjca D wpgchcg|Po)
P.q

=D wpy(Polcicachey | Do)
P4

Now the commutator algebra of the c-operators can be used to move ¢, and cZ to
the right-hand side, yielding

<q)()|C]tCaC;Cq|CD()) = 6ap5kq
where we have used ¢, |®() = 0 and cZ|CDO> = 0. The final result is
(Do | W[ Do) = war (2.27)

The evaluation of ground-state expectation values for products of c-operators,
which is the essential step in the computation of matrix elements, can be treated in
a systematic manner, as will be discussed in Chap. 5. However, for more demand-
ing matrix elements this procedure becomes rather cumbersome. A more practical
approach consists in using the SQ representation to bring the product states into a
form adapted to the SC rules, discussed in the preceding chapter. We will demon-
strate the latter approach with the help of a few examples below.
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2.4 Combining Second Quantization and Slater—Condon
Rules

Let us first examine the simple matrix element (P | W |®p). We have found it helpful
to introduce an illustration of the product ground state,

| Do) = \ (2.28)

in terms of a rectangular box divided into N cells, where the kth cell represents the
occupied orbital k in |®g). Using that graphical representation, the two states on the
left- and right-hand side of the matrix element may be placed on top of each other
according to

i |

[ Do)

] E \ (2.29)
] \ (2.30)

On the right-hand side of the first line the operator pair ¢]c; has been commuted to
the position k, to the effect that the orbital & is replaced by the orbital a. Note that
the total number of commutations required to reach position k is even, so that the
resulting phase is 41. Now the two states are in the form supposed in the SC rule
b2, yielding

(Pl W Do) = wak 2.31)
In a similar way, one may readily obtain the result
(@it |V 1P0) = Vipaguay (2.32)

for the matrix element of a two-particle operator according to SC rule ¢3. In the
procedure of commuting operator pairs of the initial product ¢ cZ crc; totherespective
positions in | D), it is recommended to first commute the operator pair cz ¢y, to position
k, and subsequently the remaining pair ¢ ¢; to the position /.

To see how the procedure works in a more demanding case, let us consider the
Coulomb matrix element

(@il

for two (N — 1)-electron states. First, we suppose j # k, . Again, we place the semi-
graphical representations of the two states, (I) and (II), on top of each other,

- o[ T T 1] ]

(2.33)

ub=caal [ [i] [V J=al [a] [i[ [1] ]

(2.34)
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For the state (II), the operator pair cz ¢ can be commuted to the position k without
involving a sign change, as is indicated on the right-hand side of the second line.
To proceed, we commute the two operators cj. and cf in |®g) to the left. This goes
with an unspecified number of sign changes, indicated by the phase factor (—1)",
depending on the relative positions of j and [:

=i T[T Jor
an=add[ a1 _[] Je

Since the same phase factor arises in both (I) and (II), it will drop out in forming the
matrix element. Straightforward operator algebra then yields

0=d[ 1T Jev
an=d[[a]_[]_[] Jewe

where the sign (—1) in the second line arises from (anti-) commuting the operators
¢y and cj.. Now we have reached a form where the two product states differ exactly
at two positions. Taking the resulting sign into account, SC rule ¢3 gives

(@Y IN) = = Vietja (2.35)

In an analogous way, the case j = k (or j = [) can be treated. Here, the two states
can readily be reshaped such that they differ exactly at one position, and the SC rule
c2 applies:
(@ VRN == Via) (2.36)
i#k

It is interesting to note that the corresponding matrix element of the full hamiltonian,
H =T + V,is simply given by

(@Y H|ON) = —Virgja) (2.37)

comprising the case j = k(I), provided the one-particle states are HF orbitals (see
Exercise 2.2).

2.5 Change of the One-Particle Representation

The SQ creation and destruction operators are defined with respect to a given choice
of one-particle states (orbitals). This means that a change of the underlying one-
particle basis will result in a corresponding transformation of the fermion operators.
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Let us consider two sets of orthonormal one-particle states, denoted by |g) and |5),
respectively, being related by a unitary transformation according to

=" 19)(ql3) (2.38)
q

where (g|s) is the unitary overlap matrix of the two sets of orbitals. Let us denote the
fermion operators associated with the second set of orbitals by b! (and by). Applying
b} to an arbitrary N-electron basis state (in the g-representation) gives

bllg1...qn) =lq1-..qn3)
—Z|QI -qng)(ql5)

=Y (ISl -qn) (2.39)
q

where the expansion (2.38) of |s) has been used in the second line. From Eq. (2.39),
we can infer the operator relation

bl =Y (ql5)c] (2.40)
q

The transformation of the destruction operators is obtained by taking the hermitian
conjugate of Eq. (2.40)

by =Y (qli)cg =) (la)e, (241)

q q

The inverse transformation are given by

ch =Y Bla)bl, ¢, =) (qlS)b, (2.42)

N s

A distinguished representation is based on the (continuous) one-particle eigen-
states of the position and spin operators, |£) = |xo). Here, the transformations relat-
ing to normalized one-particle states, considered so far, are given by

p) = / dg 1€) ¥, (&) (2.43)
& =" lg) ;&) (2.44)
q

where 1,(§) = (€| p). Accordingly, one may define operators
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Tt _ T
G =) el
q

(&) =) gty (€ (2.45)
q

creating or destructing, respectively, a particle with spin ¢ at the position x. These
operators, also referred to as field operators, obey the commutation relations

{1 (), D(E)) = 6(x — x)0,0r
(&), 0 =0, W&, 0" EN=0 (2.46)

In terms of field operators, the one- and two-particle operators take on the forms

W = [ aea©d©be©

V=t [ [ aeagse )i @b @beie 2.47)
and the N-electron coordinate eigenstate (1.21) can be written as

€. Ey) =0T (Ey) .. 0T (€)DD) (2.48)

A useful mixed representation, associated with the products |x)x- (o) of position
operator eigenstates and spin-functions, is given according to

P ="l i), hy ) =" g (x) (2.49)
q q

Here, the original spin-orbital quantum number ¢ has been expanded into the pair
of a spatial and a spin quantum number, g — g+, and ¢, (x) is the spatial orbital in
the spin-orbital 1), (&) as in Eq. (1.61).

Exercises

2.1 Verify the SC rules ¢1-c4 for the two-particle operator (2.20) using the approach
discussed in Sect. 2.4.

2.2 (a) Evaluate the matrix element (43;.\’_1 |FI|<I>;V,<71) for the cases k = jand/ = j.
Show that for HF orbitals the result is as given by Eq. (2.37).
(b) Evaluate the matrix elements (<I>§V - \A/|<I>f:’b;,1m) and (@, ‘7|(Dbcdklm>-

2.3 (a) Evaluate the commutator [c;, ‘7] where V is a two-particle operator in the
form (2.20).
(b) Evaluate the commutator [A, B] for the one-particle operators
A = Zr,s a”CjCS’ B = Zu,v bqulCU.



30 2 Second Quantization

2.4 Going beyond one-particle physics, the simplest model is the two-electron—

two-orbital (2E-20) system, as, for example, the hydrogen molecule in the
minimal-basis approximation. There are two spatial (Hartree—Fock) orbitals,
®g, Gu, assumed to be real and of different symmetry (e.g., with respect to inver-
sion). Let t44, t,,, denote the corresponding matrix elements of the one-particle
part of the hamiltonian, and V444, Viuuu, Vyguus Vgugu the non-vanishing spatial
Coulomb integrals.
(a) Determine the Hartree—Fock orbital energies, €, €,, according to Eq. (4.5).
(b) Write the two-electron ground state as a linear combination of the two basis
states (CI configurations) of g-symmetry, |®o) = |gagf|, |®1) = |uauF| and
determine the elements of the hamiltonian (secular) matrix,

hoo  hot
h = 2.50
(hlo hn) (2:50)

(c) Solve the 2 x 2 secular problem and determine the ground-state energy, ey,
and eigenvector, x(; use here abbreviations, e.g., i1; = hgo + A, hoy = V.
2.5 Write the hamiltonian of the 2E-20 model in second quantization.

Reference

1. Baumgirtner G, Schuck P (1968) Kernmodelle. Bibliographisches Institut, Mannheim



Chapter 3 ®)
One-Particle Green’s Function Check for

The one-particle Green’s function or electron propagator, which we shall introduce
in this chapter, is the first and simplest member in the hierarchy of many-body
Green’s functions [1-3]. While the formal definition looks rather abstract and even
forbidding, the benefits afforded by an approach based on the electron propagator
should become clear after the theory has been more fully described. Before working
through the various derivations, the reader might take a first look at Egs. (3.24), (3.25)
in which the essence of the electron propagator is apparent: Its elements are matrix
elements of the many-body resolvent operator taken with respect to states of N+ 1 or
N —1 electrons. This indicates that the physics conveyed by the electron propagator
relates to excitations of the system following the addition of one electron (elec-
tron attachment) or the removal of one electron (ionization). We shall refer exclu-
sively to the electron propagator in much of the book, that is, when we develop the
formalism of diagrammatic perturbation theory in Chaps.4—7 and establish practical
approximation methods in Chaps. 8—12. The polarization propagator and the physics
of N-electron excitations will be considered in the Chaps. 13—15 of Part I'V.

3.1 Definition and Relation to Physical Quantities

In the following, we suppose a basis set of one-particle states | p) and the associated
creation and destruction operators c;, ¢, as introduced in Chap.2. We consider an
N-electron system with the hamiltonian

H=T+V = thqc;cq + % Z qumc;cgcscr (3.1)

and a non-degenerate (normalized) ground state |W,) of energy E,. Moreover, we
define time-dependent or Heisenberg operators according to

c;[t] = eiH’c;efiH’, cplt] = e"Htc,,eﬂ'Ht 3.2)
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For notational brevity here and in the following, atomic units will be supposed where
h = 1. In the chosen representation, the electron propagator or one-particle Green’s
function (GF) G (¢, t') is a matrix of time-dependent functions (components) defined
according to

G g (1,1) = =if(t — ') (Wole, [11e] [ 11Wo) + 0" — 1) (Vole] [1']e, 11| Wo)
(3.3)
Here, 6(¢) denotes the step function

1, t>0
OERT 3.4
() 0. 1<0 3.4

The notation can be shortened by using the time-ordering operator T, also referred
to as Wick’s operator. Acting on a product of time-dependent fermion operators, T
reorders the factors in such a way that operators with larger times are to the left of
those with smaller times; T also introduces a sign (—1)?, where P is the permutation
transforming the original order into the final one. The result is also referred to as
time-ordered product. In the case of two operators, the time-ordered product is
simply given by

cp[t]c;[t’], t >t

A T / J—
T(cp[t]cq[t ) = —c;[l/]cp[t]’ t<t

(3.5)

This allows us to write the electron propagator components in the more compact
form A
Gy (1, 1) = =i (WolT (cplrlc)lr']) [Wo) (3.6)

As seen from the definition (3.3), the electron propagator consists of two parts,
G(t,t)=G (1, 1)+ G (1,1)

As will be shown below, the two parts contain spectral information related to electron
attachment (G ) and electron removal or ionization (G ™). Accordingly, the two parts
are also referred to as (N +1)- and (N — 1)-electron parts, respectively.

Let us have a closer look at the physical content of the (N + 1)-electron part. As a
first step, one may insert the explicit definition of the time-dependent operators (3.2)
in Eq. (3.3):

G;q(t, t/) — _ia(t _ t/)(\IJO|e[Htcpe—theth’cjl'e—th/|\Ij0>

= —if(t — t’)efEW*f’)(\po|c,,e*”9<’*”)c;|\p0> (3.7)

This shows that the GF components depend only on the difference # — ¢’ of the
two time arguments. To proceed, we insert the resolution of the identity in terms of
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a complete set of energy eigenstates | W) of the (N +1)-electron system in the
ground-state expectation value in Eq. (3.7). This yields

Gy (1. 1) = —if(t — 1) Y e ETTECD (e [N (BN e wg) - (3.8)
n

This expression is essentially a sum of periodic functions of ¢ — #’, where the frequen-
cies can be identified with electron attachment energies, Eg — EN*!. In an analogous
way, the (N — 1)-electron part can be written as

Gy t.1) =0 — 1) Y & BT B (g | W (W e, [ W) (3.9)

Atthis point, itis useful to switch to the so-called energy representation, obtained
by Fourier transform according to

oo
Gpyw) = f ei“(”’/)GPq(t, tHd(r — 1) (3.10)
—o0
The inverse transformation is given by

o]

G N 2 [ e, wd 3.11
pa (. 1) | € pg(W)dw (3.11)

—00

As can be seen by inspecting the Fourier transform of one of the time-dependent
functions in Eq. (3.8),

o]

() = / e [~ibrye B0 ar

—00

o0
= i / il E EolT g (3.12)
0

the time integral is ill-defined at the upper limit, # = oo. This can be cured in an unam-
biguous way by augmenting the step function with a convergence factor according
to

O(r) — 0(r)e” " (3.13)

where 7 is a positive infinitesimal. Using this convergence factor, the time inte-
gral (3.12) simply becomes
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o0
0

1
w—ENT + Eg+in

(3.14)

As the reader should verify, the inverse transformation

o0
1 .
g;(T) = — / ef'wfnJr(w)dw
27
—0oQ
oY .
_ 1 e dw = —if(T)e e I E —E0T (3 15)
2 ) w—EN' + Eg+in
—0Q

reproduces the original time function. Note that in the contour integrations required
here the integration paths involve (infinite) semi-circles in the upper and lower com-
plex w-plane for the cases 7 < 0 and 7 > 0, respectively.

An analogous convergence factor has to be applied to the (N — 1)-electron part,
which suggests to introduce these changes already in the definition (3.3) of the
electron propagator:

Gpg(t, 1)) = =it — ') "~ (Wo|c, [1]c) [1]| o)
+i0(" — 0)e"" " (Wl [1']e, [ W) (3.16)

The energy representation of the electron propagator according to the extended def-
inition (3.16) is given by

G (Wole, (WY H) (W Y+ ] 1 Wo) (Wole] WY1 (WY e, | Wo)
Pq(w)_; w+ Eo— E) +in Z w+EY = Eog—in
(3.17)
In this form, also referred to as spectral representation or Lehmann representation,
the physical content of the electron propagator becomes manifest. The two parts G;q
and G, are given by sums of simple poles in the lower and upper complex w-plane,
respectively, where the electron affinities

A, = Ey— EN! (3.18)

and the ionization energies

I,=EN"'—E, (3.19)
are identified as the negative pole positions —w,, of G;q and G, , respectively. In a
schematical way, the pole structure of the electron propagator is illustrated in Fig. 3.1.
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Fig. 3.1 Pole structure of
the electron propagator

(N — 1)-particle poles | (IV + 1)-particle poles

X X X X X X

ionisation energies electron affinities

The corresponding pole strengths are given as products of so-called spectroscopic
factors,

X = (Wle, W), ne{N+1} (3.20)
X = (WY eplWo),  nefN -1} (3.21)

As a consequence of the anticommutator relation (2.12), the pole strengths fulfill the
following sum rule:

(n) ,.(n) (n) ,.(m)* _
Z xp" xq” 4 Z xp" xq” * = 0pg (3.22)
{ }

ne{N+1} ne{N—1

To get an idea of the meaning of the spectroscopic factors, one may inspect the
following (simplified) expression for the partial photo-ionization cross section for
generating the final ionic state |¥¥ ') and a continuum electron with kinetic energy
€ = hv — I,,, where hv is the energy of the incident light:

2

2 A
on(©) ~ 3|3 (eldIp)xy” (3.23)
P

Here (c|d| p) is the matrix element of the one-particle dipole operator with respect
to the orbital | p) and the one-particle scattering state |¢) of energy <. The factors xfy”)
weight the “participation” of individual orbitals in the final ionic state. Often there is
only one dominant orbital contribution, and the sum on the right-hand side reduces
to a single term.

It should be noted that the summation over discrete states supposed in the
form (3.17) of the spectral representation can be generalized to comprise the respec-
tive continua. In the case of N —1 electrons, for example, the propagator component
G, would comprise both a discrete summation and an integral of the form

/dE :U'pq(E).
w+E—Ey—in
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where (1,4 (E) is a function of the energy E.
By undoing the resolution of the identity in the spectral representation (3.17), one
obtains the following compact forms

~ -1,
G @) = (Wole, (w —H+Eo+ in> ¢l 1Wo) (3.24)

. N —1
Gy (@) = (Wolc] (w +H—E, - in) ¢y Wo) (3.25)

This shows that GjE (w) are essentially matrix elements of the many-body resol-

vent (w — H )~!, taken with respect to (N £ 1)-electron states c;|\llo) and c,|W¥p),
respectively.

3.2 Ground-State Expectation Values

Besides spectral information on the (N =+ 1)-electron systems, the electron propagator
allows one to obtain ground-state expectation values of one-particle operators. As
basic quantities, let us consider the elements of the one-particle density matrix

Prs = (lIJ0|c;rcr|\IIO> (326)
Comparison with the electron propagator according to Egs. (3.3) or (3.16) shows that

prs = lim (=)Gy(t, 1) (3.27)
t'—t

where 1 — t* means a limit in which 7" approaches ¢ strictly from above, ¢’ > r.
As a consequence of equating times that way, only the (N — 1)-electron part survives
(since O(t — t') = 0 for ¢’ > r), and we may write

prs = —iGps(t,17) = =G (1,17) (3.28)

where 1T is used as an abbreviation for the limit " — 7, ¢’ > t. Accordingly, the
ground-state expectation value of one-particle operator

A=Y "ancfe (3.29)
can be written as
(Wol A|Wo) = Zamp” = —i ZamG;a,t*) (3.30)

Introducing the matrix
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A= (ay,) (3.31)

of the one-particle matrix elements, the ground-state expectation value can be written
according to .
(WolA|Wo) = —iTr(AG ™ (t,tT)) (3.32)

as the trace of a matrix product.

The constant quantities G, (¢, 1) obtained by equating the time arguments in the
prescribed way can be derived as well from the energy representation of the electron
propagator by putting ¢’ =t + €, € > 0, in the Fourier transform (3.10):

+ . 1 iwe ~—
Gyt t7) =1lim — | G, (wdw, >0
e—0 27

The factor e/“* suggests to solve the integral by contour integration, where the contour
closes in the upper complex w-plane, yielding

Gs(t, 1) = zl 7& G- (w)dw (3.33)
™

Since the G part has only poles in the lower complex w-plane, we may also write

1
= L 7é G (w)ds (3.34)
27

The validity of Eq. (3.33) can easily be verified by performing the contour integration
for the spectral representation (3.17) of G(w) or G~ (w). The equivalent to Eq. (3.32)
then reads

. 1
(Wo|A|Wg) = P 7£Tr (AG™ (w)) dw (3.35)

3.3 Ground-State Energy

The ground-state energy, expressed as the ground-state expectation value of the
hamiltonian,

A 1 -
Eo = (Yol H|Wo) = ) trs (Wolefea[Wo) + 5 D~ Visun(Wolcfcevcu Wo) - (3.36)

can also be derived from the electron propagator, even though the second term
involves two-particle density matrix elements. This becomes possible because the
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electron propagator obeys an equation of motion (EOM) to be discussed in the fol-
lowing.
Let us first consider the time derivative of the time-dependent destruction operator:

el =i (¢Mrepe 1) = [ey e 3o

The commutator appearing in the last expression is readily evaluated (see Exer-
cise 2.3), which gives

0 .
i=epltl =3 tpsesltl 4 3 Voswe]ltleultleale] (3.38)

S,u,v

Now the time derivative of the electron propagator with respect to the time argument
¢ can be written as

) .
i, Gt 1) = 6(t — 1) (Woll {c,lt], c][1'1}) Wo
A 0 .
— (| [(z‘@c,,m) c;[t’]} |Wo)
= 00t — 1)) =i Y tp (WoIT [e,[t1c][£'T] [Wo)

— i) Voo (WolT [} [F1eu[11eu[r1e)[1']] W) (3.39)

S0

The delta function arises from the time derivative of the step function. For equal
times, ¢ = ¢/, the anticommutator in the first line becomes {cp [z1, c; [t/]} — Opg-
Note that we have disregarded here the convergence factors e*"“~*" of the extended
definition (3.16); the additional terms arising from the time derivatives of the con-
vergence factors vanish for r = ¢’, which is of interest below. The last equation can
be cast into the form

0

i5qu(t7 t/) - thsqu(t, t/) = 5pq6(t - t/) +i Z Vpsquuu,qs(t’ N l‘/, t+)
S s,u,v

(3.40)

which makes explicit that the EOM of the one-particle GF involves the next higher

member in a hierarchy of many-body Green’s functions, namely the two-particle GF

defined as follows:
G (i, 13 ], 1) = (=W [erlnlealileb 1] (]| 1wo) (34D

Here the indices 1,2, 1’,2’ are used as an abbreviated notation for general one-
particle quantum numbers, e.g., | = p.
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To establish a relation to the ground-state energy, we take the sum of the diago-
nal elements in Eq.(3.39), >~ i » & G,p(t,t'), and equate the time arguments in the
fashion described above. Thus we find

B . R
Ziac,,,,(z, 1) — i (Wo|T|Wo) = 2i (Wo| V| Wo) (3.42)
)4

Note that in the limit ¢ — ¢, ¢’ > ¢ the term J,,0(t — ¢') on the right-hand side of
Eq. (3.40) must be skipped. Using Eq.(3.32) to relate the ground-state expectation
value of T to the electron propagator finally yields

Eo = (Wo|T + VW) = Z o Gt ) — thqup(t, ) (3.43)
P-q
The analogous expression in the energy representation reads

Ey= L% Tr{(wl+T)Gw)]dw = L7§ Tr[(wl +T) Gf(w)] dw
4mi Ai

(3.44)
As above, this result is obtained from Eq.(3.43) by replacing the time-dependent
propagator components with

E—>

1 )
+\ — 13 iw -
Gpg(t,t7) = lm})% / e ngq(w)dw, e>0 (3.45)

The relation (3.44) can also be derived directly. The contour integrations for the
products wG ,, (w) can be readily evaluated to give

5 P w6, @dw = — Z (EN=' — Eo) (Wole [N =) (W)Y |, | Wo)

= (Wolc]lc,. HI[Wo) = —(Wolc) (H — Eg)c,|Wo)  (3.46)
This establishes the following sum rule for the ionization spectra:

S (ENTN = Eo)xx) = (Wolch (A — Eo)e,|Wo)  (347)
ne{N—1}

To arrive at Eq. (3.44), we take the trace on both sides of Eq. (3.46) and evaluate the
commutators in the first term of the second line (see Exercise2.3). This yields

> #7& WG, (W)dw = (Wo| T W) + 2(Wo|V | Wp) (3.48)
> 2mi
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Combining this result with the ground-state expectation value of T according to
Egs. (3.35), (3.44) is readily retrieved.

3.4 Free One-Particle Green’s Function

The electron propagator can be specialized to a system of N non-interacting particles
with a hamiltonian of the form

N
Hy = holi) =Y e:clc, (3.49)
i=1

The orbitals |r) are supposed to be eigenstates of ho, and the N -particle ground state
|®p) is given by the Slater determinant of the N energetically lowest orbitals |r). As
an example of particular importance, we may consider the HF approximation for an
atom or molecule, where |r) are ground-state HF orbitals, and fzo is the (one-particle)
HF operator.

The time-dependent Heisenberg operators simply become

Cp(l‘) — eiﬁolcpe—iﬁol — e—isptcp (350)
since 5
i ep) = e, Hole ™" = ¢ ¢, (1) (3.51)

Replacing H with Hy and | W) with |®g) in the general definition (3.3), one obtains
the so-called free Green’s function (free electron propagator)

GO, (t. 1)) = —ie =5, (0(t — )i, — Ot — t)n) (3.52)

Here n,, n, = 1 — n, denote occupation numbers with respect to @),

I, p<N
n, = { P= (3.53)
0, p>N

The corresponding energy representation

n n
G° =6 L L 3.54
ra (@) pq(w—€p+in+w—5,,—in> ( )

is obtained via Fourier transformation using convergence factors e*~!") as dis-
cussed above. The free propagator is diagonal, and for each orbital p, there is exactly
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one pole, located in the lower or upper complex w-plane depending on whether p
is an occupied (n, = 1) or unoccupied (n, = 0) orbital in the ground-state Slater
determinant. The ionization energies and electron affinities are simply given by —e¢,,
that is, the negative orbital energies.

For the diagonal components Ggp (t,t"), the EOM assumes the simple form

8 ! I !
iEGgp(t,t)—spGgp(t,t) =6(t—1) (3.55)

As solutions of the latter inhomogeneous differential equation, the functions
Ggp (t, t") are denoted as (mathematical) Green’s functions, here for the differential

operator (i % —€ ,,). It is this proximity to mathematical Green’s functions which has
led to the designation “many-body Green’s functions” in the present context. Note
that Eq.(3.55) has two distinct solutions, differing with respect to their “causal”
behavior. The comparison with the definition (3.52) shows that either the “retarded”
solution, ~@(t — t’), or the “advanced” solution, ~0(t" — t), is adopted depending
on whethern, = 1 or n, = 1, respectively.

Exercises

3.1 Spin symmetry of the electron propagator: Write the spin-orbital indices in their
expanded form, p — p-y, and show that G, g0 = G pg,qp and G po g5 = 0, sup-
posing a non-degenerate ground state |\Wy).

3.2 Revisit the 2E-20 model of Exercise 2.4 and
(a) Determine the ionization potentials and electron affinities;

(b) Evaluate explicitly the spectral representation (3.17) for G g, ga (w).
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Part 11
Formalism of Diagrammatic Perturbation
Theory

How can the electron propagator or other propagators actually be computed? And
will the eventual computational schemes offer distinct advantages over the conven-
tional computational methodology based on wave functions and the Schrodinger
equation? A prominent route to the computation of propagators is provided by the
formalism of diagrammatic perturbation theory, in which the contributions to the PT
expansions of the propagator matrix elements are represented in the form of graph-
ical schemes, the famous Feynman diagrams and variations thereof. The following
Chaps. 4-6 establish the diagrammatic perturbation theory specifically for the elec-
tron propagator. Three basic theorems, namely the Gell-Mann and Low theorem,
Wick’s theorem, and the linked-cluster theorem constitute the core of the formalism.
They are discussed in Chaps. 4 and 5. Here our presentation owes much to Chap. 3
in the exemplary textbook by Fetter and Walecka [1]. Based on those theorems,
the rules to draw and evaluate Feynman diagrams are derived and demonstrated in
Chap. 6. The final Chap. 7 deals with the time-ordered or Goldstone diagrams, which
allow for a direct diagrammatical access to the results of the various time or energy
integrations required in the evaluation of the Feynman diagrams.

It should be noted that there are non-diagrammatic approaches as well, such as
the algebraic propagator methods reviewed in Chap. 16, the hierarchy of coupled
time-dependent equations of motion for many-body Green’s functions [2], and the
method of functional derivatives [3].
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Chapter 4 ®)
Perturbation Theory for the Electron oo
Propagator

As in the familiar Rayleigh—Schrédinger perturbation theory (RSPT) for the N-
electron ground state discussed in Appendix A.l, the starting point for perturbation
theory is a division of the original hamiltonian (3.1) into two parts,

H=T+V==H,+H (4.1)

where Hy, defining the zeroth-order part, is a one-particle hamiltonian associated
with non-interacting particles, and

H=H-H=W+V (4.2)

is the interaction part, comprising the bare electron repulsion, \7, and, possibly, a
remainder of the one-particle part of the hamiltonian,

W=1- I:IO = Z wrscIcs 4.3)
In the so-called Mgller—Plesset (MP) partitioning,
Hy = ecic, (4.4)
is the Hartree—Fock (HF) hamiltonian, based on the solutions of the HF equations,

ts + Z Vrk[sk]nk = €05 (4.5)
k

where n; = 1, 0 denotes the usual (HF) ground-state occupation numbers. Accord-
ingly, the matrix elements of the one-particle interaction part W are given by

Wys = bpy — €85 = — Z Vrk[Sklnk (46)
k
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46 4 Perturbation Theory for the Electron Propagator

The non-interacting (HF) ground state, denoted by |®g), is a solution of the
Schrodinger equation

Hy|do) = E| Do) 4.7)
where
N
E =)« (4.8)
k=1

is the corresponding ground-state energy.

According to the definition (3.3) of the electron propagator, PT expansions come
into play in two ways: firstly, via the ground state, and, secondly, in the time-
dependent Heisenberg operators. To accomodate both demands, a procedure based
on time-dependent perturbation theory (TDPT) has proven advantageous. After a
review of TDPT in the ensuing Sect. 4.1, we shall discuss in Sect. 4.2 how this tech-
nique can be adapted to the case where the interaction part Hy is slowly “switched
on” by applying an appropriate time-dependent function. In the so-called adiabatic
limit, a valid PT formulation of the interacting N-electron ground state is obtained,
which is the proposition of the Gell-Mann and Low theorem. The Gell-Mann and
Low formulation of the ground state can be extended to ground-state expectation
values of time-dependent operators and, moreover, to the elements of the electron
propagator, as will be discussed in Sect. 4.3.

4.1 Time-Development Operator in the Interaction Picture

The time development of a quantum state |\ (¢)) is governed by the time-dependent
Schrodinger equation (TDSE)

a A
i V@) = HIY®) (4.9)

which for a given initial state |V (#,)) at a time ¢ = f, uniquely determines |\ (¢)) for
times t > ty. For a time-independent hamiltonian, the formal solution of Eq. (4.9)
takes the form X

[Ws(0)) = e~ 70 W (1)) (4.10)

This means that the state at ¢ is obtained from the initial state at t = #, via a unitary
transformation .
Us(t, ty) = e A0, 4.11)

The subscript S indicates that we are dealing here with the Schrodinger represen-
tation of time-dependent quantum mechanics. As an alternative, one may resort to
the so-called interaction picture, which is more suitable for the case where the
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hamiltonian can be divided into a time-independent part and a (possibly) time-
dependent perturbation, A A
H = Hy+ H(t) (4.12)
In the interaction picture, one considers states defined according to
W (1)) = € | wg (1) (4.13)
where |Wg(?)) is the time-dependent state of the usual Schrodinger picture, now
labeled by the subscript S for clarity. The obvious purpose of this definition is to

account for the time development due to Hj, in a formally explicit fashion. Using the
TDSE for |W(z)) yields the equation of motion

i%l‘l’z(t)) = H (0)|W, (1)) (4.14)

for the states in the interaction picture. Here
H(t) = e [, (1)e~ Hot (4.15)
is the perturbation part of the hamiltonian in the interaction picture. In the same way,
one may define the interaction picture representation of a general (Schrodinger)

operator Og: A
01 (1) = et Oge=i (4.16)

As is readily seen, the matrix element of an operator between two states can be
written similarly in the Schrodinger and interaction picture,

(W (D] 0 (0| W] (1)) = (Ws(1)| O] W(1)) (4.17)

For time-independent operators Os, the corresponding interaction-picture operators
obey the simple equation of motion

9 -
i 01(1) = [0,(;), HO] (4.18)

When the hamiltonian (4.12) is time independent, the TDSE (4.14) in the inter-
action picture can be solved in a formal way as follows:
Wy (1)) = e Wy (1))
— ei]:lgte—if}(l—fo) | \IJS(IO))

— eil:lgtefil'}(tfto)efil‘}olo |q’l1 (t0)>
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This result may be written in a more compact form
(W (1)) = Ut 10)|W; (1)) (4.19)
where the unitary operator
Ij(t, f0) = eiﬁgte—iﬁ(z—to)e—ifloto (4.20)

is referred to as the time-evolution operator in the interaction picture.
One may readily verify the following properties of U (z, t'):

Ulto, 1) = 1 4.21)
U(t1, 1)U (ty, 13) = U1y, 13) transitivity (4.22)
Ut 10)" = Ulto, 1) (4.23)
Ut 1)U, 10) = U@, 1)U (1, 10) = 1 unitarity (4.24)

The form (4.19) applies also to the case of time-dependent interaction, H =
H, (t). Here, the TDSE translates into the following equation of motion for the time-
evolution operator U (¢, fy) in the interaction picture:

i%f](t, to) = Hy()U (¢, to) (4.25)

where H; (1) is given by Eq. (4.15). Note that the properties (4.21)—(4.24) apply to
the time-dependent case as well.

Performing time integrations on both sides, Eq. (4.25) can readily be transformed
into an integral equation (of Volterra type):

t
U, to)=1—i / dr' H,(tHU (', 1) (4.26)

fo

The advantage of the integral-equation form is that it can be solved in an iterative
way:

t

t n
Ut to) = 1 —i/dtlﬁ,(tl)+(—i)2/dt1/dt2 Hi)H () +... (4.27)
to fo

Iy

This establishes a perturbation expansion of U (t, tp) in terms of powers of I:II (1),
the nth-order term reading
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t 4] -1
U™ (1, 19) = (—i)”/dn/dtz.../dtnﬁl(tl)ﬁl(tz)...ﬁl(tn) (4.28)
Ty fo T

It should be noted that the interaction operators )il ; (t) do not commute for different
time arguments, that is,

[H; (1), H/ ()] #0 for t #1 (4.29)

Accordingly, the order of the operators in the integrals in Eq. (4.27) is essential. For
example, in the integration of the second-order term,

t h
090 =~ [ an [ ar o i (430)
Iy fo
the time-ordering #; > f, has to be maintained. We may rewrite this term as
t t
0@ =— [ an [ an e Ao o) (431)
T 0]

where the 6-function guarantees the proper time-ordering and allows one to use a
common upper limit for both the #; and 7, integrations. Alternatively, one may write

t t
U2, 1) = - / dr, / dry Hy () Hy (1)0 (12 — 1) (4.32)
to to
and the latter two forms can be recombined to give

t t
0, 1) = —% / dn / dtzf[ﬁ,(tl)ﬁ,(tz)] (4.33)
Ty 0

Here 7 is Wick’s time-ordering operator (Eq. 3.5), putting operators with larger
time arguments to the left of those with smaller time arguments. Note that the
re-ordering of operators is not accompanied by any sign changes because the inter-
action operators are formed by an even number of fermion operators.

The form obtained for the second-order term can readily be generalized to the
nth-order term, yielding
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(—i

n!

O™, 1) = T /dtl.../dtn’f’[ﬁl(tl)...ﬁl(tn)] (4.34)

Finally, the perturbation expansion of the time-evolution operator in the interaction
picture reads

n
n=0

Oti)=3" (_l') /drl .../dt,l’f'[ﬁl(tl)...I-?,(t,,)] (4.35)

In a compact, if somewhat symbolic way, one may also write

. R 7i_/l'dt’1-},(t’)
U(t,tg) =Te

The expansion of the time-evolution operator, according to Eq. (4.27) or Eq. (4.35),
provides a basis for time-dependent perturbation theory. In the ensuing Sect. 4.2,
we shall use a specific time-dependent approach to re-formulate the usual (time
independent) perturbation theory for the ground state and ground-state expectation
values of an interacting N-electron system.

4.2 The Gell-Mann and Low Theorem

The starting point for the following derivation is the time-dependent hamiltonian
H(t) = Hy+ e "' H, (4.36)

where the interaction part of the hamiltonian (4.1) is “switched on” (and off) as
a function of time. For r — +o0, H (¢) reduces to I:IO, while at ¢ = 0, the origi-
nal hamiltonian is restored, H 0) = H. The parameter € > 0 controls how fast the
interaction is turned on or off (see Fig. 4.1). In the limit € — 0, referred to as the
adiabatic limit, one will expect that the ground state |®,) of the non-interacting
system at t = —oo (assumed to be non-degenerate) evolves into the ground state of
the interacting system |Wq) at r = 0.

The time-evolution operator associated with the hamiltonian (4.36) can be written
as

t

U.(t, ty) = Z (_i')n /dtle’e‘“l.../dtn e*"n‘i’[ﬁ,(n)...Fz,(t,,)] (4.37)
n=0 ' b

n
o

where
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Fig. 4.1 Switching function
for two different values of
the parameter €

Ay (1) = et f =i ot (4.38)

is the interaction part of the hamiltonian in the interaction picture. The subscript €
indicates the dependence of the time-evolution operator on the switching parameter €.
Let us assume that in the infinite past (f) — —o0), the system is in the non-

interacting ground state,
Ho|®o) = E|®o) (4.39)

. .. . . - 72(0)
In this limit, the Schrodinger-picture state becomes |®g(7)) = e~'Fo !|d) and the
corresponding interaction-picture state is simply given by |®):

1D, (1)) = &' | D5 (1)) = | Do) (4.40)

The state resulting from |®) upon time evolution from ¢t = —oo to t = 0 is given
by

W, (0)) = U, (0, —00)| Do)

) \n 0
Zz(—l) fdfle elnl /dt e —€ltal g I:Hl(t]) ]:[I([n):l|d>0) 4.41)

n!
n=0

—00

At this point, one might expect that in the adiabatic limit, ¢ — 0, the state | W, (0))
approaches the ground state |\Wy) of the interacting system. However, the situation is
not that simple. As will be demonstrated in Sect. 4.4, |, (0)) has contributions that
diverge as e~!. The divergent contributions can be canceled by multiplying |, (0))
with the inverse of (d>0|l7€ (0, —00)|®Py). This is the essence of the Gell-Mann and
Low theorem [4], reading as follows:

Theorem: If the state

) = lim —0e (O =00)[%o) (4.42)
=0 (D] U, (0, —00)| D)
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exists to all orders of perturbation theory, then it is the ground state of H with the
eigenvalue

By = B + i 201100 —00) )
=0 (D|Uc(0, —00) [ Do)

(4.43)

A proof of the theorem is given in Appendix A.2. It is essentially based on an
elaborated version [1] of the original proof [4].
A few comments are in order:

1. The Gell-Mann and Low state |W) is formed as the ratio of two perturbation
expansions, one for the numerator, the other for the denominator. Both expansions
depend on the switching parameter € and comprise terms that diverge in the
limit e — 0. The ratio itself can be expanded, at least formally, in a perturbation
expansion. The precondition of the theorem is that in each order n of the latter
expansion the limit € — 0 exists. If that assumption applies, which remains to
be shown at a later stage, the adiabatic limit leads to a (formally) well-defined
perturbation expansion for [ W), and | W) is the interacting ground state. However,
the actual convergence properties of that perturbation expansion, depending on
the interaction strength, are not subject of the Gell-Mann and Low theorem.

2. Strictly speaking, the proof only guarantees that |\W¥) is an eigenstate, but not
necessarily the ground state of the interacting system. In general, however, one
may reasonably expect that |[W;) is the interacting ground state provided the
respective non-interacting ground state |®g) is non-degenerate.

3. The |W) state is not normalized to unity, but satisfies the so-called intermediate
normalization,

(Po|Wy) =1 (4.44)

The proof of the Gell-Mann and Low theorem can readily be transfered to the
state

U. (0, 00)|®
|\IJ6’)=11m e( OO)l 0>

= (4.45)
€20 (Dg|Ue (0, 00)| Do)

resulting from a time-reversed adiabatic development (0 <— co). Note that
06 (0, 00) = 0: (00, 0), according to Eq. (4.23). If the underlying non-interacting
ground state is non-degenerate, the two modes of generating the Gell-Mann and
Low state will lead to the same result:

U.(0, 00)|® U. (0, —00)|®
) = lim e @ 9N%0) o Ue0, 0l dy)

- = = =¥y  (4.46)
20 (Do|Ue(0, 00)|Dg) <70 (Po|Uc (0, —00)| Do)

Both states are subject to intermediate normalization (Eq. 4.44) which precludes the
possibility of differing phases.
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The time-reversed form (4.45) can be conveniently written as a bra state,

s (Do|Uc(00, 0)
(Vy| = lim =
<=0 (D] U, (00, 0)| Do)

(4.47)

to be used in forming ground-state expectation values.

4.3 Expectation Values of Heisenberg Operators

The Gell-Mann and Low formulation of the interacting ground state can be extended
to ground-state expectation values of operators. In particular, we are interested in
expectation values involving time-dependent Heisenberg operators as encountered
in the definition of the electron propagator (3.6).

Let us consider a general Heisenberg operator

éH(t) _ eiﬁzése—iﬁz (4.48)

associated with a Schrodinger operator Os. Using Eq. (4.16), the Os may be replaced
by the corresponding operator Oy (¢) of the interaction picture:

On(t) = e 100 O (1)t ot =11 (4.49)

For the time arguments (¢, 0), the time-evolution operator in the interaction picture
(Eq. 4.20) can be written as

lA](t, 0) = eiﬁgte—iﬁr (4.50)

Likewise, this result can be dgrived directly from the equation of motion (4.25).
Using Eqgs. (4.49) and (4.50), Oy (¢) can be written in the form

Ou(t) =U0,)0,1)U(t,0) = lim U.0,)0,()U.(t,0) (4.51)

Note that for finite time arguments in the time-evolution operator, the limit e — 0 is
unproblematic; that is,
U(t;, 1) = lim Uc (14, 1) (4.52)
e—0

which justifies the second part of Eq. (4.51).

In the latter form, the Heisenberg operator is compatible with the Gell-Mann and
Low representation (4.42) of the ground state. Noting the normalization (4.44) of
[W), the ground-state expectation value of 19) u (t) can be written as
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N T é !
(W[ O (1) Wg) = 0l O (DFo)

(WolWo)
®o|U 01 (1)U (1, —00) | ®
— lim (@o|Ue (00, f)ol(t)Ue(t’ 00) | Do) (4.53)
=0 (@o|U (00, —00)| Do)
Here the transitivity relation (4.22) has been used to get
Uc(t, 000 (0, —00) = Ue(t, —00) (4.54)
and A . .
U, (00, 0)U. (0, —00) = Uc (00, —00) (4.55)

Finally, the exponential-type perturbation expansions of the time-evolution oper-
ators in the numerator on the right-hand side of Eq. (4.53) can be combined within a
single perturbation expansion, as is described in more detail in Appendix A.2. The
result reads

00 (—i)" oo 00
A : ! —eln| —éltu]
(‘I/0|0H(l‘)|\110>—21il(1) E — /dtle .../dtne
n=0 —00 —00

(@i [Ar@)... 1) 0, 0] 190)
(@o|Ue (00, —00)|bo)

(4.56)

Again, it should be noted that the limit ¢ — 0 does not exist independently for the
numerator and denominator on the right-hand side.
The formulation given above can readily be extended to the ground-state expec-

tation value of a time-ordered operator product T [ﬁy (1) Q H(t’)], where f’y (t) and

Q g (¢') are Heisenberg operators:

Wi [ P00 | 1w = tim Y~ S [ ane vl [ an, e
n=0 ' —00 —00

(@0l [ @) .. A1) P10 01| 100)
(@o|Ue (00, —00)|Py)

(4.57)

As an immediate application, we may now write the desired perturbation expansion
of the electron propagator as
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iG g (1, 1) =(Wo[T [c,lt1c) (1] 1Wo)

[o.¢]
_l)n B _
— /dt]e Ellll . /dt,1e €|ty
—00

—00

Mg

S

/\
Il
|—|O

Ai(n) . Ara)e, (0c) @) ] 19o)

(4.58)
(0] U (00, —00)| Do)
where the explicit perturbation expansion of the denominator is given by
00 ( ')n o0 [o.¢]
(@af0 (0, ~00)@0) = S [ ane il [ dene
n!
n=0 —oo —00
@l [Ay@)... )| 190)  459)

Like in the Gell-Mann and Low state (4.42), the resulting expression for G ,, (¢, t')
is seen to be the ratio of two perturbation expansions, both depending on the switch-
ing parameter €. Likewise, the adiabatic limit (¢ — 0) does not exist independently
for the denominator and numerator, but eventually for their ratio. The linked-cluster
theorem, to be addressed in Sect. 5.3, will show that the denominator cancels a cor-
responding factor in the numerator, thereby eliminating any diverging contributions
in the adiabatic limit.

The essential ingredients in the perturbation expansions for G ,, (¢, t') are expec-
tation values of time-ordered products of creation and destruction operators in
the interaction picture, where the expectation value is to be taken with respect to
the non-interacting ground state |®,). The evaluation of these expectation values is
the subject of Wick’s theorem considered in Chap. 5.

4.4 Comparison with Rayleigh—-Schrodinger Perturbation
Theory

The Gell-Mann and Low expressions (4.42), (4.43) for the interacting ground state
and ground-state energy establish a perturbation theoretical approach, which differs
completely from the familiar RSPT procedure. Of course, the resulting perturba-
tion expansions must be identical, and it is instructive to see explicitly how this
equivalence comes to pass at lowest orders.

The RSPT expansions for the ground state and ground-state energy can be written
in the closed-form expressions presented in Appendix A.1:

[Wo) = [@0) +Z[ o (E“” Eo+ﬁ,)] @) (4.60)

n=1
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Eo =(®o| H | W)
o0

A n
5 5 Qo A
=Eq” + (S0l Hi| Do) + ) (Dol A, [W (B~ Eo+ A1) | 190)
o — 10

4.61)

where Qo =1- |®g)(Do|. As further discussed in Appendix A.1, these so far rather
formal expansions can be made more explicit by applying the resolution of the
identity,

=10l (4.62)

1

in terms of excited HF states |®;), specified in Eq. (2.24).
The first-order wave function, for example, becomes

V.

1 blkl]

W) = D e | Pa) (4.63)
a<b,k<l a b k !
Here only the class of double excitations, |®,p;), comes into play, since the matrix
elements (®o|H;|P,) vanish for states of higher excitation classes. Single excita-
tions, on the other hand, do not contribute since

(@0l Hy|Pak) = Wak + Y, Varlgrr = 0 (4.64)

as aresult of the HF Egs. (4.5), (4.6), which is often referred to as Brillouin’s theorem.
In a similar way, the expansion of the ground-state energy through second order can
be written as

| Vabia 1>

Eo = EY” 4 (®g|H;| Do) — — =
0 Z €,t€p,—€r—¢€

a<b,k<l

+003) (4.65)

Now we come back to the expansions based on the Gell-Mann and Low approach.
A more convenient starting point for evaluating low-order contributions in the numer-
ator and denominator on the right-hand sides of Eqs. (4.42) and (4.43) is a closed-
form integration [5] in the original expression of the time-evolution operator (see
Eq. 4.28),

U (0, —00)|dg) =
0

00 1 th—1
@0+ iy [an [ d [ e Ay )
n=1 —00 —00

—00
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Since . L
H; (l‘j) = elHotf H[EilHot’ (466)

the product of two successive time-dependent interaction operators with time argu-
ments ¢, tj,, j' = j + 1, becomes

Hi(t)H; (1)) = '™ Hy e o= g o= Hoty (4.67)
This suggests to introduce new variables xi, ..., x, according to
X1 =1 h=x
X =08 — 1 Hh=Xx1+x
X3=8—10h =x1+x2+ x3
X, =1, —t,_q =X +x2+ -+ x, (4.68)

Here, the second column specifies the inverse transformation. Obviously, one obtains
fixed integration limits (—oo, 0) for each of the x; integrations. The determinant of
the Jacobi matrix is readily evaluated to give

ot; -
@)

. E© . . .
Moreover, there is factor e=*Fo 1++%) regulting from the last interaction opera-
tor acting on the non-interacting ground state, H,(t,)|®o). As a result, the n-fold
integration in the nth-order term factorizes according to

0

A Y (0 ~
UM (0, —00)|®g) = (—i)" / dxje e h=Fn g,y
—00
0 0
e (0) ~ e ) ~
/ dxze(nfl)exzet(HofE0 )x2 H[ . / dxne”"e’(H“*EO )X H]|q>0>
—00 —00

and the individual integrations can readily be performed to give

1 N

05(”)(0, —00)|®g) = WHI
Ey" — Hy + nie

1 A 1 A
0 ~ Hy - (())—AHIM:’O)
Ey" — Hy+ (n — Die Ey’ — Hy +ie
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The resulting perturbation expansion in the numerator of the Gell-Mann and Low
state reads

N 1 N
Ue(0, —00)| @) = [®o) + —77—————HilPo)
EO — Hy+ie
1 A 1 o
+—o = Hi—5—= H;|®g) + - -
E,” — Hy+2ie E;’ — Hy+ie
(4.70)
and
~ 1 ~
(Do|Ue(0, —00)| Do) = 1 + (Po| =5 Hi|DPo) + - 4.71)

EO — fiy + ie

is the corresponding expansion in the denominator. The expansions (4.70), (4.71),
so far being merely formal, can be transformed into explicit perturbation expansions
by inserting the resolution of the identity (4.62) in appropriate ways. By contrast to
the formal RSPT expansions considered above, the unperturbed ground state |®g)
must not be omitted.

For illustrative purposes, we may consider the simpler case of a one-particle
system, to which the Gell-Mann and Low procedure applies as well. Let

h = ho + h; (4.72)

denote the hamiltonian of a one-particle system. Here, hy is the “unperturbed” part
for which the eigenvalue problem

holdm) = emldm), m=0,1, ... (4.73)

is assumed to be solved; fzi is the perturbation, and v,y = (¢, |fz,< |¢) denotes the
matrix elements of /2;. The one-particle analogue to the time-evolution operator (4.37)
is obtained by replacing H, (1) with h;(t) = e h;e=i"" The formal perturbation
expansion (4.70) takes the form

~ 1 ~
Ue(0, —00)|¢o) = |po) + ———F=———hil¢o) + - -~ (4.74)
eg —ho+ie

which may be further evaluated by inserting ), |#m)(¢n| on the right-hand side.
Note that thereis norestrictionm # 0 here. Through first order, the explicit expansion
reads



4.4 Comparison with Rayleigh—Schrodinger Perturbation Theory 59

U (0, —00)I¢ho) = Io) +Z P +le|¢>m>

= |go) +—|¢0 Zo_e—ﬂ|¢m>+... (4.75)

In the second line, the first term (m = 0) has been taken out of the m summation.
This term diverges as e ~! in the limit ¢ — 0. Upon multiplication of the numerator
with the inverse denominator,

~ v
(@010 (0. ~00)lgo) ™' =1~ == +. (4.76)
the first-order expansion of the ratio becomes
U (0, —00)|0)
= g+ Y — )+ (4.77)
(¢0|Ue(0, —00)|¢bo) 0 €0 — Em T 1€

where the singular contributions have canceled. Now the limit ¢ — 0 can safely be
taken, yielding

Vo) = o) + > — ~l0n) + - (4.78)

m#0 € —¢

which is seen to reproduce the RSPT first-order result. The explicit perturbation
expansion of |/) can be extended through second order without undue effort, illus-
trating here another subtlety in the cancelation of the diverging € terms (see Exercise
4.1).

What we here have seen explicitly at lowest order, is the working of the linked-
cluster theorem (see Sect. 5.3), stating that the numerator of the Gell-Mann and Low
state factorizes according to

U, (0, —00)|¢po) = {Uc(0, —00)|¢ho)} 1. (0| U (0, —00) o) (4.79)

The second factor cancels the denominator, whereas the symbolic expression {. ..},
standing for “linked” contributions in the numerator, performs properly in the limit
e — 0.

Exercises

4.1 Extend the perturbation expansions (4.75), (4.76) to second order and verify that
the second-order expansion of the ratio (4.77) in the limit € — 0O reproduces
the RSPT expansion for the ground state (using (A.1.8) and the one-particle
hamiltonian (4.72)).

4.2 Ground-state PT in the 2E-20 model of Exercise 2.4:

(a) Expand the exact solution for the ground-state energy eq in a PT series through
fourth order.
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(b) Generate the same expansion by means of RSPT for the two-electron ground
state (see Appendix A.1).

(c) Perform an analogous analysis through third order for the CI coefficient
x1 = (P W) in the exact ground state.
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Chapter 5 ®)
Introducing Diagrams oo

The step from the Gell-Mann and Low (GML) formulation of the PT expansion of the
electron propagator toward a diagramatic representation is enabled by Wick’s the-
orem. According to this theorem, the expectation values of time-ordered fermion
operator products arising in the GML expression can be evaluated in terms of
contractions of operator pairs (Sect. 5.1). The contractions are related to free elec-
tron propagators and can be represented graphically by a directed line between the
respective fermion operators. Together with the wiggly lines as graphical symbols
for the interaction integrals, this allows one to replace the original analytic terms
with diagrams (Sect. 5.2).

The contraction concept allows one to distinguish linked and unlinked contri-
butions (or diagrams) to the propagator PT expansion. The linked-cluster theorem,
discussed in Sect. 5.3, states that the denominator in the GML expressions exactly
cancels all unlinked parts so that only linked contributions (or diagrams) need to be
considered in the PT expansion of the electron propagator.

5.1 Wick’s Theorem

The perturbation expansion (4.58) for the electron propagator established in the
preceding Chap. 4 involves expectation values of time-ordered fermion operator
products, being of the form

(@l T [ A1) ... Ay a)e, (e | 190)

where

Hi(t) =) wpse] (s (1) + % D Vsl (el Des (e ) (5.1)
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A systematic way to evaluate these quantities is provided by Wick’s theorem [1] to be
addressed below. The treatment based on Wick’s theorem can readily be translated
into the concept of Feynman diagrams, as will be discussed in the next section.

The first observation to be made is that the fermion operators c;, ¢, can be clas-
sified according to their respective action on |®y):

[®¥+y forn, =0
cpl®o) =4 7 ! (5.2)
0 forn, =1
|®N=1) forn, =1
Do) =1 "7 5.3
¢p|®Po) {0 for 1, = 0 (5.3)

An operator is referred to as physical if the outcome is an (N % 1)-state (first case in
Egs. (5.2) and (5.3), respectively) and unphysical if the null vector results (second
case in Eqgs. (5.2) and (5.3), respectively). This allows us to divide the fermion
operators into two classes comprising exclusively physical and unphysical operators,
respectively:

{ﬁs} E{C[,,C;; n,=1,n, = 0}

{12,} E{C[,,C;; n,=0,n, = 1}

In the following, we shall use the notations 0; and i; for physical and unphysical
fermion operators, respectively; general fermion operators will be denoted by a
or b. It should be noted that the physical fermion operators anticommute among
themselves, and so do the unphysical ones:

Consider a product a;(#;)a;(tj)ax(t) ... of time-dependent fermion operators
in the interaction picture; for brevity, the time arguments will be skipped in the
following. The time-ordering operator, first introduced in Sect. 3.1, generates the
time-ordered product,

A

T[&i&j&k .o ] = (—I)P&P(i)ap(j) e

where P is a permutation of the factors in the product such that operators with larger
time arguments are placed to the left of those with smaller time arguments; (—1)” is
the sign (or parity) of the permutation. In the case of equal (or absent) time arguments,
the definition can be generalized to the effect that creation operators ¢’ are placed to
the left of the destruction operators c. Another reordering of the original product is
the normal-ordered product,

A

A A A P~ -
Nlaajay ... = (=D appap ..
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where P’ is a permutation placing physical operators to the left of unphysical ones,
(—1)” being the sign of the permutation. The operator A is referred to as the normal-

ordering operator. As an obvious property of the N product, the expectation value
taken with respect to the unperturbed ground state vanishes:

(@0 N [@:a ... ] 1®o) =0 (5.5)

Note that this relation also holds if all operators in the product are physical operators.
Now we are in the position to define the contraction of two fermion operators as
the difference

~

aa; =T [a:4,] — N[aa,] (5.6)

between the time-ordered and normal-ordered products. In addition to the dot nota-
tion, we shall also use contraction brackets,

aa: = —aa (5.7)

To better understand the meaning of a contraction, we will inspect more closely
three distinct types:

(i) contractions of two unphysical operators:

up (1) g (1) =, (O, tH0(t —t') — i, ()i, ()01 — 1)
— 4, ()i, (1) (0 — 1) + 0" — 1))
= —{a, (1), u; ("} —1) =0 (5.8)

In the second line, we have used 6(r — ') + 6(¢' — t) = 1; the last equation
follows from the fact that unphysical operators anticommute (see Eq. 5.4).
(ii) contractions of two physical operators:

0,(1)05(t') =0 (5.9)

which follows in a similar way as in (7).
(iii) contractions of a physical and an unphysical operator:

i () 05(t") =i, ()0, (N0t — 1) — 05 ()it (O — 1)
+ 0, (i, (1) (0t — ') +6(t" — 1))
= {1, (1), ,(1)}O(t — 1) (5.10)
O (1) it () = —itg (t) 0, (1) (5.11)
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While contractions of the types (i) and (ii) simply vanish, this is not necessarily the
case for the mixed-type contractions (iii). The anticommutator arising in Eq. (5.10) is
just a complex number though. This means that contractions are always c-numbers.
Using Eq. (5.5), a contraction can be written as the (non-interacting) ground-state
expectation value of the corresponding T product,

aza; = (@0l 7T [aya,] |Po) (5.12)
As an obvious consequence, contractions of the original fermion operators become

cp(t)cg(t') = ch@)ye) @) =0 (5.13)
ep(t)yeh (1) = (@o|T [cp()c) ()] |®0) = iGY, (1. 1) (5.14)

where G(I),q (¢, t') is the free one-particle Green’s function (Eq. 3.52). The only non-
vanishing contractions are those between a creation and a destruction operator, and
such a contraction can be expressed by the free one-particle Green’s functions.

To contract two operators in a normal-ordered product, one has to move the
operators next to each other, which gives rise to a phase factor (—1)" according to
the number v of transpositions needed here. Then, the contraction can be performed
and, resulting in a c-number, taken out of the product. For example,

N [aiajaka, : } = (-DN [a,-akajal . }
= (-Daa N [a;a ... ] (5.15)

Wick’s theorem [1] establishes a reformulation of a general time-ordered product
of fermion operators in terms of normal-ordered products and contractions. It may
be stated as follows:

Wick’s Theorem A
A T product of m fermion operators can be transformed into a sum of N products
with all possible contractions of k = 0, 1, ..., [m /2] operator pairs:

T [aajandy . .. 40,6 = N [@ajandy . . . ara,a,]

~ [ ~ 1
+N[&iajak...}+N[&iajak...]+...

~ [l [l
+ N |ga;aeay ... | +...

(5.16)
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In a somewhat symbolic notation, one may write

A

T [aia,ana . .. 4,00, =N [aa 644 ... 4,a,6,]

~

+ N [Sum over all possible pairs of Contractions]

Wick’s reformulation of a time-ordered product is obtained by moving physical
operators (PO) in the time-ordered product successively to the left. This generates
additional terms whenever a PO does not anticommute with an operator on its left.
A proof of the theorem is given in Appendix A.3.

Wick’s theorem establishes an operator identity. While the right-hand side of this
identity looks rather complicated, the actual benefit of Wick’s theorem becomes
apparent when ground-state expectation values of time-ordered products are to be
evaluated. According to the property of the N products, only the fully contracted
terms contribute to the expectation value:

[T 1
]+ (5.17)

(Dol T [Giajdxdy . .. ara,a,] | Do) = N [&i&j&k ... apagay

As indicated on the right-hand side, there is a contribution for each full contraction
scheme. In the ensuing section, we will learn how the distinct contraction schemes
can be expressed in the form of diagrams.

5.2 Zeroth- and First-Order Feynman Diagrams

The perturbation expansion (4.58) of the electron propagator is of the form

(G (t, 1
iGpy(t.1') = lim iGpgt. 1)

. (5.18)
€20 (Pg|U, (00, —00)|Dg)

where the numerator i G ,, (t, t') is given by

n=0

00 o0 o0
.~ , (=" —eln] —eltn]
iGpy(t, 1) =Z P dtje <" dt,e "™
' —0oQ —00

@\ T [ Arae, 0@ ] 190)  (5.19)

Using Wick’s result (5.17) for the ground-state expectation values of time-ordered
operator products, the respective nth-order terms in the perturbation expansions, both
for the numerator and denominator, can be determined analytically by generating and
evaluating all possible (full) contraction schemes. As a by far superior procedure,
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one can resort to a graphical representation in terms of diagrams, as first introduced
by Feynman [2] in the context of quantum electrodynamics (QED).

To introduce the diagrammatic formulation, let us consider the zeroth- and first-
order terms in the numerator iG pq(t,1"). For simplicity, we will suppose in the
following that the interaction hamiltonian (5.1) consists only of the Coulomb part,
which in turn means that one has to allow for a non-diagonal free one-particle part
ﬁo. The case of the full interaction hamiltonian, ﬁ, =W + \7, comprising also a
one-particle part, will be discussed in Sect. 6.2.

Zeroth Order:

iGY (1.1) = iGY (1. 1) = (@o|T [c,()c) ()] 1D0) = c,p (1) cht) (5.20)
The zeroth-order term is just the free one-particle Green’s function (3.52) discussed
in Sect. 3.4, allowing here G to be non-diagonal. As the first graphical element, we
assign a “free fermion line” to the cp(t)'c; (¢')* contraction:

Pyt

(5.21)

The arrow defines the direction of the line: it starts at the lower vertex associated
with the creation operator (one-particle index ¢, time argument ') and ends at the
upper vertex associated with the destruction operator (one-particle index p, time
argument 7).
First Order:

- (1) N —
iGN 1) =

1 r )
(=05 D Vaors / dne™ Do T [cf (el (e (h)e (e, (el ()] 1Do)

The second graphical symbol, associated with the Coulomb interaction (at an internal
time argument #;), is the “wiggly interaction line”

u v
)‘\J\N‘\.{ t; = Virs
r S

A wiggly line has two entries and two exits (as indicated by the small arrows), where
free fermion lines can begin or end, respectively. With the indices u, v, r, s attached
as in (5.22), the interaction line represents the Coulomb integral V,,,,,. The order of

(5.22)
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the indices in the interaction line can be memorized as being left out, right out, left
in, right in.

The T product of the Coulomb part in ié% consists of three creation operators,
CZ, cz, ¢!, and three destruction operators, ¢, Cs, ¢p. According to the relations (5.13,
5.14), there are 3! = 6 distinct non-vanishing contraction schemes, (A), (B),...,(F),
which we shall consider successively in the following.

Contraction scheme (A), depicted in the graph below,

Al 3 )
cl cl c
Cr Cs Cp

gives rise to the following Feynman diagram:
P

t
t/

q
(5.23)

There is a free fermion line as in the zeroth-order term, while the two other contrac-
tions connect the operators of the Coulomb interaction, depicted as two free fermion
lines beginning and ending at the same Coulomb integral (wiggly line) and at the
same internal time #,. This feature needs further analysis. Let us consider one of the
two contractions at equal time,

ety el ) = T [e; (el )] = N [es el )] (5.24)

For equal times, the time-ordered product places creation operators to the left of
destruction operators; that is,

T [e, (el ()] = —cj(t)e, (1) = —cley (5.25)
Correspondingly, the contraction, being a c-number, becomes
co(t) ey (n)” = —(Polcfes | Do) (5.26)

The expectation value on the right-hand side can be related to the free one-particle
Green'’s function by equating the time arguments in the following way:

— (Dolc}es| Po) = lim Gy, (n1, 1y + 1) =Gy (n. 1) (5.27)
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Here T > 0 and #;" is used as a short-hand notation for the limit #; + 7 — #;. We
summarize this result in the following remark.

Remark 1:
In generalization of the relation (5.14), contractions at equal times are given by

es(t) el ) =iGP (1, 1}) (5.28)

Now the full analytical expression for diagram (A) can be written as
. N el ; . .
iGN = (=05 > Vs / die™ i G (1. 1)iGY, (1. 1) G, (1. 1) (5.29)

Relating this expression to diagram (A), we note that it involves summations run-
ning over the “internal” one-particle indices, u, v, r, s, and time integration over
the “internal” time ¢;. The phase factors can be combined to give —i 4= _1. The
time integration in (5.29) reduces to an integral of the adiabatic switching function,
[ dtje=enl = % being obviously singular in the limit € — 0. This outcome is char-
acteristic for contributions such as G‘(,,léA) , where the diagram (and the corresponding
analytical expression) consists of two “unlinked” multiplicative parts.

In a similar way, we may evaluate contraction schemes (B), ..., (F). Contraction
scheme (B) represented by the diagram

Pt

(5.30)

is the second unlinked contribution in first order. The corresponding analytical
expression is given by

- 1
iGLB) — —€ltnl =0 +y30 +\ 0 ’
G, = > § Vum/ dtie™ " G, (1, 1) G, (L, 1) G (2, 1) (5.31)

Note the phase difference with respect to (A), reflecting the different contraction
scheme for the four “internal” operators.

Remark 2:

Diagrams (A) and (B) are referred to as unlinked diagrams because they consist of
two disjoint parts, resulting in products of two factors in their analytical expressions.
The unlinked diagrams will be seen to cancel the denominator in the full expression
(4.58) as a result of the linked-cluster theorem discussed in the next section.
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The next two contributions, represented by the diagrams below,

(5.32)
give rise to the expressions

= 1 _
iGO = —EZVMW / dne™ "G (1.1)GY (11, )G, (1. 1) (5.33)

.~ 1 _
iGLP = 3 Z v/ dtie™ "GO (t. 1) G (1. 1) G, (11, 1) (5.34)

In both the diagrams, each of the two external fermion operators is contracted to one

of the internal ones. As one may readily verify, here the limit € — 0 does not affect

the outcome of the time integration. We will come back to this issue in Sect. 7.2.
The remaining two diagrams (E) and (F)

Pyt Pyt
u t1 u v

FE: 5 F: Q/+ t1
r S T S

q qly

are topologically equivalent to (C) and (D), respectively. The corresponding analyt-
ical expressions

= 1 _
iGO,P = —EZVM”f dte=MGY, (1. 1)GY, (11, )G (1. 1) (5.35)

.~ 1 _
G = 3 Z v/ dtie™ GO (. 1) G, (1, £)GY, (11, 1) (5.36)

are identical to (5.33) and (5.34), respectively, which is seen by replacing the dummy
variables (uvrs) with (vusr).
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Remark 3:

A linked diagram represents a pair of contraction schemes per interaction line, where
the two contraction schemes differ from each other by an out-of-plane rotation of
the interaction line. The corresponding analytical expressions are identical, which
can be taken into account by applying a factor of 2. Correspondingly, there are 2"
equivalent contraction schemes associated with a (topologically distinct) nth-order
diagram. The factor 2" cancels the factor ( )" arising from the Coulomb parts in H !

In a similar way, the perturbation expansion of the denominator in Eq. (4.58) can
be formulated in a diagrammatic fashion. Through first order, the expansion reads

oo

A i
(@0l0 (=00, 00)00) =1 = 5 3" Vi [ e

—0Q

(@l T [ch )t e (t)e, 1)] 1) + 0(2)

There are two non-vanishing contraction schemes in the first-order part, which can
be translated into diagrams as follows:

% + u@s
T S T v

The corresponding analytical expression reads

(5.37)

(@] U (—00, 00)| @)V =

i
3 > Vaurs / diie™ " [GY, (01, 1) GY, (11, 1) = G, (1, 1) GY, (11, 1)] (5.38)

Obviously, the two first-order diagrams of the denominator are parts of the numerator
diagrams (A) and (B), respectively, and the analytical expression is obtained from
Egs. (5.29, 5.31) by omitting the factor iG‘I),q (t,1).

5.3 Linked-Cluster Theorem

The first-order perturbation expansions evaluated using Wick’s theorem and the cor-
responding diagrammatic formulation suggests that the numerator on the right-hand
side of Eq. (4.58) can be written as a product
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ch}w{) fe Ol -]

where the first factor collects all linked diagrams in the expansion of G pg» that
is, diagrams such as (C) and (D), while the second factor constitutes the perturba-
tion expansion of the denominator. This would mean that the second factor cancels
the denominator in Eq. (4.58), and the perturbation expansion of G ,, comprises
linked diagrams only. Through first order, the factorization can readily be veri-
fied by inspecting the analytical expressions for G pg and (<I>0|Ue (—00, 00)| D)
presented in the preceding section. The general validity of the product form is
assured by the linked-cluster theorem (originally derived in diagrammatic PT for the
ground state [3, 4]).

Linked-cluster theorem:

00 o0 oo

. . (—i)" ety
iGpy (1. 1) =lim > - / dr ... / dt, e clnlelul
n=0 —00 —00
(@olT [ Ay .. Arw)e, 0@ ] [P (5.39)
where (®g] ... |Dy)c comprises all linked contributions in the original expectation

value. The characterization “linked” is defined by Wick’s contraction schemes or the
corresponding diagram topology.

As preliminary to the proof, let us consider the nth-order term in Eq. (5.19) and
make the following observations:

1. The use of Wick’s theorem in the evaluation of the ground-state expectation value
(and the diagrammatic formulation based on it) allows one to distinguish linked
and unlinked contributions. A linked contribution is associated with a contraction
scheme in which all interaction operators are connected directly or indirectly (via
other interaction operators) to the external operators c, () and c; (1.

2. An unlinked contribution can be written as a product of two or more factors. For
example,

(5.40)

W

The order of the interaction operators H,(t ;) in the T product is arbitrary.
4. The integration variables ¢; are dummy variables which can be renamed at will.

Now let us consider a specific nth-order contribution (contraction scheme), where
v (0 < v < n) interaction parts are linked to the external operators ¢, (¢) and c; ),
while the remaining & = n — v interaction parts have no direct or indirect connection



72 5 Introducing Diagrams

to the external operators. Since there are ("j) ways to choose v interaction parts out of
n ones, there will be altogether (':) contraction schemes differing from the original
one only by the choice of the interaction parts. Considering the observations 3 and
4, those (Z) contraction schemes will all result in the same contribution. This allows
us to rewrite the nth-order term according to

N n '
. ~(n) n o (_l) n:
leq(t,t)— - —VW

o Vi

o0 o0

/dtl.../ dr, (CD0|’.f'[I:II(t1)...I:II(tv)cp(t)c;(t/)]|(I>o)c

I T linked contributions only

x / dml.../ it @0l [ Apte) . 1)) 190)
—00 —00

pu=n—v interaction operators

Here the switching functions have been omitted for brevity. Using the usual resum-
mation technique for the exponential series,

— (=) Z n! i (=i)" i (=i)"
Z - (5.41)
= n! — vli(n —v)! —~ p! = !
the numerator i G pq(t, t') can be written as
- ’ - (_l)v
r,t)=
iGpg(t,1) ; .
/dtl.../ dtv(d>0|'f'[I:Il(tl)...I:II(tv)cp(t)c;(t’)]|d>o)c
N r r .
XX(:) M' /dtlf dtll-<cD0|T|:H1(t1)-~~H1(t/L)]|CDO)
= 0 %

(5.42)

The second factor is seen to be the perturbation expansion of (| U, (00, —00) | D),
which concludes the proof.

The linked-cluster theorem guarantees the existence (and triviality) of the adia-
batic limit. For any linked contribution to the right-hand side of Eq. (5.39), the limit
€ — 0 can be safely performed within the integrand of the time integration, reducing
the switching functions to unity. Accordingly, Eq. (5.39) becomes
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o iy oo o0
—1
iqu(t,t,) = E ' / dr / dt,
= . J

o0

(@l T [t Ay, 0@ ] [9o)e (5.43)

A validation of this result will be deferred to Sect. 7.2 and Appendix A.4, addressing
the internal time integrations in the Feynman diagrams.

Exercises

5.1 Inspect the contraction patterns in the ground-state expectation value associated

with the second-order term, iég,zq) (t,1), in Eq. (5.19). Select the contraction
patterns relating to fully connected contributions (or diagrams).

5.2 Evaluate the ground-state expectation value (| v |®g) of the Coulomb operator

using Wick’s theorem.

References

Ealbadi e

Wick GC (1950) Phys Rev 80:268
Feynman RP (1949) Phys Rev 76:749
Brueckner KA (1955) Phys Rev 100:36
Goldstone J (1957) Proc R Soc A 239:267



Chapter 6 ®)
Feynman Diagrams i

Having established the three pillars of the formalism in the two foregoing chapters,
we now can fully implement the diagrammatic approach to the PT expansion of
the electron propagator. Specifically, we derive and formulate a list of rules for
drawing and evaluating Feynman diagrams (Sect.6.1). Adopting a HF one-particle
representation leads to a considerable reduction of the number of diagrams to be
considered, which will be discussed in Sect.6.2. The systematic construction of
higher-order diagrams is greatly facilitated by using the compact Abrikosov notation,
in which sets of related Feynman diagrams can be incorporated within individual
Abrikosov diagrams (Sect. 6.3). Abrikosov diagrams can be represented by specific
matrices, which allows for the algorithmic construction of higher-order diagrams in
a systematical way.

6.1 Second-Order Diagrams

To further establish the diagrammatic formulation of the perturbation expansion of
the electron propagator, we will now take a look at the second-order contribution,

[ee] o0
, o (=i)?
lG;,zq)(t, t ) — o dtl dt2 (%)2 Z Vuvrs Vijkl
—00 —00

uyrs
ijkl

(@olT [c) ()] (t)es (e (t)e] (L)l )ar (e t)e, (el (Do) (6.1)

as deriving from the general expression (5.43). The subscript C on the right-
hand side indicates that only linked diagrams are taken into account. The restric-
tion to linked diagrams discards from the outset many of the 5! = 120 individual
contraction schemes arising at second order. According to Remark 3 in Chap.5,
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Fig. 6.1 Equivalent
contraction schemes
comprised within the
second-order Feynman
diagram (A)

(A)
Pt

a linked second-order diagram stands for four distinct contraction schemes. Another
possibility of representing a class of contraction schemes by a single diagram arises
in second order and beyond. As depicted in Fig. 6.1, there are two distinct contrac-
tion schemes associated with the second-order diagram (A). The contraction schemes
differ in the order of the interaction parts, being (from above) A I (tl)ﬁ 1 (1) in the
former and H; (tz)I:I 1 (f1) in the latter. As is readily seen, the analytical expressions
are identical, since the time arguments are dummy variables and can be interchanged
(1 < 1), and so can the one-particle indices in the sums (uvrs <> ijkl). The two
respective contraction schemes can be accounted for by an overall factor of 2, which
cancels the factor % on the right-hand side of Eq.(6.1). This finding can be readily
generalized to nth order:
Remark 4:
A given linked diagram of nth order represents n! equivalent contraction schemes
differing only in the order of the interaction parts. This allows one to introduce an
overall factor of n!, which cancels the corresponding prefactor in the nth order term
of the exponential-type perturbation expansion.

The analytical expression associated with diagram (A) reads

o0 o0
l.GE;;)(t, [’) :(_l)(—l)l‘" / dr / ds, Z Vuvrsvijkl
—00 —00

uvrs

ijki
GY, (1. 1)GYy (11, )G (11, ) G), (12, 11) G, (12, 1) (6.2)
Here, the phase factor (—i) is obtained according to (—i)%i> = —i; there is an addi-

tional phase, (=14, which, at this point, has to be inferred from the underlying
contraction scheme.
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Fig. 6.2 Second-order Feynman diagram (B)

Another second-order diagram is shown in Fig.6.2. Here, the end points of the
two upwards directed fermion lines have been interchanged with respect to diagram
(A). The analytical expression

o0 oo
G ) =—i-nt [ an [ i3 Vi
-0 )

uvrs
ijkl

GY, (1, 1)G) (11, )G (1, 1) G, (2, 11) G, (12, 1) (6.3)
differs from that of (A) by the exchange i <> j of the one-particle indices in the

second and third free Green’s function. Now let us determine the two phase factors
(—=1)%4, (=1)5 by inspecting the respective contraction schemes:

forl Tl t
A: <<I>0|cucvcsc7«cicjclckcpcq@o} — (1)

r—, ., 1
B: (Dolclclee celeere clldo) = (41)
. 0CCpCsCr &y CiCICECHE 0

According to the rules for contracting operators in a normal-ordered product
(Sect.5.1), contraction scheme (A) results in an overall phase (—1), being absent
in (B). Obviously, the necessity for resorting to the original analytical expression
in order to determine the overall phase is a nuisance. Fortunately, the phase can be
obtained directly at the diagrammatic level, as will be explained in the following.

Let us consider a succession of fermion lines within a given diagram forming
a closed loop as schematically depicted in Fig.6.3: The wiggly interaction line on
the right-hand side represents the term Vi, clclcycy or (likewise) Viuychclcycy,
where the time arguments have been dropped for brevity. Within the original T
product, the latter term can be rewritten according to

fof to of
VoxwyCpCiCyCw  —>  VixuyCpCuwCyCy
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Fig. 6.3 Schematic representation of a closed loop

so that now the two operators cj;, cy “attached” to the loop are next to each other.
Proceeding in the same way for the other terms involved in the closed loop, we
arrive—without sign change—at the following form of the operator product:

¥

Cu

crcjc,czcwcjcl
Note that the order of the H,(r,) terms within the T product can arbitrarily be
changed. Now the contractions for the three innermost pairs of operators can be
taken without any sign change,
1, 1, 1

chrclcthcwc;cl
yielding iG%iGYiG® ; according to Eq. (5.14). By contrast, the remaining contrac-
tion of the first and last operator introduces a minus sign, ¢*c; = —cjcj* = —i G .

This demonstration can readily be generalized to closed loops of any length, and we
may formulate the result as the following rule:

Remark 5:
Each closed loop in a given diagram gives rise to a factor of (—1).

There is one closed loop in diagram (A), and none in diagram (B), thatis, L, =
1,Lp =0.

In each diagram, there is one continuous line, beginning at the lower vertex (g, t')
and ending at the upper vertex (p, t), as depicted in Fig. 6.4. A consideration similar
to the case of the closed loops shows that no sign change arises here. For example,
the operators attached to the continuous line above can be ordered within the original
T product according to

Tt

i
C,CrC;

CIC,C5CpCy

Obviously, ¢, can be moved to the left-hand side without effecting a sign change,
and then all contractions can be performed in their standard cc’ form.
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q

Fig. 6.4 Schematic representation of a continuous fermion line

This completes the diagrammatic approach to the original perturbation expansion

of th

e electron propagator. The diagrammatic formulation can be cast in the following

set of diagram rules:

Feynman Diagram Rules for the Electron Propagator

(F1)

(F2)

(F3)
(F4)

To generate the nth order contribution to the electron propagator, G;”q) (t,1),
draw all topologically distinct connected diagrams with n wiggly interaction
lines and 2n + 1 [= (4n — 2)/2 + 2] directed free fermion or G°-lines, where
the first G%-line begins at the outer vertex (¢, t') and the last one ends at the
outer vertex (p, t). At any wiggly interaction line, two G-lines begin and two
lines end, as depicted in the graph below:

u v 0 ,
. )W\/N( ) Viors = Zqu<t,t)
ql

To evaluate a given diagram, assign one-particle indices and time arguments to
the interaction lines (inner vertices), thereby defining the one-particle indices
and time arguments of the free fermion lines. The arrows fix the order of the one-
particle indices and time arguments in the G’-functions. Replace the graphical
symbols by the corresponding analytical expressions, Vs and G(,)s (i, 1)),
respectively. In the case of a G°-function with equal time arguments, the limit
G, ti+) applies according to Remark 1.

Sum over indices and integrate over time arguments of the inner vertices.
Apply the phase factor i”, arising according to
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(—i)  definition of G
(=i)"  n-th order i"

it G lines

and multiply by a sign (— 1), where L is the number of closed loops.

6.2 Diagrams in the Hartree-Fock Representation

So far, we have confined ourselves to the case where the interaction hamiltonian
consists only of the Coulomb part. The diagrammatic formulation can readily be
extended to the general form

H=W+V
where

W= Z wrscjcx

is a (non-diagonal) one-particle operator (see Eq. 4.3). As a graphical symbol asso-
ciated with the one-particle interaction, we use the one-particle interaction cross
with one entry and one exit,

T
% = Wps
s (6.4)
According to
1 yn 1 - N 1 - n\ sy Sn—v
—H = —(V+ W) =E§<V)V W

a general nth order diagram may have v wiggly interaction lines and u =n — v
crosses, v =0, ...,n. Remark 4 can be generalized in an obvious way, as the
(v!u!) orderings of the wiggly lines and crosses are equivalent.

The diagram rules can easily be adapted to the general case. The first rule, address-
ing the generation of diagrams, can be restated explicitly as follows:

(F1’) To generate the nth-order contribution G(p”q) (t,1"), draw all topologically dis-
tinct connected diagrams with v wiggly interaction lines and 4 = n — v inter-
action crosses, v = 0, ..., n. The number of free Green’s function lines here
is 2v + u + 1; the first G°-line begins at the outer vertex (g, ¢') and the last
one ends at (p, t). At any wiggly interaction line, two G°-lines begin and two
end; at any interaction cross, one GO-line begins and one ends.

Rules (F2) and (F3), dealing with the evaluation of diagrams, apply essentially in
their original form; the phase factor of rule (F4) has to be adapted according to the
number of G%-lines 2v + u + 1).
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In first order, we now have three diagrams, namely the “oyster” and “tadpole”
diagrams (5.32), and a diagram with a one-particle interaction (cross):

GOt 1) =% + & ; TMMQ
(6.5)

The corresponding analytical expression can be written in the compact form
Gt = [dn Y .G, 10G (1.1 (©6)
rs

where the matrix element
. ~0 . ~0
Sps =Wrs + Zleu(t17 tlJr)Vruvs - Zleu(tlv tlJr)Vrusv
uv uv

=Wps + Z Vrulsv]<(p0|czcv|(p0) (67)

uv

is obtained by combining the first-order interaction terms of the cross, oyster, and
tadpole diagrams.

The possibility of combining related cross, oyster, and tadpole terms into an
effective one-particle interaction applies at higher order as well. This suggests to
introduce a corresponding graphical symbol, referred to as “encircled cross,”

r
% = Sps
s (6.8)

where the effective one-particle matrix element s, is given by Eq. (6.7). Now one
may replace crosses with encircled crosses and discard any diagrams with an oyster
or tadpole part.

Matters simplify considerably in the HF representation (Egs.4.4, 4.6), which
will be supposed in the following. Here, the free Green’s function is diagonal,

GY,(t.1) = 8,,GY (1. 1) (6.9)
which means that the free fermion lines can be specified by single one-particle
indices. Using .
—iGy, (1, 11) = (Polcjeu|Po) = Suumy

vu

Equation (6.7) takes on the form
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Sps = Wrs + Z Vrv[sv]nu (6.10)

According to Eq. (4.6), the matrix elements of the one-particle interaction part are

given by
Wy = — Z Vrv[sv]nu
v

which means that the effective first-order matrix elements simply vanish,
s =0 (6.11)

As a consequence, any diagram containing a one-particle cross, or an oyster, or a
tadpole part can be discarded. In particular, the first-order contribution to the electron
propagator vanishes:

G, 1)=0 (6.12)

so that the perturbation expansion through second order becomes
Gpy(t,1) =G (t,1) + G (1, 1) + O(3)
Figure6.5 shows the two second-order Feynman diagrams contributing to

G;,zq) (t,1"). Using the Feynman diagram rules, diagrams (A) and (B) can readily
be translated into an analytical expression:

00 00
Gg;zq)(t’ t,) = Z /dtl fdtZ (Vpruv Vuvqr - Vprvu Vuvqr)
—00

ru,v_

o0
0 0 0 0 0

G, 1)G,(t, )G, (t1, )G, (12, 1)G, (12, 1) (6.13)
Fig. 6.5 The two A) (B)
second-order Feynman
diagrams for the electron
propagator assuming the HF P P
representation

r r
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Here, the individual contributions (A) and (B) correspond to the two terms obtained
by expanding the round brackets.

6.3 Diagrams in Abrikosov Form

The bracket on the right-hand side of Eq. (6.13) could have been written in a more
compact form according to

(Vpruv - Vprvu)Vuvqr = Vpr[uv]vuuqr

where the antisymmetrized Coulomb integral V,,[,,) combines the integral terms
of the (A) and (B) diagrams. This suggests to introduce a corresponding graphical

symbol,
u v
X = :l:vuv [rs]
r s (6.14)

referred to as the (two-particle) interaction dot. As will be discussed below, it is
possible to replace the original Feynman diagrams by diagrams in Abrikosov nota-
tion [1] (or simply Abrikosov diagrams) using interaction dots rather than wiggly
lines. Obviously, an interaction dot does not determine the sign of the associated
antisymmetrized Coulomb integral since the order of the two incoming or two out-
going fermion lines is ambiguous. As a consequence, the overall sign of an Abrikosov
diagram can only be defined by resorting to one of the underlying Feynman diagrams.

Replacing the upper wiggly line by interaction dots, the two second-order Feyn-
man diagrams (A) and (B) merge into one diagram shown in Fig. 6.6. Now we may
proceed to replace also the lower wiggly line by an interaction dot. The resulting
Abrikosov diagram (Fig. 6.7) combines the two second-order Feynman diagrams of
Fig.6.5 within a single diagram. However, replacing V,(uv) Vivgr Y Vprpuw) Vivigr]

Fig. 6.6 Introducing the “interaction dot”
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Fig. 6.7 Second-order Abrikosov diagram

in the analytical expression, (6.13), would result in 2 x qu) (t,1), as can readily
be checked. To compensate for this “overcounting” of the original Feynman dia-
grams, a factor % has to be introduced. The more general rule here is that whenever
two equivalent free fermion lines occur in an Abrikosov diagram a factor % has to
be applied. The analytical expression associated with the second-order Abrikosov
diagram (Fig. 6.7) reads

rau,

00 00
G(qu)(t’t/) :% Z / dtl / dt2 Vpr[uvlvuv[qr]
—00

—00

GY\(1. )G (11, )G (11, )G (12, 1) G (12, 1) (6.15)

As already mentioned, the order within the incoming and outgoing pairs of free
fermion lines is not determined for an interaction dot and can, in fact, be chosen
at will. Then, for a given choice, e.g., the one adopted on the right-hand side of
Eq. (6.15), the overall sign of the analytical expression has to be determined in such
a way that one (and thus any) Feynman diagram, here (A) and (B), associated with
the given Abrikosov diagram is reproduced correctly.

The Abrikosov notation can readily be established at higher order. Let us consider
the following section of a given Feynman diagram (X),
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showing a wiggly interaction line (= Vjj,,) with its four free fermion lines. The
letters A, B, C, and D indicate the clipped connections to the rest of the diagram.
The fermion line D — A on the left side of the vertex is part of an extended fermion
line, being either a continuous line or a closed loop, and the same applies to C — B
on the right-hand side. Exchanging the two incoming free fermion lines as indicated
below,

leads to another valid Feynman diagram (X’), where the wiggly interaction line
corresponds to the contribution Vjjs,. In addition, the exchange introduces a sign
change; that is, (X")= (—1) (X). This is seen by inspecting what happens to the
extended fermion lines in diagram (X) upon switching the entries in the vertex. The
two extended fermion lines in diagram (X) can be

(i) acontinuous line (e.g., on the left) and a closed loop (e.g., on the right);
(i) two separate closed loops;
(iif) a common continuous line (containing both D — A and C — B);
(iv) a common closed loop (containing both D — A and C — B).

In all four cases, the exchange of the two incoming lines leads to a change in the
number of closed loops by one unit. For example, case (ii) (two closed loops) turns
into case (iv) (one common closed loop). In any event, (X) and (X’) will differ in
their overall sign, which means they can always be combined into one diagram by
replacing the wiggly interaction line with the Abrikosov interaction dot:

A B
X)+Xx) — —  Vijrs]

D C (6.16)

In such a way, one can replace successively all wiggly interaction lines by interaction
dots, thereby combining each two Feynman diagrams into one Abrikosov diagram
per interaction point. However, as we have seen in second order, there may result an
overcounting of the original Feynman diagrams. This happens when two intermediate
diagrams, say (Y) and (Y’), to be combined are identical. For example, let us consider
the following section of a Feynman diagram (X),
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D C

where as above the letters A,...,D indicate the clipped connections to the rest of the
diagram. Exchanging the free fermion lines 7, s in the upper wiggly interaction leads

to diagram (X'),
A B

and (X) and (X’) can be combined into one Abrikosov diagram according to (6.16).
However, a corresponding exchange of the free fermion lines &, [ in the lower wiggly
interaction merely reproduces the original Feynman diagrams, as here (X) — (X’)
and (X') — (X). This means that replacing the second wiggly interaction by an
Abrikosov dot leads to double counting, 2 x ((X) + (X’)). In the present case, the
reason for double counting is that r and s are “equivalent” free fermion lines in the
Abrikosov notation. The corresponding rule is to introduce a factor of % for each pair
of equivalent free fermion lines. It should be noted that pairs of equivalent fermion
lines are not the only cause for double counting. At fourth order, for example, one
encounters an Abrikosov diagram that is topologically invariant with respect to the
permutation of two (inner) interaction points (diagram 8 in Fig.9.1). Here, a factor
of % applies to compensate double counting of the associated Feynman diagrams.
This means that the Abrikosov notation should not be used without recourse to the
underlying Feynman diagrams. In the following, we compile the rules for drawing
and evaluating diagrams in the Abrikosov form:
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Rules for Abrikosov Diagrams

(A1) Draw all topologically distinct connected diagrams with 7 interaction dots

u v
X = Vuulrs]
r S

and 2n + 1 directed (solid) free Green’s function or G°-lines starting at the
outer vertex (g, t’) and ending at the outer vertex (p,t). At each interaction
dot, two G°-lines start and two G°-lines end; assign a time argument to each
interaction dot.

(A2) Attach one-particle indices and time arguments to the G-lines; the arrows
define the order of the time arguments. Replace the graphical symbols (free
fermion lines and interaction dots) by the respective analytical expressions.

(A3) Sum over indices and integrate over time arguments of the inner vertices.

(A4) The overall phase of an Abrikosov diagram can only be fixed by inspecting one
of the Feynman diagrams comprised in the Abrikosov diagram. The phase is
to be adapted in such a way that this Feynman diagram is reproduced correctly
by the Abrikosov expression.

(AS) Apply a factor of % for each pair of (topologically) equivalent G-lines to
compensate for double counting of Feynman diagrams. Double counting may
arise for other reasons at fourth and higher order, and this possibility must be
checked at the level of Feynman diagrams.

As we have already seen, there is a single second-order Abrikosov diagram
(Fig.6.7). Figure 6.8 shows the three Abrikosov diagrams of third order. Can one
be sure that there are not more diagrams in third order? And how would one proceed
in fourth and higher order? In the following, we will briefly sketch how Abrikosov
diagrams can be constructed in an essentially systematic fashion through a given
order of perturbation theory.

Fig. 6.8 Third-order
Abrikosov diagrams

T1 12 73



88 6 Feynman Diagrams
Systematic Construction of Abrikosov Diagrams

Specifically, we will consider “ordinary” diagrams, that is, diagrams beginning with
a (1-3)-branching,

and ending with a corresponding (3—1)-junction,

Obviously, the second-order diagram (Fig.6.7) and the T'1 and T2 third-order dia-
grams (Fig. 6.8) are ordinary diagrams, whereas the 73 diagram is of a different type
to be addressed separately.

1. Begin a graph with a (1-3)-branching at the bottom:

2. Add successively (inner) interaction points, and draw all possible extensions of
the previous graphs using three basic operations:

e junctions of two free fermion lines, >< >< ><
e (1-3)-branchings, \i} \V

3. Inspect the graphs at order level n — 1. Those graphs, which can be “closed” with
a (3—1)-merging, give rise to ordinary nth order diagrams.

e (3—1)-mergings,
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4. Finally, check whether there are topologically equivalent diagrams (e.g., two dia-
grams differing only in a permutation of interaction points) and discard redundant
diagrams.

Let us use these recipes through third order. At the order level n = 1, there is just
the initial (1-3)-branching

n=1:

The complete set of graphs at second order is as follows:

(@) (b) () (d) (e)

Here, graph (a) is the second-order diagram obtained by closing the graph of
order level n = 1 with a (3—1)-junction. The graphs (b) and (c) result by join-
ing two free fermion lines in the second interaction point, the arrow pairs being
up-up and up-down, respectively; the two possible (1-3) branchings give rise to
graphs (d) and (e).

Given the set of second-order graphs, we now may “harvest” the third-order
Abrikosov diagrams. Obviously, graphs (b) and (c) can be closed with a (3—1)-
merging, which gives rise to the two ordinary diagrams T1 and T2, respectively.

Yet, there is another possibility of generating a valid third-order diagram. At the
top of graph (d), there are five free fermion lines on the loose, three being directed
upwards, and two downwards. Obviously, two of the up fermion lines can be merged
with the two down ones by an additional interaction point, as depicted below:

The result of such a (4-0)-merging is a viable third-order diagram, ending with the
upwards directed fermion line not involved in the merger. Consider the case where the
(4-0)-merging spares the last up fermion line (counted from the left). The resulting
diagram looks like this:
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Obviously, the diagram is topologically equivalent to the non-ordinary 7'3 diagram
(as can be seen by shifting the lowest interaction point upwards and placing itat alevel
between the second and third interaction points). Thus, we have recovered all three
third-order diagrams. What about a second possibility of closing graph (d), namely
by omitting the first or second up fermion line in the (4-0)-merging? The third-order
diagram resulting here is seen to be topologically equivalent to 72 (by permuting
two inner interaction points). In a similar way, the two distinct (4—0)-mergings of
graph (e) result in diagrams topologically equivalent to 72 and 7 3, respectively.

Let us note that the rules for the systematic construction of Abrikosov diagrams
could be readily extended to comprise also (4-0)-merging and the corresponding
(4-0)-branching,

Such an extension would allow one to exhaust the full set of Abrikosov diagrams,
though the procedure becomes a lot more cumbersome. On the other hand, the (4-0)-
merging/branching operations arise only in non-ordinary diagrams such as 7’3 and
in ordinary diagrams with permuted inner vertices. The latter are redundant, and the
non-ordinary diagrams can be dealt with in a more specific way, as described in the
following.

The T3 diagram can be seen as being constructed in the following way: take the
second-order diagram (Fig. 6.7), bend the two outer free fermion lines together such
that the two outer vertices can be joined and fixed to an interaction point, and connect
the interaction point to two free fermion lines. Analytically, this amounts to

T3 = (—i)/dzng(t,zl)Gg(zl,t’)ZVp,[qs]Gg?(n,zl) (6.17)

where joining the two outer vertices corresponds to equating the time arguments in
the second-order Green’s function, t = ¢’ = t;. Note that there is no need to spec-
ify the (infinitesimal) time-ordering of the first and second time argument, since
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G (t, 1) = G2 (t}, 1), as will be further discussed in the subsequent chapter.

Since Gg) (t1, 1) is not time-dependent, Eq. (6.17) may be written in the form of a
first-order diagram,

oo

T3 = = /dt]Gg(t,tl)GS(tlvt/)qu
“oo (6.18)
where
Xpq = (=) Z Vpr[qs]Gg)(tl’ ") (©6.19)

represents an effective one-particle potential. As will be discussed in Sect. 8.2, X ,,
is a contribution to the static self-energy (SSE) part. In the same way, any diagram
of second and higher order can be inserted in a free fermion line in the form of an
effective potential, symbolically depicted in the following graph:

(6.20)

where the double line stands for any second- or higher-order contribution to G, (¢, t').
Obviously, such SSE insertions can be made in any free fermion line within a given
diagram. Diagrams with SSE insertions occur for the first time at third order, and they
exhibit necessarily (4-0)-branchings or mergings. This allows us to define ordinary
diagrams more strictly as diagrams which can be brought into a form without any
(4-0)-branchings or mergings.

Matrix Representation of Abrikosov Diagrams

The systematic generation of higher-order Abrikosov diagrams can also be based on
a simple matrix representation of diagrams, which, in turn, allows for an algorithm-
based implementation [2]. The idea is to enumerate the vertices (interaction points
and outer vertices), and let the matrix element (i, j) specify the number of fermion
lines running from vertex i to vertex j. In the case of the second-order diagram, this
mapping between diagrams and matrices reads

4
1 2 3 4
3 10100
~ 210020
9 30101
40000
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More specifically, the matrix representation of diagrams can be based on the following
rules:

Matrix representation of Abrikosov Diagrams:

(M1) Label the n 4 2 vertices by the numbers 1, 2, ..., n + 2, beginning with the
outer vertex at the bottom (1) and ending with the outer vertex at the top
(n +2).

(M2) Consider the quadratic (n + 2)-dimensional matrices I' with entries y;; =
0, 1, or 2 according to the number of free fermion lines that run from vertex i
to vertex j.

Let us make a few rather obvious observations:

1. Any Abrikosov diagram can be mapped uniquely to a matrix according to (M1)
and M2): D — I'(D)

2. Different diagrams are mapped to different matrices; that is, the mapping is 1-1
on the domain I'({D}).

3. The matrices I' have the following properties:

(a) The matrix elements in the first column and last row vanish.

(b) Diagonal matrix elements vanish, y;; = 0.

(c) First row and last column sum up to 1.

(d) Rows and columns associated with inner vertices (2 <i < n + 1) sum up
to 2.

4. A matrix fulfilling the properties (a)—(d) does not necessarily translate into a valid
Abrikosov diagram. For example, the matrix

0001
0020
0200
0000

represents an unlinked diagram.
5. A permutation of the inner vertices in a diagram is reflected by a corresponding
permutation of columns and rows in the matrix.

To determine the full set of nth-order Abrikosov diagrams, one may proceed as
follows: Generate all (n 4 2)-dimensional matrices according to rule (M2) complying
with properties (a)—(d). Draw the corresponding diagrams according to rule (M1);
discard invalid diagrams and redundant diagrams, e.g., different permutations of
inner vertices.

In view of property (a), one may of course resort to simplified (n + 1)-dimensional
matrices I'’, in which the first column and last row have been discarded.
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Exercises

6.1 Evaluate the analytical expressions for the third-order diagrams 7'1 and 73 in
Fig.6.8.

6.2 Generate all third-order Abrikosov diagrams using the matrix representation
discussed in Sect. 6.3.
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Chapter 7 ®)
Time-Ordered or Goldstone Diagrams oo

The analytical expressions deriving from the Feynman or Abrikosov diagrams are
not yet entirely explicit, since, at nth order, they involve an n-fold time integral with
regard to the time arguments of the inner vertices. The evaluation of these integrals,
involving products of time-dependent free Green’s functions, is rather cumbersome.
In the so-called energy (or w-) representation, the time variables and time integra-
tions are replaced by energy variables and integrations as the result of appropriate
Fourier transformations. As will be discussed in Sect.7.1, the w-representation is
somewhat simpler than the original time representation, but does not solve the inte-
gration problem, as one is still left with n w-integrations. Fortunately, the diagram-
matic formulation can be extended as to allow one to obtain the result of the inner
time or w-integrations in an explicit, albeit fragmented form. This is accomplished
by inspecting the set of (n + 2)! time-ordered or Goldstone diagrams associated
with a given nth-order Feynman (or Abrikosov) diagram. The rules for drawing and
evaluating the time-ordered diagrams are presented in Sect.7.2. A derivation of the
Goldstone rules is given in Appendix A.4.

7.1 Energy Representation of Diagrams

As discussed in Chap. 3, one can switch back and forth between the time and energy
(or w-) representations of the electron propagator via Fourier transformations,

oo

Gpy(w) = / d(t — 1) e G, (1, 1)
—0o0
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o0

’ 1 —iw(t—t")
Gpy(t, 1) =§ dwe G py(w) (7.1)
—00

using here the fact that G, (¢, t') depends only on the difference r — ¢’ of the time
arguments.

In a similar way, any diagram D, (¢, ') contributing to G, (¢, t') can be trans-
formed to the w-representation,

oo

Dy (w) = / d(t — 1) ""D (1, 1) (7.2)

—00

Let us consider the second-order contribution, represented by the second-order
Abrikosov diagram (Fig. 6.7, Eq. 6.15):

(o8}
; P4l
G;q) (W) :% Z VP"[”U]VMU[qr] / d([ — [/)e’“j(f ')
ru,v %

o0 o0
fdn/dtz GY (1, 1) G (11, )G (11, )G (12, 1) G (8, 1)
—00

—0Q

We may replace the time-dependent free Green’s functions by their Fourier trans-

forms,
o0

1 : ’
Got,1) = > / dwe™ 1 GO (w) (7.3)
—00
where _
n n
G)(w) = —+ — (74)
w—wr+in w—w,—1In
This leads to the following expression,
oo oo oo
GO (@) =4 Vortun Vinigr f d(r — t")e' =" f dry / d
ru,v —00 —00 —00
oo oo
dﬂ L / % e_iwl(T_tl)e_iwz(fl_fZ)e_iW3(ll_lz)e_iwét(tl_ll)e_iws(tz_t/)
27 2
—0Q —0Q

GY (W) G (w2) G (w3) Gy (ws) Gy (ws)
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comprising altogether three time and five w-integrations. The three time integrations
and three of the w-integrations can be successively performed as described in the
following.

1. Integrate over inner time arguments ?;, t,:

dey e/t @t = S — wy — ws 4 wy)

¥ -

é\g E‘é\g

drpe ™R = §(w, + w3 — wy — ws)

¥ -

The delta functions resulting here impose energy conservation for the w-variables
at each inner vertex:

w1 +wy = wy + w3 (7.5)
Wy + w3 = w4 + ws (7.6)

This, in turn, implies
Wi = ws (7.7)

2. The two delta functions obtained in the first step allow one to perform two w-
integrations. Choosing w4 and ws results in replacing w4 by wy + w3 — w; and ws
by wi.

3. Integrate over t — ¢’

1o . ,
— / d(t — )" @™ = §(w — wy)
27

4. Integrate over wj, using the delta function arising in the preceding step, which
means to replace w; by w.

The final result of the foregoing “integral algebra” reads

GRW) =3 Vortun Vaootgr Luwr (@) GO (@) G () (7.8)
r,u,v
where d d
w w
Ty () = / ‘ / 2 )G Clwr +wr —w)  (19)

Note that here the original integration variables w,, ws have been changed to wy, w;.



98 7 Time-Ordered or Goldstone Diagrams

The procedure of replacing the time by w-integrations can readily be generalized
to arbitrary nth-order diagrams. This leads to the following modifications in the orig-
inal diagram rules.

Feynman/Abrikosov Diagrams in Energy Representation

1. Assign w-variables to the 2n + 1 free fermion lines and use the corresponding
energy representations, G%(w). Chose the (global) energy variable w for the first
(incoming) outer free fermion line (Gg (w)), and inner w-variables, wy, wy, ...,
for the other free fermion lines.

2. Use energy conservation at each of the n inner vertices: w; + wy = w, + Wy,
where i, i’ (0, 0') refer to incoming (outgoing) free fermion lines at a given ver-
tex. These n conditions ensure that there are n independent inner w-variables,

wi, ..., wy, and the second (outgoing) outer free fermion line becomes G(;, (w).
3. Perform the n inner w-integrations dzi‘ o [
T 27

The choice of w-variables in the second-order diagram is depicted below:

w1 w3 = w1 +wy —w

As the second-order diagram shows, the energy representation (7.8) is somewhat
simpler than the original time representation since here the two outer free Green’s
functions G(I), (w) and Gg (w) can be factored out. Still, one is left with two integrations,
now involving energy rather than time variables.

The two w-integrations in Eq. (7.9) can be evaluated using the calculus of com-
plex integration. Let us first consider the integration over w,, involving the product
Gg(wz)G‘r)(wl + wy — w) of two free Green’s functions. Since this product behaves
asymptotically as w, 2, we may extend the integration contour by an infinite semicir-
cle either in the upper or lower complex w,-plane. According to the general form (7.4)
of the free Green’s functions, the product Gg(wz)G(,)(wl + wy — w) can be expanded
into the linear combination of four products of each two simple w;-poles:
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G (W) G (w1 + wy — w) =M (w — € + i)~ (wi +wy —w — ¢ +in ™!
R G ) R G ()
(i T =i
it (o= i) G i)
In the first and second term, both poles are located either in the lower or upper
complex w,-plane, which means that they do not contribute to the w,-integral (as the
contour can be chosen such that both poles are excluded). The third and fourth term

each have one pole in the upper and one pole in the lower complex plane, and the
theorem of residues can be used to yield the following result:

dws o 0
Iw) —w) = EGU(wz)Gr(wl +wy —w)

(=i) nyn, (4+i) nyn,

W —W—€6+€ —Iin w —w—¢€+€6+in

In the same manner, the remaining w-integration,

dwl 0
Lo (@) = / TG @ -

can be evaluated to give

nny i, nen,n,
Iuvr(w) = — + N (710)
wte —€,—€ +1In WteE —€, —€ —1IN

Using this result in Eq. (7.8), the energy representation of the second-order electron
propagator takes the explicit form

() _ 0 0 (@)
G, W) =G (WG, (WE,/ (w) (7.11)
where
(2 1 nylyhy Nrnyny
z =5 Vv V
pq(w) 2r;) priuvl Fuvigr] (w+er — €y — €y +in + w6 —€y —ev—i77>
(7.12)
. . . . . (2)
As will be discussed in the ensuing Chap.8, the quantity ¥ /(w) represents the

(2) . . .
second-order self-energy part. Note that ¥/ (w) is a sum of simple poles located in

the lower (first part) and upper (second part) complex w-plane.
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7.2 Performing the Inner Time Integrations

As we have seen in the preceding section, the energy representation of the
Feynman diagrams has simplified the integration problem but not solved it: one still
has to deal with an n-fold w-integration for each nth-order diagram. In the follow-
ing, we will address a diagrammatic technique, by which the result of the inner time
or w-integrations is derived directly from the so-called time-ordered or Goldstone
diagrams (named after Ref. [1]) associated with a given Feynman (or Abrikosov)
diagram. Somewhat surprisingly, the concept of time-ordered diagrams can hardly
be considered as widely known. While the rules for drawing and evaluating Goldstone
diagrams can be found in the literature (see Refs. [2, 3]), actual derivations seem
to be missing. For a demonstration of how time-ordered diagrams come into play,
we begin with the simple case of the first-order Feynman diagram for a one-particle
interaction. Then, the general rules for drawing and evaluating the time-ordered dia-
grams will be presented and applied to the second-order Abrikosov diagram for the
electron propagator. A stringent derivation of the Goldstone diagram rules is given
in Appendix A 4.

Fourier and Internal Time Integrations in a Simple Example

Let us consider the simple Feynman diagrams involving one-particle interactions
only, shown in Fig.7.1. Here, as can be seen by an analysis analogous to Sect.7.1,
the energy representation leads directly to a final analytical expression without inner
w-integrations. In time representation, on the other hand, the nth-order analytical
expression involves » inner time integrations. In first order, the energy representation
simply reads

0 0

D(w) = wpy G, (WG, (w) (7.13)
where w,, denotes the matrix elements of the one-particle interation. In time repre-
sentation, on the other hand, the diagram gives rise to the expression

[e¢]

D(t, 1) = / dryw g G (1, 1) GY (11, 1) (7.14)

—0Q

Fig. 7.1 Diagrammatic PT
expansion for a one-particle
interaction

+ + + + +...
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To make contact with the Goldstone formulation, we will dwell on the latter expres-
sion and evaluate D(w) from D(t, t'). However, rather than applying the usual form
of the Fourier transform,

oo
D(w) = f d(t — )" D(t, 1) (7.15)
—0oQ0
based on the fact that D(z, t") depends only on the difference ¢ — ¢’ of the outer time

arguments, we shall now employ two independent Fourier transforms for each time
variable ¢, t':

D(wy, wy) = / dr f dr’ e ' D1, 1) (7.16)
—00 —00

While we now have to deal with two additional “outer” time integrations in addition
to the inner time integration in (7.14), the three time arguments can be treated on a
similar footing, which allows for a more systematic evaluation.

Let us briefly establish the relation between these two Fourier transform variants
in a more general way. Let f (¢ — t’) be a general function of the time difference and

o0

fw) = / d(r — )" f(t — 1) (7.17)

—00

denote the Fourier transform with respect to # — ¢'. The separate Fourier transforma-

tions
o0 o0

fwi,wr) = f dr / dr’ e“'e= i f(r — 1) (7.18)
—o0  —00
define a function of two variables w; and w,. The two time integrations in Eq. (7.18)
can readily be performed using the following transformation of the time variables:
h=t—t, h=t+1 (7.19)

or
t=5t+n), ¢'=50-n) (7.20)

With the new variables, the integral (7.18) becomes separable:
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oo o0
. wptw W —w
f(w"w):%/dtl e 122t]f(fl)/dtze’ B
% e

L wrtw r dr, Y,
=17 [ e
=276 (w; — w2) f(w1) (7.21)

This establishes a simple relation between f(w;, w;) and f(w;). The rule to obtain
f(w) from f(w;, w,) is to discard the factor 27 (w; — wy), and replace both w; and
wy by w.

The two-variable Fourier transform for the first-order diagram (7.14) takes on the
form

o0 o0 oo
D(wi, wy) = wpg / dr / dr’ f dy e GO (1, 1) G (1. 1)) (7.22)
—00 —00 —0o0

There are 3! = 6 possible orderings of the three time arguments ¢, ¢, t1,e.g.,t > #; >
t'. This means that the original threefold time integral can be split into six distinct
parts by performing the integration in the respective time-ordered ways. Obviously,
this partitioning of the time integrations in the original Feynman diagram can be
visualized by the time-ordered diagrams in Fig.7.2. Here, a vertical time axis is
assumed, larger times being placed above smaller ones.

The important aspect of the time-ordered (or Goldstone) diagrams is that the result
of the time-ordered integration can be derived directly from the respective diagram.
As a demonstration, let us perform the integration according to time-ordering (a):

oo o0 o0

D(“)(wl,wg)zwpq/dt/dtl/dt’e"“"e_iwz”
—00 —00 —00

GY(t,1)GY(ty, 1)0(t — 1)6(1y — 1) (7.23)

t t t t
t t!
t’ t t t
(a) (b) (o) d) (e) )

Fig. 7.2 Time orderings of the first-order one-particle diagram
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Here, the time-ordering ¢ > #; > ¢’ is assured by the product 0(¢t — #;)0(t; — t’) of
step functions in the integrand. Recalling that G([), (t, t;) is given by

GY(t,11) = =it — 1)e” T 4 if(1y — )e T TV,

we see that the first part is compatible with time-ordering (a), whereas the second
part is projected out according to 6(¢; — 1)0(t — t;) = 0:

GY(t, 1) — —if(t — 1)~ P70
Analogously, the second part of Gg (11, 1) is to be discarded, that is,
GO(t1. 1)) — —if(t — t))e ™05,

This finding may readily be generalized. In a time-ordered diagram, the direction (up
or down) of a free fermion line has a distinct meaning: In upwards directed lines, the
first time argument is larger than the second one, which means that only the particle
part (7, = 1) of the free electron propagator comes into play; in downwards directed
lines, the first time argument is smaller than the second one, and therefore, only the
hole part (n, = 1) survives. Accordingly, we will denote upwards and downwards
directed lines in time-ordered diagrams as particle and hole lines, respectively.
We may now write Eq. (7.23) more explicitly as

o0
DW(wy, wy) =(—i)71 pitywp, / dre!@i—eptint
—0oQ

t I
/ dtleitl (ep—€q) / dt/efi(w276q+in)t/ (724)

o] o]

where the various factors have been reordered according to their dependence on ¢, 71,
and ¢'. Note that the convergence factors for the 7-integration have cancelled each
other out. Now, the three integrations can be performed successively in the order
t', t1, and t. The t’-integration yields

hH ) o eitl(sq—vuz—in)
/ dt e~ iwa—eqtimt’ — _~ (7.25)
oo i(eg —wy —in)

While the numerator enters the ensuing #;-integration, the denominator constitutes a
factorial part of the final result (see Eq. 7.29 below). As is stated more specifically in
the diagram rules below, this factor can directly be related to a horizontal line (“cut”)
above the #’-vertex. The horizontal line crosses the particle line with the index ¢ and
an auxiliary w-line connecting the outer vertices ¢ and ¢’, which allows one to specify
the entries (¢, , w) and their signs in the denominator.
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Taking the numerator of Eq. (7.25) into account, we see that the ¢, terms drop out
of the #;-integral, which is consistent with the fact that the ¢, particle line ends at the
inner vertex f;. The ;-integration can readily be evaluated yielding

t i ) eit(e,,fwzfin)
/ dtlezzl(epfwrm) = (7.26)
—00 l(6p—w2_”7)

Again, the denominator, being part of the final result, can be associated with a cut,
here above the f;-vertex. The 7-dependent numerator enters the final 7-integration,
eliminating the €, term. Moreover, also the convergence factor e~ is cancelled, so
that the #-integration simply generates a delta function,

oo
/ dre" @19 = 276 (wy — wy) (7.27)
—00

as required by the two-variable Fourier transform. Combining the results

(7.25)—(7.27) gives

np nq

D@ (w1, wo) = 278 (wy — wr)w 7.28
) e T e v

from which the final result
D@ (w) " " (7.29)

:wpq(w—e +1i — j
pHin) (w—eg+in)

for the single-variable Fourier transform is obtained.
Let us take a brief look at the second time-ordering ¢; > t > t’ represented by
diagram D®:

o0

f '
D(b)(wl,wz) =Wy / dtl/ dt/ dr’
o0 o0
—o0
eiwl’e_iwzf/G(,)y(l, )Gy (1, )0t — )0t — 1) (7.30)

As above, a product of #-functions has been introduced in order to make the time-
ordering t; > t > t’ explicit. Note that 0(¢; — ¢)0(¢t — t’) implies 0(#; — ¢’), which
makes apparent that Gg (t,t;) and G(q) (1, 1) have to be replaced by their hole and
particle part, respectively:

G(1, 1) — 10ty — e @

Gg(th 1)y — —if(t — t/)e_i(fq_”/)(ll—l/) i,
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The three successive time integrations can easily be performed, yielding D® (wy, w,),
from which the final result
ng np

(b) —
DO (W) = —w,, Y —— (7.31)

can be deduced. As above, D® (w) is given essentially by a product of two denomi-
nators, which can be related to cuts above the vertex ¢" and ¢. The latter cut does not
cross the auxiliary w-line, and accordingly, the second denominator is w-independent.
Note that €, # ¢, because of the restriction n,n, = 1. Accordingly, the infinitesimal
in the w-independent denominator (being originally of the form (e, — ¢, — 2in) ™)
is dispensable and has been omitted in Eq. (7.31).

In a similar way, the remaining time-ordered diagrams D, ..., D) can be
evaluated (see Exercise7.1). One may observe that whenever ¢ > t’, such as in
D@ D® D©, the w-dependent denominators are of the form (w - - - + in)~! (rep-
resenting poles in the lower complex w-plane). By contrast, in the time-orderings
D@ D© DU witht < t', the poles are located in the upper complex w-plane.

It is interesting to contrast the compact result of Eq. (7.13) with the fragmented
form associated with the use of time-ordered diagrams (see Exercise 7.3):

D) =D W)+ DPw)+ -+ D () (7.32)

Obviously, the product Gg(w)Gg (w) can be expanded in a sum of four products
of each two simple poles, two of which can readily be identified with D (w) and
D@ (w). The other two products are of mixed type combining poles in the upper and
lower complex plane. Here, the expansion into partial fractions generates each two
contributions of the type D®©) (w) and D) (w).

Rules for Time-Ordered or Goldstone Diagrams

A general treatment of the inner time and Fourier integrations in the Feynman (or
Abrikosov) diagrams is given in Appendix A.4, which establishes the following dia-
gram rules:

(G1) A Feynman (or Abrikosov) diagram of nth order gives rise to (n + 2)! time-
ordered or Goldstone diagrams corresponding to the (n + 2)! permutations of
the two outer vertices ¢, t' and n inner vertices ¢, ..., t,. Draw an auxiliary
line (w-line) from vertex ¢ to vertex t’.

(G2) In the time-ordered diagrams, the direction of the GO-lines has the following
meaning: upwards and downwards directed lines are associated with unoccu-
pied (particle) and occupied (hole) orbitals, respectively. Introduce the corre-
sponding restrictions in the one-particle indices.

(G3) Each (horizontal) ‘cut’ between two successive vertices gives rise to a denom-
inator of the kind

(Uw+6k+51+-~-—5a—Eb—~-~+in)’1
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Here, any G-line crossing the cut contributes an orbital energy: with positive
sign for hole lines (occupied orbitals), +¢cx, +¢y, . .. ; with negative sign for
particle lines (unoccupied orbitals), —e,, —¢p, ... . The energy variable w
arises, if the auxiliary line (w-line) between the outer vertices ( — 1) crosses
the cut. Here, the sign o = 1 applies, if the w-line is directed downwards, and
o = —1, if the w-line is directed upwards. Put o = 0 if the w-line does not
cross the cut; note that in that case the infinitesimal i7 can be dropped.

(G4) Eachhole line contributes a factor (—1). This leads to a total factor of (—1)%+M
where L is the number of closed loops and M is the number of hole lines. The
various i-factors total 4-1:

—i from the definition of the GF

(—=i)"  from the nth-order perturbation theory } + 1

"1 from then + 1 cuts

Two important consequences of the Goldstone diagram analysis should be noted:

1. As confirmed by the above rules, the time integrations arising in a linked
Feynman diagram can always be performed and lead to well-defined expressions.
This means that the adiabatic switching functions e~! originally accompany-
ing the interaction terms are no longer needed to ensure convergence of the time
integrations. This justifies the a priori limit ¢ — 0 supposed in Sect.5.3.

2. The time-ordered diagrams associated with a given Feynman (or Abrikosov)
diagram can be divided into two classes, I, II, according to the ordering of the
external vertices ¢ and ¢’. In the diagrams of class I (f > ¢’), any w-dependent
denominators are of the type (w - - - 4 in). Obviously, the diagrams of class I are
analytic in the upper complex w-plane and, thus, contribute exclusively to the
G™ part of the electron propagator. Conversely, the diagrams of class II (f < t')
are analytic in the lower complex plane and contribute exclusively to G . In this
way, the Goldstone diagrams establish independent diagrammatic PT expansions
of the G™ and G parts.

The second-order Abrikosov diagram (Fig.6.7) gives rise to 4! = 24 time-ordered
diagrams, as there are altogether four vertices, that is, each two outer and inner ones.
Figure7.3 shows the 12 diagrams of class I (¢ > t'); the 12 diagrams of class II
(t" > t) are obtained by turning the class I diagrams upside down.

For a demonstration of the use of the Goldstone rules, we evaluate the second
diagram in Fig.7.3:
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(1) (2) (3) (4) (5) (6)
(7) (8) (9) (10) (11) (12)

Fig. 7.3 Second-order Goldstone (time-ordered) diagrams in Abrikosov notation shown are the 12
diagrams with ¢ > ¢/, contributing to G*

The three cuts between every two successive vertices have been depicted by dashed
lines, while the directed dotted line represents the auxiliary w-line, connecting the
outer ¢, t' vertices. Moreover, one-particle indices have been assigned to the free
fermion lines, where a, b and k denote particle and hole states, respectively. For
the two outer fermion lines, denoted by the general (unspecific) indices p, g, the
HF occupation numbers 7, and 7, are used to restrict p and g to hole and particle
states, respectively. With the help of the Goldstone rules, diagram Af,,zf) can readily
be expressed as follows:

A (5 (s nphg ) Vpklab) Vablgk]
ra w—eqtin? 2 (ep ok —ca—p) @tk —ca—ep+ i)

(7.33)

a,b.k
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where the overall sign (—1)* still needs to be fixed. Note that the factor % accounts
for the pair of equivalent particle lines (a, b) according to the Abrikosov rule (AS).
To determine the overall sign, one has to inspect one of the Feynman diagrams
comprised in the Abrikosov diagram A, for example:

p

(7.34)

Here, we have two hole lines and one closed loop, so that the overall signis (—1)* =
—1. The overall sign in the analytical expression (7.33) has to be (—1)* = —1, since
with that choice the Feynman diagram (7.34) is correctly reproduced by (7.33).

Exercises

7.1 Evaluate the six time-ordered diagrams in Fig.7.2 by performing the time inte-

grations.
7.2 Adjust the Goldstone diagram rules to the case of a one-particle interaction dia-
grams and apply these rules to the first-order diagrams (a), ..., (f) in Fig.7.2.

7.3 Verify that the compact expression (7.13) is identical with the result deriving
from the six first-order Goldstone diagrams (Exercise 7.2).

7.4 Supplementing Exercise 6.1, evaluate the energy representation of the diagrams
T1and T3 in Fig.6.8

7.5 Evaluate the second-order Goldstone diagrams (7—10) shown in Fig. 7.3, which
individually feature 1p/3 p-2h interactions. Verify that in the sum of these dia-
grams, S = (7) + (8) 4+ (9) + (10) the 3 p-2h-denominators cancel out.

7.6 Compare the contributions of the compact second-order expression (7.11), (7.12)
to G (w) with the 12 Goldstone diagrams in Fig.7.3.
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Chapter 8 ®)
Self-Energy and the Dyson Equation Gzt

In the four preceding chapters, we have established the formalism of diagrammatic
perturbation theory for the electron propagator, which allows one to derive succes-
sively higher-order contributions G (w). However, a finite perturbation expansion,
e.g., through third order,

Gw) =G"w) + GPWw) + GP W)+ 04 (8.1)

does not result in a useful approximation scheme to determine the physical quantities
of interest, that is, ionization energies, electron affinities, and the corresponding
spectral factors. The reason is that the components G ,, (w) are analytical functions,
and a finite perturbation expansion does not recover the proper analytical structure
(3.17), being a sum over simple poles, from which the desired information could be
extracted. So the question is how to translate the diagrammatic perturbation expansion
into a viable computational scheme. What is needed here is to sum the perturbation
expansion, even if only partially, through infinite order. A possible path toward such
infinite partial summations, recovering the proper analytical structure of the electron
propagator, is provided by the Dyson equation, which we will address in this chapter.

8.1 Diagrammatic Approach to the Self-Energy

According to the diagram rules, the Feynman or Abrikosov diagrams of order n > 1
begin and end with a free fermion line. This suggests to write the perturbation expan-
sion of the electron propagator in a form depicted graphically in Fig. 8.1. Here, the
hatched symbol represents the quantity v »q(t, 1), referred to as improper self-
energy part. ) pq(t, 1) is defined as the sum (n > 0) of all diagrammatic contri-
butions obtained by stripping off the respective two outer free fermion lines. The
analytical expression corresponding to Fig. 8.1 reads
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Fig. 8.1 Definition of the Pt
improper self-energy part Pt
t t
/ t
iy
q 't

Gpg(t.1) = 654G (t.1) + / dn / dt, Gg(z,tl)i,,q(rl,t{)cg(t;,t’) (8.2)

or, in w-representation,

G pg(W) = 0,y GY (W) + GY(W)E g (W) GO (w) (8.3)
Here o
%, W) = / d(t — 1) e =%, (1, 1) (8.4)

is the Fourier transform of & pq(t, 1), Using an obvious matrix notation, Eq. (8.3)
can be written in the form

GWw) =G W) + G'(W)E ()G (w) (8.5)

To proceed to the definition of the less trivial proper self-energy part, let us
consider the fourth-order diagram shown in Fig. 8.2. Obviously, this diagram can
be separated into two parts by cutting a single free fermion line, namely the one
connecting the two second-order fragments. In a similar way, any diagram can be
characterized as being either separable or non-separable with respect to cutting a
single free fermion line. This allows one to define a quantity X, (7, t') in analogy to
3 4 (2, 1), but with the restriction to non-separable diagrams:

X, (t,t") = {sum over non-separable contributions to b pq(t, 1)} (8.6)

X4 (2, 1) is referred to as proper self-energy part, or simply, self-energy. Obviously,
the improper self-energy part can be constructed from the proper one in the way
shown graphically in Fig. 8.3, where the symbols designated X represent X, (¢, t').
The geometrical-type series of “powers” of X, (¢, t') reflects the fact that diagrams
can be multiply separable. The third term in the power series, for example, comprises
all diagrams that decompose into three fragments upon cutting each two free fermion
lines.
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Fig. 8.2 A fourth-order Abrikosov diagram composed of two second-order diagrams

Fig. 8.3 Self-energy part

Pyt
Zpg (.t, t ) as a non-separable
contribution Pt
Pyt
= + + +
gt
qT
qT
Fig. 8.4 Electron propagator Pyt
as geometric series of powers
of the self-energy part Dyt Pt
t
P + + +
t/
qiy ql¢
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The geometrical series for s pq(t, t") in Fig. 8.3 may be used in the representation
of the electron propagator according to Fig. 8.1 or Eq. (8.2). The result, shown
graphically in Fig. 8.4, can be written as follows:

Gyt 1) = GO, (1. 1) + / f dty de] GO(t, 1), (11, 1) GOt} 1)+

Z// dry di} diy dey G (1, 1) e (11, 1) GY (1], 12) Sy (12, 15) GO (8, 1) + -+
(8.7)

The latter equation can be cast into a more compact, albeit implicit form:
Gplt,1) = G 1,61+ / / Aty diy GOt 1) 5y, (11, 1)Grg (1) (8.8)

This is the famous Dyson equation [1], relating the electron propagator G ,, (¢, t') to
the self-energy part X,, (¢, ). Note that the explicit expansion of Eq. (8.7) results
by solving the Dyson equation iteratively for G ,, (¢, ). A graphical representation
of the Dyson equation is given in Fig. 8.5.

Using the energy representation,

o]

%, (w) = / ey (1,1 d( — 1) (8.9)

—00
and an obvious matrix notation, the Dyson equation can be cast in the compact form
GWw) =G"W) + G WEW)G (W) (8.10)

The formal solution for G (w) is readily obtained, reading

Fig. 8.5 Schematic Pt
representation of the Dyson
equation Pyt
t t1
T tQ
tl
q'¢
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Gw) = (W)™ —Tw) ™ (8.11)
According to

Gw) =(1-G'WEW) ™ W)
=G’ W) + G"WEWG W) +... (8.12)

the right-hand side can be expanded as a geometrical series in powers of X (w), which
is the energy representation analogue to Eq. (8.7).

The Dyson equation can be viewed as providing a formal definition of the self-
energy part X (w), e.g., in the form

T(w) =G w) = Gw)! (8.13)

obtained from Eq. (8.10). Its usefulness, however, derives from the fact that there is
a direct diagrammatic approach to X (w). An approximation to X (w) (obtained for
example from a low-order diagrammatic expansion) will lead via the Dyson equation
to an approximation for the electron propagator in the form of an infinite, if only
partial, summation of terms in the original perturbation expansion. This may result
in a viable computational scheme.

1. Diagram Rules for the Self-energy Part
The diagram rules for the self-energy part can readily be obtained by obvious mod-
ifications of the original Feynman diagram rules for the electron propagator:

Employ the original Feynman rules (F1)—(F4) or the Abrikosov rules (A1)-(A4) for
the electron propagator G ,, (¢, t') with the following modifications:

— consider only diagrams that cannot be separated into two fragments by cutting one
free fermion line;

— remove the two outer free fermion lines from the respective wiggly interaction line
(interaction dots), while keeping their one-particle indices, p, ¢, in the interaction
line (dot) expressions;

— the number of free fermion lines is 2n — 1 rather than 2n 4 1. The overall phase
i" of rule (F4), however, still applies, because the two i-factors associated with
the two outer free fermion lines persist.

The second-order Feynman diagram for X ,,(¢, ') shown in Fig. 8.6 derives from
diagram (A) in Fig. 6.5. Its analytical expression reads

2o 1) = Z Vo Vawgr GOt 1) GO (1, )G (¢, 1) (8.14)
r,u,v
Note the absence of time integrations, since there are only (two) external vertices in
the second-order diagram. The second-order Abrikosov diagram for the self-energy,
comprising both second-order Feynman diagrams, is shown in Fig. 8.7. The diagram
can easily be translated into the following analytical expression:
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SR ) =3 Vortun Vartgn Gut. )Gt 1) GU(E 1) (8.15)

ru,v

In the energy representation (Eqgs. (7.8), (7.9)) of the second-order electron prop-
agator, the G functions associated with the two outer free fermion lines factorize,
and El(,zq) (w) is obtained by simply discarding those G°-factors:

20w =3 Vortu Vintgr) / % / % Gy (WG (@) G (Wi +wy — w)
h (8.16)
The internal w-integrations have been performed in Sect. 7.1 (cf. Eq. 7.10), and the
resulting explicit expression for Efq) (w) is given by Eq. (7.12). The rules presented in
Sect.7.1 for evaluating diagrams in the energy representation can easily be adapted
to the case of the self-energy diagrams.

As discussed in Sect.7.2, time-ordered or Goldstone diagrams can be used to
derive directly explicit w-dependent expressions for the electron propagator dia-
grams. The same technique can be applied to the self-energy diagrams. In an nth-
order self-energy diagram, there are n vertices. Hence, the number of time-orderings
is n! rather than (n + 2)!, which means a considerable reduction in comparison with
the case of the electron propagator. The original diagram rule (G1) must be modified
accordingly:

q

Fig. 8.6 Feynman diagram for the self-energy part in second order

p

q

Fig. 8.7 Second-order Abrikosov diagram for the self-energy part
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2. Time-Ordered Diagrams for the Self-energy Part

(G1’) A Feynman (or Abrikosov) diagram of nth order gives rise to n! time-ordered
or Goldstone diagrams corresponding to the n! permutations of the two outer
vertices 7,¢" and n — 2 inner vertices fy, ..., t,_». Draw an auxiliary line
(w-line) from vertex ¢ to vertex t’.

The other rules (G2)—(G4) apply in their original form. In particular, the overall phase
factor remains to be +1, which comes about as follows:

—i  from the definition of the propagator

(—=i)"  from the nth-order perturbation theory
+1 « e
i" from the N —1 cuts

i from the two external free fermion lines

As an example, we will apply the Goldstone analysis to evaluate El(fq) (w). The
two time-ordered diagrams associated with the second-order Abrikosov diagram
(Fig. 8.7) are shown in Fig. 8.8. Combining the analytical expressions deriving from
the Goldstone rules yields the following result for the second-order self-energy:

Vabigil Vpakn Viitgal
@, Voktab) Vablg )2 q 8.17
e = z;cw"'ek—%—ﬁb-f‘”? ZZW+€a_€k_€l_l77 ®1D

where the indices a, b and k, [ are restricted to particle and hole states, respectively.
The latter expression is of course equivalent to the result in Eq. (7.12), as can be seen
by renaming the summation indices.

The three third-order Abrikosov diagrams for the electron propagator shown in
Fig. 6.8 give rise to the corresponding third-order self-energy diagrams in Fig. 8.9.
These diagrams can readily be evaluated using the Goldstone analysis. Each diagram
has six time-orderings, which is in striking contrast to the propagator case, where each
third-order diagram gives rise to 120 Goldstone diagrams. The first three Goldstone
diagrams belonging to 7'1 are shown in Fig. 8.10. Applying the above diagram rules,

Fig. 8.8 Second-order
Goldstone diagrams for the
self-energy
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Fig. 8.9 Third-order
Feynman/Abrikosov
diagrams for the self-energy
part
T1
T1(1)

T3
Fig. 8.10 The first three

T2
time-orderings (Goldstone ? @
T1(2) T1(3)

diagrams) of the third-order
self-energy diagram 7'1

the analytic expressions can easily be obtained (see Exercise 8.2); the results for
T1(1) and T 1(2) are given in Egs. (9.13) and (9.16) of Sect.9.1.

Both the T'1 and T2 diagrams give rise to w-dependent expressions. By con-
trast, the 7'3 diagram leads to constant (w-independent) contributions. There is only
one external vertex here, suspending the possibility of auxiliary w-lines. In the cor-
responding 73 diagram for the electron propagator (Fig. 6.8), the two outer free
fermion lines begin and end at the same vertex. The analytical expression is of the
form given by Eq. (6.18). The self-energy contribution obtained by removing the two
outer free fermion lines reads

1) =6t —1)X g
in time representation and
D (W) = Xpg
in w-representation, where X, is a constant given by Eq. (6.19). The finding that
the third-order self-energy consists of w-dependent and w-independent (constant)
contributions reveals a general analytical structure which will be addressed in the
ensuing Sect. 8.2.
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8.2 Analytical Properties of the Self-Energy

The self-energy can be written in the general form
g (W) = X,4(00) + M, (w) (8.18)

Here, M, (w) and X, (00) are referred to as dynamical (w-dependent) part and static
(w-independent) part, respectively. The notation X,,(c0) used for the static self-
energy part reflects the fact that M, (w) — 0 for w — oo. Analogous to Eq. (3.17)
for the electron propagator, there is a spectral representation for M, (w),

m®m®* mm{*
My (w) = M} (W) + M, (w) = Z m + PP — (8.19)
v v i H

The Mlij (w) terms differ in the location of the poles, being in the lower and upper
complex w-plane, respectively. Like in the case of the electron propagator, M;rq (w)
and M, (w) are referred to as (N +1)-particle (or affinity) and (N — 1)-particle (or
ionisation) part, respectively. Other than in the spectral representation of the electron
propagator, the positions of the poles w) and the amplitudes m?) cannot directly be
related to physical quantities.

A general proof of Eq. (8.18) and the spectral representation (8.19) has been
presented in Refs. [2, 3]. In principle, the analytical form of the self-energy part may
be inferred from the spectral properties of G(w) via Eq. (8.13), which can be seen
as a definition of X (w). To get an idea of the algebra here at work, one may consider
a simple function modelled after the diagonal approximation to Eq. (8.13),

sw)=w—¢e—g(w)™! (8.20)

where

@ =Y . Y =1 (8:21)
k=1

serves as a surrogate for the electron propagator. As the reader may verify (see
Exercise 8.3), the function s(w) can be written in the desired form,

k

m—1
swy =x+y = (8.22)
W — Wk
k=1
where w1, ..., w,_1 are the m — 1 zeros of g(w), and x is a constant.

Of course, a corresponding analysis for the ¥ (w) and G(w) matrices is more
demanding. We confine ourselves to the derivation of Eq. (8.18) and a specification
of the constant self-energy part, X (c0). To this end, we write the spectral represen-
tation (3.17) of the electron propagator in the generalizing form
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) ()%
Gpg(w) =) L (8.23)

n

where the index n runs over both (N 4-1)- and (N — 1)-particle states; the imaginary
infinitesimals i1 are not essential for the ensuing analysis and have been dropped.
Using a compact matrix notation, the spectral representation can be written as

Gw)=x(wl—E) 'xT (8.24)

Here, E is a diagonal matrix of energies e,, that is, negative electron affinities and
ionization potentials:

—A,, ne{N+1
ey = ' { } (8.25)
—I,, ne{N -1}
The matrix x is a rectangular matrix of amplitudes x ,:
Wole, WYY, ne{N+1
e =0 = | e, e N ) 526
(W, leplWo), ne{N -1}
Note that .
xx' =1 (8.27)

which is the matrix form of Eq. (3.22).
Using Eq. (8.24) in (8.13) and G°(w)~! = wl — €, where € denotes the diagonal
matrix of HF orbital energies, the self-energy takes on the form

(W) =wl—e—[xwl— B)'x]" (8.28)

which now can be analyzed with respect to taking the limit w — oo. For this purpose,
we expand the second part on the right-hand side in a power series in w ™! using twice
the geometric series:

- _ —1
Gw '=wlx (1 — E) le:|
w

—1
=wl|x (1 + E + 0(&)2)) x*]
w

i E ! 1
=w 1+x—x*~|—0(w‘2)i| =w1—xEx*+O<—>
w w

Thus, the expansion of the self-energy becomes
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¥ 1

Yw)y=—€e+xEx'+ 0| — (8.29)
w

which allows us to identify the constant self-energy part as
¥(00) = —e + xEx' (8.30)
This result, reading more explicitly

$p(00) = —€,0pg— > (Eo— ENT)(Wole, W) (W) ] |Wo)
ne{N+1}
— Y (ENTN = E) (Wl [N T (WY e, W) (8.31)
ne{N—1}

can be seen as a sum rule for the energies (pole positions) and amplitudes of the
electron propagator. The sum over states on the right-hand side can be replaced by
the following closed-form expressions:

qu(OO) = _epapq + <\DO|[C1)’ I:I]C[HLIIO) + <\I/0|C$[Cp, I:I]|\IJO>
= —€,0pg + (Wollc). [c,. HI} W) (8.32)

The equivalence of Eqgs. (8.31) and (8.32) can be seen by inserting the complete
sets of (N+1)- and (N —1)-electron states in the commutator expectation values
on the right-hand side of Eq. (8.32). The anticommutator/commutator {c;, [cp, H 1}
on the right-hand side of Eq. (8.32) can readily be evaluated, upon which the static
self-energy takes on the form

2pq(00) = D Vouigo) ((Wole]eol Wo) = buuma) (8.33)

u,v

Here, the HF relations (4.6) have been supposed. Recalling the definition (3.26) of
the density matrix, we may write

Xpg (00) = Z Voulgul (pvu - p(U?,)) (8.34)
where
) = (Poleficu| Do) = duun (8.35)

denote HF density matrix elements. Using Eqs. (3.28) and (3.34), the density matrix
elements can be replaced by electron propagator elements, which allows us to write
the static self-energy elements in the form
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%, (00) = Z Voputgu (=) (Guu(t, 7) = GO, (1, 17)) (8.36)

u,v

or

1
Tpg(00) =D Voulgn5 7& (Guu(w) — G%,(w)) dw (8.37)

u,v

This result, establishing a relationship between the static self-energy and the electron
propagator, can further be expanded by inserting the formal solution (8.11) of the
Dyson equation for G (w) on the right-hand side:

dw _5uvnu:|

(8.38)
Here, the partitioning (8.18) of the self-energy has been used. As Eq. (8.38) shows,
the static self-energy part is determined by the dynamical part: For a given M (w), it
constitutes an implicit equation for X (co). This means that in devising approximation
schemes for the self-energy one can focus on the dynamical part. Once a suitable
approximation for M (w) has been devised, a consistent approximation for X (co)
can be obtained via Eq. (8.38). A practical procedure for the evaluation of X (00) is
described in Appendix A.5.

The closed-form expressions (8.36) and (8.37) can be obtained in a more intuitive
way using diagrammatic analysis. The diagrams contributing to X (oco) are of the
form of the third-order diagram 7'3 in Fig. 8.9. Any nth-order diagram, n > 0, in
the electron propagator expansion can be transformed into a corresponding X (c0)
diagram of order n + 1 by joining the two outer free fermion lines in an interaction
dot (external vertex). Symbolically, the sum of all diagrams contributing to X (c0)
can be depicted as follows:

vu

1 _
Y pq(00) = Z Voulqul [2—m7£(G0(w)l_z(oo)—M(w)) 1

u,v

Yoot t') = -
(8.39)

Here, as in Eq. (6.20), the double line represents the full electron propagator. That is,
the first graph on the right-hand side comprises all diagrams contributing to X (c0).
However, there is one extra diagram, namely the first-order “tadpole” diagram (sec-
ond graph on the right-hand side), associated with the zeroth-order diagram (free
fermion line). In the HF representation supposed here, there is no first-order con-
tribution to the electron propagator and, thus, to the self-energy, as was discussed
in Sect.6.2. Therefore, the tadpole contribution to the static self-energy must be
subtracted from the first term on the right-hand side.

The graphical representation (8.39) of the static self-energy part can be translated
into an analytical expression as follows
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zoo(, 1) =6(t —1")E,4(00)
g (00) = lim Y Vyrige (=) (Gur(t1, 1) = G5, (11, 1)) (8.40)

The overall phase factor (—i) on the right-hand side comprises several distinct con-
tributions, for example a factor (—1) arising from the fact that a closed loop is formed
when the two outer free fermion lines are joined at the same entry of a wiggly inter-
action line.

It should be noted that equating the time arguments 7, and 7| on the right-hand
side of Eq. (8.40) does not depend on the order of the time arguments:

(=G (t, 1) = (=)GY (1, 1%) = (=) Gy (1T, 1) — (=D)G (T, 1)
= (Wolefcs|Wo) — 6

This can be seen by using the anticommutation relation {cj, ¢y} = 6,5 both in the
definitions of Gy, and GY .

Finally, we note that Eq. (8.34) allows us to establish a physical interpretation of
the diagonal elements of the static self-energy part. We consider a diagonal element,
Ykaka (00), Where k is a spatial orbital, and retain only the Coulomb parts of the
antisymmetrized two-particle integrals,

Ekaku(oo) ~ szkukv (pvu - Pf)(l)t)) (841)

Here u, v denote spatial indices, and p,, = py+,.~. Using the electron density function
associated with the given density matrix,

px) =D 267 (X)bu (X) pu (8.42)

Eq. (8.41) can be written as

2
Zuata(00) ~ [ [ dxax PO o) - g0 ) (8.43)

As this expression shows, X.kq (00) accounts for the ground-state correlation effect,
Ap(x) = p(x) — p(o) (x), in the Coulomb repulsion between the electron density and
the charge, |y (x)|?, of the electron in the HF orbital k. Note that the self-interaction
error due to the neglect of the exchange integrals in Eq. (8.34) is not relevant in
Ap(x).
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8.3 Solving the Dyson Equation

1. The Dyson Secular Matrix

Using the general form (8.18) for the self-energy and the matrix notation G%(w) ™' =
w1l — € for the inverse of the free electron propagator, the formal solution (8.11) of
the Dyson equation can be written more explicitly as

Gw) = (G'w) ' - Z(w))_l =(wl—€e— X (00) — M(w))~! (8.44)

Moreover, one may adopt the following matrix notation for the dynamical self-energy
parts:

M) =M @) +M W), M*w) =m*" (1-95"'m* (845

Here, & denote the diagonal matrices of the pole positions in the spectral represen-
tations (8.19) of the two M (w) parts,

le, =w,, Ve {N+ 1}, Q;ﬂ =wy, pe{N -1} (8.46)
and m™ are the corresponding matrices of the amplitudes,

mt =mW* veN+1), m.

oy =1 p=my e (N1 (847)

As a result, the Dyson equation takes on the form

6w = (wl-e-Z00) —m~ @l-2) " m™ —m* Wl - @) 'm") 1

(8.48)
which has some semblance of the partitioning formulas reviewed in Appendix A.1.
In fact, one may introduce the following Dyson secular matrix

e+3X(c0) m m*’
A= m- Q0 (8.49)
m* 0 QF

Using the partitioning formulas (A.1.26) and (A.1.27) for the upper left diagonal
block of A, that is, Aj; = € + X (00), the right-hand side of Eq. (8.48) can readily
be identified with the upper left diagonal block of the inverse of (w1l — A):

Gw) = (wl—-A)"|, (8.50)
Let us note that in the upper left diagonal block, denoted by |;;, the matrix indices

are the HF one-particle indices, comprising both occupied (#) and unoccupied (p)
orbitals.
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The inversion of an w-dependent matrix of the form (w1l — A), where A is her-
mitian, is equivalent to solving the eigenvalue problem (see Appendix A.1)

AX=XE, X'x=1 (8.51)

as
wl—A) '"=Xwl-E)'Xx' (8.52)

Here, E and X denote the diagonal matrix of the eigenvalues and eigenvectors of A,
respectively. Accordingly, the solution of the Dyson equation can be written as

Gw) = X(wl—E)'X|, (8.53)
or, more explicitly, e
X n X n
G = R 8.54
pg(W) Zn: w—ec, (8.54)

where ¢, = E,, and x) = X, and n runs over both the (N +1)- and (N —1)-
electron states. As the comparison with Eqs. (8.23)—(8.26) shows, this is just the
spectral representation of the electron propagator. This means that the ionization and
electron attachment energies are obtained as the eigenvalues of the Dyson matrix
A, while the corresponding spectroscopic factors are given by the & or p orbital
components of the eigenvectors.

It should be noted that the sum rules (3.22) and (8.30), (8.31) can directly be
inferred from the 11-block of the eigenvalue equations (8.51):

> X Xpy =0pg D EnXpnX, = Apg = €404 + Tpq(00) (8.55)

In conclusion, we have seen that the Dyson equation can be formulated as the eigen-
value problem of a hermitian matrix, referred to as Dyson secular matrix, where
the entries derive from the spectral representation of the dynamic self-energy part
(amplitudes and pole positions), the matrix elements of the static self-energy part,
and the HF orbital energies.

2. Dyson Equation as an Effective One-Particle Eigenvalue Equation

Rather than dealing with the full eigenvalue problem (8.51) of the Dyson secular
matrix, one may resort to the partitioning of the original eigenvalue problem as
exemplified in Eq. (A1.31) of Appendix A.1. Contracting the eigenvalue problem to
the (11)-block of A, the Dyson equation takes on the form

(e + 2:(en)) Xp = epXy (8.56)
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where e, = E,, are the eigenvalues of A and x,, is the vector of the p/ h-components,
xl()”) = X, of the full eigenvectors X ,. This is an energy-dependent (pseudo-) eigen-
value equation for a one-particle problem, in which the self-energy matrix X (w)
can be seen as orbital representation of an energy-dependent, non-local one-particle
operator 3 (x, x'; w). The enormous reduction of the dimensionality with respect to
Eq. (8.51) comes at a price, as the solutions of the pseudo-eigenvalue problem have
to be sought using iterative techniques, which are prone to computational problems.
It should be noted that the usual orthonormalization features do not apply to the
pseudo-eigenvectors x,, (see Appendix A.1).

3. Dyson Orbitals

As a tool for visualizing many-body effects in ionization (or electron attachment)
the so-called Dyson orbitals have proven useful. Consider a final ionic state, say of
N — 1 electrons, |\IJ,IZV ~1y. A Dyson orbital ®,(£) can be assigned to this state as
follows:

@, (&) =(¥ " 1h(&)|Wo)
=D (W e W) (§) = D x M1, (€) (8.57)

As in Eq. (1.3), £ = xo combines the spatial and spin variables; 1, (&) denote the
spin orbitals associated with the fermion operators, ¢!, c,, and

D) =) 1 (©) (8.58)

is the field operator according to Eq. (2.45). Alternatively, the Dyson orbital can be
obtained directly from the ground- and ionic-state wave functions,

@, (&) :m/\p,f’*‘(gz,...,gN)*qzo(g,gz,...,gN)dgz... d¢éy  (8.59)

where as in Eq. (1.5) the integration over &; comprises the summation over spin
variables. To show that both definitions are equivalent (see Exercise 8.4) one may
insert in Eq. (8.57) the resolution of the identity in terms of the coordinate eigen-
states |€; ... &y) (respecting here Eq. 1.24) and evaluate 1[)(5)|£, ...&y) according
to Eq. (2.9).

Like spin orbitals, the Dyson orbitals &, (§) can be written as products of a spatial
orbital and a spin function:

@y (x, 0) = @y (X) x5(0) (8.60)

Here, v = «, [3 specifies the z-component of the spin in the final state, n = n~y, and
7 denotes the spin quantum number complementary to -, e.g., @ = 3. The spatial
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Dyson orbital is given by

@, (x) = (W5 (0) W) = Y x My (x) (8.61)

where 12)7 is the mixed representation (2.49) of the field operator with ¢, (x) denoting
the spatial functions in ¢, (§). The alignment of v and 7 is of course a consequence of
the spin symmetry in the above matrix element. In the second equation, the amplitudes
x™ can be assumed to be spin-free as

X}En) — ‘xr(i’l)i) — x:g’Y) (862)

We note again that, in general, the Dyson orbitals are not orthonormal,
f O (x) D, (x) dx = Zx;">*x,<'"> # Gum (8.63)

because the amplitudes x do not constitute the full final-state eigenvector.
Note that for an uncorrelated ground state, | D), and a corresponding single-hole
ionic state, c¢p,|®Po), the Dyson orbital is simply given by the HF orbital ¢, (x).

4. Second-Order Approximation to the Self-energy

The construction of a Dyson secular matrix and the ensuing solution of the secular
equations applies not only to the exact self-energy but also to suitable approximations,
more specifically, approximations in which the dynamic self-energy part is given in
the form of the spectral representation (8.19). As an illustrative example, we will
consider the second-order approximation to the self-energy part in the following.

Obviously, the second-order self-energy, given by Eq. (8.17), is of the same ana-
Iytic form as the spectral representation. Since there is no static second-order con-
tribution, we may write

2) — ?2) — 2)+ 2)—
2?(w) = MP () = MPT (W) + MP~ (W) (8.64)

where

MP* @)=Y Vpitab) Vabign
pa Slwtea—€—e+in

Voarkn Viilga
Mﬁ;_(w) — Z palkl] Vkllga] (8.65)

wte, —€ —€—in

a,k<l

The poles in the (N +1)- and (N —1)-parts are labeled by 2p-1h and 2k-1p index
triples. Note the 2p-1h and 2k-1p indices are restricted according to k, a < b and
a, k < I, respectively, which eliminates the factors % in the original expression (8.17).
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The matrix elements of the second-order Dyson secular matrix, A (2), can directly
be taken from Eq. (8.65):

Qoo =€ teate
+ _
Qabkapk =~ € T €a €

— _ + _
Mak1,q = Vaalkils Mapk,g = Vablgkl (8.66)

The structure of the A(2) matrix, as given below,

1h/1p 2h-1p 2p-1h
€q N Vkl[qa] e e Vab[qk] N
A(Z) =]|... an[kl] —€q4 T+ &k t & 0
- Vaktab - - - 0 —€kt+ée4t¢p

reflects the partitioning of the secular expansion manifold into three subsets corre-
sponding to HF orbitals (or 1 and 1 p states), the 2k-1p, and 2 p-1h configurations.

It is instructive to compare the second-order Dyson secular matrix to the secular
matrices arising in the context of a wave-function approach, that is, separate CI
expansions for the (N —1)-particle and (N + 1)-particle states (see Sect. 12.3). Let
us consider the 14 and 2k-1p CI configurations,

|2N71) = ¢| Do)
|0 ") = clerer| Do), k<1

of N —1 particles. The corresponding matrix elements of the CI secular matrix, taken
with respect to the subtracted hamiltonian, H =H - Ey(1), where Ey(1) is the HF
(first-order) ground-state energy, read

Hi/j = _Giéij
H; iy = Viatja
H} ey = (€0 = €k — €)0aa O + O (1) (8.67)
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Here, the matrix elements of the 24-1p diagonal block are specified only through
zeroth order. Obviously, the secular matrix given by Eq. (8.67) is (up to a sign) part
of the second-order Dyson matrix. In a similar way, the analogous CI secular matrix
for N+1 particles is retrieved within A(2). What makes A(2) peculiar is the fact
that there is a coupling of the (N —1)- and (N 4 1)-particle parts. How can such a
coupling, which is not feasible within a wave-function approach, be rationalized?
An analysis of the results through second order of perturbation theory can give some
clue.

5. Analysis of the Dyson Equation Using Second-Order Perturbation Theory

Consider the ionization energy I of the state deriving from the one-hole configuration
|®r) = cx|Do). Through second order, straightforward matrix perturbation theory for
the A(2) secular problem gives

| Viatjn|* | Vicjtber |
Q) =—g-y —H 3 I (868)

€ te—€;—¢€ € t€j —€p— €

a,j<l j.b<c

where the first and second sum on the right-hand side correspond to the coupling of
the single-hole configuration k£ with 2k-1p and 2 p-1h configurations, respectively.
In accordance with Koopmans’ theorem, the ionization energy through first order is
given by the negative orbital energy, I (1) = —¢,. How does the expansion (8.68)
compare with the exact ionization energy Iy = E ,iv ~!' — Ey? The formal perturbation
expansion of [ through second order can be written as

I = —e + WP Qh-1p) + WP Bh-2p) — E + 0(3) (8.69)

Here, W,fz) (2h-1p) denotes the second-order energy arising from the coupling of the
1h configuration with 2A-1p configurations and

Vieiiji]*

Ef) =— S L7 — 8.70

0 Z.€b+€c—65—€j (870
b<c,i<j

is the second-order contribution to the ground-state energy, as specified in Eq. (4.65).
The explicit expression for Wk(z) (2h-1p) reads

2
[ Viarjn|
€kt € —€ —€

W @h-1p) == 3

a,j<l

(8.71)

which is just the second term on the right-hand side of the Dyson result (8.68). The
other second-order term in Eq. (8.69),
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| Vieiji]?
€+t € —€ — €

WP Gh2p) = - Y
b<c
i<j#k

(8.72)

results from the coupling of the 14 configuration with 34-2p configurations (see
Exercise 8.6). Apart from the restrictions i < j # k in the summation indices,
Wk(z) (3h-2p) is of the same form as E(()z). As can readily be seen, the difference
W}fz)(3h—2 p) — E(()z) of the 3h-2p contributions in the ionic energy and the 2p-2h
contributions in the ground-state energy can be identified with the second sum in the
Dyson result (8.68):

| Vijtbel I*
€p + €c —€j — €

W Gh-2p) — ES = )

Jj.b<c

(8.73)

This shows that the strange coupling of (N —1)- and (N 4 1)-particle states in the
Dyson secular problem can be seen as a means to account for the admixture of 34-
2 p configurations in the ionic state and the second-order correlation energy in the
ground state. A CI treatment of the 1/ states at comparable accuracy would require
CI expansions comprising 1%, 2h-1p, and 3h-2 p configurations. In the second-order
Dyson approach, by contrast, the secular matrix is formed by the manifold of 14,
1p, 2h-1p, and 2 p-1h configurations.

Besides the 14 main states, the A (2) secular matrix accounts for so-called satellite
states deriving from 2A-1p configurations, treated however only in zeroth order:

L =€ — e — g+ 0(1) (8.74)

In a completely analogous way, the 1p and 2p-1h states of N+ 1 particles can be
analyzed.

The second-order Dyson approximation, based on using the second-order self-
energy in the Dyson equation, provides a very simple computational approach to ion-
ization energies and electron affinities of closed-shell atoms and molecules. However,
the accuracy hereby afforded is rather modest. Typically, the error in the ionization
energies of outer valence 1/ main states is in the order of 1-2eV. An extension to
higher order is by no means straightforward. Already at the third-order level, the
dynamic self-energy deviates from the form of a sum over simple poles as here
products of poles come into play, which means that contributions M ™ (w) for n > 3
cannot readily be incorporated in the Dyson secular matrix.

6. Graphical Solution of the Dyson Equation in the Diagonal Approximation

For a given expression of the self-energy, the Dyson equation (8.11) can also be solved
in a more descriptive way, where the desired information, that is, pole positions and
residues of the electron propagator, is extracted as the zero points and the respective
slopes of the inverse of the electron propagator,
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Gw '=wl—e—X(Ww) (8.75)
In particular, such a procedure applies to the diagonal approximation in which the

non-diagonal elements of the self-energy part are neglected. As a consequence, there
is an individual equation for each diagonal element of the electron propagator:

Gppw) = (w—€p — Tpp(@)) (8.76)

Assuming that X, (w) is of the form

|7 |
P =3 E 8.77
PP (w) [,[,(OO) + — - Q, ( )
the zero points of G, (w) are given by the solutions of the equation
W€y —Tpplc0) = Y bt (8.78)
P pp w—Q,

n

Asdepicted in Fig. 8.11, the function on the left-hand side is a straight line with slope
1 crossing the w-axis at €, + X, (c0), while the right-hand side is a sum over simple
poles located at the positions £2,,. Obviously, the straight line cuts the pole function
once between two successive pole positions, so that for each pair of successive poles
there is a single zero point of G ,,,(w) . This amounts to a “graphical solution” of the
one-component Dyson equation in the diagonal approximation. Of course, the zero
points between successive pole positions can also be determined numerically, using,
e.g., a Newton—Raphson-type procedure. The residues (or pole strengths) of the poles
of G, (w) are determined by the slopes of the pole function at the intersection points.
Let wg be a pole position resulting from the single-component Dyson equation for
G p(w) and Py denote the residue to be determined. Expanding G;]: (w) in a Taylor
series about wy yields

1
G,w=(w=-€-%,w)= ;O(w —wo) Faw—w)+-- (879

where 1/ Py is given by
1
7 =1- Z;,p(wo) (8.80)

The slope of the pole function is always negative so that the pole strength,
Py=(1-3, (w))™ (8.81)

is a positive number smaller 1, Py < 1.
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Fig. 8.11 Graphical solution of the diagonal form of the Dyson equation

Figure 8.11 shows a typical arrangement of the poles. On the left side, there are
the self-energy poles associated with the (N —1)-particle (ionization) part, being
separated from the (N +1)-particle (electron affinity) poles on the right-hand side
by an energy gap of the order 3(eLymo — €momo), Where the acronyms HOMO
and LUMO refer to highest occupied and lowest unoccupied molecular (HF) orbital,
respectively. As assumed in Fig. 8.11, the orbital energy ¢,, say, of an occupied
orbital in the outer valence region, is located within the gap between the (N — 1)- and
the (N + 1)-particle poles. Accordingly, there is one solution within the gap with a
relatively large residue, since the modulus of the slope at the interaction point tends to
be small. This solution corresponds to the “single-hole”” main state. In addition, there
are solutions within successive pole positions on the left- and right-hand side, which
however, have much smaller residues since here the pole function have steep slopes at
the crossing points. Those solutions correspond to “secondary” or “shake-up” states.

7. Beyond Second Order: Outer Valence Green’s Function (OVGF) Method

As already mentioned, the expansion of a diagonal self-energy element X,,(w)
through third order,

S (w) + 04) (8.82)

T,pw) =2 f; W) + =)

is not of the simple analytic form (8.77) presumed in the graphical solution, as the
third-order diagrams introduce products of simple poles. Nevertheless, in the energy
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region within the ionization/electron-affinity gap, sufficiently far from the two outer-
most poles, X, (w) is a smooth function of w, and the third-order expansion (8.82)
may represent that region quite reasonably, irrespective of its inadequacy in the pole
regions. Accordingly, for outer valence main (1) states, where the graphical solu-
tions of the respective diagonal Dyson equations lie in the gap region, a third-order
self-energy expansion may afford a good approximation. An approach based on the
third-order expansion of the self-energy is the widely used and utmost successful
outer valence Green’s function (OVGF) method [4-6]. A related scheme is the P3
method basing on a partial third-order self-energy expression [7].
The two main ingredients of the OVGF method are:

1. Diagonal approximation for the electron propagator: G, (w) & 0,4 G pp(w)
2. A modified third-order expansion of the diagonal self-energy matrix elements:

1
Ypp(w) =~ Z}(}Zp)(w) + mzsp)(u}) (8.83)
P

where A, < 1is a predefined correction coefficient.

In the OVGF expression for the self-energy, a correction factor is attached to the
strict third-order contribution Eg} (w), the purpose of which is to extrapolate the

expansion to higher orders. The usual recipe is

Y (Tl(i)|w:5p + T2(i)|w:€p)

A, =
MI%)(GP)

(8.84)

Here, T1 and T2 are the two w-dependent third-order diagrams (see Fig. 8.9),
andi = 2, ..., 5 label the time-orderings that have only one w-denominator. Obvi-
ously, A, somehow measures the ratio of the third- and second-order self-energy
contributions (for the pth diagonal element), and, thus, the factor (1 — A ,,)’1 =
1+A,+ Ai + ... in (8.83) can be understood as sort of an extrapolation to higher-
order contributions. It should be noted that there are two more extrapolation schemes
to be applied in specific cases (see Refs. [4, 6] for details).

Exercises

8.1 Consider a general one-particle system with a hamiltonian of the form h=ho+
0, where /g is a “free” hamiltonian and 0 a perturbation. Accordingly, there are
resolvent operators §(w) = (w — fz)’1 and go(w) = (w — fzo)’l corresponding
to the full and free hamiltonian, respectively. Derive a Dyson-like equation for
g(w) and another equation analogous to Eq. (8.2). What are the analogues to the
improper and proper self-energy parts?

8.2 (a) Evaluate the three time-orderings contributing to £~ (w) (¢’ > t) of the dia-
gram 7'1 in Fig. 8.9.

(b) Draw and evaluate the six time-orderings of diagram 7'3 in Fig. 8.9.
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8.3 (a) Consider the model functions (8.20) and (8.21) in the simple two-pole case

(m = 2) and verify the corresponding Eq. (8.22).

(b) Perform the corresponding analysis for m = 3. (Use partial fraction decom-
position without explicitly solving the cubic or quadratic equations).

(c) Consider the general case (m arbitrary) and establish that s(w) can be written
in the form of Eq. (8.22).

8.4 Adapt the matrix representation of Abrikosov diagrams (Sect. 6.3) to the dia-

grams for the dynamical self-energy part M (w) and test that concept for the
second- and third-order diagrams.

8.5 Show that the definitions (8.57) and (8.59) for the Dyson orbitals are equivalent.

(Proceed here as indicated in Sect. 8.3.)

8.6 Use (formal) RSPT for the (N — 1)-electron state deriving from ¢ | D) and verify

the second-order expressions (8.71)—(8.73).
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Chapter 9 ®)
Algebraic—-Diagrammatic Construction e
(ADC)

As was discussed in the beginning of Chap. 8, a finite perturbation expansion of the
electron propagator does not reproduce its correct analytical form. While this applies
also to the self-energy part beyond second order, here finite perturbation expansions
together with the Dyson equation may provide viable approximations to the electron
propagator, as shown by the third-order OVGF approach discussed in Sect. 8.3. The
applicability of the OVGF approximation, however, is restricted to the energy region
above the highest pole of M~ (w) and below the first pole of M ™ (w). For the treat-
ment of ionization energies and electron affinities outside that outer valence regime,
the behavior of the self-energy part near its poles matters. This means that one has to
recover the proper analytical form (8.19) of the dynamical self-energy part. Approx-
imations of that type are obtained as a result of performing infinite summations of a
certain class of diagrams. An example of such an infinite partial summation of dia-
grams in the case of the self-energy part is Hedin’s GW approximation [1], which,
in turn, is based on the famous random-phase approximation (RPA), being itself an
infinite partial summation of diagrams of the polarization propagator (see Chap. 15).
An alternative way of generating infinite partial summations in a diagrammatic per-
turbation expansion is the algebraic-diagrammatic construction (ADC) [2, 3]. In the
following we will discuss how the ADC procedure can be performed in the case of
the dynamic self-energy part. A direct ADC approach to the G~ (w) and G (w) parts
of the electron propagator is presented in Chap. 10.

9.1 ADC Formulation of the Dynamic Self-Energy Part

According to Eq. (8.19), the dynamical self-energy consists of two parts, M (w) and
M~ (w), referred to as affinity and ionization part, respectively. The ADC formulation
applies independently to either of them. To be specific, we will consider the affinity
part M (w) in the following and drop the superscripts + for notational ease. The
treatment of M~ (w) is completely analogous.

© Springer Nature Switzerland AG 2018 135
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The starting point is the spectral representation according to Eq. (8.19). In matrix
notation (see Eq. 8.45), the matrix element M, (w) can be written as

Mpy(w) =m (w1l —R)"'m, 9.1)

Here, € is the diagonal matrix of self-energy pole locations w, (affinity part), and
m,, is a vector of Dyson amplitudes m,, = m;”)*. Now, the diagonal spectral repre-
sentation can be replaced by the more general non-diagonal ADC form

My, (w) =Ulwl-K-C)"'U, 9.2)

where K + C is a constant hermitian matrix, referred to as ADC secular matrix,
and U , is a constant vector of ‘effective coupling’ matrix elements. The latter form
results from applying a general unitary transformation Q to Eq.(9.1), where

U,=0m,
K+C=020' (9.3)

relate the Dyson amplitudes and self-energy poles to the corresponding quantities of
the ADC representation.

At this point, the matrix elements of K + C and U ,, are still unspecified. However,
we may suppose that the following perturbation expansions apply:

Cc=CY4+c?®4... 9.4)
U, =00 + U+ (9.5)

Note that both expansions begin at first order. In the case of U, this reflects the

fact that the perturbation expansion of M, (w) begins at second order. The matrix

C begins at first order by definition, as the zeroth-order contribution to the ADC

secular matrix is represented by K. Obviously, K can be identified with ©, which

allows us to specify K as the diagonal matrix of the HF energies of 2p-1#h, 3p-2h,
. configurations of (N +1) electrons:

K, jap = —€j + €4+ €
Kijubc,ijabc = —€ — € + €+ €+ €
(9.6)
Here, i, j, ... label occupied HF orbitals, while a, b, ... refer to unoccupied ones.

The HF configurations allow one to designate also the expansion manifold under-
lying the effective interaction matrix (or ADC secular matrix) and the U vec-
tors. Let {I, J,...} ={jab,a < b;ijabc,i < j,a <b <c;...} denote (N+1)-
electron HF configurations of successive 2p-1h, 3p-2h, ... excitation classes
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(excluding the 1p class), then the secular matrix elements and U vector elements
may be written as C;; and U ,, respectively.

The ADC form (9.2) can be expanded in a formal perturbation series. For this
purpose, (wl — K — C)~! is replaced with its geometric series,

My, (w) =ULwl-K—-0O)"'U,
=Ulwl-K)™' Z lcwl-K)")"U, 9.7)
n=0

and the perturbation expansions (9.4), (9.5) are used for C and U, (U,).

Now, we can formulate the ADC procedure as follows:

Compare the formal perturbation expansion of the ADC form (9.7) to the original
diagrammatic perturbation expansion for the self-energy part M;;q (w) through a
given order n of perturbation theory. Beginning at second order and proceeding to
higher order, this comparison allows one to determine successively the terms in the
expansions (9.4) and (9.5) of C and U ,, respectively.

The procedure is best explained by actually performing it. Let us first consider
the trivial second-order case. The second-order ADC form, referred to as ADC(2),
reads

M) =UD w1 = K)7'UP + 003) 9.8)

which is to be compared with the second-order diagram for M )" (w) shown in
Fig.8.8 (time-ordering ¢ > t’). The corresponding analytical expression, given by
the first term of Eq. (8.17), can be written as follows

Voot Vablo
M](’%])Jr(w) — Z pjlab] Vablgj] (9.9)

ja<bw+ej—ea—eb+in

Comparing Egs. (9.8) and (9.9) allows one to determine the first-order contribution
toU,,

Uog = Vavlai 9.10)
and confirm that
Kjab,jabz—ej—}-ea—l—eb 9.11)

Note that the infinitesimal +i7 is not essential here; any pole in the time-orderings
contributing to M (w) is of the type (w - - - + in). Obviously, there are no contribu-
tions to C at the ADC(2) level.

The third-order or ADC(3) level is more interesting, as here the self-energy no
longer is a sum over simple poles. The ADC expansion through third order reads
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M) = U w1l = K)"'U
@ —1y7(1) (f -1y @
+ U1 - K0P + U (w1 - K)7'US
+ UV Wl - K)7'CVwl - K)'UP + 0@ 9.12)

The new quantities arising here, namely U ;,2> and C™V, are to be determined by com-
paring the second and third line with the diagrams for M ﬁ)*’(w). Before inspecting
the diagrams, let us note that, as in second order, the K denominators are restricted
to those of 2p-1h type. Accordingly, only the 2p-1A matrix elements of U ;,2) and
C"V come into play at third order.

The two third-order diagrams 7'1 and T2, constituting M (w), are shown in
Fig.8.9. Each three Goldstone diagrams (with ¢ > t’), shown in Fig.8.10 for T'1,
contribute to the affinity part, M®* (w). The diagrams T'1(1) and T2(1) can directly
be compared to the third line in the ADC expansion (9.12). Let us consider the T 1(1)
contribution,

njlab Vajr a'b’
Tiy = Y Y 5,y (913

]a<b]a<b,w—|—6]—e — € W€ —€ —¢

where a superfluous j 0jj» summation has been inserted for clarity. The comparison
with the ADC expression (third line of Eq.9.12) reproduces the U" expressions

already determined and yields the following contribution to CV:

O0)
Cjab,j’a/b’

< 5]“]'/ Vab[a’b’] (914)
In a similar way, the contribution of the 72(1) diagram can be taken into account.
The final result can be written in the form

Clyirar = 0 Vavtaw) — (Baa Vinjo) + oy Viatja) + (@' < b)) (9.15)

Here, the 2 p-1h configurations (jab) and (j’a’b’) are restricted by requiring a < b
and a’ < b'; together with these restrictions, the form (9.15), being anti-symmetrized
with respect to the index pairs (ab) and (a’b’), is consistent with the diagrammatic
expressions.

To determine Uj(ai »» we may inspect the diagrams 7'1(2) and 72(2) conforming
to the third term in Eq.(9.12); diagrams 7'1(3) and 72(3) simply reproduce the
hermitian conjugate expression (second term of Eq. 9.12).

The analytic expression for 7'1(2) reads

Z Vabtkn Viilg 9.16)

Tl(z)pq Z VPJ[ab] wte — e e —¢ —6

— €
j.a<b b

from which the contribution to U %)

jabg is readily derived:
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Vabiii) Viiig))
_— 9.17
zz€k+€l_€a_€b ©17)

2)
Ujab q

Taking also T2(2) into account the full second-order contribution is obtained:

@ Vavikn Viiigj)
Ujab g —2 Z e _
€ +€ —€,— €

N (Z M) —(a<b) (9.18)

€ €c—€j — €
ok a t € J k

To summarize, the ADC(3) secular matrix and U vectors read

(K + C)]ab jla'b — ( €j +e + Eb)(SJj 6aa 6bb’ + C/ab jla'b’ (919)
Ujabg = Uy + Uty (9.20)
where C;a b,y 18 given by Eq.(9.15), and the first- and second-order contributions

0 Ujap,q by Egs. (9.10), (9.18). The explicit ADC(3) expressions for both M*(w)
and M~ (w) are listed in Appendix A.9.

At the fourth-order level, the ADC procedure is already somewhat elaborate. A
comprehensive presentation has been given in Ref. [3], and we may confine us here to
a brief sketch. There are 10 fourth-order Abrikosov diagrams shown in Fig.9.1. Each
fourth-order diagram entails 24 time-orderings or Goldstone diagrams, so that there

AARE
AR

Fig. 9.1 Fourth-order Feynman diagrams (in Abrikosov form) for the dynamic self-energy part



140 9 Algebraic—Diagrammatic Construction (ADC)

are altogether 240 Goldstone diagrams, of which one half (120 diagrams) contributes
to M@, the other half to M@~ For the ADC procedure, many of these diagrams
are redundant as they only recover ingredients already determined at the second- and
third-order level. To determine those ADC(4) contributions which arise for the first
time, it suffices to inspect a subset of certain key diagrams.

While the ADC(2) and ADC(3) configuration space for M (w) was spanned by
the 2 p-1h excitations, the next higher excitation class, 3 p-2h, comes explicitly into
play at the fourth-order level. The ADC(4) expansions are of the structure

Ciab,jar = C;:z)b,j’a’b/ + C;‘i)b,j/u’b’ (9.21)

Ciav.irjiave = Clapijape 9.22)

Cijabe,itjrave =0 (9.23)
and

Ujara = Ujag + Ujabg + Ujabg (9.24)

Usjabe.q = Uliapeq (9.25)

Here, the underlined contributions are those to be determined at the fourth-order
level. Note that the 3 p-2h components of the U vectors are of second order. There is
a first-order 2 p-1h/3 p-2h coupling block of the C matrix, while the 3 p-2h diagonal
block of C vanishes. The 3 p-2h diagonal block of the ADC(4) secular matrix, being
of zeroth order, is given by

Kijabc,i’j’a’b’c’ = (—6,' - 6j + €aq + € + 6c)éii’(sjj’(Saa’abb’(scc’ (926)

For the explicit ADC(4) expressions, the reader is referred to Ref. [3].

9.2 Dyson-ADC Secular Equations

In the preceding section, we have seen how the ADC procedure can be used to derive
in a systematic way higher-order approximations to the ADC secular matrix K + C
and the matrix of U vectors. To generate an explicit representation of the dynamic
self-energy part to be employed in the Dyson equation, the respective ADC(n) secular
problem has to be solved. Alternatively, the ADC secular quantities can directly be
incorporated into a common Dyson-ADC secular matrix. This will be discussed in
the following.

For a given ADC secular matrix K + C and matrix of U vectors, the dynamic
self-energy in the form of Eq.(9.1) is obtained via diagonalization according to
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(K+0) Y=Y, Yv=1 (9.27)

Here, € is the diagonal matrix of the poles of M (w), and Y is the matrix of eigen-
vectors Y ,. The Dyson amplitudes are given by

m,, =Y'U, (9.28)
which may be written in a compact matrix notation as
m=Y'U (9.29)

As the comparison with Eq. (9.3) shows, the eigenvector matrix Y can be identified
with the unitary transformation, Q = Y, that relates the diagonal (spectral represen-
tation) form (9.1) to the non-diagonal ADC form (9.2).

The Dyson equation can then be solved as described in Sect. 8.3 by diagonalizing
the Dyson secular matrix (8.49)

e+ X(0) m m*’
A= m- Q0 (9.30)
mt 0 QF

and expressing the electron propagator according to Eq. (8.50),
Gw) = wl—A4)"n (9.31)

Here, the energies QF and Dyson amplitudes mIf are obtained from the respective
ADC approximation for M*(w).

Rather than using the two-step approach described above, the ADC and Dyson
eigenvalue problems can be combined into the eigenvalue problem of a common
Dyson-ADC secular matrix B, being of the form

e+X(c0) U v+’
B = U~ K +C™ 0 (9.32)
Ut 0 Kt+cCt

The electron propagator is given by the 11-block of (w1 — B)~!,
Gw) = wl-B)'|y (9.33)

Again, this can be seen by comparing Eqgs. (8.44), (9.2) with the partitioning formu-
las (A1.26), (A1.27). Accordingly, Eq.(9.33) can be written as

Gw)=Xwl—E)'X"|, (9.34)
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in terms of the eigenvalue and eigenvector matrices of B:
BX=XE, X'Xx=1 (9.35)

Here, E and X denote the diagonal matrix of eigenvalues and the eigenvector matrix,
respectively. The obvious advantage of the Dyson-ADC secular matrix B is that one
can directly compute selected ionization energies, I, = —E,, or electron affinities,
A,, = —E,,, using iterative matrix diagonalization routines such as the Davidson [4]
or Lanczos [5, 6] methods. It should be noted, however, that the desired roots, e.g.,
for the energetically lowest ionization energies, lie in the middle of the eigenvalue
spectrum of B, which complicates the use of iterative diagonalization techniques.

As we have argued in Sect. 8.2, the static part X (oco) of the self-energy entering
the Dyson-ADC secular matrix in the 1 p/1h block should be chosen to be consistent
with the respective approximation scheme employed for the dynamical self-energy
part M (w). A practical method to determine X (oco) for an ADC representation of
M (w) is presented in Appendix A.5.

The structure of the B matrix at the ADC(3) level is shown in Fig.9.2. The
explicit configuration space comprises the 14 and 2h-1p configurations of N —1
particles, and the 1p and 2p-1h configurations of N+ 1 particles. The perturbation
expansions of the U * vector elements extend to second order, U = UM 4+ Uy®,
while the C* matrix blocks are confined to first order. At the fourth-order level,
the explicit configuration spaces extend to the 34-2p and 3 p-2h configurations. The
required perturbation expansions of the secular matrix elements are of the form of
Egs. (9.21)-(9.25).

Fig. 9.2 Structure of the 1h/1p 2h-1p 2p-1h
Dyson secular matrix B at
the ADC(3) level

1h/1p | €+ () u—(12)f eaatl]

2h-1p v—(12) Kk+c—W 0

9p-1h y+12) 0 KT, ct)
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Let us state some general properties of the Dyson-ADC approximation schemes
for the electron propagator.

1. Infinite partial summation: The ADC(n) approximation (in the form of the
Dyson-ADC secular problem) represents an infinite partial summation of the
diagrammatic perturbation expansion, being complete through order n of pertur-
bation theory. The ionization energies (electron affinities) of 14 (1 p) main states
are treated consistently through order n.

2. Diagonalization and perturbation theory: The resulting computational method
combines the eigenvalue problem (diagonalisation) of a hermitian secular matrix
with (finite) perturbation expansions of the secular matrix elements.

3. Regularity: With respect to convergence, the PT expansions of the secular matrix
elements behave essentially like the RSPT expansion of the ground-state energy.
The energy denominators are of the type

VX €pirt —V X €pee =VANE, v=1,2,... (9.36)

where Ae is the energy gap between occupied and virtual HF orbitals. There are
no “dangerous” denominators (with small or even zero absolute values) provided
the energy gap is sufficiently large. This is referred to as the regularity of the PT
expansions of the secular matrix elements.

4. Compact configuration spaces: At the second-order level, the explicit configura-
tion space of the Dyson-ADC secular matrix comprises the 14 /1p and 2h-1p /2 p-
1h configurations. At each even order n = 4,6, ..., the explicit configuration
space grows by the next higher class of (N —1)- and (N + 1)-electron configura-
tions. Accordingly, for the order levelsn =2m andn =2m+1,m=1,2,...,
the explicit configuration space comprises the classes 14, ..., (m+1)h-mp and
Ip,...,(m+1)p-mh.

5. Size-consistency: The Dyson-ADC approach is size-consistent. For a system S
consisting of two separated fragments A and B, the results obtained for a “local”
ionization, say, on fragment A, do not depend on whether the method is applied
to S or to fragment A. As is well known, this does not apply to the CI treatment
based on restricted (as opposed to full) CI expansions (see Sect. 12.3).

As a consequence of the compactness property, the ADC(n) configuration spaces
are smaller (more compact) than those of comparable CI expansions. The consis-
tent treatment of 14 main states through second (and third order) requires the CI
expansions to extend through the 3#-2p configurations. By contrast, the ADC(2)
(and ADC(3)) configuration spaces are restricted to the 2k-1p configurations of
N —1 particles, but also comprise the 24-1 p configurations of N + 1 particles. With
increasing order n, the CI expansions required for a consistent treatment grow twice
as fast as their ADC counterparts: At each even order two further excitation classes
rather than one have to be taken into account (see Table9.1). For example, at the
fourth-order level, the 1k, 2h-1p, ..., 5h-4p CI expansion is contrasted with the
ADC(4) configuration space spanned by the 14 /1p, 2h-1p/2p-1h, and 3h-2p/3p-
2h configurations.
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Table 9.1 ADC and CI configuration spaces required for a consistent treatment of 14 main state
ionization energies through increasing order n

n ADC CI

0,1 1h/1p 1h

2,3 1h, 2h-1p/1p, 2p-1h 1h, 2h-1p, 3h-2p
4,5 1h, 2h-1p, 3h-2p/1p, 2p-1h, 3p-2h 1h, 2h-1p....,5h-4p

An alternative way of formulating the compactness property is based on the
inspection of truncation error orders (TEO). When the ADC configuration space
is truncated after the excitation class m, that is, the mh-(m—1)p and mp-(m—1)h
configurations of N —1 and N + 1 particles, respectively, the error in the 1% (or 1p)
main state ionization energies is of the order 2m. For example, truncation after the
2h-1p/2p-1h configurations (m = 2) results in a fourth-order error in the 12 (and
1 p) main states. The corresponding TEO in the CI expansions is only 2, reflecting the
fact that the 14/3h-2 p coupling is of first order, which means their omission causes
a second-order error in the 14 main state ionization energies.

So far the compactness property has only been stated but not justified. At the
diagrammatic level, a rationalization is as follows. According to the ADC analysis,
the second-order diagram for M (w) (Fig.8.7) corresponds to the 2h-1p and 2p-1h
configurations (cf. the energy denominators in the analytical expressions). The next
higher class, that is, 34-2p (and 3p-2h) configurations can appear upon a (1-3)-
branching of one of the three free fermion lines in the second-order diagram (see the
paragraph ‘Systematic construction of Abrikosov diagrams’ in Sect. 6.3). In order to
obtain a valid diagram, the (1-3)-branching must be accompanied by a corresponding
(3—1)-junction. Since both the branching and junction are first-order constituents
(having one interaction dot each), real 3h4-2p/3 p-2h denominators can occur only
in fourth- and higher-order diagrams. Obviously, this finding can be generalized:
It takes two additional orders to install the next higher configuration class in the
diagrams. Stated differently, mh-(m — 1) p and mp-(m — 1) p configurations enter the
explicit ADC configuration space at the level of order 2m — 2.

A more general justification of the compactness property can be inferred from
the spectral representation (3.17) of the electron propagator. Let us consider the
(N —1)-electron part,

_ (Wolel (W) (W e, W)
G,, (W) = Z AR u (9.37)
w+E; 7 —Ey—in

n
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The exact (N — 1)-electron states |\IJ,]LV‘1) can be classified according to their descent
from CI configuration classes, mh-(m— I)p, m = 1, . ... We will denote the excita-
tion class of |WN1) by [n], thatis, [n] = pif [¥¥) derives from a ph-(u — 1) p CI
configuration. The amplitude (\I!,f’_1 |cp|Wo) fulfills the following remarkable order
relation [3, 7, 8]:

(W e, W) ~ O(In] = 1) (9.38)

This means that the lowest non-vanishing term in the perturbation expansion of the
amplitude is of the order [rn] — 1. Now, we may ask at which order states of class [r]
will appear in the (diagrammatic) perturbation expansion of the electron propagator.
Using the order relation (9.38), and the fact that the energy denominators on the right-
hand side of (9.37) always begin at zeroth order, that is, in the form w + ¢, + - - - —
€ . . .,theansweris 2[n] — 2, which is in agreement with the diagrammatic argument
outlined above. A completely analogous reasoning applies to the (N + 1)-electron
states.

The size-consistency of the ADC(n) approximations is a consequence of the dia-
grammatic perturbation theory, more specifically, the linked-cluster theorem. The
Feynman diagrams constituting the electron propagator or the self-energy part are
locally correct. Let us again inspect the case of separate fragments. If a diagram
begins with a local free fermion line, associated, for example, with a one-particle
state of fragment A, then the entire diagram pertains to fragment A, because any part
of the diagram is ultimately linked to the initial free fermion line and the interac-
tion dots (or interaction lines) can have only fragment-A entries due to the separate
fragment model (which implies that interaction points with both fragment-A and
fragment- B entries vanish). The separation of the diagrams into subsets of A- and
B-type is reflected in a corresponding separation of the ADC secular matrices. We
will come back to the size-consistency of the ADC approximations in Chap. 12.

Exercises

9.1 Apply the systematic construction of Abrikosov diagrams discussed in Sect. 6.3
to the self-energy diagrams and verify that Fig.9.1 shows all fourth-order dia-
grams for M (w).

9.2 Use the matrix representation of self-energy diagrams (Exercise 8.4) to generate
the fourth-order diagrams for M (w).

9.3 Redraw the diagrams 3-5 in Fig.9.1 with the order of the two inner vertices
inverted. Apply the same procedure to diagram 8. Discuss the finding for diagram
8 with regard to the rule (AS) for Abrikosov diagrams (Sect. 6.3).

9.4 Use RSPT for the (N —1)-electron state |W,;;) deriving from chZc jcker|Po)
and verify that the matrix element (Wi |c,|Wo) vanishes in first order.
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Chapter 10 ®)
Direct ADC Procedure for the Electron Geda
Propagator

In the preceding Chap. 9, the algebraic—diagrammatic construction (ADC) was estab-
lished as a procedure to derive systematically higher-order approximations to the
M (w) and M~ (w) parts of the dynamical self-energy M (w). The respective ADC
matrices could then be incorporated within a common Dyson secular matrix allow-
ing one to solve the Dyson equation in the form of a hermitian eigenvalue problem.
As a characteristic feature, the Dyson approach combines the (N —1)- and (N +1)-
particle problems as parts of a common computational scheme. The ADC procedure,
however, is quite general and can be applied to the electron propagator as well, more
precisely, to the G~ (w) or G (w) parts. Such a direct ADC approach, described
in this chapter, avoids the Dyson equation altogether and leads to separate ADC
schemes for the (N —1)- and (N + 1)-particle problems. The obvious advantage of
these direct or non-Dyson schemes is the smaller size of the secular problem, being
roughly half the size of a comparable Dyson formulation. Moreover, the lowest ion-
ization energies (or electron affinities) are at the edge of the eigenvalue spectrum
(and not in the middle of the joint (N =+ 1)-particle energy spectrum). The price
to be paid here is a higher complexity in the PT expansions of the secular matrix
elements, which, however, is workable through the third-order ADC(3) level.

10.1 ADC Representation of G~ (w)

The direct ADC procedures for the (N =+ 1)-parts of the electron propagator are com-
pletely analogous, and we shall confine ourselves to the G~ (w) part in the following.
As discussed in Sect. 3.1, the (N — 1)-particle part of the electron propagator can be
written in the form of Eq. (3.25),

Gy (W) = <wo|c;(w +H—Ey— in)*lc,,wo) (10.1)
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that is, as matrix elements of the generalized resolvent operator (w + H— Ey—
in)~!. Inserting the resolution of the identity in terms of the exact (N — 1)-electron
states,

1= [Ny (10.2)

before and after the resolvent operator on the right-hand side yields the spectral
representation

x[()n)xén)*
qu(w) = ; m (10.3)
where
wy = —1I, = Eg — EN! (10.4)
and
X = (N e, W) (10.5)

are the negative ionization energies and spectroscopic factors, respectively. The
infinitesimal —i7 in the denominator no longer is essential and will be omitted in the
following. Using a compact matrix notation, the spectral representation (10.3) can
be written as

G (w) =xwl—@) 'xf (10.6)

where €2 is the diagonal matrix of negative ionization energies, and x is the matrix
of elements x,, = x[(,").
For a convenient notation, we introduce the transposed matrix

Gw) =6 W) =% (wl -2 ' (10.7)

where X is the transpose of x, that is, X,, = x[()”). In a similar way as in Sect.9.1,
the diagonal spectral representation (10.7) can be transformed into the non-diagonal

ADC representation
Gw =flw—K-0)'f (10.8)

by means of a general unitary transformation yet to be determined (see Eq.9.3). In the
present case, the transformation can be made physically more explicit by supposing a
complete set of so-called intermediate states, |lf/,N -1 ), mediating between the exact
energy eigenstates and the (N — 1)-electron HF (or CI) configurations. Indicative of
the latter connection, the capital letter indices refer to HF configurations,

{1, J,...}=1k; akl,k <l; abjkl,a <b,j <k <l;...} (10.9)

classified as 1h, 2h-1p,3h-2p, ..., configurations. As before, the indices a, b, c, . . .
and i, j, k, ... denote unoccupied (virtual) and occupied orbitals, respectively, with
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regard to the HF ground state. In the following, the designation N — 1 in the notation
of the intermediate states will be skipped, as the affiliation with (N — 1)-electron
states can be inferred from the configuration indices /7, J, . ... In Chap. 11, a direct
construction of the intermediate states will be presented. For the present purpose,
though, it suffices to suppose just the existence of such states, dispensing with the
need for further specification.

Analogously to the spectral representation, the ADC form (10.8) can be obtained
by using in Eq. (10.1) the resolution of the identity

L=) 19 (10.10)

in terms of the intermediate states. This allows us to define the ADC secular matrix
K + C and the matrix f of “effective” transition amplitudes as representations with
respect to the (so far hypothetical) intermediate states:

(K +C)iy = —(¥H — Eg¥y)
f1q = (1leq %) (10.11)

In the ensuing Sect. 10.2, we discuss how the ADC matrices K + C and f can
successively be derived from the diagrammatic perturbation expansion for the
electron propagator part G~ (w).

Let us assume that the ADC procedure has provided approximate (or exact) expres-
sions for K + C and f. Then, the ADC secular equations,

(K+O)X=X®, X'Xx=1 (10.12)

allow one to derive the physical information of interest. Here X denotes the matrix
of eigenvectors and 2 is the diagonal matrix of eigenvalues w,, to be identified
with the negative ionization energies, w, = —I,,. The spectroscopic factors, xl‘]”), are
obtained from the scalar product of the nth eigenvector and the respective columns
of the matrix f:

X0 =>"X5, 1 (10.13)
J
The eigenvector components can be viewed as the expansion coefficients
Xon = (@19, (10.14)

of the exact (or approximate) energy eigenstates written as linear combinations of
the hypothetical intermediate states.
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10.2 Explicit ADC Procedure Through Second Order

So far the ADC form (10.8) is merely a formal construct yet to be related to the
diagrammatic perturbation expansion of G~ (w). To this end, one may expand the
ADC form in a (still formal) perturbation series supposing the same MP partitioning
of the hamiltonian as in the diagrammatic expansion of the electron propagator. Both
the ADC secular matrix and the f matrix are subject to perturbation expansions

K+C=K+CV4+Cc?+¢c® +... (10.15)
F=fO+f O+ @4 (10.16)

Here K denotes the zeroth-order part of the secular matrix, that is, the diagonal
matrix of (negative) HF ionization energies,

Ky =€

Kakiaki =€k + € — €4
(10.17)

The partitioning of the ADC matrix into a zeroth-order part K and a remainder C
allows one to expand the resolvent matrix (w — K — C)~! as a geometric series,

G =fw-K-O"f=fw-K") (ﬁ) fo018)

v=0

Together with the PT expansions for C and f, this establishes the formal ADC series
for G(w).

The ADC expansion can further be specified by considering the block structure of
the ADC matrices associated with the partitioning of the configurations J into classes
w=1,2,3,... of 1h, 2h-1p, 3h-2p, ... excitations. The respective matrix blocks
will be denoted by K, C,,/, and f,, where p denotes the class of ph-(1—1)p
excitations. The f, matrix blocks may be distinguished further according to the
second matrix index, fj,, as particle (n, = 1) or hole terms (n, = 1).

The ADC expansion (10.18) is to be compared with the diagrammatic PT expan-
sion for G~ (w). According to Chap. 7, the latter is constituted directly from the class
of time-ordered (Goldstone) diagrams with 7 < ¢’. As an instructive demonstration,
let us perform the ADC procedure for G~ (w) through second order of PT.

Zeroth Order:
The zeroth-order ADC matrix

G(O)(w) _ f(oﬁ(w _ K)—lf(O) (10.19)

is to be compared with the explicit zeroth-order expression
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G;‘g(w) = 0pq(w — 6,,)_111,,
This shows that all blocks f l(f)) vanish except for = 1,
f2 =0, forp>1 (10.20)
and f (10) is given by
Fod = Opanp (10.21)

First Order:

Since f §0> is the only non-vanishing zeroth-order block of f, the first-order ADC
form can be written more specifically as

= (1) § _
G w=f"w-K)'f?+he

+f7 - K@ -k Y 1022)
displaying the matrix blocks ﬁ" and C(lll) as new constituents. The formal ADC

expression is to be compared to the (vanishing) first-order propagator contribution,
G(l)f(w) = 0, (see Sect.6.2), which gives

¢y =0
=0 (10.23)

Second Order:

In second order, the ADC expansion takes on the form

7w =P w-K)"fO +he. (a)
SR ICEY ORI HERY SRV ®
P - K ©)
+” @ - KD CRw - k) CPw- KT 0+ @)
/0w - KWW — KT Y b, ()

(10.24)

Here the findings (10.20), (10.23) from the zeroth- and first-order levels have already
been taken into account. The dots in lines (c), (d), and (e) indicate terms with higher
block indices p, e.g., ff}) ‘ (w—K,)™! ff}), 1 > 2,inline (c). Anticipating the result
of the comparison with the second-order diagrams, none of the latter terms, having
(w—K H)’l denominators, p > 2, are retrieved in the diagrams, which means that
the quantities f f)) vanish for p > 2,
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f=0,C{) =0 for y>2 (10.25)

and need no longer be considered in second and higher order.

The non-vanishing ADC terms, to be determined by the comparison with the
second-order diagrams, are f (2), (21) ,C 512), and C 521) As discussed in Chap. 7, there
are each 12 second-order Goldstone diagrams contributing to G*(w) and G~ (w),
respectively. The diagrams for G (w) are shown in Fig.7.3; the diagrams for G~ (w)
are obtained by simply turning those of Fig. (7.3) upside down; corresponding to the
numbering (1)—(12) in Fig. 7.3, we use the denotations (1), ..., (12) for the upside-
down diagrams. Obviously, the diagrams (1)—(6), (11), and (12) can directly be
assigned to individual terms in the ADC expansion (10.24), namely (1) to (d); (2),
(3) to (e); (@) to (¢); (5), (6), (11), (12) to (a). Here, the derivation of the ADC terms
from the diagrammatic expressions is straightforward. As an example, let us consider
diagram (3). This diagram can directly be identified with the ADC contribution (e),
while the hermitian conjugate term relates to diagram (2). Exchanging the indices
p and g to be consistent with G pq the diagrammatic expression for (3) reads

- 1 Vi Voaiii

A(2,3) — _ ijlpal qalijl - 10.26
rg @) w—e,,a;jw—ei—ej+eaeq+ea—ei—ejnpnq ( )

Here, again, the infinitesimal —i7 in the w-denominators has been omitted. The

comparison of Eq.(10.26) and the ADC expression (e) of Eq.(10.24) allows us to

determine the first-order contributions to the ADC matrix blocks C, and f5:

Chontt = = Vittpa 1 (10.27)

(1) lqa[kl] —
fakl.q €q + €, — € —€ 1 ( )

It should be noted that only the relative sign of the C 512) and f él) matrix elements
can be extracted from diagram (3); the absolute signs can be chosen consistently,
herewith fixing the absolute sign of the entire C, and f, matrix blocks. Obviously,
Cﬁlz) and f ;” could have been derived as well by equating the diagrams (1) and (4)
with the terms (d) and (c), respectively. This redundancy can, of course, be used for
checking the results in various ways.

Note that the f (]2> contributions deriving from comparing term (a) with the dia-
grams (11), (12) (or the h.c. part with (5), (6)) are of particle type, 77, = 1.

The remaining four diagrams (7)—(10) need special consideration since they do
not individually match any of the ADC terms. Moreover, each diagram introduces
ws-denominators, that is, denominators of the type (w + ¢, +¢€, — ¢ —€; — ) !
as there are cuts between successive vertices crossed by two particle and three hole
lines (plus the w-line). This seems to bring into play the 3/4-2p configurations of
class ;1 = 3. However, when all four diagrams are combined, the ws-denominators
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cancel, and the resulting expressions can be assigned to the ADC terms (a) and (b),
as will be shown in the following.

The diagrams (7)—(10) differ only in their denominator products so that they can
be combined according to

D+ @+ O+ 10|, = =35 D VastpitVajtan X (pgabjyn g (10.29)
a,b,j

where X (pqapj) is the sum of the four denominator products arising in the diagrams

(7)—(10):

-1 —1 —1
X(pgavj) =ws (W —€p)" (W —€)  +

-1 -1 ~1
ws (W—e€) (a+e—€—€) +

-1 -1 -1
ws (W—¢€,) (g +e—€p—¢€;) +

-1 -1 -1
ws (o +e —€p—€;) (o + 6 — €4 —€5)

Here, we use the abbreviation
Ws =W —€, —€ —€;+€ +6€

for the common (3/-2 p)-type denominator. As the following small calculation shows,
ws is cancelled in the denominator and rather re-appears in the numerator:

X (pqabj) = WS_l [(w - Ep)71 +(eatep—¢g— Gj)fl] [(w - €q)71 +(eat+ep—€p— Ej)fl]

=wsw—e) ' w—e) Neater—ep—e) eater—eg—e))

Now, we may slightly rewrite ws,

1 1 1 1
ws = 5w —¢€p) + 5w —¢€)+ (€ + € — € — 36, — 5€)
so that X (,qapj) splits into three terms,

1 1 ea—i-eb—ej—%(ep—i—eq)

w—€, w—¢€4 (€q+e,—€p—€;)(€ +ep — € —¢€;)

X(pgabj) =

1 1 _ .
+( + >%(ea+eb—e,,—€j) 1(€a+6[,—6q—6j)1
w—¢€, wW—¢

Using this result in the full diagrammatic expression, (10.29) leads to a corresponding
tripartite form fitting naturally in the ADC expansion (10.24). Here, the contribution
featuring a product of poles,
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1
i €+ € — € — 5(€p +€4) g
2

ablpj1 Vajlab]
w—ep Xb: (eat+ep—€p—€)eatep—€,—€)| w—¢

corresponds to the ADC term (b), allowing us to derive the matrix elements of C(Z)

2
CO =13 Vampjvgjan(ca+ e —€j — 36, — 3eg). mpy=ng =1 (10.30)
a,b,j

where the short notation

Uy = bl (10.31)

€ + € —€, — €y

is used here and in the following.
Similarly, the two one-pole contributions match the ADC term (a) and its hermi-
tian conjugate, supplying the matrix elements of f 32)

(2) = Z VabpjVgjab Mg (10.32)

ab]

According to the restriction n, = 1, this is a contribution to the hole part of f @
Here a remark is appropriate. While the allocation of contributions to C (11 and
f 52) follows from the diagrammatic expressions in a natural way, it can be modified,

to a certain extent, by obvious algebraic manipulations. Consider a contribution to
the ADC term (b) of the form

1 1

Ipg—, hp=n,=1,p#gq
w—c, pqw—eq’ P q ’

where z,, can be seen as contributing to C 21). Now, we may apply partial fraction
decomposition to the pole product yielding

1 1 1 Zpq 1 Zpq

W, M —e  w-— - w— —
€p € €p €p — €4 € € — €p

The form on the right-hand side matches the ADC terms (a) and the hermitian
conjugate, and, as a consequence, now a contribution

f __Zpq
pq =
€p — €&

can be allocated to the hole part of the f; matrix. Note that the new f', contribution
is anti-hermitian, f,, = — f,. This shows that the off-diagonal matrix elements of
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C (or parts thereof) could be transferred into f,, resulting ultimately in a diagonal
C;; matrix. While such a transfer from C contributions to f is formally possible, it
does not lead to viable computational schemes, as is indicated by the “dangerous”
denominator (e, — ¢,)~" in f,,. Inversely, any anti-hermitian contributions in f,,,
can be transferred into the off-diagonal matrix elements C,; and C, of C1;. A unique
definition of both C; and f, can be obtained by requiring that f,, is hermitian.

At the third-order ADC level, the three diagrams 7'1, T2, and 73 shown in
Fig. 6.8 have to be considered. Each diagram gives rise to 120 time-ordered (Gold-
stone) diagrams of which 60 contribute to G~ (w). The full ADC analysis has been
given in Ref. [1], and we may confine ourselves to a few remarks. Due to their topo-
logical similarity, the treatment of the 7’1 and 72 Goldstone manifolds is largely
analogous. Many of the 60 time-orderings are redundant for the ADC procedure as
they repeat only terms already established at second and first order. Accordingly,
it suffices to focus on certain key diagrams. The 73 diagrams can be treated in a
closed analytical way, without the need to spell out the 60 time-orderings. The ADC
contributions coming into play at the third-order level are Cﬁ), C%), Célz) in the sec-
ular matrix, and f 28 (22) in the spectroscopic amplitudes. The explicit ADC(3)
expressions are listed in Appendix A.9.

10.3 Properties of the non-Dyson ADC Schemes

The ADC procedure for the ionization part G~ (w) of the electron propagator as
outlined in the previous section leads to direct (or non-Dyson) ADC schemes for the
computation of ionization energies and spectroscopic amplitudes. In Fig. 10.1, the
structure of the second- and third-order ADC matrices is displayed. In both cases,
the configuration space is spanned by the 14 and 2k-1p configurations. The secular
matrix elements read

(K + O = by + Z VabkjVljab(€a + €5 — €; — S&x — 2e) + [(ci

a<b,j
_ @
Crakr = —Virka) + LC; o ]
(K + Cakt.akr = (—€a + €k + €)0aa O o1 + [C((z}c)l,a’k’l’] (10.33)

where the ADC(2) scheme is constituted by the explicit expressions, while the terms
in brackets are surrogates for the additions needed at the ADC(3) level. In a similar
way, the ADC expressions for the transition amplitudes can be written as
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Fig. 10.1 Structure of the 1h 2h-1p
ADC matrices K + C and f
in second and third order
2, 1,2
| K1+ c<1’13> 0(12' ) f(10’2’3)
o2 (1) 702
2h-1p 21 Ko+ C22 9
3
fij =0+ 3 Z VabkiVjiap + [f]((j)]
a<b,i
1 3
Jra = —— (Z Upekj Vajipel — Z Vaniij1 Vijtke) + [fk(a)]
€a Ck b<c,j bi<j
_ 2) —
faktg = Vgau g + [ fo) g ] (10.34)

Note that we here distinguish the hole part (first line) and the particle part (second
line) of f,. In the f, block (third line), there are particle contributions only.

The general properties attributed to the Dyson-ADC approach in Sect.9.2 also
characterize the direct ADC schemes established in this chapter. Let us recall the
essential features:

— Viathe ADC form (10.8), one can derive in a systematic way higher-order approx-
imations (ADC(n) schemes) representing infinite partial summations of the dia-
grammatic PT expansion of G~ (w) (or likewise G (w)) being consistent through
order n.

— In the resulting computational scheme (cf. Eq. 10.12), the ionization energies are
obtained as the negative eigenvalues of a hermitian secular ADC matrix, while the
spectroscopic factors derive from the corresponding eigenvectors together with
the ADC transition amplitudes (cf. Eq. 10.13).

— The direct ADC computational schemes combine diagonalization of a hermitian
secular matrix with regular perturbation expansions of the secular matrix elements.
At the ADC(n) level, the explicit configuration space comprises the excitations of
N —1 electrons (N +1 electrons) through the class 4 = n/2 4 1 for even n and
u= (n+ 1)/2 for odd n. This compactness of the explicit configuration spaces
is reflected by a correspondingly high order of the truncation error: For the 1h
ionization energies (or 1p attachment energies), the error due to the truncation of
the configuration space at class y is of the PT order 2. In the ADC(2) and ADC(3)
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schemes, for example, the error caused by omitting the 34-2 p and higher excited
configurations is of fourth order.

— Finally, the direct ADC(n) schemes are size-consistent, which is an indispensable
requirement in applications to larger molecules.

The justification of both the compactness and size-consistency properties, as given in
Sect. 9.2 for the Dyson-ADC approach, was based on diagrammatic arguments. While
the latter apply here as well, the non-Dyson ADC variant allows for an alternative,
more stringent formulation. Here, the key is that the direct ADC secular matrix can
be identified as the representation of the (subtracted) hamiltonian with respect to
a specific set of intermediate states presented in the following Chap. 11. The basic
features of that intermediate state representation (ISR), ensuring the compactness
and size-consistency of the ISR-ADC(n) computational schemes, will be addressed
in Chap. 12.

It is instructive to compare the direct ADC scheme to the Dyson-ADC version
presented in Chap. 9 at the lowest non-trivial, that is, second-order level. The matrix
K + C of the direct scheme (Eq.10.33) can be largely retrieved in the (N —1)-
electron parts of the Dyson secular matrix B (Eq.9.32). For example, the coupling
block C;‘f can be identified with the corresponding matrix elements of UV~ The
notable difference arises in the 14 diagonal block, where the C(lzl) second-order
contributions are absentin B (the PT expansion of X (00) begins in third order). The
counterpart to the C 521) contribution is effected in the Dyson scheme by the coupling
of the 1A configurations via U™ to the 2p-1h configurations of N+1 electrons.
This can be put on a more rigorous foundation by applying a QDPT-type procedure
(quasi-degenerate perturbation theory [2]) to the 14/2p-1h coupling in B.

An important indicator of the efficiency of a computational method is the scaling
of the computing effort with the size of the system or, more specifically, with the
number m of the one-particle basis states (molecular orbitals) entering the computa-
tion. At the ADC(2) level for example, the construction of the C|; block scales as m>,
as there are m? matrix elements, each requiring m> integral multiplications. (Obvi-
ously, a more refined scaling expression could have been obtained by distinguishing
occupied and virtual orbitals.) The matrix-times-vector step in an iterative diagonal-
ization procedure scales as m*, as there are m* non-vanishing secular matrix elements
(arising in the C; block). This would mean that the overall scaling behaviour of the
ADC(2) scheme is m>. Actually, the overall scaling can be reduced to m* by using
the so-called direct diagonalization procedure, in which, rather than computing and
storing the secular matrix, the matrix elements are computed (and re-computed) “on
the fly” as needed in the matrix-vector product cycles. This allows one to form suit-
able intermediates, thereby reducing the computational cost (see Exercise 10.4). The
corresponding scaling of the ADC(3) scheme is m°.

The computational performance of the direct third-order ADC scheme has been
examined in model applications [3] to a series of small molecules, allowing for
the comparison with full CI results. As expected, there is good mutual agreement
between the results obtained using the direct and the Dyson-ADC variants. For the
ionization energies of outer valence 1/ states, the discrepancies of the ADC(3) and
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FCI results are typically in the order of +0.2eV. This level of accuracy is consistent
with what has been found in numerous studies from the comparison of ADC(3)
ionization energies with experimental results.

ADC Expressions for Ground-State Expectation Values

As discussed in Sects.4.2 and 4.3, certain ground-state expectation values can be
related to the electron propagator, or more specifically, to its (N — 1)-electron part.
For example, Eq. (3.34)

p= L G (w)dw (10.35)

C 2mi

allows one to derive the one-particle density~matrix (3.26) from G~ (w). Using the
ADC form (10.8), the contour integration for G (w) can readily be performed yielding

1 ~ 1 .
— P Gwdv=—E fllw—K-C) ' fdw=f'f (10.36)
2mi 2mi
As a result, the density matrix can be written as

p=fr) (10.37)

in terms of the transition amplitudes comprised in the ADC matrix f.

According to Eq. (10.16), the ADC expression (10.37) establishes a PT expansion
for the density matrix. At a given nth-order ADC(n) scheme, this results in a trun-
cated expansion which, though, is consistent through order n. At the ADC(2) level,
Eq. (10.37) describes the density matrix consistently through second order. Here, for
example, the 4-h diagonal block of p can be written more explicitly as

P =L+ 3+ F3+00) (10.38)

in terms of the ADC(2) results for the f, sub-block of the f matrix.
As an immediate consequence of Eq. (10.37), the ground-state expectation value
(3.35) of a general one-particle operator A can be written as

(Wol AlWy) = Tr(Ap) = Tr(A' f7 f) (10.39)

Using the ADC(n) expressions for f, one obtains a finite PT series for (11/0|A|l1/0),
being consistent through order .

A particular one-particle operator is the particle number operator N = > g cflcq.
Here, the (exact) expectation value is

N = (W|N|¥) = Tr(f" ) (10.40)
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This means that Tr(f' f) = N 4+ O(n + 1) at the ADC(n) level, which can be used
as a check for the correctness of the ADC(n) expressions for f.

The ADC form (10.8) can also be applied to Eq. (3.44), relating the ground-state
energy to the electron propagator, which allows us to write £y in the form

Ey=iTr(f{K + OV f +T' £ f) (10.41)

As above, this establishes a PT expansion of E(y which, at the ADC(n) level, recovers
the original RSPT series through order n.

Exercises

10.1 Evaluate the time-orderings (6) and (12) obtained by turning diagrams (6) and
(12) in Fig. 7.3 upside down and derive therefrom the ADC(2) expression for
f ka-

10.2 Apply the direct ADC(2) scheme to ionization in the 2E-20 model (Exer-
cise2.4).

10.3 (a) Use Eq.(10.37) and the ADC(2) expressions (10.34) to expand the #-h and
p-p matrix elements of the density matrix, pgi’, paa’, through second order.
(b) Verify that Tr(p) = N + O(3).

10.4 (a) Analyze the matrix-times-vector product for the ADC(2) secular matrix
and establish that the direct diagonalization can be designed to scale as m*.
(b) Perform a similar analysis for the four third-order contributions to the
ADC(3) secular matrix listed in Appendix A.9.
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Chapter 11
Intermediate-State Representation (ISR) R

The direct ADC procedure for the electron propagator part G~ (w) considered in
the preceding chapter allows one to construct successively an in principle exact her-
mitian secular matrix, K + C, where (i) the eigenvalues are the negative ionization
energies —I,,; (if) the matrix index labels are given by the HF configurations (10.9)
of N —1 electrons; (iii) the secular matrix elements can be expanded in regular PT
expansions. As already anticipated in Chap. 10, these features suggest that K + C
is essentially a representation of the hamiltonian, or, more specifically, of H— Eo,
deriving from a set of (N — 1)-electron “intermediate” basis states. But what actually
are these presumed intermediate states underlying the ADC secular matrix? There
is a surprisingly simple solution to this issue, establishing an alternative closed-
form version of the ADC secular equations, completely independent of the original
diagrammatic derivation [1, 2]. Being a wave-function approach, the new formula-
tion overcomes certain limitations inherent to the propagator concept. Of the three
sections of this chapter, Sect. 11.1 presents the general procedure for constructing
the intermediate states and the consequent intermediate-state representation (ISR);
Sect. 11.2 demonstrates the explicit derivation of the second-order ISR equations;
and, finally, Sect.11.3 discusses how the ISR concept can be applied to general
operators.

11.1 Correlated Excited States and Excitation Class
Orthogonalization

The starting point for the construction of the desired intermediate states are the
so-called correlated excited (CE) states (here of N —1 electrons),

W9y = C, W) (11.1)
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Here, C ; denote physical excitation (ionization) operators of the manifold
(6} = {ck; chewenk <1y cicleener, a < b, j <k <1; } (11.2)

where the index notations conform to those used in Eq.(10.9). As in Sect. 10.2, the
successive 1k, 2h-1p, 3h-2p, ... excitation classes are numbered = 1,2,3,....
To specify the class of a given configuration, J, we will use the symbol [ /], that is,
[J] = p if J designates a ph-(p — 1) p configuration. The operators C; are called
physical, since, when acting on the HF ground state, they create the HF configurations

1)) = CsDo) (11.3)

forming the CI expansion manifold for the (N — 1)-electron system.
In contrast to the HF configurations, the CE states are not orthonormal:

Sy = (WYY = (Wo|C)Cy1Wo) # 61y (11.4)

Here, S;, denote the matrix elements of the CE-state overlap matrix S, which also
can be seen as a generalized density matrix. The CE states form a complete set
of (N —1)-electron states [3, 4]. This suggests to generate proper basis states by
applying a suitable orthonormalization procedure to the CE states. However, the
most obvious choice, namely symmetric orthonormalization, according to

W)= WS, (11.5)
1

has to be discarded because the resulting |W,) states lead to a secular problem
that is neither compact nor size-consistent, as explained in Sects. 12.1 and 12.2. By
contrast, the ADC features are recovered by Gram—Schmidt orthogonalization with
respect to successively higher CE-state excitation classes y, augmented by symmetric
orthonormalization within each class.

For illustration, we shall construct the intermediate states in the two lowest exci-
tation classes, 4 = 1 and 2. In case of the 14 states, being the lowest class, only
symmetric orthonormalization is needed, and the intermediate states are obtained
from the CE states, |\IJ,?) = cx| W), by symmetric orthonormalization,

W) =i Wo) (87 (11.6)

where .
(S1)ij = (Wole/ cj|Wo) (11.7)

defines the overlap matrix S of the CE states of class 1. Note that S, is the transpose
of the h-h block of the one-particle density matrix as defined in Eq. (3.26).
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Now, we may turn to the 2h-1p excitations. As the first step, the CE states
¢l erer| W) have to be orthogonalized to the intermediate states |W;) of class 1. Apply-
ing the Gram—Schmidt procedure,

(Wh) = cherer|Wo) — Z |0;) (W; |c cxer| Wo) (11.8)

1

we obtain “precursor” states being orthogonal with respect to the intermediate states
of class 1 but not yet orthonormal. Thus, in a second step, we apply symmetric
orthonormalization to the precursor states. To that end, we introduce the overlap
matrix

S2 = (W W) (11.9)

of the precursor states of class 2, and the final 2/4-1 p intermediate states are obtained
according to

W) = Y 1900 (83 ) aer an (11.10)
a kK
The extension to the higher classes, = 3,4, ..., is obvious, and we may for-

mulate the general excitation class orthogonalization (ECO) procedure for inter-
mediate states as follows:

(1) Assume that the intermediate states |¥g ) of the classes 1, ..., v — 1 have been
constructed. Then, orthogonalize the CE states |\119) of class v with respect to
the intermediate states of class 1, ..., v — 1 according to

(W) = [W9) — Y | ) (g |W)), [J]=v (11.11)
[K]<v

(2) The “precursor states” |\Il§) of class ¥ may then be orthonormalized symmetri-
cally, yielding

)= 1S, (11.12)
[I=v

where S, is the overlap matrix of the precursor states of class v,
(S = (V[1¥)), Ul=1]=v (11.13)

It should be noted that the N-electron ground state |\W,) underlying the ECO-IS
construction needs not be normalized to unity. A convenient choice is intermedi-
ate normalization, (WVy|®g) = 1 (see Appendix A.1), which will be supposed in the
following.
The ECO construction allows one to establish a PT expansion of the intermediate
states,
[Uy) = 18Oy + 18y 4 0Py 4 (11.14)
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deriving completely from the PT expansion of the N-electron ground state |Wy).
Obviously, in zeroth order the intermediate states coincide with the HF states:

1) = @) (11.15)

In this sense, the intermediate states “mediate” between the HF states and the exact
(N —1)-electron energy eigenstates.

Rather than expanding the intermediate states, it is more advantageous to deal
directly with the PT expansions of the matrix elements of the intermediate-state
representations (ISR). The ECO intermediate states [0, forming a complete basis
of the (N — 1)-particle states, establish the ISR secular matrix M,

My = (U |H — Eo|\Vy) (11.16)

representing the (shifted) hamiltonian H — Ej in terms of the intermediate states.
The exact eigenstates | W) can be expanded according to

Yy =" X)) (11.17)
I

where X, are the components of the nth eigenvector of M. In matrix notation, the
ISR secular equations take on the form

MX=X9 X'X=1 (11.18)

where €2 denotes the diagonal matrix of eigenvalues w,, and X is the matrix of eigen-
vectors. According to Eq.(11.16), the eigenvalues can be identified as the ionization
energies,

w, = EN — E, (11.19)

Moreover, introducing the matrix f of ISR transition amplitudes,
fip = (Wrle, | W) (11.20)

the spectroscopic factors (10.5) can be obtained according to
X0 =" X7, fip (11.21)
I

from the respective eigenvectors.

The PT expansions (11.14) of the intermediate states, based on the PT expansion
of the N-electron ground state |Wy), translate into PT expansions of the ISR secular
matrix elements,

My =M +MY)+ M2+ ... (11.22)
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where, of course, the PT expansion of the ground-state energy E( comes into play
as well. These expansions can actually be put in practice, as will be demonstrated
in the ensuing section. Here, it may already be noted that zeroth-order contributions
arise only in the diagonal elements of M since

M) = (®0|C](Hy — E)C Do) = =61, K; (11.23)

Here, K; denote the zeroth-order (HF) ionization energies (10.17).
In a similar way, PT expansions

fio=Ff)+ )+ )+ (11.24)
can be established for the ISR transition amplitudes. Due to the orthogonality prop-
erties of the intermediate states, the transition amplitudes of the hole part,

e = (Wl W) =0, g =1, [J] > 1 (11.25)

vanish for configurations J from excitation classes ;o > 1.

So far, the ECO-ISR formalism has been introduced as an autonomous approach,
completely independent of the direct ADC approach deriving from the diagrammatic
PT expansion of the propagator parts. Notwithstanding the distinct derivations, the
resulting secular equations turn out to be essentially equivalent. As suggested by
Eqgs. (10.11) and (11.16), the ADC and ECO-ISR secular matrices are to be identified
according to

K+C=-M (11.26)
f=f (11.27)

With regard to the first line, it should be noted that the signs of off-diagonal secular
matrix elements are to a certain extent conventional.

But how, actually, can these equivalencies be justified? Firstly, the explicit ECO-
ISR equations through second order, as derived in the following Sect. 12.2, are iden-
tical with those of the direct ADC(2) scheme. Beyond second order, the derivation
of explicit ECO-ISR expressions becomes rather unwieldy, and the complementing
derivation of the third-order ADC(3) scheme via the ECO-ISR route has not been
given yet. Anyway, demonstrating the equivalence of the direct ADC(n) and ECO-
ISR(n) schemes for some low n, while a strong indication of correctness, is not a
substitute for a proof. Rather, the essential argument underpinning the equivalence of
the ADC and ECO-ISR secular equations is that both versions share two constituting
features: Firstly, the secular matrix fulfills distinguished PT order relations, referred
to as canonical order relations; secondly, it is separable with respect to a system of
non-interacting fragments. The merit of the ECO-ISR approach is that these defining
properties can be formulated and proven in a stringent manner, as will be discussed
at length in Chap. 12.
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It should be noted though that equivalence not necessarily means identity here. In
fact, we have seen in Chap. 10 that the ADC procedure does not completely determine
the secular matrix, but leaves some room for algebraic transformations. By contrast,
for a given ground state and one-particle basis, the ECO-ISR procedure as defined
by Eqs.(11.11)—(11.13) results in a unique IS representation. Here, however, the
second step, that is, the symmetric orthonormalization of the respective precursor
states, is a mere convention, not necessary for constituting the two basic features. In
fact, any orthonormalization scheme could be used here. So there is some flexibility
in the ECO-ISR concept, which may be seen as the counterpart to the residual non-
uniqueness in the ADC expressions. Recognizing the general equivalence, we will
use the terms ECO-ISR and ISR-ADC synonymously in the following.

11.2 Explicit ISR Procedure Through Second Order

In the following, we shall derive the explicit PT expressions of the ISR secular matrix
M as needed for a consistent treatment of the 14 (main) ionic states through second
order, to be referred to as ISR(2) scheme.

The explicit configuration space required at the ISR(2) level is spanned by the
1h and 2h-1 p intermediate states. The coupling of 14 and 3A-2p states is already of
second order (see Sect. 12.1). The PT expansions extend through second order in the
1h diagonal block M,

My = —&d + M + M (11.28)
through first-order in the M |, block,
_
Mk,a/k’l’ = Mk,a’k’l’ (1129)
while only the zeroth-order contributions
M. akr = (€a — € — €1)0aa O i1 (11.30)
are needed in the M, block.
At the ISR(2) level, the PT expansion of the N-electron ground state underlying
the ISR construction is needed through second order:
— (1) (2)
|Wo) = [®o) + [Wy ") + [W) + O3) (11.31)
The first-order term,

W) = 3 vanu| Pavia) (11.32)
a<b,k<l
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simply reflects the admixture of double excitations, |® p1) = cchckcA(Do). Here,
vapii 18 defined according to Eq. (10.31). The second-order wave function, comprising
single, double, triple, and quadruple excitations, is already rather involved. Fortu-
nately, though, an explicit specification of the various contributions is not needed in
the following derivations.

As mentioned above, we may suppose intermediate normalization of |Wy). This
means that there is a PT expansion of the normalization integral,

Io = (Wo|Wo) =1+ 12+ 0(3) (11.33)
where the deviation from unity begins at second order:

1 = @) = 3 vl (11.34)

a<b,i<j

The first-order expansions of the intermediate states are straightforward as
orthonormalization does not come into play before second order:

(W) = |D4) + il W) + 0(2) (11.35)

[Wart) = |Dana) + e W) + 0(2) (11.36)

Herewith, the first-order matrix elements of M can easily be established. Let us

consider the M|, block. The first-order expression just reproduces the familiar CI
coupling matrix element:

M;E,l;kfz/ = (D Hi | Puir) = Vioriea) (11.37)

Note that the other potential first-order contributions, such as (\IJ,EU |Hy — E (()0) [Parr),
vanish. In the M ; block, the first-order contributions are given by

My = (@A — ESV @) (11.38)

which, for HF orbitals supposed here, vanishes according to Eq. (4.6).
A more demanding task is to evaluate the second-order contributions in

My = (| H — Eo| ) (11.39)
The 1/ intermediate states are given by

(W) =D il Wod(s™ i (11.40)
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where S| = s is used for the CE overlap matrix to simplify the notation. Note that
s is a hermitian and positive definite matrix so that s'/? is well defined. The PT
expansion of s through second order reads
= (Wolefc|Wo) = o + 55 + O3

su = (Wolcycr|Wo) = o + 5;” + O(3)
as the potential first-order contributions are seen to vanish,

I D, + 1

s’ = (W leferl ®o) + (Polejci| W) = 0

Accordingly, s has the structure

s=1+s5s2+00) (11.41)

where 1 denotes the unit matrix. This, in turn, entails the PT structure

s =1-1sP 400 (11.42)
for the inverse of s'/2. As a preparatory step, let us evaluate the second-order contri-
bution to s:

si = (W epenl W) + (W7 ejer Do) + (Polefer|¥g”) (11.43)

As a consequence of the intermediate normalization supposed for | W), the latter two
terms vanish, and the evaluation of the remaining first term yields (see Exercise 11.1)

2 1 2 2 :
SIEI) - <\I]( )|CkC |"IJ(1) = 6 [( ) _ Uabk] abl/ (1144)
a<b,j

where 1,7 is given by Eq.(11.34). Using Egs. (11.40) and (11.42), Eq.(11.39) can
be written as

w=) (s~ Py (Wolel (H — Eo)er [ Wo) (s~
T
(‘l’olck(H Ey)c|Wo) — (‘Ilolck(H Ey)cy |‘1’0>S11
1
— 1> (Wolef (H — Eg)er|o)sgg) + O(3) (11.45)
x

It remains to collect the second-order contributions M ,f ; arising on the right-hand side
of the latter equation. For the last two terms, this is easily accomplished as here the
second-order matrix elements si(jz) need to combine with zeroth-order contributions
of the ground-state expectation values. The resulting second-order contribution to
My, termed (C1), reads
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2
€D = e +e)sy) (11.46)

with s,E,Z) given by Eq. (11.44). There are three more second-order contributions stem-
ming from the first term on the right-hand side of Eq. (11.45):

(€2) =(Wy" e} (Ho — E§)er| W)

(C3) =(Wg" |c) Hye)| o) + (Polc) Hyey|Wg")
(C4) =— EP by

Note that contributions involving |\Il(§2)), such as (\Il(§2)|c,i(1:10 — E(()O))cllcbo), vanish
(supposing intermediate normalization). Moreover, there are no contributions involv-
ing E(()l), since here the respective expectation value factor vanishes, as for example,
(W et e ®o) = 0.

In evaluating (C2) and (C3), it is advantageous to treat the cases k = and k # [
separately. Supposing k < [, one obtains the following expressions

(C2) =— Z Vabkj Vgptj (€a + €5 — €j — € — €1)

a<b,j
(C3) =+ Z Vab[kj]U:b[j + Z Va*b[[jlvabkj
a<b,j a<b,j

Now, the three non-vanishing second-order contributions have to be combined. Since
(C1), (C2), and (C3) differ only in orbital energy factors, they can easily be added
to give

MG =) van Ul (a + €0 — €] — Sex — Ser) (11.47)

a<b,j

As can readily be established, this expression is no longer restricted to k </ and
comprises, in particular, the diagonal matrix elements, k = [, incorporating here also
the (C4) contribution. Thus, the final result for the ISR(2) secular matrix elements
reads

My = —xdu + MY (11.48)

with M} given by Eq.(11.47). Together with Eqgs. (11.37) and (11.30), this consti-
tutes the ISR(2) secular matrix at the second-order level.

The comparison with the ADC equations (10.33) shows that indeed the iden-
tity (11.26) between the ISR and the (negative) ADC secular matrices is valid through
the second-order level.

In a similar way, the explicit ISR(2) expressions for

Jeo = (Wi, | W)
Fart.p = (Warle, | Wo) (11.49)
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can be evaluated. The result confirms the identity (11.27) of the ADC and ISR
transition amplitudes.
Of course, the ECO-IS basis can be used to represent H (instead of H — Ej),

Hyy= (U |H\)) = My + 61, Eo (11.50)

The second-order ISR(2) version of H is obtained from M by adding ground-state
energy expansions to the diagonal elements in a consistent way, that is, E, (()O) + E(()l) +
E? inthe M, block, and just E{ in the M, block.

In view of the ISR(2) derivation just presented, it may be expected that matters
will become rather tedious at the next higher, i.e., third-order, level. So while the
ECO-ISR is the simpler concept, the ADC approach, based on the diagrammatic
PT expansion of the electron propagator, is clearly preferable when it comes to the
practical implementation.

11.3 Intermediate-State Representation of General
Operators

Obviously, the intermediate-state representation introduced in the preceding two
sections can be applied to operators other than the hamiltonian. This equips the ISR-
ADC approach with the full flexibility of wave-function-based methods, allowing
for applications not possible within the original propagator concept.

As an example for the additional opportunities, let us consider the treatment of
ionic-state properties. Let D be a hermitian operator associated with the physical
property of interest, e.g., the dipole moment along a particular axis. The ISR of Dis
given by the matrix elements of D with respect to the intermediate states | ¥, ):

Dyy = (¥;|D|¥,) (11.51)

The corresponding matrix will be denoted by D.Fora particular ionic energy eigen-
state [N, the desired property is obtained as the expectation value

D, = (¥, |D|w™) = X] DX,
where X, denotes the eigenvector associated with the ISR expansion

|wNT Zx,nm}, (11.52)

of [N In s similar way, transition moments involving two ionic states can be
derived according to
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Dy = (¥, DIW,) = X} DX, (11.53)

As another useful option enabled by the generalization of the ISR, the original
hamiltonian H can be easily augmented with an additional (external) operator U,

H—>H =H+U (11.54)

The operator U may represent any perturbation of the system, such as an external
field. The important point here is that U acts on the (N — 1)-particle system, but does
not affect the original N-electron ground state. The extended secular equations read

M+DHX =X, X'x=1 (11.55)

where U is the ISR of the external operator U. A
In the case of a time-dependent external potential, U (), the time-dependent
Schrodinger equation

0 A
iEN’(t)) =H+U@)IY(@)) (11.56)
becomes amenable to propagation schemes, such as,
x(t +dt) =x(t) —i(M 4+ U@)x(t)dt (11.57)

based on the IS representation of U (t); here, x(¢) is the vector of the expansion
coefficients x; (1) = (U;|W(7)).

Let us now turn to the explicit construction of the ECO-IS representation of an
operator D. The procedure is largely analogous to that of the ISR secular matrix
discussed in the preceding section. Again, the ECO-IS construction establishes a PT
expansion of D:

D=0"+0"+D%+. . (11.58)

Consistent approximation schemes are obtained by truncating in a systematic way
both the IS classes and the respective PT expansions. Being the counterpart to the ISR-
ADC(2) secular equations, the second-order ISR(2) scheme comprises the excitation
classes 1 and 2, and the PT expansions in the corresponding sub-blocks of D are as
follows:

Dy —D11 + Dill) + Dizl)

(0) (1)
Dy, =D, +D,,

Dy =DY) (11.59)

The derivation of the explicit ISR(2) expressions is straightforward, though somewhat
more tedious than in the case of the secular matrix. We dispense with a full description
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and limit ourselves to some guiding remarks. For a more detailed account of the
procedure, the reader is referred to Ref. [5] where an analogous derivation for N-
electron excitations has been presented. For simplicity, we shall confine ourselves to
one-body operators, being of the form

D= Z drscjcs
The ISR construction can be applied to two-body (and higher-rank) operators as well,
but obviously this is more cumbersome.
1. In deriving the ISR(2) expressions of a general one-body operator, the second-
order term in the ground-state PT expansion,

W) = |‘1’1(§;)—1h> + |‘I’$z)—2h> + N’%p 3n) |‘I’$>)—4h> (11.60)

comes into play, though only with the 1 p-1# part:

S;) 1) Zxak cler| o). (11.61)

Here, x 2 denote the second-order expansion coefficients of the 1 p-1h admixtures

to the ground state,
x = (Dolefeql W) (11.62)

Note that the x [ﬁ) coefficients through second order can be identified with the p-h
components of the one-particle density matrix,

Par = (Wolc)ca|Wo) = x + 0(3) (11.63)

This relation can be used to replace the 1p-1h PT coefficient in the final ISR(2)
expressions. As should be recalled, the density matrix elements p,x can be derived
from the electron propagator part G~ (w), for example, according to Eqs. (3.34)
or (10.37).

2. The IS matrix elements turn out to be of the form

Dyj = Dod;y + Dy, (11.64)

where .
Dy = I, (Wo| D| W) (11.65)

is the expectation Value of D with respect to the (normalized) N-electron ground

state, and the matrix Disa representation of the subtracted operator D' =D-
Dy. In the diagonal ISR(2) matrix elements of Dn, the PT expansion of Dy
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Dy(2) = D” + DY + 0(3) (11.66)

extends through second order, whereas in D, only the zeroth-order term
DY = (®g|D|®y) = Zd“ (11.67)

is needed. Note that D((]l) =0.
3. The zeroth-order contributions to Dy, D,, and D5, can easily be evaluated:

DY = (®g|cf Der|®o) = 6D — di (11.68)

DI(J(I)c)l,a’k’l’ = Oaa' Ok O D(()O) + Ok 01y dagr (11.69)
— (Oaa Ok iy ~+ Oaa O i) + (k' <> 1')

DYy = Swdva — Suwdra (11.70)

4. In first order, there are no contributions to Dl 1
D) = (WiP|e] De|@o) + (Dole] Dey| W) = 0 (11.71)

since the 14/3h-2p coupling matrix elements of a one-particle operator vanish;
here, the 34-2 p configurations arise by applying ¢ to |‘lf(§1)).
As to the first-order contributions to D,, one has to evaluate the matrix elements

Doy = (9" |c; Dejewer| Do) (11.72)

combining a 2A-1p configuration |®,p) and 3h-2p configurations c|Pcqij)
arising in cy| \Ilé])). Note that terms of the type (P |clﬁcl Crcy |\IJ(()1)) vanish. The
resulting expressions read

Dy = =0 Y 0iyds; + O Y Viyedsi + Z v dee  (11.73)
b.j b.j

5. To determine the second-order matrix elements Dg), we may set out from

Eq.(11.45), replacing here H — Ey with D and using the zeroth-order ground-
state wave function |®g) rather than |W) in the second and third terms on the
right-hand side:

Dy = (Wole| Dey|Wo) — Z DYsiy — 1 Z DOs2 +0@3)  (11.74)
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It remains to deal with the three second-order contributions to the first term on
the right-hand side:

(1) =" |cf Dey|wiP) (11.75)
(2,3) =P} Dey|®o) + hec. (11.76)

While the evaluation of (2) and (3) is rather simple, that of (1) is more demanding.
In both cases, it is advisable to make use of the commutators,

[ci. D1 = =) duc], [D.el == dic (11.77)
r N

We skip the somewhat lengthy derivation and jump directly to the final expres-
sions [6]:

Dy = Do(2)0y — diy. — Z(dakpl(i) +dipS) + DY + DY + DY

where

@n _
Dkl 2 Ubdl] Vedkjdbe
b c, d

(2 2)
D =3 Z vdcl] Udckl ij

i J

~ 1

DS’3) =- Z Z U:,’Cijvdckidlj +h.c. (11.78)
c,d
ij

Here, Dy(2) is given by Eq. (11.66), and p(z) denotes the second-order contributions
to the one-particle density matrix (Eq. 11.63).

The order relations and separability structure applying to D will be addressed in
Sects. 12.1 and 12.2.

Exercises

11.1 Use ground-state PT to expand the overlap matrix for the 14 CE states (Eq. 11.7)
through second order.

11.2 Derive the ISR(2) expressions for the transition amplitudes (11.49).

11.3 Use the direct ADC(2) secular equation to derive the ionization energy for
a single-hole main state through second order, and compare the result to
Eq. (8.68).
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Chapter 12 ®)
Order Relations and Separability oo

The equivalence of the direct ADC approach and the ECO-ISR formulation rests on
two common key features. The first is the so-called canonical PT order structure of the
secular matrix [1], establishing the compactness of the nth-order ISR-ADC approxi-
mation schemes. The other is the separability [2] of the secular matrix with respect to
two (or more) non-interacting sub-systems, which warrants size-consistency. While
in the ADC context these features could have been substantiated using diagrammatic
arguments, the ECO-ISR concept established in the preceding chapter allows for a
stringent formulation and rigorous proofs. This is the topic of the present chapter.
Section 12.1 (together with Appendix A.6) discusses the order structure of the sec-
ular matrix and the characteristic truncation errors thus entailed. The separability
property will be treated in Sect. 12.2. Finally, in Sect. 12.3, we take a comparative
look at the standard CI method, where the secular structure is simple but neither
canonical nor separable.

12.1 Canonical Order Relations

In the ISR-ADC approach, the secular matrix elements are given in the form
of PT expansions (see Eqs.10.15, 11.22). Here, the remarkable finding is that
these expansions do not necessarily begin at zeroth order. Rather, the lowest non-
vanishing order in a matrix element M;; depends on the “distance” [/] — [J] of the
excitation classes, [/], [J], to which the configurations / and J belong. The rules
fulfilled by the ISR-ADC secular matrix elements are as follows:

My~ O(I] = [J1D (12.1)
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Fig. 12.1 Order structure of 1h 2h-1p 3h-2p 4h-3p BSh-dp
the ISR-ADC secular matrix
M for .(N —1)-electron 1h 0 1 9 3 4
excitations
2h-1p 1 0 1 2 3
3h-2p 2 1 0 1 2
4h-3p 3 2 1 0 1
5h-4p 4 3 2 1 0

This means that in the PT expansion of M;; the lowest non-vanishing contribu-
tion is of the order |[/] — [J]|. For example, the coupling matrix element M; 4pjx
combining a 14 (class 1) and a 3#-2p (class 3) configuration is of second order:

M; apjie ~ O(|[i] — [abjkl]]) = O(2) (12.2)

The rules (12.1) are referred to as canonical order relations (COR). Fig. 12.1 depicts
the COR structure of M; here, the respective lowest non-vanishing PT order is
assigned to the M, sub-blocks in the partitioning of M according to excitation
classes, u, v = 1,2, .... A proof of these rules is given in Appendix A.6.

To better understand the essence of the COR, let us come back to the matrix
element M; 41, where the excitation classes of the first and second entry differ by
2. In the CI secular matrix (see Sect.12.3), the corresponding coupling is of first
order (i.e., linear in the Coulomb repulsion integrals),

Hiapjrr = (D Hi | Papjnr) = =0 Vaatan) + it Vittav) — 0t Vjkiab) (12.3)

By contrast, the first-order contribution to M; 4pjx vanishes as the result of a non-
trivial cancelation, where the Gram—Schmidt orthogonalization adopted in |W,,, jkl)
is crucial. According to

M oyig =B H — Eo|Wp0) "
=H; apj1 + (‘i'i(l)|ﬁo — E(()O)|q)abjk1) + <(Di|I:I() — E(()O)|‘i’[(t}7}k[) (12.4)
the first-order matrix element comprises in addition to the CI-type contribution (12.3)

two terms involving the first-order wave functions |\ili(l)) and |@22~k1). The former
simply reads
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T (1 1
1Y) = v (12.5)

where the first-order ground state, |\I/(§1)), is given by Eq. (11.32). In first order, the
Gram-Schmidt orthogonalization of the intermediate 34-2 p state with regard to the
1h states comes into play, giving rise to following three terms,

7 (1 1 T (1 7 (1 T (1
(Bl ) =chebejeecrW§?) = 10 S | @apjia) — 10N T | Pajia) — 100) (P [ @anjnr)

+ !
:Clcz‘;cjckcmp(() )) — | i+ 1Pk — [PV (12.6)

Note that there are no first-order contributions from the orthogonalization with
respect to 2h-1p states. Accordingly, the third term in Eq. (12.4) becomes

2 04,1 =
(@ Hy — EQ1Wy)0) = =€ (Pil0) = € (5 vy — Oix Vs + 0t Vi)
(12.7)
A related expression results from the second term,

> (1) 0
(U1 Hy — E | ®ajur) = (51'ijka — dikvgpy + 5i1v2bjk> (ater—ej—a—e) (12.8)

Obviously, the latter two expressions can be combined to give (—1) H; 45 Which
cancels the CI term in Eq. (12.4), thus confirming the proposition

Mi(,iz)bjkl =0 (12.9)
In this derivation, the crucial role of Gram—Schmidt orthogonalization in effecting
the COR could be seen explicitly. If symmetric orthonormalization (11.5) of the CE
states is used rather than Gram—Schmidt, the 14/3h-2 p coupling matrix elements do
not vanish in first order (see Exercise 12.1):

(WilH — EolVapu) = L Hiapjis + 0(2) (12.10)

This example shows that a representation of H — E, based on symmetrically
orthonormalized CE states does not have the COR structure, nor the separability
structure as will be discussed in Sect. 12.3.

The order relations determine the PT order of the error caused by truncating the
(explicit) configuration space, supposing here a systematic truncation after a specified
class, say p. For example, the error in the 14 ionization energies caused by neglecting
the 34-2p (and higher) configurations is of fourth order. Here, the coupling of the 14
and 3h-2 p configurations is at least of second order, so that the corresponding energy
contribution (being quadratic in the coupling matrix element) is of fourth (or higher)
order. Truncation after the 34-2p configurations (class 3) leads to an error of the
order 6, which reflects the COR value of 3 for the coupling between configurations
of class 1 and 4.
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The general formula for the truncation error order (TEO) in the 1/4-state energies
is (see Appendix A.6)
Ore(w) = 2u (12.11)

where 1 denotes the highest class included in the (explicit) configuration space.
This formula can be generalized to states other than the 14 (main) states. Here,
we suppose that the final ionic states, |\D,Ilv‘1>, can still be characterized according to
their PT descent, that is, as originating from a given excitation class. To denote the
respective PT descent, we will use the notation [n], that is, [n] = v if |\II,11V’1) derives
from a CI state of class v. The generalized TEO formula then assumes the form

oYL () =2 — [+ 1), p = [n] (12.12)

Obviously, this equation reduces to Eq. (12.11) in the case [n] = 1.
In a similar way, we may analyze the transition moments, more specifically, the
spectroscopic factors
X0 = (W e, Wo) = X[ f, (12.13)

with respect to truncation errors. Order relations apply not only to the secular matrix
but also to the ISR-ADC transition amplitudes (see Appendix A.6):

Jip ~ O] -1) (12.14)

As a direct consequence of the order structure (12.1) of the secular matrix, the COR
can be established for the eigenvector matrix X as well:

Xy = (U 0N ~ O([J] = [n]) (12.15)

A proof of the order structure of X is given in Appendix A.6. Using the latter order
relations together with those for f in Eq.(12.13) results in the following general
TEO formula for the spectroscopic factors:

OVl () =2p — [nl + 1, = [n] (12.16)

Note that for the 14 states, [n] = 1, the same TEO result applies both to the energies
and spectroscopic factors.

In Sect. 11.3, we have discussed the ISR of a general one-particle operator D,
and it may be of interest to inspect the order structure in this case. Here, the order
relations take on the form

7, o~ [OUUT =11 =1). [1]# []]
J

(12.17)
0(0), [I1=1[J]
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Fig. 12.2 Order structure of 1h 2h-1p 3h-2p 4h-3p 5h-4p
the intermediate-state
represenFatlon Dofa 1h 0 0 1 9 3
one-particle operator D
2h-1p 0 0 0 1 2
3h-2p 1 0 0 0 1
4h-3p 2 1 0 0 0
5h-4p 3 2 1 0 0

The corresponding structure is depicted in Fig.12.2. The zeroth-order coupling
between states / and J belonging to adjacent classes, [/] = [J] £ 1, reflects the
fact that the corresponding zeroth order (CI) coupling matrix elements (P, |ﬁ|<b J)
need not vanish.

What is the effect of the somewhat weaker order relations (12.17) on the TEOs
in the properties of an ionic state? Considering an expectation value

D, = (WM DwM = X' DX, (12.18)

the TEO can easily be determined by combining the order structure of D with those
of the respective eigenvector class. For 14 states ([n] = 1), the truncation error (trun-
cation after class p) is seen to be

This means that at the ISR-ADC(3) level, where the explicit configuration space
comprises the classes 1 and 2, (one-particle) properties of the ionic 1/ (main) states
are treated consistently through second order only.

12.2 Separability of the ISR-ADC Secular Matrix

The size-consistency properties of a computational method can be analyzed in a
stringent way by resorting to the separate fragment model, that is, a hypothetical
system S consisting of two strictly non-interacting sub-systems or fragments, A and
B. A method for treating electronic excitation, or ionization, electron attachment,
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etc., is size-consistent (here, more specifically, size-intensive), if for local excitations,
say on fragment A, the computed excitation energies and transition moments do not
depend on whether the method is applied to the fragment or the composite system.
Obviously, the outcome in the artificial separate fragment model is indicative for
the performance of the method in realistic systems, e.g., formed by interacting sub-
systems, or just extended systems beyond a certain size.
Let us begin with a few specifications of the separate fragment model. The total
hamiltonian is the sum
H=H, + Hg (12.20)

of the two fragment hamiltonians, béi 4 and Vil g, so that the ground state of the com-
posite is given as the product
[Wo) = W) wg) (12.21)

of the fragment ground states, |W¢') and |W£). It should be noted that in this and other
product states inter-fragment antisymmetrization is irrelevant and can be waived.

The one-particle states (HF orbitals) of S are assumed to be local, that is, a
given orbital either belongs to fragment A or B. As a consequence, the electron
configurations in the set (11.2) can be partitioned into three different subsets, namely
local excitations /4 on fragment A, local excitations /g on fragment B, and mixed (or
non-local) excitations /4 5 involving both fragments A and B. A mixed excitation, for
example, might consist of an ionization on A, accompanied by a neutral excitation
on B. In analogy to the physical operators (11.2), we introduce the operator set

{é;} = [clck; cchckcl,a <bk<lI; ... } (12.22)

associated with the neutral 1p-2h, 2p-2h, ..., excitations.

It should be noted that there are non-local excitations that do not conserve the
charge of the fragments, such as a double ionization on A accompanied by electron
attachment on B, resulting in an A™* B~ structure. However, such charge-transfer
excitations need not be regarded. In the separate fragment model, they are strictly
decoupled from the fragment-charge conserving excitations to be considered in the
following.

How is the structure of separated fragments reflected in the intermediate states
| 1)? For the CE states |\I/?), forming the starting point of the ECO- IS construction,
the answer is trivial. Since the ground state is the product of the fragment ground
states (Eq. 12.21) and the physical excitation operators Cy are operator products of
local fermion operators, the CE states can be written as products of each two fragment
states. A local state simply reads

W9 ) = €y, 1Wo) = C, 193) 1WF) (12.23)

while for non-local states the factorization takes on the form



12.2  Separability of the ISR-ADC Secular Matrix 183

W9 )= Cy, [ o) = €, 193) Cop 195 (12.24)
But what about the final intermediate states? They result by applying an involved
orthonormalization procedure to the CE states, and it is not obvious whether the
outcome can be written as products of fragment states. The answer is given by the
following factorization theorem stating that non-local ECO intermediate states can
be written according to

Wy,,) = 195,) 197,) (12.25)

as products of fragment ECO intermediate states. The factorization of local ECO
intermediate states, ~ ~
1y,) =197 ) 1¥F) (12.26)

can be seen as a special case of the general case (12.25).

A general proof of the factorization theorem has been given in Ref.[2] where
the interested reader is referred to. To see how this factorization comes about, it is
instructive to inspect the simple case of a non-local 2x-1p configuration. Let the
configuration be J = a’j’k, where k denotes an orbital associated with fragment
A, and the primed indices refer to orbitals of fragment B. This is, J stands for a
1 p-1h excitation on fragment B accompanying an electron vacancy (in orbital k) on
fragment A. The corresponding CE state reads

W0 ) = cul¥gt) chey |9 8) (12.27)

Gram-Schmidt orthogonalization with respect to the intermediate states of class 1
yields the precursor state

(W) = 190 ) = D 1) (B W) (12.28)
1

where the 1/ intermediate states can be restricted to those being local on
fragment A, ~ ~
W) = W) wg) (12.29)

Using the latter product form together with that of the CE state (12.27) in Eq. (12.28)
gives

(W) =l W) ey 198 = D 1B (B e |wg) 1w |l [ W)
1

=aul W) (chey W) = 1Wg e Iches 1w8)) (12.30)

To arrive at the second equation, we have used the identity
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W3 =D 1B B e W) (12.31)
1

that is, the decomposition of the CE state ckI\IJ(?) of fragment A with respect to the
fragment A intermediate states of class 1. The term in brackets in the second line of
Eq. (12.30) can be identified as the precursor state

(B = clep1WE) — (WP Wl ey 1w (12.32)

of the 1p-1h excitation on fragment B which, being a neutral excitation, involves
orthogonalization to the ground state of fragment B (see Sect. 14.1). This means that
the 2h-1p precursor state (12.30) is the product

U8 ) = 19 107 (12.33)

of the respective fragment precursor states. Obviously, the ensuing symmetric
orthonormalization of the (non-local) 2/-1 p precursor states is obtained by indepen-
dent orthonormalization of the fragment precursor states, establishing the product
form

Bs) = 15) 192, (1234

for the final intermediate states.

Equipped with the factorization theorem, we may now establish the separability
of the secular matrix. The classification of the intermediate basis states according
to their localization type, that is, as local excitations on fragment A, local exci-
tations on fragment B, and non-local excitations involving both A and B, effects
a corresponding partitioning of the secular matrix M into sub-blocks, Mz with
Z,7' = A, B, AB. The essential property of the ECO-ISR secular matrix is that
all non-diagonal matrix blocks vanish. This structure, referred to as separability, is
shown in Fig. 12.3.

Obviously, there is no coupling between states local on A and states local on B:

M 44 0 0
0 Mg 0
0 0 M Apap

Fig. 12.3 Separable block structure of the ISR-ADC secular matrix M with respect to the separate
fragment model
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N AN _ A B\ T\ B A\ _
M, g, = (Wi, |HIY,) = (V] (WG [(Ha + Hp) |V )W) = 0 (12.35)

as, for example, the states of fragment A, |\IJ I A) and |\IJ()"‘), are orthogonal (even relate
to different electron numbers). The case of the coupling block M 4 43 is less trivial:

=(U;,|H|V,,,)
(U (WP ((Ha + Hp) 07 )52 )
(DR HADS ) (WEIDE )+ (D 00 ) (W HR P2 ) =0 (12.36)

M,

,Jan

In the last line, the first term vanishes because, by construction, |\il Z) is orthogonal
to |\Il(f ), that is, (\Il(f |W Z ) = 0. The second term vanishes according to

(WO A2 ) = EB(WE1UE) =0 (12.37)

as |W#) is the ground state of Hyp, and, again, (Wﬂ@fﬂ) =0.

It is important to note that Eq. (12.36) holds through all orders of PT. As a con-
sequence, the separability property not only applies to the exact ISR but also to the
systematic ISR(n) approximation schemes.

It remains to show that the diagonal block M 44 of M is identical with the secular
matrix M* of fragment A. This is easily seen as follows:

My, ;, :(‘i’IAlI:IA + I:IB|‘IJJA> — 01,0, Eo

=<lij;: |I:IA|®?A> + 6’AsJA E(l)ie - 51A,JA Ey
(WA Ay — EQIVT) =M}, (12.38)

The full separability structure of the ECO-ISR secular matrix guarantees size-
consistent results: For local excitations (ionizations) on one of the fragments, say
A, the eigenvalues (ionization energies) of the secular matrix M of the composite
system are identical with those of the fragment secular matrix M.

Of course, this finding applies also to the spectroscopic factors. According to the
separability structure of M, the eigenvector of a local excitation, say on A, has the
form

X,
X, =10 (12.39)
0

where X ,‘:‘ denotes the corresponding eigenvector of M*. For an orbital p of fragment
A, the vector f, of transition amplitudes f;, takes on the same form,

fr=10 (12.40)
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D sa 0 DB

0 Dgp Dpap

Dapa | Dapp | Dapas

Fig. 12.4 Block structure of the intermediate-state representation D of general operator D with
respect to the separate fragment model

as, for example, f7,, = (W§'|c,|W¢') (¥ |WF) = 0. In Eq.(12.40), f/) denotes the
vector of fragment A transition amplitudes, f} = (‘i/;: lc, | W¢'). According to

the composite and fragment versions of the spectroscopic factor are identical.

In a similar way, one may analyze the representation of a general (not necessar-
ily one-particle) operator D = Dy + Dg. As seen in Fig.12.4, the block structure
resulting for the separate fragment partitioning is not separable. For example, the
coupling matrix elements for local and non-local configurations

(U, 1Dy, = 01,5, (BE | Dp W5 ) (12.42)

need not vanish. What does this mean for the computation of properties, which nec-
essarily relate to the composite system? Let us consider a local excitation (ionization)
W) = [WA) WE), where the eigenvector is of the form given by Eq. (12.39). The
corresponding expectation value of D becomes

D, = (YN Dy + Dp|WNy = X4'D 4, XA = DA + DE (12.43)

where DF = (WZ| Dy |WE) is the ground-state expectation value of fragment B. The
last equation reflects the fact that the D 44 block is given by

Das = D"+ DE1 (12.44)

where D# denotes the ISR secular matrix of fragment A. According to Eq. (12.43),
the ISR-ADC approach reproduces correctly a property pertaining to the composite
as the sum of the fragment contributions, being here the property of the excited
(ionized) fragment A in the excited (ionized) state and the property of fragment B
in the ground state.
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12.3 A Look at the CI Method

The benefit of the ISR-ADC approach presented in the preceding chapters has to
be seen in comparison to conventional quantum-chemical methods, most notably
the standard configuration—interaction (CI) treatment. Therefore, the performance of
the CI method with regard to truncation errors and size-consistency shall briefly be
inspected in the following.

In the CI treatment, here of an (N — 1)-electron system, the Schrodinger equation

AWM = EN e (12.45)

is recast into an algebraic eigenvalue problem by expanding the ionic states
according to

) =" Xl @) (12.46)
J

in terms of the CI states .
|®,) = Cy|Po) (12.47)

as introduced by Eqgs.(11.2), (11.3). In matrix notation, the algebraic eigenvalue

equations read
HX=XQ, X'X=1 (12.48)

Here, H denotes the CI secular matrix,
Hyy = (®;|H|®,) (12.49)

Q is the diagonal matrix of ionic-state energies £Y~!, and X is the matrix of (column)
eigenvectors X ,. To form ionization energies, I, = E ,’l\"l — Ey, one has to obtain E
from a separate CI computation for the N-electron system.

Structure of the CI Matrix

Approximate CI treatments are obtained by limited CI expansions as opposed to full
(FCI) expansions. In the following, we will be concerned with systematic truncations
of the CI expansions, that is, expansions being complete through a given excitation
class . These systematic truncation schemes can be examined with respect to the
PT order of the induced error in the CI results. For this purpose, one has to inspect
the structure of the CI secular matrix H.

Being a fully variational method, the CI secular matrix H has a rather basic “order
structure,” as shownin Fig. 12.5. Owing to the Hy part of the hamiltonian, the diagonal
matrix elements are of zeroth order, as indicated by the zeros in the diagonal blocks.
Each excitation class p is coupled through terms linear in the two-electron Coulomb
integrals (first order) to the excitation classes u £ 1 and p & 2, which is indicated
by the entries 1 in the respective matrix blocks. There is no coupling between states
differing by more than two excitation classes (entry “-”).
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Fig. 12.5 Order structure of 1h 2h-1p 3h-2p 4h-3p 5h-dp
the CI secular matrix H
1h 0 1 1 - -
2h-1p 1 0 1 1 -
3h-2p 1 1 0 1 1
4h-3p - 1 1 0 1
5h-4p - - 1 1 0

The characteristic structure of the CI secular matrix gives rise to comparatively
large truncation errors in the final state energies. As the most important case, let us
consider 14 (main) states. Due to the linear (first order) coupling to 34-2 p states, there
is a second-order contribution to the 1/ ionic energies arising from the admixture
of 3h-2p excitations. This means that there is a second-order truncation error if the
CI configuration space is confined to the 14 and 2k-1p configurations. The general
formula for the TEO in the 14 state energies is given by

L4 1L even

(12.50)
w—+1, podd

Ore(p) =

where as before 1 denotes the highest excitation class included in the CI expansion
manifold.

The CI truncation errors are relatively large, which, in turn, implies that large CI
expansions are required to meet specific accuracy levels. For example, in order to
treat 1h states consistently through second order of PT, the CI configuration space
must comprise the 34-2 p excitations (x = 3). By contrast, in the ISR-ADC method,
a much smaller explicit configuration space, consisting of 14 and 2x-1 p excitations,
affords the same level of accuracy.

Non-separability

With regard to the separate fragment model and the corresponding partitioning, the
CI secular matrix is not separable, as shown in Fig. 12.6. This is notwithstanding the
obvious fact that all CI configurations | 1) assume the form of products of fragment
states, e.g.,
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|®o) = |f)®g)
|<D1A) = |(D}4A)|CD€)
|®y,,) = |DF )| PF ) (12.51)

Unlike in the ECO-ISR case, there is no equivalent to Eq. (12.37) here. While the A
and B states are strictly decoupled, H 45 = 0, there can be a non-vanishing coupling
between a local and a mixed excitation, e.g.,

Hi, g, = 61AJA(®(I);|FIB|®§B) (12.52)

where (Cbg |1:I 5| D fB) is a righteous matrix element in the CI treatment of the ground
state of fragment B.

Non-local coupling may arise explicitly in the CI matrix elements H;;, where
the configurations 7, J differ by two excitation classes, such as in the 14/3h-2p
matrix elements (12.3). Let / denote a 1k excitation on fragment A (I, =) and
a'b'j'k'l = Jap a non-local 3h-2p excitations where the primed indices refer to
one-particle states associated with fragment B; the coupling matrix element becomes

Hy ap jiir = Vi (12.53)

which obviously does not depend on the distance between the two fragments.

According to Eq.(12.10), the potentially non-local coupling between 14 and
3h-2p configurations arises also in the ISR version (11.5) based on symmetrically
orthonormalized (SO) CE states. This shows that the SO procedure for the CE states
does not result in a separable secular matrix either.

Given the structure shown in Fig. 12.6, there is no a priori decoupling of local
excitations (say on fragment A) from non-local (or mixed) excitations. The CI treat-
ment of the composite system S aims in an inextricable way at an optimal description
of both fragments, that is, the ionic state of fragment A and the ground state of frag-
ment B. In the exact (full) CI treatment of the composite system, the energy of a

H 0 H i ap

0 H pp Hp ap

Hyps | Happ | Hapas

Fig. 12.6 Non-separable block structure of the CI secular matrix H with respect to the separate
fragment model
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local ionization, say on A, is of course given as the sum EN = EA + EF of the
fragment state energies. Here, subtraction of the FCI result for the composite ground
state, £y = Eé‘ + EB. would cancel E(‘)g and lead to the correct ionization energy
for the ionization of the local fragment A. In realistic applications, one has to resort
to truncated CI expansions, and here, an energy computed for the composite sys-
tem differs from the sum of the CI results for the respective fragment states. Due to
this well-known size-consistency error, the CI method does not qualify as a genuine
many-body method.

Exercises

12.1 (a) Consider the symmetrical orthonormalization (SO) of the CE states accord-
ing to Eq.(11.5). Construct the 17 and 3h-2p states |W;), W 4jx) through
first order and verify Eq.(12.10). Hint: The overlap matrix S (Eq.11.4)
of the CE states can be expanded as § =1+ SV 4+ ... so that §7/% =
1-18Y+0().

(b) Sketch a proof for a factorization theorem analogous to the factorization of
the ECO-ISR states according to Eq. (12.25). Discuss the separability proper-
ties of the SO-CE secular matrix.

12.2 Multiple non-interacting 2E-20 systems (see Exercise 2.4):

A well-known model (see for example Ref.[3]) to demonstrate the size-
consistency problem in the (restricted) CI treatment is a system composed of
M (> 1) mutually non-interacting 2E-20 sub-systems, such as, for example,
an array of separate H, molecules in the minimal basis (two orbital) approxi-
mation.

(a) Apply the double excitation CI scheme (CID) to the ground state of
the 2E-20 array. Establish that the configuration manifold comprises the
reference state, |D}) = |<I>(1))|<I>(2)) |<I>(M)) where |<I>(’)) denotes the HF
ground state of the ith subsystem; and M doubly exc1ted states of the
form |®M) = C; |<I>M> i=1,...,M. Here, C; = CiuaClugCignCign generates
a double excitation in the subsystem i, and ig,iu denote the orbitals of

subsystem i.

(b) Evaluate the (M + 1)-dimensional hamiltonian matrix, H, and solve the
corresponding eigenvalue equations for the ground state. Hint: the particular
form of H allows for a simple analytical solution. Determine and characterize
the remaining M solutions too.

(c) Compare the CID result, ES!, with the exact ground-state energy of the
model. How does the resulting correlation energy ES! = Hyy — E§' scale
with M?

(d) Compare the exact ground state, |\IJ(§” ), with the CID result; consider here
in particular the coefficient x, of the reference configuration (HF ground state),
|d>g’1 ), in the normalized exact ground state, |\IJ(§"’ )

12.3 (a) Expand the CID result EOC ©'in a perturbation series in powers of V /A, (see
Exercise 2.4c) and verify that the wrong scaling with M sets in with the quartic
terms.
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12.4

(b) Use RSPT (as in Exercise 4.2b) for the exact ground-state energy E( and
analyze the M-dependence in the second- and fourth-order contributions.
Local ionization in the 2E-20 array:

(a) Use an analogous CI approach to determine the energy of the ionic state
resulting upon removing one electron from subsystem 1. The corresponding
one-hole (1) configuration (spin symmetry S. = 1) reads |®1,) = c;45| D).
In addition, there are M — 1 3h-2p configurations, clgﬂé‘i |<D{)”), i=2,....,. M,
which differ from the 1h state by a double excitation on site i.

(b) Consider the ionization energy AE;, = E| — Eo and compare the M-
dependent CI result with the exact ionization energy (see Exercise 3.2). Exam-
ine the cases M = 1 and M > 1.

(c) Adapt the ADC(2) scheme (Eq. 10.33) to the 2E-20 array and verify the
explicit size-consistency of the ionization energies.
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Chapter 13 ®)
Polarization Propagator e

The electron propagator is the simplest many-body Green’s functions, and accord-
ingly, the formalism of diagrammatic perturbation theory was specifically presented
for that paradigm in Chaps.4-6. Also the ADC and ISR concepts in the design of
practical approximation schemes (Chaps. 10-12) were explicitly formulated for the
electron propagator and the underlying physics, being (N — 1)- and (N + 1)-electron
excitations. In this and the two following Chaps. 14 and 15 we consider the polariza-
tion propagator designed for the treatment of N-electron excitations. By and large,
the concepts developed for the electron propagator can be transferred to the case of
the polarization propagator, but there are also important differences that need to be
addressed. In this chapter we present the polarization propagator, discuss its physical
significance, and outline the pertaining diagrammatic perturbation expansion.

13.1 Definition and Physical Significance

Reversing the order adopted in Sect. 3.1 introducing the electron propagator, we here
begin with the spectral representation of the polarization propagator and from there
go back to the original definition.

The polarization propagator is constituted by a matrix II(w) of energy (or time)-
dependent functions I, ¢ (w) which can be written in an explicit spectral repre-
sentation form as follows:

(\I‘o |C§Cr |\Ilm ) (‘I}m |C:CS/ | “IJO) <\IJO |Cj/cs’ | qjm) (\Ijm |C§Cr |\I}0>
Hrs,r’x’(w) = Z N + Z N
W_Eln+E0+l77 _w_Em+EO+”7
(13.1)
In addition to notations already used in the analogous representation (3.17) of
the electron propagator, E,, and |W,,) denote the energies and energy eigenstates,

m#Q m#0
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respectively, of the N-electron system. It is important to note that the summations
in Eq. (13.1) explicitly exclude the ground state, m = 0. According to Eq. (13.1), the
polarization propagator functions consist of two parts,

Hrs,r’s’(w) = Hjsyr,s,(w) + H;!r/s/ (W) (132)

being analytic in the upper (IT") and lower (I1 ") halves of the complex w-plane. In
contrast to the electron propagator, here the two parts are interrelated,

0, W) =105, (~w). (13.3)

s'r’,sr

so that II™ (and thus IT) can be determined from II"™ and vice versa.
The physical information conveyed by II™ (or II™) comprises the (vertical)
excitation energies,
AE, =E, — Ej (13.4)
appearing as pole locations, and the transition amplitudes in the numerators,

Xm,rs = <‘~Ilm|CZCX|\IJ()) (135)

The transition amplitudes enter the computation of transition moments according to

Ty = (lljm|b|\lj()> = me,rsdrs- (13.6)
where .
D= dyce (13.7)

is a pertinent transition operator.

Beyond the spectral information, the polarization propagator also provides an
approach to time- or frequency-dependent polarizabilities and other linear response
properties. A brief outline of linear response theory and the connection to the polar-
ization propagator is given in Appendix A.7.

In analogy to Eq.(3.24), the components of I (w) or IT™ (w) can be written as
matrix elements of a resolvent operator,

M), (W) =(Wolele,(w — H + Eq +in) "¢} ey |Wp) (13.8)
— (Wolcler [Wo) (Wolel ey [Wo) (w + i) ™!

where the second (subtraction) term cancels ground-state contributions (m = 0) com-
prised in the first term.

The time representation of the polarization propagator can be obtained by applying
the inverse Fourier transform,
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)
1 e
Hrs,r’.r’(tv t,) = g / e i I)Hrs,r’s’(w)dw
—00

to the spectral representation (13.1). Using Heisenberg operators as defined by
Eq. (3.2), the result can then be brought into a compact form, which for H;F”,X, (t,t)
reads

It (1) =0(r —t)e """ x

(=) ((Wolefrler[ele] 11 ley [ 11Wo) — (Wolcler | Wo) (Wolc)ey [ Wo) )

The latter expressions can be combined with those for I, ... (¢, ') to give the time
representation of the polarization propagator in a form similar to the definition (3.3)
of the one-particle Green’s function:

My g (01 = =W T (el 11er 1] 11 e [1'1) 1Wo) + i (Woled er [Wo) (Wole] e [ W0)

. (13.9)
Here, the 7 time-ordering operator (3.5) incorporates the respective step functions
6(t), possibly together with the convergence factors e ~*) as discussed in Sect. 3.1.
The subtraction terms in I'I:rsyr,s,(t, t)yand IT (¢, ') differ only in the respective
step functions and convergence factors. Disregarding the latter, the step functions
combine to unity, 6(r —t') + 0(t' —t) = 1. According to Egs. (3.26), (3.27), the
resulting substraction term on the right-hand side of Eq.(13.9) can be related to the
product

(Wolcle, [ Wo)(Volc) ey [Wo) = — Gyt 1) G (1, 1) (13.10)

of one-particle Green’s functions at equal times.
Relation to the Two-Particle Green’s Function

The polarization propagator derives from the two-particle Green’s function. The
many-body Green’s functions form a hierarchy in which the one-particle Green’s
function (3.3) is the lowest rank. The next higher member is the two-particle Green’s
function (2p-GF) defined according to (cf. Eq.3.41)

G pgun(tr, 123 1], 15) = (=) (WolT (¢, [111eq[021ci 151k 11]1) [Wo) (13.11)

Here, the notations are the ones introduced in Sect.3.1. The 2p-GF allows one to
introduce the entity

qu,uv(tls B; t{s té) = qu,uv(th B, t{s té) - Gpu(tlv l{)un(lz, té) (1312)

referred to as particle-hole (p-h) response function [1]. Depending on four time
arguments, the p-h response function obviously is a rather complex construct. A
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useful simplification is obtained by equating each two time arguments,
Hrs,r’x’ (ta t,) = iRm’,sr’ (ta t,; [Jr’ t/+) (13 13)

and this expression, involving Egs. (13.11), (13.12), constitutes the original definition
of the polarization propagator. As the reader should check, the definition (13.13)
does not depend on the time-ordering of the limits t{ — #{ =tand#, — t; =t'; the
particular ordering chosen on the right-hand side of Eq. (13.13) compares directly to
the form of Eq.(13.9).

It is important to note that, unlike with the electron propagator, there is no Dyson
equation approach to the polarization propagator. Of course, one might postulate a
Dyson-type equation according to

N(w) = T9W) + IO W) P W) (w) (13.14)

thereby defining the quantity P (w) as an analogue to the self-energy in the Dyson
equation part X (w). However, in contrast to X (w), there is no direct and diagram-
based approach to determine P (w), which means that Eq. (13.14) is all but useless.
Only in a rudimentary form, obtained by restricting P (w) to the constant first-order
approximation, Eq. (13.14) acquires a meaning: Here, it represents the defining equa-
tion of the random-phase approximation (RPA) to the polarization propagator, which
will be discussed in some detail in Chap. 15.

As an actual counterpart to the Dyson equation for the electron propagator one
may see the Bethe—Salpeter equation [2] for the p-h response function (13.12), which
in a shorthand notation can be written as

. h
Riziy = GiyGor —iG ;G KL R o (13.15)

Here, repeated indices imply summation over one-particle states and integration
over time arguments; the quantity K" is referred to as the irreducible p-h ver-
tex. Obviously, being an integral equation involving a fourfold time integration, the
Bethe—Salpeter equation is by far more complex than the Dyson equation.

13.2 Diagrammatic Perturbation Theory
for the Polarization Propagator

The diagrammatic perturbation theory formulated for the electron propagator in
Chaps.4-7 can be transferred with minor adjustments to the case of the polarization
propagator. We recall the key steps as follows.

The starting point is the time representation of the polarization propagator



13.2 Diagrammatic Perturbation Theory for the Polarization Propagator 199

Fig.13.1 Symbolic representation of disjoint diagrams arising in the subtraction term in Eq. (13.16)

My (08 = =i (ol (cTIler 16 11 lex 1) 1W0) = iGry (e, 1) G (1 1)
(13.16)
as given by Egs. (13.9), (13.10). We will focus on the first term on the right—hand side,
to be denoted hereafter as IT) . ; the subtraction term, —iG,(t, t NGy (', '),
allows us to discard any diagrammatic contributions to I (¢, t') which are of the
‘disjoint’ product structure, symbolically depicted in Fig. 13.1.
Repeating the development of Chap. 4 for [T, , , leads to a perturbation expansion
of the Gell-Mann and Low type,

rsrs

o0 o0
I, (1,1 _hrr(l) ( ' / dte 1ol . / dt,e !
n=0 " —00 —00

@o|T [ (1) ... Hy (tn)cj(t)cr(t)cl(t’)cs/(t’)] [ Do)
(@] U (00, —00)| Do)

(13.17)

which is the analogue of Eq. (4.58) for the electron propagator.

From here, we may leap forward to the linked-cluster theorem as presented in
Sect.5.3. The analysis given there can directly be transferred to the case of the
polarization propagator. In analogy to Eq. (5.43), the perturbation expansion (13.17)
assumes the much simpler form

00 [o.¢] [o.¢]

i (1) Z /d ../dtn

n=0 —00 —00

(/T [H, (). ) O Oel (ee )] 1@0)c - (13.18)

where (@] ... |Po)c means that only connected (linked) contributions are retained
in the respective ground-state expectation values. Let us recall that in the linked
contributions, the adiabatic limite — 0 can always safely be performed, which means
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Fig. 13.2 Zeroth-and @ [~~~ 7
first-order Feynman
diagrams for the polarization
propagator

that the switching functions e~/ on the right-hand side of Eq. (13.17) are no longer
needed.

The distinction of linked and unlinked contributions presupposes Wick’s theorem,
the second pillar in the formalism of diagrammatic perturbation theory. As discussed
in Sects. 6.1 and 6.2, the ground-state expectation values arising, for example, in the
PT expansion (13.18) of the polarization propagator can be evaluated in terms of
contractions of operator pairs. This paves the way to the introduction of diagrams, as
any possible contraction scheme can directly be assigned to a corresponding Feynman
diagram.

To see the particular features of the Feynman diagrams for the polarization propa-
gator, let us take a look at the zeroth-order term on the right-hand side of Eq. (13.18):

i, (1.1 =(do|T I:Cj(t)cr(t)cjf(t/)cs/(t/)] |®o)

rs,r's

=(=De, (1) e (1) co (@) el @) + e, (1) el (@) eo () el (1)

The ground-state expectation value gives rise to two contraction schemes, as specified
in the second equation. Note the phase (—1) in the first term, which results from the
need to reverse the order of the operators in the contraction ¢y (1) ci (¢)*. In the second
term, the contractions relate to operators at equal time arguments ¢ and ¢, respectively.
Obviously, this term is canceled by zeroth-order contribution GG to the subtraction
term in the definition (13.16) of the polarization propagator. Accordingly, the zeroth-
order polarization propagator can be written as
MY (1) = ic (1) el (t) ey () cl(t) = =iGL(t,1)GO (¢, 1) (13.19)
that is (up to a phase) the product of two free electron propagators corresponding to
the zeroth-order Feynman diagram in Fig. 13.2.
To further familiarize ourselves with the diagrammatics in the case of the polar-
ization propagator, let us consider also the first-order term in the expansion (13.18):

)
/ 1
. 1 .
lHr(s,)r’s/(tvt/):(_l)E Z Vuvwz/dtl
u,v,w,z s

(@l [} elte.ment)el e Me) @her@) | 1@o)e  (13.20)
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Here one has to deal with altogether 24 different contraction schemes (see Exer-
cise 13.1). Of these schemes, 12 represent disjoint and/or unlinked contributions
and can be discarded from the outset. Another 8 are of the form G°G (), which, as
discussed in Sect. 6.2, can be disregarded if the PT is based on a HF representation
and Mgller—Plesset partitioning of the hamiltonian. The remaining four contraction
schemes can be subsumed within the two first-order Feynman diagrams shown in
Fig. 13.2. The corresponding analytical expressions read

o0

M), (1) = f Aty (Vegrs = Vo) GO 1) G211, G (11, )G 1)

rs,r's

—00

(13.21)

where the free Green’s functions are assumed to be diagonal (cf. Eq.6.9).

The diagram rules (F1)—(F4) for the electron propagator stated in Sect.6.1 can
serve as a template for the case of the polarization propagator. Apart from some self-
explanatory adjustments, there are two specific amendments concerning the rules (F1)
and (F4). The first amendment, (F1°), reflects the subtraction term in the defining
Eq. (13.16); the second, (F4’), is an additional phase rule applying to a continuous
fermion line, which can be established analogously to the considerations before and
after Remark 5 in Sect. 6.1. The HF one-particle representation will be supposed in the
following. As discussed in Sect. 6.2, this considerably simplifies the diagrammatic
PT expansions. The findings of Sect. 6.2 can directly be transferred to the case of the
polarization propagator.

Now, the Feynman diagram rules for the polarization propagator can be formulated
as follows:

Feynman Diagram Rules for the Polarization Propagator

(F1) To generate the nth-order contribution to the polarization propagator, draw
all topologically distinct connected diagrams with n wiggly interaction lines
and 2n + 2 directed free fermion or G°-lines, which start and end, respec-
tively, at the external vertices (r/, s"; ") and (r, s; t) with a pair of upwards
and downwards directed free fermion lines (labeled (r/, s') and (r, s)).

(F1’) Skip all disjoint diagrams, i.e., diagrams of the structure shown in Fig. 13.1.
Such diagrams contribute to the subtraction term —i G (¢, )Gy (¢, t'T).

(F2) To evaluate a given diagram, assign one-particle indices and time arguments
to the interaction lines (inner vertices), thereby defining the one-particle
indices and time arguments of the free fermion lines. The arrows specify
order of the one-particle indices and time arguments in the G°-functions.
Replace the graphical symbols by the corresponding analytical expressions,
Vouvw and GB (#:, t;) (supposing diagonal G functions). In the case of a G°-
function with equal time arguments, the limit G(#;, ;") applies according to
Remark I in Sect.5.2.

(F3) Sum over indices and integrate over time arguments of the inner vertices.
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Fig. 13.3 Feynman diagrams (in Abrikosov form) for the polarization propagator through second
order

(F4) Multiply by a sign factor (—1)%, where L is the number of closed (fermion)
loops; multiply by a factor i"*! = (—i)(—i)" (+i)*"*2, where the three factors
relate to the definition of the polarization propagator, the n interaction lines,
and the 2n + 2 free fermion lines.

(F4’) An additional factor (—1) applies if one continuous fermion line runs from
the bottom (lower external vertex) to the top (upper external vertex) of the
diagram; note that then another fermion line runs from the top to the bottom.
(The opposite case is when one fermion lines run from top to top and another
one from bottom to bottom.)

As a first application, the reader may use these rules to confirm the first-order expres-
sion (13.21).

Abrikosov Diagrams

In Sect.6.3, we have discussed how the Abrikosov notation, replacing the wiggly
interaction lines of the original Feynman diagrams by interaction dots, leads to a
more compact diagrammatic presentation. Obviously, this procedure applies as well
to the case of the polarization propagator.

Figure 13.3 shows the Abrikosov diagrams for the polarization propagator through
second order of PT. In first order, for example, the two Feynman diagrams shown
in Fig. 13.2 have merged into a single Abrikosov diagram. The Abrikosov diagrams
are based on the original Feynman diagrams, and the rules for drawing and evaluat-
ing Abrikosov diagrams can be derived from those for the Feynman diagrams in a
straightforward way. Therefore, we may dispense with a separate presentation of the
Abrikosov rules for the polarization propagator. The reader may revisit the derivation
in Sect. 6.3 of the Abrikosov rules (A1)—(AS5) for the electron propagator.
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Fig. 13.4 First-order
time-ordered (Goldstone)
diagrams contributing to TT™

Time-Ordered or Goldstone Diagrams

The time-ordered or Goldstone diagrams considered in Chap.7 allow one to write
down in a direct diagrammatic way the final outcome of a Feynman diagram after
performing the » internal time- or w-integrations required at the nth-order level. The
Goldstone diagram rules (G1)—(G4) stated in Sect.7.2 apply as well to the case of
the polarization propagator aside from a minor adjustment of the sign rule (G4) as
follows:

(G4) Each hole line introduces the factor (—1). Thus, multiply by a sign factor
(—DE+M where L is the number of closed loops and M is the number of hole
lines. Each (inner) vertex contributes a factor (—i), each cut a factor (+i), so
that, together with the factor (—i) from the definition of the polarization prop-
agator, the overall phase factor simply becomes unity: (—i)(—i)"(4+i)"t' = 1.
According to the Feynman rule (F4’), an additional factor (—1) applies if one
(or two) continuous fermion line(s) run between the external vertices.

For anillustration, we consider the third time-ordering (c) of the first-order Abrikosov

diagram shown in Fig. 13.4. The analytic expression reads

-1 Vrs’[r’s]

W—€ + € €+ € —€ — €y

pUo =

iy ng nyity (13.22)

As in the case of the electron propagator (see Sect. 7.2), the time-ordered diagrams
for the polarization propagator can be divided into two classes, I and II, corresponding
to the time-orderings, # > ¢’ and t < t/, respectively, of the time arguments of the
external vertices. The diagrams of class I contribute exclusively to II™, those of class
IT exclusively to I1". This establishes distinct diagrammatic perturbation expansions
for the two parts, allowing one to establish direct ADC formulations for IT* or IT~.
In view of the redundancy of the two parts, here one may confine oneself to the case
of IT". The corresponding ADC and ISR approaches to the polarization propagator
are presented in the ensuing Chap. 14.

Exercises

13.1 Inspect all possible contraction schemes in the first-order term (13.20). Use a
diagrammatic representation and identify contraction schemes that are either
unlinked or disjoint (as in Fig. 13.1).
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13.2 Draw and evaluate the Feynman diagrams comprised in the second-order
Abrikosov diagram 2E in Fig. 13.3.

13.3 Evaluate the first-order Goldstone diagrams (a) and (b) in Fig. 13.4.

13.4 Adapt the matrix representation of diagrams presented in Sect.6.3 to the
Abrikosov diagrams for the polarization propagator. Use the matrix concept
to establish the five second-order diagrams in Fig. 13.3.
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Chapter 14 )
ADC and ISR Approaches to the oo
Polarization Propagator

The direct ADC procedure presented in Chap. 10 for the G* () parts of the electron
propagator can essentially be transferred to the polarization propagator, where it
suffices to deal with I (w) due to the redundancy of the two parts. This will be
demonstrated in the following. Moreover, in analogy to Chap. 11, the intermediate-
state representation (ISR), here based on the correlated excited N-electron states,
will be established and discussed.

14.1 General Framework

The spectral representation for the IT* (w) part of the polarization propagator, given
by the first term on the right-hand side of Eq.(13.1), can be written in matrix
notation as

Ot (w) =x"(w— ) 'x (14.1)

where 2 is the diagonal matrix of excitation energies, w,, = E,, — Ey, and x denotes
the matrix of transition amplitudes x,, ,s specified by Eq. (13.5). The ADC formula-
tion, by contrast, sets out from a non-diagonal representation

O (w) = fflo—M)"'f (14.2)

deriving from a set of intermediate states |¥,) to be further specified below. Here,
the secular matrix M is defined according to

My = (U |H — Eo|¥,) (14.3)

as the intermediate-state representation (ISR) of the (shifted) hamiltonian H— Ey.
The matrix f denotes a matrix of “effective” transition amplitudes
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frrs = (Wrlcfe;|Wo) (14.4)

For a given, exact or approximate, secular matrix M, the excitation energies w,, can
be computed by solving the (hermitian) eigenvalue problem

MX=X®, X'X=1 (14.5)

Here, £ and X denote the diagonal matrix of eigenvalues and the eigenvector matrix,
respectively. Using the expansion

W) = Xml¥)) (14.6)
J

the transition moments (Eq. 13.6) can be written as

Tm = me.rsdrx- (147)

with the transition amplitudes given by

Xm,rs = Z ijf.l,rs (148)
J

Now let us consider the construction of the intermediate states. As discussed in
Sect. 11.1, one starts from the correlated excited (CE) states

1W9) = C;|Wo) (14.9)

Here, the operators C ;s relate to neutral 1p-1h, 2p-2h, ... excitations:
{é]} = {clck; chchcz, a<bk<lI;... } (14.10)
Again, we may number the successive excitation classes, © = 1,2, 3, ..., and use

the notation [ J] to specify the excitation class to which the configuration J belongs;
that is, [J] = w if J belongs to the class of uh-up excitations.

Unlike the ECO construction of (N —1) states considered in Sect. 11.1, now the
exact ground state |\W() has to be taken into account in order to ensure that the
intermediate states are orthogonal to | W),

(Wo| W) =0 (14.11)
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To this end the rule (1), addressing the precursor states (cf. Eq.11.11) has to be
extended as follows:

(1) Assume that the intermediate states |Ug ) of the classes 1, ..., v — 1 have been
constructed. Then, orthogonalize the CE states [WY) of class v with respect to
the intermediate states of class 1, ..., v — 1 and to |W¥,) (which may be seen as
constituting a zeroth excitation class, v = 0) according to

(WH) = (W) — [Woh (W W9) — D [Wx) (W), [J1=v  (14.12)

[K]<v

Note that in the ground-state Gram-Schmidt term | W) is supposed to be normalized
to 1. The second rule can be literally transcribed from Sect. 11.1:

(2) The “precursor” states |\Il’j) of class v may then be orthonormalized symmetri-
cally, yielding
W)= WS, (14.13)
[I1=v

where S, is the overlap matrix of the precursor states of class v,
(S = (W[1W)), Ul=[J]=v (14.14)

As discussed in Sect. 11.1, the ECO construction establishes PT expansions of the
secular matrix elements,

M=MO 4+ MY M4+ . (14.15)
and the effective transition amplitudes,
F=fO+r0+52+. . (14.16)

The explicit PT expressions in these expansions can be obtained by using the PT
expansion of the ground state, |¥y), and ground-state energy, Ey, in the CE states,
|\Il?). This has been described in Sect. 11.2 for the (N —1)-electron states. Alter-
natively, one may resort to the ADC approach in which the PT expansion of the
right-hand side of Eq. (14.2) is compared with the diagrammatic PT expansion for
II" (w) through successively higher order.

A hierarchy of higher-order approximation (ADC (n)) schemes for N-electron
excitations can then be devised by letting the explicit IS or ADC configuration
space comprise ever higher excitation classes and truncating the PT expansions
of the matrix elements in a coordinated and consistent way. In the next section,
the construction of the first- and second-order ADC schemes for the polarization
propagator will be demonstrated.
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14.2 Explicit ADC Schemes for the Polarization Propagator

In the ADC formulation, the secular matrix is conveniently written as

M=K+C
=K+CVY4+Cc? ... (14.17)
where
K=M"9 (14.18)

denotes the zeroth-order part of M. According to
MO = (®,|Hy— EQ D)) = Ky (14.19)
K is the diagonal matrix of HF excitation energies,

Kak,ak = €q — €

Kapkt,abki = €4 + € — € — €

(14.20)
In zeroth order, the ADC term
NO* (@) = fOf (@ — K)~! f© (1421)
is to be compared with the diagrammatic expression (Eq. 13.19),
N9 (@) = b (@ — €0 + €)' (14.22)
from which one obtains
fa(z?,)rs = Sar ks (14.23)

Moreover, the comparison in zeroth order implies f ff» = 0 for u > 1; that is, the

zeroth-order matrix elements f’ ©

1.5 vanish unless 7 is a 1p-1h configuration.

First-Order ADC Scheme

Unlike in the (N — 1)-electron case discussed in Chap. 10, there is a non-trivial first-
order ADC(1) scheme here. The first-order ADC form reads

%) = £1" @ =KD P + 17 @ = K f)
+ w0 —-K)'CV - K f” (14.24)
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where the respective 1 p-1h matrix blocks are indicated by the subscript 1. The three
terms on the right-hand side are matched by the first-order Goldstone diagrams (b),
(c), and (a) shown in Fig. 13.4, which allows one to simply read off the quantities
Cﬁl]) and f El) from the diagrammatic expressions. In particular, the expressions for
diagram (a) and diagram (b) (see Eq. 13.22) yield

Claw = —Varian (14.25)

and v _
— _ VastridrMs (14.26)
€, + € — € — €,

Note that f;,i?rs vanishes unless the index pair rs is of A-p type.
Of course, these first-order results could have been obtained equally well using

the ISR formulation. Through first order, the 1p-1h intermediate states simply read
War) = [Pai) + cjex| W) + 02) (14.27)
Consequently, the secular matrix

Mak,a/k’ = <®ak|ﬁ - E0|\iju’k/) = Kak,a/k’ + <q>ak|I:II - E(()1)|q>a/k’> + 0(2)
(14.28)
can easily be expanded through first order, reproducing the ADC result of Eq. (14.25).
In a similar way, the expansion of the IS transition amplitudes

fak,rs = (‘ilak|cj:cs|\p0>
= (Duilcles| Do) + (Purlcies W) + 0(2) (14.29)

recovers Eqgs. (14.23) and (14.26).
The ADC(1) scheme, constituted by the secular matrix

Mo = (€a — €)8aa Stk — Variak) (14.30)

and the effective transition amplitudes given by Eqgs. (14.23) and (14.26), can be com-
pared to the CIS (single excitation configuration interaction) method (see Sect. 12.3),
also referred to as Tamm—Dancoff approximation (TDA). Eq. (14.28) shows that the
CIS secular matrix is identical with the ADC(1) matrix (up to the shift by —E((1)
in the diagonal). The quality of the ADC(1) or CIS computational schemes is rather
modest, as the excitation energies of the 1 p-1# states are treated consistently through
first order only. With regard to the transition moments, the CIS description based on
the expression

T, = Z X mda (14.31)

a'k’
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affords only zeroth-order consistency. The full first-order contribution (to a final state
deriving from the HF excitation |®,;)) given by

Tu(ll) = Z Xy,zfakda,k/ + Z ﬂf,:?k,a,dk,a, (14.32)

a'k’' a'k'

comprises a second term deriving from the first-order contribution to the ground
state, |\IJ(()1)). By construction, the ADC(1) result for the transition moment is correct
through first order. A more detailed PT analysis of the physics encountered in single
electron excitations is given in Sect. 15.1.

Second- and Third-Order ADC Approximations

At second order, the ADC procedure for the polarization propagator is more involved
than in the case of the electron propagator treated in Sect. 10.2. Now we have to deal
with five second-order diagrams (rather than one for G(Z)), and, moreover, there
are more terms in the ADC form as a consequence of non-vanishing first-order
contributions to C1; and f,. Nevertheless, the procedure is rather straightforward,
and we may confine ourselves to a brief outline.

In the second-order ADC form, there are eight distinct (non-vanishing) contribu-
tions, (A)—(H), listed in Table 14.1. Note that in a formal sense there are more terms,
for example, f gmw; ! gl), that is, terms of the type (F) for 3p-3h and higher con-
figurations. However, as there are no diagrammatic counterparts, those terms simply
vanish, which means f Ll) =0 for u > 3.

The terms of Table 14.1 have to be compared to the second-order diagrams of
Fig. 13.3. As indicated by the terms (F), (G), and (H), now the 2p-2h excitations
(u = 2) come explicitly into play, requiring to determine C 312) and f 51). The other
ADC quantities to be derived from the second-order diagrams are C 521) and f gz)_
Each of the five second-order diagrams 24, ..., 2FE gives rise to 12 Goldstone dia-
grams contributing to IT* (@), so that altogether a manifold of 60 diagrams has to be
inspected. As an example, we consider diagram 2C, which, by the way, belongs to
the series of RPA diagrams (see Sect. 15.1). Its 12 Goldstone diagrams are shown
in Fig. 14.1. Most of these diagrams can directly be identified with corresponding

expansion for IT™ (w) at f%l)Twl_l f%l) B)
second-order fﬁl”wr‘Cﬂ)wf‘fﬁ(’) the ©)
f(lO)Twl—lC(lll)wl—lc(lll)wlflf(lo) (D)
SO 1cD 1 f O (E)
13 0r Y (F)
o 1o £ +he. G)
f(lo)-‘-wl_lcilz)w;]Céll)wl_lf(lo) (H)
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Fig. 14.1 Time-ordered (or Goldstone) diagrams of second-order diagram 2C contributing to
" (w)

ADC terms in Table 14.1. Obviously, diagram (1) corresponds to term (D), and is
redundant for the ADC analysis as its constituents have already been determined
at the ADC(1) level. Such repetitive diagrams can simply be skipped. This is the
case for diagram (2) and its hermitian conjugate (3) matching term (C), as well as
for diagram (4) to be associated with term (B). The diagrams (5) and (11) and their
hermitian conjugated counterparts (6) and (12) are of the form (A), allowing for the
specification of contributions to f gz)'

The remaining four diagrams (7)—(10) do not fit individually to the ADC terms
and, moreover, introduce denominators of 3 p-3/ type. However, as explicitly demon-
strated in Sect. 10.2 after Eq.(10.29), some simple algebra can be used to transform
the sum of these four structurally similar diagrams into the forms (E) and (A) and
derive contributions to C 521) and f gz), respectively:

(@)
Cak,a’k’

M+ @)+ O+ A0 o — f(lf) N

(14.33)

In a similar way, one may treat the time-orderings (7)—(10) of the diagrams 2A and
2B.
The secular matrix of the ADC(2) scheme is given as follows:

1 p-1h block:
Kak,a’k/ = (€4 — €)8aa Oik (14.34)
CQ v = = Vavian (14.35)

2) (A) (B) (©)
Cak,a’k/ =C 'k’ + Cuk,u’k’ + Cak,a/k’ (1436)

ak,a
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where
C;?,)a’k’ = %5kk’ Z VqcijVija'c (Ei +e€; —€ — %(Ea + ear)) (14.37)
Cij
Clwr = 38aa D VeaiViiea (3 (e + €) + 6 — e — €4) (14.38)
c.d.i
C;i)ak = Z iacVacik (5 (€ + € — €4 — €a) + € — €) (14.39)

using again the abbreviations v,,, as defined in Eq.(10.31).
1p-1h/2p -2k coupling block:
C;]I{),a'b/k']f = Saa Virrikw) — Sab Vierika'y — ik Varriav) + 0k Vak'1aw) (14.40)

2 p-2h block:
Kapia,avir = (€q + €5 — € — €1)8aa Opp S Sy (14.41)

The relative signs have been chosen such that the first-order contributions C ;11) are
consistent with (® ,|I-}, — Ey(1)|®,). The ADC(2) expressions for the transition
amplitudes f gofz) and f gl) are listed in Appendix A.9.

Figure 14.2 illustrates the ADC(2) secular matrix and the matrix of effective
transition amplitudes. Referring to the remarks in Sect. 10.3, the computational cost
at the ADC(2) level scales as m>. The energies of single (1p-1h) excitations are
treated consistently through second order, which translates into typical errors in the
range of 0.5 eV. Double excitations are described only poorly, through zeroth order,
that is. A consistent first-order treatment of the double excitations is achieved in the
ADC(2)-x extension. Here, the zeroth-order 2p-2h diagonal secular matrix block,
K »,, is extended by the first-order contribution, C (212), which can either be anticipated
from the ADC(3) scheme or directly identified as the CI term

[€)) A )
Covit.avir = (Pavki|Hi — Eq | Parpricor)

Fig. 14.2 Structure of the 1p-1h 2p-2h
ADC(2) matrices M and f

0,1,2 1 0,1,2
p-1h| MG M) For

2p-2h| M) My s
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Fig. 14.3 Third-order Feynman diagrams (in Abrikosov form) for the polarization propagator

using the ISR construction. While distinctly improving the description of the double
excitations and, thereby of single excitations with large admixtures of double exci-
tations, the ADC(2)-x scheme does not afford a systematic improvement of single
excitations in general. To this end, one has to resort to a consistent advancement such
as offered by the next higher ADC(3) scheme.

While the derivation of the ADC(2) expressions could be done by anyone familiar
with Feynman diagrams on a “rainy sunday afternoon”, the corresponding task at the
third-order level is nothing less than a small research project [1]. We may confine
ourselves here to a few remarks and refer the reader to the original article. As depicted
in Fig. 14.3, there are 23 third-order Feynman/Abrikosov diagrams, each contribut-
ing 60 Goldstone diagrams to IT* (w), so that altogether one encounters a diagram
manifold of 1380 Goldstone diagrams. While only a fraction of the diagrams really
has to be considered in the ADC procedure, the number of key diagrams needed to
determine the additional ADC(3) terms is still considerable.

The explicit ADC(3) configuration space is as in the ADC(2) case spanned by
the 1p -1h excitations (class 4 = 1) and the 2p -2h excitations (class u = 2), and
the PT expansions for the different blocks are as follows:

Ch=Cc+cy+cy
Ch=C)+c?
Cpn=CY (14.42)

The additional contributions to be determined at the third-order level are C ﬁ), C %),
and C (212) The corresponding expansions of the transition amplitudes read
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o=+ 0 1P Y
fa=1"+ 2, (14.43)

and the additional ADC(3) contributions are f (13) and f ;2). One may note that the
explicit third-order expressions are already somewhat lengthy. The C (131) matrix ele-
ments, for example, consist of 29 individual terms.

The scaling of the ADC(3) computational cost is m, that is, only one order
higher than in the ADC(2) scheme, where of course the applicable prefactors will
differ substantially. The ADC(3) results are consistently more accurate than those
of the ADC(2) level, the typical error being in the order of +0.2 eV. For exemplary
applications of the ADC(3) scheme, the reader is referred to Ref. [2] and a benchmark
study by Harbach, Wormit, and Dreuw [3].

14.3 Properties of the ISR-ADC Schemes

In Chap. 12, we have addressed the particular features of the ISR-ADC schemes, that
is, the canonical order relations for the secular matrix elements and the separability
of the secular matrix with regard to local and non-local excitations as encountered in
the separate fragments model. While the discussion in Chap. 12 was focussed on the
case of N—1 electrons, the essential findings are entirely general and can directly
be transferred to the N-electron excitations considered here.

Canonical Order Relations and Separability
The N-electron ISR-ADC matrix elements (14.3) fulfill the canonical order relations,
M, ~O(UTI=1J1D (14.44)

being completely analogous to Eq. (12.1) for the (N — 1)-electron case. Figure 14.4,
depicting the order structure of the N-electron ISR-ADC matrix, is essentially a
replicate of Fig. 12.1, differing only in the notations (though not the numbering) of
the excitation classes.

As discussed in Sect. 12.1, the canonical order relations allow one to specify
truncation errors, i.e., the errors arising from truncating the explicit ISR-ADC con-
figuration spaces (see Eqgs. 12.11, 12.12). For example, the error in the single (1 p-1h)
excitation energies for a truncation after class p is of the order

Ore(n) =2p (14.45)

In the ADC(2) and ADC(3) schemes, the configuration space comprises the excita-
tion classes ;& = 1, 2 so that the truncation error here is of fourth order.



14.3  Properties of the ISR-ADC Schemes 215

Fig. 14.4 Order structure 1p-1h  2p-2h 3p-3h 4p-4h  5p-5h

of the ISR-ADC secular

matrix M 1p-1h| 0 1 2 3 4
2p-2h| 1 0 1 2 3
3p-3h 2 1 0 1 2
4dp-4h 3 2 1 0 1
5p-5h 4 3 2 1 0

For the ISR-ADC transition amplitudes, the order relations are as given by
Eq. (12.14). Together with Eq. (12.15) for the order relations in the eigenvector matrix
X, one recovers the TEO formula (12.16) for the truncation errors in the transition
amplitudes (14.8) and the transition moments (13.6).

The discussion in Sect. 12.2 of the separability property of the ISR-ADC secu-
lar matrix applies mutatis mutandis to the secular matrix (14.3) for the N-electron
excitations and needs not be repeated here. In particular, Egs. (12.35), (12.36), and
(12.38) can be transferred directly to the N-electron case. The corresponding block
structure of M is as shown in Fig. 12.3.

ISR of General Operators

Let us recall that the intermediate states |¥;) established by the ECO procedure
according to Eqs. (14.12)—(14.14) represent (together with the ground state |Wy)) a
well-defined basis for N-electron states . Accordingly, they can be used to represent,
besides the hamiltonian, any other operator of physical interest. Let D denote an
operator, then the matrix D of elements

D;; = (V;|D|¥,) (14.46)

is the IS representation of D.In Sect. 11.3, the ISR of arbitrary operators in the case
of (N — 1)-electron states has been discussed. The essential features are quite general
and apply to the N-electron case as well. The explicit construction of the consistent
second-order (ISR(2)) approximation scheme for the ISR of a one-particle operator,
while basically analogous to the discussion in Sect. 11.3, is more demanding in the
N-electron case, and we refer the reader to Ref.[4] for details and the resulting
expressions. Here, it may suffice to briefly inspect the structure of D in the ISR(2)
approximation:
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= @ @
Dy, =D 11 +D11 +D11

=~ (0) (Y]
Dy, = D12 + D12

Dy =D (14.47)

As in the ADC(2) and ADC(3) secular equations, the configuration space comprises
the 1p-1h and 2p-2h excitations (classes 1 and 2), and the PT expansions in the
various sub-blocks essentially match those of the ADC(2) secular matrix.

The ISR of an operator D can be used to compute the associated property of an
excited state |\W,,) as the expectation value

A

D, = (¥,|D|V¥,) = X! DX,, (14.48)

Here, X,, is the ADC eigenvector (see Eq. 14.5) pertaining to |\V,,). In a similar way,
transition moments involving two states are obtained according to

Dy = (W, |D|W,) = X! DX, (14.49)

In such applications, usually one will ensure that the approximation schemes for
the two ingredients are consistent, e.g., in combining the ISR(2) operator matrix
with ADC(2) eigenvectors. Of course, one may as well combine the more accurate
ADC(3) eigenvectors with the second-order ISR operator expressions..

Another benefit afforded by the ISR of general operators, already addressed in
Sect. 11.3, is the option to augment the original Hamiltonian H with an additional
operator U , for example, associated with an external field:

H—>H =H+U (14.50)

In the N-electron case considered here, the intermediate states can couple to the

ground state via U. Accordingly, the IS configurations must be enlarged by |W),

and the representation of H* — E( has an additional row (and column), the elements
being

My, = Uy, Mj,=F;(U), I #0 (14.51)

Here, Uy = (Y| U | W) is the ground-state e)ipectation value of U, and F, 1 (U) denote
the IS transition moments for the operator U,

Fi(U) = (U1|U1W0) = Y firsitr (14.52)

supposing here a one-particle operator of the form U= > u,scfcs. The matrix ele-
ments in the main block are given by

My, =M+ Uy, 1,J#0 (14.53)

where U ;17 are the ISR matrix elements of U.
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The order structure of D (in case of a one-particle operator) is as shown in Fig. 12.2
(with the respective N-electron excitation classes replacing the original ones).
Figure 12.4 shows the (non-separable) block structure of D generated in the par-
titioning scheme of the separate fragment model. The conclusions with regard to the
size-consistency of excited-state properties (14.48) and transition moments (14.49)
can be inferred from the corresponding discussion in Sect. 12.2.

The Dipole Sum Rule and the Equivalence of Length and Velocity Forms of the
Transition Moments

In the following, we dispense from supposing atomic units and display the equations
in their more familiar explicit form.
The first spectral moment of the dipole operator, more specifically its z-component,

N
Z=Y :0=%"z.clc (14.54)
i=1 r,s

is given by

2
‘ (14.55)

S1(Z) = Y (Ey = Eo) | (9,1 2190)
As is easily seen, S;(Z) can be expressed as the ground-state expectation value
SI(Z) = 5(WollZ, [H, Z11|¥y). (14.56)
of a double commutator, which can directly be evaluated to give a constant,
[Z,[H, 211 = [Z,—i P h/m. = N B*/m, (14.57)
Here, ﬁz is the z-component of the momentum operator, coming into play as the
result of the commutator o A
[H,Z]=—iP,h/m, (14.58)
Accordingly, the final result for S;(Z) reads
S1(Z) = AN 1?/m, (14.59)
which is the well-known Thomas—Reiche—Kuhn (TRK) or dipole sum rule.
In the ADC formulation, the moment S;(Z) can be written in the following
compact form:

$1(Z)=F(Z)'MF(Z) (14.60)

Here, F (Z) denotes the vector of effective transition moments for the dipole operator
Z’
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FJ(Z) = Z f],rser (1461)

The equivalence of the ADC form (14.60) and Eq.(14.55) can be seen by writing
the secular equation (14.5) as
M=XxXeXx"’ (14.62)

and using Eq. (14.7) with the transition operator Z. Let us note that the ADC form
can readily be extended to other spectral moments, S;(D),k =0,1,2,...:

Sy(D) = F(D)'M*F (D) (14.63)

Here D refers to a given one-particle operator D.

The dipole sum rule (14.59) may serve as a test of the accuracy of the compu-
tational scheme. Deviations from the exact value can reflect shortcomings of the
method as well as an incompleteness of the molecular basis set used to compute the
excitation spectrum. Interestingly, in the random-phase approximation (RPA), to be
considered in Chap. 15, the dipole sum rule is fulfilled exactly (apart from the basis
set error) although the RPA excitation energies and transition moments (of singly
excited states) are consistent only through first order. We will come back to this point
in Sect. 15.1.

Another significant quality test is the equivalence of the dipole length (L) and
dipole velocity (V) forms of the transition moments for exact states. This refers to
the well-known identity

(WnllH, Z11Wo) = (Em — E)) (W0 |Z|Wo) = —i (V| P.|Wo) i/m,  (14.64)

The second term is referred to as the L-form of the transition moment; the third
term, obtained by evaluating the commutator according to Eq. (14.58), represents
the V-form. In the ADC formulation, the L-form can be written as

(Ew — Eo)(Wn|Z|Wy) = X}, M F (Z) (14.65)
while the V-form of the transition moment is given by
(W, | P.|Wo) = X} F(P.) (14.66)

Here, F (P,) is the vector of effective transition moments for f’z. By abstracting the
eigenvector X In on the right-hand side of the latter two equations, one yields the
general identity

MF(Z)=—iF(P,) h/m, (14.67)

which is no longer restricted to a particular transition.
As in the case of the dipole sum rule, deviations from this global form of length-
velocity equivalence encountered in actual computations are an indication of the
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accuracy afforded at the respective level of approximation and the quality of the one-
particle basis set used. Interestingly, for a consistent nth-order treatment, obtained,
for example, at the ADC (n) level, the deviation error is of order n, rather than n + 1
as one might expect. For an explanation, we have to take a closer look at how the PT

expansions conform to the exact spectral identities.
The difference A,, between the length and velocity transition moments written in

the form o )
Ap = (WnllH, Z1|Wo) + i (W, | P;|Wo) h/m, =0 (14.68)

has a non-trivial PT expansion
Ap=AD + AP + AD 4. (14.69)
with non-vanishing terms A" = 0, in spite of the fact that A, vanishes. There is a

compensation of successive terms such that a finite expansion, say through order #,
has a non-vanishing residue of order n,

> AW = 0m) (14.70)
v=0

which is compensated by a corresponding contribution of A"*1 The reason for this
behavior is that the commutator rglation 514.58) holds for the total hamiltonian H
but not individually for the parts Hy and H; of the Mgller—Plesset (MP) partitioning

H=T+V==H,+ H (14.71)

underlying the PT expansions. Let us consider the HF operator
N
Hy = Z f® (14.72)
i=1

where the one-particle Fock operators are of the form (see Eq.4.5)

A

f=Fi-w (14.73)

While the commutator with 7 (comprising the operator of kinetic energy and the
electron-nuclei interaction) yields

[7.2] = —ip. h/m, (14.74)
the second part

W= — Z(f, — K)n, (14.75)

r
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does not commute with Z because of the presence of the non-local exchange operators
K,:
[W,2]=¢g #0 (14.76)

where ¢ can readily be evaluated (see Exercise 14.3). Accordingly, the commutator
for the corresponding N-particle operator W = >, 0© becomes

(W,Z]1=0 (14.77)

where 0 =Y, ¢, Noting that Hy =T — W and H; = V 4+ W, the individual
commutators become

[Ho. Z]=—iP.h/m.— Q
[H;, 7] =0 (14.78)

Now we apply the MP partitioning to Eq. (14.68) which then reads
Ay = (Wl [Ho, Z) + i P, hfme|Wo) + (V| [ Hy, Z11Wo) (14.79)

Using the commutator relations (14.78), the first term becomes — (W, | Q|\IJO), and
the same expression applies to the second term, albeit with the opposite sign so that
the two terms cancel each other. In the PT expansion of A,,, however, this cancelation
involves successive PT orders. For any nth-order contribution to the first term, there
is an analogous (n + 1)st contribution (of opposite sign) to the second term.

A similar analysis applies to the dipole sum rule (14.59). The MP partitioning of
H splits the double commutator in Eq. (14.56) into two parts,

[Z,1Z, H) =iN B /m, + O’ (14.80)
(2,12, ]l =- 0 (14.81)

where Q/ = [Q, Z]. As a consequence, there is a non-trivial PT expansion of the
first spectral moment,

$1(2) =S 2) + SV +SP(2) + - = INBm, (14.82)

As in Eq. (14.70), summing these terms through order n,

> 81"(2)=0@) (forn>1) (14.83)

v=0



14.3  Properties of the ISR-ADC Schemes 221

results in a non-vanishing contribution of the order n, which is canceled by a part
of the next higher term, S E”H)(Z ) . As should be noted, the expansion through first
order yields the exact result

$\”(2) + 8{"(2) = AN 12 /m, (14.84)
This is a consequence of the fact that the matrix elements
(@] Q'Wg") = (¥"1Q'|®o) = 0 (14.85)

vanish since Q/ is a one-particle operator and |\Ifél)) a sum of 2p-2h excitations.
Exercises

14.1 Evaluate the time-orderings (7)—(10) of the second-order diagram 2C shown in
Fig. 14.1. Perform the ADC analysis and derive the corresponding contributions
to Cc(t?c),a/k’ and fu(li)a’k"

14.2 Consider the IS transition moments (¥, |]\7 W) (see Eq. 14.52) for the particle
number operator N. Verify the resulting conditions on the diagonal amplitudes
f1.r- in the ADC(2) expressions listed in Appendix A.9.

14.3 In spin-free (spatial) form, the operator w (Eq.14.75) is given by w =
— Z(2fi - K ;)n;, where f, and 12,» denote the Coulomb and exchange oper-
ators for the (occupied) spatial orbital i. Apply the commutator ¢ = [w, Z]
to a given spatial orbital, ¢ (x). Evaluate the (spatial) matrix element g, =
<¢u |qA|¢)k) in the form qak = Zi,r(Vaiirdrk - dar Vriik)& where drs = (¢r |§|¢3>’
by using the resolution of the identity for the basis of spatial orbitals ¢, (x).
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Chapter 15 ®)
Random-Phase Approximation (RPA) e

In this chapter, we will take a look at the famous random-phase approximation (RPA)
to the polarization propagator. The computational benefit afforded by the RPA is
rather modest, at least for atoms and molecules, as the resulting excitation energies
and transition moments are only consistent through first order of perturbation theory.
From a theoretical point of view, though, the RPA represents a highly interesting
concept, to be seen as an integral part of general knowledge in many-body physics.
Let us note some essential features:

— The RPA was originally devised in solid-state physics [1, 2] as a means to study
collective excitations (plasmons) of the interacting electron gas.

— The RPA can be obtained by summing a distinct class of diagrams (RPA diagrams)
through infinite order (see for example Thouless [3]), representing the paradigm
of an infinite partial summation of diagrams in propagator perturbation theory.

— There are other independent derivations of the RPA, such as via the time-dependent
Hartree—Fock (TDHF) approach (going back to Dirac [4]), or the equation-of-
motion (EOM) method (see Sect. 16.3).

— The RPA introduces interesting mathematics, featuring a specific pseudo-
eigenvalue secular problem.

— The RPA solutions fulfill the dipole sum rule and the equivalence of the length
and velocity forms of the transition moments.

As a point of interest in the present context, the ADC procedure can be specifically
applied to the series of RPA diagrams. The corresponding reformulation of the RPA
and the derivation of ADC(n) schemes, approximating the full RPA solution, are
discussed in Sect. 15.2.

© Springer Nature Switzerland AG 2018 223
J. Schirmer, Many-Body Methods for Atoms, Molecules and Clusters, Lecture
Notes in Chemistry 94, https://doi.org/10.1007/978-3-319-93602-4_15


http://crossmark.crossref.org/dialog/?doi=10.1007/978-3-319-93602-4_15&domain=pdf

224 15 Random-Phase Approximation (RPA)

15.1 Derivation and Properties of the RPA Equations

The random-phase approximation (RPA) for the polarization propagator is estab-
lished by a specific subset of diagrams shown in Fig. 15.1, referred to as RPA dia-
grams. The RPA diagrams are complete through first order, whereas in second and
higher order they represent only a small fraction of the full set of diagrams. As
seen in Fig. 13.3, the RPA diagram is one of altogether five second-order diagrams.
The RPA diagrams can be summed completely through infinite order owing to their
simple recursive construction principle, which is depicted in Fig.15.2. In energy
representation, this recursion relation takes on the simple algebraic form (see Exer-
cise 15.1)

nfP4w) = IO w) + TOwW)R R4 (w) (15.1)

Here, T© (w) is the free (or zeroth-order) polarization propagator (13.19), reading
in energy representation

ﬂ%w=mm( v ”M.> (15.2)
S W—€te€+InN  wW—€+€—IN

by

HRPA = +

by

Fig. 15.1 Series of RPA diagrams through third order

by

HRPA — —+

HRPA

by o I

Fig. 15.2 Recursive construction of the RPA diagram series
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and R is a constant matrix of Coulomb integrals,
Rrs,r’s’ = T Vrs'[r's] (153)

The configuration space of R (as of II” and IT#*4) is spanned by the 1p-1h con-
figurations (n,ny; = 1) and 1h-1p configurations (n,n; = 1). Using Egs. (15.2) and
(15.3), the formal solution of Eq.(15.1) can be written as

o4 w) = (wS — M)™! (15.4)
where M, referred to as the RPA secular matrix, is given by
Mg gt = Opr 55 (€, — €5) (Mpns — Nylg) — Vigprrs) (15.5)
and S is a diagonal matrix of elements
Spsrrst = OppOggr (MpNg — NpT) (15.6)

Before addressing its physical content, we shall take a look at the mathematical
aspects of the RPA.

The partitioning of the RPA configurations into 1p-1/4 and 1h-1p configurations
leads to the following block structure of M and S:

A B 10
M:(B*A*>, S=<0_1> (15.7)

Here, the 1 p-1h sub-block A is a (quadratic) matrix of elements
Ars,r’x/ = 6rr’6xx/ (Er - Es) - er/[r/s]a ﬁrnx = ’/_lr/nx’ =1 (158)

while the sub-block B, coupling the 1 p-14 and 1k-1p configurations, comprises the
matrix elements
Brs,r’s’ = _Vrs’[r/s]v ﬁrns = nr’ﬁs’ =1 (159)

A* and B* denote the complex conjugates of A and B, respectively. Obviously,
the sub-block A is hermitian, and thus, A* is hermitian as well; the B matrix is
symmetric, that is, Bux j, = Bpj ra- According to these properties of the sub-blocks,
the entire matrix M is itself a hermitian matrix — which of course could have been
deduced directly from Eq. (15.5).

As will be shown below, the inversion of the w-dependent matrix (wS — M) in
Eq.(15.4) is equivalent to solving a modified eigenvalue problem for the matrix M,
which is referred to as RPA pseudo-eigenvalue problem. Here, the characteristic
eigenvalue equation reads
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M <xm> = w, < L ) (15.10)
ym _ym

where w,, denotes the eigenvalue, and the eigenvector consists of 1 p-14 components,
X, and 1h-1p components, y,,:

The difference to the usual eigenvalue problem is, of course, the minus sign in
front of the 14-1p components on the right-hand side of the eigenvalue equation.
Using a compact matrix notation, the individual equations, m = 1,2, ..., can be
aggregated as

MX = SXQ (15.11)

where € and X denote the diagonal matrix of eigenvalues and the eigenvector matrix,
respectively.

The structure of the RPA matrices M and S according to Eq.(15.7) has some
specific implications. There are two related sets of solutions referred to as excitation
solutions, m € {+}, and de-excitation solutions, m € {—}. The excitation solutions
relate to the upper left block, A, which is identical with the TDA (or ADC(1))
secular matrix, presented in Eq.(14.30) of Sect. 14.2. Supposing for a moment that
the coupling block can be disregarded, B = 0, the excitation solutions simply become
the TDA solutions. Likewise, the de-excitation solutions are related to the lower right
block, A*, of the RPA secular matrix. However, they merely repeat the excitation
solutions in a somewhat different shape. Let

Wy, X4 = (’;) (15.12)

be the eigenvalue and eigenvector of an excitation solution. It is easily shown that
there is a corresponding de-excitation solution with the eigenvector

X_ = (i) (15.13)

and an eigenvalue w_, being (if real) the negative of w.:
wo = —w} (15.14)
What about normalization of the pseudo-eigenvectors? As the reader should check,

two eigenvectors belonging to different eigenvalues obey the following pseudo-
orthogonality relation

XiSX, =i, y) <_xy ) =x Xy —yly, =0 form#m  (15.15)
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Compatible with the orthogonalization, the pseudo-eigenvectors can be normalized
according to

1, f
XXy = Jxn— |y, P = | 1 form e 4 (15.16)
—1, form € {—}

Here, one has to distinguish the excitation and de-excitation solutions as in the first
case (usually) the norm of the 1p-1A components is larger than that of the 1h-1p
components, whereas the opposite applies to the de-excitation solutions. The full
pseudo-orthonormalization conditions can be comprised in the following compact
matrix expression

X'sx=s5 (15.17)

As a simple consequence, SX'SX = 1, and the inverse of X is given by
X '=8x's (15.18)

Now we may come back to the original form (15.4) of the RPA propagator. The
solution of the RPA pseudo-eigenvalue problem established by Egs. (15.11, 15.17)
allows us to write the RPA secular matrix as

M=SXQX '=SXQSX'S (15.19)

where Eq. (15.18) has been used to arrive at the final expression. Inserting this expres-
sion for M in Eq. (15.4) leads to the form

nfP4w)y = XS (w1 — @)~ ' x7 (15.20)

in which the RPA propagator IT®P4(w) is expressed entirely in terms of the RPA
(pseudo-) eigenvalues and eigenvectors. In that sense, the inversion of the w-
dependent matrix in Eq.(15.4) is equivalent to solving the RPA pseudo-eigenvalue
problem.

The RPA pseudo-eigenvalue problem (15.11) can be reformulated as an ordinary
eigenvalue problem of the non-hermitian matrix M’ = SM. Being eigenvalues of
a non-hermitian matrix, the RPA energies w,, are not necessarily real numbers. A
complex eigenvalue has of course no physical meaning and would indicate a failure
of the RPA in the treatment of the concerned excitation.

The possibility of complex eigenvalues as well as other features of the RPA
mathematics can nicely be demonstrated by means of a simple model. We shall
consider the 2 x 2 RPA-type matrix

ab
M= <b a) (15.21)
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where a and b are real numbers. The RPA pseudo-eigenvalue problem

M(x>=w< o ) (15.22)
y —y

wy = £Va?2 — b2 = £laly/(1 — b?/a?) (15.23)

has the two eigenvalues

The corresponding RPA eigenvectors can easily be determined too (see Exer-
cise 15.2). Obviously, complex eigenvalues emerge if |b| > |a|, that is, if the mag-
nitude of the coupling matrix element surpasses that of the diagonal element. Sup-
posing |b|/|a| < 1 the eigenvalues are real, and the square root can be expanded in
a perturbation series, which, for w; and a > 0, assumes the form

b2
wy=a——+... (15.24)
2a
Note that the denominator is given by the sum (rather than the difference) of the
diagonal elements.
The partitioning of the RPA eigenvector matrix in an excitation and de-excitation
part,
X=X"Xx) (15.25)

and the corresponding partitioning of the eigenvalue matrix,

+
Q= <S:) S;)) (15.26)

allows us to write the RPA propagator (15.20) in the form
IR w) = Xt (wl—-27) " (XD - X (w1-27) ' (xH" (1527
This constitutes, in matrix notation, the spectral representation of RPA(w), that is,

the RPA approximation to the spectral representation (13.1) of the exact polarization
propagator. More explicitly, the first (excitation) part of Eq.(15.27) reads

Xosm X5,
NnEPA W) = T rsm 15.28
o @) =) = (15.28)

me(+}

In this form, the physical content of the RPA propagator becomes manifest. Evidently,
the RPA (pseudo-) eigenvalues can be identified with the excitation energies,

AERPA — ) m e {+) (15.29)

m
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The transition moments derive from the RPA eigenvector components in an analo-
gous manner to Eq.(13.6),

T,,fPA = Z X:(S’mdrs(ﬁrns + nrﬁs)s m e {+} (1530)

r,s

where d,, are the one-particle matrix elements of a transition operator D. This expres-
sion may be written more compactly as

TRPA = XTd (15.31)

d,, d,,
d= P = P 15.32
(dh1’> (dph> ( )

denotes the (column) vector of p-h and h-p matrix elements d,.

where

Perturbation Theoretical Analysis of the RPA

As already mentioned, the RPA energies and transition moments are consistent with
those obtained at the TDA (or CIS and ADC(1)) level, since the 1p-1h sub-block
A of the RPA secular matrix is identical with the TDA secular matrix. However,
the RPA treatment goes beyond the TDA, the differences beginning at second order,
as a result of the off-diagonal blocks B and B*, which couple the (physical) 1p-1h
excitations and the (unphysical) 14-1 p de-excitations. How can this curious coupling
be understood and what is the quality of the results thereby obtained? As a way to
better understand the situation, we shall analyze, like in Sect. 8.3, the RPA results
using perturbation theory, which, moreover, will allow us to discuss the relevant
physics of the excitation process.

Let us consider a single excitation a <— k from the occupied orbital k to the
virtual (unoccupied) orbital a, represented by the zeroth-order (HF) state |®,;) =
clck|<b0). The formal PT expansion of the excitation energy, AE,, = E. . — Eo,
through second order can be written as

AE = €a—¢€x — Vaklak]

+US (1p-1h) + UG 2p-2h) + U (3p-3h) — E + 0(3)
(15.33)

Here, the three second-order terms, U a(i)(u p-vh),v =1,2,3, are due to the (first-
order) coupling of |®,;) with 1p-1h, 2p-2h, and 3 p-3h excitations, respectively,
and E(()z) is the second-order ground-state energy, as in Eq. (A.1.18).

In zeroth order, the excitation energy is just the difference of the HF orbital
energies, ¢, — €;. The HF orbitals, though, reflect the N-electron charge distribution
in the HF ground state. This means, the orbital energy ¢, does not account for the
instance that there is an electron vacancy in orbital k; nor does ¢; account for the
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presence of an electron in the virtual orbital a. The necessary correction is established
at the first-order level: Here, the Coulomb repulsion between electrons in orbitals &
and a, J,x = Vkai 18 subtracted from the zeroth-order result. The other first-order
term is the exchange integral, K,x = Vx4, accounting for the energy difference
between the singlet and triplet excitations (see Exercise 1.6).

At second order, one goes beyond the static one-particle picture and begins to
incorporate electron correlation and dynamic effects accompanying the excitation.
The first of the second-order terms in Eq. (15.33), U ﬁ) (1p-1h), is due to the admix-
ture of other 1 p-1h excitations. The explicit PT expression is of little interest, as the
1p-1h (single) configuration interaction (CI) is rigorously treated at the RPA level
via the A block of the secular matrix. The original HF orbital & and even more so the
virtual orbital a may not afford an adequate representation of the final excited state,
and that is corrected by means of the 1p-14 admixtures.

More important is the U ;i) (2p-2h) contribution, resulting from the coupling
with 2p-2h excitations. Via the admixture of 2p-2h configurations of the type
ch chck|<I>o), b # a, j # k the response of the so far unaffected electrons comes
into play. Here, we may distinguish relaxation and polarization: The electrons
“relax” as a response to the removal of an electron from the orbital k; and the elec-
tron promoted to the virtual orbital a “polarizes” the charge distribution of the ionic
core. The relaxation and polarization response leads to a substantial lowering of the
first-order (static) excitation energy. It is interesting to note that these two effects
compensate each other to a certain extent, roughly as in AEgp = —(R — P)?, the
energy lowerings being —R? and — P? separately for relaxation and polarization,
respectively. For a more detailled discussion of the PT analysis of the relaxation and
polarization energies, the reader is referred to Ref. [5].

The third term, U ﬁ) (3p-3h), accounts for correlation in the excited state. The
only 3 p-3h excitations that can couple with |®,;) are of the type CZCZC,-C | chk |Dy),
that is, double excitations on the |®,;) state. The explicit PT expression,

2
[ Vierijnl
€ptE€.—€ —E€;

URGp3ny=— Y
b<c#a

i<jk

(15.34)

is of the same form as that for Eéz) (see Eq. A.1.18) and differs only because of the
restrictions in the summation indices. Subtracting E(()z) from U, a(i)(S p-3h) yields

UQBp-3h) — E =

Vu ij 2 Vc 1% Va 112
Z | Vasrifl n Z [ Vierkji! _Z | Vabirj (15.35)

€ €p—€ —€; € €c—€Er—E€; € €p—€L—€E;
bii<j até€p i Jj jb<c bTEc k j b ate€p k J

As is to be expected, the correlation energy is somewhat larger in the ground state
than in the excited state, and as a result, electron correlation increases the excitation
energy. The first two terms in Eq.(15.35) are positive; the negative third term is
contained as a partial sum both in the first and the second term.
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The corresponding PT expansion of the RPA excitation energy is given by
AERPA = ¢, — &4 — Varqary + US (1p-11) + U (1h-1p) + 0(3)  (15.36)

As expected, the RPA result reproduces the exact excitation energy through first order
and, moreover, correctly accounts for the CI singles contribution, U éz)( 1p-1h). As
a specific RPA feature, the other second-order term, U si)(lh-l p), results from the
coupling of the considered excitation a <— k with de-excitation configurations of
block A* via the coupling matrix elements of B. What is its physical content? The
explicit expression reads

| Vabiij |2

_ 15.37
€qt+€p— €L —E; ( )

U (1h-1p) = — Z

b

This result can be obtained, for example, using ordinary matrix perturbation theory
for the eigenvalue problem of M’ = SM. Alternatively, one can resort to the ADC
formulation of the RPA presented in Sect. 15.2 and identify U ;i)(lh-l p) with the

diagonal element M [ﬁcpﬁc @ of the RPA-ADC secular matrix in second order (see

Eqgs. 15.61 and 14.39). The comparison with Eq. (15.35) shows that U;i)(lh—lp) is
identical with the third term in the latter equation. This means that the RPA treatment
recovers one of the three correlation contributions to the excitation energy in second
order, however, the one lowering the excitation energy, whereas, as we just have
argued, the full second-order correlation increases the excitation energy.

Obviously, the gravest deficiency is the absence of the U ;z) (2p-2h) contribution,
indicating that in the RPA model the 2p-2h (and higher) excitations are excluded
from the outset. Accordingly, the physically important effects of relaxation and polar-
ization are beyond the RPA description. Therefore, the RPA cannot be seen as a
satisfactory approach to the treatment of excitation energies.

In a similar way, one may analyze the RPA transition moments, where the signa-
ture of the 14-1 p de-excitations can already be seen at first order. The exact transition
moment for the a <— k excitation can be expanded as

Tk = (Wak | D|Wo) = (D | D| Do) + (W3, D|Do) + (Puk| DY) + 0(2)
(15.38)
There are two first-order terms, related to the first-order excited state and the first-
order ground state, respectively. They are matched by corresponding terms in the
RPA expansion, reading

TR =duc+ Y X3 dy; + > X wdip + 02 (15.39)
b,j Jj.b

where X fi)ak are the components of the first-order RPA eigenvector, X ;? In the

second term, the sum runs over the 1 p-1h components of X 23, reflecting the (first-

order) CI singles mixing in |W'})). The third term, to be identified with (®q| D] "),
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features the 14-1p de-excitation components of the RPA eigenvector, for which the
following PT expressions can be established:

Vv .
@ _ abljk]
Thak =TT ——— (15.40)
€qt+€p— €k —E€;

This means that the RPA transition moments are consistent through first order and, in
particular, account for the contributions arising from (first-order) ground-state cor-
relation. In this respect, the RPA performs like the ADC(1) approximation analyzed
in Sect. 14.2.

Spectral Properties

In Sect. 14.3, we have discussed the dipole sum rule (Egs. 14.55 and 14.59) and the
equivalence of the length and velocity forms of the transition moments (Eq. 14.64).
These are characteristic properties of the exact excitation spectrum. Most notably,
the RPA treatment complies with both equivalences, although the excitation energies
and transition moments are rather poor approximations to the exact results. So it is
interesting to inspect how this remarkable RPA feature comes about. As in Sect. 14.3,
we briefly dispense from using atomic units.
At the RPA level, the first spectral moment takes on the form

SN2y = Y AEFPATIP = Y wed' X, X d (15.41)

me{+} mef{+}

Equivalently, we may use the de-excitation solutions to obtain

SN2y == ) wnd'X, X} d (15.42)

me{—}

Combining these two expressions allows us to write SK4(Z) in a compact matrix
form as follows,
SfPA(2) = Ld'xsex'd (15.43)

Now, Eq.(15.19) can be used to replace the eigenvector and eigenvalue matrices by
the original RPA secular matrix:

1.,
SkPA(Z) = 5aﬂSMSal (15.44)

This is a remarkable result. It shows that the PT expansion of S IR PA(Z) terminates
after first order, as the secular matrix elements are linear expressions of HF orbital
energies and Coulomb integrals. On the other hand, the RPA results are correct
through first order so that the identification

SkPA(z) = 5 (2) + 5" (2) (15.45)
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with the zeroth- and first-order terms in the PT expansion (14.82) of the exact spectral
moment is valid. Recalling the result of Eq. (14.84), this proves the dipole sum rule

SEPA(Z) = AN R /m, (15.46)

for the RPA excitation spectrum.
For RPA excitations, the identity (14.64) applying to exact states would read

wnX!d=—iX) p, h/m, (15.47)

where p, is the vector of the 1p-14 and 1h-1p matrix elements of the momentum
operator p., analogous to d, being the vector of matrix elements of Z. This equation,
so far only asserted, can be replaced by a more abstract version not relating to a
particular excitation. To this end, we insert the S matrix twice on the left side of
Eq. (15.47), and make use of the RPA secular equation (15.10), which yields

wnXid =w,SX) Sd = X! MSd (15.48)

Abstracting the eigenvector X both on the left- and right-hand side of Eq. (15.47)
leads to the “global” identity

MSd = —ip.h/m, (15.49)

In fact, the RPA secular matrices M and § fulfill that identity [6, 7], thus ensuring
the equivalence of the length and velocity forms of the RPA transition moments. The
identity (15.49) can be shown in a straightforward, if somewhat tedious way (see
Exercise 15.4), using the general length—velocity relation at the level of one-particle
operators, .

[f,2]1=1[, 2] —ip, h/m, (15.50)

according to Egs. (14.73)—(14.75).

15.2 ADC Formulation of the RPA

The RPA version of the polarization propagator is constituted by a specific class
of diagrams, namely the RPA diagrams shown in Fig. 15.1. Obviously, the ADC
procedure can be confined to that particular class of diagrams. This allows one to
convert the original RPA scheme into ADC-type secular equations [8], as will briefly
be discussed in this section.

As in the general case, we start with the spectral representation (15.27):

OfPA+ (W) = X (wl — D) 1(XxHT
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The corresponding (non-diagonal) ADC form reads
HRPAJr(w) — (fRPA)T(wl _ MRPA)*]fRPA (1551)

Here, MRP4 and fR74 are the RPA-ADC secular matrix and the matrix of RPA-
ADC transition amplitudes, which are to be constructed by the comparison of
the ADC form with the RPA diagrams through successively higher order. M %F4
is related to the diagonal matrix % of RPA excitation energies via a unitary
transformation,

MRPA —yQty’ (15.52)
FRA =y (15.53)

So far, these relations are only formal since the RPA-ADC matrices are still to be
constructed. Of course, the construction is such that the eigenvalues of the final
(exact) M®PA matrix are the RPA energies of " and the unitary matrix Y is the
corresponding eigenvector matrix (see Eq. 15.57). Note that according to Eq. (15.52)
MPRPA ig a hermitian matrix provided all of the RPA eigenvalues w,, are real, which
will be supposed in the following.

The RPA energies w,, comprised by 7 derive from the 1p-14 HF excitations
| @) = clek|Po) (cf. Eq. 15.8). Accordingly, M®F4 is a matrix of elements MFF4,
where the indices I and J label 1p-1h configurations (class 1), such as I = ak; f
is a matrix of elements f; ., where the first index I labels 1 p-1h configurations, and
the index pair (rs) denotes p-h and h-p components.

The matrix elements of M®P4 and f®F4 are subject to perturbation expansions

MPRPA — Mﬁ) + Mill) + Mﬁ) 4. (15.54)
FRPA fgo) ~|—fil) +f§2) 4. (15.55)

Here the subscripts, as in M 511) , indicate that, in contrast to the ADC procedure for
the full polarization propagator, the configuration space is restricted to class 1, that
is, the 1 p-1h excitations.

Now the formal PT expansion of the ADC form (15.51) can be compared with
the RPA diagrams, more specifically with the Goldstone diagrams contributing to
MRPA+ (W), through successively higher order n. This yields a hierarchy of RPA-
ADC(n) schemes, n =0, 1, 2, ..., consisting of the nth-order expansions

MRPA(n) — ZMﬁVI)
v=0

fRAmy =" Y (15.56)
v=0

of the secular matrix and the transition amplitude matrix.
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For given approximations of M4 and f %74 the spectral information is obtained
by solving the hermitian eigenvalue problem (ADC secular equation)

MRPAY = yQ, Yy =1 (15.57)

where Y and € denote the eigenvector matrix and the diagonal matrix of eigenvalues,
respectively.
The RPA spectroscopic amplitudes are obtained according to

(XHF=y" 4 (15.58)
so that the RPA-ADC transition moments are given by
TRPA —y! fRPAG (15.59)

Here, Y,, denotes the mth eigenvector of M*F4,

At the RPA-ADC(n) level, the results of Eqs. (15.57) and (15.58) provide approx-
imations to the full RPA energies and transition moments, being consistent through
nth order and expected to converge to the RPA results in the limit n — oo.

Finally, we take a look at the explicit RPA-ADC expressions in the first- and
second-order schemes. Through first order, the RPA diagrams are complete so that
the derivation of the first-order RPA-ADC scheme does not differ from that for the
polarization propagator in Sect. 14.2. According to Egs. (14.25, 14.26), the ADC(1)
expressions read

RPA
My o = (€4 — €k)0aa Ok — Vak'ia'k)
RPA _5
fak’bl — OabOkl

Vi
RPA ab|lk]
= 15.60
ok €atep— & —e€ ( )

In second order, the RPA diagram (2C) in Fig.13.3 is one of altogether five
Feynman diagrams for the full propagator. There are 24 Goldstone diagrams deriving
from (C), of which the 12 diagrams contributing to I (w) are shown in Fig. 14.1.
In Sect. 14.2, we have addressed the ADC(2) contributions deriving from these 12
diagrams, and the findings here can directly be transferred to the case of the second-
order RPA-ADC scheme. Accordingly, the second-order contribution to M*F4 is
given by the expression C©) of Eq. (14.39):

M;ekz’)a/}]f;) _ Cc(li,)a'k' (15.61)

RPA

The second-order part of f consists of three distinct contributions

fRPA — f(lc) + fgz’j) +f(12’6) (15.62)
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where f EC) derives from the diagrams (C7)—(C10), while the other two contributions
are related to diagrams (C5) and (C11), respectively. The explicit expressions are
listed in Appendix A.9.

The unitary transformation ¥ may be viewed as transforming the excited “RPA
states” |WRP4) to associated intermediate 1p-1h states |[WRP4), so that

Yakom = (WERPA|@RPA) (15.63)

Could one possibly construct those intermediate RPA states from CE states
clex | WEP4) based on a RPA ground state |WfP4) yet to be determined? What would
the presumed RPA ground state look like, and would it be of any use? In Sect. 16.3,
we come back to this issue.

Exercises

15.1 Formulate in the time representation the RPA recursion relation according to
Fig. 15.2 for the RPA polarization propagator, [1R"2, (¢, 1). Derive Egs. (15.1)-
(15.3) using appropriate Fourier transforms.

15.2 Determine the two eigenvectors of the 2 x 2 RPA model according to
Egs. (15.21,15.22); verify that the pseudo-orthonormalization scheme (15.17)
applies.

15.3 Schematic model:

(a) TDA variant: Consider a manifold of m “elementary excitations” |®;), k =
1, ..., m with “unperturbed” energies ¢, interacting via a uniform “pertur-
bation,” w = (<I>k|0|d>1), k,1 =1,...,m.Inspect the eigenvalue equation for
the secular matrix and design a graphical scheme to determine the eigenvalues
(excitation energies) e;. The graphical solution allows for an obvious distinc-
tion of m — 1 ordinary solutions and a particular (“plasmon”) solution.

(b) The model can be simplified even further by supposing that the unper-
turbed energies are degenerate: ¢, = e,k = 1, ..., m. Determine and analyze
the analytical solutions for the eigenvalues and eigenvectors of the particular
and ordinary solutions.

(c) RPA variant: Augment the TDA excitations with a corresponding set of “de-
excitations,” |®), k = 1, ..., m, and suppose the same type of uniform cou-
pling, w= (<I>k|l7l5l), k,l=1,...,m, between excitations and
de-excitations (sub-block B of the RPA secular matrix). Transform the RPA
eigenvalue equations in a form allowing for graphical solutions and analyze
the various solutions.

15.4 Prove the identity (15.49) for a specific 1 p-1h vector component, say acka
(where a and k denote spatial orbitals). Bring the left side of Eq.(15.49)
into spin-free form and replace the matrix element p, of p, with dy =
(dalZ|@x) using the relation —ipyi A/m, = (€4 — €x)dur + {Pa|[W, Z]|Px) (see
Egs. (14.73)—(14.75) and Exercise 14.3).

15.5 In a similar way like in Exercise 15.4, show that the dipole sum rule (15.46)
derives directly from the RPA expression (15.44).
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Part V
A Look at Related Methods

We set out from diagrammatic perturbation theory for propagators, developed a
practical approach for deriving systematic higher-order approximation schemes, and
finally established a relationship to a wave-function description by identifying the
direct ADC schemes as intermediate state representations (ISR) based on correlated
excited (CE) states. In the final two chapters we will make contact with two important
concepts, both of which can be understood as particular ISR variants: The equation-
of-motion (EOM) method establishing an algebraic approach to the electron and
other propagators (Chap. 16) and the coupled-cluster (CC) theory for generalized
electronic excitations (Chap.17). The intuitive idea underlying the use of CE states
is that the excitation, removal or attachment of an electron will affect the initial
N-electron ground state to a certain extent, but not totally alter it. Therefore the use of
CE basis states conveying the ground-state information should afford some advantage
over the simple CI treatment in which every excited state must be constructed from
the scratch as an expansion in terms of the uncorrelated HF excitations. However,
as we have seen, a proper orthonormalization of the CE states is crucial for these
advantages to materialize. So it will be interesting to see how the orthonormalization
of the CE states is handled in the context of the EOM and CC methods.
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Chapter 16 ®)
Algebraic Propagator Methods e

Algebraic propagator methods, as opposed to methods based on diagrammatic per-
turbation theory, have been derived within the so-called superoperator formulation
[1-3], in which the respective propagator is written and evaluated in the form of
a superoperator resolvent [4]. The resulting secular equations are fully equivalent
with those obtained in the context of the EOM method [5, 6], originally devised by
Rowe [7] in the field of nuclear physics. To some extent, the EOM formulation is
more general than the algebraic propagator approach since the former provides a
genuine wave-function representation of the (generalized) excited states in terms of
an extended set of CE states. In this chapter, we briefly review the EOM method,
emphasizing here in particular its ISR characteristics. For a more comprehensive
presentation as well as references to the original literature, we refer to the cited
review articles and to Ref. [8]. A direct connection to the algebraic propagator meth-
ods is established in Sect. 16.2, while the superoperator formulation is reviewed in
Appendix A.8.

16.1 Equations-of-Motion (EOM) Method for N £ 1
Electrons

Depending on the choice of the excitation operators, EOM schemes can be derived
for neutral (N-electron) excitations, as well as for generalized excitations of N+
1, N£2,... electrons. Exemplarily, we will consider the (N % 1)-electron EOM
scheme in the following. The N-electron case, featuring some particularities, will be
addressed in Sect. 16.3.

In the EOM formulation, a general cationic state (not necessarily an energy eigen-
state) | WN~1) is written in the form

© Springer Nature Switzerland AG 2018 241
J. Schirmer, Many-Body Methods for Atoms, Molecules and Clusters, Lecture
Notes in Chemistry 94, https://doi.org/10.1007/978-3-319-93602-4_16
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(w1 = Q,| W) (16.1)

where €2, denotes an associated excitation operator yet to be determined, and | V) is
the exact ground state of the N-electron system. In addition to Eq. (16.1), the operator
2, is subject to the requirement

Qi W) =0 (16.2)

which is commonly referred to as “killer condition” (KC). The excitation operators
are assumed to be linear expansions

Q=) X0, (16.3)
J

with regard to a manifold of “basis” operators 0. Apparently, a suitable choice of
such basis operators is the set (11.2) of physical (N — 1)-electron operators,

{éﬁvfl} = {ck; c:;ckcl,k < chchckcl, a<b, j<k<l ] (16.4)

As discussed in Sect. 11.1, the CE states C y ~!1w,) obtained by applying these oper-
ators to the exact ground state form a complete set of (N —1)-electron states so
that Eq.(16.1) can be fulfilled. However, the operator set (16.4) is not sufficient to
solve Eq.(16.2) as well. To satisfy both EOM conditions, the operator set has to be
augmented with “unphysical” operators

{CA’yHT} = {ca; c;rcbca,a < b; cjc?cccbca, i<ja<b<cg } (16.5)

obtained as the hermitian conjugates of physical (N 4 1)-electron excitation operators
C 9’ +1 In the combined operator set,

{0y =(CYyu(ey+'y (16.6)

also referred to as Manne—Dalgaard basis, the capital letters used as subscripts
denote both (N —1)- and (N +1)-electron configurations, I € {N — 1, N 4 1}. As
first shown by Dalgaard [9], there is a unique solution of Egs.(16.1), (16.2) in the
form of an expansion (16.3) based on the Manne—Dalgaard operators (16.6).
Supplied with a suitable operator basis, we may now turn to the secular equa-
tions needed to determine the expansion coefficients X j, for energy eigenstates. The
Schrddinger equation for the ionic state (16.1) can be combined with that for the
ground state as follows: o .
[H, 2,]|Wo) = wy$2.|Wo) (16.7)
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where w, = EVN~! — E; denotes the excitation (ionization) energy of the cationic
energy eigenstate Q, |Wy). In a related way, the killer condition can be written in the
form o

(Wol[H, 2,]=0 (16.8)

Now we “multiply” (form a scalar product) the first equation from the left with
(Wo 0,T and the second equation from the right with 01T W),

(Wol OJ[H, €,11W0) = w, (Wo| O] €2, |Wo) (16.9)
(Wol[H, 2,10] %) =0 (16.10)

These two equations can be added to give
(Wo[{O]. [H. Qu1}Wo) = wi(Wol{O;. 2} o) (16.11)

where {A, é} = AB + BA denotes the anticommutator of the operators A, B. Note
that the killer condition has been used on the right-hand side to replace (W] é; Q, [Wo)
with (W |{ OA,T, fzn} |Wo). Inserting the expansion (16.3) for Q, yields the secular
equations,

D> My = w1 )X pn =0 (16.12)
J
where
M = (Wol{O], [H, 0,1} %) (16.13)
S1; = (Wol{O], 0,}1%y) (16.14)

are the elements of the EOM secular matrix M and the metric (or overlap) matrix S,
respectively. Using matrix notation, Eq. (16.12) takes on the form

MX = SXQ (16.15)
The normalization of the eigenvectors is obtained according to

X'sx=1 (16.16)
which follows from the orthonormalization of the final states,

(Wol (2], 2} Wo) = Gy (16.17)
invoking here again the killer condition.

In the EOM secular equations, the operators O; and 01T are treated on an equal
footing, and since the latter generate (N + 1)-electron states when acting on |\Wy), one
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will expect that the set of EOM solutions comprises also the energy eigenstates of
the (N +1)-electron system. In fact, our derivation could have set out from (N +1)-
electron states. Using here the hermitian adjoint operator basis

(o)) ={Ciyuc) (16.18)

leads again to Egs. (16.12)—(16.14). This shows that the EOM secular problem pro-
vides a unified treatment of both (N — 1)- and (N + 1)-electron excitations. The EOM
eigenvalues relate to electron affinities and ionization energies,

Eq— EN*! N +1
w,,=! o= B neiN+1) (16.19)

EN-1 —Ey, ne{N -1}

The general orthonormalization conditions (16.17) apply to the entlre setof (N £ 1)-
electron solutions. One may note that the anticommutators {0 I 0 s} in Eq.(16.14)
vanishif I € {N + 1}and J € {N — 1} (orvice versa). Accordingly, S has an obvious

block structure,
St 0
S = ( 0 S) (16.20)

where ST and S~ denote the sub-blocks associated with I, J € {N + 1}and I, J €
{N — 1}, respectively.
The state representations of the (N =& 1)-electron solutions are given by

(W =3 w10y X5, m e (N +1} (16.21)
J

W) =3 X0 041%). ne{N -1} (16.22)
J

while the associated KC relations can be written as

> XimOyW) =0, me(N+1) (16.23)
J
> (%[0, X5, =0, ne{N-1) (16.24)
J

Transition moments, such as the spectroscopic factors (3.20), are obtained accord-
ing to

X = (W e, W) = ) X5, (Wl{0], ¢, }1Wo), n e {N =1} (16.25)
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as the scalar product of the respective eigenvector and a vector of of transition
moments for the basis operators, (lIJO|{OAj, ¢p}|Wo). Here anticommutators can be
used as a result of the KC relation (16.24).

The explicit forms (16.21), (16.22) of the final states make apparent that the EOM
qualifies as a particular ISR approach, in which the treatment of the (N —1)- and
(N +1)-electron systems is combined. In fact, the EOM secular equations can be
obtained explicitly as a Fock-space state representation of a generalized hamilto-
nian, as will be demonstrated in the ensuing Sect. 16.2.

Orthonormalization and Approximation Schemes

We note that the EOM secular matrix M is hermitian, and the likewise hermitian over-
lap matrix S consists of two positive definite sub-blocks. Accordingly, the eigenvalue
problem can be transformed into a regular hermitian one. This of course touches upon
the issue of the appropriate orthonormalization. As we have seen in Sect. 12.1, the
excitation class Gram-Schmidt orthonormalization of the CE states is crucial with
regard to the canonical order relations and the separability of the secular matri-
ces. This finding applies also to the EOM schemes. In the given form, based on
non-orthonormal CE states, the EOM secular matrices are neither “canonical” nor
separable. This can be seen by inspecting, for example, the matrix elements of the
1h/3h-2p coupling blocks of S and M, displaying non-vanishing first-order contri-
butions (Exercise 16.1),

Mgl;bjkl =€ <—5ij o + ik Vit — it Vistab >
’ €tep—er—e €qtep—€;—€ €€y —€;—€;

(16.26)

Similar first-order contributions arise in the overlap matrix element, Si(’la)b kD> which

indicates that the problem can be traced to the fact that the EOM basis states are not

orthonormal. Again, symmetric orthonormalization based on §~!/2 is not expedient,

but the ECO-Gram-Schmidt procedure described in Chap. 11 can be extended to the

EOM case [8, 10], which procures the desired properties.

In its general form, the EOM method is an exact approach to (N £1)-electron
states and energies, though obviously not a practicable one. To devise viable approx-
imation schemes, one has to truncate the operator expansion manifold in appropriate
ways and replace the exact ground state with consistent finite PT expansions in
the expressions (16.13), (16.14) for the secular matrix elements. An example is the
consistent third-order EOM approximation scheme discussed in Ref. [6]. Here the
explicit operator manifold comprises the 14, 1 p, 2h-1p, and 2 p-1h excitation classes;
the PT expansions of the secular matrix elements in the respective sub-blocks are
such that the energies of the 1 and 1 p main states are treated consistently through
third order.

Like the Dyson equation discussed in Chap.8, the EOM method entangles the
treatment of N — 1 electrons with that of N +1 electrons. Obviously, this procedure
is to be seen as a mathematical device rather than being physically motivated. The
advantages and disadvantages of the (N % 1)-electron coupling with regard to com-
parable separated procedures have been addressed in Chap. 10. The coupled schemes
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require lower-order PT expansions for the secular matrix elements than in comparable
separate schemes. However, this is contrasted by the unfavorably large configura-
tion spaces, the size being the sums of the (N —1)- and (N + 1)-electron subspaces.
Moreover, the EOM solutions of interest lie in the middle of the spectrum, which
is not expedient for the iterative diagonalization routines used in the large matrix
eigenvalue problem.

16.2 A State Representation of the EOM Secular Equations

An alternative derivation of the EOM secular equations based explicitly on a state
representation of a generalized hamiltonian was presented in Ref. [8], and a brief
review of that approach should be instructive. For a convenient notation, we here sup-
pose that the underlying one-particle basis functions (spin-orbitals) are real functions.
This is hardly a restriction, since, in the absence of magnetic fields, the hamiltonian
is real so that the HF orbitals can always be chosen as real functions. An extension
to the case of complex orbitals [11] is addressed in Exercises 16.2 and 16.3.
We consider (N = 1)-electron Fock-space states defined as

1©,) = (0] + O))|Wy), T e{N+1,N—1} (16.27)

where O, are the Manne-Dalgaard operators (16.6). By construction, these states
are superpositions of states of N+1 and N —1 electrons,

1©;) = |0 + ey (16.28)

First we establish that the overlap matrix elements (®;|® ;) can be identified with
the EOM overlap matrix elements Sy ;:

(010 ,) =(Wo|(0] + 0/)(OF + 0,)|Wy)
(|0} O, + 0,0} 1Wp)
=(Wo|{0], 0,}1%o) = iy (16.29)

Inthe second line, terms of the type (@1,\’ + |(~)1JV ~!Y have been discarded, as they vanish
according to the Fock-space extension of the scalar product to states of different
particle numbers (see Eq.2.2). Moreover, here we use the identity (\Wy| 19) I OAj W) =
(Wl 0, (3; |Wo), which is valid under the assumption that the spin-orbitals underlying
the operators are real functions.

The states (16.27) form a set of linear independent, complete states in the (N £ 1)-
subspace of the Fock space. This is a consequence of the linear independence and
completeness of the constituents |®1,V +1y and |®1,V 1Y in the respective subspaces.
For example, the CE states |\I/9) =0 J1Wo), J € {N — 1} are linear independent
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(and complete) in the (N — 1)-electron Hilbert space (see Sect. 11.1). Consequently,
the subset of ®-states, |®;), I € {N — 1}, is linear independent in the Fock space
too. The linear independence of the full set of ®-states, I € {N + 1, N — 1}, follows
from the orthogonality of the two subsets according to Eq. (16.20).

We now may expand an arbitrary (N — 1)-electron state, |[¥¥~!), in terms of the
|®)-states as follows:

Y =100 (O, wN me& (16.30)
1,J

The expansion coefficients used in the second equation are given by

= (S (Wl OF 1w (16.31)

Since |[WN=1) is an (N —1)-electron state, Eq. (16.30) decomposes into two separate
equations,

|wN-T) Zx,u 01 W) (16.32)

0 =Zx,u 0] 1Wo) (16.33)
1

This can be seen as a direct proof for the existence of a unique solution of Egs. (16.1),
(16.2) based on the operator manifold (16.6).

Next we show that the EOM secular matrix M can be derived as the representation
of a modified hamiltonian in terms of the |®;) states. We consider the operator

H = (H — Ey)(N — N) (16.34)

where N = 3 » c;cp is the particle number operator. Obviously, the factor (N —
N) does not affect the eigenstates of H — Ey, but merely changes the sign of the

eigenvalues for the (N 4 1)-electron solutions. The matrix elements of H can be
evaluated as follows:

His = (011H|O;) =(0;|(H — Eg)(N — N)|©,)
=(Wo| O} (H — E)04|Wo) — (Wo|O;(H — Eo) O} W)
=(Wo| O;[H, 0;11Wo) + (¥ol[H, 0;10] W)
=(Wol{0], [H. O 1}|¥) = My, (16.35)

In the second line, contributions of the type (N —1|N+1) and (N+1|N —1) have
been discarded; in the third line, the identity
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(|0, (H — Eo)O}1W) = (Wo| O (H — Eo) 0] |Wo)

has been used, supposing again that the underlying one-particle states (and H) are

real. The latter result, together with the overlap relations (16.29), establishes that the

EOM secular equations are identical with the eigenvalue equations of the modified

hamiltonian (16.34) ip the (N %1)-electron subspace of the Fock space.
An eigenstate of H can be written as

‘IJ”>ZZX’”|®’>ZZXM(OA;‘FOAI)N’O) (16.36)
I I

where X, are the components of the corresponding eigenvector of M. Since |W,,) is
either an (N +1)-electron or an (N — 1)-electron state, the latter equation splits into
two separate equations, reading for an (N — 1)-electron solution, n € {N —1},

W) =W ) = lenénw (16.37)

0= Zx,,lé*wo (16.38)

which of course just reproduces the corresponding Eqs. (16.22), (16.24).

Relation to the Electron Propagator

The formulation of the EOM secular problem in terms of a state representation of the
modified hamiltonian 7 allows for a direct approach to the electron propagator in

the form of Egs. (3.24), (3.25). This is established by observing that the propagator
matrix elements G p, (w) can be written as

G py (@) = (O,(w+H)"10,) (16.39)

that is, as matrix elements of the resolvent operator (w + 7:[)_1 interms of the 14 /1p
states, |©,) = (C; + ¢,)|Wo). This can be verified as follows:

(Ol +F)~1104) =(Wolepw +F) " el 1Wo) + (Yoleh (@ + F) ™' ep | Wo)
=(Wolep(w — H + Eo) ™' ¢ 1Wo) + (Wolej (w+ H — Eg) ™" cp|Wp)
_G+ W)+ Gy (w) (16.40)

As in the derivation of Eq.(16.29), only pure (N +1)- or (N —1)-electron matrix
elements need to be retained; in the first line, we have used that

(Wolch(w + H)~eg|Wo) = (Wole) (w + H) e [Po)
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which supposes a real-valued one-particle representation. Note that the operator H
and the corresponding resolvent simplify if applied to an (N +1)- or (N — 1)-electron
state, e.g., 7:{c+|\110) =(— H+ Eo)cJf |Wy). The representation (16.39) means that the
EOM secular equations, which accordlng to Egs. (16.29), (16.35) represent secular
equations for H and, in extension, the resolvent operator (w + H)~!, allow one to
determine the poles and residues of the electron propagator. Another way of relating
the EOM secular problem to algebraic propagator equations is the superoperator
formalism reviewed in Appendix A.8.

16.3 EOM Treatment of N-Electron Excitations

While the derivation of the EOM method for N-electron excitations is essentially
analogous to the (N % 1)-case, there emerge some distinct features which need to
be addressed.

Excited states |\V,) of the N-electron system are represented in the form of an
operator expansion

Q, = ZXJ,,OJ (16.41)
J

acting on the exact ground state,
W) = €| Wo) (16.42)
In addition, there is the killer condition,
QW) =0 (16.43)

which here also implies that the excited state is orthogonal to the ground state,
(Wn|Wo) = 0.

The Manne-Dalgaard operator basis required for a unique solution of Eqs. (16.42),
(16.43),

{OJ} {c Ck; cTchkcz, a<bk<lI;... } U {cha; c;chhca, a<b k<l }

(16.44)
is formed by the set (14.10) of physical N-electron excitation operators, {é 1}, and the
set {CA‘;} of their hermitian adjoints, also referred to as de-excitation operators. Like
the 1 p-1h,2p-2h, .. ., classes of physical excitations (I € {+}), one may distinguish
classes 1h-1p, 2h-2p, ... of de-excitation operators, (I € {—}).

In the derivation of the secular equations one proceeds along Eqgs. (16.7)—(16.10),
but then uses commutators rather than anticommutators in Eq.(16.11), as a conse-
quence of subtracting Eq. (16.10) from Eq.(16.9) The resulting secular equations
read
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MX = SXQ (16.45)

with the secular matrices given by
My =(Wol[O], [H, 0,111W) (16.46)
S17 =(Wol[0;], 0;11W) (16.47)

Formally, Eq. (16.45) looks like the secular equation (16.15) in the (N % 1)-case, but,
in fact, there is a fundamental difference. The partitioning of the secular matrices M
and S with regard to excitation ({+}) and de-excitation ({—}) configurations reveals
an RPA-type structure,

A B st 0
w=(2) s=(5 %) (648

While M itself is hermitian, the sign structure of the § matrix indicates that the
N-electron secular equation (16.45) represents a pseudo-eigenvalue problem of
RPA-type. In Sect. 15.1, the mathematical features of the RPA pseudo-eigenvalue
problem have been discussed at length, and many of the above findings also apply
to the more general N-electron EOM secular problem.

The solution manifold of Eq.(16.45) comprises two interrelated sets, namely
the excitation solutions, m € {+}, and de-excitation solutions, m € {—}. For any
excitation solution, n € {4}, with the eigenvalue

wn = E; — Ey, (16.49)

there is a corresponding de-excitation solution, 7 € {—}, of negative energy,
Wi = —Wwy, (16.50)
The respective eigenvectors, X, and X7, are interrelated as in Egs. (15.12), (15.13).
Obviously, the de-excitation solutions can be regarded as redundant since they convey

the same physical information as the excitation solutions.
The EOM eigenvectors satisfy the pseudo-orthonormalization relations

10
¥ _
XiSX = (0 _1) (16.51)

For the excitation solutions, n € {+}, this is consistent with the usual orthonormal-
ization of the energy eigenstates,

(W, [W,,) = (Wol[2], 2,,11W0) = G, 1, m € {+) (16.52)
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where the first equation is a consequence of the KC relation (16.43). In the case of the
de-excitation solutions, n € {—}, where 2, = > X, 0;, the KC relation eliminates

the first term of the [Q Qm] commutator,

(Wol[2], 2,11W0) = —(Wo|2, Q2] [ Wo) = =0, n,m € (=} (16.53)

which explains the minus sign in the “normalization” of the de-excitation eigenvec-
tors.
The state representation of an excitation solution, n € {4}, explicitly reads

W= XO0rWo) = Y X1 CrlWo) + Y X CiW)  (16.54)
I Te{+} Te{-}

The two terms in the second equation relate to excitation and de-excitation compo-
nents, respectively, of the eigenvector X ,; note that in the second term the subscripts
1 are related to I € {—} as implied in (16.44), e.g., ka = ak. In a similar way, the
KC relation (16.43) can be written as

0=> X;,0/1%)= > X;,Cl1%) + > X;,C7lWp) (16.55)
I Ie{+} le{-}

Transition moments (for excitation solutions) are obtained according to

T, = (W, | DIWo) = (Wol[2),, Do) = D X7, D; (16.56)

where the use of the commutator is justified because of the KC relation (16.55); D,
are transition matrix elements for the basis states,

D; = (W|[O], D]|%o) (16.57)

In a similar way, properties of excited states and, more general, transition moments
for different excited states can be obtained according to

Ton = (W |DIW,) = (Wo|[2),, DY) = D Xj, XDy (16.58)
1,J

Here the basis state matrix elements are given by
Dy = (W|[0}, DO,11W) (16.59)

The RPA and Other EOM Approximations

Approximation schemes to the (in principle) exact EOM equations can be devised
by truncating the excitation operator manifold and adopting finite PT expansions for
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the ground state in a consistent way. Of special interest is the RPA scheme, which
we have extensively reviewed in Chap. 15. In fact, the RPA secular equations (15.5),
(15.6) result from Egs. (16.46), (16.47) upon restricting the EOM operator manifold
to the 1 p-1h and 1h-1p configurations and replacing |Wy) with the HF ground state
|®o) (see Exercise 16.4). The derivation as an EOM approximation supplies the
RPA solutions with state representations according to Egs. (16.54), (16.55); a brief
inspection of these RPA states should be of interest.

As in Sect. 15.1, we consider the RPA solution for a single excitation, a < k,
According to Eq. (16.54), the related state representation derives from

(WiA) ~ (Xbl,akczcl + XZb,akCITCb) |Wo) (16.60)
bl

where X, denote the components of the RPA eigenvector, the zeroth-order con-

tribution being x© rs. a « = Oradsk. This expression combines an approximate excitation

operator, QRP 4 with the exact ground state, |¥,), and one may ask whether there is
more consistent approximation for the latter. To address this question, it is useful to
inspect the KC relations (16.55) for the RPA excitation,

0o~y (X;;Mkc}cb + X;‘b_akacl) W) (16.61)
b,l

Using first-order PT expansions, | W) = |D¢) + |\IJ(§1)) +...,and Xpg ok = 07005k +
X f?a ¢ T - .., the KC expression can be expanded through first order,

crea W) + Z Xpyrcial®o) + 0(2) =0+ 0(2) (16.62)

In zeroth order, the KC relation is trivially fulfilled, and also the two first-order
terms cancel each other, as can be seen by comparing X /(11),1 . (see Eq. 15.40) and the

2 p-2h coefficients in |\Il(§l)). Obviously, the RPA excitations satisfy the KC relations
consistently through first order, which also shows that the first-order ground state,
| Do) + |\IJ(§1) ), is consistent with the RPA level of theory. One may try to go beyond
the first-order ground state and devise an RPA ground state, | ¥/ X" 4), being consistent
at second and higher order, but since the RPA errors are of first and second order
in the states and excitation energies, respectively, the relevance of such constructs is
questionable.
For the RPA state (16.60), the PT expansion through first order reads

(WEPY) = clex| Do) + D X} uciel|®o) + clel ") + 0(2) (16.63)
b,l

There are two first-order terms, of which the former simply accounts for the mixing
with other 1p-1h excitations. The second term correctly describes the (first-order)
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admixture of 3 p-3h configurations in the exact final state. This makes explicit what
was inferred in Sect. 15.1 from the PT analysis of the excitation energy, namely that
the RPA accounts for the effect of the 3 p-3h admixtures.

Furthermore, the first-order state expansion reveals the main shortcoming of the
RPA, that is, the neglect of 2 p-2h admixtures. As a result, the RPA does not account
for the important relaxation and polarization effects (see Sect.15.1). For a more
appropriate treatment of excitations in the N-electron system, one has to include
the 2 p-2h excitation operators together with their 24-2 p de-excitation counterparts,
as is the case in the second-order polarization propagator approximation (SOPPA)
scheme [12, 13].

The considerations in Sect. 16.1 concerning the order relations and the separability
of the EOM secular matrices apply to the N-electron case as well. In the form of
Egs. (16.46), (16.47), M is neither canonical nor separable, and it requires again
an orthonormalization procedure of ECO-Gram-Schmidt type to afford the latter
properties [8].

The N-electron EOM treatment features a non-hermitian secular problem com-
bining physical excited configurations and an equally large manifold of unphysical
de-excitation configurations. As in the (N &£ 1)-electron case above, one may weigh
advantages and disadvantages of the EOM concept as compared to the plain ISR
schemes of the type presented in Chap. 14. Besides the size of the EOM secular
matrix, being here exactly twice the size of comparable plain ISR schemes, the fact
that the EOM treatment involves a non-hermitian RPA-type secular problem consti-
tutes another disadvantage.

Exercises

16.1 Verify the expression (16.26) for the first-order contribution to the EOM secular
matrix element M; .15 evaluate the analogous contribution, Si(,la),,jkl, for the
EOM overlap matrix.

16.2 Field operators in coordinate space representation:

(a) Revisit the abstract definition (2.3) of the creation operator cg and “trans-
late” it to the coordinate space representation. Let W(§,, ..., &y) denote an
antisymmetrized and normalized wave function of N electrons (N even). Write
the (N +1)-electron wave functions c;\ll(é 1»---»&y) in terms of a properly
antisymmetrized linear combination of products of the type W¢,.

(b) Write ¢, W (&, ..., &) as an expansion of (N —1)-electron basis states &,
in analogy to Eq. (2.7).

(c) Let ¢, be a complex-valued orbital. The coordinate space representation
according to (a) and (b) allows one to define “complex” field operators, cjf
and c;‘. Verify that C;T\I’ = (c;\IJ)* and c;‘\ll = (¢yV)* for a real-valued wave
function W.

16.3 EOM state representation in case of complex-valued orbitals:

Suppose a complex one-particle representation and modify the definition
(16.27) of Fock-space states according to |®;) = (OA?? + 01)|W0), where the
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complex operators O are defined via the coordinate space representation (as
in Exercise 16.2).
(a) Consider the 1p/1h states |©,) = (c;",T + ¢,)|Wp) and show that

(©,10,) = (Wol{ch, cg}|Wo)=:Spg (= pq )
and
(©,1(H — Eg)(N — N)[O,) = (Wol{c). [H, cg1}|Wo)=:M,,
Here the hamiltonian is assumed to be real, and so is ¥, (possibly up to an

irrelevant phase factor).
(b) Establish analogous results for arbitrary |®;) states.

16.4 Derive the RPA equations (15.5), (15.6) as an approximation to the EOM

expressions (16.46), (16.47) obtained by restricting the EOM operator manifold
to the 1p-1h and 1h-1p operators and replacing |Wy) with the HF ground
state |®y). Note that the relative phase of the 14-1p operators implied by the
definition (16.44) differs from that underlying Eq.(15.5). Verify that this is
consistent with the transition moments DXPA = (dy|[O],, D]|®) deriving
from Eq. (16.57).
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Chapter 17 )
Coupled-Cluster Methods for ez
Generalized Excitations

The extension of the coupled-cluster (CC) method, originally devised for ground-
states [1, 2], to the treatment of (generalized) electronic excitations is based on CE
states in which the CC ground-state parametrization is used. To deal with the non-
orthogonality of the CE states and, even more importantly, to obtain tractable secular
equations, one introduces, as a second expansion manifold, the set of associated
biorthogonal states. The corresponding mixed or biorthogonal (B) representation of
the (shifted) hamiltonian gives rise to the non-hermitian BCC secular matrix.

This BCC secular problem lies at the core of the excited-state CC methodology,
which comprises two historically independent developments or brands, namely the
CCLR (coupled-cluster linear response) theory (see [3] and references therein) and
the EOM- CC (equation-of-motion coupled-cluster) approach (see [4] and references
therein). A closely related method is the SAC- CI (symmetry-adapted cluster con-
figuration interaction) scheme [5]. For comprehensive presentations of ground- and
excited-state CC theory, the reader is referred to textbooks [6, 7] and review arti-
cles [8-10].

In this chapter, we give an introduction into the BCC concept and review in
particular the order relations and separability properties of the BCC secular equations.
We here refer to the extensive analysis given in Ref. [11] which may be consulted
for further details.

17.1 Ground-State Coupled-Cluster Formulation

In the CC approach, the ground state is represented in the form of an exponential
operator acting on the HF ground state |®):

(W) = e | ) a7.1)
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J. Schirmer, Many-Body Methods for Atoms, Molecules and Clusters, Lecture
Notes in Chemistry 94, https://doi.org/10.1007/978-3-319-93602-4_17


http://crossmark.crossref.org/dialog/?doi=10.1007/978-3-319-93602-4_17&domain=pdf

256 17 Coupled-Cluster Methods for Generalized Excitations

Here, the cluster operator T in the exponential is given by the expansion

T=Y 1 (17.2)
1

in terms of the physical excitation operators, Cy, as specified in Eq.(14.10), and
the CC amplitudes (or coefficients) ¢;. We note that the exponential operator can be
simplified according to

f =TS =] +ucn (17.3)
1 1

since the C ; operators commute, and their powers vanish: 6’7’ =0,m>2.

We recall some notations introduced in Chap. 11. The successive excitation classes
will be numbered v = 1, 2, 3, ..., thatis, class u is formed by the p p-ph excitations.
The notation [J] is used to specify the excitation class to which configuration J
belongs: [J] = pif J labels a pp-ph excitation. The classification of the excitations
allows one to write 7" as the sum

N
T = Z T, (17.4)
v=1
of class-specific operators
T,=Y uC (17.5)
=v
For example, T is given by
'fz = Z tabkl CZCZCkCI (17.6)
a<b,k<l

The CC amplitudes obey the (nonlinear) ground-state CC equations obtained by
projecting the Schrodinger equation

H|WE) = Eo|¥§) (17.7)

onto the space spanned by the CI states, |P;) = C/|®y), including the HF ground
state |®g). Practical CC approximation schemes are obtained by truncating the
operator manifold at successively higher excitation classes, such as in the CCSD
approximation, in which the operator manifold comprises the single (S) and dou-
ble (D) excitation operators. Here, we will not discuss the actual derivation of the
respective CC equations and computational aspects, being well documented in the
CC literature cited above.
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It should be noted that the CC equations do not constitute a variational approach
to the CC amplitudes. This has implications to the performance of the truncated CC
schemes, which deteriorates when the ground state is no longer adequately described
by a single dominant (reference) configuration. To cope with such situations, multi-
reference (MR) CC schemes have been developed (see Refs. [9, 12]), which are much
more complicated though.

As a point of particular interest, the CC amplitudes fulfill the order relations

tr~O0[I-1), [I1>1 (17.8)

which are a consequence of the exponential ansatz [13]. The CC order relations can
be contrasted with the CI order relations (A.1.24),

1
N %0([1]), [1] even (17.9)
O]+ 1), [1]odd, > 1

Here, x; are the coefficients in the ground-state CI expansion (see Appendix A.1),

[Wo) = |Do) + D x,Cy Do) (17.10)
1

The 2 p-2h and 3 p-3h amplitudes are of first and second order, respectively, both in
the CC and Cl expansion; but beginning with the 4 p-4h excitations, where x; ~ O (2)
and t; ~ O(3), the orders of the CC amplitudes are increasingly higher than those
of their CC counterparts.

As analyzed by Hubbard [13], the exponential ansatz (17.1) rests on a general-
ized linked-cluster theorem, which implies that, in contrast to the CI coefficients, the
t-amplitudes do not exhibit “non-linking” PT contributions, that is, terms involving
coupling matrix elements of the type H,;, where I and J differ by a double excita-
tion, [I] — [J] = 2. An elaboration of these findings is given in the first section
of Appendix A.6.

17.2 Biorthogonal Coupled-Cluster Representation

Now we can turn to the BCC approach to electronic excitations, where we consider
specifically the case of N-electron excitations. Of course, the BCC concept is quite
general and can easily be adapted to ionization (IP- EOM- CC), electron attachment
(EA- EOM- CC), and other cases of interest.

The BCC secular matrix M ¢ is obtained as a non-hermitian representation of the
(shifted) hamiltonian H— Ey,

MG = (®;|H — Eo|¥Y) (17.11)
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in terms of two distinct sets of states:

(1) the CC states (right expansion manifold {R})
W) = €515 = Cyel 1) (17.12)
(i1) the associated biorthogonal states (left expansion manifold {L})
(@] = (@o|Cje (17.13)

Here, the operators C; are the physical excitation operators already used in the
ground-state CC expansion.
The biorthonormality of the two sets of states

(@109 = (®,e el |®,) = 6,, (17.14)

is an obvious consequence of the orthonormalization of the CI configurations |®;) =
c 11®o). Since the operator T is formed entirely of physical excitation operators, it
commutes with any operator C, . Thus, the CC states of Eq.(17.12) can likewise be
obtained by applying the exponential operator to the CI states,

(W) = " C100) = T 1®,) (17.15)
The matrix elements (17.11) may also be written in the form
MS = (®;(H — Eo)Cy W) = (DolCre T [H, Cjle” | Do) (17.16)

where the ground-state energy E( no longer appears explicitly.

The two expansion manifolds establishing the BCC representation are of quite
different quality. The states of {R} are essentially the “correlated excited” (CE)
states (11.1), (14.9) underlying the ISR construction presented in Chaps. 11 and 14.
As may be anticipated, the CE states are superior to the biorthogonal {L} states, if
more complex. Obviously, a CC state of class [/] can be written according to

W) =elo) =@+ Y 2 |®k) (17.17)
K, [K]>[I]

as a linear combination of |®;) and CI configurations of higher excitation classes,
[K] > [I], extending through N-tuple excitations. By contrast, the CI expansion of
a biorthogonal state from the {L} set reads

(@1 = (@rle" = (@1 + Y ¢ (Pxl (17.18)
K, [K]<[]
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that is, a linear combination of (®;| and CI excitations of lower classes, [K] =
1,...,[{] — 1 (including |®,) as a zeroth class in the case of N-electron excitations).

As is easily seen, the linear space spanned by the biorthogonal states through a
given excitation class y is identical with the corresponding space of CI configura-
tions:

span{(®;le~", [I1=(0), 1,...,pu} =span{(®,|, [[]=(0),1,...,u}
(17.19)
This suggests that expansions in terms of the biorthogonal states of the {L} set are
essentially of CI type.
The BCC secular matrix is manifestly non-hermitian, so that one has to deal with
aright and a left eigenvalue problem, reading as follows:

M“X =XQ
Y M< = QY (17.20)
Here, X and Y denote the matrices of the right and left eigenvectors, respectively,
and  is the diagonal matrix of eigenvalues w,, to be identified with the (vertical)

electronic excitation energies,
w, = E, — Ey. (17.21)

The two sets of secular equations can be combined,
YIM“X=9, Y'X=1 (17.22)

where the right and left eigenvectors are mutually biorthonormal. Accordingly, the
corresponding right and left excited states,

W) = X W) (17.23)
1

(W =", (@] (17.24)
1

are biorthonormal as well, (\Ilr(n” |\L',(l’)) = Oun.
Extended BCC Expansion

In general, the right excited states |W("”) are not yet eigenstates of H, because
the expansion manifold {R} of Eq.(17.12) is incomplete as long as the ground
state |W) is not taken into account. Using the extended CC expansion manifold
{R*} = {1¥5°), |\Il?)} on the right-hand side, and, likewise, the extended biorthog-
onal manifold {L"A} = {{®y], (D]} on the left side, one obtains an extended BCC

representation of H — Ejy:
« (0 v
M = <0 M"")' (17.25)
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Here, v = (vy, vy, ...) is the (row) vector of the elements
v = (Do H|W)) (17.26)

that is, the coupling matrix elements between the HF ground state and the excited
CC states. We note that in the usage of the EOM-CC approach the extended matrix
M~ is denoted by H; in the CCLR context, on the other hand, the original BCC
secular matrix M is referred to as the CC Jacobian, A, and the coupling vector v
is denoted as n.

The extension of the BCC secular problem has some implications. Obviously,
there is one more eigenvalue, namely wy = 0, associated with the ground state. The

corresponding right eigenvector,
X, = !

is trivial, reconfirming that |W{°) is the exact ground state. The left eigenvector takes
on the form
Y, =(1,Y)) (17.28)

where Yg is a row vector given by
Y§=—v(Me)! (17.29)
The corresponding state

(Wol = (Dol + Y Yjo(] (17.30)
1

is referred to as “dual” ground state (denoted (A| in the CCLR literature). In view
of the nature of the left expansion manifold, the dual ground state can be viewed
essentially as a CI-type representation of the ground state.

As the structure of M* shows, the excited state eigenvalues are given by the
eigenvalues w, of the M sub-block. Here, the left eigenvectors of M* are obtained
as the simple extensions

Y, =0, Y)) (17.31)

of the left eigenvectors of M. Accordingly, the excited states (U'(V| of Eq. (17.24)
are proper eigenstates of H.In particular, they are orthogonal to the exact ground

state,
(WD)psey =0 (17.32)

which follows from (®;| W) = 0. By contrast, the extended right-hand eigenvectors
may have a non-vanishing zeroth component,
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’ Xn
X, = <X> (17.33)

Here, X, denotes the nth right eigenvector of M, and the x,, component is given
by
Xp=w, v X, =v(M)7'X, = -Y}X, (17.34)

using here the eigenvalue equation M““X,, = w, X, and, moreover, Eq.(17.29). As
a consequence, the right expansion of an excited eigenstate takes on the form

W) = x, | W) 4 W) (17.35)
where |} is given by Eq. (17.23). We note the relation
X, = (o] W) (17.36)

which follows from (@) = 0. The excited eigenstates |¥(*) are orthogonal to
the dual ground state, B
(oW =x, +Y)X, =0 (17.37)

which follows from the relations (51|\Il,§’)) = Xy, and Eq. (17.34).

Transition Moments
For spectral intensities, the squared moduli |7}, |? of the transition moments (13.6) are
required, involving normalized ground and excited states. In the BCC representation,

a properly normalized expression for |T},|? is obtained according to

T, > =TT (17.38)

where
T =(w|D|wee) (17.39)
T =(Wy|D|WW) (17.40)

denote transition moments associated with the left and right forms of the excited
states. The left transition moment can be written as the scalar product,

7O =Y F® (17.41)
of the left eigenvector, Y, and a vector F O of basis set transition moments,
F' = (®,|D|ws°) (17.42)

In a similar way, one may define transition moments for the right expansion manifold,
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F{" = (Wy|D|WY) (17.43)

and write the right transition moments as
TV = x, (Wo| DY) + FOTX, (17.44)

Here, the first term derives from a possible ground-state admixture in | W) accord-
ing to Eq.(17.35). We note that the biorthonormality relations (Wo|W¥°) = 1 and
(\Il,gl) |‘~Il,(l"‘)) = 1 ensure the proper normalization of the product (17.38).

17.3 Order Relations and Separability Properties

The different quality of the two expansion manifolds becomes apparent in the order
structure of the BCC secular matrix M ““ shownin Fig. 17.1. As explained in Chap. 12,
the entries in the M), sub-blocks associated with the excitation-class partitioning
denote the lowest (non-vanishing) PT orders of the matrix elements in these blocks.
The upper right (UR) triangular part of M shows the characteristic CI order structure
as in Fig. 12.5 (there for the case of (N — 1)-electron excitations). By contrast, the
lower left (LL) triangular part (1« > v) displays the canonical order relations (see
Egs. (12.1), (14.44))

Mf,f, ~O0(u—v) (17.45)
The CI structure of the UR part can be inferred by using the expansions (17.17),
(17.18) in the BCC matrix elements M, [I] < [J]:

(®1H — Eolw)) = (@/|HI®)) + Y D 2 (@x|H|DL)  (1746)
[K]<[I] [L]>[J]]

Obviously, there are no contributions from the double sum, because the excitation
classes of the states K and L differ at least by a triple excitation, thatis, [L] — [K] >
3, so that all matrix elements (® K|I:I |® ;) vanish. In fact, this shows that the BCC
and CI secular matrix elements in the UR blocks are identical:

M{5 = Hyy, for [I] < [J] (17.47)

For matrix elements M} of a diagonal block, [/] = [J], we obtain

M5 = (®;|H - Eo|®,)+ >, > 2z (@x|H|DL)  (17.48)
[K]=[I1-1 [L]=[1]+1

Obviously, the BCC and CI expressions differ beyond first order, which of course
does not affect the trivial order relation, M fﬁt ~ 0(0), in the diagonal blocks.
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Fig. 17.1 Order structure of 1p-1h  2p-2h  3p-3h  4p-4h  5p-5h

the BCC secular matrix M
1p-1h 0 1 1 - -
2m2p | 1 0 1 1 -
3p-3h 2 1 0 1 1 -
4dp-4h 3 2 1 0 1 1
5p-5h | 4 3 2 1 0 1

The less obvious (canonical) order relations for the LL part of M““ are addressed
in Appendix A.6.

As discussed in Sect. 12.1 and Appendix A.6, the order structure of the secular
matrix determines the truncation errors inherent to approximations obtained by lim-
iting the configuration space. As a consequence of the CI structure in the UR matrix
blocks of the BBC secular matrix, the truncation properties are somewhat weaker
than those in a full canonical order structure. For example, neglecting the triple
excitations in the BCC expansion causes a third-order error (as can be seen from
Fig. 17.1), whereas in the ISR-ADC scheme, the corresponding error is of fourth
order. For the energies of 1 p-1h (single) excitations, the BCC truncation error orders
(TEO) are given by (see Ref. [11])

%u, 1L even

Ore(p) =
relu 13u+1), podd

(17.49)

where p denotes the highest excitation class included in the secular expansion. This
formula can be compared to Eq. (14.45) specifying the truncation errors in the ISR-
ADC case. In Table 17.1, the explicit BCC, ISR-ADC, and CI truncation errors are
listed for successively larger configuration spaces.

With regard to the transition moments, we may refer to Ref. [11], where a compre-
hensive analysis has been given of the truncation errors in the left and right transition
moments. For the single (1 p-1#h) excitations, the left and right transition moments
have the same truncation error characteristics, shown in Table 17.1 for the lowest 6
expansion levels.
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Table 17.1 Truncation errors (PT order) for excitation energies and transition moments of singly
excited states: comparison of CI, BCC, and ADC approaches for the lowest six truncation levels

Truncation Excitation energies Transition moments
level CI BCC ADC CI BCC ADC
1 2 2 2 1 1 2
2 2 3 4 2 3 4
3 4 5 6 3 4
4 4 6 8 4 6 8
5 6 8 10 5 7 10
6 6 9 12 6 9 12
Separability

An analysis of the separability properties of the BCC secular equations and the size-
consistency of the resulting excitation energies and transition moments can easily be
performed along the lines of Sect. 12.2. We confine ourselves to a brief sketch of the
essential features.
The hybrid character of the BCC secular matrix is reflected in the block structure
associated with the separate fragment model shown in Fig. 17.2. The LL part is
separable, whereas the UR part displays the non-separable CI structure.

According to the generalized linked-cluster theorem (see Sect.A.6.1), the T
operator can be written as the sum of fragment operators,

T=Ts4Ts (17.50)

and the exponential of the T operator factorizes,

el =el1er (17.51)
cc cc
AA 0 A AB
ccC ccC
0 BB B,AB
cC
0 0 M5 48

Fig. 17.2 Block structure of the BCC secular matrix M““ with respect to the separate fragment
model
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As a consequence, both the CC states and the biorthogonal states can be written as
products of fragment states. For a non-local excitation, J = J4 g, the CC state takes
on the form

W9 ) = 1) |wh) (17.52)
where o
Wi ) = Cye’|0f) (17.53)

denotes a CC state for fragment A. The corresponding biorthogonal state reads

= ——A —B
(q)JAR| = (q)JA|<q)jB| (1754)

where the fragment biorthogonal state, say for A, is given by
—A Ar
(@), = (Df|C] e (17.55)

Using the factorization of the left and right BCC basis states, the block structure of
M*¢ can readily be established (Exercise 17.4). As an example, we consider a matrix
element in the M'{ , 5 block:

M, =(®, | Hy + Hg|W9, )

Jag

—A A —A A
=(®) [Ha|W) )(DF W] ) + (D) W) N (OF | Hp| V] )

While the first term in the last line vanishes due to the orthogonality of |®#) and
|\IJfB), the second term may not vanish for I, = Jy, since |®§) is not an eigenstate

of Hg. In a similar way, one may verify that
Tp=M“(A) (17.56)

where M““(A) denotes the BCC secular matrix of fragment A.

What are the consequences of the semi-separable structure of the BCC secular
matrix? There are no ramifications for the excitation energies. The characteristic
polynomial for the fragment secular matrix, M<,, is a factor of the characteristic
polynomial of the full M““ matrix, so that the eigenvalues of M¢, are a subset of
all eigenvalues. This means that the energies are size-consistent: the BCC results for
local excitations do not depend on whether the method is applied to the respective
fragment or to the composite.

For the transition moments, the situation is more nuanced. The left transition
moments are size-consistent, although the left eigenvectors are non-separable: The
eigenvector Y, for a local excitation in one of the fragments has non-vanishing
non-local components, Y;,, ,» 7 0. However, this does not matter because in the
vector of the left basis set transition moments, F©), all non-local components vanish:

FJ(?B = 0. The right transition moments (17.40) are not size-consistent, even though
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the right eigenvectors are separable. The problem is due to the use of the dual ground
state (17.30) in the right basis set transition moments (17.43). The dual ground state,
being essentially a CI expansion, is not separable, that is, a factorization

(Tl = (T |(Ty | (17.57)

of the composite ground state is attained only in the exact (full) BCC treatment.
It should be noted that in the CCLR formulation this shortcoming is avoided, as
here a separable, if more elaborate expression is employed for the right transition
moments [14, 15].

Exercises

17.1 (a) Compare the CC expansion |¥y) = eTHrTZJrTfr | ®y) for the ground state
with the QI expansion |Wg) = (1 + 51 + Sz + S3 +...)|Dg), where S =
Z[ 11=» X1 C1 denotes the excitations of class v in the CI expansion Express the

four lowest CI operators S Ls .. S4, in terms of the CC operators Tl, .. f’4
(b) Deduce the order relatlons for T1, T2, and T3 from those for Sl, Sz, and S3,
what is the situation for T4

17.2 (a) Consider the excitation operator Ck for a quadruple excitation K =
abcd; i jkl and establish that this operator can be written in 18 distinct ways as
a product of two “disjunct” double excitations, such as é’abcd; ikl = éaci,é bdjk-
(b) Inspect the PT expression for the ground-state amplitude xfb)c diijkl =

(Pabea:i jk1|\Il(§2)) in second order (see Appendix A.1), and show that xﬁ)c i jl

can be written as a sum over products x}l) xy) of first-order amplitudes for

(disjunct) double excitations, I, J, where Cabcd;, k= C I C J-
(c) Use the results of (b) together with Exercise 17.1 to show that the CC
amplitude #4pcq;ij1: 18 (at least) of third order.

17.3 Consider the BCC representation for an (N — 1)-electron system (IP- EOM-
CC) and expand the coupling matrix elements M;;, ., and M, ., ; fora 1h
state and a 3h-2 p state through first order.

17.4 Establish the block structure of the BCC secular matrix with respect to separate
fragment partitioning (Fig. 17.2).

17.5 Apply the ground-state CC concept to the 2E-20 model considered in Exer-
cise 2.4. Here, the CC operator consists of a single double excitation, T =
tcfmcl 5Cg5Cqa SO that | U5°) = T |®g) = |Dg) + 1|P;). Project the Schrodinger
equation for |Y§°) onto |®p) and |®;) and determine ¢ and Ey.

17.6 CCD(doubles) treatment of the multlple 2E- 20 system (see Exercise 12.2):

Consider the CC operatorT Z t,C WhereC = cjm juﬁc,gﬂc,gml =1,.
M, are double excitation operators for the M sub-systems. Derive the ground-
state CC equations and verify that the amplitudes are all equal, #; = ¢. Deter-
mine ¢, and establish that the CCD results reproduce the exact ground-state
energy and wave function.
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Appendix

A.1 Basic Tools

A.1.1 Perturbation Theory for the Ground State

In the following, a brief recapitulation is given of Rayleigh—Schrodinger pertur-
bation theory (RSPT) for the N-electron ground state. Here, we adopt the elegant
general derivation of ground-state perturbation theory presented by March, Young,
and Sampanthar in Chap. 1 of their textbook [1].

As usual, the starting point is the decomposition

H=H+ H, (A.1.1)

of the Hamiltonian into an unperturbed part Hy and an interaction part H;. Let |d)
denote the ground state of Hy with the energy E0 , and

Qo = 1 — o) (@0l (A.12)
the projector onto the orthogonal complement of |®q). The exact ground state | W)
can be written as

|Wo) = @) + Qol W) (A.1.3)

which implies intermediate normalization, ($¢|Wy) = 1. The Schrodinger equation
for | W) allows us to write

(€ — H)[Wo) = (¢ — E)| W) (A.1.4)

where € is an arbitrary parameter to be specified later. Applying Qo to the latter
equation gives

(e = Ho) QolWo) = Qo(H; + € — Eo)|Wo) (A.15)
© Springer Nature Switzerland AG 2018 269
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and . R o
QolWo) = (€ — Hy) ' Qo(H; + € — Eo)|Wo) (A.1.6)

The latter expression for 00| Wo) can be used in Eq. (A.1.3), yielding an implicit
equation

~

—(H; + ¢ — Eo)|¥o) (A.1.7)

€ — Ho

[Wo) = [Po) +

for |Wy), which can be solved formally by iteration:

|Wo) = |Py) +Z[

v=l1

Eo):| | Do) (A.1.8)

The associated expansion of Eg deriving from the energy expression

Eo = (ol Ho + H;|Wy) (A.1.9)
is given by
Eo = E” + (®o| H; | Do) + (ol H Z [ Eo) | 1)
(A.1.10)

The closed-form expansions (A.1.8), (A.1.10) still contain the exact energy Ey. To
obtain explicit perturbation series, the expansion

Ec=EY +E" +EQ +... (A.1.11)

has to be used in an appropriate way. Here, the individual terms can be determined
successively from Eq. (A.1.10).

The familiar Rayleigh—Schrodinger (RS) perturbation theory results from
Egs. (A.1.8) and (A.1.10) by setting € = E(()O). Another obvious choice, namely
e = Ey, leads to the so-called Brillouin—Wigner (BW) perturbation theory which
will be briefly addressed at the end of this section.

Note that the formal development presented so far is completely general and can
easily be transferred to the case of a one-particle system, essentially by adapting
the notations accordingly: Write the hamiltonian as h = ho + h1 and let ¢q and Yo
denote the unperturbed and exact ground states, respectively, and ey and eo ) the
corresponding energies.

Let us construct the actual first- and second-order terms in the expansion of |\W).
The explicit RS perturbation expansion through second order reads
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A

0o
|Wo) = |(DO)+TOAH1|¢)0)+
Ey" — Hy
0 ) 0o -
o (Hy = E)— = H|®p) + 03)  (A.1.12)
EO _H() EO —H()

where in the second-order term the last numerator (I:I T — E(()l)) has been simplified
because Q0|<I>o) =0.

To further evaluate the terms in the PT expansion, one may insert the resolution
of the identity

L= 10l (A.1.13)
1

to the left of each H, operator. Here, |®;) denote the ground and excited HF states
(or, more general, eigenstates of Hy) as specified by Eq. (2.24).
The first-order term thus becomes

1 A
W) =Y —5——7 1P ) (D | H Do) (A.1.14)
J#0 Ey —E;

Here, the states |® ) are restricted to the 1p-1h and 2p-2h excitations, since the
matrix element (@ |H;|®o) vanishes for higher excitations. Supposing the Mgller-
Plesset (MP) partitioning of the hamiltonian (see Eqs. 4.2—4.4), there are no 1p-1h
components either, because the matrix elements

(@ae| Hr|P0) = war + ) Vartiritr = 0 (A.L15)

vanish according to Eq. (4.6). This is often referred to as Brillouin’s theorem. Accord-
ingly, the first-order ground state is a linear combination of double excitations,

W) = > x| Pava) (A.1.16)
a<b,k<l

where the coefficients are given by the characteristic PT fractions

Va
xy = —— 2 — (A.1.17)
€t€ep—€r—e€
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With the help of Eq. (A.1.10), the second-order ground-state energy is given by

Vi |2
EY = (@A 1w") = - _ Wapal™ (A.1.18)
a<b,k<l Catep—€r=6

The second-order ground state consists of two terms,

A

__% 4
(Ey” — Ho)>

60 . O

2)
W) = —— Hj—
EQ - Hy EY -

— H;|®o) — E” H/|®o) (A.1.19)
Hy

where E; D — (g Hy|Do). Applying again the resolution of the identity (twice in
the first term) and using the first-order result, |\IJ(§2)) may be written as

W =2 2.

Vearii
>|<I>J><<I>J|H,|d>cd,,> o

0 _ € —e€:
J#0 c<d,i<j E Cetea—6 €
V.
(1) ablkl]
+ E O] _— A.1.20
0 a;b . | Papii) RT—— ( )

Here, the sum over the states |® ;) in the first term comprises single, double, triple,
and quadruple excitations (vp-vh, v =1, 2, 3, 4).
Let us consider the |®,;;) component in |\II(§2)). The corresponding amplitude

(2) .
X,y €an be written as

2 2 (Dt | Hr 1 ®ai) Veatijy
xéb)kl = (Dt | W) = — Z a cdij) Vedlij
(€a+6b_6k_€l)(ec+€d—61—ej)

c<d,i<j

£ (abkl)
A 1
Pkt | Hr — E(() )|q)ahkl>vah[kl]
(eatep—ex—er)?

(A.1.21)

Here, we have separated the diagonal contribution in the sum over the 2 p-2#h states
which can be combined with the second term of Eq. (A.1.20), effecting the modified
diagonal matrix element (@abklll:l 7 — E(()l) |Dyprs) in the numerator.

As another example, the 1 p-1h excitations in |\IJ(§2)) contribute with the amplitudes

Veaiij)

(A.1.22)
€ctE€1—€ —€;j

1 N
X = (Pui W) = E—— Z (Pak|Hi | Peaif)

c<d,i<j
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As these examples show, the general PT expansion (A.1.8) for |¥,) establishes
individual PT expansions for the amplitudes (or CI coefficients)

x; = (P, |Vo) (A.1.23)

The onset of these expansions, that is, the PT order O (x;) of the first non-vanishing
contribution, depends on the excitation class [J] of the respective excitation J. The
amplitudes x,p; are of first order (and that would apply to x,; as well were it not
for Brillouin’s theorem). The x-amplitudes for the triple and quadruple excitations
(excitation classes 3 and 4, respectively) begin in second order; in third order, the
next two excitation classes, ¥ = 5 and 6, come into play, and so forth. The general
order relations read

1
s 1T
O(xy) = %[ . [7] even (A.1.24)
;(J1+ 1), [J]odd, > 1
They follow from the structure of the expansion (A.1.8) and the instance that via the
two-body Coulomb operator contained in H; there is a (non-vanishing) coupling of
states of excitation class v to states of the two higher classes, v + 1 and v + 2.

A.1.2 Matrix Algebra

There are some basic matrix algebra techniques which are generally useful and apply,
in particular, to some of the topics treated in this book. While these algebra tools
are simple, they cannot necessarily be considered common knowledge so that the
following brief inspection may be helpful.

Inverse of a Partitioned Matrix

Consider a square matrix

AB
M = (C D) (A.1.25)

consisting as indicated of sub-blocks, where A and D are square matrices, and B
and C are rectangular matrices of corresponding size. The inverse of the partitioned

matrix .
AB\ E F
<C D) = (G H) (A.1.26)
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has the same block form, and the sub-blocks of the inverse can be directly written in
terms of the original blocks according to

E=A-BD'O)7!, F=—-A"BH
G=-D'CE, H=({D-CA'B)"! (A.1.27)

To derive these equations, one may break down the general inversion product,

(¢2)(8)- (1)

into the following four sub-block equations:

AE + BG =1
AF + BH =0
CE + DG =0
CF +DH =1

Now one may, for example, solve the third equation for G. Theresult G = —D~'CE
can be used to replace G in the first equation, which then can easily be solved for E
in the form given by Eq. (A.1.27).

A side remark: The simple expression

~1
ab 1 d —b
(45 =t (4 iz

for the inverse of a 2 x 2 matrix is useful in dealing with small matrices. Obvi-
ously, the inversion of a 3 x 3 matrix or a 4 x 4 matrix can be accomplished in a
straightforward way (leading to closed-form expressions) by using a (1-2) or (2-2)
partitioning scheme, respectively, and combining Eq. (A.1.28) with the partitioning
formulas (A.1.27). Such an approach is particularly helpful if one deals with matrices
where the matrix elements are functions of one or several variables.

Partitioning of an Eigenvalue Problem

The partitioning technique can also be applied to the matrix eigenvalue problem.
Consider the eigenvalue equation for (a hermitian) matrix M given in the form of

Eq. (A.1.25):
A B X X
(22)(5)-2(2) a1
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Here, A denotes an eigenvalue of M, and the corresponding eigenvector is written in
an obvious partitioned form. More explicitly, the latter equation is composed of the
two sub-block equations

Ax + By =)\x
Cx + Dy =)y

coupling the x and y components of the eigenvector. Solving the second equation
for y gives
y=O\-D)'Cx (A.1.30)

which can be used to replace y in the first equation. The result is the following
pseudo-eigenvalue equation for x:

(A+ BN —-D)'C)x = \x (A.131)

While the matrix on the left-hand side is of smaller dimension than that of the
original matrix M, it depends on the respective eigenvalue A. This means one has to
resort to an appropriate iterative procedure in order to solve the pseudo-eigenvalue
equation, which of course brings up computational issues such as the convergence
of the procedure to selected (or a manifold of) pseudo-eigenpairs A\, x;. Once such
an eigenpair has been determined, the y components of the full eigenvector of M
can be obtained using Eq. (A.1.30).

Note that, in general, two pseudo-eigenvectors x; and x; associated with distinct
eigenvalues, \; # ), are not orthogonal. Orthogonality only applies to the full eigen-
vectors of M, of which the x components are only a part. (As pseudo-eigenvectors
of Eq. (A.1.31) x; and x; derive from distinct sub-block matrices.)

The computational benefit of partitioning the eigenvalue problem depends of
course on the specifics of the problem under consideration. Generally, a partitioning
scheme will be desirable in which the sub-block A is of small dimension and prefer-
ably coupled only weakly to the (large) sub-block D via the off-diagonal blocks
B and C (= B"). The advantage of a low-dimensional pseudo-eigenvalue problem,
being of the dimension of A, is offset to a certain extent by the need of inverting the
large matrix (A1 — D) for various values of X in the iterative procedure. The latter
task is addressed in the following sub-section.

The simplest partitioning scheme is one where the sub-block A is one-dimensional:

a bl bm

C1 dll dlm
m=| . . . (A.1.32)

Cm dml e dmm
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The corresponding one-dimensional eigenvalue equation reads
A—a—-bMN—d)'¢e=0 (A.1.33)

where d denotes the matrix of elements d;; and b and ¢ are (column) vectors of the
elements b; and c;, respectively. If d is already diagonal, dy; = dy;dk, and, moreover,
supposing b; = ¢} for hermiticity of m, the eigenvalue equation simplifies to

m

|br|?
A—a—ZA_dk=0 (A.1.34)
k=1

This allows for “graphical” solutions obtained as the intersections of the straight line
f(\) = X — a and the pole function g(\) = Y, [bx|* (A — dp) .

Inversion of Resolvent-Type Matrices

Let M be a hermitian matrix of dimension n. The task of inverting the matrix
(wl — M) as a function of a variable w is encountered in resolvent-type matrices
such as

Rw) = (wl—M)" (A.1.35)

This inversion problem is essentially equivalent to solving the eigenvalue problem
for M,
MX =X, X'x=1 (A.1.36)

Here, 2 denotes the diagonal matrix of eigenvalues, wy, . . ., w,,and X is the matrix of
eigenvectors (represented by columns of X). According to the eigenvalue equations,
the original matrix M can be written as

M=XeXx"' (A.1.37)

Using this form and the orthonormality relations for X in the resolvent matrix (A.1.35)
yields

Rw) =wXX - XQX") ™' = [X(wl - SZ)XT]‘1
=X(wl-@)'Xx" (A.1.38)
The last line gives an explicit expression of (w1l — M)~! in terms of the eigenvalues
and eigenvectors of M ; the inversion of the diagonal matrix (w1l — €2) is of course

trivial.
A particular matrix element of R(w) is given by

- 1
qu(w) = Zkaw——ka:;k (A139)
k=1
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While the relation (A.1.38) is of obvious theoretical interest, one may wonder
about its usefulness in actual computations. Again, this depends on the actual problem
under consideration. If M is a large matrix, full diagonalization is certainly not a
desirable or feasible option. Often, however, one is not interested in the resolvent
matrix as a function of the energy variable, but rather in its particular pole positions,
that is, selected eigenvalues of M. Then, of course the eigenvalue problem of M is
to be dealt with in the first place, and one can resort to the iterative diagonalization
methods such as the Davidson [2] or Lanczos procedures [3, 4]. In case one actually
needs R(w) as a function of w such as for frequency-dependent polarizabilities
(see Appendix A.7), a viable computational scheme can be based on the Lanczos
algorithm. There the exact spectral representation according to Eq. (A.1.38) can
be approximated by a corresponding representation in terms of a set of L Lanczos
eigenvalues and eigenvectors (Lanczos pseudo-spectrum), where L is the number of
Lanczos iteration steps.

An Application: Brillouin—-Wigner Perturbation Theory

Using the partitioning technique in the eigenvalue problem of the hamiltonian allows
one to understand the essence of the Brillouin—Wigner perturbation theory. The BW
expansion for the ground-state energy is obtained from Eq. (A.1.10) with the choice
e = Ey. For notational ease, we consider the case of a one-particle system, where
that expansion takes on the form

A 2 dohn \
e =eé°)+<¢o|h1|¢o>+<¢o|h12( o2 ) )

ey — ho

v=1

=(olhd0) + (dolh —2—h|¢o) + (Polh1 —y — LRy o) + ...
ey — hy eo—ho ey—ho

(A.1.40)

Here, gy = - |®0) (o is the one-particle analogue to the projector (A.1.2). Trun-
cating the expansion after the nth order term gives rise to an implicit equation for
the energy ey of the type

eo = fa(eo) (A.1.41)

Obviously, the BW procedure does not lead to a usual PT expansion for ej. Rather,
it will be seen to be a specific way of applying a CI treatment to the ground state.

Representing the hamiltonian in terms of the eigenstates ¢, k =0, 1, ... of fzo,
hoo hot hoa - ..
hio hiy hia ...

h =1 hy hy o ... (A.1.42)

the Schrodinger equation takes on the form
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hx = epx (A.1.43)

where x denotes the ground-state eigenvector. Partitioning of the Schrodinger equa-
tion as in Eq. (A.1.32), one obtains the one-dimensional secular equation

e —hoo —vi(eg —h) v =0 (A.1.44)
Here, v is the (column) vector of the matrix elements
v = hio = (@xlhilgo), k = 1 (A.1.45)

and h denotes the sub- block of h with matrix elements Ay, k, [ > 1. Writing A
more explicitly as iy = ‘30 (¢0|h1 |¢o) and, correspondingly, h as

h=e® +h (A.1.46)

where e© is the diagonal matrix of eigenvalues e,(co) of ﬁo, k > 1, the one-dimensional
eigenvalue equation (A.1.44) takes on the form

eo = e + (dolh1|po) + vF(egl — @ — )~ 'v (A.1.47)

Expanding the matrix inverse in a geometrical series according to

ol — ¢©

~ —1
3 h
(eol — e — h) ™' =(egl — e®)! (1 S — )
=(eol — e + (eol — @) T hy(epl — €)' +

the right-hand of side Eq. (A.1.47) can be directly identified with the BW expan-
sion (A.1.40). To make the BW expressions more explicit, one may replace each g
operator with ), 20 1Bk (Bxl-

To conclude, the BW approach to the ground-state energy is essentially equivalent
to a CI treatment, in which the CI eigenvalue problem is recast via partitioning into
a one-dimensional iterative eigenvalue equation. The energy-dependent inversion of
the (large) residual matrix is handled by truncating the associated geometric series
at successively higher orders.
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A.2 Proof of the Gell-Mann and Low Theorem

The proof of the Gell-Mann and Low theorem presented in the following is essentially
based on the version given in the textbook by Fetter and Walecka [5].

Theorem:

If the state .
0.0, —o00)|®
W) = lim — 220 =09)I®0) (A2.1)
=0 (Dy|U.(0, —00) | Do)

exists in all orders of perturbation theory, then it is an eigenstate of H with the
eigenvalue
(@o| H; Uc(0, —00)| Do)

Ep = E\” + lim L (A22)
=0 (|0, (0, —00)|By)
Proof:
For brevity, we use the notation
[Wo(€)) = U(0, —00)| Do) (A2.3)
where U (0, —o0) is given as in Eq. (4.41).
The first step is to derive an expression for H|Wy(e)).
Consider the commutator
[Ho, U.(0, —00)1| Do) = (Ho — Eg”)|Wo(e)) (A2.4)

To evaluate the commutator on the left side, consider the nth order term in l}e (0, —00):

(Ho, Hy(t)H; (1)) ... Hi(t)) = [Ho, Hi (t)1H(t;) . .. Hi (1)
+ H; (t)[Ho, Hi(t)]. .. Hi (1) + . ..
+ Hi(t)H; (1)) . . . [Ho, Hi ()]

where t; > t; > --- > f; is a specific ordering of the n time arguments. Using
Eq. (4.18), the commutators may be replaced by time derivatives,

A A 0

Hy, Hi(t)] = —i—H;(t

[Ho, H;(1)] Ury (1)
which yields

A A o N 0 0\ ~ N N
[Ho, H(t;)H;(t)) ... Hi(t;)] = (—i) (8_t1 +o 4 5) Hi(t;))H;(t)) ... Hi (%)

This allows us to write the right-hand side of Eq. (A.2.4) in the form
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(o — E™)|Wo(e)) = i( D" 1/ i o /‘) i o
0l€ 1€ [‘ne
n=1 —00 —oco
n 9 . R A
|:( a_tk) H;(t)H; (1) ... H[(fn)] | Do) (A.2.5)

Next, the time derivatives can be placed before the time-ordering operator. This is
possible since

"0
(Z 8_tk> 0@tpay — tr)0tpe) — tp@3) - - - Otpi-1) — tpmy) =0
k=1

where P (i) denotes a permutation of the integers i = 1, ..., n. The latter identity
holds because each factor §(¢p(;) — tp(j+1y) is differentiated twice, and the respective
two time arguments have a plus and a minus sign, respectively. In the simple case
n = 2, for example, we find

0
G+ t2>0<r1 —0) =0 —h) =6l —16) =0

In consequence, Eq. (A.2.5) takes on the form

R 0 (_l‘)n—l 0 0
(Hy — E{)Wo(e)) == - / dt; e ... / dt, "
- _

n=1 o0

n 9 . R R
Z = | T[H; (t)H () . .. H;(1,)]| Do) (A.2.6)
= 8tk

To proceed, let us note that

(i) each time derivative on the right-hand side of Eq. (A 2.6) yields the same con-
tribution; that is, we may replace (ZZ | azk) by n+- m]
(i) we may then use partial integration for the ¢, integration according to

0 €ty e
8t1( ):8_1‘1(6 (..) —eeM(...)

This allows us to write Eq. (A.2.6) as
(Ho — E5°>>|%(e>> =

_l)n 1 0 . 0 A R R
,Z —D'f dtzefz...[m dtneE'zT[H,(tz)...H,(rn)]|q>0>

_n\n—1 0
Z ) / dty e ... / dt, e TTH; (1) ... Hi(t)1®o)  (A2.7)

L (n—1)! ~
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Note that in the first line on the right-hand side the operator A ;= H 1(0) could be
placed to the left of the time-ordering operator, because #; = 0 is the maximal value
in any of the remaining time arguments. Equation (A.2.7) can be written in a more
compact form as follows:

A A 8
(Hy — E)Wo(e)) = —H;[Wo(e)) + i€g 50 1%0(©) (A2.8)
g=1

Here, the first term on the right-hand side is readily identified with the first term on
the right-hand side of Eq. (A.2.7). The second term on the right-hand side can be
understood as the result of introducing a coupling strength parameter associated with
the interaction part, i.e., ﬁ; — gl‘:II, so that in nth order the relation

a n n
- =n
gagg g

holds. The aim of the first step is thus achieved, the result being of the form

. 0
(H — E?)|[Wo(e)) = icg 7 Wo(e) (A.2.9)
g g:]

Atthis point, however, the limite — 0 cannot be carried out, because | W (¢)) contains
diverging contributions.

Second step: Bring Eq. (A.2.9) into a form complying with the premise of the
theorem, so that the adiabatic limit can be taken.

Multiplying Eq. (A.2.9) from the left by 7{3t— yields

B)
Eo(e) — E = iﬁga—g log(®o|Wo(e)) (A.2.10)

where Ey(e) is defined as in Eq. (A.2.2) without taking the limite — 0; the choice g =
1 is no longer explicitly indicated. On the other hand, we may multiply Eq. (A.2.9)
from the left by (®o|Wo(e)) !, yielding

4 oy Y@ _ . 1 Q\p
H = L) o iwe(@) = " igiwote) ag 0
—ic 9 _1%o@) —ieg|W, (@)ﬁ;
~ ' Tag @l we(e) I Bg (@l Wo(e))
- eg3 o) | _[%o(©) iegﬁlog@owo(e)) (A2.11)

=g (@olWo(e) " (@0l We(e)) T Dg

Using Eq. (A.2.10) in the second term of the last line of Eq. (A.2.11), takes us to the

final result 1Wo(e)) 0 |W(e)
= B we@) ~ g (@alw(@) he
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which is of a form in which the limit € — 0 can be taken on both sides. According
to the assumption,
Y
0y — tim %)
=0 (Do Wy(e))

exists in all orders of perturbation theory, and this property is not affected by applying
the operation g% (in each order n). Then, due to the factor ¢, the right-hand side
vanishes for ¢ — 0, and we obtain

(I:I—Eo)limM =0
=0 (Do Wp(e))

which completes the proof.

Combining Operators and the Time-Evolution Operator:

In deriving Eq. (4.56), the following extended transitivity property of the time-
evolution operator has been used:

U.(00,)0; (1) U.(t, —oo):Z(_l') f dtle—“’l‘.../ dt, e~
n=0 n: —00 >
T [FI, ) .. H (z,,)é,(z)] (A2.13)

To prove this property, let us consider the nth order term on the right-hand side of
Eq. (A.2.13) for a given value of ¢,

X(”)(t)z(_n—i')n/ dtl.../ dr,j[ﬁ,(zl)...ﬁ,(rn)é,(t)] (A2.14)

—00

omitting here the switching functions for simplicity. The n-fold time integrations
can be broken up into (n + 1)! distinct contributions according to the different time-
orderings of the n + 1 time arguments ¢, .. ., t,, t. These time-orderings can further
be classified according to the number i = O, ..., n, counting the time arguments
larger than ¢; correspondingly, ¥ = n — p is the number of time arguments smaller
than 7. For a given p, there are (Z) ways to select p time arguments from the set
t,...,1,,and for each selection, there are u!v! time-orderings in which the first p
and the last v time arguments are permuted among themselves. Note that the total
number of time-orderings in class p is n! = (Z) wlvl. Let
>t > >0>1>0> >0,

denote a specific time-ordering of class y; that is, ; > t;--- > f; > ; are p time
arguments. The corresponding contribution in the integrand can be written as
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0t; —1;) ... 006 — )0t — )0t —1,) ... H(t)Hi(t;) ... Hy (1)
Or)H(t,) ... Hi(t,)

Obviously, the p! permuted time-orderings of the first ;4 time arguments can again
be combined according to

T [1—}, ) .. H (tl)] (A2.15)

in a corresponding T product, and the same holds for the last v time arguments.
Using the fact that the time arguments in the time integrations are dummy variables
which can be renamed at will, Eq. (A.2.14) can be written as

X(n)(;)z%ZCi) / dr, . / dr, T [H,(tl) ﬁ,(zu)]
Tou=0 4

6,(1) / ar, . / an, [y . )], v=n—p
(A.2.16)

Using this result on the right-hand side of Eq. (A.2.13) and taking again the switching
functions into account, we obtain

( l)ﬂ

n —0

o0
/ drje—enl / drne*'fn'f[ﬁ,(rl)...ﬁ,(zn)é,(z)]
—00

00 l)” n

o0 oo n n n
Z Z On ;H—I/( ) / dl‘]eiflm .. / dl‘ueifltu‘ T I:H[(t]) c.. H[(tp):l
t t

n=0 o ouw=0

t
0 / drje=cnl . / dr, el f[ﬁ,(:l)...ﬁ,(ty)] (A2.17)
—00 —00

As in the proof of e*t’ = e¢*e”, the summations on the right-hand side can be
reordered according to

Z - ’)” 35 W( > -3 (_Mi')# 3 (_Vi')y (A2.18)
n=0 ! 1,v=0 = Tov=0 ’

which brings us to the left side of Eq. (A.2.13).
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A.3 Proof of Wick’s Theorem

The key step in the proof of Wick’s theorem [6] is the following

Lemma 1: Let 4;4; . .. a,a, be a product of time-dependent fermion operators and
b an operator with a time argument smaller than those of the factors in the product.
Then the following identity holds:

_
Nlaa;...aa)b= K [&,-a,- . ..&s&,b]
1 1

+ N [a,-a, y .asa,é] +o+ N [aia,- . .&S&tb}
+ N[&i&j...asaté] (A3.1)

Proof: The operator b can either be a physical operator, b =1, or an unphysical
operator, b = u. In the latter case, the lemma is essentially trivial. All contractions
on the right-hand side vanish,

as u is unphysical, so that Eq. (A.3.1) is fulfilled.

Now let us consider the case, where b = ¥ is a physical operator. Without loss of
generality, we can assume that the factors in the operator product are already normal-
ordered (otherwise a corresponding rearrangement could be performed on both sides
of Eq. A.3.1). In particular, we may assume that there are x physical and v unphysical
factors in the original product, so that the left side of Eq. (A.3.1) can be written as

A

N[Oy Bty 8]0 =01 ... Dy ... 010 (A3.2)

To proceed, we commute 0 successively to the left. The first step gives

A A

Vp...V4Up ... UV = — V...V U ... U, 10U,
S R /SR {ul,,v} (A.3.3)

Now the anticommutator {ﬁ,,, 13} on the right-hand side can be replaced by the
contraction #;,0",

A

{i,, 0} = a,0 + i, = T [4,0] — N [a,0] = i, b (A3.4)
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since T [4,0] = a,0and N [4,0] = —0il,. Accordingly, Eq. (A.3.3) can be written
in the form

~ [
+ N [ﬁl Dl uluv:| (A3.5)

where the contraction has been inserted in the A/ product (see Eq. 5.15). Obviously,
the second term on the right-hand side reproduces the first contracted N product in
Eq. (A.3.1).

In the same way, the anticommutator arising in the second step, {ﬁ,,,l, f)} can be
replaced by the contraction i;,_, 0"

A A A A

V... vuul Lo Uy =V .. vuul e Uy VU, 1Uy

N ||
+ N[Oy Oplly oo iyl D

~ |
+N |:f)1 Dyl ...ﬁ,,_zﬁ,,_lﬁ,,ﬁi| (A.3.6)
Note that the phase (—1) in the first term on the right-hand side of Eq. (A.3.5) has been
accounted for by writing the &;,_, 0" contraction in a separated form (see Eq. 5.15)
maintaining the original order of the operators. Performing v commutations in such
a way, the original product (A.3.2) can be written as

[

A A

U1... f)#ul o, 0 =(=1D"0; ... l’)#ﬁl/’il LooUuy + N |:ﬁl - f)uul - ﬁylu,,v]
~
+ N Oy Dty oyl 1,0 | + .. (A3.7)

where the operator v is situated to the left of the & operators and v normal-ordered
products with one contraction have emerged as a result of commuting 0 to that
position.

At this point, we may stop, because a contraction (and anticommutator) of  and
any of the p physical operators vanishes. Obviously, the first term on the right-hand
side written as

A

(=1)"y ... B diy ...ty = N [br ... D ... 0,9] (A3.8)

reproduces the contraction-free normal product on the right-hand side of Eq. (A.3.1).
This concludes the proof of the lemma.

It should be noted that the lemma can readily be generalized to the case where the
N product contains one or more contractions, since the contractions can be taken
out of the respective N product.
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Using Lemma 1, Wick’s theorem follows readily by induction with regard to the
number n of operators.

Proof of Wick’s theorem: For n = 2, Wick’s theorem (cf. Eq. 5.16) merely refor-
mulates the definition (5.6) of a contraction:

A

T [az;] - N [az;] +ab

Suppose that the theorem holds for n factors and consider a product of n + 1 factors
ay ...a,a,y,. The last operator a,, may be chosen such that its time argument is
smaller than those of the other factors, which allows us to write

Tlar...an)aner =T [ar .. dnéns1] (A3.9)
Multiplying both sides of Wick’s Eq. (5.16) on the right by a,,4 yields

Tlar...an)ansr =T [ar ... anlns1]

[
= N[&] . ..&,1]&n+1 + N[&1&2&3 . ..]&n+1

| —

~ ~ 1 1
+N|:&1&2&3...j|fln+1 + ... +N|:fl1&2&3&4...j|fln+l + ...
(A.3.10)

Applying Lemma 1 individually to all the terms on the right-hand side, one obviously
reproduces the right-hand side of Wick’s operator identity for a product of n + 1
operators:

A

T [ar...anann] = N[ar ... anansi]
-+ N [sum over all possible pairs of contractions] (A.3.11)
Finally, the initial restriction with regard to the time argument of @, can be lifted,

since the factors within the 7" and A/ products can be changed at will, resulting only
in a common phase on both sides of Eq. (A.3.11).
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A.4 Time-Ordered Diagrams: Derivation of Goldstone
Rules

To establish the rules (G1)—(G4) of Sect. 7.2 for assigning analytic expressions to the
time-ordered Feynman diagrams, one has to perform the required time integrations
for an arbitrary nth order diagram in a systematic and generic way. The procedure
presented in the following is based on notes by F. Mertins [7].

Let us consider an nth order Feynman diagram, D = D(t, t"), where ¢, t’ denote
the two external time arguments. The Fourier transformed diagram, D(w), can be

obtained according to
oo

Dw) = / dr ™' D(t,0) (A4.D)

—0Q

using here the legitimate choice #' = 0. This means that altogether the computation
of D(w) requires n 4 1 time integrations:

oo oo oo o0

D(w) = / dr / dt,, / dty_; ... / dr €' D(1,0; 11, .. .1,) (A4.2)
Here, D(t,0; 1y, ..., t,) denotes the full time-dependent form of D (prior to the n

internal time integrations).
The n + 1 time integrations in Eq. (A.4.2) can be decomposed with respect to

distinct time-orderings of the time arguments. Let 7y, 7, . . ., 7,41 denote a particular
permutation P of the time arguments ¢, 1, . . ., #, such that
M= <7 <0< Ty <+ < Togr (A4.3)

The corresponding contribution to the full time integral (A.4.2) is given by

00 Tn+1 Tin+2 0 T )
DP(w) = / d741 / dry, .. / d741 / dTm/ d7m_1 / dr D(1y,...)
0 0 0 —00 —00 —o0
(A

(B)

) (A4.4)

where D(7y, .. .) is the integrand of Eq. (A.4.2) as a function of the 7-variables. The
original Feynman diagram may be redrawn such that the order of the vertices (both
internal and external) reflects the particular permutation of the time arguments. This
is referred to as a time-ordered or Goldstone diagram (rule G1).

Let us first consider part (A) of the integral, comprising the variables 7; < 0. In
analogy to the treatment of the time-evolution operator in Sect. 4.4, we introduce
new variables, xq, ..., X,:
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Xm = Tm Tm =Xm
Xm—1 = Tm—-1 — Tm Tm—1 =Xm—1 + Xm
X1=T]1—T TI =X1 + X2+ -+ Xy (A4.5)

Here, an x;-variable is assigned to each pair of successive 7T-arguments (with
Xm = Tw — 0 for i = m). The second column in (A.4.5) specifies the inverse trans-
formation. The Jacobian determinant of the transformation (A.4.5) simply is

87’,‘ _
(&)

and the integration limits become (—oo, 0) for any of the x;-ntegrations. Accordingly,
(A) can be written as

0 0 0
(A) = / dxmf dx,,_; / dx; D
—00 —00 —00

Before applying a similar transformation to part (B),

o0 Tnt1 Tm+42
(B) Ef d741 f dr, .. / ATt -
0 0 0
0o 00 00
= / d7_m+1 / d7_m+2 N / dTn+1 e
0 Tin+1 T

n

let us note that the original integration procedure (first line above) is equivalent
to performing the integrations as indicated in the second line. Applying now the
transformation

Ym+1 = Tm+1 Tm+1 =Ym+1
Ym+2 = Tm4+2 — Tm+1 Tm+2 =Ym+1 + Ym+2
Yn+1 = Tut1 — Tn Tat+l =Ym+1 T+ Yn + Yu+1 (A4.7)

part (B) becomes

o0 o0 o
(B) = / dyut1 / dy, ... / dymet ...
0 0 0

Altogether, the (n + 1)-fold integral (A.4.4) takes on the form

o0 oo [ee) 0 0 0 5
Df (w) :/0 dy,,H/ dy,,.../ dym+1f dxmf dxm_l.../ dx, D
0 0 —00 —00

“T(A48)
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Fig. A.1 Schematic
representations of the n + 2
vertices of an nth order
Feynman diagram associated
with a specific time-ordering
of the time arguments. Both
the internal and external
vertices are drawn as
horizontal lines. The time
arguments 7,, v =1, ...,

n + 1 denote a permutation
of the original time

arguments t;,i = 1,...,n w-line
and ¢; the time argument of Tm42 =ommmmmoos
the lower external vertex has Ym-+2
beensettot’ =0 Tm+1
Ym+1
0 =0
Tm
Tm—1

Tm—2

where D denotes the integrand as a function of the new variables. As will be seen,
the new integration variables, x; and y;, can be assigned to “cuts” between consec-
utive variables of the original set 7y, ..., 7,4+1. The situation is depicted in Fig. A.1
representing the time-ordered diagram D? in a schematic way. Here, the horizontal
lines represent the n + 2 general (inner and external) vertices of the time-ordered
Feynman diagram, each being associated with one of the n + 2 time arguments
Ty ooy Tms Oy Tme1 .., Tur1. There are n internal vertices (normally depicted as
wiggly interaction lines), with two outgoing and two incoming free fermion lines
each. The two external vertices of the original Feynman diagram have positions
according to the respective time-ordering. In Fig. A.1, the upper external vertex is
assigned to t = 7, with one free fermion line ending here. The other external vertex
is assigned to the " = 0 line (between 7, and 7,,+), where one free fermion line
sets out toward a lower lying (inner) vertex.

The time-orderings form two classes, (I) and (II), according to t > 0 and ¢ < O,
respectively. To be specific, we shall confine us to the case r > 0, as assumed in
Fig. A.1; the treatment of time-orderings with # < 0 is completely analogous.
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The integrand is given as a product of free Green’s functions and the e“’ factor
of the Fourier transform. Let us recall the general form (cf. Eq. 3.52)

N ,—ieg(T—7") —n(t—7")—=
O(r —1')e ' e Mg

- —~0 ’
iG,(r,7)= , , ,
q (_])9(7_/ _ T)e—lEq(T—T )en(T—T )nq

(A.4.9)

of a free Green’s function, beginning at the vertex 7" and ending at the vertex .
Here and in the following, the convergence factors ¢*""~™) required for the Fourier
transforms of the f-functions are explicitly taken into account.

In a time-ordered diagram, either 7 > 7" or 7 < 7’. In the former case, Gg is
given by the upper expression on the right-hand side, associated with particle states,
i1,. The corresponding G°-line is referred to as a particle line, its direction arrow
pointing upwards (from 7’ towards 7). For 7 < 7/, the G°-line is directed downwards,
representing the hole part of G° according to the second line in Eq. (A.4.9).

This is summed up in rule (G2): In a time-ordered diagram, the direction arrows
of the G-lines distinguish particle contributions (arrow upwards) and hole contri-
butions (arrow downwards). Note that each hole line introduces a factor (—1) in the
integrand (cf. rule G4).

Now we inspect how a GO-line running between two vertices, 7y < 7, con-
tributes to the respective integrations in (A.4.8). Let us first consider a particle line,
G(I),(T,, Ty), running from 7, to 7,; here, the index p stands for “particle.” We may
distinguish three cases with respect to the extension of the G?)-line within the dia-
gram:

()r >s>m+ 1: Since
Tr_TSZyr+yr—l+"'+y.r+l

one obtains a factor
e ieTi =5+ 1,8s+2,...,r

for any y-coordinate encompassed by the 7, and 7; vertices. Note that the lower vertex
of the particle line could also be 7, = 0, which would bring the lowest y-coordinate,
that is, y,,41 into play.

(ii) r > m > s: According to

Tr—Ts=Yr+ Y1+ Yl —Xp — Xp—1 — =+ — X

both x and y variables come into play yielding the following factors in the respective
integrands:
e rliegTWi fori=m+1,...,r

e'rrie"i for j=s,s+1,...,m
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(itiym > r > s: Here,
Tr — Tsg = —Xg — Xg41 — *+* — Xp—1

which leads to the factors

ertie™ for j=s,s+1,...,r—1

in the integrands of the x-integrals.

To summarize: A particle line crossing two successive vertices contributes to the cor-
responding x- or y-integration. The orbital-energy factors in the respective integrals
are

e~ for y-integrals

A (A.4.10)
e for x-integrals
The convergence factors contribute as follows
e~ for y-integrals
y-inieg (A4.11)

e™ for x-integrals

In the same way, we can analyze a hole line, 62 (75, 77), running from 7, to 7. As
above, we may distinguish the following three cases

Dr>s>m+1;
(iDr >m=>s;
(fihym >r > s, (or 7. = 0);

and analyze them separately. The finding is that any hole line crossing a pair of
successive vertices contributes to the associated x- or y-integration, the orbital-energy
factors being

' for y-integrals
(A.4.12)

—ie
e len

i for x-integrals
Note that the orbital energies enter the exponential factors with signs being opposite
to those in the particle case (A.4.10). By contrast, the convergence factors deriving
from the hole lines agree with those from the particle lines, as given by (A.4.11).
Finally, we have to consider the exponential factor ¢’“’ associated with the Fourier
transform. As assumed in Fig. A.1, the vertex 7,, v > m + 1, is assigned to the
original time argument ¢. This is consistent with the class (I) of time-orderings
(t > 0) considered so far. Expressing 7, in terms of new variables,

Ty = Ym+l T Ymt2 T+ W (A.4.13)

shows that the factors ¢/“” enter the integrations over y;,i =m + 1, ..., v. Obvi-
ously, those y; variables correspond to pairs of successive 7 vertices crossed by the
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Fig. A.2 Particle and hole |
lines crossing the cut (dashed Tj+1
line) between vertex levels

T wy P P2 aps s oy fh Yhy e

auxiliary w line starting at the vertex 7, = ¢ and ending at the vertex t' = 0 (between
Tm and Ty, 11).

Now the x;- and y;-integrations can successively be performed. Let us consider a
particular x-integration, say, over x; (1 < j < m). Let there be n, particle lines with
indices pi, p», ... running between the vertices 7; and 7, (or likewise crossing
the “cut” between 7; and 7;,1), as well as n, hole lines, Ay, ha, .... A schematic
depiction of the situation is given in Fig. A.2. Each of the particle and hole lines
contributes a factor to the integrand, yielding altogether

) = ol € Tepyt—en —eny = )X o (nptna)nx; (A.4.14)

Note that the overall convergence factor e"»*"")"%i guarantees that the integrand
vanishes in the limit x; — —o0, as n, +n, > 0 is a non-vanishing integer. The
integral becomes

0
. . —1
/dxff<xj>=t(ehl+eh2+~-~—em—epz+-~-+l<np+nh>n)
—0oQ

(A4.15)
Obviously, the infinitesimal i(n, + nj)n in the denominator is no longer relevant
and can be omitted.
A similar procedure applies to the y integrals. For the integration over y;, j =
m+1,...,n+ 1, the integrand is of the form

Fyj) = T m T T eV = (A.4.16)

assuming here the presence of n’p particle and n), hole lines. In addition to the con-
tributions from the particle and hole lines crossing the cut between the 7; and 7;_,
vertices, the factor e’“¥/ comes into play if the auxiliary w-line crosses the cut. The
parameter o; = 1, 0 accounts for the two possibilities.

The integral can be evaluated to give

*© . ) -1
/ dy; fOv)) = i (woj +ew +emy + - — €y — €y — -+ i(n), +nj)n)

0
(A4.17)

where the upper limit of the integral vanishes due to the cumulated convergence
factor for the y;-integration, e~ )i Ag above, the infinitesimal i(n/p +n,)n



Appendix 293

in the denominator can be discarded if the denominator is a constant (o; = 0); for
w-dependent denominators (o; = 1), the infinitesimal i(n;, + nj,)n may be replaced
by in.

For the case r > 0 considered so far, the expressions (A.4.15), (A.4.17) establish
rule (G3); note, moreover, that each integral introduces a factor i, as accounted for by
rule (G4). The time-orderings of class (II), where ¢ < 0, can be treated in a completely
analogous way. The w-dependent denominators in the time-ordered diagrams of class
(D) and (II) are of the form w + - -- +in and w + - - - — in, respectively.

Revisiting the Adiabatic Limit

After having established the rules for performing the time integrations in the Feynman
diagrams, we now may revisit the issue of the adiabatic limit € — 0 underlying the
Gell-Mann and Low theorem (see Sect. 4.2). Here, € is the parameter of the adiabatic
switching function el augmenting the interaction part of the hamiltonian (cf.
Eq. 4.36).

As stated in Sects. 5.3 and 7.2, the adiabatic limit exists (and is trivial) for the
linked Feynman diagrams. How can this claim be justified? Just take that limit a
priori by skipping the n switching functions e=! i =1, ..., n, for the internal
vertices of an nth order diagram and verify that a well-defined analytical expression
can be assigned to that diagram according the Goldstone rules of Sect. 7.2. However,
the analysis given above can easily be extended to take into account the adiabatic
switching functions as well, allowing us to take the adiabatic limit a posteriori. Let
us consider again a specific time-ordering, such as (A.4.3) belonging to class (I).
Using the 7 arguments, the product of the n switching functions can be written as

el tltl) — pe(mtmatttn) o =€(Tniito T2t Tag )Ty (A.4.18)

Note that 7, = ¢ is the time argument of an external vertex and has to be excluded
from the product on the right-hand side, more specifically, from the second factor
(supposing the time-ordering ¢ > 0). This is the achieved by the final term, +e€7,, in
the exponent.

Using the transformations (A.4.5), (A.4.7), the T-variables are replaced by the x-
and y-variables. According to

TI+mn+- 4+ Tm=mx, +m—Dxy_1+ -+ x (A.4.19)

the first factor on the right-hand side of Eq. (A.4.18) can be expressed by a product
of factors e“/*i, j =1, ..., m. Thus, for each x; integral, the original convergence

factor, ey +nil)x; , due to the hole and particle lines crossing the cut j is augmented
by the factor e/*/, acting as a “supporting” convergence factor in the limit € — 0.
This means that the e-factors are redundant and can safely be omitted: There is no
difference between taking the limit € — O a priori or a posteriori.

In a similar way, the e-functions of the second factor in (A.4.18) can be introduced
in the y-integrations. Here, the relation between the sums in the exponent is
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Tm+1+ + Tyl = n—m+ 1))’m+1 + - m)ym+2 + o+ 31+ 2y + Yn+1
(A.4.20)
As noted above, the external time argument 7, being

Ty =Ym+1 + -+ Vo1 + W (A.4.21)

in terms of the y arguments, has to be discarded. Altogether, for each y; integration,
there is an additional convergence factor, e~%?/, with \ ; being a positive integer
forj=m+41,...,n,and A\, > 0. In the limit ¢ — 0, the e-functions act as con-
vergence factors together with the original 7 convergence functions in eliminating
the upper y-integration limits. As above, there is no difference between taking the
adiabatic limit a priori or a posteriori.

Remark:

From the analysis given above, it follows that the argument of the redundancy of the
e-functions might also be reversed: One could keep the e-functions and discard the
convergence factors in the G%-expressions (A.4.9) as redundant. Here it is required,
though, to introduce a convergence factor in the Fourier transform (A.4.1):

D(w) = / dt '™ D(z, 0) (A.4.22)

—00

Then, the evaluation of the time integrations for a given Feynman diagram can be
based on the expression

o0 o0 o0 o0
D(w)=lim [ dt / dt, / dty_y ... / dry e e ™MD, 0: 11, . .., ty)e Ul tlinD
—00 —00 —00 —00
(A.4.23)
where all 7 factors in D(t, 0; 4, .. ., t,) have been omitted. The general procedure

used to establish the Goldstone rules (G1)-(G4) can be applied in a completely
analogous way, leading to identical results. Here, the infinitesimal € and the remaining
infinitesimal 77 ensure that the respective upper and lower integration limits vanish. In
the denominators resulting from the x- and y-integrals, the limite — 0is trivial, while
the 7 infinitesimal enters the w dependent denominators in the form (w - - - &= in) for
time-orderings of class (I) or (II), respectively.
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A.5 Dyson Expansion Method for the Static Self-Energy
Part

In this Appendix, we briefly describe an approximation method for the static part of
the self-energy referred to as Dyson expansion method (DEM) [8, 9].
According to Eq. (8.18), the self-energy is the sum of a static and a dynamic part,

T (W) = T(c0) + M(w) (A5.1)

Here, the static part, X(00), can be expressed directly in terms of density matrix
elements (Eq. 8.34), or likewise, using Eq. (3.34), in terms of electron propagator
integrals,

1
qu (OO) = Z Vpu[qv] (pvu - PI(](,);) = Z Vpu[qv]%% dw (Gvu (w) - Ggu (W))

’ (A5.2)
The static part is related to the dynamic part and can be determined consistently once
the dynamic part M (w) or an approximation to it has been established. This is seen
by writing the Dyson equation (8.10) more explicitly as

G(w) = G'(w) + G(w)(E(0) + M(w))G (w) (A5.3)

and inserting this form in Eq. (A.5.2). The result is an implicit equation for X (c0).
For a given M (w), the associated result for X (0o0) can be obtained, in principle, via an
obvious iteration scheme. However, such a self-consistent procedure may not be very
practical, and it is more advisable to relinquish the quest for a fully self-consistent
solution for X (co) and rather resort to an approximation such as the DEM considered
below.

Dyson Expansion
The starting point is the truncation of the Dyson expansion (8.12) after the linear
term in X (w):

GWw) = G°(w) + G*(W)(E(c0) + M(w))G’ (W) + ... (A.5.4)

Note that the truncation error here is of fourth order because the perturbation expan-
sion of X (w) begins in second order. Inserting the truncated Dyson expansion in
Eq. (A.5.2) yields the following linear set of equations for the matrix elements of
Y (00):

1
¥4 (00) = Z meﬁ % G (W) Z, (00)GY(W)dw + by, + O(5)  (AS5.5)
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where O(5) indicates that the truncation error for X,,(c0) is of fifth order. The
inhomogenities b, are given by

bpq = Z Vpr[qs] Osr (A56)
where Oy, denote the contour integrals

Qyr = 2; G (W) My, (w) G (W)dw (A5.7)

based on the matrix elements of the dynamic self-energy part M (w). Performing the
contour integrations in Eq. (A.5.5) allows us to write the linear equations in the more
explicit form

— ngn,
%,y (00) = Z Virigs) e 53 1 (00) + by (A5.8)

Here the DE truncation error is no longer indicated.

First, we discuss the solution of the set of linear equations for given inhomogenities
b,,. Obviously, the linear equations for the p-h and h-p matrix elements of X (oc0)
are decoupled from those for the k-h and p-p elements:

1
Tak(00) =Y (Val[kb] .
L

b,l

1
Tra(00) =Y (Vkl[ab] .
L

b.l

1
2p1(00) + Vapirn z3lb(O<3)) + b (A.5.92)
€p € — €

1
251(00) + Vislar 211;(00)> + bra (A.5.9b)
€p € — €

Supposing real orbitals, the linear equations can be restricted to the p-h components
Lak (00):

1
Tak(00) =Y p— (Vaitkp) + Vabikny) L1 (00) + bak (A.5.10)
bl

Introducing the p-h coefficient matrix A” h

A 1
Ay = . (Vatieo) + Vabiin) (A5.11)

€l

and corresponding (column) vectors X7 "(00) and b” h, Eq. (A.5.9) can be written in
a more compact form as

T (00) = AP EP" (00) + bP" (A.5.12)
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Thus, the formal solution of the linear set of equations takes on the form
¥ (00) = (1 — AP~ 1pP" (A.5.13)

Once the p-h and h-p components of X(oco) have been obtained by solving the
Eqgs. (A.5.9) or (A.5.10), the h-h and p- p matrix elements can be evaluated according
to

1
Zij(00) =) oo Vaun = (00) + Vartn Zin(00)) + by (A5.14)
b,l

1
T4e(00) =Y~ ———(Vatter Z61(00) + Vaabfet) B1(00)) + bae (A.5.15)
b1 6

Treatment of the Inhomogenities

The inhomogenities b,,, as given by Egs. (A.5.6), (A.5.7), establish the connection
with the dynamic part M (w) of the self-energy via the contour integrals (A.5.7). If
M (w) is available in the explicit form of spectral representation (8.19), the contour
integrals Q,, can readily be evaluated. Here, it is useful to distinguish between p-p,
h-h, and p-h elements of Q. In the p-p case, the calculation is as follows:

Oup =—— 7& G0 Moy () GO(w) dw
27

: ! mmy"” I
=2 i ~ . —dw  (AS.16)
ve{N-1} m Ww—€ +in w—w, —1IN W —€ +17
V) ,,, V)%
= Z _Ma My (A5.17)
(ea_wy)(eb_w,,)

ve{N—-1}

Note that here only the M~ (w) part contributes. In a similar way, one obtains the
h-h and p-h integrals

() (p)*

Qu=- Y (A5.18)
ey (e w (e —wp)
() ()* W), W)*
Qu = — Z —ma M — Z M (A519)
pe{N+1} (€a =€) (ex—wy) velN-1) (€a—€x)(€a—wy)

In the latter case, both parts M~ (w) of the self-energy contribute, whereas only
M (w) is involved in the A-h results. Note that Oy, = ()

The computation of the Q,, integrals according to the explicit expressions above
presupposes that the full spectral information of M (w) is available. Usually, however,
the acquisition of that information within a given approximation is computationally
expensive and hardly expedient. In the ADC approximation for M (w) presented
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in Chap. 9, the explicit computation of the self-energy pole positions and residue
amplitudes can be circumvented as described in the following.
According to Eq. (9.2), each of the M*(w) parts can be written in the ADC form

ME W) = U (- K= - ) UE (A.5.20)

rq q

where K* + C* and Uj are the secular matrices and coupling vectors as given at
the respective ADC level. The associated ADC eigenvalue equations (9.27)

(KE+CHYE =y*FQ*, (vHiyF =1 (A.5.21)
determine the pole positions as the eigenvalues w,, and the residue amplitudes (9.28)
according to
Mpp = (Y,:::)TU]:‘;: (A522)
In view of the size of the ADC secular matrices, their full diagonalization, needed to
obtain all eigenvalues and residue amplitudes, is obviously not a viable computational
strategy. For an alternative approach, we introduce the (column) vectors
Vi=(l-K"-cH'uf (A.5.23)
for occupied orbitals, k, and

V,=(,1-K —-CH'U; (A.5.24)

for unoccupied orbitals, a. With the help of these vectors, the O, integrals can be
written simply as

Qur =(V,)'V, (A.5.25)
O =(VH'v/ (A.5.26)
. 1 .

OQuk = — Uh'vi - w,)'vy; (A.5.27)

€a — €k €a — €k

To verify these expressions, consider the relations

V,=(1-—K—-C)"'U,
=Y(e1-2)7'Y'U, =Y(e,1 — ) 'm,

which apply to both types of vectors; for notational ease, the £ superscripts have
been dropped. The term m, in the last line denotes the (column) vector of residue
amplitudes m™ of M ™ (w) or M~ (w).

Now the computational task consists in solving linear equations of the type
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V,=(1-K—-0)"'U, (A.5.28)

for K™ + C* and occupied orbitals ¢, as well as for K~ + C~ and unoccupied
orbitals ¢,. In both cases, the elements of the diagonal matrix €¢,1 — K are of the
order of a double excitation energy, (e, + €, — € — €;). This suggests an iterative
solution of the matrix inversions as follows. Let

A =¢1-K (A.5.29)

denote the respective diagonal matrix and rewrite €,1 — K — C as
¢1—-K—-C=A,—-C=(1-CAHA, (A.5.30)

Then, the inverse matrix can be expanded in a geometrical series,

1-K-0O)7'U, =(A, -0O)7'U,
=A"(1+CA" +(CATHY +..) U,

which in turn defines an obvious iteration scheme

V.(0) =
V,(n+1)=V,0)+A'CV,(n) (A.5.31)

for the V, vector itself.

An alternative computational approach is the Lanczos diagonalization [3, 4] of
the secular matrices K* + C*. Here, the p-p integrals (A.5.16), for example, are
approximated by the expressions

Qup ¥ Z —s (A.5.32)

(€q _ws)(eb_ws)

based on the Lanczos pseudo-spectrum for K~ 4+ C~ upon L Lanczos steps. Here,
w; are the corresponding eigenvalues, and the amplitudes are obtained according to
Mgy = ZI U from the Lanczos vectors Z,. A more detailed report on the use of the
Lanczos method in the present context has been given in Ref. [9].
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A.6 Proofs of Order Relations

A.6.1 Diagrammatic Perturbation Theory for Ground-State
CI and CC Amplitudes

To explain the order relations (17.8),
ty~O0(I]1-1), [I]1>1 (A.6.1)
for the CC amplitudes we have to take a closer look at the diagrammatic PT for

the ground state. In Sect. 4.4, we have considered the Gell-Mann and Low expres-
sion (4.42) for the ground state,

U.(0, —00)| Do)

|Wo) = lim = (A.6.2)
=0 {Dg|Uc(0, —00)| Do)
and discussed how the time integrations in the time-evolution operator ,
R o (_l)n 0 0 R . .
0.0, —00) = 3" / drje=l . / dr, el F [H, t)... H (z,,)]
n=0 n! -0 -0
(A.6.3)

could explicitly be performed resulting in the closed-form expression (4.70). Then,
the connection to the familiar RSPT series (see Sect. A.1) could be established by
inserting these results both in the numerator and the denominator in Eq. (A.6.2)
and expanding their ratio. Alternatively, one could have proceeded along the lines
of Chaps. 5-7 to devise a diagrammatic PT formulation for the ground-state or the
ground-state energy. Let us consider in particular the diagrammatic PT expansions
for individual ground-state amplitudes (CI coefficients),

(®0]|C] U0, —00) | Do)

x1 = {®o|C]|Wo) = lim L (A6.4)
0 (Do Uc(0, —00)| Do)
in the ground-state CI expansion (17.10),
[Wo) = |Do) + ) x,C; | Do) (A.6.5)

I

The respective excitation operator, Cl,I=ab...kl,canbe supplied with the time
argument r = 0, thatis, C} (0) = ¢ (0)c; (0) . ... ¢, (0)c4 (0) (see Eq. 3.50). Now C| (0)
can be incorporated in the time-ordered products of the time-evolution operator (4.37)
according to
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Fig. A.3 First-order
Feynman diagram
(Abrikosov form) for the
ground-state amplitude x,px/

Fig. A.4 Disconnected

third-order Feynman

diagram (Abrikosov form)

for the ground-state

amplitude x,pk; @

¢l [19[, ... A (t,,)] =7 [é}(O)ﬁ, ) ... A (tn)] (A.6.6)

since the time argument ¢t = 0 is always larger than the other time arguments.
Finally, the expectation values (®g]...|®Py) can be evaluated using Wick’s theo-
rem as described in Sect. 5.1. The operator C ,T represents a fixed external vertex in
the resulting Feynman diagrams for the numerator in Eq. (A.6.2).

As a simple example, we consider the first-order diagram for the double excitation
éabkl = chchcl shown in Fig. A.3. The corresponding analytical expression reads
(as the reader should check)

0
o / A0 Vi G0, 1) GO0, 1) Gty GO (11, 0)
— 00

which after performing the time integration (and the limit ¢ — 0) yields the familiar
first-order CI coefficient (A.1.16),

V.
Xy = —— (A.6.7)
€+ €p — € — €

A linked-cluster theorem of the kind discussed in Sect. 5.3 applies to the PT
expansion (A.6.4). Here the external vertex C;' allows one to distinguish contraction
schemes or diagrams as being entirely connected (to the vertex C,T) or having parts
not connected to C;. Figure A.4 depicts a simple disconnected diagram of third order.
As a result of the linked-cluster theorem, the PT expansion (A.6.4) of x; simplifies
to

x; = lim (@] €7 U(0, —00)| @) (A.6.8)

where the subscript C indicates that only connected diagrams are taken into account.
An interesting new feature can be seen in Fig. A.5, which shows a second-order
diagram for the 4 p-4h (quadrupel) amplitude x4pcq;ijx- While this is a connected
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Fig. A.5 Factorizing - - t=0
Feynman diagram (second al bf kY U] e [d }i |

order) for the quadruple

excitation amplitude

Xabed;ijkl

Fig. A.6 Strictly connected
(non-factorizing) Feynman
diagram (third order) for the
quadruple excitation
amplitude Xgpcd;ijki

diagram in the original sense, that is, containing no sub-units not linked to the external
verteX, C.4.; ;x> it nevertheless factorizes into the product of two first-order double
excitation diagrams, which is enabled by the multiplicative structure of the external
vertex Czbcdiijkl' The diagr.am in Fig. 'A.S, denoted Q_l (abcd; ijkl)), entails two
Goldstone (time-ordered) diagrams which can be combined as follows:

. 1 Vediki Vabiiji
Q1 (abed; ijkl) = (Vb" + Veatk
/ catertec—a—a \ M re—a—a Mt —a—c;

_ . (1)
xabl/ cdkl (A69)

which makes the product form of Q(abcd; ijkl) explicit. Note that there are alto-
gether 18 distinct factorizing diagrams Q,, (abed; ijkl), v =1, ..., 18, contributing
to the second-order quadruple amplitude xﬁ)c 4:ijki- The four unoccupied orbitals,
a, b, c,d, and the four occupied ones, i, j, k, [, allow for 36 different double exci-
tations, forming 18 pairs of complementary double excitations, such as (acjl) and
(bdik), entailing Ca;,cd,, ikl = CMJ;C;,d,k The diagrammatic results can directly be
verified by evaluating x[(lzb)c diijkl with the second-order RSPT expression (A.1.20) for
the ground-state (see Exercise 17.2).

As the factorizing diagrams for the quadrupole amplitudes show, the concept
of connectivity can be extended: A diagram for the ground state amplitudes x; is
termed strictly connected if it has no unlinked sub-units (original meaning) and,
moreover, cannot be disassembled into disjoint parts by cutting the external vertex
line. A strictly connected diagram, pertaining to the quadrupel amplitude xapcq;ijxi
is shown Fig. A.6.

A generalized linked-cluster theorem based on the concept of strictly connected
diagrams was established by J. Hubbard [10]. However, the diagrams considered
by Hubbard relate directly to the time-evolution operator (A.6.3) rather than the



Appendix 303

Fig. A.7 First-order a b
Feynman diagram for the
ground-state amplitude x,px/
(left) and the associated
Hubbard diagram (right)

amplitudes (A.6.4). In devising these diagrams, Hubbard makes use of Wick’s the-
orem (5.16) in a more general way than in Chap. 5. Unlike in Eq. (5.17), the oper-
ator identities are analyzed with regard to their application to the HF ground state:
T [Zz;& Ky .. .&,.&S&,] |®g). Thereby, all contributions retaining only unphysical
operators drop out, whereas N products in Eq. (5.16) that feature solely physical
operators persist and give rise to non-vanishing diagrammatic contributions. Those
surviving operators are referred to by Hubbard as edges of the respective diagram.
As a consequence, any Hubbard diagram is either a c-number (corresponding to a
fully contracted term) or a product

D' =4,C, (A.6.10)

of a c-number d; and an excitation operator c ; from the set (14.10). For the Hubbard
diagrams of the latter form, an obvious one-to-one mapping can be established onto
the diagrams for the ground-state amplitudes (A.6.4). Consider an arbitrary diagram
D; for the amplitude x; = (<I>0|CA’;|\IJ0), and let §; denote the corresponding ana-
lytical expression. Then, there is a corresponding Hubbard diagram Dﬁ' (obtained
by identifying the external lines of D; with edges in the Hubbard diagram) so that
Dﬁ‘ = 6,C;. This is illustrated in Fig. A.7, showing the first-order Feynman diagram
for the 2 p-2h amplitude x,;;; and the associated Hubbard diagram.

Summing up all Hubbard diagrams of the form (A.6.10) yields the CI operator
expansion,

lim [05(0, —oo)]z - lex,é, (A6.11)

and the corresponding representation of the exact ground state according to
Eq. (A.6.5). As indicated by the subscript C, the (somewhat symbolical) expres-
sion on the left side comprises only connected diagrams (not having disconnected
c-number sub-units) as a result of the conventional linked-cluster theorem. Note that
any individual coefficient x; can likewise be obtained according to Eq. (A.6.8) from
the diagrams for the corresponding ground-state amplitude (A.6.4).

Like the diagram shown in Fig. A.5, a general Hubbard diagram D? contributing
to the term x; C; may consist of two (or more) disconnected sub-units, say Df,’< and
D", resulting in a corresponding factorization of the analytical expression,

D! =d;C; =dgCk x d,Cy, (A.6.12)
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As opposed to these unlinked diagrams, there are strictly connected (SC) Hubbard
diagrams, D?ISC, forming a subset of the Hubbard diagrams of the form (A.6.10).
Summing up all SC diagrams for a given configuration (or edge structure) I,

> D¢ =4,C,

defines a new amplitude, #;, which differs from x;. As should be noted, the #; can
likewise be obtained from the diagrams for the ground-state amplitude (A.6.8) by
discarding all diagrams that are not strictly connected:

tr = lim (00|C; U(0, —00) | Po)sc (A.6.13)

In analogy to Eq. (A.6.11), the sum of all strictly connected Hubbard diagrams
establishes a particular operator expansion,

lim [05(0, —oo)]';c = let,é, (A.6.14)

and this operator expansion allows for a representation of the ground state in the
form .
|Wo) = X111 |dg) (A.6.15)

This is the central result of Hubbard’s extended linked-cluster theorem. The latter
two equations can be seen as a foundation of the CC ansatz (17.1), and, moreover,
establish a diagrammatic PT approach to the CC amplitudes.

The validity of the order relations (A.6.1) for the f-amplitudes can be seen by
inspecting the construction principle underlying the strictly connected diagrams as
shown in Fig. A.6. Beginning with a double excitation, [/] = 2, O(#;) = 1, it takes
each one interaction point (order 1) to increase the excitation class by 1, that is, by
a 1 p-1h excitation. This means it takes (at least) v — 2 interaction points to arrive at
an excitation of class v > 2. The v — 2 interaction points have a camulated order of
v — 2, to which the order 1 of the initial double excitation vertex has to be added.

A.6.2 Proof of Canonical Order Relations

Originally, a proof of the canonical order relations obeyed by the ISR-ADC secular
matrix elements was given in Ref. [11]. However, a more elegant proof [12] is enabled
by recourse to the closed-form expressions of the biorthogonal coupled cluster (BCC)
representation discussed in Chap. 17. Following the latter concept, we shall first
derive the BCC order relations and then use these results to establish the canonical
ISR-ADC order relations.
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BCC Order Relations

In the derivation of the canonical order relations (17.45) for the LL part of M,
we shall essentially follow the presentation in App. 1 of Ref. [13], which itself is
based on the general proof given in Ref. [12]. An alternative approach was pursued
by Christiansen et al. [14] and Hald et al. [15].

Consider an LL matrix element M;§ with [/] > [J]. What is to be shown is

M5~ O] =[JD (A.6.16)

which means that in the PT expansion of M} the non-vanishing contributions do not
begin before order n = [I] — [J]. Let us write the matrix element somewhat more
conveniently as

M5 =(®o|Cle™"[H, Cyle" | Do)
=(®o|Cle TR, e |@y) (A.6.17)

where

A ~

K;=1[H,C/] (A.6.18)

denotes the commutator of the hamiltonian and the excitation operator Cy. Obviously,
K ; can be partitioned according to

K;=KY + K" (A.6.19)

into a zeroth-order contribution, K 50) = [I:IO, ¢ 7], and a first-order contribution,
K 51) = [I:I I o) s]. The considered matrix element is of the form

M5 ~ (®o]C; O |dy) (A.6.20)

where the operator

~

O, =¢ TR, el (A.6.21)

is subject to a PT expansion, 0, = OA§O) + 051) + .... What we have to show is
that the matrix element vanishes for the orders v =0, ..., [/] — [J] — 1, of this
series. To this end, the concept of the rank of an operator is essential. For a (charge-
conserving) operator given by a product of fermion operators, the rank is the number
of creation operators (c') in the product. If an operator is a sum of such fermion
operator products, the rank is defined as the maximal rank of its constituents. For
example, the rank of Hy and H; is 1 and 2, respectively. The rank of C is its
excitation class number, » = [[], and the class-specific f"ﬂ operators are of rank .
Why is the operator rank of interest? Because the nth order contribution to the matrix
element (A.6.20) necessarily vanishes,
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(®o|C} 0" |®g) =0 (A.6.22)

if the rank 7 of the operator OA§") is lower than the rank of C }L, thatis, if r < [I]. Thus,
the intended proof can be carried out by inspecting the rank and order of successive
contributions to the operator 0,.

The two parts K §0) and K ;1) of the commutator (A.6.18) have the ranks [J] and
[J]+ 1, respectively. More general, the commutator [A, B]of two operators Aand B
with definite ranks, r and ', respectively, is of rank » 4+ " — 1. Another commutator
feature relates to the number of unphysical fermion operators in an operator product:
A commutator [A, B] of a general product operator Aanda physical operator B, as
in K 5 ), reduces the number of unphysical fermion operators in A by 1. Accordingly,
the terms of K ;1) exhibit at most three unphysical c-operators compared to the four
unphysical operators in H.Asa particular case, the zeroth-order commutator 12 ©

consists only of physical c-operators, reﬂectlng the fact that Hy is a diagonal one-
particle operator. As a consequence, K! J 9 commutes with the CC operator T so that

e TR T = RO (A.6.23)
Accordingly, the matrix element (A.6.17) can be written as the sum
M5 = (@ CTR VD) + (o|Cle TR D o |y (A.6.24)

of a zeroth-order contribution and a contribution involving K, being at least of first
order. Recalling that the rank of K 50) is [ /], the zeroth-order term, M ;3(0), necessarily
vanishes unless [/] = [J]; that is, both I and J belong to the same excitation class;
to put it differently, zeroth-order contributions arise only in the diagonal blocks of
Mc.

To analyze the higher-order contribution, we make use of the Baker—Hausdorff
(BH) expansion according to

e TRV = R+ RSV T+ %[[165”, 71,71+ —[[[K(” 71,71, 71
(A.6.25)
which here terminates after the threefold commutator since each successive com-
mutator eliminates one of the original three unphysical c-operators in K }1). The BH
expansion (A.6.25) begins with 1351), being of the rank [J] 4 1 and representing
the only first-order contribution in the operator expansion (A.6.25). This means that
there is a non-vanishing first-order contribution if (and only if) [/] = [J] + 1. Stated
differently, the sub-diagonal blocks of M““ obey the order relation M7, ~ O(1);
all other LL blocks are at least of second order.
Now consider matrix elements M;; where I and J differ by more than one exci-
tation class: [1] = [J] + p, p > 2. Thus, the minimal rank in the operator (A.6.25)
required to yield a non-vanishing matrix element is » = [J] 4 p. In the first commu-
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tator, the required rank comes with the CC operator for class p: [13 ;1), TA‘N] is of rank
r = [J]+ p, while its PT order is given by p (being the sum of the order ¢+ — 1 of f"ﬂ
according to Eq. (A.6.1) and the order 1 of K 51)). Likewise, the double commutator

[[1% }1), f‘z], f"u,] ], involving a lower class CC operator, yields terms of rank [J] + (,
but again the resulting PT order is ¢. One may inspect all other possibilities of gen-
erating operator terms of rank » = [J] + p and one will find that the concomitant
PT order is always equal (or larger) than p. This proves the order relations (A.6.16)
for the LL blocks M Z‘V with g > v + 2.

Some complementary notes are of interest:

1. Obviously, the order relations (A.6.16) apply also to the BCC representation of
the hamiltonian itself, o
HE = (®;|H|WY) (A.6.26)

as H° differs from M only in the diagonal elements,
M = H — Eyl (A.6.27)

As an instructive exercise, one may explicitly establish the non-trivial order rela-
tion for the 3 p-3h/1 p-1h matrix elements of H,

HCC

abcjkl,aj ~ 0(2) (A628)

by verifying that various first-order contributions cancel each other here. (See
also Exercise 17.3.)

2. In a similar (and even simpler) way, the BCC representation of a general one-
particle operator D

DS = (®;|D|WY) (A.6.29)

can be analyzed. The matrix elements in the LL part of D obey the relations
D5 ~O0-[J1-D, [U]>[J] (A.6.30)

The full order structure is depicted in Fig. A.8.
3. The left CC transition moments

DV = (®,|D|wy) ~ O(II] - 1) (A.6.31)
can be obtained as a special case ([J] = 0) of Egs. (A.6.29), (A.6.30).

Proof of the ISR-ADC Order Relations

After having established the order relations for the BCC representation, the proof of
the canonical order relations (12.1),
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Fig. A.8 Order structure of 1p-1h  2p-2h  3p-3h  4p-4h  5p-5h

the BCC representation D

of a one-particle operator D
1p-1h 0 0 - - -
2h-2p 0 0 0 - -
3p-3h 1 0 0 0 - -
4dp-4h 2 1 0 0 0 -
5p-5h 3 2 1 0 0 0
My~ O(UI—=1J1D (A.6.32)

for the ISR-ADC secular matrices (Eqgs. 11.16, 14.3),
My = (9, |H — Eo|¥,) (A.6.33)

is straightforward. Since M is hermitian, we can confine ourselves to states where
[I] = [J]. The case [I] = [J] is trivial, as M, ~ O(0) is seen by the construction
of the intermediate states. Accordingly, we may suppose [/] > [J] in the following
and simplify Eq. (A.6.33) accordingly:

My = (U |H|T,) (A.6.34)

To relate the ISR-ADC matrix elements (A.6.34) to the BCC representation, we make
use of the biorthogonal resolution of the identity (RI),

L= |wy) (@l (A.6.35)
K

in terms of the CC states (17.12) and their biorthogonal counterparts (17.13). Note
that in the case of N-electron excitations, there is a ground-state term K = 0, that
is, |Wo)(Do|. Inserting the biorthogonal RI twice, the matrix element (A.6.34) can
be written as 5 . 5

My = (W |WR) (Dk|HIW)) (DL |T,) (A.6.36)

K.L
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By construction, the intermediate state |W;) is orthogonal to the CE states |\IJ%)
of lower classes, [K] < [[]. Therefore, the summation over K can be restricted to
[K] > [I]. An opposite restriction, namely [L] < [J], applies to the summation over
L. To see this, consider the matrix element

(@L10)) = (Do|Cle " |Wy) (A.6.37)
and recall that by construction |¥,) is of the form of

W)= > 2 CulW) (A.6.38)

[L']=[J]

where the excitation classes of the operators C 1 are restricted to [L'] < [J]. As a
consequence,

(@L1W)) = Y z0(P|C]CL|Dy) =0, for[L]> [J] (A.6.39)
[L']=[V]

Here, e~7 has been commuted to the right, yielding e~ |W) = |®g). Altogether,
the summations in Eq. (A.6.36) are restricted according to [K] > [/] > [J] > [L].
Since (5K|I:I|\IJ2) ~ O([K] — [L]) according to the BCC order relations (A.6.16),
we may conclude that every summation term and thus the entire sum (A.6.36) is at
least of the order [/] — [J]. The minimum value [/] — [J] is associated with the case
[K] = [I]and [L] = [J], as here the overlap integrals (\111|\Il§)) and (51@1) are of
zeroth order (in fact, of the form 1 + O (2)).

ISR of Operators and Transition Moments

The foregoing proof can easily be transferred to the ISR of an arbitrary one-particle
operator, D, . o
Dy = (¥,|D|¥,) (A.6.40)

as considered in Sects. 11.3 and 12.1 for (N — 1)-electron excitations (Eq. 11.51)
and Sect. 14.3 for N-electron excitations (Eq. 14.46). As above, one may insert the
biorthogonal RI before and after the operator D and use the order structure (A.6.30)
in the related BCC matrix D°. The order relations thereby established read (see
Eq. 12.17 and Fig. 12.2)

Dy~ o(Ul1 - =D, Ul#[J] (A.6.41)

The transition moments

Fi(D) = (¥,|D|Wo) ~ O(LI1 - 1) (A.6.42)
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can be treated in a similar way, using here Eq. (A.6.31). This establishes the order
relations (11.20) or (14.4) for the transition amplitudes, being

Srrs ~O]=1) (A.6.43)
in the N-electron case.

Order Structure of the ISR Eigenvalue Matrix

As an immediate consequence of the order structure (12.1) of the ISR secular matrix
M, the canonical order relations apply to the eigenvector matrix X as well (see
Eq. 12.15),

Xyn = (Wy[Wn) ~ O([J] = [n]]) (A.6.44)

Here, it is assumed that the final state |W,,) has a PT origin in a specific HF configu-
ration, say |®,), of class [/]:
|W,) <« D)) (A.6.45)

Accordingly, |W,,) is said to belong to the excitation class [n] := [[].

The emergence of the order relations (A.6.44) can be explained as follows (for a
different, more stringent derivation see Ref. [13]). Let X, be the eigenvector for a
state |\W,,) of class [n],

MX, =w,X, (A.6.46)

and assume that |V,) derives from a HF configuration |®;), [/] = [n]. Now we
consider an eigenvector component X ;,,, where J denotes an excitation from another
excitation class, [J] # [I]. Applying a simple matrix perturbation theory (MPT),
where the diagonal matrix elements, Mk g, furnish the “zeroth-order” level, and the
non-diagonal elements, Mk, K # L, define the perturbation, one obtains a “first-
order” contribution to X ;,, of the form

My,
X, < — (A.6.47)
My, — My,

This contribution results from the coupling of the configurations |®;) and |® ;) via

the secular matrix element M. The actual PT order of this term is equal to the order
of M JI»

My,

M-, My~ O(J] =) = O(lJ] = [n]D (A.6.48)

since the denominator is of zeroth order, M;; — M;; ~ O(0). In fact, there are no
contributions of lower order than that. Consider an “interaction path” J <— K < [
encountered in “second order” of MPT. The corresponding contribution is given by
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M,x M
Xy « KL (A.6.49)
AjrAky

where Ap; = My, — Mj;. Again, the ord