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Preface

Theoretical modelling of transient electroanalytical experiments is commonly
accomplished by formulating and solving initial or initial-boundary value problems
that describe transport of reactants, homogeneous and heterogeneous reactions, and
other phenomena taking place in electrochemical systems. The conversion of these
problems into integral equations, subsequently solved analytically or numerically, is
a classical modelling method which has contributed significantly to the development
of electroanalytical techniques. Although this method has limitations (compared
to direct solutions of differential equations by finite difference, finite element, or
similar methods), it can be more rewarding (in cases when it is applicable) owing
to additional theoretical insights that it offers. It can also bring a reduction of
the costs of numerical simulations, albeit at the expense of extra human effort
needed for the derivation of the integral equations. The method is therefore worthy
of application and development. Unfortunately for anybody willing to learn and
use the method, its theoretical principles and example applications are scattered
in the electrochemical literature, and none of the existing textbooks provides its
comprehensive description. Even the last edition of the monograph by Dieter
Britz, “Digital Simulation in Electrochemistry” (Springer, Berlin, 2005), which is
currently the most thorough compendium of numerical methods used for simulating
transient experiments, devotes only two pages to the integral equation method.

At the same time, integral equations arising in electroanalytical chemistry remain
almost unknown to mathematicians or computational scientists engaged in studies of
integral equations, and are rarely used as examples, or as an inspiration for research.

The present book is intended to help electrochemists, mathematicians, and
computational scientists, to get acquainted with the integral equation method in
electroanalytical chemistry, by providing a (hopefully) comprehensive state-of-the-
art overview of the method and its applications. It is hoped that the book will
stimulate interdisciplinary research, resulting in new developments of the method,
and enlargement of its application scope.

Cracow, Poland Lestaw K. Bieniasz
July 2014
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Chapter 1
Introduction

This book is devoted to the theoretical modelling of transient experiments in elec-
troanalytical chemistry, by means of a specific mathematical approach known under
the name of the method of integral equations (IEs). Electroanalytical chemistry is
a scientific discipline that studies physico-chemical processes occurring at (and in
the neighbourhood of) the interfaces between electronic conductors (metals, semi-
conductors, conducting polymers, etc.) and/or ionic conductors (liquid electrolytic
solutions, solid electrolytes, electrolytic gels, etc.). Liquid | liquid interfaces are also
studied. Of particular interest are processes of electric charge transfer through the
interfaces. The electric charge can be transferred either by electrons or ions. This
gives rise to the flow of electric current, if a sequence of phases is constructed
that forms a closed circuit. Electroanalytical studies are of considerable scientific
and practical interest, since electrified interfaces and processes of the type studied
in electroanalytical chemistry occur almost everywhere in nature, including both
inorganic matter and living organisms. There are also many technical devices that
make use of the electrochemical phenomena. Examples include galvanic cells,
accumulators, electronic elements such as capacitors or certain kinds of electronic
displays, electrochemical sensors, electro-filtration devices used e.g. in artificial
kidneys or for the desalination of water, reactors serving for the galvanisation of
metals, or for the electrochemical syntheses of various substances, and many other.

Figure 1.1 shows schematically experimental laboratory systems corresponding
to the two most commonly studied interfaces. One of them (the situation depicted in
Fig. 1.1a) is the interface between an electronic conductor and an ionic conductor.
In this case the electroanalytical experiments are usually performed by means of
the so-called three-electrode arrangement. One studies the interface between the
working electrode (WE) and the electrolyte solution (ES). The counter electrode
(CE), also called auxiliary electrode, is necessary to create a closed electric circuit,
in which the electric current /(z) may flow. The current generally depends on time
t. An additional electrode, called reference electrode (RE) serves for measuring
the electrode potential E(¢) of the WE under conditions of zero current flow. The

© Springer-Verlag Berlin Heidelberg 2015 1
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2 1 Introduction

Fig. 1.1 Schematic views of
the typical three-electrode
(a) and four-electrode

(b) experimental systems.
The interfaces studied are
marked by dashed lines.
Symbol P/G denotes the
potentiostat or galvanostat.
Other symbols are explained
in the text

second most frequently studied interface (depicted in Fig. 1.1b) is the interface
between two ionic conductors (electrolytic solutions ES1 and ES2). In this case
the electroanalytical experiments may require a four-electrode arrangement. Two
counter electrodes (CE1 and CE2) ensure a closed circuit with the current 7(¢).
Two reference electrodes (RE1 and RE2) serve for measuring the Galvani potential
difference A@(t) across the interface, under conditions of zero current flowing
through these electrodes.

Transient electroanalytical experiments can be divided into two essential cate-
gories: controlled potential experiments, and controlled current experiments. In the
first case a specific known potential-time function E(¢) or A®(¢) is applied, and
the current-time response /(¢) of the system to this perturbation is measured. In
the second case a known /(¢) function is applied, and the E(¢) or A®(¢) response
is measured. Suitable electronic devices for performing such experiments (known
as potentiostats and galvanostats) are commercially available and widely used.
There are also less frequently used methods in which other kinds of perturbations
are employed, such as: temperature perturbation, light perturbation, concentration
perturbation, etc.

The very schematic Fig. 1.1 should be perceived with a substantial dose of imag-
ination. A large multiplicity of variations of the experimental laboratory systems
may occur in reality. Electrodes may be of different shapes, and their sizes may
vary between macroscopic dimensions (millimetre or centimetre sizes), microscopic
(micrometre sizes), and even nanoscopic (nanometre sizes). Their dimensions
may also vary in time. The electrodes can be embedded in insulators in various
ways. There can be several working electrodes, each one polarised differently.
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The electrolyte phases may be extensive enough to be considered as infinite or
semi-infinite media, but they can also form thin layers or layers of large but finite
thicknesses. Additional interfaces or membranes may separate the electrolyte phases
into subdomains, possibly having different compositions. The electrolytes may be
subject to flow or stirring, according to various methods and hydrodynamic regimes.
Flowing electrodes (e.g. liquid mercury streaming electrodes) are also encountered.
The discussion of all these nuances is outside the scope of the present book, since the
IE method has only been applied thus far to a selection of experimental situations
of interest to electroanalytical chemistry. However, Readers should be aware that
the number of possible experimental situations is considerable. We direct interested
Readers to standard textbooks about electroanalytical methods, such as, in particular
[1,3,5,7], and to the literature published in scientific electrochemical journals
such as, in particular: the Journal of Electroanalytical Chemistry, Electrochimica
Acta, the Journal of the Electrochemical Society, Electroanalysis, Electrochemistry
Communications, and (especially older volumes of) Analytical Chemistry.

Just how the transient responses of the systems shown in Fig. 1.1 look further
depends on the specific physico-chemical phenomena that occur in the systems.
At the WE |ES and ES1|ES2 interfaces we encounter electron and ion transfer
reactions, and possibly also other heterogeneous reactions such as adsorption
reactions. The charging of the electric double layer that is always present at the
interfaces between any bulk phases is another phenomenon to deal with. In the
electrolyte phases we encounter various kinds of transport processes. Most often the
transport is by diffusion, but other kinds of transport, such as convection, electro-
diffusion (electric migration), or combinations of these, are also conceivable. The
transport can sometimes occur also in the working electrode phases, as is the case
with amalgam electrodes (typically liquid mercury electrodes), some solid metal
electrodes for gas electrode reactions (hydrogen diffusion in palladium electrodes),
or electrodes made of conducting polymers. Apart from the transport processes,
the electrolyte phase is the place where homogeneous chemical reactions may
occur, between the neutral and/or ionic species present there. Another bulk phase
phenomenon that may be necessary to be considered (both in the electrolyte and
electrode phases) is the Ohmic drop, i.e. the electric potential drop due to a finite
resistivity of the phase under flowing current conditions.

Theoretical description of the electroanalytical experiments involving the above
phenomena is predominantly accomplished by means of continuum mathematical
models, consisting of differential equations with appropriate initial and boundary
conditions. The unknowns to be determined from these equations are usually
concentrations of chemical species present in the electrochemical systems, and
(in cases when the electric migration is considered) electric potential field within
the systems. Due to the presence of the transport, apart from the time variable
the models often depend on at least one spatial coordinate, so that the model
equations are partial differential equations (PDEs). Probably the most numerous
are models dependent on one spatial coordinate. The second, smaller, but growing
group of models involves models dependent on two spatial coordinates, and the
smallest (but also growing) group involves models dependent on three spatial
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coordinates. In cases when transport can be neglected or omitted, the models
become independent of spatial coordinates, and the model equations turn into
time-dependent ordinary differential equations (ODEs) or differential-algebraic
equations (DAEs). The solution of the initial value problems (IVPs) or initial-
boundary value problems (IBVPs) for the above differential equations allows one
to calculate theoretical current-time /(¢) responses of the systems studied in the
case of controlled potential experiments, or potential-time E(¢) or A®(t) responses
in the case of controlled current experiments.

In order to solve the IVPs or IBVPs, at least three distinct major approaches can
be taken. The first approach is analytical. Although from the theoretical point of
view this is the most desirable approach, analytical solutions are rarely possible.
The second approach consists in a direct numerical simulation. The differential
equations are discretised by means of finite-difference, finite element or other
similar methods, and resulting algebraic equations (AEs) are solved numerically.
The book “Digital Simulation in Electrochemistry” by Britz [2] provides an ample
overview of the contemporary techniques used for such purposes. The IE method,
discussed in the present book, represents the third approach. The IE method can
be classified as semi-analytical, since it is, in some sense, intermediate between
the first two approaches. In this method one attempts to solve the model equations
partially in an analytical way. For example, in the case of models dependent on one
spatial coordinate, the Laplace transform can be applied to the PDEs, and spatial
dependencies are solved analytically. As a result, one obtains IEs that depend only
on time. The IEs may be solved analytically (in rare cases), or numerically.

Owing to the partial or complete elimination of the spatial dependencies, the
numerical solution of the IEs can be computationally less expensive than the direct
numerical solution of the PDEs, which is a useful property, although the conversion
of the PDEs into IEs usually means an additional cost of the human work. An
appreciable feature of the IE method is the increased mathematical insight into
the models, resulting from the need to perform the partial analytical solutions. For
example, the analysis of the IEs may reveal some interesting regularities regarding
the joint effect of various model parameters on the solution, that would be more
difficult to recognise by employing the direct numerical PDE solution approach.
The IEs may also facilitate obtaining analytical formulae for some limiting cases
of the models (for example, steady state solutions). The extra intellectual effort
associated with the use of the IE method may be perceived as a remedy against
misinterpretations or mistakes accompanying blind uses of the modern black-box
software for the direct numerical solution of the PDEs, indicated and criticised by
Oldham [19].

Unfortunately, the contemporary IE method has also limitations. The main of
them is the limitation to linear PDEs. This is a serious limitation, since many
electroanalytical experiments involve second- (and higher-) order homogeneous
reactions, or enzymatic homogeneous reactions subject to Michaelis—Menten kinet-
ics, which give rise to nonlinear terms in the PDEs. Therefore, the contemporary
IE method cannot be, in principle, applied to model such experiments, although
we shall see that it is sometimes possible to consider second-order homogeneous
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reactions by the IE method, under additional assumptions. The limitation to the
linear PDEs results from the involvement of the Laplace transformation in the
derivation of the IEs. Other limitations of the IE method have been identified
for complex networks of homogeneous reactions, for which the derivation of
the IEs may become rather cumbersome, if not impossible. It should be noted,
however, that some of these limitations may possibly be overcome in the future, if
appropriate mathematical approaches are developed. Certainly, the electroanalytical
IEs offer many interesting and challenging tasks for theoretical electrochemists,
mathematicians, and computational scientists!

The IE method often makes use of the concentration-flux relationships, that
result directly from analytical solutions of the PDEs. The relationships express
interfacial concentrations as integrals of the interfacial fluxes, or of the related
Faradaic current 7(¢). This is probably the reason why the IE method has been
used mostly for solving models of controlled potential experiments. In such models
the fluxes are unknowns to be determined from the IEs. In models of controlled
current experiments, for simple reaction schemes involving only one charge transfer
reaction, the fluxes are entirely determined by the (known) Faradaic current.
Therefore, the issue of solving the IEs does not arise. However, in models involving
more than one charge transfer reaction or other complications, the fluxes are not
easily expressed through the current. The use of the IE method in such cases is
justified. Nevertheless, there have been only a few IE-based models published, of
the controlled current experiments.

Apart from the aforementioned chapter in the last edition of the book by Britz [2],
there have been very few reviews of the IE method and related developments. The
seminal paper by Nicholson and Shain [15] (probably one of the most frequently
cited papers in electrochemistry) provided a collection of IEs representing standard
cyclic voltammetric experiments. It is often cited as a basic reference on the IE
method. Nicholson and Olmstead [14] presented a frequently cited, but rather
limited in scope review of some early numerical approaches to the IEs resulting from
spatially one-dimensional electroanalytical models. Oldham and Mahon [10, 18]
and Mabhon et al. [9] presented selective reviews of the aforementioned interfacial
concentration-flux relationships for spatially one-dimensional models, which play
an essential role in the derivation of the IEs. Honeychurch [6] briefly described the
method, in his book devoted to electroanalytical simulations using MATHEMAT-
ICA [13]. Fan et al. [4] reviewed fundamentals of the boundary integral method
(BIM) with applications to electroanalysis. The BIM is one of the possible IE
approaches to spatially two- and three-dimensional models.

The IE method for spatially one-dimensional models occurs in a few mutations,
which in the opinion of the present author differ mostly by terminology, but not
by principles. In the older literature it was usual to talk explicitly about the IEs
and methods for solving them. However, authors of some of the recent approaches
avoid using these terms. They prefer names like “convolutive modelling” [9, 11,12],
or “modelling without digital simulation” [20], and they emphasise connections of
their approaches with the fractional calculus [21], rather than with the IEs.
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Finally, it should be noted that the IE-based modelling route is closely related
to the experimental data analysis technique developed for controlled potential
electroanalytical experiments, and known under the broad name of “convolutive
data analysis” (or less broadly “semi-integral data analysis™). The technique relies
on the fact (mentioned above) that in the interfacial concentration-flux relationships
the concentrations are often expressed as convolution integrals of the fluxes, or of the
flux-dependent Faradaic current. This fact suggests that by analysing an appropriate
convolution integral of the experimental Faradaic current, instead of the current
itself, one may be able to extract an electrochemically relevant information from
the experimental data in a more straightforward way. In particular, by convolving
the current, interfacial concentrations may be considered as direct observables. A
brief overview of the basic ideas of the convolutive data analysis can be found in the
articles by Oldham [16, 17] and Mahon [8].
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Chapter 2
Basic Assumptions and Equations
of Electroanalytical Models

In this chapter we provide a summary of basic assumptions and equations repre-
senting physico-chemical laws, that are used in the modelling of electroanalytical
experiments. This is not a comprehensive overview, but a selection dictated by
the needs and up-to-date applications of the IE method, that will be discussed in
subsequent chapters. Physico-chemical aspects, interpretations, and applicability
issues regarding the equations listed here are not addressed. Readers are referred
to specialised electrochemical literature for such information.

2.1 General Assumptions

Electrochemical systems are generally multiphase and multicomponent systems.
The modelling of electroanalytical experiments in such systems is usually accom-
plished in terms of the continuum theory, which neglects the discrete nature of
matter. It is assumed that the full description of such experiments is obtained
by specifying the spatio-temporal evolution of the concentrations of chemical
species present in the systems, and other relevant state variables, such as the
electric potential, temperature distribution, magnetic field, etc. The chemical species
occurring in the electrochemical systems can be neutral molecules, ions, radicals,
ion radicals, complexes, as well as various interfacial structures or bound states.
Electrons exchanged between reactants and products of electrochemical reactions
can sometimes also be formally regarded as chemical species. The same refers
to free states available for adsorption at interfaces. Yet another kind of formally
chemical species can be solvated electrons. The chemical species (other than
exchanged electrons) can be divided into distributed species, present in the spatially
extended phases (such as, for example, the electrolyte solution phases ES, ES1,
or ES2 in Fig.1.1), and localised species (for example, adsorbed or deposited
species), present only at the interfaces between the spatially extended phases. The

© Springer-Verlag Berlin Heidelberg 2015 9
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concentrations of the distributed species are usually expressed in moles per unit
volume, and they will be denoted here by the letter c. Concentrations of the localised
species are often expressed in moles per unit area, and they will be denoted here by
the letter I". Alternatively, they can also be expressed as fractions of the interfacial
area covered by the species, or fractions of the maximum possible concentration
of the species at a given interface. For the purpose of the further discussions, it
is also convenient to divide the chemical species (either distributed or localised)
into dynamic and static (we partially adopt here the terminology from Bieniasz
[12, 13]). Concentrations of the dynamic species are assumed to vary, whereas
concentrations of the static species are assumed to be practically constant during the
electroanalytical experiments. Static species are usually species occurring in excess.

The dynamic distributed species are subject to transport phenomena in the spa-
tially extended phases. Basic equations for electrochemical and non-electrochemical
transport are described in Sects. 2.2 and 2.3. The transport equations most generally
take the mathematical form of partial differential equations (PDEs). The PDEs are
defined over spatial domains coinciding with spatially extended phases. A basic
classification of these domains is provided in Sect.2.4. A surface transport of the
dynamic localised species, along the interfaces, is also possible (see, for example,
[63, 112, 117, 118]) but it is rather rarely taken into account in electroanalytical
modelling, so that it will not be considered in this book.

Apart from the transport phenomena, an important role is played by chemical
and electrochemical reactions. The reactions are transformations that occur at a
molecular level between various species. Basic equations of the formal chemical
and electrochemical kinetics are overviewed in Sect.2.7. The reactions can be
divided into homogeneous and heterogeneous. Homogeneous reactions take place in
spatially extended phases, among distributed species. Usually these are electrolytic
solution phases (such as phases ES, ES1, and ES2 in Fig. 1.1), or non-electrolytic
solution phases. Homogeneous reactions between species distributed in the elec-
trode phases (such as liquid mercury WEs) are hardly possible so that one cannot
find electroanalytical models involving such reactions. Heterogeneous reactions
occur only at interfaces, but they can involve both distributed and localised species.
They can be divided into heterogeneous electrochemical reactions, characterised
by a transfer of an electric charge across the interface, and heterogeneous non-
electrochemical reactions, in which the transfer of the electric charge does not occur.
Some homogeneous reactions may also involve a charge transfer, but in the models
discussed in the present book this fact does not have to be taken into account, so that
we shall not consider a separate class of such reactions. Homogeneous reactions
have an effect on the transport equations. This issue is addressed in Sect.?2.8.
Heterogeneous reactions, in turn, determine the boundary conditions (necessary for
solving the transport equations), and possible additional equations governing the
evolution of the concentrations of dynamic localised species at the interfaces. This
issue is discussed in Sect.2.9. All reactions may determine initial conditions for
the concentrations of dynamic species. This aspect of the modelling is addressed in
Sect. 2.10.
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In Sect.2.11 we provide a brief overview of the various electroanalytical
techniques used to perturb the systems under study.

Anomalous diffusion phenomena, encountered in some systems, are briefly
addressed in Sect. 2.12.

Some other physico-chemical phenomena that have to be taken into account in
electroanalytical models are listed in Sect. 2.13.

2.2 Equations of Transport in Electrolytes

Consider an electrolyte solution phase such as phases ES, ES1 or ES2 in Fig. 1.1.
Such phases typically contain a solvent and a supporting electrolyte (which are
usually assumed not to participate in the processes occurring at an interface studied),
and a number N3 of distributed chemical species that take part in the processes
studied, and therefore have to be accounted for in theoretical models. Let X; be the
jth of such distributed species. Assuming that the species is one of N4 dynamic
distributed species present in the phase, its movement in accordance with relevant
transport laws has to be considered (the concentrations of the remaining N =
NJstt — N34 gtatic distributed species are assumed constant). The movement can
be described quantitatively by using the vector variable J; called flux. The vector
indicates the direction in which the species is moving. The flux value, expressed
in moles m2s™!, gives the amount of the species passing per unit of time through
a plane of unit area oriented perpendicularly to the vector of the average velocity
of the species. The laws of electrochemical ionic transport have been discussed
in numerous books and review papers (see, in particular, [3,57, 82, 120]). For the
purposes of the present book, we shall be concerned exclusively with the widely
adopted theoretical transport model, known as the dilute solution model [3, 57, 82],
according to which the flux consists of additive terms representing [in the order of
their appearance in Eq. (2.1)]: electric migration, diffusion, and convection:

Jj=—3ju; Fcjgrad® — D, gradc; + vc; . (2.1)

In Eq.(2.1) 3; is the number of proton charges carried by the species (3; # 0
for ions, 3; = 0O for neutral species). The migration term vanishes for uncharged
species. Symbol u; denotes the mobility of the species (the average velocity of the
species resulting from a force of IN per mole), ¢; is the species concentration, @
is the inner electric potential within the electrolyte phase (Galvani potential), D
is the diffusion coefficient, and v is the convection velocity. Symbol F denotes
the Faraday constant. The mobility and the diffusion coefficient are related by the
Nernst—FEinstein equation:

D; =RTu; , (2.2)

where R is the gas constant, and 7 is the absolute temperature.
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By summing up contributions from the fluxes of all ions in an electrolytic
solution, the vector ir of the Faradaic current density flowing through the electrolyte
can be expressed as

iF=F25ij. (23)
7

Equations (2.1) and (2.2) originate from the early theories of Nernst and Planck
[80,81,95,96], and they are usually regarded valid for dilute electrolytic solutions.
They ignore possible cross-effects, such as multicomponent diffusion (for which
the flux J; would also depend on concentration gradients of species other than
X;) and/or other complications specific for concentrated electrolytic solutions
[3,57, 82]. Variables J;, c;, &, and v may, in general, depend on time ¢ and on
spatial coordinates (some possible choices for the spatial coordinates are indicated
below). The presence of migration requires an additional equation, allowing one
to determine the electric potential @. Most often this can be the electroneutrality
equation or the Poisson equation.

In the case when the electrolytic solution contains an excess of the supporting
electrolyte, it can be shown [82] that the migration component of the flux J;
becomes negligible in comparison with the diffusion term, because the conductivity
of the solution is then increased, so that the electric field gradient is suppressed. In
such a case Eq. (2.1) reduces to

J; =—=Djgradc; + vc; . (2.4)

Looking from the perspective of the IE method, this is a convenient situation,
because Eq. (2.1) is intrinsically nonlinear, owing to the product of ¢; and grad @
(both variables are normally unknown and have to be determined simultaneously).
The contemporary IE method cannot be applied (with the exception of a few
special or simplified cases) to electroanalytical models involving this kind of
nonlinearity. In contrast, there have been numerous applications of the method to
models involving linear Eq. (2.4). Of course, Eq. (2.4) is linear if we assume that
D does notdepend on ¢, which is a typical assumption (although counterexamples
are known, see, for example, Herndndez et al. [53] and the references therein). In
this book we further assume that D; does not depend on spatial coordinates or
time. Opposite situations are known (see, for example, Cattey et al. [22, 23]), but
they are very rare. In the absence of convection, Eq. (2.4) further simplifies to the
equation:

Jj = —Dj gradcj s 2.5)
known as the Fick first law of diffusion.

Equations (2.4) or (2.5) are usually not sufficient for the mathematical modelling,
and have to be combined with other laws, especially the conservation laws.
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In particular, the principle of the conservation of matter can be written in the
differential form as
ac j

== —divJ; + pi", (2.6)

where p?"m is the production rate (in moles per unit time and unit volume)

of the species X;, due to homogeneous reactions in the electrolyte, if there
are any such reactions. Relevant equations for p?"m are given in Sect.2.8. The
production rate p?om depends on concentrations ¢, and hence indirectly on time and
spatial coordinates. Under the assumptions accepted, the combination of Eqs. (2.4)

and (2.6) gives

% =div (D, gradc;) —div (ve)) + pio"

=D; Acj—c;jdive—v -gradc; + pi°™. 2.7

Assuming a low compressibility of the electrolyte solution phase, we have divv ~
0, so that

aaitj:Dj Acj—v -gradc;—i—p?"m. (2.8)
Equation (2.8) is a typical reaction-convection-diffusion PDE used in electroana-
lytical modelling. This equation, and its special subcases (diffusion, convection-
diffusion, reaction-diffusion, etc.) will form a basis for a majority of the modelling
considerations in the present book. Due to the aforementioned nonlinearity of
Eq.(2.1), migration will not be considered, except for a few special cases or
simplified models of it, mentioned in Sect. 10.2.

Most frequently NSdd > 1, and the species considered may participate in more
than one reaction. It is therefore convenient to write the model equations by using
a vector—matrix notation, where the vector elements are associated with the various
species or reactions. To avoid confusion, these vectors (and related matrices) have
to be distinguished from the vectors already present in Egs. (2.1)—(2.8), such as J,
v, or grad, which are vectors in the ordinary space. For this reason, in this book the
vectors in the spaces of variables associated with the various species or reactions
are indicated by arrows over a vector symbol, and related matrices are indicated by
bars over a matrix symbol. The vectors (and related matrices) in ordinary space are
indicated by boldface characters. In particular, the vector of the concentrations of
the dynamic distributed species is defined as 7 = [cl, .. C Nsdd]T, the vector of
the production rates of these species, due to homogeneous reactions, is defined as
7 hom — [ prom L, p?\?jﬁ‘]T, and the matrix of the (positive) diffusion coefficients
is defined as a diagonal matrix D = diag(Dy, ..., D nae) (superseript T means

—
a transposed vector). The vector of flux vectors can also be defined as J =
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[Jl, e JNde]T. This allows us to re-write systems of Egs. (2.4) and (2.8) for
j=1,..., N4 compactly as
J = -Dgrad@ + v, 2.9)
A
a—izDA?—v'grad?)—i-??)hom. (2.10)

2.3 Equations of Transport in Non-electrolytes

The transport of chemical species can also occur in non-electrolytic spatially
extended phases, for example in the working electrode phase WE in Fig. 1.1a, in
the case of a liquid mercury electrode. The transport in non-electrolytes is usually
modelled by reaction-convection-diffusion PDEs, expressed by Eqs. (2.8) or (2.10).

Further characterisation of the Eqgs. (2.8) or (2.10) requires a specification of the
spatial domains and related coordinate systems, a specification of the convection
field v, and a specification of the species production rates 7 hom i homogeneous
reactions. These aspects of the transport equations are discussed in the following

Sects. 2.4, 2.6, and 2.8.

2.4 Spatial Domains, Their Dimensionality, and Coordinate
Systems

All real spatially extended phases are three-dimensional. Therefore, the spatial
domains, on which the transport equations discussed in Sects.2.2 and 2.3 are
defined, are generally subdomains in the three-dimensional space. However, it often
happens that, owing to a particular symmetry of the electrochemical system, the
number of spatial coordinates necessary for the mathematical description is smaller
than three. Our ability to consider a particular spatial domain as one- or two-
dimensional depends on whether a suitable coordinate system exists that correctly
reflects the above symmetry.

Electrochemical interfaces often have a planar, spherical, or cylindrical symme-
try, and for this reason Cartesian, spherical, or cylindrical coordinate systems are
in frequent use, often enabling the reduction of the dimensionality of the spatial
domains. The spatial differential operators: grad (gradient), div (divergence), and
A (Laplacian) in Egs.(2.1) and (2.4)—(2.10) take different forms depending on
the spatial coordinate system used. For the convenience of the Reader, Table 2.1
provides the formulae for these differential operators in the above three coordinate
systems.

The spatial domains occurring in electroanalytical models can often be divided
into finite and semi-infinite. Semi-infinite spatial (sub)domains represent a theoreti-
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Table 2.1 Representation of differential operators grad (gradient), div (divergence), and A
(Laplacian) in Cartesian, spherical, and cylindrical coordinates

Coordinate system Operator® Formula
Cartesian grad f ey ai +e, Bf +e. 3/
div v B 4 Doy B
A f =
Spherical grad f e, = ar + e, rslln9 LA ey i %
divov ,12 3(" - + mng 3‘;); + rsilnf)%
Y, R e e
Cylindrical grad f e, 3{ + ewi gé + e, a‘f
div v }3‘”'>+13r,“; + o
Ny S Sy

] . . T
2Qperators grad and A act on scalar functions f. Operator div acts on vectors v = [vx, vy, v,] R

T T

v = [v,, Vg, 1)9] ,orv = [v,, Vg, vz] .Symbols e,, e, and e;,ore,, e, and eg,0re,, e, and e,
denote unit vectors, correspondingly in the Cartesian, spherical, or cylindrical coordinate systems.
At a given point in space, the unit vectors indicate directions in which the related coordinates
increase

cal idealisation of situations when an interface studied is located at a large distance
from other interfaces (such as the boundaries of a laboratory vessel or cell) in the
electrochemical system. If the distance is sufficiently large so that a perturbation
imposed at the interface studied is not likely to propagate in the system up to
that distance during the experiment under consideration, the other interfaces can be
formally considered as located at infinity. Such situations are typical, in particular,
in the studies of solid macro- and microelectrodes [5,7,17,21,36,37,51,99,111],
dropping mercury electrodes [126], and also (in some cases) liquid | liquid interfaces
[42,43,103, 105]. In contrast, finite spatial domains must be assumed in situations
when a perturbation imposed at the interface studied causes variations of the
concentrations (or other state variables) within the entire volume of the adjacent
phase(s). Finite spatial domains occur, for example, in the studies of amalgam
electrodes [77, 121, 123], hydrogen dissolution in solid metals [97], thin layer
cells [55], membranes [114, 115], modified electrodes [38], biosensors [11], and
porous electrodes [50, 122]. Sometimes it is also convenient to artificially separate
a finite subdomain out of a semi-infinite one. This happens in the modelling
of hydrodynamic electrodes, when the region of a stationary diffusion layer is
considered separately from a stirred part of the solution (see, for example, Sect. 2.6.2
below).
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Fig. 2.1 One-dimensional
semi-infinite spatial domains
(grey areas) adjacent to a
planar interface (a), and
spherical or cylindrical
interfaces (b) subject to
electroanalytical studies.
Boundaries corresponding to
interfaces studied are
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Fig. 2.2 One-dimensional a
finite spatial domains (grey
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The IE method is particularly often applied to models defined over one-
dimensional spatial domains, in which the single coordinate axis is perpendicular
to the interface studied. Figures 2.1 and 2.2 present a collection of the typical
one-dimensional spatial domains corresponding to such models. Figure 2.1 depicts
schematically semi-infinite spatial domains that arise in the three often encountered
cases of interfaces possessing a planar, spherical, or cylindrical geometry. Here, and
later in this book we assume that a planar interface studied is located at x = 0,
and a spherical or cylindrical interface studied is located at the radius r = ry.
As can be seen from Fig.2.1a, the planar interface splits the space into two semi-
infinite spatial subdomains adjacent to the interface: one for x € (—o0,0), and the
second for x € (0,00). As these two subdomains are essentially mirror images
of each other, it is sufficient to analyse only the second subdomain; any theory
for the first subdomain can be obtained by replacing x by —x. The situation is
different for spherical and cylindrical interfaces (cf. Fig.2.1b). These interfaces
also split the space into two subdomains, but only one of the subdomains is semi-
infinite, namely the one for r € (ryp,o0). The subdomains for r € (0,ry) are
finite.
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By analogy with Fig.2.1, Fig.2.2 depicts schematically finite spatial domains
that arise in the three often encountered cases of interfaces possessing a planar,
spherical, or cylindrical geometry. The finite character of the spatial domains means
that in addition to the interface studied, we have to pay attention to the second
boundary located at a distance / from the interface studied. The second boundary
may correspond to a real physical interface, or can be artificial, i.e. existing only
in the mathematical model. As can be seen from Fig.2.2a, the finite domains
pertinent to the case of planar interface are similar to the semi-infinite domains
from Fig. 2.1a, in that there can be two of them, symmetrical with respect to the
interface studied. Hence, it is sufficient to analyse only the domain for x € (0,/),
since any theory for the domain for x € (—/,0) is obtained by replacing x by
—Xx. A new situation arises for spherical and cylindrical interfaces, where there
are now two different finite domains possible, one that we shall call “internal”
(with respect to the interface studied), which corresponds to r € (ro—1,rp)
with v — [ > 0, and one that we shall call “external”, which corresponds to
r e (ro,ro+1).

Two- and three-dimensional spatial domains, occurring in electroanalytical
models, are more difficult to systematise and visualise, and a large diversity of such
domains is conceivable.

2.5 Diffusion Fields

If diffusion is the sole mode of transport, and spatial domains can be regarded
as one-dimensional, one can distinguish planar diffusion, spherical diffusion, and
cylindrical diffusion, as diffusion fields rigorously described by one-dimensional
PDEs, respectively, in Cartesian, spherical, and cylindrical coordinate systems.
Planar diffusion is sometimes called linear diffusion in the literature. However, this
is not a preferred terminology, because the latter name is also used to denote the
independence of the diffusion coefficient on concentration(s).

If diffusion is the sole mode of transport, but spatial domains are two-
dimensional, more diversified diffusion fields are conceivable. Taking, as an
example, diffusion in phases adjacent to a planar interface consisting of an insulator
with embedded electrodes, the spatial coordinate system, and the dimensionality of
the spatial domain depend on the shape of the electrode(s). In particular, Figs. 2.3
and 2.4 present two popular examples of microelectrode arrangements, for which
the spatial domains are two-dimensional: an infinite band electrode (or an array of
parallel bands), and a disk electrode (or an array of concentric disk and/or rings).
In the first example the Cartesian coordinate system is adequate, and the spatial
domain is x € (—o0,00) and z € [0, 0c0), so that it is infinite for one coordinate,
and semi-infinite for the second coordinate. It is assumed that any band is infinite in
the direction of the omitted coordinate y, so that the diffusion field does not depend
on y. In other words, edge effects resulting from a finite length of a real band are
ignored. In the second example the cylindrical coordinate system is adequate, and
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Fig. 2.3 Schematic view of A
an array of infinite parallel z
electrode bands (WE, grey
areas) embedded in an
insulating plane (white
areas). Coordinate x is in the
direction parallel to the plane,
and perpendicular to the
bands (which are parallel to
the omitted coordinate y),

whereas z is the coordinate in X
the direction perpendicular to >
the plane, located at z = 0 WE WE

Fig. 2.4 Schematic view of Z A
an array of concentric
electrode disk and ring(s)
(WE, grey areas) embedded
in an insulating plane (white
areas). Coordinate r is in the
radial direction parallel to the
plane, whereas z is the
coordinate in the direction
perpendicular to the plane,

located at z = 0 \ 7
(=3

the spatial domain is r € [0, 00) and z € [0, 00), so that it is semi-infinite for both
coordinates.

2.6 Convection-Diffusion Fields

There is a number of standard hydrodynamic arrangements resulting in forced
convection-diffusion fields, used for electroanalytical experiments. Some of them
are described in this section.

2.6.1 Dropping Mercury Electrode

The dropping mercury electrode (DME) is historically one of the first types of work-
ing electrodes WE of Fig. 1.1, where convection transport played an important role.
This type of the electrode has been utilised in polarography for at least six decades.
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Fig. 2.5 Schematic view of
the dropping mercury Hg
working electrode (WE, grey
area), flowing out of a
capillary (white areas) into an
electrolyte solution (ES).
Coordinate x is the distance
from the surface of the drop
(x = 0 corresponds to the
surface). Consequently, there
is convection of the
electrolyte towards the
electrode surface, indicated
by arrows

WE

Polarography has influenced very significantly the development of electroanalytical
chemistry, and is indispensable for particular purposes, but currently electrodes of
this type are gradually replaced by solid micro and nano electrodes or other devices.

The DME is depicted schematically in Fig.2.5. Liquid mercury flows at a
constant rate out of a capillary, and forms a drop. The size of the drop grows with
time, until the drop falls down and another one begins to be formed. As a result,
in a coordinate system associated with the surface of the drop, the electrolyte flows
towards the surface of the drop. This electrolyte flow is most often described by
the so-called expanding plane model, introduced by Ilkovic [58]. According to this
model, the radius of the drop is assumed to be sufficiently large, so that during the
experiment one can approximate the surface of the drop by a plane moving in the
electrolyte in the direction of the x axis in Fig.2.5. The spatial domain associated
with this system is effectively one-dimensional and semi-infinite, with the distance
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x from the electrode surface playing the role of the spatial coordinate. Detailed
analysis [58] of the drop volume variations with time ¢ (elapsed from the birth of
the drop) yields the convection rate

v(x,1) = —g)t—c . @2.11)

Consequently, the convection-diffusion PDE for a jth dynamic distributed species
is

dej(x.1) _ DAf)zcj(x,t) 2x dej(x,1)

ot T 9x2 3t ox 2.12)

The electrode area in the expanding plane model is a growing function of time:
A=at’?, (2.13)

where a is a suitable coefficient.

2.6.2 Rotating Disk Electrode

Another quite popular experimental arrangement employing forced convection is
the rotating disk electrode (RDE) system. Theoretical principles and experimental
aspects of the RDE have been summarised in a number of books and review papers
[68, 86, 101]. In this arrangement the working electrode WE of Fig. 1.1 is realised
as a disk of a solid electronic conductor (metal or graphite, etc.) embedded in an
insulator plate, and immersed in the electrolyte solution. The disk (together with
the insulator) rotates, most often with a constant frequency, along the symmetry
axis of the disk. As a result, a stationary field of the convection velocity is
established throughout the electrolyte. The RDE arrangement is shown schemati-
cally in Fig.2.6. The electrode can operate either under laminar or turbulent flow
conditions, but we focus here on the laminar flow only. Close to the RDE surface
the electrolyte fluid flows parallel to the surface, in the direction outwards the
electrode symmetry axis. At a further distance from the electrode surface, the flow
lines are perpendicular to the surface, and the flow is directed towards the surface.
This perpendicular flow has the dominant effect on the results of electroanalytical
experiments at the RDE. Therefore, in the theoretical modelling of such experiments
the flow parallel to the surface is usually neglected. The spatial domain associated
with this system is then considered as one-dimensional, and semi-infinite. As the
single spatial coordinate one uses the Cartesian coordinate x along the symmetry
axis of the RDE (see Fig.2.6). The electrode surface is located at x = O.

The modelling of electroanalytical experiments at the RDE is usually based
on hydrodynamic calculations by Cochran [25]. By using the results of these
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Fig. 2.6 Schematic view of
the rotating disk working
electrode (WE, grey area),
embedded in an insulator
(white area) and immersed
into an electrolyte solution
(ES). Coordinate x is the
distance from the surface of
the electrode (x = 0
corresponds to the surface).
The insulated electrode
rotates along the symmetry
axis x. Consequently, there is
convection of the electrolyte,
indicated by lines with arrows

@

ES

Y

calculations it has been established (see, for example, [47, 119]) that under laminar
flow conditions the convection velocity along the x axis equals

v(x) = (wv)"/? [—0.51023 (%) X2 4 0.33333 (%)3/2 x> —0.10267 (%)2 x*
w\5/2 w
v v

4+0.0127 ( ) x5 4 0.00283 ( )3 X6 4 } : (2.14)

where @ is the rotation frequency of the electrode (in rad s!'), and v is the
kinematic viscosity of the solution (in m? s!). Often only the first term of Eq. (2.14)
(corresponding to x?) is taken into account for theoretical modelling purposes, so
that the convection-diffusion PDE for a jth dynamic distributed species takes the
form

dcj(x,1) 9%cj(x,1) 32 — dcj(x,t)

=D, 0.51023 ¥2 ™12 x2 L= 2.15
o N S @15
The fact that the convection velocity vanishes at x = 0, and increases rapidly

with increasing x, implies that one may consider the spatial domain as composed
of two subdomains. One of them is a thin layer close to the electrode, where the
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transport is practically by diffusion only. In the second, external, and semi-infinite
subdomain, the concentration can be assumed practically constant and equal to the
bulk concentration, owing to intensive mixing. The thickness / of the thin layer can
be expressed [119] by the formula:

D \V3 D.\2/3
I~ 1.6117 D} w=1/2p1/0 [1 +0.298 (—’) +0.14514 (—’) .
vV \%
(2.16)

In view of this possibility, the applications of the IE method to Eq.(2.15) have
followed two distinct routes. In one route (to be discussed in Sect.5.3) Eq. (2.15)
is replaced by a pure diffusion equation, and solved in a thin layer of thickness
[. In the second route (to be discussed in Sect.6.2.3) Eq.(2.15) is considered as
defined over a semi-infinite spatial interval, and one attempts to take into account
both convection and diffusion.

The hydrodynamic calculations of Cochran [25] have been recently questioned
by Alexiadis et al. [2], who showed that they are inadequate except in the very
vicinity of the electrode, if the finite size of the experimental vessel is taken into
account. Therefore, it may be that the higher-order terms in Eqgs. (2.14) and (2.16)
are not very realistic.

2.6.3 Channel and Tubular Electrodes

Further examples of working electrodes, operating under conditions of forced
convection, are channel and tubular electrodes. The simplest arrangements of
such electrodes are schematically depicted in Fig.2.7. In these arrangements an
electrolytic solution moves past a conductive electrode plate embedded in a wall of a
rectangular duct or tube. There is an abundant literature devoted to such electrodes.
We refer the Reader to several available reviews [26,27,72,79, 101].

Theoretical models of electroanalytical experiments involving channel and
tubular electrodes are usually based on the assumption that the flow is laminar,
and that an adequate lead-in length exists upstream of the electrode. It is further
assumed that the flow velocity is significantly large, so that diffusion in the axial
direction can be neglected, in comparison with axial convection. Under these
assumptions, the convection-diffusion PDE (consistent with the coordinates and
notation used in Fig.2.7) for the concentration ¢; of a jth dynamic distributed
species is:

dc;j . z0) _ ) Pej(zt)

dc;j(y,z.t)
ot / dy?

v(y) 9z

(2.17)
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Fig. 2.7 Rectangular channel (a) and tubular (b) working electrode (WE) arrangements. In both
arrangements an electrolyte solution (ES) flows past the WE (grey areas) embedded in an insulator
(white areas). The channel has a width d and height 24. Normally 7 << d. The WE width w must
be sufficiently smaller than d, to make edge effects negligible. Cartesian coordinates y and z are
then sufficient for the description. The tube has a radius ry, and the WE has a cylindrical symmetry.
Therefore, cylindrical coordinates r and z are sufficient for the description

with
v.(0) = vo[1 = (v/1)?] (2.18)

for channel electrodes, and

dcj(r.z.t) %ci(r,z,t)  10cj(r,z,1) dc;(r,z,1)
ot =D; [ o T r or i| — () 0z @19
with
v.(r) = v [ 1= (/1) (2.20)

for tubular electrodes. Parameter vy is the convection velocity in the middle of the
channel or tube (along the symmetry axis z). We note that the PDEs (2.17) and (2.19)
depend on two spatial coordinates (so that the spatial domain associated with
this system is two-dimensional), and that the convection velocity variations (2.18)
and (2.20) are parabolic in the directions perpendicular to the surface of the
electrodes.

When the electrode length / is sufficiently small and/or the axial convection
velocity vg large, then the concentration changes due to heterogeneous reactions
at the electrode do not extend much into the solution, i.e. the thickness of the
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diffusion layer is much smaller than & or ry (that is & or ry can be formally
regarded as infinitely large). Under such conditions it is usual to invoke the so-
called Lévéque approximation [67], meaning a linearisation of the velocity profile
within the diffusion layer at the electrode:

v(y) ~ 2v9 (1 —y/h) (2:21)
for channel electrodes, and
v(r) & 2vo (1 —r/rp) (2.22)

for tubular electrodes. In accord with this approximation one simultaneously
assumes that the concentrations outside the diffusion layer remain practically equal
to the (initial) concentrations at the inlet to the channel or tube.

2.7 Equations for Reaction Kinetics

There exists an ample literature devoted to formal chemical kinetics. For a general
introduction, the classical book by Boudart [18] may be particularly helpful.

For a given set X, Xy, ..., Xy, of Ng species, any ith, out of N; reactions, can
be written as a pair of unidirectional processes that proceed in opposite directions:

Z v X; 2 Z v X, (2.23)

where vﬁi and v? ; are the so-called stoichiometric coefficients of the reactants and

products, respectively. One should write the reactions in such a way that v;i and

v}’j are mutually prime non-negative integers [8]. The unidirectional transformation
of the reactants into products is called forward reaction. The reverse transformation
is called backward reaction. Basically all reactions are reversible, in the sense that
if a forward (or backward) reaction is possible, then a reverse reaction must be
possible as well. However, it sometimes happens that the rate of the reverse reaction
is negligible, so that formally we can consider a given reaction as irreversible,
proceeding only in one direction.

Electroanalytical models can involve elementary or non-elementary reactions. A
reaction is elementary (represents an elementary step) if it takes place in a single
irreducible act at the molecular level, just the way it is written in the stoichiometric
equation (2.23) [18]. Non-elementary reactions occur in more than one elementary
step. If such reactions are considered in a kinetic model, it is usually assumed that
under the particular experimental conditions it is not possible to distinguish their
elementary steps, and observe or identify possible intermediate species. Elementary
reactions are usually unimolecular or bimolecular, which means that there is
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only one species with a stoichiometric coefficient 1 or 2, or two species with
stoichiometric coefficients 1, at both sides of Eq. (2.23). Non-elementary reactions
may involve more species, or have higher stoichiometric coefficients at one or both
sides of Eq. (2.23).

The (specific) rate of a reaction (2.23) is defined as

rp=rl—rp, (2.24)

where rf and rP are (specific) rates of the forward and backward reactions. The
latter can be most convincingly understood as average numbers of the (forward or
backward) reaction acts (usually counted in moles) per unit time and unit volume of
the solution (in the case of homogeneous reactions) or unit surface of an interface (in
the case of heterogeneous reactions). An alternative definition involves the notion
of the reaction extent [18]. A reaction is in equilibrium, when r! = rP. It is
convenient to distinguish positive equilibria in which r{ > 0 and r? > 0, and
zero equilibria, in which rif = rlb = 0, which implies that the reaction does not
proceed at all, possibly owing to the absence of a particular reactant, or (in the
case of electrochemical reactions) as a result of a particular electrode polarisation.
There are reactions so fast that they are practically in a positive equilibrium all the
time, even under conditions of transient experiments. In this book such reactions are
termed equilibrium reactions. In contrast, reactions characterised by finite nonzero
rates are termed non-equilibrium reactions. Such a terminology was postulated in
Bieniasz [12].

The reaction rates may be subject to various rate laws defining how r! and rl.b
depend on concentrations and other variables. In the case of homogeneous reactions
in liquids, the most commonly followed rate law is the power rate law, according to
which (see, for example, Boudart [18] or Ritchie [104]):

Nsdistr

=k T )™ .29
j=1
Nsdislr

=k T )™ 229
=1

where N3 is the number of distributed species in a given phase, ¢ j is a local
value of the concentration of a jth distributed species at some point in a spatially
extended phase, kf and k? are coefficients known as the (forward and backward)
rate constants, and Af’i and Alj’»’i are called reaction orders. A nonzero reaction
order means that the rate of the ith reaction depends on the concentration of the
Jjth species. To be consistent with thermodynamics, the reaction orders generally
have to obey the relationship ([16], [18, p. 91]):

M= A%, = (Vﬁ,,- - VE,,-) /vi . (2.27)
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where v; is a positive constant. In the case of elementary reactions normally
/\?, = vﬁﬁ,, )kt]’-,i = v;”,, and v; = 1. For non-elementary reactions composed
of several elementary steps, if a reaction possesses a single rate determining
step, then v; is the stoichiometric number of this step. This number is the
number of times that the rate determining step must be repeated, in a closed
sequence, in order to obtain by summation of all steps the overall stoichiometric
equation for the reaction. In electroanalytical models non-elementary homogeneous
reactions are rarely considered, hence the orders are usually equal to the stoi-
chiometric coefficients, and orders greater than 2 are rare (examples of models
involving third-order homogeneous reactions are in [28, 110]). We emphasise
that second- or higher-order homogeneous reactions imply nonlinear dependencies
of the reaction rates on concentrations, which presents a difficulty for the IE
method, because the reaction-transport PDEs are then nonlinear (cf. Sect.2.2).
The rate constants k! and k? of homogeneous reactions in liquids depend on
the temperature. Therefore, they can usually be regarded as constant parameters,
since a majority of electroanalytical experiments are performed under isothermal
conditions. Exceptions to this are temperature perturbation experiments (see, for
example, Wildgoose et al. [124] and Griindler et al. [48]), but these are rarely
modelled.

At a positive equilibrium, a homogeneous reaction subject to the power rate
law (2.25) and (2.26) satisfies the equilibrium condition:

distr
NS
b

I (cj)u‘,_,.—u;;i — K. (2.28)

=1

where K; is the classical equilibrium constant which should be distinguished from
the thermodynamic equilibrium constant (see, for example, Everett [35, p. 112]).
The equilibrium constant K; is related to the rate constants by the equation:

kf/kb = (k)Y (2.29)

Some non-elementary homogeneous reactions occurring in electroanalytical
models may be subject to other rate laws, for example to Michaelis—Menten kinetics
[62] characteristic of enzymatic reactions (see, for example, Leskovac [66] or
Marangoni [73]). The rates of enzymatic reactions are rational functions of the
concentrations. Due to the nonlinearity of such functions, they have not been thus
far handled by the IE method. Therefore, we do not write more about such rate laws
here.

In the case of heterogeneous reactions a greater diversity of expressions for
the reaction rates is encountered. References [1, 9, 31, 33, 40, 41] may serve as
a source of basic information about such expressions, but some of the formulae
used in the modelling may not be available in these references, and have to be
searched in the literature. It is difficult to provide a complete list of possibilities.
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In many modelling studies the power rate law analogous to Eqs. (2.25) and (2.26) is
assumed:

stlistr+NSloc+l

=k I (@) (230)
j=1j#e
NS4 Nloe
T N CH e (231)
j=1.j#e

where NSdiStr is the number of distributed species in phases adjacent to a given
interface, NS10C is the number of localised species at the interface (including free
sites, if relevant), ®; denotes either the concentration of a distributed species at
the interface, further denoted by c;, or the concentration I'; of a localised species,
and /\?i and /\'}j are reaction orders. The orders satisfy the condition analogous to
Eq.(2.27). Index j = e refers to exchanged electrons, if they are included in the
list of reactants. Rate constants k! and k? of heterogeneous non-electrochemical
reactions are often assumed to depend only on the temperature, whereas those
for electrochemical reactions depend not only on the temperature but also on the
electrode potential £ (in the case of electron transfers at electrode | electrolyte
interfaces) or on the Galvani potential difference A® across the interface (in the
case of electron or ion transfers at liquid | liquid interfaces). According to the most
popular Butler—Volmer kinetic model, for electron transfer reactions at electrodes
the potential dependences are:

=kl =k ewp (22 ) @3
kP = kP(e) = k) exp (—M e) , (2.33)

with
- R_FT (E—EY) . (2.34)

where k? is the conditional rate constant of the reaction, v, ; is the stoichiometric
coefficient of the electron exchanged in the reaction, & and a® = 1 — o are
charge transfer coefficients, most often assumed to be constant, and E,-O is the
conditional (formal) potential of the reaction. For elementary reactions o and a?
are called symmetry factors. Equations (2.32)—(2.34) are presented after [UPAC
recommendations [92, 93], and we direct the Reader to those papers for further
details. It must be noted, however, that alternative assumptions regarding the

magnitude of the charge transfer coefficients are also encountered.
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At a positive equilibrium, a heterogeneous non-electrochemical reaction subject
to the power rate law satisfies the equilibrium condition analogous to Eq. (2.28):

Nsdistr+Nsloc+l .
l_[ (@j)”j»i_"j-i =K, (2.35)

j=1.j#e

where K; is a suitable equilibrium constant, whereas an electron transfer reaction at
the electrode satisfies the Nernst equation:

N:listr+Nhloc+l

LI Vei F

j=1.j#e

In electrochemistry, electron transfer reactions being in a permanent equilibrium
are often called Nernstian or reversible, whereas those not in equilibrium, but
having finite rates in both directions, are called quasi-reversible. This terminol-
ogy is inconsistent with the previously mentioned general meaning of reversible
reactions in chemistry. The inconsistency complicates theoretical discussions of
the reaction kinetics in electrochemical systems, where electrochemical and non-
electrochemical reactions simultaneously occur, because one has to use different
names to denote analogous reaction properties, depending on the reaction type. This
is a reason why it is more convenient to use the terminology adopted here after
Bieniasz [12], according to which one simply distinguishes equilibrium reactions
and non-equilibrium reactions, irrespective of whether electrochemical or non-
electrochemical reactions are in mind. Any equilibrium reaction must be reversible,
in a general sense. Any irreversible reaction must be a non-equilibrium reaction, and
any non-equilibrium reversible reaction has finite rates in both directions.

The rate constants (2.32) and (2.33) are linked with the electrode potential by the
equation

F

/ey = e () (- 59| .37)

In cases when free sites available for adsorption are considered as dynamic
species, Egs. (2.35) or (2.36) can be interpreted as Langmuir-type adsorption (or
electrosorption) isotherms.

Among the various complications or alternative assumptions regarding the
heterogeneous reaction rates, one can distinguish the following. Equations (2.30)
and (2.31) may involve additional multiplicative factors exponentially dependent on
the concentrations of localised species, and expressing the effect of the interactions
between these species on the reaction rates. At a positive equilibrium, one then
obtains Frumkin-type isotherms, instead of the Langmuir isotherms [40, 41]. Yet
different dependences on concentrations may be needed to reproduce still other
kinds of adsorption isotherms known in electrochemistry [31]. Rate constants of
heterogeneous non-electrochemical adsorption reactions can sometimes be assumed
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exponentially dependent on the electrode potential (see, for example, the theory of
Parsons [91], the IE-based model of cyclic voltammetry, reported by Wopschall and
Shain [125], or the IE-based model of normal pulse polarography, reported by Puy
et al. [98]). Charge transfer coefficients af and & of electrochemical reactions can
sometimes be assumed potential-dependent (see, for example, the review by Sanecki
and Skitat [107]). In recent years there is also an increasing interest in considering
alternative models of the potential-dependent rate constants of the electrochemical
reactions, originating from the Marcus [74, 75] and Hush [56] theory of electron
transfer. In the Marcus—Hush theory the potential dependencies are more sophisti-
cated, compared to Eqgs. (2.32) and (2.33). The classical, “symmetric” variant of this
theory, often identified by an additional reference to Chidsey [24], is usually termed
the Marcus—Hush—Chidsey theory in the literature. According to this variant, for an
elementary one-electron transfer X; 4+ e~ = X the rate constants are given by

£\ S
K= K (e) = k? exp (%) S(O’A; fore >0 ’ (2.38)
' ' exp(e) kf(—e)  fore <0
—e)ki(g) fore >0
kb = kb(e) = | POk =20 2.39
! /(®) { kf(—e) fore <0 (2.39)
In Eq. (2.38),
&2\ [ x? ex
S(e, A) = w72 A712 exp (_H) / exp (_X) cosh (X) sech(x) dx
0
(2.40)

and A = A(RT)™!, with A denoting the so-called reorganisation energy (in J mol ™).
Equations (2.38)-(2.40) are more difficult to handle than Eqgs. (2.32) and (2.33), in
mathematical models. Their use can be facilitated by the specially developed pro-
cedures for accurate and efficient computation of the above Marcus—Hush—Chidsey
rate constants [15, 76, 85]. However, the physical adequacy of Egs. (2.38)—(2.40)
and also of other variants of the Marcus theory, for electroanalytical modelling, is
still under debate (see, for example, the review by Henstridge et al. [52], and the
references cited therein). The question seems to be open whether these equations
ensure a better agreement between theoretical and experimental electrochemical
responses, than the classical Butler—Volmer equations (2.32) and (2.33) do.

Other kinetic complications arise in the case of reactions involving solvated
electrons (see, for example, Alpatova et al. [4]), but such reactions will not be of
particular interest in this book.

It should be stressed that in contrast to homogeneous reactions, the nonlinearities
of Egs. (2.30) and (2.31) present no difficulty for the IE method, which will become
clear in further chapters.

The above presentation is focused on single reactions. In practice, the number N;
of reactions is often greater than one. A set of reactions, presumably occurring in an
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electrochemical system studied (or a part of it), is usually called a reaction scheme.
Alternatively (and sometimes interchangeably) the name reaction mechanism is
also used. Strictly speaking, the latter name should be restricted to cases when a
particular set of reactions represents elementary steps of a certain non-elementary
reaction, or serves to explain how to obtain a certain product from particular
substrates. The name reaction network, popular outside electrochemistry, is also
sporadically used. There exist a number of standard reaction schemes, often
encountered in electrochemical studies, for which a more or less widely adopted
notation has been devised [6]. Elements of this notation are used in the present
book. Thus, electron transfer reactions are noted by the letter E, other reactions
by the letter C. For example, ECE denotes any reaction scheme comprising two
electron transfer reactions separated by a homogeneous (or heterogeneous) non-
electrochemical reaction, such as:

X 42X, (2.41)
X2 Xs, (2.42)
Xs3+e 2 Xy. (2.43)

An important characteristic of the reaction schemes is the stoichiometric matrix

N, defined as N = {v;’»i — vﬁi}
’ ’ NsXNr
number of the reactions is generally different from the number of species. Of

particular interest is the submatrix N ®™ of N, corresponding to dynamic species
(and electrons exchanged, if taken into account). A detailed analysis of the matrices
N and N ¥ allows one to derive many of the mathematical equations necessary for
the description of electroanalytical experiments. Among other things, one can deter-
mine a set of linearly independent reactions, that might be called base reactions.
The linear independence of the reactions is equivalent to the linear independence of
the columns of the stoichiometrix matrix. A set of base reactions determines a set
of independent model parameters, since in the case of linearly dependent reactions
some of their parameters like equilibrium constants or conditional potentials are not
arbitrary but depend on the relevant parameters of the base reactions (see Luo et al.
[70] and Bieniasz [12]). The analysis of the stoichiometric matrix, and the derivation
process of the mathematical equations can be automated and computerised, as was
shown in [12-14, 69]. Given a vector 7 = [r1, ..., rNr]T of all reaction rates, the
corresponding vector _p) of the production rates of all dynamic species involved in
these reactions can be calculated as

. Matrix N is usually non-square, as the

T =N"T7. (2.44)

pj=—L. (2.45)
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in the case of dynamic distributed species subject to homogeneous reactions;
_ 1
pj==xJ;. (2.46)
in the case of dynamic distributed species subject to heterogeneous reactions;

I

in the case of dynamic localised species subject to heterogeneous reactions; and

l'J_
==, 2.48
Pj F ( )
(with j = e) in the case of electrons exchanged in electron transfer reactions at

electrodes. Symbol J jJ- in Eq. (2.46) denotes the component perpendicular to the
interface, of the flux of a given species. The plus or minus sign in Eq.(2.46) is
chosen based on the following reasoning. Assume that £ is a spatial coordinate along
an axis perpendicular to the interface, with & = 0 corresponding to the location of
the interface. Let J jJ- be expressed in this coordinate system. Then plus is chosen for
species present in the phase for which § > 0, and minus is chosen for species present
in the phase for which £ < 0. Symbol i * in Eq. (2.48) denotes the Faradaic current
density at the electrode surface, in the direction perpendicular to the electrode. In
cases when the current density i is uniform along the electrode surface, Eq. (2.48)
can be replaced by

pj = — (2.49)

where [ is the total Faradaic current flowing through the electrode surface, and A is
the electrode area.

In Eqgs. (2.44)-(2.49), and in other related equations of this chapter, we omit lists
of arguments of _p), _r), i+ and I. However, one should keep in mind that under
transient conditions these variables are functions of time. For some models they can
also be functions of spatial coordinates.

2.8 The Effect of Homogeneous Reactions on Transport
PDEs

Equation (2.44) implies, among other things, that the rates of the homogeneous
reaction(s) are related to the production rates of the dynamic distributed species.
Consider a spatially extended phase with th"m homogeneous reactions and NSdd
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dynamic distributed species having concentrations <. By rewriting Eq. (2.45) in
the vector notation, we obtain:

hom _ IC (2.50)
p - 8t ’ .

T
where _p) hom [ p'l“’m, cees p?\?d‘fl‘] is the vector of the production rates of the

dynamic distributed species, and the concentration changes are due solely to the

T
homogeneous reactions. By introducing the vector 7 '™ = [r{“’m, e r}:;},‘;‘m]

of the homogeneous reaction rates, the relationship between _p>h°m and _r)h"m,
resulting from Eq. (2.44) is

—> Eva —
hom — Ndd,hom 7 hom

p , (2.51)

where N 9d:hom jg the submatrix of the stoichiometric matrix N 2, that takes into
account only the above species and reactions. Expression (2.51) has to be included
into Eq. (2.10) to obtain a complete reaction-convection-diffusion PDE system. Of
special interest to this book is the situation when all homogeneous reactions are
either of first order, or of pseudo first order. Pseudo first order means that each
of the reaction rate expressions (2.25) and (2.26) may involve concentrations of at
most one dynamic species with the reaction order equal 1. All remaining species
participating in the reaction must be static species. In such a case it is possible to
write Eq. (2.51) in the linear form

phom— _KC+T (2.52)

where K is a real N3 x N3¢ matrix of coefficients dependent on the rate constants
of the homogeneous reactions, and (in the case of pseudo first-order reactions) on
the constant concentrations of the static distributed species; and & is a constant
source vector. Vector o represents the homogeneous reaction rate terms dependent
exclusively on the concentrations of the static distributed species.

2.9 The Effect of Heterogeneous Reactions on Boundary
Conditions and Governing Equations for Localised
Species

Consider an interface at which N heterogeneous reactions take place. Let N
be the number of dynamic distributed species in adjacent spatially extended phases,
and N' be the number of dynamic localised species at this interface. By N dymhet
let us denote the submatrix of the stoichiometric matrix N ¥ in Eq. (2.44), which
corresponds to these species and reactions. If one of the adjacent spatially extended
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phases is an electrode, and electron transfer reactions are involved, electrons
exchanged are considered as additional dynamic species, and are taken into account
in the matrix N ™!, Hence, there are altogether N = N3 + N 4 1 dynamic
species to be considered at the interface. If the interface is a liquid | liquid interface,
electrons exchanged are not taken into account in the matrix N dnhet even if there
are electron transfer reactions, so that there are NO*" = N3 + N3 dynamic species

T

to be considered. According to Eq.(2.44), the vector p ' = [ phet L, pk;ve;yn]

of the production rates of the dynamic species is linked with the vector 7ohet —
T

[r{‘e‘, cees rjli,f}fm] of the heterogeneous reaction rates by the equation:

_p) het — Ndyn,het 7) het . (253)

In cases when all heterogeneous reactions are non-equilibrium reactions, Eq. (2.53)
can sometimes be used directly as a coupled set of equations containing boundary
conditions for dynamic distributed species, and equations governing the evolution
of the concentrations of dynamic localised species. If electrons exchanged are
taken into account in the stoichiometric matrix N 9y™het, Eq. (2.53) contains one
more equation that can be used for calculating the Faradaic current (in the case of
controlled potential experiments) or electrode potential (in the case of controlled
current experiments). If electrons exchanged are not taken into account in N 9¥™het,
an additional equation defining the current is needed, based on the balance of electric
charge in the charge transfer reactions involved.

In practice, however, Eq.(2.53) is rarely used in the direct form. Analysis
of many electroanalytical models published in the literature reveals that usually
Eq. (2.53) is presented in a modified form that can be obtained by partially inverting
Eq. (2.53), so that some of the reaction rates are expressed as linear combinations
of the other reaction rates, and/or species production rates. Such a modification of
Eq. (2.53) is necessary in cases when the reaction scheme involves heterogeneous
equilibrium reactions. The detailed procedure for performing the inversion is
described in Bieniasz [13]. The procedure transforms Eq. (2.53) into the equation:

Vi =Zp", (2.54)

where V ayn_ nee a0d Z ayn_ o ayn are matrices of rational coefficients. Matrix V' has
Ng” X N{ et Ng 7" X Ng

in the general case the following block structure:

Cl1C2C3C4
1,0 M, M, ] RI

V=01, 0 M; |R2, (2.55)
00 0 0 [R3
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where 1; and 1, are unit submatrices (not necessarily of the same size), My, M,,
and M 3 are some generally non-square submatrices, the elements of which can be
different from zero, and 0 denotes null submatrices. Sets C1 and C3 of columns
of V correspond to equilibrium reactions, sets C2 and C4 to non-equilibrium
reactions. The procedure of Bieniasz [13] ensures that all columns within sets C1
and C?2 are linearly independent, columns C3 are dependent on columns C1, and
columns C4 are dependent on columns C1 and C2. Each equation corresponding
to set R1 of rows in matrix ¥ allows one to express the rate of some equilibrium
reaction from set C1 as a linear combination of the following variables: rates of
equilibrium reactions from set C 3, rates of non-equilibrium reactions from set C 4,
and species production rates. One can then neglect all finite reaction rates from
set C4, and (finite) species production rates in equations from the rows R1. Terms
resulting from dependent equilibrium reactions in set C 3 can also be removed from
equations corresponding to R1, because dependent reactions do not alter equilibria
of independent reactions. In this way, all equations from the set Rl are replaced
by equilibrium equations for reactions from set C1. Each equation corresponding
to set R2 of rows allows one to express a finite rate of one of the independent
non-equilibrium reactions from set C2, as a linear combination of the rates of
dependent non-equilibrium reactions from set C4, and species production rates.
Finally, equations corresponding to set R3 of rows do not involve reaction rates.
They only express relationships between species production rates.

In addition to replacing Eq. (2.53) by Eq. (2.54), one can also apply steady state
conditions to some of the intermediates, by zeroing some of the elements of Z,
thereby neglecting respective species production rates.

The above transformation of Eq. (2.53) into Eq. (2.54) is similar to the process of
looking for the so-called first linear invariants of a dynamical system, performed in
kinetic studies of complex non-electrochemical reaction networks (see, for example,
Reder [100], Corio [29], and Sauro and Ingalls [108]). By following this analogy,
equations belonging to the group R3 should be called structural conservation
relationships [100], because they express invariants resulting from the structure of
the reaction network, independently of the rate laws.

If a particular dynamic species does not take part in any of the heterogeneous
reactions at the interface, then Eq.(2.53) implies that the production rate of this
species is simply zero. In view of Egs. (2.46) and (2.47), for a distributed species this
implies a zero flux boundary condition at the interface, and for a localised species
this implies a time-invariant concentration.

For models not including dynamic distributed species, Eq. (2.53) yields generally
an ordinary differential equation (ODE) system, and Eq.(2.54) yields generally
a differential-algebraic equation (DAE) system, for the temporal evolution of
the concentrations of the dynamic localised species (plus one more equation for
calculating the Faradaic current or electrode potential, if electrons exchanged are
taken into account in the stoichiometric matrix N ¥™et) In the case of models
not involving localised species Eqgs. (2.53) or (2.54) yield boundary conditions for
the transport PDEs or steady state ODEs (plus optionally one more equation, as
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above). If both dynamic distributed and dynamic localised species occur, all these
equations may be coupled in the way which makes it impossible to distinguish
among them boundary conditions for transport PDEs, and ODEs or DAEs for the
localised species; all equations must be considered and solved jointly.

In the case of controlled current experiments it is not always possible to obtain
an explicit formula for the electrode potential (or interfacial potential difference).
Implicit expressions, requiring numerical potential determinations, may occur.

There is also a special situation when dynamic distributed species can be formally
considered as localised species, with all consequences regarding their mathematical
representation in Eqgs. (2.53) or (2.54). This is the situation of dynamic distributed
species confined to a very thin spatially extended phase (for example, a thin
electrolyte layer) adjacent to the interface studied. The distributed species must
not be allowed to leave such a thin layer through the other interfaces. In such
a case it can be shown (see Sect.5.3) that despite diffusion, there is almost no
concentration gradient inside the layer, in the direction perpendicular to the interface
studied. Consequently, we can treat a distributed species as a localised one, having
concentration I'; = ¢; [, where ¢; is the uniform concentration of the distributed
species in the layer, and / is the layer thickness. The production rate of such a
quasi-localised species must be expressed as p?e‘ = dI’;/dt, not as p'}e‘ =4J jJ-.
Examples of electroanalytical models involving such quasi-localised species can be
found in [54, 65], and in the references cited therein.

2.10 The Effect of Reactions on Initial Conditions

In order for the transport Eq. (2.10), and equations governing the evolution of the
concentrations of localised species, contained in Eqgs. (2.53) or (2.54), to be solvable,
electroanalytical models have to provide initial conditions. Most often it is assumed
that the system studied is initially in equilibrium, so that all reactions in the reaction
scheme considered are in equilibrium, and there are also no concentration gradients
in spatially extended phases. Consequently, all initial concentrations are assumed
to be time-invariant prior to the electroanalytical experiment, and in the case of
distributed species they are also spatially uniform. Alternative initial conditions are
conceivable, but they occur rarely. For example, when flash photolysis is used to
produce an electroactive species to be studied in an electroanalytical experiment,
the initial concentration of this species is not in equilibrium, and it decays in time,
prior to the experiment [20, 102, 116]. Such situations will not be considered in this
book. Another example, of non-equilibrium initial conditions, is encountered in the
studies of adsorption at DMEs, where it is often assumed that every newly created
drop is initially free of the adsorbates, even if the adsorbates are present in the
electrolyte. Such situations will be addressed in Chap. 9. The initial concentrations
will be denoted by ¢’ in the case of dynamic distributed species, and by Fj* in the
case of dynamic localised species.
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In the initial equilibrium the various reactions can be either at positive or
zero equilibria. Depending on how many electrochemical reactions are initially
at positive equilibria, the following three situations are conceivable: (A) All
electrochemical reactions are at zero equilibria, so that the rest potential Eleg
(in the case when the interface studied is an electrode | electrolyte interface) or
the rest value of the Galvani potential difference A® (in the case when the
interface studied is a liquid | liquid interface) is not governed by the given reaction
scheme. (B) There is only one linearly independent electrochemical reaction at
positive equilibrium, and E\eq or A @y correspond to this equilibrium (Eyeg is an
equilibrium potential or A @ is an equilibrium Galvani potential difference). The
reaction can be accompanied by any number of other electrochemical reactions that
are also in positive equilibrium, but only if they are linearly dependent on the first
reaction. (C) There is more than one linearly independent electrochemical reaction
initially at positive equilibrium, but such a case is acceptable only for a special
combination of kinetic parameters and initial concentrations, which may not always
be possible to precisely achieve or maintain experimentally. In general, if there is
more than one linearly independent electrochemical reaction not at zero equilibrium,
a non-equilibrium, mixed-potential situation is expected (see, for example, Kortiim
[64, p. 510]), so that equilibrium initial conditions cannot be assumed in such a case.

In the case of the power rate law (2.25) and (2.26) or (2.30) and (2.31), any
relationships between nonzero initial concentrations of the dynamic species and
concentrations of static species can always be expressed in a closed, explicit form.
A procedure for deriving these relationships was described in Bieniasz [12]. It relies
on solving analytically equilibrium equations (2.28), (2.35), and (2.36), transformed
into linear AEs by a logarithmic transformation.

2.11 Electroanalytical Methods

Boundary conditions depend not only on the kinetics of heterogeneous reactions but
also on the electroanalytical method used in an experiment of interest. Experimental
electroanalytical methods can be divided into two major categories: controlled
potential methods, and controlled current methods. In the controlled potential
methods a specific potential-time perturbation is applied to the WE(s), and the
current-time response is measured. In the controlled current methods a current-time
perturbation is applied and the potential-time response is measured. The various
methods differ mostly by the perturbation functions. Instead of providing detailed
equations of the various perturbation functions used, Figs.2.8 and 2.9 compare
the most common perturbations visually. It is assumed in the figures that the
WE is polarised to study anodic processes. Replacing E(t) by —E(¢), or I(t)
by —I(¢) would give the functions for studying cathodic processes. Apart from
the perturbation functions, the various methods may also differ by the ways in
which the responses are sampled and analysed. The figures are based on IUPAC
recommendations [59] and on the Bard and Faulkner book [10], to which the Reader
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potential step chronoamperometry

double potential step chronoamperometry

linear potential sweep voltammetry

cyclic voltammetry

staircase voltammetry

E(7)

AR

square wave polarography/voltammetry

differential pulse polarography/voltammetry

AC polarography/voltammetry

normal pulse polarography/voltammetry

t

Fig. 2.8 Comparison of common potential-time perturbation functions used in controlled potential
electroanalytical methods

current step chronopotentiometry

1(1)

\

programmed current chronopotentiometry

t

Fig. 2.9 Comparison of common current-time perturbation functions used in controlled current
electroanalytical methods. The programmed current chronopotentiometry may involve any sort of
current-time functions, often defined by power or exponential functions [61]
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is referred for the details of the methods. Further information can be found in other
similar books [32, 39, 71], and in reviews or monographs dedicated to particular
methods, such as [34,46,49,61,78,113,126].

2.12 Anomalous Diffusion

There exist electrochemical systems, in which electrochemical observables exhibit
specific deviations from the predictions of the Fick law (2.5), even if diffusion is
the sole mode of transport. Such unusual transport is known under the name of
anomalous diffusion. We refer the Reader to the reviews by Pajkossy et al. [87,90],
Go and Pyun [45], and Gmucova [44], and the references cited therein, for a detailed
discussion of the anomalous diffusion phenomena in electrochemistry. Below we
present a few basic equations.

Ordinary diffusion is generally interpreted [45], at a molecular level, as a random
walk process, in which the mean squared displacement < r2(¢) > of a molecule is
proportional to the time 7:

<r¥t)>~t. (2.56)

As a consequence, the various electrochemical variables and observables, recorded
in the presence of ordinary diffusion, often depend on ¢'/? rather than on ¢ explicitly.
In particular, the thickness of the diffusion layer, arising under transient conditions
at electrochemical interfaces, is often proportional to tY/2 the Faradaic current often
decays as t~Y2 etc. In the case of anomalous diffusion, the same variables or
observables evolve differently in time. They behave as if Eq. (2.56) was replaced
by

<rX(t) >~ 1%, (2.57)

where a # 1 [45]. Symbol « in Eq. (2.57) should not be confused with the charge
transfer coefficients in Egs. (2.32) and (2.33).

In electrochemistry, anomalous diffusion is observed at irregular (rough, porous,
or partially active) electrode surfaces. Theoretical description of the anomalous
diffusion at such interfaces appears to be far from complete, but there are models
that explain the basic experimental findings. The models interpret the anomalous
diffusion as an effect of the fractal nature of the surface irregularities. For the
purpose of the present book it is sufficient to limit the presentation to the semi-
empirical continuum model of Pajkossy and Nyikos [83, 84, 88, 89]. The model
assumes that the structure of the surface has a fractal character at distances within
the interval (Aipg, Aour), Where Ajy, is the size of the smallest structural feature
(termed inner cut-off), and Ay is the size of the largest feature (termed outer
cut-off). For any jth dynamic distributed species possessing a diffusion coefficient
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D; one can define characteristic times #; iy, and ?; oy, corresponding to Ain, and
Aout

tiim =y D' A (2.58)

mnn °

tiow =y D7 Ay (2.59)
where y is a dimensionless empirical geometrical factor dependent on the shape of
the surface irregularities (y = m~! is an orientational value suggested based on
the solution of a one-dimensional planar diffusion equation). In a transient exper-
iment, electrochemical responses consistent with ordinary diffusion are observed
at t < fjjm and ¢ > [joy, whereas anomalous diffusion effects are seen
at t € (tj,inn, tj,om). In particular, if one performs a cathodic potential step
chronoamperometric experiment for the electron transfer reaction X; + ne™ =
X +1 taking place at a (macroscopically) planar electrode in a semi-infinite spatial
domain under conditions of one-dimensional planar diffusion, then the limiting
Faradaic current obeys the classical Cottrell equation [30]:

1(t) = =nFAwier ¢} DY =12 4712 (2.60)

fort < ¢}, and
I(t) = —nFAc}; D> g =112 47172 2.61)
for t > 1 ou (The Reader may find one possible derivation of the Cottrell equation
in Sect.11.1.1). In Eqgs. (2.60) and (2.61) c; is the initial/bulk concentration of

species X ;, A is the macroscopic area of the electrode, and Ay, is the microscopic
area. The two areas are related by the equation:

A Aimn ) 72
=== , 2.62
Amicr (Aout ) ( )

where dp is the fractal dimension of the irregular interface. In the case of rough
surfaces dp > 2 was assumed, whereas in the case of partially active ones dr <
2 [83, 84, 88, 89]. For t € (t Jinns lj,out) the anomalous current response occurs,
satisfying

I(t) = —0jF =, (2.63)
with

dp—1
o=—".

5 (2.64)
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Coefficient o f results from the assumed continuity of the formulae (2.60), (2.61),
and (2.63) att = t;ny and ¢ = ; oy, Which gives

a—1/2
0 = nFAnierc; D> 272 (y D71 23, (2.65)

inn
and

a—1/2
ojr =nFAc; D) a7 (y D7 AZ,) (2.66)
Equations (2.65) and (2.66) are equivalent, in view of the relationship (2.62). Similar
derivations can be performed for other types of transient experiments [83,84,88,89].

2.13 Uncompensated Ohmic Drop and Double Layer
Charging

In considering the kinetics of the electrochemical reactions in Sects.2.7, 2.9,
and 2.10 it was tacitly assumed that the controlled or measured quantity E(¢)
represents the true electrode potential of the WE in Fig.1.1a, or that A®(¢)
represents the true Galvani potential difference across the liquid | liquid interface
in Fig. 1.1b. It was also assumed that the entire current /(¢) is associated with
electrochemical reactions taking place at the interfaces studied. In practice, none
of these assumptions is obeyed strictly, even though the modern experimental
equipment is designed to approach them as closely as possible. The two basic
departures from the above assumptions are: the uncompensated Ohmic potential
drop, and the double layer charging. The role played by these two phenomena is best
illustrated by standard electric circuits corresponding to the experimental systems
from Fig. 1.1. These equivalent circuits are depicted in Fig. 2.10. The review by Britz
[19] provides a comprehensive discussion of the problem of the uncompensated
Ohmic potential drop. The reviews by Parsons [94] and Schmickler [109] provide
an introduction to the subject of the double layer.

The uncompensated Ohmic potential drop is the potential drop across the
uncompensated resistance Ry in Fig. 2.10a, or across the uncompensated resistances
Ry and Ry in Fig.2.10b, which result from the finite conductivity of the elec-
trolyte, and the technical difficulty in placing the reference electrodes at the outer
Helmholtz planes of the electric double layers of interfaces studied. For a particular
experimental setup, the parameters Ry, Ry;, and Ry, are usually considered to be
constant resistances. However, in view of Egs. (2.1)—(2.3), for the ionic conductivity
this is only an approximation valid in the absence of concentration gradients. As
a consequence of the Ohmic drop, the controlled, or measured potential E(¢) in
Fig.2.10a is related with the true electrode potential E’(¢) by the formula:

E(t) = E'(t)+ I(t) Ry . 2.67)
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1(7)
-
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Fig. 2.10 Simplified equivalent circuits corresponding to the typical three-electrode (a) and
four-electrode (b) experimental systems from Fig. 1.1. Notation: Zp—Faradaic impedance; Cpp —
differential double layer capacitance; Ry, Ryj, Ry,—uncompensated resistances; Rgs, Rgsi,
Rgs,—solution resistances; [ (t)—Faradaic current; /¢ (f)—double layer charging (i.e. capacitive)
current; [(t)—total current; E(t)—controlled or measured potential of the WE; A®(r)—
controlled or measured Galvani potential difference between RE1 and RE2; E’(¢)—true potential
of the WE; A®’(¢)—true Galvani potential difference across the liquid | liquid interface. The
circuit a results from the well-known Randles equivalent circuit [10]. The circuit b results from the
equivalent circuit presented by Samec et al. [106]

Analogous relationship for the ES1|ES2 interface, referring to the controlled or
measured Galvani potential difference A®(¢), and the true potential difference
A®'(¢) in Fig.2.10b is:

AD(t) = AD'(t) + 1(t)(Rys + Rua) - (2.68)

In Egs. (2.67) and (2.68) I(¢) denotes the total current, composed of the Faradaic
and capacitive components:

1(t) = Ie(t) + Ic(t) - (2.69)

These currents obey the [IUPAC convention [60], according to which anodic currents
are regarded positive, and cathodic negative.
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The double layer charging is caused by the presence of the electric double layer
at all kinds of electrochemical interfaces. The double layer can be thought of as
a capacitor, having differential capacitance Cpy, and charged with charge Qpy (7).
The non-direct current flowing through the double layer is given by the formula

dOn(t) _ , dE'()

Ic(t) = 2.70
c(1) a1 DL (2.70)
in the case of Fig.2.10a, or
d QpL(t) dAP'(1r)
c(1) a1 DL (2.71)

in the case of Fig. 2.10b. The differential capacitance Cpy, is generally not constant,
although in the modelling of electroanalytical experiments it is often assumed
constant. It depends among other things on E’(z) or A®’(¢), and on the history
of the processes at the interface (for example on the coverages by localised species).

It should be stressed that only E(¢) or A®(¢), and I(¢) can be controlled or
measured. There is no way to access directly E’(¢) or A®’(t), or control or measure
separately the components Ir(¢) or I¢(t) of I(¢). If the uncompensated Ohmic drop
and double layer charging are taken into account, all occurrences of /(¢), E(¢) and
A®(t) in Sects.2.7, 2.9, and 2.10 must be replaced by Ir(¢), E’(t), and A®'(¢),
respectively.
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Chapter 3
Mathematical Preliminaries

In this chapter we briefly summarise mathematical definitions and theorems neces-
sary for the understanding of the IE method. The summary is not intended to be a
comprehensive outline of the mathematics of the IEs and related subjects. Similarly
to Chap. 2, it is limited to the issues most important for the practice of the IE method
in electroanalytical chemistry.

3.1 Integral Equations: Basic Concepts and Definitions

There is an extensive mathematical literature devoted to the subject of the IEs.
For the practitioners of the IE method in electrochemistry, basic textbooks, and
textbooks combining the elementary mathematics of the IEs, with the discussion
of analytical and numerical solution techniques, are probably the most useful.
References [2-5, 10, 13, 15, 17, 19, 20, 33, 34, 38, 39, 41] represent a selection of
such books.

Even a superficial look at the mathematical literature reveals that the terminology
used by various authors is not always consistent and universally accepted. It is
therefore important to define the terms to be used in the present book, so that
possible misinterpretations are avoided. The definitions listed below have been
compiled with the help of the book by Hackbusch [15], the Springer on-line
Encyclopedia of Mathematics [12], and a few other references.

There seems to be a fairly general agreement that by an integral equation (IE) one
should generally understand a functional equation, in which the unknown function
occurs under the sign of some integral. By functional equations we understand here
equations in which the unknowns are elements of some functional space. Hence,
the solution of a functional equation (and hence of an IE as well) is a certain
function ¥ (but see the critique of such a definition of the functional equations
in the Encyclopedia of Mathematics [12]). The above definition of the IE clearly
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implies a diversity of the IEs, since various kinds of integrals are conceivable (e.g.
“ordinary” integrals over intervals in R', n-dimensional integrals in R”, contour and
surface integrals in R”, etc.). The authors of many textbooks often narrow down the
definition of the IE to a particular type of the integrals, according to their area of
interests. Such narrow definitions are not sufficient for the purpose of the present
book, since in electrochemistry various types of integrals may be encountered in the
IEs.

The integrals occurring in the IEs can be viewed as results of applying certain
integral operators to the (unknown) function ¥. By an integral operator (or integral
transformation) we understand a mapping ¥ — 2¥, in which the law of the
correspondence 2l is given by an integral. If ¥ is a function of a scalar or vector
variable 7, the result of applying 2 to ¥ can be quite generally expressed in the
form

AW (1) = /f@(t,r,lll(t)) dr, 3.1
D

where DD is a given measurable set of finite Lebesgue measure in a finite-dimensional
space, and Z(t,t,¥ (1)) (fort, T € D and +o00 < ¥ < 00) is a given measurable
function. Symbol ¢ does not have to denote time, although in electrochemistry it is
often so. It is assumed that ¥ and & satisfy conditions that ensure the existence of
the integral (3.1) in the sense of Lebesgue. If the function &7 is linear with respect
to ¥, so that

P, t,¥(r)) =t 1)V (1) (3.2)

and

AW (1) = /Ji/(t, T)¥(r)dr, (3.3)
D

then the integral operator 2 is called linear, and the function (¢, 7) is called a
kernel of the operator (. Otherwise, the operator is called nonlinear. Some authors
(see, for example, [5, 19,33]) use the term kernel also to denote the function & of
the nonlinear integral operator (3.1). Operators with function & given in the form

P(t, 1, ¥ (1)) = H(t,7) B(W(7)) (3.4)

where Z is a nonlinear function of ¥, are special cases of the nonlinear oper-
ator (3.1), and are also termed nonlinear integral operators in the mathematical
literature. In the present book we deal almost exclusively with the IEs involving
integrals corresponding to linear integral operators (3.3) with kernels JZ (¢, 7) (but
see exclusions in Sect. 9.1).
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Some of the integral operators may have associated inverse integral operators,
allowing one to determine a function ¥ (¢) from its image A¥ (¢). Kernels of such
inverse operators are called inverse kernels.

In the electrochemical context the kernels may depend on certain additional
variables or parameters (apart from variables ¢ and 7). In such cases we shall
write the additional variables or parameters in the formulae for the kernels, but
for simplicity we shall not include them into the list of the variables of the kernel
functions.

When an integral such as (3.3) occurs in an IE, function JZ (¢, t) is often called
a kernel of the IE. In the opinion of the present author, such a terminology is not
very satisfactory, because it makes sense only if there is exclusively one integral
in the given IE. Although many of the mathematical textbooks indeed discuss only
such IEs, there is a priori no reason why an IE should not contain several integrals
with different kernels. In fact, we shall see that IEs with several different integrals
and kernels are typical in the electroanalytical modelling. The actual number of
integrals in an IE may sometimes depend on how we write the IE. For example, if a
complicated kernel function % (¢, 7) can be expressed as a combination of simpler
kernel functions %1 (¢, t) and J#(¢, 7):

A (1) = fi(t) A1, 1) + (1) Aot T) (3.5)

then the (one) integral involving J¢ (¢, T) is equivalent to an expression involving
two integrals with kernels .71 (¢, t) and J#(¢, T):

/Ji/(t, T)¥(r)dr = fl(t)/%(t, )W (t)dt + fo(r) /%(l, T)¥(r)dr .
D D D
(3.6)
However, there are also cases when two different integrals in an IE cannot be easily
replaced by a single integral.
Among various types of integral transforms, the so-called convolution transform

represents an important category. According to the Encyclopedia of Mathematics
[12], the convolution transform is defined by the following integral taken over R!:

AW (1) = / J(t, 1) ¥(r)dr (3.7

where the kernel takes the form
H(t,t) =9l —1), (3.9)

with ¢ denoting a function of one variable. This means that the kernel is a function of
the difference ¢ — t only. Such a kernel is called a convolution kernel or a difference
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kernel [33]. In the present book this definition of the convolution kernel is adopted,
but the above definition of the convolution transform needs to be modified, because
in electrochemistry somewhat different convolution integrals are in use:

AW (1) = /%(z, ) ¥(r)dr, (3.9
0

where JZ (¢, t) is a convolution kernel.

In a particular IE, the unknown function ¥ may appear exclusively under
the integral sign (of the integrals involved in the IE). In such a case, following
Hackbusch [15] we can say that the IE is of the first kind. If the unknown function
appears also outside the integral(s), we can say the IE is of the second kind. It should
be noted that these definitions are usually expressed exclusively for IEs with the
unknown function dependent on a single independent variable ¢ € R', which opens
a way to distinguishing also IEs of the third kind [17], that are some mutations of
the second kind IEs according to the present definition. However, the more general
definition given by Hackbusch [15] seems logical and most useful.

Of crucial importance is the concept of the linearity/nonlinearity of the IEs. We
adopt here the general definition from Hackbusch [15], also seemingly shared by
Baker [3] and a few other authors, but apparently not shared by the Encyclopedia
of Mathematics [12] and quite many mathematicians. By a linear/nonlinear 1E we
shall understand an IE that is linear/nonlinear with respect to the unknown function
V. This means that a linear IE must be linear with respect to all occurrences of ¥
outside the integral(s), it must be linear with respect to all the integral(s), and that
all integral operators involved must be linear. Such a definition may seem natural
and obvious, but it should be stressed that the mathematical literature regarding
the nonlinear IEs is almost exclusively restricted to the IEs which are linear with
respect to the occurrences of ¥ outside the integral(s), and linear with respect to
the integral(s); the only presence of the nonlinearities is through nonlinear integral
operators. In other words, nonlinear expressions involving ¥ occur only in the
integrands. Such a narrow view of the nonlinear IEs is represented both in the
classical old papers [16,36] and in the most recent textbooks [41]. As we shall see,
that narrow concept of the nonlinear IEs is inadequate for electrochemical IEs. Most
of the nonlinear IEs in electrochemistry exhibit nonlinearities with respect to the
occurrences of ¥ outside the integral(s), and with respect to the integral(s), but the
integral operators are linear. It may be that, as a consequence of the neglect of this
matter, the existing body of the mathematical theory concerning the solvability and
various properties of the nonlinear IEs is insufficient for the type of nonlinearities
present in the electrochemical IEs. Mathematical studies aimed at the clarification
of this issue are desirable, and should be of interest to mathematicians.

If the integral in an IE is taken over a domain I) that is a fixed interval in R!,
or a more general fixed subset of R", including curves and surfaces, etc., then
the IE is called the Fredholm IE. If, in turn, D is not fixed, but varies with the
variable ¢, then the IE is called the Volterra IE. These fairly general definitions
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are taken from Hackbusch [15], but one should be aware that in many textbooks
the notions of the Fredholm and Volterra IEs are limited to D being an interval in
R!, possibly for historical reasons. But even the present definition is not entirely
satisfactory, because it tacitly assumes that the IE involves only one integral, or, if
there are more integrals in the IE, all of them share the domain D of integration.
In general, mixed (Fredholm—Volterra) IEs should be conceivable, if the different
integrals in the IE are taken over different domains. Luckily, in electrochemical IEs
such mixed situations do not occur, and we shall see that most of the IEs relevant to
the electrochemical modelling fall into the category of the Volterra IEs.

Depending on the dimension n of the integration domain D, the corresponding
IEs are sometimes called one-dimensional, two-dimensional, multidimensional,
etc. [33]. In electroanalytical chemistry, the dimensionality of the 1Es should be
clearly distinguished from the dimensionality of the spatial domains over which
the differential equations representing electroanalytical models (see Sect.2.4) are
defined.

The IEs can be regular, if the integral(s) exist as proper integrals. They can be
weakly singular, if the integral(s) exist as improper integrals, or strongly singular,
if the integral(s) must be defined by special regularisation (such as the Cauchy
principal value). According to some sources [15, 20, 41], weakly singular IEs
together with strongly singular IEs form the class of singular IEs. However, some
other sources (like the Encyclopedia of Mathematics [12]) apparently restrict the
name singular IEs to the strongly singular IEs. These definitions again seem to be
limited to IEs involving one integral, because in the case of several integrals, mixed
cases (regular—singular, etc.) might occur. It seems more reasonable to talk about
regular, weakly singular, and strongly singular kernels of integral operators, and
such a terminology is also in use. In the case of integrals taken over D C R”, a
typical example of a weakly singular kernel is [12]:

AR

[t —z|*

H(t,7) =

(3.10)

where .Z (t, t) is bounded for (f,7) € D x D, and 0 < a < n. Kernel (3.10)
occurs in the so-called Abel IE [13], in whichDD € R', @ = 1/2 and f(¢) is a given
function:

/(r — )7 2gr)de = f@r), (3.11)
0

and in generalisations of this equation onto o # 1/2. In electroanalytical chemistry
the most typical are weakly singular kernels of the type (3.10), although regular ones
occur as well. Strongly singular kernels are rare (see Chap. 7 and Appendix D).

If in a functional equation the unknown function occurs not only inside and
(possibly) outside some integral(s), but also in a derivative form, then the equation
is called integro-differential equation (IDE). IEs and differential equations (ODEs
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or PDEs) are special cases of the IDEs. Examples of IDEs, pertinent to electrochem-
istry, will be indicated in further Chaps. 8, 9, and 10. Such examples are relatively
rare, and many of them can be replaced by equivalent IEs.

In the above list of definitions we had in mind single IEs. However, systems
of the IEs, from which several unknown functions are to be determined, are also
considered in the mathematical literature, albeit less frequently than single IEs. The
above concepts and definitions can be extended to such IE systems, possibly giving
rise to an even wider spectrum of mixed cases. Both single IEs and IE systems occur
in electrochemistry.

3.2 The Laplace Transformation

The Laplace transformation is one of the basic and most powerful mathematical
tools utilised in the derivation and discussion of the IEs of electroanalytical
chemistry. There are numerous textbooks and book chapters devoted to the Laplace
transformation. References [6,7,11,18,24,32,37] may be particularly lucid or useful
from the point of view of an electrochemist, but there are other choices possible.
Hence, there is no need to repeat the contents of the books here, and we list only the
basic definitions and theorems, to facilitate further discussion.

Consider a real function f(¢) of a real variable r. Most often ¢ denotes time
or a variable derived from time, but it does not have to be so. The direct Laplace
transformation of this function is defined by the integral:

o

f&)=2{f0)} = /GXP(—SI) Sy dr, (3.12)

0

where s is a complex variable called Laplace variable. Symbol .Z {-} denotes the
transformation. The transformed function is often called the image function, or just
the transform. In this book we also adopt the usual notation according to which
the transformed function is denoted by adding a hat over the function name, and
replacing 7 by s. Hence, f (s) is the transformed function f(z). This notation will be
used whenever it is necessary to distinguish the original function from its transform.
Not every function f(z) possesses a Laplace transform. The function must be such
that the integral (3.12) converges. It must be defined for all z € [0, co). It may be
singular at # = 0, provided that lirg+t f(t) = 0. The Laplace transformation (3.12)
t—

can be applied to functions dependent on more than one variable, but the integration
is then restricted to one variable only. For example, for a function f(x,?) of two
variables x and ¢ we can have

o0

Fs)=ZL{fx.0)) = /exp(—st) flx,t) dt (3.13)

0
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where the ¢ variable is chosen for integration. It is always desirable (if not necessary)
to specify which variable is to be used as the integration variable, unless there is no
doubt about it.

The inverse Laplace transformation allows one to obtain the original function
f(2), given its transform f (s). The inverse transformation .#~! {-} is defined by
the Bromwich integral:

a-+ioco

fo=2 o) =5 / exp(is) £ (5) ds (3.14)

a—ioco

in the complex plane of variable s, where i is the imaginary unit, and a is a real
constant such that all possible singularities of f (s) are located in the subdomain
N{s} < a. It is rarely realised that apart from this requirement a can actually
be arbitrary. This property is important for the electrochemical IEs, since there are
situations when a right choice of a can facilitate obtaining the inverse transform. Not
every function of the complex variable s possesses an inverse Laplace transform.
One obvious requirement for a function f (s) to be invertible is that Sh_I)noo f (s) =0,

otherwise the integral (3.14) would not be convergent.

Using Eq. (3.14) directly is usually a difficult task. Therefore, in practice one
often looks for the original functions in tables providing numerous functions
and their transforms. Many such tables have been published; tables contained
in [1,7, 11, 35] may be particularly useful for electrochemists. Contemporary
programs for symbolic computing, such as MATHEMATICA [22], MAPLE [21]
(and other, including the freely available MAXIMA [23]) have capabilities for
deriving the formulae for the direct and inverse Laplace transforms of user-
defined functions. In particularly complicated cases, when the tables or sym-
bolic software fail, the integral (3.14) has to be calculated analytically by spe-
cial mathematical techniques. One such technique is the method of residues
[24].

If any analytical methods fail, the last resort may be to compute the inverse
transform numerically, and if the need arises, to interpolate or approximate the
obtained data by some simple formulae (e.g. by polynomials) to have analytically
manageable formulae for particular applications. There is a number of methods
available for the numerical inversion of the Laplace transforms (see, for example,
Davies and Martin [9] or Cohen [8], and the literature therein). Some of the methods
have been tested, in the electrochemical context, by Montella and co-workers [25—
31]. Out of these techniques, the Gaver—Wynn-rho method of Valké and Abate
[40] has been found by the present author convenient and useful. Their GWR
procedure [14] is available freely for MATHEMATICA [22], and it seems to work
infallibly.

The Laplace transformation is a linear transformation, implying that the
direct/inverse transform of a linear combination of given functions is a linear
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combination of their transforms. There are also theorems referring to the inverse
transforms of functions with linearly transformed variable s:

1 2 1 t
<z '{f(aS)}=—f(—) , (3.15)
a a
where a is any positive real constant, and

Z1 {f(s —a)} = exp(at) f(1), (3.16)

where a is any real constant. Both theorems are often utilised in the derivations
of the electrochemical IEs. But the most important theorem, of fundamental
consequences for the electrochemical IEs, is the so-called convolution theorem (also
referred to as the Duhamel theorem), which states that the inverse Laplace transform
of the product of two Laplace transforms is a convolution integral of the original
functions:

2 080 = / £t — 1) g(x) dr = / gt -vdr.  (.17)
0 0

Further useful theorems refer to the transforms of function derivative(s) for
n=1,2,...:

d" /()
de”

d"' f(0)
t=0* den-t t=0t
(3.18)

2| SL = et pon) - 0

[where f(0%) = Tim /(). ....d"" f()/d"™|,_yy = lim &' f()/de"" ],
—> —>
and to the transforms of the integral(s):

& /f(t)dr =@. (3.19)
0

3.3 The Fourier Transformation

Another integral transformation that has found some application in the derivation of
electrochemical IEs is the Fourier transformation. According to one definition [24],
given a function f(x) of a real variable x defined over the interval x € (—o0, 00),
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the direct Fourier transform of f(x) is given by the integral:

Fk) = F{f(x)} = / F(x) exp(—ikx) dx . (3.20)

where i is the imaginary unit. Symbol .% {-} denotes the transformation. We also
adopt a notation according to which the transformed function is denoted by adding
the symbol - over the function name, and by replacing the variable x by the Fourier
variable k. Similarly to the Laplace transformation, the Fourier transformation can
be applied to functions of several variables, but the integration is restricted to a
single variable. For example,

(o]

flk,t)=F{ f(x,1)} = /f(x,t) exp (—ikx) dx . (3.21)

—00

The inverse Fourier transformation .% ! {-} is defined by the integral:

fx) = F! { f(k)} - % / f (k) exp (ikx) dk . (3.22)

The Fourier transformation satisfies the convolution theorem, which for the trans-
form defined by Eq. (3.20) takes the form:

FHiwew ) = [ fosc-oda= [ fe-pe@ . 623

Important for the present book is the formula for the transform of the nth derivative
of a function f(x):

y% d”f(nx)

- } = (ik)" f(k) , (3.24)
X

which holds provided that f(x) and its first n — 1 derivatives vanish at x — £o0.

3.4 The Hankel Transformation

A yet another integral transformation, employed in the derivations of the IEs
of electroanalytical chemistry, is the Hankel transformation. The direct Hankel
transform of order v (such that v > —1/2) of a function f(r) of a real variable
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r, defined over the interval r € [0, 00), is given by the integral [24]:

fwra%{ﬂw}=/f@merm, (3.25)
0

where J, (-) is the Bessel function of the first kind and order v. Symbol J%, {-}
denotes the transformation, and p denotes the Hankel variable. In this book we
also denote the transformed function by adding the symbol Vv over the function
name. Similarly to the Laplace and Fourier transformations, the effect of applying
the Hankel transformation to functions of two variables is:

o0
f(P,t)Z«%”u{f(r,l)}Z/f(r,t)lu(m)r dr. (3.26)
0
The inverse Hankel transformation .7~ {-} is defined by the integral:

0y = A7 ) /(mJ@mpw (3.27)
0

A property of the Hankel transformation, important for this book, is the formula for
the Hankel transform of the Bessel operator applied to a function f(r):

Lf0) |, 1470)
dr? rodr

A, { -(2) f(r)} =—p* f(p). (3.28)

Equation (3.28) holds provided that lim f(r) = 0.
r—>00
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Chapter 4
Models Independent of Spatial Coordinates

Electroanalytical models independent of spatial coordinates arise in situations when
transport phenomena, and related spatial nonuniformities in an electrochemical
system considered, can be neglected or omitted. Most often these are models
describing heterogeneous reactions taking place uniformly along the interface stud-
ied; homogeneous reaction systems without transport are almost never considered in
electroanalytical chemistry. Models independent of spatial coordinates are typically
represented by IVPs for systems of ODEs or DAEs, for the concentrations of species
localised at the interface studied. The presence of species distributed in adjacent
spatially extended phases is not forbidden in such models, but only if they are
static species, having practically constant concentrations, or when they are dynamic
species confined to a very thin extended phase and can be formally treated as quasi-
localised species (see Sect.2.9).

Although actually every ODE or DAE system can be rewritten in the form of an
IE system [21], such representations have been rarely practiced in electrochemistry.
Most often the ODEs or DAEs are solved numerically by direct discretisations, such
as finite-difference techniques. The conversion to IEs was used only sporadically in
the past (see, for example, [11,22-24]), and this fact was not much emphasised by
the authors. Hence, it is not entirely clear whether the IEs seen in [11,22-24] were
used as final model representations, or only as intermediate ones. It is also not clear
how they were solved.

However, in recent years there have been several publications [1-10, 12-20, 25]
describing in much detail the IE representations and solutions of such models. We
therefore provide a relevant presentation for completeness. In Sect. 4.1 we describe
systematic procedures of obtaining the IEs representing models independent of
spatial coordinates. The procedures are a generalisation of the approaches taken
for particular models in [1-10, 12-20]. A brief review of the models considered in
those references is given in Sect. 4.2. Finally, in Sect. 4.3 we address the issue of the
pros and cons of the IE formulation of models independent of spatial coordinates.

© Springer-Verlag Berlin Heidelberg 2015 61
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Method, Monographs in Electrochemistry, DOI 10.1007/978-3-662-44882-3_4



62 4 Models Independent of Spatial Coordinates
4.1 Derivation of the IEs

Consider an electroanalytical experiment, in which a set of N heterogeneous
reactions takes place among N dynamic localised species X ud, - - o Xndl g At
an interface studied. We restrict the discussion to the case of the controlled potentlal
experiment, further assuming that all reactions are non-equilibrium reactions, so
that the experiment is described by an ODE system rather than by a more general
DAE system. We also assume that the interface studied is between an electrolytic
phase and an electronic conductor (or semi-conductor), so that electrons exchanged
are formally considered as reactants, and taken into account in the stoichiometric
matrix N 9™t for the dynamic species at the interface (to simplify the presentation
we assume that the last row of matrix N %™ corresponds to electrons exchanged).
Hence, in view of Eq. (2.53) the experiment is completely described by the equation:

—>hel(t) dyn hel—>het(t) 4.1

where Z(1) = [dI(1)/dr, ..., dya(0)/de, I1(t)(FA)™']" is the vector of
production rates of the dynamic localised species and electrons exchanged, and

Nhet
rates of heterogeneous reactions. In general, the expressions may be nonlinear

with respect to the concentrations 1_")(t) = [F 1), ... Iya (t)]T of the localised
e het(t)

vector 7 "(t) = (), .., e (t)] contains relevant expressions for the

species. In the case of models independent of spat1a1 coordinates, variables p

7 het(r), and F (¢) may depend on time ¢ only, but not on any spatial coordinate,
which we explicitly indicate in every occurrence of the symbols of these variables.
Let N 9t be the submatrix of N #¥™t corresponding to the dynamic localised
species (that is the matrix resulting from the omission of the last row of N 9ymbet,
corresponding to electrons exchanged). By using this submatrix, the ODE system
for the surface concentrations can be written as

AT (1)

= — N dl,het 7) het(t) ) (42)

For solving Eq. (4.2) an initial condition is required. This condition can be written
as

— —
ro=r-+, (4.3)

T

—
where ' * = [1" AR is the vector of initial concentrations. We adopt

Nd]]
the usual assumption (see Sect.2.10) that the initial concentrations correspond to
the equilibrium state of the reactions considered. Once the IVP (4.2) and (4.3) is
solved, the last equation in the system (4.1) allows one to calculate the unknown

Faradaic current as an appropriate linear combination of the reaction rates.
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The conversion of the IVP (4.2) and (4.3) into an IE system can be performed
according to at least three alternative procedures described below.

Procedure 1 This procedure is always applicable. It gives IEs in which the reaction
rates 7 Mel(r) play the role of the unknowns. By integrating both sides of Eq. (4.2)
over the interval [0, ¢], one obtains:

[ t
T’ _
/ d(f) dr =T (@) - T * =N / 7 () dr . 4.4)
T
0 0
This gives
T =T " +N"™Y (), @.5)

where Y (1) = [Y1(1), ... Yy ()] with

t t

Yi(t) = / ri(r) dr = / Hi(t, ) rM(r) de (4.6)
0 0
and
Hi(t,t)=1, 4.7
fori =1, ..., the‘. Equation (4.5) allows one to express the unknown surface

concentrations as linear combinations of integrals of the reaction rates. But the
model must also provide expressions for the reaction rates as functions of the
concentrations. Therefore, after setting the concentrations (4.5) into these reaction
rate expressions, we obtain a set of the‘ second kind Volterra IEs for the unknown
reaction rates. From Eq. (4.6) we see that all integrals in the IEs are characterised
by simple integral transformation kernels (4.7). Once we solve the IEs for the
reaction rates 7 "'(z), the last equation in the system (4.1) yields the Faradaic
current.

Procedure 2 The second procedure is less general. Similarly to Procedure 1, it gives
IEs in which (some of) the reaction rates 7 '!() play the role of the unknowns. It
requires that some of the reaction rates be linear expressions of the concentrations,
with coefficients (rate constants) independent of time. Assume that N °tIi" reactions
obey this condition, and the remaining Netess = Nhet — yhetlin reactions do not
obey it. Let us call the latter reactions essential reactions. The essential reactions
should not be confused with base reactions (see Sect.2.7). In contrast to the latter
reactions, the essential reactions need not be linearly independent. Electrochemical
reactions have rate constants dependent on the electrode potential, and the potential

often depends on time, but even if this is not the case, it is preferable to always
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include the electrochemical reactions into the set of essential reactions. One applies
the Laplace transformation (3.12) to Eq. (4.2). This gives

dT (1)
dr

& = N7 4.8)

so that in view of Egs. (3.18) and (4.3):
ST (s) = T * = N herg) 49)

. A . L
where NIeUIn elements of 7 '!(s) are now linear combinations of some of the

elements of 1_")(s). We solve Eq.(4.9) for 1_")(s). As this is a linear system of
equations, the solutions are linear combinations of the Laplace transforms of the
rates of the essential reactions, with linear coefficients that are simple fractions
involving the Laplace variable s. The simplest simple fractions are all in the form
(s + ki)_1 , where k; are constants dependent on the rate constants of the reactions,
the rates of which were assumed linear with respect to the concentrations (that is
reactions other than the essential reactions). In view of Eq. (3.16), this implies that
after inversion of the transforms by means of the convolution theorem (3.17) we

obtain concentrations 7“)(Z) as linear combinations of the integrals
t
N = [ Ao de. (4.10)
0

with the convolution-type kernels given by exponential functions:
Hi(t. 1) =exp[—ki(t —1)] . (41D

If more complicated simple fractions occur, different kernels are expected, but in all
models considered thus far [1-6, 8,9, 12-16, 18, 19] only exponential kernels (4.11)

were observed. Substitution of the concentrations 1_")(1) into the expressions for
the rates of essential reactions gives a system of N ¢ second kind Volterra IEs
for these rates. As the electrochemical reactions were assumed to be among the
essential reactions, the solution of the IEs obtained gives immediately the rates of
the electrochemical reactions, and permits the calculation of the Faradaic current
from the last equation in the system (4.1).

Procedure 3 This procedure is generally applicable. It yields IEs in which the
species production rates dT“)(t) /dt play the role of the unknowns. Integration of
dI_")(t) /dt gives

—
T ) :?’*+/dr(f) dr . (4.12)
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Substitution of the elements of 1_")(t), expressed by Eq.(4.12), into the formulae
for the reaction rates in Eq.(4.1), gives a system of N IEs for the elements of

dI_")(t) /dt. All integrals in this system have simple kernels (4.7). The last equation
in the system (4.1) then gives the Faradaic current, most generally as an expression
involving elements of the integrals of dl_")(t) /dt, rather than the elements of the
solution vector dT“)(Z) /dt. This might seem to be a complication, but numerical
methods for solving IEs usually calculate the integrals together with the solutions
(see Chap. 12). It often happens that the number of IEs obtainable by this procedure
can be reduced by taking into account structural conservation relationships resulting
from the system (4.1), which express connections between the various elements of
dT“)(Z) /dt. Such relationships may also allow one to express the current directly by
using the elements of dl_")(t) /dt.

We illustrate the above procedures by two examples. As a first example, let

us consider a controlled potential experiment for the surface EC catalytic reaction
scheme:

Xjad +n1e” 2 Xoad s (4.13)
kg

X2ad 2 Xiad (4.14)
kyp

with the electrochemical reaction (4.13) subject to Butler—Volmer kinetics with the
rate r{‘e‘ (1), and the heterogeneous non-electrochemical reaction (4.14) subject to
first-order kinetics with the rate ré‘et(t). When k; = k, = 0 the reaction scheme
reduces to the electron transfer reaction (4.13), so that the model equations apply
also to this case. For this reaction scheme we have:

-1 1
Nomhet = 1|, (4.15)
—ny 0
—dihet _ | —1 1
N = [ | _1} , (4.16)
i) = kY [fisO (1) — fin@) D)) (4.17)
Pt) = kel (1) — koI (0) (4.18)
with
Fiet) = expd—of M E 1B — B9 (4.19)
1.f - p (5] RT 1 .
and

fiv(t) = exp {a? % [E@) — E?]} ) (4.20)
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In Egs. (4.17), (4.19), and (4.20), k¥, of, o} and E? denote the conditional rate con-
stant, charge transfer coefficients, and the conditional potential of reaction (4.13),
respectively. By applying Procedure 1, from Eq.(4.5) with matrix (4.16) we
obtain

t t

N =Iy — / riet(z) dr + /ré‘e‘(r) dr, (4.21)
0 0
t t

D(t) =T + / ri(r) dr — / rie(r) dr , (4.22)
0 0

where I, = (ky/kg) Iy, Substitution of Eqgs. (4.21) and (4.22) into Eqs. (4.17)
and (4.18) gives the IE system:

t t

Ui (t) — k)3 fie@) | I = [ Wi(o) de+ [ ¥a(e) de
[ ]

t t

—fis@) | I+ | Wi(r) dt — | ¥(r) do =0, (4.23)
[roe-]

t t

W(t) —ke | I+ [ Wi(r) dt — | ¥(r) do
[ras]

t t

+ky | I = / W (1) dr + / W(r)de | =0. (4.24)
0 0

In Egs. (4.23) and (4.24) the vector of unknowns is equivalent to the vector of

reaction rates, i.e. Ef)(t) =7 het(¢). After solving this system for ¥;(¢) and W,(t),
the last equation in the system (4.1) with matrix (4.15) gives

1
% = —n () = —n (1) . (4.25)

Alternatively, by applying Procedure 2, Eq. (4.9) gives:

sTi(s) — IV = —(s) + kel 5(s) — ko 11(5) | (4.26)
shy(s) — Iy = #U(s) — kel o (s) + ko [1(5) (4.27)
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withAreaction (ft.l3) taken as an essential reaction. Solving Eqgs. (4.26) and (4.27)
for I'1(s) and I(s) gives

R F* f.het(s)

re)=-+ - —=_ 4.28
) ==-57 (ke + k) (4.28)
R * fhet(s)

D)= 24+ —L > 4.29
2(s) . + ST Gt k) (4.29)

so that the convolution theorem (3.17) applied to Egs. (4.28) and (4.29) yields

t

N =1y - /exp [— (ks + kp)(t — D)) rP(7) d, (4.30)
0

t

L) =LY+ /exp [—(kt + k) (t — 7)] rI(7) dr . (4.31)
0

Substitution of Eqgs. (4.30) and (4.31) into Eq. (4.17) gives the single IE:

t

w(t) — k) <f1,f(t) Iy — /exp [—(kt + kp)(t — 7)) ¥(7) dt
0

t

—fir@) 3 IS + /exp [—(kt + kp)(t — 7)) ¥(7) dt > =0, (4.32)

0

where the unknown function ¥(¢) is the reaction rate r*(¢). Solving Eq.(4.32)
gives W(¢), and subsequently 7(¢):

% =) = —mW(t) . (4.33)

Finally, by applying Procedure 3, we write the two ODEs of Eq.(4.2) with
matrix (4.16) in the form:

t

dri(t dr
dlt( ) = [kf_k(l) fl,f(t)] Fl* +/ dl‘ff) dr
0
Fdr
—[ko — K0 fio] | I + / ;T(t) dr | | (4.34)

0
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t

ar dr
;Z(t) — —[kf—k? f‘]f(t):l I—vl* +/ dl(f) dT
0
rdr
+ [k =K fio®] | I + / ;T(T) de | . (4.35)

0

One of the unknowns can be eliminated, because of the structural conservation rela-
tionship dI'(¢)/dt + dI»(t)/dt = 0, resulting from adding Egs. (4.34) and (4.35).
We thus obtain the single IE:

t

() — [ke— kY fie@)] | I + / w(7) dt
0

t

+ [ko — kY fis] | I — / U(r)ydr | =0. (4.36)
0
where the unknown function is ¥ (¢) = dI'(¢)/d¢. After determining ¥ () and

t
[ ¥(x) dr, the Faradaic current is calculated as
0

1)
ﬁ = —l’llr{]el(l)
t t

=-m k3 fis@®) | T+ [ W) dt | — fin(®) | Iy — [ W(r) de
0/ 0/
(4.37)

As a second example, we consider a controlled potential experiment for the
surface ECE reaction scheme:

Xiad +n1e” 2 X4, (4.38)
k¢

X2.ad ;<—> X3.ad » (4.39)
b

X304 + 136 2 Xgad (4.40)

with the electrochemical reactions (4.38) and (4.40) subject to Butler—Volmer
kinetics with the rates r{‘et (t) and ré‘et (), and the heterogeneous non-electrochemical
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reaction (4.39) subject to first-order kinetics with the rate r?et (). Only species X a4
is assumed to be initially present. For this reaction scheme we have

-1 0 0
1 -1 0
Nomhet = 0 1 -1 |, (4.41)
0 0 1
—ni 0 —n3
-10 0
—~dhet _ | 1 =10
N =101l (4.42)
0 0 1
i) = kY [fisO (1) — fin) D)) (4.43)
P t) = keDa(t) — ko Is(2) (4.44)
) = K [f0(OT3(0) — fin() ()] (4.45)
with
fist) = exp | ~al %L [E) - £ (4.46)
it iI'RT i :
and
Jin(t) = exp {abﬁ [E(r) — E-O]} (4.47)
" "'RT ! '

fori = 1, 3. By applying Procedure 1, from Eq. (4.5) with matrix (4.42) we obtain

t

ri) =1y — / ri®(7) dr, (4.48)
0
Dy(t) = / r(7) dr — / rie(r) dr , (4.49)
0 0
t t
Is(t) = / rhet(z) dr — / rie(7) dr, (4.50)
0 0
t
(1) = / rie(r) dr . (4.51)

0
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Substitution of Eqgs. (4.48)—(4.51) into the reaction rates (4.43)—(4.45) gives the
system of three IEs:

t

w0 -k fisy | 1 — / Wi(0) de
0

t t

_fl,b([) /11/1 (‘L’) dr — / lpz(‘lf) dr =0, (4.52)
0 0

t t t t

Wy (t) — ks /llfl(t)dr—/llfz(t)dr + ky /Wg(t)dt—/%(t)dr =0,
0

0 0 0

t t t

() — kS ) fas(0) / Wy(c) dv — / (1) dt | — fin(0) / Uy(r) dr b = 0.
’ ' ’ (4.54)

In Eqgs. (4.52)-(4.54) the vector of unknowns is equivalent to the vector of reaction

rates: E/)(Z) = 7). After solving this system, the last equation in the
system (4.1) with matrix (4.41) gives the Faradaic current:

1
1O — i) = a0y = —nit ) =m0 (435)

Alternatively, by applying Procedure 2, Eq. (4.9) becomes

sTi(s) = IY = —(s) , (4.56)
sI(s)—0 = M (s)—keTo(s) + koI 3(s) (4.57)
sI3(s) — 0 = =PI (s) + kel a(s) — knT3(s) (4.58)
sIy(s) —0 = F¥(s) (4.59)

with reactigns (4.;8) an(} (4.40) talgen as essential reactions. Solving Egs. (4.56)—
(4.59) for I'1(s), Ix(s), I3(s), and I'4(s) gives

r* ;?el(s)
ki

[i(s) = - — (4.60)
S S
fos) = k Fiel(s) ky, [f{‘e‘(S) %) 2(s) }
T kit hkos + (ke + ko) kit ko | s s s+ (ke + ko) |

4.61)
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Fy(s) = ke [f{“‘(s) B Fhet(s) B f_l}et(s)} ke Fhet(s)
} ki+ky | s s + (ke + ky) s ki + ky s + (ks + ky)
(4.62)
het
B =53 S(S) (4.63)

Consequently, the convolution theorem (3.17) applied to Egs. (4.60)—(4.63) yields:

N =1y - / r(r) dr , (4.64)
0

t t

k¢ e ke e
o [l ke = 0l @ d+ e [t 4
0 0

() =

_kf + ky
0 0

ko {/ré‘et(t) dr — /exp [— (ke + k) (¢ — )] rI®(2) dr} , (4.65)

I3(t) = ﬁ {/r{m(r) dr — /exp [— (ke + kp) (t — 7)] r™(7) d‘l,'}
0 0

t

t
_ﬁ/r};et(t) dr — ﬁ /exp [— (k¢ + ku)(r — 7)] r?el(r) dr .
O 0 (4.66)
t
Iy(r) = /r?e‘(r) dr . (4.67)
0

Substitution of Eqgs. (4.64)—(4.67) into Egs. (4.43) and (4.45) gives the system of two

1Es:
Wl(t)—k?<f1,f(t) {Fl*—/llﬁ(t) dr}

0

fu® | /
ke + ke {"b 0/ N(@) de + i 0/ exp [~ (ki + k)t = D] V(1) de
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—ky / U, (t) dt + ky /exp [kt + ko) (t — 7)] ¥2(7) df}> =0, (4.68)
0 0

(1) — k3 <k]:3;|f-(lk)b {kf/‘l’l (z) dr — kf/eXP [~ (ks + kp)(t — 7)] ¥1(2) dt

0 0

—kf/‘f’z(f) dr — kb/exp [— (ks + k) (1 — 7)] ¥a(7) df}

0 0

—f3’b(l) / v, (1) d‘L’> =0. (4.69)
0

In Egs. (4.68) and (4.69) Ef)(t) = [¥1(t), ¥ (0)]" = [rel(2). rhet(t)] denotes the
vector of unknown functions. After solving Egs. (4.68) and (4.69) one calculates the
Faradaic current as

1
% = =m0 = n3ri® () = —m ¥ () = n3da(o) . (4.70)

Finally, application of Procedure 3 gives four equations:

dr i / dr; ] / dr
;f)=—k?{f1,f(t) e+ / 1 4o |~ vt / 20 dr},
0

T
L 0 .

.71

drz i td[‘ ] td[‘
-t | 4 [ ] e 200 a|
0

T
L 0 _
[ Ay (r) [ drs(r)
—ks / = dv+ky / 2 dr (4.72)
0
o { ot / ) e ) /dn(r) }
r () [ dl(c)
+kf/ I dz —kb/ i dr , (4.73)

0 0
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ir: rdr [dr.
20 e [ ae oy [ 0k
0 0

System (4.71)—(4.74) can be reduced to three equations, by making use of the struc-
tural conservation relationship d Iy (¢)/dt +d s (¢) /dt +d5(¢) /det +dTy(2)/dt = 0,
resulting from adding all Egs. (4.71)-(4.74). By eliminating, e.g., the unknown
dI4(t)/dt, we thus obtain three 1Es:

t

w0+ k0] o) | I+ / (o) dt | — fin() / n(r) de b =0,
0

0
4.75)
W)~k sy | 1+ / (1) de | — fin(@) / Wy(r) dr
0 0
+k¢ U, (t) dt — ky, lI’3(‘L’) dt =0, 4.76)
[ooses ]
%m+@Amm/%@mz
0
+ f3n(1) Ui(r) dt + [ Ya(r) dt + [ Ws(z) dt
[racs [ooss |
_kf Wg(l’) dr + kb lI’3(‘L’) dt =0. (477)
[roicen]

In Egs. (4.75)—(4.77) ?f)(t) = [¥1(t), ¥ (1), ¥3(0)]" = [dFl(t)/dt, drs(t)/de,
drs(t)/ dt]T denotes the vector of unknown functions. In view of the equivalences

driy(z)/dt = —ri(¢) and dI4(z)/dr = ri®(t), the Faradaic current is calculated
as

10 _

o1 = Tt O=narst () = m O+ [ () + () + V()] . (478)
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4.2 Literature Examples

All currently available literature examples of IEs refer to controlled potential
experiments. Most of them were obtained by means of Procedures 1 and 2. A
number of surface reaction schemes and transient methods were considered. In
particular, IEs for the single non-equilibrium reversible surface electron transfer
reaction

Xiad+n1e” 2 Xou (4.79)

subject to Butler—Volmer kinetics, were formulated and solved assuming AC
voltammetry [12], staircase cyclic voltammetry [9], and square wave voltammetry
[4, 5, 8, 18, 20]. The limiting case of an irreversible reaction (4.79) was also
considered by Gulaboski et al. [4]. An additional effect of interactions between
adsorbed reactants X 4 and X5 o9 was included into the IEs for cyclic staircase
and square wave voltammetry in [14, 19]. IEs for the surface EE reaction scheme
involving two consecutive non-equilibrium reversible electron transfer reactions:

Xiad +n1e 2 X4, (4.80)
Xoad +12e" 2 X34 » (4.81)

subject to Butler—Volmer kinetics were formulated and solved in [15], assuming
square wave voltammetry, and in [6] assuming cyclic staircase voltammetry. IEs
for a non-equilibrium reversible surface electron transfer, subject to Butler—Volmer
kinetics, and preceded by a reversible heterogeneous chemical reaction (CE reaction
scheme):

ke
Xiad 2 X2ad (4.82)
ko
Xoad +ne 2 Xz, (4.83)

were formulated and solved by Gulaboski et al. [3], assuming square wave voltam-
metry. Probably due to misspelling, the heterogeneous reaction (4.82) was termed
“homogeneous chemical reaction” in that reference, and the IEs provided therein
contain errors: exponential terms in the kernel functions should have differences
t — t in place of the variable t. IEs for the surface EC reaction scheme:

Xjaa+ne 22X, (4.84)
k
X320 = X3.ad » (4.85)

involving a non-equilibrium reversible reaction (4.84) (subject to Butler—Volmer
kinetics), and irreversible reaction (4.85) were formulated and solved in [17],
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assuming square wave voltammetry. IEs for the surface catalytic EC reaction
scheme:

Xijad+ne” 2 Xoad (4.86)
k
X320 = Xiad » (4.87)
involving a non-equilibrium reversible reaction (4.86) (subject to Butler—Volmer
kinetics), and an irreversible reaction (4.87) were formulated and solved in [13,

16], assuming cyclic staircase voltammetry and square wave voltammetry. A more
complicated surface EEC catalytic reaction scheme:

Xiadt+ne 2 Xou, (4.88)

Xoad +ne” 2 X34, (4.89)
ke

X3ad —> X2.d » (4.90)

was also discussed in an analogous way in [2, 6]. Finally, IEs for the surface ECE
reaction scheme:

Xiadat+ne 2 Xou, (4.91)
k~

X320 = X3.ad » (4.92)

X3ad + e 2 Xgad (4.93)

involving non-equilibrium reversible electron transfer reactions (4.91) and (4.93),
and an irreversible heterogeneous reaction (4.92) were given in [1, 6], assuming
cyclic staircase voltammetry and square wave voltammetry. A collection of the
numerical IE solutions for square wave voltammetry, corresponding to surface E,
CE, EC, EE, and ECE reaction schemes, was provided by Gulaboski et al. [7].

Vvedenskii et al. [25] presented a theory of linear potential sweep voltammetry,
for a few reaction schemes in which reactants, products (or both reactants and
products) of electron transfer reactions were adsorbed, and all remaining species
were static distributed species. Several adsorption isotherms (Langmuir, Temkin,
Frumkin) were considered. The IEs were obtained by a procedure different from
Procedures 1-3 of Sect. 4.1, by making use of the particular forms of the expressions
for reaction rates or reaction equilibria.

All the above literature examples of IEs refer to electrochemical systems
involving adsorbed species. But there is also one published example of IEs obtained
for a system where dynamic distributed species confined to thin solution layers were
involved. It is the model of cyclic voltammetry for an electrode reaction coupled
with ion transfer across the liquid | liquid interface, described by Komorsky—Lovri¢
and Lovrié [10].
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4.3 The Relative Merits: ODEs vs. IEs

There are usually two main general arguments in favour of using the IE method.
One argument is theoretical: we expect to improve our understanding of the model
considered, by performing the necessary IE derivations. The second argument is
computational: we expect that the numerical solution of the IEs is computationally
less expensive than the numerical solution of the differential equations. It should
be noted that the both expectations are somewhat debatable in the case of models
independent of spatial coordinates. The mathematical and computational complex-
ity of the ODE and IE systems is rather comparable in this case. If all reactions
in the reaction scheme are linearly independent, then the conversion of the ODEs
into IEs by Procedure 1 of Sect. 4.1 reduces the number of equations to be solved at
least by 1, because the number of species is greater than the number of reactions at
least by 1 (each reaction involves at least two species). However, if the reactions are
linearly dependent, the reduction of the number of equations is not certain, as the
number of reactions may then be greater than the number of species. For example,
the following hypothetical reaction scheme:

Xiad 2 X2ad (4.94)
X2ad 2 X344 (4.95)
X304 2 Xgad » (4.96)
Xiad 2 X3ad (4.97)
X224 2 Xgud » (4.98)
Xiad 2 Xgad » (4.99)

involves 4 species, but 6 reactions, out of which only three are linearly independent.
A greater reduction of the number of the equations is achieved by Procedure 2 (if
the reactions are linearly independent), because the number of essential reactions is
smaller than the total number of the reactions. However, in the case of Procedure 2
one obtains IEs with convolution kernels (4.11), whereas Procedure 1 yields
constant kernels (4.7) only. The numerical solution of the IEs with kernels (4.7) can
be usually accomplished in a computational time that is proportional to the length
of the ¢ interval, similarly to the numerical solution of ODEs. In the case of the
kernels (4.11) the computational time is usually proportional to the square of the ¢
interval (see Chap. 12). Therefore, in the case of the IEs obtained by Procedure 2,
any speedup resulting from the reduction of the number of equations is likely to be
lost by the increased computational effort. In the case of Procedure 3 the reduction of
the number of equations is possible if suitable structural conservation relationships
exist. The number of IEs cannot exceed the number of dynamic localised species.
The computational time increases linearly with 7.

Perhaps the only benefit from using the IE formalism for models independent of
spatial coordinates occurs in situations when one considers a series of alternative
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models, some independent of spatial coordinates, and some involving a space-
dependent transport. Examples of such situations are found in [5,8,17]. If the models
of the space-dependent transport are solved by the IE method, it then becomes
natural and convenient to apply the analogous IE formalism and solution techniques
also to the remaining, space-independent models. This facilitates comparisons and
saves some intellectual effort.
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Chapter 5
Models Involving One-Dimensional Diffusion

In this chapter we consider electroanalytical models described by systems of
diffusion PDEs defined over spatial domains that can be regarded effectively as
one-dimensional. In such models, owing to a particular symmetry, just one spatial
coordinate is sufficient for the mathematical description (see Sect.2.4). We assume
also that the diffusion is in the direction perpendicular to the interface studied, and
that the models do not involve homogeneous reactions, dynamic localised species,
nor other complications. We begin with the general description in Sect. 5.1, of how
the IEs can be obtained for this kind of models. The description reveals the need to
derive concentration—production rate relationships by analytically solving relevant
PDEs. The relationships arising in the simplest case of diffusion in semi-infinite
spatial domains, and a literature overview of the published IEs corresponding to
this case, are provided in Sect. 5.2. Then, in Sect. 5.3 we pass to the concentration—
production rate relationships and literature IEs for the somewhat more difficult to
handle diffusion in finite spatial domains. Anomalous diffusion is considered in
Sect. 5.4.2. Finally, Sect. 5.5 presents benefits resulting from using the IE method.

5.1 Derivation of the IEs

Consider an electroanalytical experiment, in which a set of N heterogeneous
reactions takes place at an interface studied, among NI*" distributed species
X1, ..., Xygs present in spatially extended phase(s) adjacent to this interface. Let
N3 of the species be dynamic distributed species. The dynamic distributed species
are subject to one-dimensional diffusion PDEs, accompanied by appropriate initial
and boundary conditions. There are no dynamic localised species at the interface
studied.

For any jth dynamic distributed species, the one-dimensional diffusion equation
results from Eq.(2.8) written in a suitable system of coordinates. In particular,

© Springer-Verlag Berlin Heidelberg 2015 79
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taking an appropriate operator from Table 2.1, the one-dimensional PDE for planar
diffusion is:

dcj(x,1) 9%cj(x,1)
=D; 5.1
ot T ox? 1)
For spherical diffusion:
dej(r,1) _ } d%c;(r,1) 2 dc;(r.1) ‘ (52)
ot ar? ro or
For cylindrical diffusion:
dcj(r, 1) %cj(r,t) 1 dcj(r,1)
—— =D; - . 5.3
ot / ar? + ro or (5:3)

Equations (5.1)—(5.3) are assumed to hold in every spatial subdomain adjacent
to an interface studied, but to avoid an overly complicated notation we do not
introduce here any additional index or symbol to distinguish the subdomains. Equa-
tions (5.1), (5.2), or (5.3) must be accompanied by initial conditions. The typical
initial conditions corresponding to the initial equilibrium state (see Sect. 2.10) take
the form:

¢j(x,0) =cj (5.4)
for planar diffusion, or
¢;j(r.,0)=cj, (5.5)

for spherical or cylindrical diffusion, with the uniform initial concentration ¢} that
can be positive or zero. The boundary conditions must also be provided at the
interface studied, as well as at other boundaries.

In the case of controlled potential experiments, the conversion of the above
IBVPs into IEs is usually performed according to the following procedure. At
the interface studied, the boundary conditions are usually given by equation sys-
tem (2.54), with matrices V and Z resulting from the partial inversion of Eq. (2.53).
Equation system (2.54) may contain one additional equation for the Faradaic
current, if electrons exchanged are formally considered as dynamic species. As
the reaction rates depend on the concentrations c; of the dynamic distributed
species at the interface studied [see Egs. (2.30) and (2.31)], the boundary conditions

in Eq.(2.54) contain, in general, 2N3 unknown variables: N3¢ concentrations

c;, and N3 production rates of the same species at this interface. We have

to determine all these unknowns, because they are needed for calculating the
Faradaic current (according to the relevant one of the equations in Eq.(2.54), or
another relevant equation). However, there are only N boundary conditions in
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Eq. (2.54). Therefore, we need another independent set of N, de relationships between

concentrations cj. and species production rates. Such a set can be obtained by

finding general solutions (integrals) of the diffusion PDEs, satisfying boundary
conditions at the remaining interfaces. We strive to obtain this set analytically,
and the work needed to accomplish this task represents the main theoretical effort
associated with the use of the IE method for spatially one-dimensional models.
Luckily, once derived relationships can often be re-used in a variety of different
models or electrochemical systems, provided that the models share the boundary
conditions at interface(s) other than the one we study. If this is not the case, one
has to make appropriate derivations and related analyses. Sections 5.2, 5.3, and
Appendix A can serve as a guide how to proceed in such yet unresolved cases.
Since in the case of the distributed species the production rates are related to the
fluxes by Eq. (2.46), the task amounts to determining analytical concentration—flux
relationships at the interface studied. The task is relatively easy under assumptions
accepted in this chapter, because when the transport of the distributed species is
governed solely by diffusion, without any interference of other modes of transport
or homogeneous reactions, the PDE for each distributed species is independent
of the concentrations of other distributed species, and can be analysed separately.
Consequently, a separate concentration—flux relationship can be obtained for every
dynamic species. As is discussed in Sects. 5.2 and 5.3 below, these relationships take
the general form:

t
cj. = cj.(t) =cj+ /%/j(l, 7) pl}et(t) dr, (5.6)
0

where JZ;(t,7) is a suitable integral transformation kernel, consistent with the
definition (3.3) of linear integral transformations. The kernel depends on the
diffusion coefficient of the jth species, geometry of the spatial domains, the
system of coordinates used, and boundary conditions at other interfaces. For models
discussed in this chapter, c; and p'}e‘ are functions of time only, which is indicated
in Eq.(5.6). The occurrence of the integral in Eq.(5.6) is the reason why, after
combining the relationships (5.6) with the boundary conditions in Eq. (2.54) for the
interface studied, we obtain IEs. The IEs may result from the boundary conditions
belonging to groups R1 and R2 of equations in Eq.(2.54), where the unknown
concentrations cj. (t) occur that are replaced by Eq.(5.6). Structural conservation
relationships belonging to the group R3 of equations in Eq. (2.54) do not involve
c; (), but only species production rates (equal to fluxes). As the IEs obtained in the
above way have the species production rates as unknown functions, the structural
conservation relationships can be used to diminish the number of unknowns in the
IEs. As a result, the number of final IEs to be solved is usually smaller than Nsdd.

In Sects. 5.2 and 5.3 we shall see that there are also special situations or limiting
cases when Eq.(5.6) can be replaced by algebraic equations linking c; (t) and
p'}e‘(t). In such special situations we obtain integro-algebraic equation systems or
even purely algebraic ones, for the unknown species production rates.
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Once the species production rates and interfacial concentrations are determined
by solving the IEs, the Faradaic current can be calculated from the relevant equation
in Eq. (2.53) or (2.54), or from another appropriate equation.

The above procedure is somewhat analogous to Procedure 3 applicable to models
independent of spatial coordinates (see Sect. 4.1), since in both procedures we obtain
IEs for the species production rates. It is difficult to formulate counterparts of
Procedures 1 and 2 from Sect. 4.1, applicable to models dependent on one spatial
coordinate.

Let us pass now to controlled current experiments. For such experiments,
equation system (2.54) contains N3¢ equations linking reaction rates and production
rates of dynamic distributed species. If electrons exchanged are considered as
dynamic species, then equation system (2.54) contains one more equation involving
Faradaic current. Otherwise, equation system (2.54) must be supplemented with an
additional equation defining the current. Consequently, one has N3 + 1 equations
which one tries to separate into N3¢ boundary conditions for the concentrations
of dynamic distributed species, and one equation for determining the unknown
electrode potential E(¢) or Galvani potential difference A@(¢). This may be
impossible to achieve for sufficiently complicated reaction schemes, but we shall
not consider such complicated cases here. If the reaction scheme involves only one
charge transfer reaction, then the production rates of dynamic distributed species are
immediately obtained as functions of the (known) Faradaic current /(¢), and there
is no need to formulate and solve IEs. However, if there are more charge transfer
reactions, the production rates are not so easily predictable. In such cases, we can
make use of the integral concentration—production rate relationships (5.6), to derive
the IEs in much the same way as was shown above for the controlled potential
experiments. Solving the IEs yields the production rates, and Eq. (5.6) gives also
c; (t). Consequently, E(¢) or A®(t) can be calculated, as these quantities generally
depend on c; (t) and the species production rates.

We illustrate the above procedures by four examples. As a first example, let us
consider a controlled potential experiment for the electron transfer reaction:

Xi+ne” 2 X, (5.7)

taking place between dynamic distributed species X; and X, at some electrode.
Hence, the electrons exchanged are regarded as one of the dynamic species. If we
take these electrons as the third dynamic species, after X; and X», then in accordance
with Egs. (2.46) and (2.49) the vector of the species production rates is _p> het(r) =
[pkl‘e‘(t), phet(r), pg‘et(t)]T = [JIJ'(I), le(t), I(t)(FA)_l]T, and the corresponding
stoichiometric matrix N 9Y"het jg:

-1
Nomet =] (5.8)

—n
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Let us assume initially that reaction (5.7) is a non-equilibrium reversible reaction
subject to Butler—Volmer kinetics (see Sect. 2.7), so that its rate "'(¢) is given by

) = K[ A el - A0 G0)] - (5.9)

with
fi(t) = exp % —af%; [E@) — EO]} (5.10)

and
folt) = exp {ab;—; [E@) — EO]} ) (5.11)

Partial inv_ersion _of Eq. (2.53) with matrix (5.8) gives Eq. (2.54) with the following
matrices V and Z:

1
V=|0], (5.12)
0
B -1 00
Z=|-1-10]. (5.13)
-—-n 01

Equation system (2.54) with matrices (5.12) and (5.13) involves one kinetic equation
relating the rate of reaction (5.7) with the production rate of species X;:

@) = —pi*@) , (5.14)
and two structural conservation relationships:

= —pi(r) — p5(1) (5.15)

10

0= het (¢
—n p°(t) + —— A

(5.16)

Equations (5.14) and (5.15) serve as boundary conditions at the electrode, whereas
Eq. (5.16) can be used for calculating the Faradaic current:

1(1)

o =" ) . (5.17)

Although there are two unknown production rates plfet(t) and plz“et(t) in vector
77) het(¢), they are connected by the structural conservation relationship (5.15), so
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that in fact there is only one unknown to be determined. Let us denote this unknown
function by

W(t) = —pii(t) = piit) . (5.18)

By replacing the boundary concentrations CI (t) and c; (¢) in Eq. (5.9) by the relevant
integral concentration—production rate relationships (5.6), and setting the results
into Eq. (5.14), we therefore obtain the single second kind Volterra IE:

w(t)—k° (1) c;—/yﬁ(z,c) w(7) dr
0

—h@) | ) + /%(I,r) Y(r) dr =0. (5.19)
0

If reaction (5.7) were irreversible, then instead of Eq. (5.9) we would have
) = k° fi(e) el (1) (5.20)

and Eq. (5.19) would reduce to
t
w(t) — k° fi(2) cf—/%(t,t) U(r)de | =0. (5.21)
0

Alternatively, if reaction (5.7) was an equilibrium (Nernstian) reaction, then the
boundary condition (5.9) would be replaced by the Nernst equation:

el @ty = cl() exp { ;—I; [E@) - EO]} =0, (5.22)

so that instead of Eq. (5.19) we would obtain the first kind Volterra IE:
t
cr - /%(l, T)W(7r) dt
0

- c;+/%(z,c) ¥(r) dt exp%%’;[E(r)—EO]} =0. (5.23)
0
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As a second example, let us consider a controlled potential experiment for the
EE reaction scheme:

Xi+ne =Xy, (5.24)
Xo+me” 2 X5, (5.25)

taking place between dynamic distributed species X;, X,, and X3 at a WE.
If we take the electrons exchanged as the fourth dynamic species, after X,
X, and X3, then in accordance with Egs.(2.46) and (2.49) the vector of the
species production rates is p "'(t) = [pIe(r), ph(r), piei(r), pi‘et(t)]T =
[JIJ‘(I), JZJ‘(I), J3J‘(t), 1 (t)(FA)_l]T, and the corresponding stoichiometric matrix
Ndyn,het is:

-1 0
N dyn,het — (1) _11 (526)
—np —njp

Assuming that the reactions (5.24) and (5.25) are non-equilibrium reversible and
subject to Butler—Volmer kinetics, their rates are:

rhe(r) = k0 [ fie) el @) = fin) el (z)] : (5.27)
() = K [ S0 0 = fro) ] 0] (5.28)

with
fi(t) = exp { —of % [E() - E?]} (5.29)

and
fin(t) = exp { a}?% [E(t) - E?]} (5.30)

fori = 1, 2. Partial inversion of Eq. (2.53) with matrix (5.26) gives Eq. (2.54) with
the following matrices V and Z:

10
01
00 ("
00

(5.31)
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-1 0 00

= -1 -1 00

Z = 32
—1 -1 -10 (5:32)

—(ny 4+ny) —ny, 01

Equation system (2.54) with matrices (5.31) and (5.32) involves two Kkinetic
equations relating the rates of reactions (5.24) and (5.25) with the species production
rates:

) = —pi* @) , (5.33)
() = —pi(t) — p5(r) . (5.34)

and two structural conservation relationships:

= —pi(1) = Py (1) — 5 () (5.35)

t
0 = —(n1 + ny) pi(t) —na p5(t) + ;A) (5.36)
Equations (5.33)—(5.35) serve as boundary conditions at the electrode, whereas
Eq. (5.36) can be used for calculating the Faradaic current:

(1)

T = (n + n2) pi(1) + na p5(1) (5.37)

The structural conservation relationship (5.35) allows one to reduce the number of
unknown species production rates, so that for the unknown functions we can take,
for example:

Wi (1) = —pi*() (5.38)
Wy (1) = —p5(1) (5.39)

resulting in
() = Wi (t) + W (1) (5.40)

By replacing the boundary concentrations cI(t), c; (t), and c; (t) in Egs.(5.27)
and (5.28), by the relevant integral concentration—production rate relation-
ships (5.6), and setting the results into Egs. (5.33) and (5.34), we therefore obtain
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the following system of two second kind Volterra IEs:

U)K fio) | er — / (D) W (x) de
0
—fip) | 5 — /%(t, )W (1) dt =0, (5.41)
0
(1) + Wa(t) — k) fox(t) | 5 - / ot 7) () dr
0

—fr@®) | 5 + /Jf/g,(t, )P (r) dr + /%(t, )W (1) dt =0. (542
0 0

Similarly to the first example, if any of reactions (5.24) and (5.25) were an
irreversible or an equilibrium reaction, then a corresponding IE (5.41) or (5.42)
would have to be replaced by an alternative IE. For example, if reaction (5.25) were
an equilibrium reaction, then the boundary condition (5.34) would be replaced by
the Nernst equation, so that instead of Eq.(5.42) we would obtain the first kind
Volterra IE:

t
¢y — /%(Z, )W (7) dt
0

-l +/Ji/3(t,t) (1) dr—i—/%(t,r) ¥, (1) dr
0 0

X exp { % [E@) — Ezo]} =0. (5.43)

Most often ¢; = ¢; = 0 in Egs. (5.41) and (5.42) or (5.43), which simplifies the
IEs.

As a third example, we consider a controlled current experiment for the single
electron transfer (5.7). Similarly to the first example, the experiment is described
by Eqgs.(5.14)—(5.16), but the equations are used differently. Equations (5.15)
and (5.16) serve as boundary conditions at the electrode, and Eq. (5.14) is used for
calculating the electrode potential response E(¢). From Eqs. (5.15) and (5.16) we
see that both conceivable unknowns, pll‘e‘(t) and plz‘e‘(t), are uniquely determined
by the known /(¢):

1(1)

het het
1) = —phet(r) =
P (@) 12 (@) WFA

(5.44)
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Therefore, the interfacial concentrations are obtainable immediately as

t
I
clT(t) =ci + /%(t, 7) % dr, (5.45)
0
/ I
dy=e - /%(t,r) % dr . (5.46)
0

The same can be said about the electrode potential. There is no closed-form
expression for E(¢) in the case of a non-equilibrium reversible reaction (5.7), but
for an irreversible reaction (5.7) Eq. (5.14) can be re-arranged into the formula

1)
RT —E

E(t)=E"+ In - . (5.47)
k© [c; +{%(l,‘[)%d‘[:|

nFof

Alternatively, assuming equilibrium reaction (5.7), Eq.(5.14) is replaced by the
Nernst equation:

t
et + [ A7) X dr
0

RT nFA
E(t) = E°+ —Fln - ) (5.48)
n
¢} —Of%(t,r)%dr

As was expected, no IEs arise in this example. However, we shall see in Chap. 10
that this is no longer true in the presence of double layer charging.

As a fourth example, we consider a controlled current experiment for the EE
reaction scheme (5.24) and (5.25), assuming equilibrium reactions. One possible
re-arrangement of the Eqgs. (5.33)—(5.36) gives the explicit formula for the unknown
electrode potential:

+
RT t
E()=E'+ " In c;( ). (5.49)
mF ey (1)
and three boundary conditions not involving E(¢):
RT _ ¢l RT _ <)
E)+ —— In IT =E)+—In i , (5.50)
nF ¢, (1) nF 3 ()
I(¢
PO 1 ) plot ) = ma pi0) = 0. (55D
FA
I(t
L9 ny P () + ny pi (1) = 0. (5.52)

FA
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A more convenient form of Eq. (5.50) is
SO e[ =K 0" m =0, (5.53)

where K = exp [nz F(RT)™! (Eg —FE ?)], and the interfacial concentrations are
expressed by the following formulae. By defining the unknown function as

w(r) = —pi(@) . (5.54)

and making use of Eq. (5.6), we obtain:

cy=ct —/Jifl(t,r) w(7) dr, (5.55)
0

and [in view of Egs. (5.51) and (5.52)]:

t
I
© g mtm /%(I,I)W(t) dr . (556)
nzFA ny
0

t
) =c; + / Hi(t.7)
0

I(7)
l’leA

i)y =ct —/l/g,(t,r) dr — %/%(z,r) W(r) dr . (5.57)
2
0 0

Since I(¢) is known, the integrals of /(¢), occurring in Eqs. (5.56) and (5.57) are
determined functions of time. Setting Egs. (5.55)-(5.57) into Eq. (5.53) then gives
a single first kind Volterra IE with the sole unknown ¥ (¢). Having determined
Y(¢) and all integrals, one can use Eq.(5.49) to calculate E(¢). Interestingly, the
IE arising for this example is nonlinear, even though the reaction scheme involves
only first-order reactions.

5.2 Diffusion in Semi-Infinite Spatial Domains

In this section we assume that diffusion takes place in one of the semi-infinite spatial
domains depicted in Fig.2.1. The assumption of a semi-infinite spatial domain
simplifies the formulation of the boundary conditions at the second boundary, and
consequently results also in relatively uncomplicated integral transformation kernels
and IEs. This is because we can assume that the concentrations of the distributed
species at infinity (usually termed bulk concentrations) are simply equal to the
initial, equilibrium concentrations. Hence, the boundary conditions at x — oo (in
the case of planar diffusion) or at r — oo (in the case of spherical or cylindrical
diffusion) are:

cj(oo,t) =cj . (5.58)
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5.2.1 Concentration—Production Rate Relationships

In order to derive the concentration—production rate relationship for a semi-infinite
domain, one needs to solve analytically the (incomplete) IBVP comprising one of
the Egs. (5.1)—(5.3), with an appropriate one of the initial conditions (5.4) or (5.5),
and boundary condition (5.58).

Such concentration—flux relationships for planar diffusion were derived in
connection with the modelling of the linear potential sweep voltammetry by the IE
method. In particular, Sev&ik [139] obtained such relationships, although his interest
was rather in deriving an integral expression for the flux (or Faradaic current).
Delahay [41], Matsuda and Ayabe [94], and Senda [135] derived and presented
the relationships in the explicit form. All these authors used the Laplace transform
method. Gokhshtein [62] obtained the same relationships in an alternative way, by
using fundamental solutions of the diffusion PDE, assuming additionally nonuni-
form initial concentrations. Fujioka [59] used a similar approach. The relationships
for spherical diffusion were derived by Hurwitz [71] in connection with the theory
of current step chronopotentiometry. The relationships for cylindrical diffusion were
also obtained by Hurwitz [71], but the integral transformation kernel was given
only in the form of a series expansion. A complete presentation of the kernel was
given by Aoki et al. [15] in connection with the theory of the linear potential sweep
voltammetry.

For the purpose of the kernel derivations, it is convenient to introduce an auxiliary
unknown variable u; (or several such variables), and consider the IBVP(s) for
the auxiliary variable(s), rather than for the concentrations c;. In the case of the
uncomplicated diffusion considered here, for the auxiliary variable we can take the
departure of the concentration from its initial value, i.e.

Uuj =Cj—C;. (559)
As u; is a linear function of c;, it obeys the diffusion equations analogous to

Egs. (5.1), (5.2), or (5.3), but with simpler initial and boundary conditions. Thus,
we have to solve the following incomplete IBVPs. For planar diffusion:

duj(x,t) 0%u;(x,1)
at X (5.60)
uj(x,0)=0, (5.61)
uj(oo,t) =0. (5.62)
For spherical diffusion:
Buj(r,t) . Bzuj(r,t) 28uj(r,t)
a D, ar? + r or ’ (5.63)

uj(r,0)=0, (5.64)
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uj(00.1) =0. (5.65)

For cylindrical diffusion:

8uj(r,t) . ' 32Mj(r,l) 18uj(r,t)

A ’[ o2 7 ar } : (5.66)
uj(r,0)=0, (5.67)
uj(oo,t) =0. (5.68)

An important characteristic of pure diffusion transport, considered in this chapter,
is that the fluxes of variables ¢; and u; are identical, as long as the initial
concentrations c]*- are uniform. From Eqgs. (2.5) and (5.59) we obtain:

dci(x,t ou;j(x,t
Ji(x,t) = _Dj% = —Dj% (5.69)
for planar, and
dc;(r,t Ouj(r,t
30ty =~ U <, B0 70

for spherical and cylindrical diffusion.

In Appendix A we follow [15,41,62,71,94,139], and present detailed analytical
solutions of the problems (5.60)—(5.68), by employing the Laplace transform
method. As a result, we obtain the following relationships between the solution
u; and its flux J; at the interface studied [cf. Egs. (A.24), (A.25), (A.85), (A.86),
(A.152), and (A.154)].

For planar diffusion:

uj(0,1) = /Jf}’(z,z) J;(0,7) dr | (5.71)
0

with
APty =D P e o] (5.72)

For spherical diffusion:

uj(ro,t) = /%S(t,r) Jj(ro,7) dr , (5.73)
0
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with
K3t 1) = D (e — 0] 7V — oy erex[o;(r — )/} (5.74)
where
0; =D;/ro. (5.75)
and
erex(z) = exp(z?) erfc(z) . (5.76)

In Eq. (5.76) erfc(-) is the complementary error function:
erfc(z) = 1 —erf(z) , 5.77)

and erf(-) is the error function [1]:

Z

erf(z) = 27~ /2 / exp(—¢?) d¢ . (5.78)

0

The issue how to compute erf(+), erfc(-), and erex(-) numerically will be addressed
in Sect. 12.1.1.4.
For cylindrical diffusion we obtain

t
u;j(ro,t) = /Jffjc(t,t) Jj(ro, ) dr, (5.79)
0
with
Hiwr) =D 0|l -1)] . (5.:80)

where the function ¢(¢) is defined as

—1/2 KO(SI/Z) }

p(®) =27 {s 5 G7) (5.81)

the Laplace transformation is from the ¢ domain to the s domain, and K¢(-) and
K (:) are modified Bessel functions of the second kind and orders O and 1 [1].
Function ¢ (1) can also be expressed as

e(®) =4772G(1,0;9) , (5.82)
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where G(1, 0; ¥) is one of the special integrals discussed by Carslaw and Jaeger [35]
in the theory of heat conduction in solids (we use here the notation introduced by
Phillips and Mahon [123], who analysed these integrals mathematically):

[ exp(-9E)  de
G(1,0; ﬁ)_O/[J%@HY%(é)] = (5.83)

In Eq.(5.83) J;(-) and Y, (-) are Bessel functions of the first and second kind, and
order 1 [1].

The form (5.80) of the kernel was originally presented in the literature [15].
However, it is more convenient to introduce a special function defined by the
formula

1 {Ki(s'?) = Ko(s'7?)
sl/2 Kl(sl/z) ’

keylw(z) = keylw(®/?) = & (5.84)

where the Laplace transformation is from the domain of the variable i = z? to the
s domain. By using this function, the kernel JZ*(¢, T) can be expressed in the form
analogous to Eq. (5.74) for spherical diffusion:

HP( 1) = D7 [t — 0] 72 — g keylw[o0;(t — )]} . (5.85)

The name “kcylw” has been chosen by the present author [22] as an acronym for
“kernel for cylindrical wire”. The issue how to compute kcylw(-) numerically will
be addressed in Sect. 12.1.1.4.

In view of Eq. (2.46) the fluxes J; at the interface studied are equal to the produc-
tion rates p?e‘(t) of the jth species at the interface. Therefore, the concentration—
production rate relationships resulting from Eqs. (5.71), (5.73), and (5.79) are as
follows. For planar diffusion:

t
c;(t) =¢;(0,1) =c} + /l/jp(t, T) pl}et(r) dr . (5.86)
0
For spherical diffusion:
t
c;(t) =cj(ro,t) = ¢} + /Jifjs(t, 7) p?et(t) dr . (5.87)
0
For cylindrical diffusion:

t
cj-(t) = cj(ro,t) = ¢} + /%C(t, 7) p?e‘(t) dr. (5.88)
0
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Fig. 5.1 Comparison of 1.0F
functions erex(z) and
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effect of the spherical and
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We note that %p(t, 1), A7 (t,7), and (¢, 7) are all convolution kernels (see
Sect. 3.1). The kernels .#7(z, 7) and Z7(z, ) are composed of two terms, the first
being identical to the kernel ji/jp (¢, 7) for the planar diffusion case. The second
term, proportional to @;, represents a “spherical” or “cylindrical” contribution,
which vanishes when ry — o0, that is when the interface studied becomes
effectively planar, because in this limit o; — 0, whereas erex [0, (r — 7)"/?] — 1
or kcylw [Q it = )/ 2] — 1/2, which are finite values. The terms representing
“spherical” or “cylindrical” contributions look similar; in the cylindrical case
function kcylw(z) replaces the function erex(z) pertinent to the spherical case.
Figure 5.1 demonstrates the difference between the functions erex(z) and kcylw(z).

A special feature of semi-infinite spherical diffusion (not shared by planar and
cylindrical diffusion) is the possibility of the occurrence of a steady state, in which
there is a nonzero solution of Eq. (5.63) satisfying du; (r,¢)/dt ~ 0.In Appendix A,
Sect. A.2 the analytical solution of such a steady state diffusion equation is obtained,
and we conclude that at steady state Eq.(5.73) takes a special limiting form [cf.
Eq. (A.89)]:

uj(ro.t) = D 207" T (ro.1) (5.89)
so that in view of Egs. (2.46) and (5.59)
cl(t) =c;(ro.0) = ¢} + D707 ph(r) . (5.90)

Equation (5.90) is the concentration—production rate relationship at steady state.
We note that no convolution integral is involved in Eq. (5.90), because the steady
state assumption holds independently at every time moment, so that the connections
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between different time moments are lost. Although the dependences of the transport
PDEs on time ¢ are formally removed under steady state conditions, u; or c;
may still generally depend on #, owing to the possibly time-dependent boundary
conditions at x = 0 (not explicitly written here). Therefore, throughout this book we
retain the ¢ variable in the list of arguments of the PDE solutions under steady state
conditions. Relationship (5.90) can be obtained either by considering the steady
state diffusion equation, or it can be deduced from the general formula (5.73), as was
demonstrated in Appendix A in Bieniasz et al. [25]. Both approaches are described
in Sect. A.2 of Appendix A of the present book. The possibility to deduce the steady
state concentration—production rate relationship from the transient formula (5.73) is
one of the advantages of the IE method.

In the case of controlled potential experiments under spherical diffusion con-
ditions, as an alternative to using the integral relationship (5.87) one can use
approximate corrections to the current, accounting for sphericity. The corrections
were obtained by Goodisman [65], by means of a perturbative approach, in which
the inverse r; ! of the electrode radius played the role of the perturbation parameter.
Consequently, the corrections are applicable when ry is large, so that the departures
from planar diffusion are small. It seems that the direct use of Eq. (5.87) should be
preferred as a more general and viable approach.

5.2.2 Literature Examples

The following list of examples is limited to IE-based models in which diffusion
uncomplicated by convection, homogeneous reactions or other phenomena was
assumed, together with one-dimensional semi-infinite spatial domains. Models
involving such complications are listed in further Chaps. 6, 8, 9, and 10.

5.2.2.1 Planar Diffusion

Theory of linear potential sweep and cyclic voltammetry for the single electron
transfer reaction

Xi+ne” 2 X (5.91)

involving dynamic distributed species X; and X, was considered by Sevéik
[139], Delahay [41], Matsuda and Ayabe [94], Gokhshtein [62], Gokhshtein and
Gokhshtein [61], Nicholson and Shain [112], Nicholson [111], and Marecek and
Honz [92]. Seelig and Blount [134] used related IE solutions in their approach
to data analysis based on the Kalman filter. Savéant [132] presented a theory of
cyclic voltammetry with asymmetrical potential sweeps. The effect of the nonzero
initial concentration of the reaction product, and/or of starting the scan from the
equilibrium potential was addressed by Farsang et al. [55], and Weidner and Fedkiw



96 5 Models Involving One-Dimensional Diffusion

[158]. Bonciocat [28] analysed long-time behaviour of cyclic voltammograms. The
effect of reaction order higher than one, on linear potential sweep voltammetry
for irreversible reaction (5.91) was studied by Kohler et al. [76]. The resulting
theory involved a nonlinear IE. A somewhat similar nonlinear IE was obtained by
Mendelson and Tenno [98], while modelling the effect of concentration-dependent
activity coefficients on linear potential sweep voltammetry for irreversible reac-
tion (5.91). Bonciocat et al. [30] studied connections between the IE corresponding
to irreversible reaction (5.91), and some ODE. Seralathan et al. [138] discussed the
equivalence of linear potential sweep and staircase voltammetry. Theory of cyclic
staircase voltammetry was presented by Murphy et al. [106].

The above authors assumed equilibrium, non-equilibrium reversible, or irre-
versible reaction (5.91) subject to Butler—Volmer kinetics with constant charge
transfer coefficients. Andrieux et al. [6-8] solved IEs describing cyclic voltammetry
for irreversible reaction (5.91), subject to a Butler—Volmer kinetic model modified
to incorporate a quadratic activation-driving force relationship. Such a model
leads to potential-dependent charge transfer coefficients. Linear potential sweep
voltammetry for reaction (5.91) subject to Marcus—Hush—Chidsey kinetics was
considered by Henstridge et al. [68].

Delahay, Matsuda, and their co-workers [42, 95] used IEs for the modelling of
the Faradaic impedance for reaction (5.91). Smith [141] discussed the relationships
between Faradaic impedances obtained by four techniques, in which small ampli-
tude controlled potential or controlled current AC perturbations were combined with
controlled potential or controlled current DC perturbations. The theory of square
wave polarography/voltammetry for reaction (5.91) was presented by Tachi and
Kambara [146], Okamoto [116, 117], O’Dea et al. [115], Nuwer et al. [114], and
Fatouros and Krulic [56], who utilised the former results of Mauduit et al. [96] for
normal and differential pulse voltammetries. Senda and Tachi [137] considered AC
polarography with an arbitrary periodic electrode potential perturbation, assuming
non-equilibrium reversible and equilibrium reaction (5.91). They obtained IDEs
rather than IEs. The theory of large amplitude AC voltammetry and sinusoidal
voltammetry for equilibrium reaction (5.91) was presented by Bell et al. [19, 20].
The theory of differential pulse voltammetry was discussed by Aoki et al. [14]. A
high frequency AC technique for investigating fast non-Volmerian reaction (5.91)
was analysed by Garreau et al. [60]. Bonciocat and Cotartd [29] presented a
derivation of the IE for reaction (5.91) and arbitrary potential perturbation, by
considering a non-stationary process as a continuous succession of stationary states.
De Vries [46] used IEs to describe potential step chronoamperometry followed by
linear potential sweep voltammetry, for reaction (5.91). Wein and Tovchigrechko
[159, 160] discussed voltage step transients in a two-electrode cell, assuming non-
equilibrium reaction (5.91). Camacho et al. [34] utilised IE solutions for verifying
their theory of reverse pulse voltammetry and polarography for reaction (5.91).
Chen et al. [36] discussed an electroanalytical technique, in which the electrode
potential was an exponential function of time, assuming equilibrium reaction (5.91).

Gueshi et al. [67] analysed the effect of partially covered electrodes on
linear potential sweep and cyclic voltammetry for non-equilibrium reversible
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reaction (5.91). Their theory leads to IEs with kernels analogous to those arising
in the presence of homogeneous reactions, that will be considered in Chap. 8 (see
Sects. 8.2 and 8.3). A similar theory, focused on microscopic inhomogeneities of
the electrode surface, was presented by Amatore et al. [3]. Kokhanovskii et al.
[77] considered the effect of a limited solubility of the product X, of equilibrium
reaction (5.91), leading to the passivation of the electrode, on the peak potential in
linear potential sweep voltammetry.

IEs describing linear potential sweep and cyclic voltammetry for the equilibrium
or non-equilibrium reversible reaction of metal electrodeposition:

Xi+ne & Xy (5.92)

were reported by White and Lawson [161], and Pnev et al. [125]. In reaction (5.92)
Xj is a dynamic distributed species (metal ion), and X, is a static localised
species (solid metal). Affoune et al. [2] modelled cyclic voltammetry for the reverse
reaction (5.92). Both cases were also studied by Avaca et al. [17]. An IE formalism
similar to that arising for reaction (5.92) was utilised by Vogel et al. [156], and
Ross and Stonehart [131], in the modelling of cyclic voltammetry for the hydrogen
electrode reaction on platinum.

A rare example of controlled current oscillographic polarography for a reaction
scheme involving two independent electron transfer reactions of the type (5.91), and
one more independent electron transfer reaction of the type (5.92), was studied by
Matsuda [93].

Shuman [140] presented an IE describing cyclic voltammetry for the reaction:

mX;+ne 29Xy, (5.93)

with non-unity stoichiometric coefficients m and g for dynamic distributed species
X and X;. His calculations have been redone by Ito et al. [72]. Whereas in [72,140]
the initial absence of X, was assumed, Bieniasz [21] studied an alternative case, of
potential scan started from the equilibrium potential, assuming m = 1 and g = 2,
andm =q = 1.

Bieniasz and Suski [24] reported the theory of potential step chronoamperometry
and linear potential sweep voltammetry for the equilibrium reaction

Xi+Xos2Xs+Xy+ne (5.94)

where X, X3, and X4 are dynamic distributed species, and X, ¢ is a static distributed
species. The theory of linear potential sweep voltammetry for the equilibrium
reaction (5.94) was also considered by Tkalenko et al. [148].

The EE reaction scheme:

Xi+me 22X, (5.95)
Xy +me 2Xs, (5.96)
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involving dynamic distributed species X;, X, and X3, was a subject of several
studies. Gokhshtein and Gokhshtein [63,64], and Polcyn and Shain [127] presented
the theory of cyclic voltammetry under various assumptions concerning the rates of
reactions (5.95) and (5.96). Lovri¢ and Komorsky-Lovri¢ [78-80, 87, 88] elaborated
the theory of square wave voltammetry. Hung and Smith [69, 70] presented the
theory of AC polarography. Aoki [10] analysed linear potential sweep voltammetry
for an extension of the scheme (5.95) and (5.96), comprising several consecutive
electron transfers characterised by the same standard potential.

There are also examples of IEs describing charge transfers at liquid | liquid
interfaces. Stewart et al. [142] modelled cyclic voltammetry for an electron transfer
at such interfaces. Mirceski and Scholz [101] considered square wave voltammetry
for reaction schemes involving electron and ion transfers. Senda [136] presented a
model of voltammetry for an electron transfer, taking into account the bimolecular
character of the transfer. The model resulted in a simplified IE with a kernel
characteristic of planar diffusion. Katano et al. [74] described a model of cyclic
voltammetry for an ion transfer reaction. Tatsumi et al. [147] discussed a theory
of normal pulse voltammetry for an electron transfer. In this kind of models one
usually assumes that the two adjacent liquid phases are semi-infinite in the direction
perpendicular to the liquid | liquid interface studied.

A similar situation arises at the interface between a liquid electrolyte and a
solid electrolyte, characteristic of the so-called insertion electrodes. An interesting
example model of cyclic voltammetry at such interfaces was presented by Lovri¢
et al. [91], based on the former model in [89].

5.2.2.2 Spherical Diffusion

Spherical diffusion was assumed in models of transient experiments for the single
reaction

Xi+ne” 2 X (5.97)

involving dynamic distributed species X; and X,, with only X; being initially
present. Delmastro and Smith [43] presented a model of the first harmonic of
the current in AC and DC polarography, assuming equal diffusion coefficients
and non-equilibrium reversible reaction (5.97). The model was extended by Del-
mastro and Smith [44] to the first harmonic of the current in AC polarography,
corresponding to the case of different diffusion coefficients. McCord et al. [97]
discussed second and third harmonic of the AC polarographic current under the
same conditions. Bond et al. [31] analysed the second harmonic of the current in
AC cyclic voltammetry, assuming different diffusion coefficients, and equilibrium,
non-equilibrium reversible, or irreversible reaction (5.97). Komorsky-Lovri¢ et al.
[81] considered a theory of square wave voltammetry, and Lovri¢ [85] considered
a theory of differential staircase voltammetry, for a non-equilibrium reversible
reaction (5.97). Lovri¢ [86] has also used IE solutions to verify his theory of
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differential pulse polarography for equilibrium reaction (5.97). Diao and Zhang [50]
presented a theory of cyclic voltammetry at a (hemi)spherical electrode, assuming
non-equilibrium reversible reaction (5.97), different diffusion coefficients, and both
species X and X initially present at equilibrium of reaction (5.97).

Stewart et al. [143] presented a model of linear potential sweep voltammetry
for an equilibrium ion transfer reaction at a liquid | liquid interface supported at the
tip of a micropipette. The model approximated the transport of the ions for ingress
transfer by spherical diffusion, and for egress transfer by planar diffusion.

5.2.2.3 Cylindrical Diffusion

Cylindrical diffusion was assumed in models of linear potential sweep and cyclic
voltammetry [11, 15, 108], normal pulse voltammetry [16], and AC voltammetry
[154] for the single reaction:

Xi+ne 22X, (5.98)

involving dynamic distributed species X; and Xj. Initial presence of X, only was
assumed in [11, 15, 16]. Initial presence of X; only was assumed by Neudeck and
Dittrich [108], and simultaneous initial presence of X; and X, was assumed by
Tokuda et al. [154]. All these authors assumed equal diffusion coefficients of X
and X;. Equilibrium reaction (5.98) was considered in [15, 154], whereas non-
equilibrium reversible and irreversible reaction (5.98) was considered in [11, 16,
108].

5.3 Diffusion in Finite Spatial Domains

In this section we assume that diffusion takes place in one of the finite spatial
domains depicted in Fig.2.2. The major complication for the IE method, resulting
from such finite spatial domains, is the need to take into account boundary con-
ditions at the second boundary, while deriving analytical concentration—production
rate relationships. Potentially, an unlimited number of different boundary conditions
at the second boundary (and different corresponding relationships) is conceivable,
which may seem discouraging. Fortunately, in the majority of known models solved
by the IE method, only two types of boundary conditions have been of interest.

The first type is analogous to the boundary condition (5.58) for semi-infinite
domains. For planar diffusion

ci(l,t) = c; , (5.99)
and for spherical or cylindrical diffusion

cj(rox1,1)=cj. (5.100)
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Typically, Eqs.(5.99) or (5.100) hold when the concentrations at the second
boundary are maintained constant owing to a physical or chemical equilibrium
with the phase (or artificially separated part of it) located outside the second
boundary. This means that the jth distributed species is allowed to cross the second
boundary. Therefore, the second boundary satisfying Eqs. (5.99) or (5.100) is called
“permeable” in this book.

In the second type of boundary conditions one assumes that the flux of the jth
distributed species is zero at the second boundary, or:

dejx.0)| _ (5.101)
dx x=I '
for planar diffusion, or
dej(r.1) —0 (5.102)
ar r=r0:|:l

for spherical or cylindrical diffusion. Equations (5.101) or (5.102) mean that the
Jjth distributed species cannot cross the second boundary. Therefore, the second
boundary satisfying Eqs. (5.101) or (5.102) is called “impermeable” in this book. In
the special case when [ = r( and the second boundary is located at r = ro— [ = 0,
there is of course no physical interface associated with this boundary, but Eq. (5.102)
expresses the fact that there is no transfer of matter into the interval of (physically
nonsensical) negative r.

By combining the finite spatial domains of Fig.2.2 with the boundary condi-
tions (5.99) and (5.101), or (5.100) and (5.102), we obtain two distinct situations
to be considered for planar diffusion, four distinct situations for spherical diffusion,
and analogously four situations for cylindrical diffusion. The four situations per-
tinent to spherical or cylindrical diffusion are: internal domain with a permeable
second boundary (I-P); internal domain with an impermeable second boundary
(I-I); external domain with a permeable second boundary (E-P); and external
domain with an impermeable second boundary (E-I). Concentration—production
rate relationships corresponding to all these situations are discussed below.

Alternative boundary conditions at the second boundary are possible, but they are
rarely modelled by the IE method. One such alternative was investigated by Diard
et al. [51], in connection with the modelling of linear potential sweep voltammetry
for rotating metal electrodes covered by polymer films. In [51] the spatial domain
was composed of a thin finite interval corresponding to the polymer film, and
an adjacent finite or semi-infinite interval corresponding to the diffusion layer in
the stirred electrolyte solution. The boundary condition at the polymer | electrolyte
interface assumed a linear relationship between the concentrations at both sides of
the interface. This particular situation will not be analysed further in the present
book.
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5.3.1 Concentration—Production Rate Relationships

In order to derive the concentration—production rate relationship for a finite domain,
one needs to solve analytically the (incomplete) IBVP comprising one of the
Eqgs. (5.1)-(5.3), with one of the initial conditions (5.4) or (5.5) (whichever is
appropriate), and one of the boundary conditions (5.99)—(5.102).

For planar diffusion and a permeable second boundary relevant relationships
were obtained by Fried and Elving [58], in connection with the modelling of the
RDE. Several years later they were rediscovered by Tokuda and Matsuda [150].
Analogous relationships for an impermeable second boundary were obtained by
Rangarajan and Doss [129, 130], in connection with the modelling of Faradaic
admittance experiments. However, in the electrochemical literature this result is
often attributed to the later works of De Vries and Van Dalen [45,49], who modelled
stripping and linear potential sweep voltammetry at a plane mercury film electrode.
Birke [26] reconsidered the concentration—flux relationships for planar diffusion
(and both permeable and impermeable second boundaries), by using the formalism
of semi-integration. Laplace transforms of the concentration—flux relationships for
planar diffusion in a finite spatial domain with an impermeable second boundary
were also derived by Danielsson et al. [38], in connection with the theory of
differential pulse polarography.

For spherical diffusion some of the concentration—flux relationships were
obtained by Nigmatullin [113], who considered the case I-I with / < 7y and
[ = rp. This was motivated by the modelling of electrolytic cells with stationary
spherical mercury electrodes and solid spherical electrodes covered by mercury
layers. However, the relationships were not given explicitly, but were embedded in
some final model equations, which might be the reason why the Nigmatullin work
[113] remained almost unnoticed by the IE method users. Keller and Reinmuth
[75] reported concentration—flux relationships applicable to all cases I-1, I-P, E-I,
and E-P, although not all of these cases were given equal attention. The study was
motivated by the modelling of linear potential sweep voltammetry. The relationships
for the I-I case with [ = ry were analysed in much detail by Tokuda et al. [153],
in connection with the modelling of cyclic voltammetry at hanging mercury drop
electrodes, for reversible amalgam formation and dissolution reactions. Further
discussion of this case was given by Myland et al. [107], with the aim to study
concentrations at the surface of a stationary mercury drop electrode with amalgam
formation. Laplace transforms of the concentration—flux relationships for spherical
diffusion in a finite spatial domain with an impermeable second boundary were also
derived by Danielsson et al. [38].

The concentration—flux relationships for cylindrical diffusion were obtained by
Keller and Reinmuth [75], who considered the cases I-1, I-P, E-I, and E-P. The case
I-I with / = ry was elaborated by Weidner [157], in connection with the modelling
of linear potential sweep voltammetry of a soluble redox couple in a cylindrical pore
electrode. The kernel function corresponding to the case I-1 with [ = ry was also
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published by Montella [105], in connection with his modelling approach based on
the numerical inversion of the Laplace transforms.

For the purpose of the derivations, as for the semi-infinite diffusion case it is
convenient to introduce an auxiliary unknown variable u; defined by Eq.(5.59),
which leads to the following incomplete IBVPs. For planar diffusion:

8uj(x,t) . 82uj(x,t)
% =Dj— 3 , (5.103)
uj(x,0)=0, (5.104)
and
uj(l,t) =0 (5.105)
or
i t
x|y (5.106)
dx x=l
For spherical diffusion:
Ouj(r,t) Puj(r,t) 2 duj(r,1)
=D; - , 5.107
ot / or? + roor ( )
uj(r,0)=0, (5.108)
and
uj(roxl,t)=0 (5.109)
or
Ouj(r,t
uj (r,1) —0. (5.110)
ar r=r():l:l
For cylindrical diffusion:
Ou;(r,t) azuj(r,t) 1 Ouj(r,t)
7 — D, - , 5.111
ot / ar? r or ( )
uj(r,00=0, (5.112)

and

uj(ro+1,0)=0 (5.113)
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or

Ouj(r,t)

=0. (5.114)
ar r=r():l:l

The flux of ¢; (and u; ) is again given by Egs. (5.69) or (5.70).

In Appendix A we follow [45,49,58,75,107, 113,129, 130, 150, 153, 157], and
present detailed analytical solutions of the problems (5.103)-(5.114), by employing
the Laplace transform method. As a result, we obtain the following relationships
between the solution u; and its flux J; at the interface studied.

For planar diffusion and a permeable second boundary we get [cf. Egs. (A.35)
and (A.36)]:

t
uj(0,1) = /J{jplp(z,z) J;(0,7) dr , (5.115)
0

with

A1) =171 0, [OW (t — z)] , (5.116)
and for planar diffusion and an impermeable second boundary we get [cf.
Egs. (A.53) and (A.54)]:

t
uj(0,1) = /ijp“(z,z) J;(0,7) dr , (5.117)
0

with
A1) =171 0 [o‘uﬁ (t — r)] . (5.118)
In Eqgs. (5.116) and (5.118)
uj =D/, (5.119)

and O, (v | z) and ®;(v | z) are two of the so-called exponential theta functions (see,
for example, Oldham et al. [119, p. 261]) with parameter v = 0. These forms of
the kernels were originally adopted in the literature [45,49, 129, 130, 150], but in
Sects. A.1.2 and A.1.3 of Appendix A we derive more convenient equivalent forms,
similar to the kernels previously discussed in Sect. 5.2:

APy = D P =017 = wykelp [ =)'} L (5.120)

AP Ty = DT [ — o) 7V + i kpli [ (0 — )]} G.121)
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In Egs. (5.120) and (5.121) functions kplp(:) and kpli(-) are special functions defined
by the formulae:

kplp(z) = kplp(#'/?) = £~ {s7'/2[1 — tanh(s'/?)]} , (5.122)
kpli(z) = kpli(®"/?) = .2~ {s7"/? [coth(s"/?) — 1]} , (5.123)

where the Laplace transformation is from the domain of the variable % = 2> to the s
domain. The names “kplp” and “kpli” have been chosen by the present author [23]
as acronyms for “kernel for a planar layer with a permeable boundary”, and “kernel
for a planar layer with an impermeable boundary”, respectively. The issue of how
to compute kplp(-) and kpli(-) numerically will be addressed in Sect. 12.1.1.4.

In view of Eq.(2.46) the fluxes J; at the interface studied are equal to the
production rates p?et(t) of the jth species at the interface. Therefore, the concen-
tration—production rate relationships resulting from Eqs. (5.115) and (5.117) are as
follows. For a planar layer with a permeable second boundary

t
cj(r) =¢;j(0.0) =c} + /J{j"lp(z,c) pi(r) dr . (5.124)
0

For a planar layer with an impermeable second boundary
t
() =c;(0.0) = ¢} + /Jff“(t, 7) pi(r) dr . (5.125)
0

We note that in view of Egs.(5.120) and (5.121) the kernels f/”i/jplp(t, 7) and

f/”i/jph (¢, ) are of the convolution type, and they are composed of two terms, the first
weakly singular term being identical to the kernel f%/jp (¢, 7) for planar diffusion in a
semi-infinite domain. The second, nonsingular term, proportional to u ;, represents
a contribution resulting from the finite length of the spatial interval, dependent on
the boundary condition at the second boundary. The contribution vanishes when
| — o0, that is when the spatial domain becomes semi-infinite, because in this
limit u; — 0, whereas kplp [u; (¢t — 7)"/?] and kpli [; (t — 7)'/?] are bounded.
Figure 5.2 demonstrates the difference between the functions kplp(z) and kpli(z).

At low z an approximate equality holds: kplp(z) & kpli(z), and both functions
tend to zero when z — 0. When z — oo, then kplp(z) — 0, whereas kpli(z) — 1.
Function kplp(z) has a maximum of about 0.414 at z ~ 1.148, and kpli(z) is an
increasing function of z.

A non-trivial steady state solution, satisfying du; (x,t)/dt ~ 0 is possible for a
permeable second boundary. In Appendix A, Sect. A.1.2 the analytical solution of
such a steady state diffusion equation is obtained, and we show that at steady state
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Fig. 5.2 Comparison of
functions kplp(-) and kpli(-),
representing the effect of the
finite spatial domain for
planar diffusion with a
permeable or impermeable
second boundary, respectively

kplp(z), kpli(z)

Eq. (5.115) takes a special limiting form [cf. Eq. (A.43)]:
—-1/2 —1
Mj(O,l)ZDj M Jj(O,l), (5.126)
so that in view of Eq. (5.59)
6y =c¢;(0.1) = ¢ + DTV Pu7t phet 5.127
) =¢j1) =¢; j Mjpj(t)- (5.127)

Equation (5.127) is the concentration—production rate relationship for the steady
state. The steady state will prevail when parameter j.; is large, that is when the layer
is very thin. No such steady state is possible in the case of an impermeable second
boundary and large ;. However, in this limiting case we can neglect the integral
corresponding to the term [ (¢t — 7)] ~!/? of the kernel (5.121) in Eq. (5.125), and
replace the function kpli [14; (+ — 7)'/?] by unity, which gives

t

cl(t) =c;(0.0) ~ ¢} + D7 / P(r) dr . (5.128)
0

By multiplying Eq. (5.128) by /, defining I'; () = ¢;(0,7)/ and I'} = ¢}, and
taking into account Eq. (5.119), we obtain

t
Iy~ T} + / p(r) de . (5.129)
0
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This relationship is equivalent to Eq. (4.12) characteristic of localised (adsorbed)
species, if we define pl}et(t) = dI’;(¢)/dt. Therefore, distributed species present
in very thin planar layers with an impermeable second boundary can be formally
considered as quasi-localised species. This possibility was indicated in Sect. 2.9.

The transition between Eqs. (5.125) and (5.129) was discussed by Leddy [84],
with emphasis on its consequences for convolutive data analysis.

For spherical diffusion, when the second boundary is located at r = ro =1 > 0,
the solution—flux relationships are as follows. In the case of a permeable second
boundary we get [cf. Egs. (A.101) and (A.102)]:

t
uj(ro.1) = /Jff“f’/insp(z,f) [£7;(r0, 7)] dr, (5.130)
0
where
lz/jexsp/insp(t’ ‘L’) — ¢;xsp/insp(t _ ‘L’) (5131)
with
exsp/insp —-1/2 1 tanh (i%)
g, @) =£D; " Z ; N ( (5.132)
s1/2 4+ o, tanh (iW)

and g; and p; are defined by Eqgs. (5.75) and (5.119). In the case of an impermeable
second boundary we get [cf. Eqs. (A.117) and (A.118)]:

t
uj(ro.t) = /%;“Vi“i(z, 7) [+, (ro, 7)] dr, (5.133)
0
where
t%/jexsi/insi([, ) = @;xsi/insi([ —) (5.134)
with

s1/2 (l + i) — tanh (:tﬂ)
M M

Qj

s1/2 (Q—/) + [s (l + L) —Qj] tanh (:i:iz)
Mj Qj Mj M

(5.135)

exsi/insi —1/2 —
;@) = D'

In Egs.(5.132) and (5.135) the Laplace transformation is between the ¢+ and s
domains, and the upper/lower signs and superscipts at the kernel symbol refer
to external/internal domains, respectively. It is difficult to find more transparent
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expressions for the kernels f%/jeXSp/ "™P(¢,7) and %em/ "™!(¢t, 1), as they generally
depend on the two parameters ¢; and p; in a complicated, nonlinear way, so that
no alternative expressions have been reported thus far.
Equations (5.131) and (5.134) are derived for the second boundary located at
r = ro =1 > 0, but the case when this boundary is located at r = ro — [ = 0
is also of interest. Equation (5.131) cannot be extended to this limiting case, but
the kernel Ji/jem/ "™!(t, ) possesses a limiting form, denoted here by Ji/jins (¢, 7) [cf.
Eq. (A.120)]:
KPSt T) = @S — 1), (5.136)

where

12
’ ’ s1/2—p; tanh(i)—/‘z)
J

(5.137)

This form of the kernel describing internal spherical diffusion (within the entire
sphere) was originally adopted in the literature [107, 153], but by defining a
nonsingular special function

(5.138)

kins(z) = kins(ﬂl/z) — ol { tanh(sl/z) _1/2} |

—_—— —
s1/2 — tanh(s!/2)

where the Laplace transformation is from the domain of the variable = z> to
the s domain, it is more convenient to express the kernel Ji?““ (¢, v) by the formula
analogous to the number of previously discussed kernels:

A1) = D7 [t — 1)) 7V + o kins[o; (t — )]} (5.139)
The name “kins” is an acronym for “kernel for internal spherical” diffusion (or
domain). Function kins(-) is a growing function of its argument. As can be seen in
Fig.5.3, it increases from 1 (for z = 0) to 3 (for z — o0). This function is in some
sense complementary to the function erex(-) that occurs in the kernel for external
spherical diffusion [cf. Eq. (5.74)].

In view of Eq. (5.59), the concentration—production rate relationships for spher-
ical diffusion, resulting from Eqgs.(5.130) and (5.133), are as follows. For a
permeable second boundary:

t
) =cj(ro.n) =c} + /th"sp/insp(t,f) pi(r) dr . (5.140)
0
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Fig. 5.3 Comparison of 3.0f
functions kpli(-), kinc(+), and
kins(+), representing the
effect of finite spatial 25¢
domains on the kernels, in the
case of planar, cylindrical,
and spherical diffusion,
respectively

kpli(z), kinc(z), kins(z)
= o
in =)

o

o
n

For an impermeable second boundary:
t
i) = cj(ro.n) =cl + /%f“i/imi(r, 7) p¥(r) dr | (5.141)
0

and for its limiting case I-I with ro — [ — 0:

t

cj-(l) = cj(ro,t) = ¢} + /%/ji“s(t, 7) pl;et(t) dr . (5.142)
0

A non-trivial steady state solution, satisfying du;(r,1)/dt ~ 0 is possible for
a permeable second boundary located at r = ro =/ > 0 (cases E-P and I-P).
In Appendix A, Sect. A.2.2 the analytical solution of such a steady state diffusion
equation is obtained, and we show that at steady state Eq.(5.130) takes a special
limiting form [cf. Eq. (A.108)]:

—1,,—1
-2 8 My

i(ro,t) =D
M](O ) j Q]_I:I:,uj_l

[£J;(r0.0)] (5.143)

so that in view of Egs. (2.46) and (5.59)

-1 ,,—-1
—1/2 Qj /‘Lj

T *
c;(t)y=cj(ro.t) =c; +D; " ———
J J J J leiﬂjl

@) . (5.144)
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No such steady state is possible for an impermeable second boundary, in the E-
I and I-I cases. However, in the I-I case with ro = [ and large ¢; we can
neglect the integral corresponding to the term [7(t — )] ~'/? of the kernel (5.139)
in Eq. (5.142), and replace the term kins [¢; (¢ — 7)!/?] by 3, which gives

t

() = cj(ro.t) ~ ¢ + D73y, / p¥\(x) dr, (5.145)
0

since now 9; = ;.

For cylindrical diffusion, when the second boundary is located at r = ro £/ > 0,
the solution—flux relationships are as follows. In the case of a permeable second
boundary we get [cf. Egs. (A.163) and (A.164)]:

t
uj(ro. 1) = /%CXCP/i““P(z,f) [£J;(r0, 7)] dr, (5.146)
0
with
Ji/jexcp/incp(t’ ‘L’) — (pjxcp/incp(t _ _[) ’ (5147)
where
K 2 K()[SI/Z(éiﬁj)} I 2
0 (?) B Io[sl/z(i:ti)} 0 (?)
@;xcp/incp(ﬁ) — iDj—l/Z g—l Qj T 1)

S K, (ﬁ) N Ko[sl/z(?/::;j)} . (ﬂ) s
" (5.148)

and ¢; and p; are defined by Egs. (5.75) and (5.119). Symbols I(-) and I; (-) denote
the modified Bessel functions of the first kind, and of orders zero and one. Symbols
Ko(-) and K;(-) denote the modified Bessel functions of the second kind, and of
orders zero and one. In the case of an impermeable second boundary we get [cf.
Egs. (A.181) and (A.182)]:

t
uj(ro.1) = / K7 1) [£0(r0.0)] d (5.149)
0

with

(ijCi/mCi(t —17), (5.150)

%exci/inci(t’ ‘L’) —

J
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where
KO (ﬁ) n Kll:sl/Z(éﬂ:%j)} | (ﬂ)
o B Qi Il[yl/z(g;irl_)] 0\
q0;)«:1/1n(:1(_l9) _ :i:Dj 1/2 f_l ; r
sl/2 K (L/Z) Ki|s/2 iiﬁ) . (L/z)
1\ %; 11|:S1/2(@Lji,%j):| 1\ %;
(5.151)

In Egs.(5.148) and (5.151) the Laplace transformation is between the ¢ and s
domains, and the upper/lower signs and superscripts at the kernel symbol refer
to external/internal domains, respectively. It is difficult to find more transparent
expressions for the kernels f/”i/jexcP/ "P(t, ) and %em/ ", 1), as they generally
depend on the two parameters ¢; and (; in a complicated, nonlinear way, so that
no alternative expressions have been reported thus far.

Equations (5.147) and (5.150) are derived for the second boundary located at
r = ro =1 > 0, but the case when this boundary is located at r = ro — [ = 0
is also of interest. Equation (5.147) cannot be extended to this limiting case, but
the kernel Jf/jem/ ""!(¢, T) possesses a limiting form, denoted here by Jf/jinc (t,7) [cf.
Eq. (A.186)]:

(1) = @ —1) (5.152)

J

where

§1/2
(%)
21 (47)

J

This form of the kernel describing internal cylindrical diffusion (within the entire
cylinder) was originally adopted in the literature [157], but by defining a nonsingular
special function

o) = D; ! (5.153)

. . B I S1/2 -1 S1/2
kinc(z) = kinc(8'/?) = .& 1{ 0(s1 /2)11 (Sll /(2) )} , (5.154)

where the Laplace transformation is from the domain of the variable = 7> to
the s domain, it is more convenient to express the kernel Jf/j“‘c (¢, v) by the formula
analogous to the number of previously discussed kernels:

A, 1) = DT {[r(t — )] 72 + o kine[o; (r — )]} (5.155)
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The name “kinc” is an acronym for “kernel for internal cylindrical” diffusion (or
domain). Function kinc(z) is a growing function of its argument z. As can be seen in
Fig.5.3, it increases from 1/2 (for z = 0) to 2 (for z — o0). This function is in some
sense complementary to the function kcylw(-) that occurs in the kernel for external
cylindrical diffusion [cf. Eq. (5.85)].

In view of Eq. (5.59), the concentration—production rate relationships for cylin-
drical diffusion, resulting from Egs. (5.146) and (5.149), are as follows. For a
permeable second boundary:

t
cj» (1) = cj(ro,t) = ¢} + /%?exq)/imp(t, 7) p?e‘(r) dr . (5.156)
0
For an impermeable second boundary:
t
c; (1) =cj(ro,1) = c} + /%/jem/md(t, 7) p?e‘(t) dr, (5.157)
0

and for its limiting case I-I with ry — [ — 0:

t
cj.(z) =cj(ro.t) = ¢} + /z;i“C(z,r) pi(a) dr . (5.158)
0

A non-trivial steady state solution, satisfying du;(r,¢)/dt ~ 0 is possible for
a permeable second boundary, located at r = ro £/ > 0 (cases E-P and I-P).
In Appendix A, Sect. A.3.2 the analytical solution of such a steady state diffusion
equation is obtained, and we show that at steady state Eq.(5.146) takes a special
limiting form [cf. Eq. (A.172)]:

—1

_ Q;
(ro.t) = FD o7 In | —L— | [£7;(r0.0)] . 5.159
Lt](l'() ) Jj Q] Q]_l:i:,uj_l [ ](rO )] ( )

so that in view of Egs. (2.46) and (5.59)
1/2 o'
c}(t) =c;(ro.1) = ¢} F D / o;' In (ﬁ) P . (5.160)
Q; M

No such steady state is possible for an impermeable second boundary, in the E—
I and I-I cases. However, in the I-I case with r, = [ and large g; we can
neglect the integral corresponding to the term [ (¢t — )] ~/? of the kernel (5.155)
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in Eq. (5.158), and replace the term kinc [, ( — 7)'/?] by 2, which gives

t

() = cj(ro.t) ~ ¢ + D72y, / P (r) dr | (5.161)
0

since now 9; = ;.

It is interesting to compare contributions to the kernels, resulting from finite
spatial domains with an impermeable second boundary in the planar, cylindrical, and
spherical geometry (assuming internal diffusion within the entire cylinder or sphere
in the latter two cases, which means ¢; = ;). This can be done by comparing
functions kpli(z), kinc(z) and kins(z). Figure 5.3 reveals that for a particular
the smallest effect of the finite domain occurs in the planar case, the largest in the
spherical case, and the cylindrical case is intermediate. At large i ; the effect differs
only by the multiplicative factor in Egs. (5.128), (5.145), and (5.161), which equals
1 for planar diffusion, 2 for cylindrical, and 3 for spherical.

5.3.2 Literature Examples

The following list of examples is limited to IE-based models in which diffusion
uncomplicated by convection, homogeneous reactions, or other phenomena was
assumed, together with one-dimensional finite spatial domains. Models involving
such complications are listed in further Chaps. 6, 8, 9, and 10.

5.3.2.1 Planar Diffusion

For the diffusion in a finite layer with a permeable second boundary there are several
examples of IEs, or closely related equations, motivated by the theory of transient
experiments at the RDE, in which a semi-infinite spatial domain is divided into
a thin diffusion layer and a stirred outer domain. Fried and Elving [58] derived a
general current—potential relationship at the RDE, for the reaction

X;+ne” 2 X, (5.162)

involving dynamic distributed species X; and X,. The theory of AC voltammetry
was presented by Tokuda and Matsuda [150-152], assuming equilibrium, non-
equilibrium reversible, and irreversible reaction (5.162). The theory of linear
potential sweep voltammetry was provided by Andricacos and Cheh [4, 5] and
Quintana et al. [128], at analogous assumptions. Apart from the above studies
devoted to the RDE, Andrieux et al. [9] considered repetitive cyclic voltammetry
for irreversible reaction (5.162) in a finite layer resulting from arbitrary natural or
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forced convection. Miles and Compton [99] modelled square wave voltammetry for
equilibrium, non-equilibrium reversible, and irreversible reaction (5.162), assuming
similar transport conditions. Daruhdzi et al. [39] presented a model of cyclic voltam-
metry for equilibrium reaction (5.162) occurring in a thin layer cell with closely
separated working and auxiliary electrodes, which is mathematically equivalent to
a thin electrolyte layer with a permeable second boundary.

There are also several examples of 1Es for the diffusion in a finite layer with an
impermeable second boundary. One group of such examples is connected with the
modelling of the reaction

Xi+ne 22X, (5.163)

involving dynamic species X; distributed in an electrolyte, and dynamic species
X, distributed in a mercury film electrode. IEs describing linear potential sweep
voltammetry for reaction (5.163) were presented and solved by De Vries and
Van Dalen [45, 48, 49], Bakanov et al. [18], Seelig and Blount [134], Donten
et al. [52,53], and Schiewe et al. [133]. De Vries [47] considered a potential step
chronoamperometry followed by linear potential sweep voltammetry. Osteryoung
and Christie discussed pulsed voltammetric [120] and staircase voltammetric
[37] stripping. Goto et al. [66] analysed semidifferentiated voltammetric current.
Kounaves et al. [82, 83] considered square wave voltammetry. Bos [32] presented
a rare example of IEs describing current step chronopotentiometry for two parallel
reactions:

Xi+ne 22X, (5.164)
X3 +ne 22Xy, (5.165)

analogous to reaction (5.163).
A finite layer with an impermeable second boundary occurred also in the work by
Bucur et al. [33], who analysed linear potential sweep voltammetry for the reaction

X; 2 Xos+ne . (5.166)

Here X is a dynamic species distributed in a thin metal membrane (hydrogen in
palladium), and X  is a static species (hydrogen ion in an electrolyte).

Further examples involving an impermeable second boundary refer to the
reaction

Xi+ne 2 X, (5.167)

in which both dynamic distributed species X; and X, belong to a thin layer.
Aoki et al. [12, 13] presented the theory of linear potential sweep voltammetry for
equilibrium, non-equilibrium reversible and irreversible reaction (5.167). Zamponi
et al. [163] extended their results to derivative linear sweep voltabsorptometry.



114 5 Models Involving One-Dimensional Diffusion

Lovri¢ et al. [90] discussed staircase voltammetry. Mirceski et al. [100, 104]
considered square wave voltammetry.

Pnev et al. [124, 126] discussed linear potential sweep voltammetry for the non-
equilibrium reversible and irreversible electrodeposition reaction

Xi+ne” 2 Xy, (5.168)

where X, is a dynamic species distributed in a thin electrolyte layer, and X, is
a static species (deposit). The potential sweep was started from the equilibrium
potential of the reaction (5.168).

The IE and IDE formalism for diffusion in a finite layer with an impermeable
second boundary was also utilised by Jones et al. [73] in a biosensor modelling
study.

5.3.2.2 Spherical Diffusion
Nigmatullin [113] modelled linear potential sweep voltammetry for the reaction:
Xi+ne 2Xs (5.169)

involving dynamic distributed species X; (in the electrolyte) and X, (in the
electrode), assuming the case I-I with /[ < ryp and [ = ry. Keller and Reinmuth
[75] derived corrections, to the linear potential sweep voltammetric current for
reaction (5.169), resulting from spherical diffusion in finite layers. Reaction (5.169)
involved dynamic species X; and X,, distributed in the same phase, or in two
different phases adjacent to the interface studied. Tokuda et al. [149, 153] discussed
cyclic voltammetry for reaction (5.169) with species X distributed in the electrolyte
and X, in the electrode, assuming the case I-I with [ = ry. Equilibrium
reaction (5.169) was assumed. Analogous equations of linear potential sweep
voltammetry for a non-equilibrium reversible reaction (5.169) were derived by
Zakharov and Pneva [162], whereas Park et al. [122] reported equations for double
potential step chronoamperometry under limiting current conditions. Engblom and
Oldham [54] discussed the problem of the reshaping of the staircase voltammograms
into classical wave shapes characteristic of polarograms. Fatouros et al. [57]
presented approximate IEs describing square wave and normal pulse voltammetries.

5.3.2.3 Cylindrical Diffusion

Keller and Reinmuth [75] derived corrections, to the linear sweep voltammetric
current for the single reaction:

Xi+ne 22X, (5.170)
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resulting from cylindrical diffusion in finite layers. Reaction (5.170) involved
dynamic species X; and Xj, distributed in the same phase, or in two different
phases adjacent to the interface studied. Weidner [157] presented the theory of linear
potential sweep voltammetry for reaction (5.170), applicable to a cylindrical pore
(tube) electrode, that is for the case I-I with ry = [, and both species belonging
to the electrolyte phase. Only species X; was initially present. Equilibrium, non-
equilibrium reversible, and irreversible reactions (5.170) were considered. Equal
diffusion coefficients of X; and X, were assumed. An analogous theory was
obtained by Neudeck and Dunsch [109, 110], but for cyclic voltammetry [109],
and potential step chronoamperometric and UV-visible spectroelectrochemical
experiments [110]. The theory served as an approximation to the more complicated
problem of diffusion in honeycombed LIGA-structured electrodes.

5.4 Anomalous Diffusion

Equations presented in Sects.5.2 and 5.3 are not applicable in the presence
of anomalous diffusion effects. In particular, the concentration—production rate
relationships have to be modified.

5.4.1 Concentration—Production Rate Relationship

For the (macroscopically) one-dimensional, planar diffusion in a semi-infinite
domain, Pajkossy and Nyikos [121] proposed a formal concentration—production
rate relationship representing the anomalous diffusion effects due to the irregular
electrode surface. The equation proposed was based on their semi-empirical model
of potential step chronoamperometry at fractal electrodes, described in Sect. 2.12.
Pajkossy and Nyikos assumed that the relevant concentration—production rate
relationship should be analogous to that for ordinary planar diffusion in a semi-
infinite domain, given by Eq. (5.86), that is:

1
cj.(t) =¢;(0,1) = ¢} + /f%fjap(l, T) p?et(r) dr , (5.171)
0

where f/”i/jap(t, 7) is a suitable convolution kernel to be determined. As it is a
convolution kernel, we can write J¢;*(r,7) = ¢;(t — ), where ¢, (%) with
¥ = t — t is a function of one variable. After Laplace transformation (3.12),
Eq.(5.171) becomes

*

c*
¢;(0.8) = = +¢;(9) P} (s) - (5.172)
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Pajkossy and Nyikos postulated that the function ¢; (7)) should be such that
Eq. (5.171) correctly predicts the model formula (2.63) for the chronoamperometric
limiting current for the reaction X; + ne™ & X 1. In such a case, the production
rate p?e‘(t) (equal to the flux of the species X; at the electrode) is related to the
Faradaic current by

I
i) = J;(0.1) = % . (5.173)

In addition, under limiting current conditions ¢ ;(0,5) is zero, so that Eq.(5.172)
combined with the Laplace transform of Eq. (5.173) gives

5.(5) —nFAc; (5.174)
i(s) = — . .
& s 1(s)

The Laplace transform of Eq. (2.63) is
I(s) = —0;pT(1 —a)s* !, (5.175)
where parameter « is defined by Eq. (2.64), parameter o r is given by Egs. (2.65)

and (2.66), and I'(-) is the Euler gamma function [1]. Setting Eq.(5.175) into
Eq. (5.174) gives

R nFAc; _a 5176
(p](s)_ O']’Fr(l—a)s ’ ( . )
so that after inverse transformation
nFAc; |
;i (¥) = 1) A (5.177)

ojrD(@)I(1 —a)
Consequently, taking into account Eq. (2.66) for o; r we get

r(1/2)

. R 2 1/2—a—
AP, 1) = DS (v Aow) I'@)(1-a)

- (t—1) . (5.178)
It is easy to check that for « = 1/2 (which corresponds to the ordinary diffusion
at the planar surface of dimension dr = 2) Eq. (5.178) reduces to Eq. (5.72) for the
kernel (¢, 7).

It seems important to point out that Eq. (5.178) must be considered as an approx-
imation. The equation is tacitly assumed to hold for any # > 0, whereas strictly
speaking anomalous diffusion occurs only for # € (t Jjinns £ j,out) (cf. Sect. 2.12).

Apart from the above derivation, there have been interesting attempts by Dassas
and Duby [40], and Mirceski and Tomovski [102] to deduce the relationship (5.171)
with the kernel proportional to (¢t — 7)%!, by solving the so-called time-fractional
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diffusion equations. The time-fractional diffusion equations are formally similar to
the ordinary diffusion PDEs, but they have the temporal derivative replaced by
a fractional derivative, understood in the sense of the fractional calculus [118].
Mirceski and Tomovski also followed this route to obtain the concentration—
production rate relationship for planar anomalous diffusion in a finite spatial domain
[103]. However, it seems that this approach raises a number of yet unresolved
questions regarding the physical interpretation of the fractional diffusion equations.
There are also some mathematical difficulties regarding the handling and under-
standing of initial conditions in such equations (see, for example, the discussion
by Bisquert and Compte [27]). For these reasons we do not expose this approach
further in the present book.

5.4.2 Literature Examples

Strgmme et al. [144] used Eqgs.(5.171) and (5.178) for obtaining IEs describ-
ing cyclic voltammetric experiments at fractal electrodes. Theoretical predictions
obtained by solving these IEs were applied to determine the fractal dimension
of the electrode surfaces [145]. Mirceski and Tomovski [102] also obtained
detailed solutions of the IEs for cyclic voltammetry assuming kernels analogous to
Eq. (5.178), and a semi-infinite spatial domain. In a later work [103], they extended
these results onto a finite spatial domain (but as was noted above, there are some
unresolved questions regarding their derivations, related to the assumed formalism
of the equations of fractional diffusion).

Apart from the above examples, IEs involving kernels having the form (5.178),
but strongly singular, were used in the modelling of impedance spectroscopy for
equivalent circuits involving constant phase elements [155].

5.5 Benefits from Using the IE Method

In the case of models dependent on one spatial coordinate, such as the models
involving one-dimensional diffusion, discussed in this chapter, the use of the IE
method may bring important benefits, compared to the direct PDE solving. Firstly,
the replacement of the PDEs by the IEs, as described in Sect. 5.1, eliminates the need
to determine the spatial concentration profiles. The IEs depend on one independent
variable only (variable ¢), typically representing time. Consequently, the numerical
solution of the IEs is likely to be computationally less expensive than the direct
numerical solution of the PDEs, since in the latter case the numerical calculation
of the spatial concentration profiles is necessary. The actual reduction of the
computational cost depends on the numerical techniques, accuracy requirements,
and the length of the interval of 7. The latter factor is important, because as we shall
see in Chap. 12, typical numerical methods for solving IEs are characterised by the
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computational time proportional to #2, whereas the computing time in discrete PDE
solving techniques is typically proportional to . Therefore, for very large ¢ intervals
the computational cost advantage of the IE-based simulations may be lost.

Secondly, the partially analytical solution of the PDEs, inherent in the IE method,
allows one to gain more insights into the solutions obtained, compared to the
direct numerical PDE solutions. To illustrate this aspect of the IE method by an
example, let us have a closer look at the standard Eq. (5.23) for the equilibrium
electron transfer (5.7). Assume, for simplicity, planar diffusion in a semi-infinite
domain, and let only the species X; be initially present. In such a case % (f, 1) =
Ji/jp(t, 7) = Dj_l/2 [7(r —7)]"/* (for j = 1, 2), and Eq.(5.23) becomes, after
some rearrangement, the following Abel IE:

t

c*Dl/2
[n(t — )]V w(r) dr = —1 , (5.179)
0/ 1+eXp{R—I; [E(l)—El/z]}
where
RT ([ D\'?
Eip=E'— —1In|=— 5.180
12 F 0 (Dz) ( )

is known as the half-wave potential (for the equilibrium electron transfer). As
can be seen, Eqgs.(5.179) and (5.180) predict that the effect of the diffusion
coefficient ratio on the Faradaic current (proportional to ¥ (¢)), amounts to a shift
by RT(nF)™' In(D,/ Dz)l/ 2, along the electrode potential axis, of the current—
potential curve. This exact analytical result would be rather difficult to reveal by
means of the direct numerical PDE solving.

Other examples of additional insights, offered by the IE method, can be the var-
ious analytical predictions for steady state or other limiting cases, easily obtainable
by the method (see, in particular, Sects. 11.1.5 and A.2.1). Direct numerical PDE
solving does not provide such predictions.
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Chapter 6
Models Involving One-Dimensional
Convection-Diffusion

In this chapter we continue the discussion of the IEs arising for electroanalytical
models dependent on one spatial coordinate, started in Chap. 5. However, in addition
to the diffusion transport of dynamic distributed species, assumed in Chap. 5, we
take into account convection. The effect of convection, on the derivation process of
the IEs, is addressed in Sect. 6.1. The determination of the concentration—production
rate relationships for the typical convection-diffusion PDEs is described in Sect. 6.2.
Section 6.3 involves a literature overview of the published IEs corresponding to the
above conditions.

6.1 Derivation of the IEs

The one-dimensional convection-diffusion PDEs are similar to the pure diffusion
PDEs discussed in Chap. 5, in that a separate concentration—production rate relation-
ship exists for every dynamic distributed species. Consequently, the derivation of the
IEs proceeds in an analogous way. However, the general form of the concentration—
production rate relationships may differ somewhat from Eq. (5.6), and is given by

1
cj. = cj.(t) =c + /%/j(l, 7) [p?et(r) - pl}et’*] dr . (6.1)
0

In Eq.(6.1) p?e"* denotes the species production rate at the interface studied, in

the initial state of the system. Formally, p? " may be nonzero, if the convection
rate at the interface studied is not zero (see Sect. 6.2.1 below), although physically
such a situation is unclear, and should probably be regarded as an approximation.
One expects that for realistic convection fields p?et'* = 0, as is the case with the

convection-diffusion systems in Sects. 6.2.2-6.2.4.

et
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6.2 Concentration—-Production Rate Relationships

The concentration—production rate relationships for convection-diffusion PDEs
strongly depend on the type of the convection field. Below we present the rela-
tionships currently known from the literature. Only a few of the conceivable
convection-diffusion fields have been handled thus far by the IE method.

6.2.1 Constant Convection Velocity

The simplest possible one-dimensional convection-diffusion transport arises when
planar diffusion in a semi-infinite spatial domain is coupled with convection having
just a constant velocity along the Cartesian coordinate x. The concentration—flux
relationship corresponding to this case was published by Oldham [23], with the
suggestion that the case may be applicable to fluid flows through porous electrodes,
although no references were provided to support the statement. But, no matter how
realistic the assumption of the constant convection velocity may be, it is interesting
to consider this simple case as an example showing the degree of complication that
is expected when convection is present. Let the convection velocity be

v(x) = —vp , (6.2)

where vy > 0, so that the general reaction-convection-diffusion PDE (2.8) becomes

Seyx.t) ;f’t) = ;—azcgfj’” + g —3cj;;c,t) . 6.3)
The initial and boundary conditions are
¢j(x,0) =cj, (6.4)
cj(oo,t) = cj*» . (6.5)
We define an auxiliary variable
uj =cj—cj, (6.6)
for which the incomplete IBVP (6.3)-(6.5) becomes
2
BMng;c,t) _D, 0 ug)(c)zc,t) % auja(;c,t) ’ 67)
uj(x,0)=0, (6.8)

uj(co,1) =0. (6.9)
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In view of Eq.(6.6), the flux J;(x,?) of the concentration is related to the flux
Jj(x, 1) of the variable u; by

Ji(xe,t) = Jj(x,0) = J/(x,1) (6.10)
where
Ji(x, 1) :—Djauja(+t)—vouj(x,t) , (6.11)
Jj(x,t):—DjW—vocj(x,t), (6.12)
and
J7(x,1) = —vg ¢} = const (6.13)

represents the initial flux of the concentration.

As the detailed derivation of the solution—flux relationship corresponding to
Egs. (6.7)—-(6.9) was not published in Oldham [23], but only the final result was
given, in Appendix B, Sect. B.1 we provide such a derivation. We show that the
relationship between the solution u; and its flux J" at x = 0 takes the form [cf.
Egs. (B.17) and (B.18)]:

t
u;(0,t) = /z%/jcom’(t, t) J;(0,7) dr, (6.14)
0

where

exp |—vi(t — 1)
f%/jconV(t’ ) = Dj_l/2< [T!:(t _]T)]l/z ] + v; {] + erf[Uj(l — 1—)1/2]}
(6.15)

with
Vo

J

vj

is the relevant integral transformation kernel. The kernel is of the convolution
type. In view of Eqgs. (2.46), (6.6), and (6.10), the concentration—production rate
relationship is:

t

) =¢; 0.0 =c: +/%;°“V(t,f) [p‘;et(f)—p‘;e"*] dr . (6.17)
0
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As can be seen from Eq. (6.15), the kernel Jf/jcon"(t, 7) consists of three additive
terms. One term is the kernel for planar diffusion in a semi-infinite domain,
multiplied by an exponential, the second term is simply constant, and the third
term is proportional to the error function erf(-) defined by Eq.(5.78). When the
convection velocity vy (and consequently v;) is sufficiently large, the contribution
from the first term can be neglected in Eq. (6.15), whereas the contributions from
the second and third terms become practically identical, so that Eq. (6.17) becomes

t

h) = ¢;(0,1) = ¢t + 207, /[p?el(r) _ p?el’*] dr . (6.18)
0

Apart from the above transient solutions, a non-trivial steady state solution of
Eq. (6.7), satisfying du; (x,t)/0t ~ 0 is also possible. As we show in Appendix B,
Sect. B.1, at steady state J]’f(x, t) = 0, which [in view of Egs. (2.46) and (6.10)]

het, x

implies that p?e‘(t) —p; ~ = 0. Hence, the steady state corresponds to the initial

state.

6.2.2 Dropping Mercury Electrode

As we have indicated in Sect.2.6.1, the transport to the DME is most commonly
described by means of the expanding plane model. According to this model, any
Jj th distributed species obeys the convection-diffusion PDE (2.12):

dcj(x,t) _ D, 9%c;(x,1) 2_x dcj(x,t) ’ 6.19)
ot dx2 3t ox
for which the initial and boundary conditions are
cj(x,0) = cj*» , (6.20)
cj(oo,t) = cj*» . (6.21)

The expanding planar interface (mercury drop surface) is located at x = 0. Below
we consider the electrolyte phase, for which x € (0, c0).
We define an auxiliary variable

uj =Cj—C;, (622)
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for which the incomplete IBVP (6.19)-(6.21) becomes

duj(x,1) uj(x,t)  2x duj(x,1)
ol _p 20D XD 6.23
ot I ax? 3¢ 0x (6.23)
uj(x,00=0, (6.24)
u;(00.1) = 0. (6.25)

In view of Eq.(6.22), the flux J;(x,?) of the concentration is related to the flux
J}(x, 1) of the variable u; by

Ji(x,t) = Jp(x,0) = J/(x,1) (6.26)
where
Y duj(x,t) 2x
dcj(x,t) 2x
) =_p, L 2 L (xt 2
Ji(x,1) I T cj(x,1), (6.28)
and
* 2x *
J; (x,t) = 3 ;. (6.29)

The analytical solution—flux relationship at the interface studied, resulting from
Egs. (6.23)—(6.25), has been obtained in a number of papers (see, for example,
[13,14,17,18]). In Appendix B, Sect. B.2 we follow these works to show that the
relationship between the solution u; and its flux J" at x = 0 takes the form [cf.
Egs. (B.35) and (B.36)]:

t
u;(0.1) = /Ji/jep(t,‘c) J'(0,7) dr (6.30)
0
where
%CP(Z‘ ) — D_l/2 § e 2/3 (17/3 _ 7/3)_1/2 (6 31)
j , T) = j 77T T T .

is the integral transformation kernel representing the expanding plane model. Note
that in contrast to the pure diffusion kernels discussed in Chap. 5, the kernel (6.31)
is not a convolution kernel (when considered as a function of variables ¢ and 7).
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Consequently, in view of Egs.(2.46), (6.22), and (6.26), the concentration—
production rate relationship at the expanding plane is:

t
c}(z) =¢;(0.1) =c’ + /l/jep(t,r) pit(x) dr . (6.32)
0

since p?”’* =J; (0,¢) = 0 in this case. A discussion useful for the generalisation

of the above formulae onto hypothetical interfaces expanding according to power
laws other than the dropping mercury %/ rate law was provided by Oldham [22].

6.2.3 Rotating Disk Electrode

As we have indicated in Sect.2.6.2, in order to obtain solution—flux relationships
pertinent to convection-diffusion at the RDE, one possible approach is to assume
a finite spatial domain with a permeable second boundary. Examples of this
approach to the RDE modelling have been listed in Sect.5.3.2.1. However, as in
real experiments the spatial domain is large and can be formally regarded as semi-
infinite, it seems conceptually more elegant to assume that the convection-diffusion
PDE (2.15):

S 0) ;f’t) = j—az"gf;"” + B —a"’;j’t) (6.33)
(with B = 0.51023 @*?v~1/2) is accompanied by the initial and boundary
conditions
cj(x,0) = cj*» , (6.34)
cj(oo,t) =cj . (6.35)
We define an auxiliary variable
uj =cj — c; , (6.36)
for which the incomplete IBVP (6.33)-(6.35) becomes
—Buja(f’t) = /—azugg’t) + B x> —a“"a(j’t) , (6.37)
uj(x,0) =0, (6.38)

uj(c0,1) =0. (6.39)



6.2 Concentration—Production Rate Relationships 133

In view of Eq.(6.36), the flux J;(x,?) of the concentration is related to the flux
Jj(x, 1) of the variable u; by

Ji(xe,t) = Jj(x,0) = J/(x,1) (6.40)
where
J]’f(x,t) = —DJW—ﬁxzuj(x,t) , (6.41)
Ji(x,1) :—DJW—ﬁxzcj(x,t), (6.42)
and
Ji(x, 1) =—=px"c; (6.43)

An analytical but approximate solution—flux relationship at the interface studied,
resulting from Eqgs. (6.37)—(6.39), has been obtained by Filinovskii and Kiryanov
[8]. In Appendix B, Sect. B.3 we follow those authors, and present detailed deriva-
tions of their approximation. The derivations based on [8] are approximate because
of a simplifying assumption that significant variations of u; (x, t) are limited to a
small neighbourhood of x = 0. Under this assumption some term arising in the
process of deriving the solution—flux relationship is neglected, which simplifies
the treatment, but the result obtained is not exact. A more realistic solution—
flux relationship can only be obtained numerically, by the procedure indicated in
Sect. B.3. Independently of the approach taken, the solution—flux relationship is [cf.
Eq.(B.71)]:

t
u;(0,1) = /Ji/jrd(t, ) J;(0,7) dr , (6.44)
0

where %rd(t, 7) is the integral transformation kernel of the convolution type,
characteristic of the RDE. Therefore, we can write [cf. Egs. (B.43) and (B.72)]:

A ) = DT Py, gt [sz-(t . r)] : (6.45)

J

where (p;d(l?) is a suitable function of one variable, and

v = (D}/zﬁ)l/3 . (6.46)
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However, by analogy to kernels previously discussed in Chap. 5, it is more conve-
nient to express f%/jrd (¢, 7) in the form:

A1) = D7 [t — 0] 72 = vy ked [v; (0 — 1))} (6.47)
where krd(:) is a special function expressing the effect of rotating disk convection.
The name “krd” is an acronym of “kernel for rotating disk”.

According to Filinovskii and Kiryanov [8], the function (p;d(ﬂ) is approximated
by the formulae [cf. Eqs. (B.64) and (B.67)]:

(6.48)

o)~ 27 |-l -

AV () s12Kpy3(253/2)

Ki/3(3s%?) §

In Eq. (6.48) the Laplace transformation is between the ¥} and s domains, Ai(-) is the
Airy function [1], Ai’(-) is the derivative of Ai(-), and K;/3(-) and K,/3(-) are mod-
ified Bessel functions of the second kind and fractional orders [1]. Consequently,
krd(-) is approximated by:

krd(z) = krd(8'/?) ~ £~!

(6.49)

Ko/3(55%%) — Ki3(55%%)
s1/2 K2/3(%s3/2) ’

As will be seen in the next section, the approximant in Eq. (6.49) is identical to the
function kct(-) occurring in the kernel function for channel and tubular electrodes.
To show how large the errors are in the approximation of Filinovskii and Kiryanov,
Fig. 6.1 presents a comparison of functions krd(-) and kct(+). The difference between
these functions is sufficiently big to visibly affect simulation results. By considering

krd

ket(z), krd(z)

Fig. 6.1 Comparison of
functions krd(+) and ket(:),
representing the effect of
convection in the case of
RDE(s), and channel and
tubular electrodes,
respectively z
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models of current step chronopotentiometry and potential step chronoamperometry
at the RDE, Krylov and Babak [11] have shown that calculations employing the
approximation (6.49) lead to unsatisfactory predictions of the concentrations. The
inaccuracies tend to increase with time ¢. Similar conclusions were obtained by
Viswanathan and Cheh [29].

In view of Egs. (2.46), (6.36), (6.40), and (6.44), the concentration—production
rate relationship at the RDE is:

t
c;(t) =¢;(0,1) =c} + /Jf/jrd(t, T) pl}“(t) dr . (6.50)
0

since p?el’* = J7(0,7) = 0 in this case.

A steady state satisfying ou;(x,t)/dt ~ 0 is possible for Eq.(6.37), and
the relevant equation was obtained without any simplifying assumptions (see, for
example, Nisancioglu and Newman [21]). A detailed derivation is provided in

Appendix B, Sect. B.3. It is shown [cf. Eq. (B.82)] that at steady state

u;(0,1) = D; v 3720 (1/3) J;(0.1) (6.51)
where I'(+) is the Euler gamma function [1]. In view of Egs. (2.46), (6.36), and (6.40),
this gives

cl(t) = ¢;(0.1) = ¢} + D7 vy 37231 (1/3) p(e) (6.52)

Equation (6.52) is the concentration—production rate relationship for the steady
state.

6.2.4 Channel and Tubular Electrodes

Although the convection-diffusion PDEs (2.17) and (2.19) for channel and tubular
electrodes depend on two spatial coordinates, it is possible to devise approximate
[E-based models resulting from these PDEs, similar to those obtainable for spatially
one-dimensional models. This was accomplished by Singh, Dutt, and co-workers,
in a series of papers [6,7,24-26] devoted to the modelling of linear potential sweep
and cyclic voltammetry at tubular electrodes. The Lévéque approximation (2.21)
and (2.22) was adopted. According to the proposal from [6, 7, 24-26], currently
known as the “Singh and Dutt approximation”, the axial concentration gradient in
Eq. (2.19) can be approximated by the “average gradient™:

dej(r,z,t) cj(rz,t) —cj
0z - l ’

(6.53)
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As a result, the spatial variable z is eliminated from Eq. (2.19), so that ¢; depends
only on r and 7. By replacing r with a new spatial variable x equal to the distance
from the electrode surface:

X=ro—r, (6.54)

and neglecting the cylindrical curvature effect, we then obtain from Eq. (2.19)

dci(x,t 0%ci(x,t N
]E()t ): j 5)(62 )—yx [cj(x,t)—cj] , (6.55)
where
21)0
r="2. (6.56)

An analogous modification can be applied to the PDE (2.17) for channel electrodes.
If we define

x=h-—y (6.57)

and

21)0

—_—, 6.58
Wl (6.58)

y =
we obtain an approximate PDE identical to Eq. (6.55). As in this approach ry or
h are assumed to be (infinitely) large compared with the diffusion layer thickness,
Eq. (6.55) is accompanied by the initial and boundary conditions analogous to those
for semi-infinite spatial domains:

cj(x,0) = c]*» , (6.59)

cj(oo, 1) =cj . (6.60)
The validity of the Singh and Dutt approximation has been extensively examined by
Compton and co-workers [3, 4]. It has been concluded that although the approx-
imation is rather crude, it leads to surprisingly accurate theoretical predictions,
possibly due to some error cancellation. Consequently, the use of Singh and Dutt
approximation has been recommended in [3,4] (at least for the modelling of linear
potential sweep and cyclic voltammetry, and/or as a preliminary tool before more
exact but computationally expensive simulation techniques are applied).
We define an auxiliary variable

Uuj =Cj—C;, (661)
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for which the incomplete IBVP (6.55), (6.59), and (6.60) becomes

Ou;i(x,t) 0%u;(x,1)

]T: jT—yxuj(x,[), (6.62)
uj(x,0)=0, (6.63)
uj(0o,1) =0. (6.64)

The Singh and Dutt approximation thus formally replaces the convection-diffusion
PDEs (2.17) or (2.19) by the quasi-reaction-diffusion PDE (6.62), in which the
reaction rate constant is proportional to the distance x from the electrode. As the
convection is eliminated, the fluxes J; (x, r) of the concentration and J(x, 1) of the
variable u; are identical:

dej(x, 1)
ox

ou;(x,t)
D=

Ji(x,t) ==D; = Jj(x,1). (6.65)

An analytical solution—flux relationship resulting from Egs. (6.62)—(6.64) was
obtained in [6, 7, 24-26]. In Appendix B, Sect.B.4, we follow these works and
present detailed derivations of the relationship between the solution u; and its flux

J]’.‘ at x = 0. The relationship is [cf. Eq. (B.98)]:

uj(0,1) = /%Ct(t, ) J{(0,7) dr, (6.66)
0

where f/”i/j“(t, 7) is the relevant integral transformation kernel of the convolution
type. The kernel function turns out to be formally identical to the approximate kernel
for the RDE, discussed in Sect. 6.2.3, but with the parameter y in place of f, that is

At 1) = DTy, g [u}(z — r)] , (6.67)

where [cf. Egs. (B.89) and (B.97)]

B Ai (s) _ Ki/3(35%?)
ct _ 1) _ — 1 3
o =27 |-Gl =2 REFSNERDI (6%
and
1/3
v, = (D}/zy) . (6.69)

In Eq.(6.68) the Laplace transformation is between the ¢ and s domains, Ai(-)
is the Airy function [1], Ai’(-) is the derivative of Ai(-), and K /3(-) and Ky/3(-)
are modified Bessel functions of the second kind and fractional orders [1]. The
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form (6.67) of the kernel was originally obtained [6,7,24-26], but a more convenient
equivalent form, similar to the kernels previously discussed in Chap. 5, is:

A2t ) =DV {lw(t — )] 7 — vy ket[v; (t = 0)'2]} (6.70)
where kct(-) is a special function defined by

Ka/3(35%%) — Ky 3(35%?)
512Ky 3(35%/2)

ket(z) = ket(91/?) = £~ (6.71)

The name “ket” is an acronym of “kernel for channel and tubular electrodes”.
In view of Eqgs. (2.46), (6.61), (6.65), and (6.66), the concentration—production
rate relationship at the electrode is:

t

cj- (1) =¢;(0,1) = c} + /Ji/j“(t, 7) pl}et(r) dr, (6.72)
0

since p?e” = J7(0,1) = 0 in this case.

A steady state satisfying du; (x,1)/dt ~ 0 is possible for Eq. (6.62). The steady
state has been observed experimentally [6,24], but a relevant theoretical description
was not provided. In Appendix B, Sect. B.4 the analytical solution for such a steady
state is derived, and it is shown that at steady state Eq.(6.66) takes the following
limiting form [cf. Eq. (B.107)]:

—1/2 _ 3_1F(1/3)

u;j(0,t) =D v; ra3)

J40.1) | (6.73)

where I'(+) is the Euler gamma function [1]. In view of Egs. (2.46), (6.61), and (6.65),
this gives

4 T0/3)

het
7 v O (6.74)

clt) =c;(0.1) = ¢} + D7 v

Equation (6.74) is the concentration—production rate relationship for the steady
state.

6.3 Literature Examples

The following examples of IE-based models are limited to the instances of one-
dimensional convection-diffusion transport unaffected by homogeneous reactions,
in the absence of dynamic localised species and other complications. Examples
involving such additional phenomena will be listed in further Chaps. 8, 9, and 10.
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6.3.1 Expanding Plane

Smutek [27] obtained expressions for the electrolytic current for the non-
equilibrium reversible reaction

Xi+ne” 2 X, (6.75)

involving dynamic species X; and X, distributed in the electrolyte. Matsuda [13],
and Matsuda and Ayabe [17, 18] presented the theory of polarographic waves
for the non-equilibrium reaction (6.75). Matsuda [14] developed the theory of
polarography under conditions of small amplitude periodic potential perturbations.
The effect of alternating potential amplitude in AC polarography was studied by
Delmastro and Smith [5]. Matsuda [15] considered the effect of the partially blocked
electrode surface (covered by a surface-active substance), on polarographic currents.
In a later article [16] he presented a theory of current—potential curves in pulse
polarography, for reaction (6.75) involving dynamic species X; and X,, distributed
in the electrolyte or in the expanding DME. He also considered differential pulse
polarography. Lovri¢ and Branica [12] simulated drop life-time dependence of the
current in differential pulse polarography. Aoki and Osteryoung [2] presented a
theory of differential pulse polarography, employing a non-standard IE approach,
in which the IE was formulated and solved in the Laplace space, rather than in the
time domain.

Komorsky and Lovri¢ [10] presented a theory of DC and AC polarography for
an EEE reaction scheme involving three consecutive, non-equilibrium reversible
reactions (6.75), with all species distributed in an electrolyte. Niki et al. [20]
simulated pulse polarography for a series of consecutive equilibrium one-electron
transfers, with all species distributed in an electrolyte.

An interesting example was presented by Matsuda et al. [19], who analysed
current—potential curves for an ion transfer reaction across a liquid | liquid interface.
In this example, one liquid phase was in the form of a growing droplet, and the
liquid | liquid interface was moving according to the expanding plane model.

6.3.2 Rotating Disk Electrode

Filinovskii and Kiryanov [8] modelled potential step chronoamperometry at the
RDE under limiting current conditions, assuming an electron transfer reaction

X) + ne” & products (6.76)

with species X; distributed in the electrolyte. They employed the kernel approxima-
tion (6.48). Girina et al. [9] obtained analogous solutions for linear potential sweep
voltammetry, assuming the equilibrium reaction

Xi+nee 22X, (6.77)
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with dynamic species X; and X, distributed in the electrolyte, and having equal
diffusion coefficients. The approximate kernel (6.48) was also used by Valdes
and Cheh [28] for the convolution analysis of potential sweep voltammetric
data obtained at the RDE, assuming equilibrium, non-equilibrium reversible, or
irreversible reaction (6.77).

6.3.3 Tubular Electrodes

The Singh and Dutt approximate IE approach was employed to obtain predictions
for linear potential sweep and cyclic voltammetry at tubular electrodes, for the
reaction

Xi+ne” 2 X, (6.78)

involving dynamic species X; and X, distributed in the electrolyte. In a series
of papers [6, 7, 24-26] equilibrium, non-equilibrium reversible, and irreversible
reaction (6.78) was considered.
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Chapter 7
Models Involving Two- and Three-Dimensional
Diffusion

In this chapter we consider IE formulations of electroanalytical models described
by systems of diffusion PDEs defined over two- and three-dimensional spatial
domains. We assume that one of the spatial directions, in which diffusion can
proceed, is perpendicular to the interface studied, and that the models do not involve
homogeneous reactions, dynamic localised species, nor other complications. Up
to date, there have been only few attempts to derive and solve IEs corresponding
to such two- and three-dimensional models. Three main approaches have been
proposed for this purpose in the literature. Two of them apply in the case of spatial
domains that are regular in the sense that they can be represented as Cartesian
products of single intervals along each coordinate axis. The intervals can be infinite,
semi-infinite, or finite. The third approach is applicable to arbitrary spatial domains.
We briefly present these approaches in Sect.7.1. Then, in Sects.7.2 and 7.3 we
elaborate more on two of these approaches. Literature examples are provided in
Sect.7.4. In general, the treatment of spatially two- and three-dimensional models
is more difficult and less developed, compared to one-dimensional models.

7.1 Derivation of the IEs

Consider a controlled potential experiment, in which a set of N heterogeneous
reactions takes place at an interface studied, among NI*" distributed species
Xi, ..., Xy present in spatially extended phase(s) adjacent to this interface.
Let N3¢ of the species be dynamic distributed species subject to two- or three-
dimensional diffusion PDEs, accompanied by appropriate initial and boundary
conditions.

Let us first consider the case when a coordinate system exists, in which the spatial
domain is a Cartesian product of single intervals along each coordinate axis. To fix
attention, we focus on two frequently encountered types of interfaces, for which the
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relevant coordinate systems are depicted in Figs. 2.3 and 2.4: the interface consisting
of infinite electrode band(s) embedded in an insulator, and the interface consisting
of concentric electrode disk and/or ring(s) embedded in an insulator. In both cases
the spatial domains are two-dimensional and semi-infinite or infinite. Diffusion to
band(s) is governed by the PDE resulting from Eq. (2.8) written in the Cartesian
coordinate system (cf. Table 2.1):

aC](X,Z,t) _ DJ [3 C](X,Z,t) + ad Cj(-xvzat)i| , (71)

ot dx2 072

and diffusion to disk/ring(s) is governed by the PDE resulting from Eq. (2.8) written
in the cylindrical coordinate system:

M _ I:azcj(r’z’t) +l 8Cj(r,Z,t) n 82cj(r,Z,l):| (7.2)

ot / or? r or 072

Equations (7.1) or (7.2) must be accompanied by initial conditions, which we
assume to correspond to the initial equilibrium state (see Sect.2.10):

cj(x,z,0) = c]*» (7.3)
for diffusion to band(s), or
¢j(r,z,0) =c¢j (7.4)

for diffusion to disk/ring(s). The initial concentration ¢} can be positive or zero.
Boundary conditions at the boundaries other than the interface studied are:

cj(£o0,z,1) =c7, (7.5)

J
cj(x,00,t) = cj*» (7.6)

for diffusion to band(s), or

cj(o0,z,1) = cj , (1.7
9c
e (nzDl g (7.8)
ar r=0
cj(r,00,t) = c; (7.9)

for diffusion to disk/ring(s). Boundary conditions must also be provided at the
interface studied.

Similarly to models dependent on one spatial coordinate, discussed in Chap. 5,
the boundary conditions at the interface studied are generally given by Eq. (2.54),
with matrices V and Z resulting from the partial inversion of Eq. (2.53). However,
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there is an important difference: the heterogeneous reaction rates and interfacial
species production rates now depend not only on time but also on one or two spatial
coordinates along the interface. Similarly, the stoichiometric matrix N %¥™"et and
matrices V and Z depend on the location along the interface, because there are
usually different boundary conditions at different parts of the interface (electrodes,
insulators).

For the conversion of this sort of IBVPs into IEs two approaches have been
proposed, which are called Procedures 1 and 2 below.

Procedure 1 The first approach, due to Cope, Tallman, and co-workers [9-16,
18, 27, 28, 41] applies to selected models of controlled potential experiments,
and consists of the following steps: (a) Laplace transformation of the IBVP; (b)
Expression of the Laplace transforms CA; of the interfacial concentrations in terms
of the surface integrals of the Laplace transforms ﬁ?et of the production rates (equal
to the fluxes normal to the interface studied); (c) Combination of the integrals with
the expressions for é; obtained from Laplace transformed boundary conditions at
the interface studied, resulting in IEs for ﬁ?et. Step (b) can be accomplished, for
example, by using Fourier transforms and the convolution theorem (3.23). The
procedure must be followed by numerical solution of the IEs, and a numerical
inversion of the Laplace transformed ﬁ?et to obtain production rates in the time
domain. Finally, the production rates must be integrated over the interface to obtain
Faradaic current(s). The Cope—Tallman approach has provided important theoretical
predictions for a number of (micro)electrode configurations. However, the approach
is mathematically advanced, may require fluency in complex calculus, and is
probably not readily accessible to average electrochemists. In addition, it seems
to be limited to rather simple electroanalytical experiments and reaction schemes.
The need to operate on Laplace transforms of the interfacial concentrations restricts
the approach to situations when such transforms are obtainable from the boundary
conditions. In practice this means that only potential step chronoamperometric
experiments can be modelled. This limitation was relaxed in [12, 13,27, 41] by
showing that the solutions obtained for potential step chronoamperometry can be
re-used to calculate any controlled potential transients for a simple equilibrium
electron transfer, if diffusion coefficients are equal. This applies to any electrode
geometry. More complicated reaction schemes may not be tractable, though. The
IEs arising from this approach have integrals over interfaces, in contrast to the IEs
from Chap. 5, in which the integration is over time. The IEs are also singular, which
requires special solution methods. A further difficulty is presented by the numerical
inversion of the Laplace transforms, which is known to be a sensitive task, usually
requiring multi-precision environments for reliable calculations [1].

Procedure 2 As a remedy against the difficulties inherent in the Cope-Tallman
approach, Mirkin and Bard [29, 30] suggested an alternative procedure, which is
analogous to the procedure used in the case of spatially one-dimensional models,
previously described in Chap.5. A similar approach was earlier used by Aoki
et al. [5, 6], in the context of convection-diffusion transport at channel electrodes,
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although the IE formulation was not their primary goal. Also Daschbach [17]
employed a similar approach. In the Mirkin and Bard procedure one strives to obtain
integral concentration—production rate relationships in the time (and space) domains
rather than in the Laplace (and space) domains. In the absence of homogeneous
reactions, assumed here, a separate concentration—production rate relationship is
envisaged for every dynamic distributed species. As is shown in Sect. 7.2 below,
in the case of two-dimensional spatial domains these relationships take the general

form:
ch=clEn=c+ /y{, ([ﬂ , [fD PY(¢. ) dgdr (7.10)
D

where JZ; ([‘ﬂ , [é}) is a suitable integral transformation kernel, consistent
T

with the definition (3.3) of linear integral transformations. The kernel depends on
the diffusion coefficient of the jth species, the geometry of the spatial domain,
the system of coordinates used, and boundary conditions at other interfaces. The
kernel arguments are: the vector variable [£,7]" and the dummy integration vector
variable [¢, 7]". By & we denote here a coordinate along the interface studied.
Thus, in particular, £ = x for the diffusion to band(s), and & = r for diffusion
to disk/ring(s). Consequently, we have 7 "t = 7 het(g ) phet — het(e 4)
N dynhet — Nrdynhet(g£) 7 — (&) and Z = Z(£). The integration domain I is a
Cartesian product of the spatial interval of the £ coordinate, and time interval [0, ¢].
In a similar way, in the case of three-dimensional spatial domains, c; and other
variables listed above depend on two spatial coordinates along the interface studied,
and D is a Cartesian product of two spatial intervals, and the above time interval.
Hence, the conversion of an IBVP into IEs eliminates one spatial coordinate, the
one perpendicular to the interface studied.

As an example of Procedure 2, we consider a controlled potential experiment for
an electron transfer reaction

X;+ne” 2 X, (7.11)

taking place between dynamic distributed species X; and X, at an interface
corresponding to an array of electrodes (such as the band(s) or a disk and ring(s) seen
in Figs. 2.3 and 2.4), assuming a two-dimensional spatial domain. The relevant IEs
can be derived by a straightforward reformulation of Egs. (5.19), (5.21), and (5.23)
for the spatially one-dimensional case. One only has to replace one-dimensional
integrals by double integrals, remembering about the additional dependence of the
various variables on £. Thus, Eq. (5.19) for the non-equilibrium reversible electron
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transfer (7.11) would be transformed into:

w<s,z>—k°<ff<s,z> - [ 4 [5“5} (e 1) de
]D/ ( 4 T )
. €1 T¢
—heEnla+ | 4 [ }[ } w(¢, 7)dedr >=0. (7.12)

Equation (5.21) for the irreversible electron transfer (7.11) would be transformed
into:

w(E ) —k° fiE 1) cl—/lfl([ﬂ[ﬂ) U r)ydedry =0,  (7.13)
D

and Eq.(5.23) for the equilibrium electron transfer (7.11) would be transformed

into:
i [ [ s

- c2+/%([foD Wt ) A de exp{%[E(w—EO] =0.
5 (7.14)

In Egs. (7.12)~(7.14)

W(E 1) =—p(E.1) = pbUE.n) . (7.15)

and the variables E(&,t), fy(£,1), and fy(£,¢) are considered dependent on £,
because in the case of electrode arrays different electrodes in the array can be
polarised differently. Equation (5.17) for the current has to be replaced by equations
(one for every electrode):

% =n /p*;e‘(g,r) d§ = —n /W(E,Z) dé (7.16)

D¢ D¢

where the domain D¢ corresponds to the particular electrode. Each of the
Egs. (7.12)—(7.14) can be viewed as a system of infinitely many IEs, one for every
& value. The IEs in these systems are coupled, owing to the spatial integration.
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Procedure 3 Apart from Procedures 1 and 2, a more generally applicable procedure
is known under the name of the boundary integral method (BIM), or boundary
integral equation method. This procedure is often used in conjunction with finite-
element type discretisations, in which case it is also called the boundary element
method (BEM). The BIM appears particularly useful in cases of complicated shapes
of the spatial domain, when Procedures 1 and 2 cannot be applied. There is a review
of the BIM applications to electroanalysis, written by Fan et al. [19], so that we
do not go much into details here. The BIM was used mostly to solve models of
steady state experiments (see, for example, [8,20-23,25,32,35-40,43]) which are
of secondary interest in the present book. Transient experiments were modelled by
Qiuetal. [24,31,33,34] and Trauble et al. [42]. There are several possible variants of
transient BIM simulations. One of them was utilised by Qiu et al. [34], by following
an earlier non-electrochemical paper by Wrobel and Brebbia [44]. In this variant
one makes use of a specific integral solution—flux relationship to replace an IBVP
by a boundary IE or IEs, avoiding any need of volume discretisations (see Sect. 7.3
below for more information on this variant). Another variant, used in [24, 31, 42],
makes use of the so-called dual reciprocity method, where the volume discretisation
is not entirely avoided.

Procedure 4 In addition to the above three major procedures, for some multidimen-
sional models it may be possible to obtain approximate representations in the form
of one-dimensional IEs. One such approximation, referring to controlled potential
experiments at stationary disk microelectrodes, was reported by Jin et al. [26,45], by
using a former work of Aoki and Osteryoung [3] (and forgetting to mention another
related work by Aoki et al. [4]). Unfortunately, papers [26, 45] seem to contain
errors and undefined parameters (parameter p is undefined in [26], and although the
Reader is directed to [45] for explanations of undefined symbols, p does not appear
at all in [45]). It is therefore problematic to reproduce or reuse these results.

7.2 The Mirkin and Bard Approach

Owing to its analogy to the IE formulations of spatially one-dimensional models
discussed in Chaps.5 and 6, the Mirkin and Bard approach [29, 30] may seem
particularly appealing and relatively uncomplicated, so that it is pursued in more
detail below.

The crucial element of the approach is the determination (analytically, if
possible) of the integral concentration—production rate relationships, characteristic
of a particular geometry of the spatial domain. Mirkin and Bard [29, 30] obtained
such relationships for a few particular electrode configurations, including those from
Figs. 2.3 and 2.4. For the purpose of the derivations it is convenient to introduce the
usual auxiliary variable:

uj =¢; —C; , (717)
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for which the incomplete IBVPs to be solved, resulting from Egs. (7.1)—(7.9), take
the following forms. For diffusion to band(s):

duj(x,z,1) Puj(x,z,0)  Puj(x,z,1)
7 D , 7.18
ot / 9x2 + 972 (7.18)
uj(x,2,0) =0, (7.19)
uj(£00,2,1) =0, (7.20)
uj(x,00,t1) =0, (7.21)

and for diffusion to disk/ring(s):
duj(r.z,t) Puj(r,z,t) 1 0uj(r,z,0)  %uj(r,z,1)
ot =D; 2 T r T or + 072 ' (7.22)
uj(r,z,0) =0, (7.23)
uj(oo,z,t) =0, (7.24)
duyrz) g (7.25)
ar r=0

uj(r,o0,t) =0. (7.26)

In Appendix C we follow Mirkin and Bard [29, 30] and present detailed analytical
solutions of the IBVPs (7.18)—(7.21) and (7.22)—(7.26), by employing the Laplace,
combined with Fourier, or Hankel transforms. As a result, we obtain the following
relationships between the solution u; and its flux component J; along the coordinate
z, at the interface studied [cf. Egs. (C.22), (C.23), (C.44), and (C.45)]. For diffusion
to band(s):

u;j(x,0,1) :/%f]"([ﬂ[ﬂ) Ji(£,0,7)d¢dr, (7.27)
D

with

X e = -1 (x — C)z
AP ([1] [r}) =D;'2r(t—1)] "exp [—m] (7.28)

and integration domain D = (—o0, 00) x [0, ¢). For diffusion to disk/ring(s):

u;(r,0,t) = /%ff([:}[iD J;(£,0,7)d¢dr, (7.29)
D
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with

#([1114) - pont ol mizm]

J t T J 2w 1/2(t — 1)3/2

and integration domain D = (0, co) x [0, ¢). In Eq. (7.30) Iy(-) denotes the modified
Bessel function of the first kind and order zero [2]. For some other geometries
and transport conditions (such as in particular, convection—diffusion at channel
electrodes), instead of using two different integral transformations, one might also
employ a double Laplace transform [5, 6].

The spatial intervals of integration in Eqgs. (7.27) and (7.29) are formally infinite,
but they reduce to one or more finite intervals corresponding to the electrode
locations, because the reactant flux J; is zero at insulators, so that the insulators
do not contribute to the integrals. A possibility for handling electrodes of arbitrary
shapes, provided they are co-planar with an insulator plane in which they are
embedded, was indicated [29].

At first sight the temporal singularities present in the kernels (7.28) and (7.30)
appear stronger than the weak singularity of the kernels typical for spatially one-
dimensional models. However, a closer examination reveals that for sufficiently
small ¢ > 0 the double integrals exhibit the following limiting behaviour:

_7/%1)([?}[5}) J;(¢.0.7) ¢ de

z/ D@t — 072 /S(X—C)Jj(fvo’f)dz dr

t—e —00

t

_ /D V(e — o) V20, (x,0,7) dr (7.31)
[ [ (0] [F]) weonae
0 t—e

~ / DT — o /@/r)l/zw £ J;(6.0.0)d¢ | dr

t
= /D Pt — )72 J;(r.0, 1) dT (7.32)

t—¢e
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(for any r > 0). In Egs. (7.31) and (7.32) 8(-) denotes the Dirac delta. Hence, in both
cases we have a weak temporal singularity, analogous to that for planar diffusion in
a one-dimensional semi-infinite spatial domain.

7.3 The Boundary Integral Method

The BIM variant from Qiu et al. [34] relies on a general integral solution—flux
relationship which we derive in Appendix D. The relationship refers to the three-
dimensional diffusion PDE:

dcj(x,1)

s =D Acjx) (7.33)

with initial condition
cj(x,0) = c; , (7.34)

defined over a spatial domain 2 of the vector x = [x, y, z]T of Cartesian coordi-
nates, surrounded by a surface S. It takes the form [cf. Egs. (D.15) and (D.18)]:

= [ ([}

[47D; (1 — t)]_:‘;/2 exp [— (X_E)zl'(y?”)zﬂz_oz] for t > 1

D‘/' t—1)

(7] 11]) -

and A = 1/2 for x € S.In Egs.(7.35) and (7.36) x = [, . ¢]" and © denote
integration variables, and d2 = d& dnd¢. Equation (7.35) relates concentrations
cj(x,t) at the surface S and flux components —D; dc;(x,¢)/0n normal to the
surface. It has to be combined with boundary conditions at the surface S, resulting
in IEs to be solved for the boundary values of ¢;(x,t) and —D; dc;(x,t)/0n.
Although a three-dimensional domain 2 was assumed in Appendix D, Eq. (7.35)
holds also in the case of a two-dimensional domain §2 surrounded by a closed curve

0 for t <7t
(7.36)
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S. In such a case
¥ X)) =
o ([F15))

must be taken, with x = [x, y]" and y = [£, 5]".

Depending on the shape of the spatial domain, a non-trivial steady state solution
may be possible. In Appendix D we show that at steady state the solution—flux
relationship takes the form [cf. Egs. (D.23) and (D.24)]:

[47nD;(t — ‘L')]_l exp [—(x_fzi(%_)")z] for t >t

0 for t <t
(7.37)

dci(x, 09 (x,
ch(x,t)zyg [%(x,x)%—cj(x,t) %} ds , (7.38)
S
where
G ) =t [ =07+ 0 - + 0] (7139)

for a three-dimensional spatial domain. In the case of a two-dimensional domain §2
surrounded by a closed curve S,

G(x, ) =—@m) " In[(x =&+ (v —1)?] (7.40)

must be taken. The dependence of c¢; on time ¢ is retained in Eq. (7.38), because
boundary conditions may depend on time, even at steady state. We note that,
in the case of the two- and three-dimensional spatial domains, the steady state
concentration—flux relationships are no longer purely algebraic (as was the case with
one-dimensional models), but they involve spatial integrals such as in Eq. (7.38).
Equation (7.38) combined with boundary conditions along the surface (or curve)
S gives IE(s) from which the unknown steady state boundary concentrations and
fluxes can be determined.

7.4 Literature Examples

The Cope and Tallman approach was used to simulate potential step chronoamper-
ometry for an electron transfer reaction

Xi+ne 2X» (7.41)
involving dynamic distributed species X; and X, under limiting current condi-

tions at band (micro)electrodes [9, 11, 13—15], stationary disk (micro)electrodes
[10, 11, 13, 28], ring (micro)electrodes [11, 13, 16], and tubular band electrodes
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[12,13,18]. Linear potential sweep voltammetry and square wave voltammetry for
an equilibrium electron transfer (7.41) was considered by Kalapathy et al. [27] and
Tallman [41], respectively, assuming ring (micro)electrodes.

The Mirkin and Bard approach of Sect. 7.2 was used to formulate and solve IEs
describing: potential step chronoamperometry and cyclic voltammetry at a single
(micro)disk and a single (micro)band electrode, generator and collector transients
at double band electrodes, steady state and voltammogram-like curves in a scanning
electrochemical microscope (SECM) experiment (for details, see [29, 30]). Further
simulations concerning SECM experiments were performed by Bard et al. [7]. A
non-equilibrium reversible electron transfer (7.41) was assumed.

The BIM was used for transient simulations of the potential step chronoam-
perometry assuming limiting current conditions of reaction (7.41) at (micro)band
and (micro)cylinder electrodes [31] and also at (micro)band, (micro)cylinder,
(micro)hemisphere, and single and double (micro)disk electrodes [33]. Other exam-
ples include: cyclic voltammetry at immiscible liquid | liquid interface of different
topography [34], voltammetry of electroactive oil droplets [24], and transient
measurements by the SECM [42].
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Chapter 8
Models Involving Transport Coupled
with Homogeneous Reactions

In Chaps. 5, 6, and 7 we have assumed that diffusion and possibly convection are
the sole modes of transport, and that no homogeneous reactions between the dis-
tributed species accompany the transport. Although there are many electrochemical
systems that obey these assumptions, there are also numerous systems in which
homogeneous reactions play a crucial role and cannot be neglected. Therefore, in
the present chapter we address the issue how to handle the homogeneous reactions
in addition to the diffusion or convection—diffusion transport, by the IE method.

8.1 Derivation of the IEs

The treatment of homogeneous reactions by the IE method is generally a difficult
matter. One reason for this is associated with the homogeneous reactions subject to
nonlinear kinetic laws, such as the power rate law with reaction orders higher than
one, or with Michaelis—Menten kinetics. The application of the Laplace transform
is questionable in such cases, because the relevant reaction—diffusion PDEs are
nonlinear. Consequently, the majority of the publications, describing the IEs for the
reaction—transport problems, deals with first- and pseudo first-order homogeneous
reactions only. The treatment of such reactions is outlined in Sects. 8.2—8.4. Nonlin-
ear homogeneous kinetics have been handled thus far only in a number of special
cases, by employing certain additional assumptions. These special treatments are
outlined in Sect. 8.5.

The second difficulty is that homogeneous reactions acting between distributed
species cause couplings between the concentrations of the different species in
every point in space, because some species disappear and some other are formed.
Therefore, when homogeneous reactions are present, the concentration of a par-
ticular species, at the interface studied, may depend on the production rates of
other species. As a consequence, the concentration—production rate relationships
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must generally be considered jointly for all dynamic distributed species. This is a
complication compared to the transport in the absence of homogeneous reactions,
where a separate concentration—production rate relationship exists for every species
at the interfaces studied (cf. Chaps. 5, 6 and 7).

In the case of models dependent on one spatial coordinate, such joint relation-
ships can usually be expressed as the vector—matrix analogue of Eq. (6.1):

t
?Tz?Wg=?*+/3mJ)ﬁﬂwﬂ—ﬁmﬂdz, (8.1)
0

T
where © T = [CIT, e, cj\/dd:l is the vector of the boundary concentrations of all

N3 dynamic distributed species at the interface studied, 77) het(¢) is the vector of
the production rates of these species at the interface studied, _p) het.* i5 the analogous
vector in the initial state of the system (if non-vanishing), and . (t, 7) is the matrix
of integral transformation kernels. Equation (8.1) allows one to express interfacial
concentrations ¢ T as integrals of the species production rates 77) het(¢). Substitution
of these concentrations into boundary conditions (2.54) at the interface studied
yields a system of 1Es for the unknown production rates, in the way analogous to that
in Chaps. 5 and 6. The determination of the matrix .# (¢, T) presents the essential
theoretical challenge associated with the use of the IE method for models involving
homogeneous reactions, and we shall see below that this can be a difficult task.

Fortunately, in the theoretical description of quite many reaction—transport
models it happens to be possible to replace the concentrations by an equivalent
set of auxiliary variables u; selected in such a way that the reaction—transport
PDE system obtained for u; consists of uncoupled PDEs, which substantially
simplifies the treatment. In order to gain a basic understanding of the conditions
under which the reaction—transport PDEs can be cast into the uncoupled form, and
to prepare the ground for further discussion in Sects. 8.2 and 8.4, let us consider the
case of (pseudo) first-order homogeneous reactions acting between N dynamic
distributed species and N static distributed species. The general system (2.10) of
the reaction—transport PDEs for the dynamic distributed species can be combined
with Eq. (2.52), giving

— =DATC—-v-gradd - KC+7. (8.2)

We further assume that all initial concentrations are uniform in space, and that

*

all homogeneous reactions are initially at equilibrium. Hence, the vector T =
T

[cl* s ..., C of initial concentrations cannot be entirely arbitrary, but its

]:[de
elements must obey the condition

—
0

T-K?*= (8.3)
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. . . T,.
Let us introduce a vector of auxiliary variables U = [ul, o u Nsdd] linked to the
concentrations by the linear transformation

U=S(TC-7 (8.4)
represented by a certain invertible matrix S = {S,-, j } Nddx ydds> SO that
CT=7"*"+S"7, (8.5)

where § ~! = {S inv is the matrix inverse of S. After inserting ¢ given by

Eq. (8.5) into Eq. (8.2), and applying matrix S to both sides of the resulting equation,
we obtain after some manipulation

o = - - =
?:DA U —v-gradu — K u (8.6)
with the initial condition
=07 =0, (8.7)
where
D=SDS', (8.8)
K=SKS (8.9)

are the matrices of diffusion coefficients and rate constants for the transformed
reaction—transport equation (8.6).

In a similar way, we can obtain the expression for the vector of transformed
fluxes. The vector of concentration fluxes is defined by the Eq. (2.9):

— —
J =—Dgrad@ +v7¢. (8.10)
As was discussed in Chap. 6, in the presence of convection this vector generally
does not vanish when @ = ¢ *, so that we have to distinguish the initial vector of
fluxes:
=7« 52 2 * 2 x —2 *
J*=—Dgrad¢c*+vc*=vc". 8.11)

By subtracting Eqgs. (8.10) and (8.11) we obtain

T -J*=-Derad(C - T+ (T -7". (8.12)
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Multiplication of both sides of Eq. (8.12) by S gives, in view of Egs. (8.4) and (8.8):

ST -7 =-Degrad@ + v7 . (8.13)
Let us denote
7“ = —ﬁgrad_lf +07W . (8.14)

—

Vector J " represents the transformed vector of flux vectors, that is the fluxes of the
variables 7. The fact is indicated by adding the superscript “u”. Equation (8.13)
can therefore be rewritten as

—

= =
T =S{T -T". (8.15)

This is a flux analogue of Eq. (8.4) for concentrations. From Eq. (8.15) we get the
flux analogue of Eq. (8.5):

7 x _—l_)u
A (8.16)

_ If Eq.(8.6) is to represent uncoupled PDEs, matrix S must be such that ﬁ and

K are simultaneously diagonal. One obvious situation (albeit possibly not the only
one) when such a transformation exists is when the following two conditions (a)
and (b) are simultaneously satisfied: (a) all diffusion coefficients are equal; and (b)
matrix K is similar to a diagonal matrix. Condition (a) implies that

D=DT, (8.17)

where 1 is the unit matrix and D is the common diffusion coefficient, so that D is
then diagonal:

D=DS1S'=D1=D. (8.18)

Condition (b) implies that ? is diagonal, if for S we take the relevant matrix of
the similarity transformation. In such a case the diagonal elements K;; (j =

1, ..., N39) of K are equal to the eigenvalues of K. In practice it also happens
that the PDE system (8.2) can be decomposed into subsystems such that the PDEs
are coupled only within the subsystems. Conditions (a) and (b) need not then apply
to the whole system, but individually to every subsystem. Hence, the diffusion
coefficients may be identical within the subsystems, but different in different
subsystems.
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Examples of systems, for which the above de-coupling of the reaction—transport
PDE:s is possible, are provided by the following standard reaction schemes involving
(pseudo) first-order homogeneous reactions; the EC scheme:

Xi+e 2 X

i , (8.19)
X2 — X3

(assuming equal diffusion coefficients of species X, and X3); the catalytic EC
scheme:
Xi+e 22Xy

ki : (8.20)
X2 — Xl

(assuming equal diffusion coefficients of X; and Xj); and the CE scheme:

k¢
X, 2 X
s 2 , (8.21)

Xo+e” 2 X3

(assuming equal diffusion coefficients of X; and Xj;). Only species X is initially
present in the schemes (8.19) and (8.20), and only species X; and X, are initiagy
present at positive equilibrium in the scheme (8.21). Table 8.1 provides matrices D,

K,S,S ', D and K, and vectors < * for schemes (8.19)—(8.21) under assumptions
adopted.

Once we have a system (8.6) of uncoupled PDEs, we can obtain solution—
flux relationships for every u; separately, from every individual PDE. As the
transformation (8.4) is linear, the mutually interrelated concentration—production
rate relationships for the various species are then easy to obtain from those for the
u; variables. The problem thus reduces to obtaining solution—flux relationships for
a single reaction—transport PDE. This task is discussed in Sect.8.2. The largely
unresolved problem of handling the general case of coupled (pseudo) first-order
homogeneous reaction—transport PDEs (8.2) is addressed in Sect. 8.4.

8.2 A Single Reaction-Transport PDE, First-Order
Homogeneous Reactions

In view of the preceding discussion, let us assume that all homogeneous reactions
are of (pseudo) first order, and that a suitable set of auxiliary variables u; exists,
such that we have an uncoupled system of reaction—transport PDEs for u;. We thus
have to consider a single reaction—transport PDE that in accordance with Eq. (8.6)
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Table 8.1 Matrices D, K, S, S !, ﬁ and ?, and vectors ¢ * for schemes (8.19)—(8.21)

Matrix/vector Scheme (8.19) Scheme (8.20) Scheme (8.21)
(D, 00 - (Do o
— DO
D 0 DO 0D O
0D
L0 0D L | 0 0 D;
[0 0 0 - [ ke —ky O
N 0 —k; f b
K 0 k¢ O —kt ky O
0 k¢
| 0 —k; O L L 0 00
(100 o (1 1 0
s 010 01} 1 —ky/k O
011 L [0 0 1
r r _k kg
- 100 _1 -1 kf;;kb kf-ikb 0
_ e Mk
S 010 01 ki+ky  ki+kp 0
[0—11 L 0 0 1
(D, 00 - (Do 0O
~ DO
D 0 DO :| 0D O
0D
0 0D L | 0 0 D;
(000 - [0 0 o0
~ 00
K 0k; 0 0ki+kyO
0 k¢
(000 0 0 0
K [
i 0 0‘} (ke/ ko) cf
K L 0
can be written in the general form
auj ~ ~
?:DJ’ Auj—v~graduj—Kj,juj. (822)
The corresponding flux of the variable u; is [cf. Eq. (8.14)]:
J;f:—ﬁjgraduj + vu; . (8.23)

In agreement with Eq. (8.4) we further assume the initial condition
t=0=u; =0, (8.24)

and boundary conditions at infinity (in the case of the semi-infinite spatial domains)
or at the second boundary (in the case of finite spatial domains) analogous to those
considered in Sects. 5.2 and 5.3, i.e. either

uj =0 (8.25)
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or
gradu; = 0. (8.26)

In order to obtain concentration—flux relationships for the incomplete
IBVP (8.22), (8.24), and (8.25) or (8.26), one can follow at least two approaches.
One approach (exemplified by [40, 43, 55, 71, 73, 116]) relies on the variable
substitution:

uj =w; exp(—K;; t). (8.27)
Temporal differentiation of Eq. (8.27) gives

ou; ~ ~ - ow;
a—t’ =-w; K;j exp(—K;; t) +exp(—K; t) a—t’ , (8.28)

and, since the Laplace and gradient operators do not involve temporal derivatives
(cf. Table 2.1),

15]‘ A uj—v ~graduj = exp(—IE'j,j t) [[j] A wj —v 'gradwj] . (8.29)
After substituting Egs. (8.28) and (8.29) into Eq. (8.22), and simplifying the expo-

nential factor, we find that the substitution (8.27) reduces the reaction—transport
equation (8.22) to a pure transport PDE for the variable w:

8wj ~
W = Dj A wj —v -gradwj . (830)

At the same time, substitution (8.27) turns Eq. (8.23) into

JY =exp(—K;,; 1) J" (8.31)

where
J;FZ—D]' gradwj + vw; (8.32)

is the flux of w;.
Combination of Eqgs. (8.24) and (8.27) gives the initial condition for w;:

t=0=w; =0, (8.33)
which is analogous to the initial condition for u;. Similarly, combination of
the boundary conditions (8.25) or (8.26) for u; with Eq.(8.27) gives analogous

boundary conditions for w;:

w; =0, (8.34)
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or
gradw; =0. (8.35)

This does not mean that the variable w; obeys the same boundary conditions at the
interface studied, as the variable u; does. For this, a more complicated substitution
of variables would be necessary (for reaction—diffusion PDE:s this issue was studied
by Danckwerts [24]). However, Egs. (8.30), (8.33), and (8.34) or (8.35) are sufficient
to expect that the solution—flux relationship for w; at the interface studied is
identical to what one would obtain for u; in the absence of the homogeneous
reaction term —K ; ; u;.

Let us see what this means in the case of models dependent on one spatial coor-
dinate. In view of the results from Chaps. 5 and 6, the solution—flux relationships for
the variable w; at the interface studied can then be written in the general form

t
w;(0,t) = /Ji/j(t,t) J;“(O, 7)dt, (8.36)
0
valid for planar diffusion or for convection—diffusion models, or in the form
t
w00 = [ 0.0 I 0.0 de. (8.37)
0

valid for spherical and cylindrical diffusion, where JZ; (¢, T) is one of the kernels
discussed there, that is Jf/jp(t, 7), Jf/js(t, 7), Jf/jc(t, 7), z}i/jplp(t, 7), Ji/j“(t, 7), etc.,
or any other suitable kernel, calculated assuming the diffusion coefficient D j
By combining Eqs. (8.36) and (8.37) with Eqgs. (8.27) and (8.31), we obtain the
following solution—flux relationship for the variable u;. For planar diffusion and
for convection—diffusion models considered:

t
u;(0,1) = /Ji;j(t,f) J40,7) dr | (8.38)
0
and for spherical and cylindrical diffusion:
t
w0t = [ A0 I o) de (839)
0

where

Hi(t, 1) =exp[-K;,; (t —1)] A ;(t.7). (8.40)
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Thus, we conclude that in the presence of the single homogeneous reaction

term —K; ;u; in the transport PDE (8.22), the integral transformation kernels
valid for variables u; without homogeneous reactions must be multiplied by
exp [—K g = r)]. The resulting kernels are denoted below by the same symbols
as the kernels obtained in the absence of homogeneous reactions, but distinguished
with a tilde over the symbols. For example, for planar diffusion with a homogeneous
reaction in a semi-infinite spatial domain:

AP 1) =D exp[-K;; (= 0)][n( =] (8.41)
For planar diffusion in finite spatial domain:
z}i;jplp(t, 7) = D~j_l/2 exp [—Igj,j (t—1)]
< {lw@e =] 7 — i kplp [t = 1)} (8.42)
or
AP0y = D7 P exp[-K;; (t — )]

x{lmt —o)] 7% + pykpli[z; (e — )]} (8.43)

with ji; defined by Eq.(5.119), assuming the diffusion coefficient D j. For
convection—diffusion to an expanding plane, with a homogeneous reaction:

e < n (3 \ 7V g -
'%/j P(t’ ) = Dj 1/2 (771_) exp [_Kj,j (t — _L,):I 72/3 (l7/3 _ ‘57/3) 1/2 ,
(8.44)

etc.

Entirely analogous are kernels for spatially two-dimensional and three-dimensio-
nal models in the Mirkin and Bard approach (see Sect.7.2). For example, for
diffusion to band(s), with a homogeneous reaction:

(oo

2
X exp [—Kj,j (t —1)] exp |:— x—9)

— |, 8.45
4Dj(l —‘L’):| ( )

and for diffusion to disk/ring(s), with a homogeneous reaction:

_ 24 rg
& (H | H) =D exp[-K; (1 = v)] o[ wia) o i) .

J 2 l/2(r — 1)3/2
(8.46)
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A second possible approach to obtaining the solution—flux relationships for
Eq. (8.22) relies on the direct application of the Laplace transform, in the way
analogous to the derivations shown in Appendices A and B. This approach has
been rather predominant in the literature, and it seems unavoidable in the case of
coupled reaction—transport PDEs (see Sect. 8.4 below). However, in the case of the
PDEs that can be reduced to uncoupled reaction—transport PDEs, discussed in the
present section, this approach presents an unnecessary complication, and should
be avoided, the more so because it does not always work (in particular, it cannot
be used in the case of convection—diffusion to an expanding plane). Nevertheless,
for the convenience of the Reader, in Appendix E, Sect. E.1 we present example
derivations of the relationships (8.38) and (8.39) by the Laplace transform method.
The derivations reveal that in the presence of the single homogeneous reaction term
—K j,j j in Eq. (8.22) any explicit occurrence of the Laplace variable s is always in
the form of the sum s + K ; ;. As the addition of a constant to the variable s in the
Laplace transform of an original function is equivalent to the multiplication of the
original function by the exponential function [cf. Eq. (3.16) in Sect. 3.2], any kernel
correspondmg to K; j.j 7 0is equal to the kernel corresponding to K j.j = 0, times

exp[ gt = r)].
After deriving the solution—flux relationships for all u;, j = 1, ..., N, 44 one

s

can finally calculate the corresponding concentration—production rate relationships.
In the case of models dependent on one spatial coordinate, by introducing a diagonal

matrix 70, ) = diag [l;l 1), ..., stdd (¢, ‘C)] of the kernels Ji;j(t, 7), the

relationship between the vectors u (0, ¢) and 7 “(0,1) can be written in the fol-
lowing way. For planar diffusion and for convection—diffusion models considered:

70,1) = /7(1@ 740, 7) de, (8.47)
and for spherical and cylindrical diffusion:

- 7% Zu

u(ro,t) = | JH(t,7) J “(ro,7) dt . (8.48)

By combining Egs. (8.47) or (8.48) with Egs.(8.4) and (8.15) we then obtain,
respectively,

20,0 =7C" +/%(r,r) [7(0, r)—7*] dr (8.49)
0
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and
t
CTro.t) =7 + /%(Z, 7) [7(r0, 7) —7*] dr, (8.50)
0
where
(1) =S A0S (8.51)

is the matrix of kernel functions representing the relationships between the con-
centrations and their fluxes at the interface studied. Equations (8.49) and (8.50) are
seen to be special cases of the general equation (8.1), as the fluxes at the interface
represent species production rates [cf. Eq. (2.46)].

Obviously, by comparison of Eqgs. (8.9) and (8.51) we see that matrix 7 (¢, t)
has the same sparsity structure as the matrix K, so that in general it is not diagonal.
This proves that the concentration of any particular species may be related to the
fluxes of all remaining species, when homogeneous reactions are present.

Apart from the effect of K j.j 7 0 on the integral transformation kernels
characteristic of transient conditions, an important consequence of the presence
of the homogeneous reaction terms, in the uncoupled reaction—transport equations
for variables u;, is the possibility of the occurrence of steady states in which
the transport term is compensated by the reaction term, so that du; /9t =~ O.
These steady states are somewhat similar to another steady state characteristic
of spherical diffusion without homogeneous reactions in semi-infinite domain,
previously mentioned in Sect.5.2.1, but now they may occur for all types of
geometry and transport conditions. In Appendix E, Sect. E.2 we derive some of the
solution—flux relationships for such steady states. The derivations are restricted to
one-dimensional semi-infinite spatial domains, and they require that K jj > 0.In
particular, we obtain the following relationships [cf. Egs. (E.37), (E.44), and (E.52)].
For planar diffusion with reaction:

u;(0.1) = DK U000 (8.52)

For spherical diffusion with reaction:
uj(ro,1) = D7/ ( 5 + K“Z) J4(ro,1) . (8.53)
When K 1/ 2> 0;, Eq.(8.53) converges to Eq.(8.52) for planar diffusion with

reaction. When K 12 i <K 0;, Eq.(8.53) becomes analogous to Eq.(5.89) specific
for the steady state spherical diffusion without reaction. For cylindrical diffusion
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with reaction:

Ko(K'?/5:
uj(ro,t) = ]—1/2 K]_}/Z (K+j9/; J;‘(ro,t) . (8.54)
K 0;

According to the asymptotic expansions for the Bessel functions Ky(-) and K ()
(cf. Eq. (9.7.2) in [1]), for large real z the ratio Ko(z)/Ki(z) ~ 1—(1/2)z7" +

(3/8)z72—(3/8)z3 4+ ... ~ 1. Therefore, for Kl/2 > 0, Eq.(8.54) becomes
analogous to the Eq. (8.52) for planar diffusion w1th reactlon For small real z we

have in turn Ko(z) ~ —In(z) and K;(z) ~ 2z~ !. Therefore, for K; l/ > L g j
Eq. (8.54) becomes
wj(ro.t) = D72 55" n(3; K Y%) T4(ro. 1) . (8.55)

The determination of the steady state solution—flux relationships becomes more
sophisticated in the case of diffusion with homogeneous reaction(s) in two- and
three-dimensional spatial domains. Similarly to the case of purely diffusional steady
states mentioned in Sect. 7.1, it may be necessary to use, e.g. the BIM to derive such
relationships. Examples of such calculations were reported by Bender and Stone
[19] and Lucas et al. [51].

8.3 Literature Examples, Transport Kernels Multiplied
by exp[—k; (t — 7)]

Based on the results of the previous section, we expect that kernel terms result-
ing from multiplying a kernel for uncomplicated one-dimensional transport, by
exponential factors exp[—k; (r — 7)], where k; is a certain coefficient related
to the rate constants of homogeneous reactions, should be particularly frequent
in the IEs, when the presence of homogeneous reactions is taken into account.
In this section we list a number of IE-based models published in the literature,
and containing such kernels, for previously discussed transport conditions. In the
majority of these examples equal diffusion coefficients of the dynamic distributed
species were assumed. Sections 8.3.1-8.3.6 contain examples of models defined on
one-dimensional spatial domain. Section 8.3.7 contains examples of models defined
on spatial domains having a higher dimensionality.

8.3.1 Planar Diffusion, Semi-Infinite Spatial Domain

IE-based models utilising kernels exp [—k j (= r)] H l; (t, t), referring to planar
diffusion in semi-infinite spatial domains, are encountered relatively frequently.
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For the EC reaction scheme:

Xi4+ne 22Xy, (8.56)
X, 2 X3 (8.57)

involving electron transfer reaction (8.56) and homogeneous reaction (8.57), and
dynamic distributed species X;, X,, and X3, there are the following examples.
Kumar and Birke [47] considered potential step chronoamperometry, assuming non-
equilibrium reversible reactions (8.56) and (8.57). Ohsaka et al. [79] considered
double potential step chronoamperometry, assuming non-equilibrium reversible
homogeneous reaction (8.57). Nicholson and Shain [69] presented and solved
IEs describing linear potential sweep/cyclic voltammetry for equilibrium electron
transfer (8.56) and non-equilibrium reversible or irreversible reaction (8.57). The
case with irreversible reaction (8.57) was re-solved by Rudolph [90]. Schwarz and
Shain [105], and Lundquist and Nicholson [52] discussed a theory of potential
step chronoamperometry followed by linear potential sweep voltammetry, assuming
equilibrium electron transfer (8.56), and irreversible homogeneous reaction (8.57).
Savéant [94] presented a theory of cyclic voltammetry with asymmetrical potential
sweeps. O’Dea et al. [77] and Garay and Lovri¢ [30] obtained a theory of square
wave voltammetry, assuming equilibrium or non-equilibrium reversible electron
transfer (8.56), and non-equilibrium reversible homogeneous reaction (8.57). Smith
[114] discussed a theory of AC polarography, assuming non-equilibrium reversible
reactions (8.56) and (8.57). Theory of cyclic staircase voltammetry was presented
by Murphy et al. [60], assuming equilibrium reaction (8.56) and non-equilibrium
reversible reaction (8.57).
For the catalytic EC reaction scheme:

Xi+ne 2X,, (8.58)
X, 2 X (8.59)

involving electron transfer (8.58) and homogeneous reaction (8.59), and dynamic
distributed species X; and X, having identical diffusion coefficients [possible
static species participating in reaction (8.59) are omitted], there are the follow-
ing examples. Savéant and Vianello [97, 101], Nicholson and Shain [69], and
also DavcCeva et al. [25], presented and solved IEs describing linear potential
sweep/cyclic voltammetry. Equilibrium or irreversible electron transfer (8.58) and
irreversible homogeneous reaction (8.59) were assumed. Rudolph [90] completed
these results for non-equilibrium reversible electron transfer (8.58). Savéant [94]
presented a theory of cyclic voltammetry with asymmetrical potential sweeps.
O’Dea et al. [77], Mirceski et al. [58], and Davceva et al. [25] obtained a theory of
square wave voltammetry, covering the cases of equilibrium or irreversible electron
transfer (8.58), and irreversible or non-equilibrium reversible homogeneous reac-
tion (8.59). Davceva et al. [25] considered also potential step chronoamperometry.
Smith [114] discussed a theory of AC polarography, assuming non-equilibrium



170 8 Models Involving Transport Coupled with Homogeneous Reactions

reversible electron transfer (8.58) and irreversible homogeneous reaction (8.59).
He also discussed [115] the theory of the Faradaic impedance, as studied by four
small amplitude techniques. Theory of cyclic staircase voltammetry was presented
by Murphy et al. [60], assuming equilibrium reaction (8.58) and non-equilibrium
reversible reaction (8.59).

For the CE reaction scheme:

X1 2 Xy, (8.60)
X, +ne 2 Xs (8.61)

involving homogeneous reaction (8.60) and electron transfer (8.61), and dynamic
distributed species X;, X, and X3, there are the following examples. Savéant and
Vianello [99] and Nicholson and Shain [69] presented and solved IEs describing
linear potential sweep/cyclic voltammetry. Non-equilibrium reversible homoge-
neous reaction (8.60), and equilibrium or irreversible electron transfer (8.61) were
assumed. Rudolph [90] re-solved some of the IEs. O’Dea et al. [77] and Garay and
Lovri¢ [30] obtained a theory of square wave voltammetry, covering the cases of
non-equilibrium reversible homogeneous reaction (8.60) and equilibrium or non-
equilibrium reversible electron transfer (8.61). Smith [114] discussed a theory of
AC polarography, assuming non-equilibrium reversible reactions (8.60) and (8.61).
He also discussed [115] the theory of the Faradaic impedance, as studied by four
small amplitude techniques. Theory of cyclic staircase voltammetry was presented
by Murphy et al. [60], assuming equilibrium reaction (8.61) and non-equilibrium
reversible reaction (8.60).
For the ECE reaction scheme:

Xi+nme 2X,, (8.62)
Xz —> X3 s (863)
X34+ ne =Xy (8.64)

involving electron transfers (8.62) and (8.64), and irreversible homogeneous reac-
tion (8.63) there are the following examples. Savéant [93] and Nicholson and
Shain [70] presented IEs describing linear potential sweep/cyclic voltammetry,
under various assumptions regarding equilibrium or non-equilibrium of the electron
transfers. Their theory was later extended by Stuart and Foulkes [117] onto the
reaction scheme in which reactions (8.63) and (8.64) were replaced by several
analogous parallel reactions. Savéant [94] presented a theory of cyclic voltammetry
with asymmetrical potential sweeps. O’Dea et al. [78] obtained a theory of square
wave voltammetry, assuming equilibrium electron transfers (8.62) and (8.64).
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There are also examples corresponding to other reaction schemes. Polcyn and
Shain [85] reported a theory of linear potential sweep/cyclic voltammetry for the
catalytic ECE reaction scheme:

Xi+ne =Xy, (8.65)
X, = X1, (8.66)
Xo+nme 2 X3 (8.67)

under various assumptions regarding equilibrium or non-equilibrium of the electron
transfers. Shuman and Shain [107] considered IEs describing cyclic voltammetry
for the CEE scheme:

Xi 2 Xy, (8.68)
Xo4+ne 2 Xy, (8.69)
X +ne” — Xj3. (8.70)

Non-equilibrium reversible homogeneous reaction (8.68), equilibrium electron
transfer (8.69) and irreversible electron transfer (8.70) were assumed. Andrieux
et al. [15] considered cyclic voltammetry for the ECC reaction scheme:

Xi+e 2X5, (8.71)
X5 4+ X3 — X4 + products , (8.72)
X5 + X4 — X 4+ products , (8.73)

obtaining IEs for some limiting cases. Maran et al. [53] considered linear potential
sweep voltammetry for the EEC reaction scheme:

2X| + 2 — X, (8.74)
X4+ 2" = X5, (8.75)
X> = X, . (8.76)

Balducci and Costa [18] discussed cyclic voltammetry for a four-member square
scheme involving equilibrium electron transfers. Andrieux and Savéant [8] used IEs
in their theory of cyclic voltammetry for several complex reaction schemes that can
be classified as extended ECE schemes. Hung et al. [42] developed a theory of AC
polarography for several reaction schemes involving electron transfers coupled with
multistep homogeneous reactions. Smith [115] referred to a theory of the Faradaic
impedance, for a complicated reaction scheme, but details were not provided.
Gonzalez et al. [34] considered the theory of radical polarograms obtained in a
photo-electrochemical experiment. A complicated reaction scheme was assumed.
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All the above examples refer to experiments in which processes occurring
at an electrode | electrolyte interface were the subject of the studies. A unique
example of IEs describing homogeneous reactions accompanying charge transfer
at a liquid | liquid interface was provided by Quentel et al. [§7]. Reaction schemes
resembling EC and CE schemes were considered.

Finally, we mention again (see Chap. 5, Sect. 5.2.2.1) that IEs involving kernels
exp [—k j (- r)] H '; (t,7) are also encountered in the theory of the effect of
partially covered electrodes on linear potential sweep and cyclic voltammetry [35].

8.3.2 Spherical Diffusion, Semi-Infinite Spatial Domain

Compared to planar diffusion, kernels exp [—k j (= r)] H ; (t, ) referring to
spherical diffusion in semi-infinite spatial domains are encountered less frequently.
For the EC reaction scheme:

Xi+ne 2X;, (8.77)
X 2 X3 (8.78)

involving dynamic distributed species X, X5, and X3, Olmstead and Nicholson [81]
presented a theory of linear potential sweep voltammetry, assuming equilibrium
electron transfer (8.77) and irreversible homogeneous reaction (8.78). Zakharov and
Bakanov [121] reported IEs describing general current—potential curves. Calvente
et al. [23] derived and solved an IE describing potential step chronoamperometry,
assuming non-equilibrium reversible electron transfer (8.77), and irreversible homo-
geneous reaction (8.78). Garay and Lovri¢ [32] provided a theory of square wave
voltammetry.
For the catalytic EC reaction scheme:

Xi+ne” 2X,, (8.79)

X, — %xl , (8.80)
where a /b is a fraction of the regenerated depolariser, Delmastro and Booman [27]
considered potential step chronoamperometry.
For the CE reaction scheme:

Xy 2 Xy, (8.81)
Xo+ne 2 X3 (8.82)

involving homogeneous reaction (8.81) and electron transfer (8.82), and dynamic
distributed species Xi, X, and X3, there are the following examples. Delmastro and
Booman [27] and Lovri¢ and Tur’yan [50] considered potential step chronoamper-
ometry. Zakharov and Pnev [122] reported IEs describing general current—potential
curves. Garay and Lovri¢ [31] considered square wave voltammetry.
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8.3.3 Cylindrical Diffusion, Semi-Infinite Spatial Domain

There are even fewer examples utilising kernels exp [—k ;= ‘C)] H j (t, 7) refer-
ring to cylindrical diffusion in semi-infinite spatial domains.
For the EC reaction scheme:

Xi+ne 2X,, (8.83)
X, 2 X3 (8.84)

involving dynamic distributed species X, X», and X3, Zakharov and Bakanov [121]
reported IEs describing general current—potential curves.
Similar results for the CE reaction scheme:

X1 2 Xs, (8.85)
Xo+ne 2 X3 (8.86)

involving dynamic distributed species X;, X», and X3 were obtained by Zakharov
and Pnev [122]. In Zakharov et al. [121, 122] the kernels for cylindrical diffusion
were approximated by truncated series expansions.

8.3.4 Planar Diffusion, Finite Spatial Domain

Kernel functions corresponding to planar diffusion in a finite spatial domain in
the presence of homogeneous reactions were derived by Keller and Reinmuth
[45], assuming either a permeable or impermeable second boundary. Homogeneous
reactions preceding, following, or parallel to (catalytic) electron transfers were
considered, and the effect of the reactions on linear potential sweep voltammograms
was estimated.

Ng and Cheh [65-67] presented a theory of linear potential sweep voltammetry
at an RDE, by using the approximation of planar diffusion in a thin electrolyte layer
with a permeable second boundary, and taking into account homogeneous reactions.
The following three reaction schemes were discussed.

The EC scheme:

Xi+ne 22Xy, (8.87)
X; = X3 (8.88)
involving a non-equilibrium reversible electron transfer (8.87) and irreversible

homogeneous reaction (8.88) among dynamic distributed species X;, X, and X3,
was considered by Ng and Cheh [66].
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The catalytic EC scheme:

Xi4+ne 22Xy, (8.89)
X5+ X35 = X (8.90)

involving a non-equilibrium reversible electron transfer (8.89) and irreversible
homogeneous reaction (8.90) among dynamic distributed species X; and X,, and
static species X3 s, was considered by Ng and Cheh [65].

The CE scheme:

X1z Xy, (8.91)
X, +ne” 2 Xs (8.92)

involving a reversible homogeneous reaction (8.91), and non-equilibrium reversible
electron transfer (8.92) among dynamic distributed species X;, X,, and X3, was
considered by Ng and Cheh [67].

The thin layer model of the RDE was also used by Tokuda and Matsuda [120] to
obtain a theory of AC voltammetry for ten reaction schemes (CE, EC, EC catalytic,
and several CEC, CCE scheme, and ECC schemes) involving electron transfers and
homogeneous reactions.

The theory of linear potential sweep voltammetry for the CE reaction
scheme (8.91) and (8.92) taking place in a thin planar layer with an impermeable
second boundary was discussed by Roizenblat et al. [89]. Reversible homogeneous
reaction (8.91) and irreversible electron transfer (8.92) were assumed. In addition,
diffusion of species X; was neglected.

8.3.5 Expanding Plane

For kernels exp [—k ;= ‘C)] H ;p (¢, ) there are several examples referring to the
theory of DC polarography.

Nishihara [72] analysed polarographic currents for the catalytic EC reaction
scheme:

Xi4+ne 22X, (8.93)
X, 2 X, (8.94)
involving electron transfer (8.93) and irreversible homogeneous reaction (8.94).

Matsuda [55] discussed DC polarographic current—potential curves assuming
equilibrium electron transfer (8.93) and non-equilibrium reversible reaction (8.94).
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Nishihara and Matsuda [73, 75] reported the theory of polarography for the CE
reaction scheme:

X1 22Xy, (8.95)
X, +ne” 2 X3 (8.96)

involving homogeneous reaction (8.95) and electron transfer (8.96).

Matsuda [55] discussed DC polarographic current—potential curves assuming
equilibrium electron transfer (8.96) and non-equilibrium reversible reaction (8.95).

Sanchez Maestre et al. [92] presented a model of pulse polarography assuming
non-equilibrium reversible reactions (8.95) and (8.96), and steady state condition
[Eq. (8.52)] for one of the auxiliary variables.

Nicholson et al. [71], Kastening [44], Sobel and Smith [116], and Matsuda [55]
considered the DC polarographic theory for the ECE reaction scheme:

Xi+ne —X,, (8.97)
X, 2 X3, (8.98)
Xs+ne =Xy (8.99)

involving electron transfers (8.97) and (8.99), separated by the homogeneous
reaction (8.98).

McCord and Smith [56,57] presented a theory of AC polarography for the CCE
reaction scheme:

X, 2 X, . (8.100)
X2 Xs, (8.101)
Xs4+ne 2 X, . (8.102)

Nishihara et al. [76] obtained equations for AC polarography for the EC reaction
scheme:

Xi+ne 22X, (8.103)
X, — Xs (8.104)

involving equilibrium electron transfer (8.103), and irreversible follow-up homoge-
neous reaction (8.104).

Nishihara and Matsuda [74] elaborated a simplified theory of DC polarography,
for a complex reaction scheme involving three parallel electron transfer reactions
coupled by (pseudo) first-order homogeneous reactions. They assumed steady
state conditions for some of the auxiliary variables, which eliminated the kernels
exp[—k; (t —v)] (¢, v) from the IEs.
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8.3.6 Tubular Electrodes

For kernels exp [—k j (= r)] H ;‘(t, 7) there are examples of IEs for linear poten-
tial sweep voltammetry only, developed mostly by Singh, Dutt, and co-workers, and
consistent with the Singh—Dutt approximation discussed in Sect. 6.2.4.
In particular, the EC reaction scheme:
Xi2Xys+ne (8.105)
X, — products (8.106)
with equilibrium electron transfer (8.105) and irreversible follow-up homogeneous
reaction (8.106) was considered by Singh et al. [110]. Another EC scheme:
Xi+ne 22Xy, (8.107)
X, 2 X3 (8.108)
involving equilibrium electron transfer (8.107) and non-equilibrium reversible
homogeneous reaction (8.108) was studied by Singh et al. [111] and Teja [119].
Catalytic EC reaction scheme:
Xi+ne” 2X,, (8.109)
Xo + X35 = Xy (8.110)
involving equilibrium electron transfer (8.109) and irreversible homogeneous reac-
tion (8.110) with a static species X3, was discussed by Dutt et al. [28]. Analogous
theory for irreversible reaction (8.109) was obtained by Singh et al. [113].
The CE reaction scheme:
X1 2 Xz, (8.111)
Xo 2 X3 +ne (8.112)

involving reversible homogeneous reaction (8.111) and equilibrium or irreversible
electron transfer (8.112) was considered by Singh et al. [112].

The ECE scheme:
Xi+nme 22X, (8.113)
X, = X3, (8.114)
X3+ ne 2 Xy (8.115)

involving two equilibrium electron transfers (8.113) and (8.115), and irreversible
homogeneous reaction (8.114) was studied by Singh et al. [108, 109].
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8.3.7 Two- and Three-Dimensional Diffusion

IEs for a controlled potential SECM experiment and the EC reaction scheme

Xi+ne 2 X, (8.116)
X, — X; (8.117)

involving a non-equilibrium reversible electron transfer (8.116) and an irreversible
homogeneous reaction (8.117) were formulated by Mirkin and Bard [59].

8.4 Coupled Reaction-Planar Diffusion PDEs, First-Order
Homogeneous Reactions

The task of obtaining concentration—flux relationships in the general case of
Eq. (8.2), that is without assuming that the PDEs are equivalent or transformable
to a system of uncoupled PDEs, does not seem to have been analysed so far
in the literature. The only available discussion is that of the present author
[22], restricted to the planar diffusion transport without convection, in a semi-
infinite one-dimensional spatial domain. There is also one published example
of the concentration—production relationships that require some additional kernel
functions, apart from those discussed in the previous sections, as a result of the
PDE coupling by homogeneous reactions. It is the example of the catalytic EC
reaction scheme (8.20) under the assumption of planar diffusion with unequal
diffusion coefficients of species X; and X,, and semi-infinite spatial domain. The
example was considered by Bieniasz [20,21], in connection with the modelling of
linear potential sweep voltammetry. Incomplete formulae for the concentration—flux
relationships for this example were also reported by Oldham [80]. Below we outline
the results of Bieniasz [22].
For planar diffusion in a one-dimensional spatial domain, Eq. (8.2) becomes

IC (x.1) _5 37 (x,1)

5 Femnie K7<(x,1) + 7. (8.118)

The initial condition is
Tx,0=7", (8.119)

[where € * obeys Eq. (8.3)]. Assuming a semi-infinite spatial domain, the boundary
condition at infinity is

T(oo,t) = C*. (8.120)



178 8 Models Involving Transport Coupled with Homogeneous Reactions

We introduce the following vector of auxiliary variables [note that the definition is
now different from Eq. (8.4)]:

U, 1) =7(x,t) — ¢ *, (8.121)

so that the incomplete IBVP (8.118)—(8.120) is transformed into

AU (x, 1) — U (x1) —
”g )_ D Lg)(; ) i) (8.122)
T(x.0) =0, (8.123)
(oo 1) = 0 (8.124)

In Appendix E, Sect.E.3 we follow Bieniasz [22] and demonstrate that the
general expression for the solution—flux relationships for 7 (x,¢), resulting from
Egs. (8.122)—(8.124), takes the form

t
T0,1) = /7(z,f) 740, 7) de, (8.125)

0
where y(l,t) is an Nsd“l X NSdd matrix of kernel functions, and the vector
of (one-dimensional) flux elements J/(0.71) = —D; 8uj(x,t)/8x|xzo of

the variables 7/ (x,7) at the interface studied is denoted by 7“(0,t) =
T
[Jf‘(o, 1), oees T4 0, z)] . In view of Eq. (8.121) the fluxes J “(x,7) of @ (x,7)

and 7(x,t) of @ (x,1) are identical, so that from Eqs. (8.121) and (8.125) we
obtain

t
20,0 =" + /7(1@ 7(0,7) dr . (8.126)
0
The matrix 7_@, 7) is shown to depend on the spectral properties of the complex
square matrix B(s) defined by
B(s)=D '(s1+ K) (8.127)
with s denoting the Laplace variable and 1 denoting the unit matrix. Specifically,

H(t,7) =9t — 1), (8.128)
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where the matrix ¢($) of functions is given by
o) =2 UGS W (9} . (8.129)

In Eq. (8.129) the Laplace transformation is between the ¥ and s domains, and the
matrices U (s) and W (s) are related to B(s) in the following way. The columns
of U (s) are formed by linearly independent generalised eigenvectors of B(s), and
the columns of W (s) are formed by the same eigenvectors of B(s), multiplied by
certain additional matrices that depend on s and square roots of the eigenvalues of
B(s). Detailed procedures and formulae for U(s) and W (s) are in Appendix E,
Sect. E.3 (see also [22]). Matrices U (s) and W (s) strongly depend on the numbers
of distinct eigenvalues and ordinary eigenvectors of B(s) (which in turn depend on
s). The variable s can often be selected sufficiently large so that the most favourable
situation of all eigenvalues distinct can be approached, but in general there is no
guarantee that all eigenvalues and/or ordinary eigenvectors are distinct.

The picture emerging from this analysis is generally very complicated, and
implies a number of difficulties. It is well known that the elements of the gener-
alised eigenvectors may depend on the eigenvalues, so that one expects that the
eigenvalues of B(s) may appear in the formulae for U(s). The square roots of
the eigenvalues enter also W (s), as was stated. The elements of U (s) W ~!(s)
are therefore rational functions of the square roots of the eigenvalues of B(s),
and of the variable s. The eigenvalues of B(s), in turn, may be complicated
functions of s, and there is even no guarantee that closed-form expressions for the
eigenvalues exist. As the eigenvalues are roots of characteristic equations, which
are polynomial equations, the existence of the closed-form expressions for the
roots is guaranteed only up to N3 = 4. Furthermore, even for N3 < 4, the
expressions for the eigenvalues may be so complicated that obtaining the inverse
Laplace transform (3.14) in Eq. (8.129) is difficult. If no closed-form expressions
for the eigenvalues exist, only numerical inversion of the Laplace transform (8.129)
may be feasible. Even if closed-form expressions for the elements of .# (¢, T) are
obtainable, it seems impossible to predict a complete and re-usable set of such
expressions; clearly, a variety of new kernel functions may arise, different from
the kernels Dj_l/z exp [—16,-,,- (t - r)] [7(t — 7)] ~'/? that occur in the case when
the PDEs can be de-coupled (as we have shown in Sect. 8.2). Particular reaction
schemes have to be analysed individually.

In order to illustrate some of the above predictions and difficulties, below we
analyse two examples of the simplest conceivable coupled systems of reaction—
diffusion PDEs, involving only two dynamic distributed species. For NSdd =2
matrix K is generally full:

- K, K12i|
K = ’ ’ . (8.130)
|:K2,1 K>,
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In general, there are also distinct diffusion coefficients D, # D,. The corresponding
matrix B(s) is

. Kiait+s Kio
Bs)=| &, xo%s |- (8.131)
Dy D

The characteristic equation for the eigenvalues A(s) of B(s) is

DDy A(s)> = [Di(s + K22) + Dafs + Ki1)] A(s)

+(s+ Ki1)(s+ Kzp)— Ki2K> 1 =0, (8.132)
so that
)= LK | s+ K, A (8.133)
2 D, D, D\D, )’ ’
where
A= (Dy—Dy)s*> +2(Dy — D2)(D1K»» — D2K1 1) s
+ (D1Kyp— D2K1 1) +4D 1Dy K1 2K> s . (8.134)

The number of distinct eigenvalues depends on A. Analysis of Eq. (8.134) reveals
that when D; = D, = D the dependence of A on s vanishes, so that

A = D*[(Kzns — K1.1)* + 4 K12K2 ] . (8.135)

Consequently, the eigenvalues (8.133) are then linear functions of s, and their
multiplicity depends only on the structure of matrix K. This is the situation
previously discussed in Sect. 8.2. In the opposite case of D; # D, there are two
distinct and isolated points s; and s, in the Laplace plane, given by
1/2
(Dy — D\)(D1Ky5 — D2Ky) £ 2[—(Dy— D1)*Di Dy K1 2K) 1| /
(D2 — Dy)?

S1/2 =
(8.136)

(which can be either real or complex numbers, depending on the signs of K, and
K1), at which A = 0, and consequently there is only a single eigenvalue, and a
single ordinary eigenvector i (Vof B(s):

T
U P Dy (sip+ K sip+ Koo ‘ 8.137)
2K1,2 D1 D2
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In order to avoid this degeneracy, we can take f{s} > max (N{s;}, R{s2}),
for which A # 0 so that (in agreement with the general predictions of Sect. E.3
in Appendix E) we get distinct eigenvalues and distinct ordinary eigenvectors.
However, the eigenvalues A(s) are then generally complicated, nonlinear functions
of s and it is unlikely that closed-form formulae for .7 (¢, T) can be obtained in this
case.

As a first example, let us take the hypothetical catalytic CEC reaction scheme:

k¢
Xo 2 X
ko

Xiter 22X (7
k
X2—>X1

(8.138)

in which Xj is a static distributed species, and X; and X, are dynamic distributed

species. We have K| | = ky, K12 = —k, K> = 0, and K, = k. If we assume an

identical diffusion coefficient D of X; and X, then in agreement with Eq. (8.133),

as long as k # ky, we have a trivial case of two distinct eigenvalues A;(s) = (s +

kv)/ D and A,(s) = (s + k)/ D, with corresponding distinct ordinary eigenvectors
T

w (11) = [1, 0]" and _u)(zl) = [k]b(fk, 1] . Consequently, the procedure of Sect. E.3

in Appendix E gives

[D(s + k)] 7Y% L= {[D(s + k)] 712 = [D(s + k)] 72}

U)W ') = [ 0 [D(s + k)]~

(8.139)

In view of Eqgs. (8.128) and (8.129), the inverse Laplace transformation (3.14) of
Eq. (8.139) yields

At 1) = DTV exp—ky (t — 1)) [t — )] 712, (8.140)
At 1) = ke {D™? exp—ky (1 = )] [(t — )] /?

—D7V2 exp[—k (t — )] [x(t — )] TV}, (8.141)
A, 1) =0, (8.142)
Kot 1) =DV exp[—k (t — )] [n(t — )] V2. (8.143)

Thus, there are no new kernel terms, apart from those known from Sect.8.2.
This is well expected, because when k # ki matrix K is similar to a diagonal
matrix. The situation becomes diametrally different if it happens that k = ky. In
such a case there is only one eigenvalue A;(s) = (s 4+ k)/D, and one ordinary
eigenvector (11) =1, O]T. We therefore have to determine a generalised second-

order eigenvector 752) of B(s), which is 752) = [0, 1]*. The procedure of
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Sect. E.3 in Appendix E then gives

-1/2  _kD!2
T(s)W 1 (s) = [[D(s +Ok)] [D(i(ik/:)/]z—l/z} (8.144)
Inverse Laplace transformation (3.14) of Eq. (8.144) yields
1t 1) =D V2 exp[—k (t — )] [n(t — )] V2, (8.145)
Hia(t, 1) = k(D/m)"? exp[—k (t — 1)] (t —1)"/?, (8.146)
St 1) =0, (8.147)
Koot 1) =DV expl—k (t — )] [7(t —1)] V2. (8.148)

As can be seen, J#](t, ) is a new kernel function arising in this example, not
predicted in Sect. 8.2. This kernel arises, because when k = k;, matrix K is no
longer similar to a diagonal matrix.

As a second example, we take the catalytic EC reaction scheme:

Xi+ee 2 Xy
k
% 5x, , (8.149)
ko

for which Kl,l = kb, K1,2 = —kf, K2,l = —kb, and Kz’z = kf. If we assume
different diffusion coefficients D; # D, then Eq. (8.133) for the eigenvalues is too
complicated to allow one to obtain closed-form formulae for (¢, 7). The situation
becomes more tractable if ky, = 0, so that we effectively have an irreversible follow-
up homogeneous reaction (still admitting the possibility of D; # D5, so that the
procedure of Sect. 8.2 cannot be applied). This case has been shown solvable in
Bieniasz [20, 21]. Equation (8.133) then gives two distinct eigenvalues A;(s) =
s / D, and )Lz(s) = (s + k¢)/ D7, and corresponding distinct ordinary eigenvectors

(l) =[1,0]" and % (1) = [1, s/ks— y(s + kg)/ k)", where y = D,/D,. The
procedure of Sect. E.3 in Appendix E then gives

_ —1/2 [Da(s+kp] = /2=y 1/2(Dy 5)71/2
U)W '(s) = | Pr¥) ke =7 G+ (8.150)
0 [Da(s + ke)]~'/?
Inverse Laplace transformation (3.14) of Eq. (8.150) yields
Ha(t,7) =D [t — )] 72 (8.151)
(1, 7) =0, (8.152)

Ha(t.7) = Dy 1 expl—ki (t = 0)] [m(t —7)] 72, (8.153)
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and
1/2 1/2
Hia(t.7) = D;'? (L) {erex|:( Kty ) (t—;)l/Z]
-y =y
ke \2
—exp [—ks (2 — 7)] erex [(E) (t - 1)1/2:|§ (8.154)

fory <1,

ot 7) =Dy {1 —exp[—ke (1 — D)} [t — )] 72 (8.155)
fory =1, and

~ k 12 5 key 1/2
Hia(t, 1) =D 12 f = 4 £ PRI V-
e =07 ()2 e | () o)

k 1/2
—exp [k (t — 7)] daw [(y fl) (1 —r)”z]} (8.156)

for y > 1. In Eq. (8.154) erex(-) is given by Eq. (5.76), and in Eq. (8.156) daw(-) is
the Dawson integral

daw(z) = exp(—2%) /exp(@z) de . (8.157)
0

Kernels £ 1(t, 1), #52(t, T), and £ (¢, T) for y = 1 correspond to the predic-
tions of Sect. 8.2, where equal diffusion coefficients were assumed. However, new
kernels ¢ ,(¢, t) arise in this example, when y # 1. They contain terms having
general forms exp[—a(t — t)]erex{[b(t — 7)]'/?} and exp[—a(t — t)] daw{[b(t —
7)]'/2}, where a and b are suitable coefficients.

8.5 Transport with Nonlinear Homogeneous Reaction
Kinetics

There is a number of approaches to handling nonlinear homogeneous reaction
kinetics in the IE method, documented in the literature. Most of these approaches
involve some sort of simplifications or approximations, and therefore have a limited
applicability. The approaches have been published using models defined over one-
dimensional spatial domains, although they can be extended to multiple dimensions.
We discuss them in the following Sects. 8.5.1-8.5.4.
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8.5.1 Equilibrium State Assumption

One possibility is to make use of equilibrium assumptions to lump homogeneous
reactions with heterogeneous reactions within the reaction scheme considered. In
this way one actually eliminates the need to determine and use the concentration—
production rate relationships for distributed species subject to nonlinear reaction—
transport PDEs. This approach was used by Shuman [106] to derive IEs describing
cyclic voltammetry and corresponding to the following EC reaction scheme at a
planar electrode:

Xi+nee 22Xy ’ (8.158)
mX; 2 qX;

in which m and ¢ are small integers, not simultaneously equal unity, and species X3
is not electroactive. Pure diffusion in a semi-infinite spatial domain was assumed,
but the approach might well be applied to other kinds of transport. Reference [106]
seems to contain errors, notably there is some lack of clarity around Egs. (2) and (3)
in that reference, with regard to the symbols and assumptions. However, from the
final IEs it appears that Shuman used the following idea. A complete modelling of
electroanalytical experiments involving scheme (8.158) would require a solution of
three PDEs for the concentrations cy, ¢;, and c3 of species X, X,, and X3. The PDE
for ¢; would be a diffusion equation, whereas those for ¢, and c3 would be nonlinear
reaction—diffusion equations containing reaction terms with large (but finite) rate
constants. If we assume that the homogeneous reaction is fast and reversible, the
assumption of a virtual equilibrium state of this reaction is applied, implying the
following approximate relationship between the concentrations of X, and Xj:

ci(x, 1) /A (x, 1) = K, (8.159)

where K is the equilibrium constant of the homogeneous reaction. Therefore, the
PDE for ¢, need not to be considered at all, whereas the PDE for c; reduces to a
diffusion PDE, since the reaction terms cancel. Effectively, this amounts to replacing
scheme (8.158) by the single electrochemical reaction

mX; +mne” 2 qXs. (8.160)

Of course, the higher-order non-elementary heterogeneous reaction (8.160) does not
present any difficulty for the IE method.

A similar assumption of homogeneous equilibrium state was used by other
authors. Fatouros et al. [29] applied it in their study of non-equilibrium reversible
electron transfer associated with an equilibrium follow-up dimerisation reaction,
while discussing potential step chronoamperometry and linear potential sweep
voltammetry. Puy et al. [86] used it in connection with the modelling of normal
pulse polarography. Hapiot et al. [36] employed it for another reaction scheme
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involving electron transfer and homogeneous dimerisation, while considering cyclic
voltammetry. Lovri¢ et al. [46, 49] applied it to the modelling of square wave
voltammetry.

The above approach may seem simple and useful, but in the opinion of the present
author it should be avoided. In the case of reaction—transport PDEs the validity of
the assumption of homogeneous equilibria is debatable. Reaction terms involving
large rate constants cause the PDEs to be singularly perturbed (see, for example,
[41, 84] for the discussion of singularly perturbed problems). This usually implies
the existence of local narrow boundary or interior layers (in electrochemistry known
as reaction layers), inside which the homogeneous reaction IS NOT in equilibrium.
Only outside the reaction layer do the concentrations obey Eq. (8.159). Thus, the
crucial question is how big an error is committed by neglecting the reaction layer(s).
This is not clear in Shuman [106]. Species X3 is not electroactive, so that its
concentration gradient at the electrode | electrolyte interface must be zero, whereas
the gradient of the electroactive species X, is nonzero. Consequently, equilibrium
condition (8.159) certainly cannot hold in the neighbourhood of the interface.
Hence, a reaction layer must be present there.

8.5.2 Steady State Assumption

Another approach to dealing with nonlinear homogeneous kinetics consists in
employing steady state assumptions. Some early formulations of this idea can be
found in the works of Tachi and Senda [118] (who modelled polarographic current
for an ECE scheme with a fast homogeneous reaction, assuming the expanding plane
convection—diffusion), and Savéant and Vianello [98, 100] and Nicholson [68] (who
modelled linear potential sweep for EC and CE schemes under planar diffusion
conditions). This approach has found application in numerous further theoretical
studies by the IE method [2,4-7,9-11,13,14,17,26,37,48,61-63,95,96, 102-104],
mostly devoted to linear potential sweep and cyclic voltammetry. The approach is
applicable in the situations when model PDEs involve reaction—transport PDE:s,
containing nonlinear homogeneous kinetic terms, which are practically at steady
state and can be regarded as second-order ODEs. The ODEs must be solvable
analytically. It is then possible to combine the analytically obtained steady state
solution—flux relationships for the ODEs with the boundary conditions at the inter-
face studied. Together with other, integral solution—production rate relationships,
obtained for remaining PDEs, this gives IEs describing transient experiments.
Such IEs are nonlinear. Most of the literature examples of this approach refer to
planar diffusion in semi-infinite spatial domains, but the approach is not necessarily
restricted to such conditions, as long as appropriate analytical concentration—flux
relationships (see below) can be obtained.
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The approach can be most transparently explained by considering a system
involving one or more irreversible homogeneous reactions

k.
m; X; = product(s) , (8.161)

with species X ; being initially absent transient intermediates that do not participate
in any other homogeneous reactions. Let the stoichiometric coefficients m; be
integers greater than or equal 2, and let the reactions follow the power rate law
with reaction orders equal to the stoichiometric coefficients (see Sect.2.7). The case
of m; = 2 (dimerisation or disproportionation) is particularly important; reactions
with m; = 3 are rather rare, and those with m; > 3 rather unlikely. Assume further
that the PDEs for the concentrations of the product(s) of all reactions (8.161) need
not be included in the mathematical description (which happens, for example, if
the reaction scheme studied does not contain any further reactions involving these
product(s)). Under these assumptions, the only nonlinear PDEs that have to be taken
into account are the reaction—transport PDEs for the concentrations ¢; of species
X . The EC reaction scheme:

Xi+e 22Xy

k (8.162)
2 X, — product(s)

discussed in [63,68, 98], is an example when the above assumptions are fulfilled. In
the case of planar diffusion in a semi-infinite spatial domain, the nonlinear reaction—
transport PDEs for species X; take the form

—8cj§);,t) = j‘azcggi) —mjkjcj(x,t)", (8.163)
with the initial condition
cj(x,0) =0, (8.164)
and the boundary condition
cj(oo,t) =0. (8.165)

If the rate constant k; is large, a steady state is approached, in which the rate
of diffusion is nearly compensated by the rate of the homogeneous reaction in
Eq. (8.163), so that the steady state condition dc;(x,?)/dt ~ 0 can be assumed.
The steady state is analogous to those indicated in Sect. 8.2 for the linear reaction—
diffusion equations. In Appendix E, Sect. E.4, we present an analytical solution
of the incomplete IBVP given by Egs.(8.163)-(8.165), under the steady state
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condition. The following relationship between the concentration and production rate
of species X at the interface is obtained [cf. Eq. (E.99)]:

mj+l

(mj k; D)™

1/(mj+1)
} pit o)/t (8.166)

Cj((),l) = [

As a specific example, let us consider a controlled potential experiment for the
reaction scheme (8.162) with an equilibrium electron transfer reaction. In this case
piir) = J1(0,1), ph'(t) = J2(0,1), p(r) + pbi'(r) = 0, and the Faradaic
current is /(t) = FA J;(0, ). The integral solution—production rate relationship for
species X is given by Eq. (5.6) with kernel (5.72):

t
¢1(0.1) = ¢t + D72 /[Jr(t — )72 piei(r) dr | (8.167)
0

whereas for species X, Eq. (8.166) gives

3 1/3

c(0,1) = [5 2k Dz)_1i| PR )3 (8.168)
Let us define the unknown function as ¥(t) = —I(¢)(FA)~'. By combining
Eqs.(8.167) and (8.168) with the Nernst equation ¢;(0,¢) = ¢2(0,¢)

exp {F(RT)"'[E(t) — E°]} we obtain the following nonlinear second kind
Volterra IE for ¥ (¢):

t

e — Dl_l/z/[n(t O 2 w(r)dr
0

3 k D))~} v F E E°1 w()?? = 8.169
-lekoy | enl CiEO - £ w0 =0 e

Relationships analogous to Eq. (8.166), but valid for spherical and cylindrical
interfaces cannot be obtained analytically. However, if the homogeneous reaction
is very fast, the reaction layer is very thin compared to the radii of such interfaces,
so that the concentration—production rate relationship (8.166) for planar interfaces
should be a good approximation. Olmstead and Nicholson [82] used such an
approximation in the case of the theory of disproportionation reaction at spherical
electrodes. Aoki et al. [16] used a similar approximation while considering voltam-
metry for a second-order catalytic reaction scheme at microcylinder electrodes.
A different attempt was made by Delmastro [26], who suggested an approximate
relationship for m; = 2 and one-dimensional spherical diffusion in semi-infinite
spatial domain, while considering the IE arising in the theory of polarographic
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currents for the second-order regeneration (catalytic) EC reaction scheme:

Xi+e 22Xy

k (8.170)
2 Xz —> X] + X3

This reaction scheme involves three distributed species X;, X5, and X3, but the
concentration of X3 has no effect on the current and need not be considered.
Delmastro defined auxiliary variables u; = 2¢; + ¢; and up = ¢, and assumed
identical diffusion coefficient D of X; and X,, which resulted in k; = 0, k, = k,
and ¢ = 02 = D'?/rq [cf. Eq.(5.75)]. The steady state condition du,(r,t)/0t ~
0 was assumed. Delmastro suggested that the solution—flux relationship for the
variable u, at a spherical interface can be approximated by Eq.(8.166) (with
my = 2), valid for a planar interface, provided that the following replacement is
made in this equation:

(2kyct)? < 2kaet) + 02 . 8.171)

The replacement was inspired by the relationship (8.53) characteristic of the first-
order homogeneous reactlon—spherlcal diffusion equation, where the terms K, l/ 2

and 0; occur together as a sum K + 0. Although such modified Eq. (8.166) was
found useful for the purposes of the Delmastro study [26], its general validity is
rather problematic. As u; = ¢, a correct relationship between the solution and flux
of u, at the interface should depend exclusively on the parameters characteristic of
the incomplete IBVP (8.163)—(8.165) for ¢,. Expression (8.171) does not satisfy this
expectation, since it involves the initial concentration ¢} of species X, which does
not occur in the PDE for u,, nor in the initial and boundary conditions at infinity,
for u,.

8.5.3 The Gerischer Approximation

There exists a special linearising approximation that can be used to obtain IEs in
the presence of nonlinear homogeneous kinetics, for a class of electroanalytical
experiments characterised by small perturbations. In such experiments a certain
reference state of an electrochemical system is slightly perturbed by a rapidly
varying signal (for example a sinusoidal perturbation of the electrode potential), and
the response to this perturbation is studied. The reference state can be, for example,
an equilibrium state, a steady state, or a state corresponding to another perturbation,
which must be large and slowly varying. The linearising approximation is attributed
to Gerischer [33], and it was used by Hayes et al. [38,39] and Ruzi¢ et al. [91], to
derive IEs pertinent to the theory of AC polarography.
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In order to present the idea of the Gerischer approximation, let us focus on a
Jj th dynamic distributed species X; subject to convection—diffusion transport with
homogeneous reactions. To fix attention, assume that the homogeneous reaction is

k.
m; X; = product(s) , (8.172)

and it obeys the power rate law with the reaction order equal to the stoichiometric
coefficient m; > 1 (see Sect. 2.7). Consequently, the perturbed state is described by
the following PDE:

ac Jj k mj

ﬁszch—v-gradcj—mj jCj . (8173)
Although in Eq. (8.173) we assume only one nonlinear term for simplicity, several
kinetic terms and/or kinetic term(s) dependent on concentrations of several different
species present no bigger difficulty and can be handled in a similar way. The
reference state is generally described by an analogous PDE:

35/‘ ~Mj

—=Dj A Ej—v -gradEj—mjkjcj s

174
ot (8.174)

where C; is the concentration in the reference state. Equation (8.174) may simplify
if the reference state is a steady state or an equilibrium state. Assuming a small
departure from the reference state, the homogeneous kinetic term can be linearised:

de

WIj ~ ~mj
c;" =y +

~M j

(Cj—gj) :E?j+mj ¢; - (Cj—gj) . (8.175)

¢j=Cj

Multivariate linearisation has to be used in cases when the homogeneous kinetic
terms depend on concentrations of several different species. By subtracting
Eqgs.(8.173) and (8.174), taking into account Eq.(8.175), and introducing an
auxiliary variable

uj:cj—f'j, (8176)
one obtains:

%’:D,» Auj—v-gradu; —mik; & uy (8.177)
Equation (8.177) is linear with respect to the variable u;, and can be handled by
the IE method in the same manner as described in Sects. 8.1-8.4, provided that ¢;
occurring in Eq.(8.177) can be regarded as constant. This happens, for example,
in the case of one-dimensional diffusion transport in semi-infinite spatial domains,
if the time scale of the small perturbation is much smaller than the time scale
of the evolution of the reference state. In such a case ¢; can be taken equal to
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the momentary boundary value of the concentration (in the reference state), at the
interface studied.

8.5.4 Conversion to IDEs

Yet another way of handling nonlinear homogeneous reaction kinetics relies on
converting the IBVPs to IDEs, rather than to IEs. This approach was suggested by
Mastragostino et al. [54], and further elaborated by Olmstead et al. [83] and Nadjo
et al. [64]. A similar procedure was also employed for the convolutive analysis
of experimental data by Amatore et al. [3]. Further examples were reported by
Andrieux et al. [12] and Renault et al. [88]. Planar diffusion in semi-infinite spatial
domains was assumed in [3, 12, 54, 64, 88], and spherical in [83], but the approach
is not restricted to such assumptions.

The idea of this approach can be formulated as follows. Consider an IBVP
describing an electroanalytical experiment. Assume that the problem involves PDEs
for the concentrations c; of distributed species, or equivalent PDEs for auxiliary
variables u; that depend on the concentrations. In cases when some of these PDEs
are linear, the solution—flux relationships for such PDEs may be easy to obtain, in
the same manner as previously described in Sects. 5.2, 8.2, and 8.4. By combining
these relationships with the boundary conditions at the interface studied, we obtain
one or more IEs which are incomplete in the sense that they still involve unknowns
(cj, uj, or their fluxes at the interface) subject to the remaining, nonlinear PDEs.
In other words, we obtain a coupled system of IEs and PDEs, i.e. an IDE system,
which has to be solved simultaneously. The IDE system has identical solutions as
the original IBVP (but not vice versa, since not all spatial concentration profiles are
determined from the IDE system). Therefore, the nonlinear homogeneous kinetics
is handled rigorously in this approach, without using any simplifying assumption
or approximation. However, it is most likely that the solution of the IDE system
obtained can only be performed numerically.

As an example, let us consider a controlled potential experiment for the EC
reaction scheme discussed in [83]:

Xi+e 22Xy

k (8.178)
2 X, — products

with an equilibrium electron transfer, assuming planar diffusion in a semi-infinite
spatial domain. The IBVP is:

dey(x,1) D 0%ci(x,1)

a T

der(x,1) b 0%2cy(x, 1)
o P ax?

(8.179)

—2key(x,1)?, (8.180)
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c1(x,0) =y, (8.181)
e2(x,0) =0, (8.182)
c1(0,1) = ¢2(0,1) exp { RLT [Et) - EO]} , (8.183)
platetl oy dabel (8.184)
ox x=0 dax x=0
ci(oco,t) =t . (8.185)
cz(00,t) =0. (8.186)

The Faradaic current response /(¢) to the electrode potential perturbation E (¢) is to
be determined:

I(t) = —F A D, acl;x’ )

P

(8.187)

x=0

The PDE (8.179) is linear, so that the concentration—production rate relationship
resulting from Egs.(8.179), (8.181), and (8.185) can be written in the form
consistent with Eqgs. (5.86) and (8.187):

¢1(0.1) = ¢t + D2 / [m(t —7)] /2 % dr . (8.188)
0

The IDE system obtained from the IBVP (8.179)—(8.187) therefore is:

der(x,1) b 0%ca(x, 1)

_ 2
= PSS~ ka2, (8.189)
e(x,0) =0, (8.190)
t
N - _1 () F
c; + D 1/2/[7r(t -0 /? ﬁdt = ,(0,1) exp{ﬁ [E(r) — EO]} ,
0
(8.191)
10 _p dexn) (8.192)
FA x|
er(00,1) = 0, (8.193)

System (8.189)—(8.193) has to be solved for /(¢) and c»(x, t).



192

8 Models Involving Transport Coupled with Homogeneous Reactions

References

10.

I1.

12.

13.

14.

15.

16.

17.

. Abramowitz M, Stegun IA (1972) Handbook of mathematical functions. Dover Publications,

New York

. Amatore C, Savéant JM (1977) ECE and disproportionation. Part V. Stationary state general

solution application to linear sweep voltammetry. J Electroanal Chem 85:27-46

. Amatore C, Nadjo L, Savéant JM (1978) Convolution and finite difference approach.

Application to cyclic voltammetry and spectroelectrochemistry. J Electroanal Chem 90:321—
331

. Amatore C, Savéant JM, Thiebault A (1979) Electrochemically induced chemical reactions.

Kinetics of competition with electron transfer. J Electroanal Chem 103:303-320

. Amatore C, Gareil M, Savéant JM (1983) Homogeneous vs. heterogeneous electron transfer

in electrochemical reactions. Application to the electrohydrogenation of anthracene and
related reactions. J Electroanal Chem 147:1-38

. Amatore C, Garreau D, Hammi M, Pinson J, Savéant JM (1985) Kinetic analysis of reversible

electrodimerization reactions by the combined use of double potential step chronoamper-
ometry and linear sweep voltammetry. Application to the reduction of 9-cyanoanthracene.
J Electroanal Chem 184:1-24

. Amatore C, Savéant JM, Combellas C, Robveille S, Thiébault A (1985) Electrochemically

induced reactions: kinetics of the competition with homogeneous electron transfer in non-
catalytic systems. Application to the substitution of 4-bromobenzophenone by cyanide ions
in liquid ammonia. J Electroanal Chem 184:25-40

. Andrieux CP, Savéant JM (1989) Detection of electroactive transient intermediates of elec-

trochemical reactions by steady state and time-dependent techniques. Competition between
heterogeneous electron transfer and homogeneous chemical reactions. J Electroanal Chem
267:15-32

. Andrieux CP, Nadjo L, Savéant JM (1970) Electrodimerization 1. One-electron irreversible

dimerization. Diagnostic criteria and rate determination procedures for voltammetric studies.
J Electroanal Chem 26:147-186

Andrieux CP, Nadjo L, Savéant JM (1973) Electrodimerization. VII. Electrode and solution
electron transfers in the radical-substrate coupling mechanism. Discriminative criteria from
the other mechanisms in voltammetric studies (linear sweep, rotating disc, polarography).
J Electroanal Chem 42:223-242

Andrieux CP, Blocman C, Dumas-Bouchiat JM, M’Halla F, Savéant JM (1980) Homogeneous
redox catalysis of electrochemical reactions Part V. Cyclic voltammetry. J Electroanal Chem
113:19-40

Andrieux CP, Hapiot P, Savéant JM (1987) Mechanism of superoxide ion disproportionation
in aprotic solvents. ] Am Chem Soc 109:3768-3775

Andrieux CP, Gallardo I, Savéant JM (1989) Outer-sphere electron-transfer reduction of alkyl
halides. A source of alkyl radicals or of carbanions? Reduction of alkyl radicals. J] Am Chem
Soc 111:1620-1626

Andrieux CP, Grzeszczuk M, Savéant JM (1991) Electrochemical generation and reduction
of organic free radicals. a-hydroxybenzyl radicals from the reduction of benzaldehyde. J Am
Chem Soc 113:8811-8817

Andrieux CP, Delgado G, Savéant JM, Su KB (1993) Improvement and estimation of preci-
sion in the cyclic voltammetric determination of rate constants and activation parameters of
coupled homogeneous second order reactions. Reaction of n-butyl bromide with anthracene
anion radicals. J Electroanal Chem 348:141-154

Aoki K, Ishida M, Tokuda K (1988) Voltammetry at microcylinder electrodes. Part VI.
Second-order catalytic reaction of Fe(edta) with H,O,. J Electroanal Chem 245:39-50
Arévalo M, Farnia G, Severin G, Vianello E (1987) Kinetic analysis of a slow electron transfer
coupled with a father—son reaction. J Electroanal Chem 220:201-211



References 193

18

19.

20.

21.

22.

23.

24.

25.

26.

217.

28

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

. Balducci G, Costa G (1993) The four-member square scheme in cyclic voltammetry: general
solution for Nernstian electron transfers. J Electroanal Chem 348:355-365

Bender MA, Stone HA (1993) An integral equation approach to the study of the steady state
current at surface microelectrodes. J Electroanal Chem 351:29-55

Bieniasz L (1984) Influence of diffusion coefficient ratio Do/ Dg on potential-step chronoam-
perometric and linear voltammetric current at stationary planar electrodes in the case of a
pseudo-first-order EC catalytic reaction scheme. J Electroanal Chem 170:77-87

Bieniasz LK (1985) Linear voltammetric current functions for a pseudo-first-order EC
catalytic reaction scheme with Do # Dg: series expansion algorithm. J Electroanal Chem
188:13-20

Bieniasz LK (2011) Analysis of the applicability of the integral equation method in the theory
of transient electroanalytical experiments for homogeneous reaction—diffusion systems: the
case of planar electrodes. J Electroanal Chem 657:91-97

Calvente JJ, Andreu R, Rolddn E, Dominguez M (1994) On the simultaneous evaluation of
charge transfer kinetics and adsorption: reduction of parabanic acid in low acidity xM HCI +
(2 — x)M LiCl mixtures. J Electroanal Chem 366:105-125

Danckwerts PV (1951) Absorption by simultaneous diffusion and chemical reaction into
particles of various shapes and into falling drops. Trans Faraday Soc 47:1014-1023

Davceva M, Mirceski V, Komorsky-Lovri¢ S (2011) Evaluation of the antioxidative activity
by measuring the rate of the homogeneous oxidation reaction with ferroceniumdimethanol
cation. Comparative analysis of glutathione and ascorbic acid. Int J Electrochem Sci 6:2718—
2729

Delmastro JR (1969) Theory of polarographic kinetic currents for second-order regeneration
reactions at spherical electrodes. II. Numerical solution of the integral equations for steady-
state behavior. Anal Chem 41:747-753

Delmastro JR, Booman GL (1969) Polarographic kinetic currents for first-order preceding
and regeneration reactions at spherical electrodes. Anal Chem 41:1409-1420

. Dutt J, Chhabra J, Singh T (1989) Linear sweep voltammetry at tubular electrodes. Part IV.
Catalytic reactions. J Electroanal Chem 273:69-78

Fatouros N, Chemla M, Amatore C, Savéant JM (1984) Slow charge transfer associated with
a fast equilibriated follow-up dimerization reaction. J Electroanal Chem 172:67-81

Garay F, Lovri¢ M (2002) Square-wave voltammetry of quasi-reversible electrode processes
with coupled homogeneous chemical reactions. J Electroanal Chem 518:91-102

Garay F, Lovri¢ M (2002) Square-wave voltammetry of quasi-reversible CE reactions at
spherical microelectrodes. Electroanalysis 14:1635-1643

Garay F, Lovric M (2002) Quasi-reversible EC reactions at spherical microelectrodes
analysed by square-wave voltammetry. J Electroanal Chem 527:85-92

Gerischer H (1951) Wechselstrompolarisation von Elektroden mit einem potentialbestim-
menden Schritt beim Gleichgewichtspotential I. Z Phys Chem 198:286-313

Gonzalez J, Hapiot P, Konovalov V, Savéant JM (1999) Investigating the reduction character-
istics of transient free radicals by laser-pulse electron photo-injection—mechanism diagnostic
criteria and determination of reactivity parameters from time-resolved experiments. J Elec-
troanal Chem 463:157-189

Gueshi T, Tokuda K, Matsuda H (1979) Voltammetry at partially covered electrodes. Part II.
Linear potential sweep and cyclic voltammetry. J Electroanal Chem 101:29-38

Hapiot P, Audebert P, Monnier K, Pernaut JM, Garcia P (1994) Electrochemical evidence of
n-dimerization with short thiophene oligomers. Chem Mater 6:1549-1555

Harima Y, Kurihara H, Nishiki Y, Aoyagui S, Tokuda K, Matsuda H (1982) Dissociation
kinetics of the solvated electron species in methylamine and methylamine—ammonia mixtures.
Can J Chem 60:445-455

Hayes JW, Ruzi¢ I, Smith DE, Booman GL, Delmastro JR (1974) Fundamental harmonic
A.C. polarography with disproportionation following the charge transfer step. Theory and
experimental results with the U(VI)/U(V) couple. J Electroanal Chem 51:245-267



194

39

40.

41.
42.

43.

44,

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

8 Models Involving Transport Coupled with Homogeneous Reactions

. Hayes JW, Ruzi¢ I, Smith DE, Booman GL, Delmastro JR (1974) Fundamental harmonic
A.C. polarography with irreversible dimerization following the charge transfer step. Theory
and experimental results with the benzaldehyde system. J Electroanal Chem 51:269-285
Henke KH, Hans W (1955) Reaktionskinetisch bedingte polarographische Stromstirke. 3.
Mitteilung: Dem Elektrodenprozel nachgelagerte chemische Reaktionen unter Riickbildung
des Depolarisators. Z Elektrochem 59:676-680

Holmes MH (1995) Introduction to perturbation methods. Springer, New York

Hung HL, Delmastro JR, Smith DE (1964) Alternating current polarography of electrode
processes with coupled homogeneous chemical reactions. III. Theory for systems with multi-
step first-order chemical reactions. J Electroanal Chem 7:1-25

Kant R, Rangarajan SK (1989) Chronopotentiometry with power-law perturbation functions
at an expanding plane electrode with and without a preceding blank period for systems with
a coupled first-order homogeneous chemical reaction. J Electroanal Chem 265:39-65
Kastening B (1969) Note on the polarographic theory for an ECE mechanism. Anal Chem
41:1142-1144

Keller HE, Reinmuth WH (1972) Theory of potential scan voltammetry with finite diffusion.
Kinetics and other complications. Anal Chem 44:1167-1178

Komorsky-Lovrié S, Lovri¢ M (2012) Theory of square-wave voltammetry of two electron
reduction with the intermediate that is stabilized by complexation. Electrochim Acta 69:60—
64

Kumar VT, Birke RL (1993) Evaluation of electrochemical parameters for an EC mechanism
from a global analysis of current—potential-time data: application to reductive cleavage of
methylcobalamin. Anal Chem 65:2428-2436

Lexa D, Rentien P, Savéant JM, Xu F (1985) Methods for investigating the mechanistic
and kinetic role of ligand exchange reactions in coordination electrochemistry. Cyclic
voltammetry of chloroiron(Ill)tetraphenylporphyrin in dimethylformamide. J Electroanal
Chem 191:253-279

Lovri¢ M, Jadresko D, Komorsky-Lovri¢ § (2013) Theory of square-wave voltammetry of
electrode reaction followed by the dimerization of product. Electrochim Acta 90:226-231
Lovri¢ M, Tur’yan YI (2003) A model of CE mechanism on spherical electrodes. Croat Chem
Acta 76:189-197

Lucas SK, Sipcic R, Stone HA (1997) An integral equation solution for the steady-state
current at a periodic array of surface microelectrodes. SIAM J Appl Math 57:1615-1638
Lundquist JT Jr, Nicholson RS (1968) Theory of the potential step—linear scan electrolysis
method with a comparison of rate constants determined electrochemically and by classical
methods. J Electroanal Chem 16:445-456

Maran F, Severin MG, Vianello E, D’Angeli F (1993) Self-protonation of electrogenerated
carbanions. Competition between electrode reduction and chemical decay of the conjugate
base of the substrate. J Electroanal Chem 352:43-50

Mastragostino M, Nadjo L, Savéant JM (1968) Disproportionation and ECE mechanisms—I.
Theoretical analysis. Relationships for linear sweep voltammetry. Electrochim Acta 13:721-
749

Matsuda H (1974) Contributions to the theory of D.C. polarographic current—potential curves
for electrode processes involving a chemical reaction. J Electroanal Chem 56:165-175
McCord TG, Smith DE (1968) Alternating current polarography: an extension of the general
theory for systems with coupled first-order homogeneous chemical reactions. Anal Chem
40:1959-1966

McCord TG, Smith DE (1968) Second harmonic alternating current polarography: a general
theory for systems with coupled first-order homogeneous chemical reactions. Anal Chem
40:1967-1970

Mirceski V, Bobrowski A, Zarebski J, Spasovski F (2010) Electrocatalysis of the first and
second kind: theoretical and experimental study in conditions of square-wave voltammetry.
Electrochim Acta 55:8696-8703



References 195

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

73.

74.

75

76.

7.

78.

79.

80.

Mirkin MV, Bard AJ (1992) Multidimensional integral equations: a new approach to solving
microelectrode diffusion problems. Part 2. Applications to microband electrodes and the
scanning electrochemical microscope. J Electroanal Chem 323:29-51

Murphy MM, O’Dea JJ, Arn D, Osteryoung JG (1990) Theory of cyclic staircase voltammetry
for first-order coupled reactions. Anal Chem 62:903-909, with correction in Anal Chem
62:1904

Nadjo L, Savéant JM (1971) Dimerization, disproportionation and E.C.E. mechanisms in the
reduction of aromatic carbonyl compounds in alkaline media. J Electroanal Chem 33:419-451
Nadjo L, Savéant JM (1973) Electrodimerization. VIII. Role of proton transfer reactions in
the mechanism of electrohydrodimerization. Formal kinetics for voltammetric studies (linear
sweep, rotating disc, polarography). J Electroanal Chem 44:327-366

Nadjo L, Savéant JM (1973) Linear sweep voltammetry: Kinetic control by charge transfer
and/or secondary chemical reactions. I. Formal kinetics. J Electroanal Chem 48:113-145
Nadjo L, Savéant JM, Su KB (1985) Homogeneous redox catalysis of multielectron electro-
chemical reactions. Part II. Competition between homogeneous electron transfer and addition
on the catalyst. J Electroanal Chem 196:23-34

Ng SLL, Cheh HY (1985) The application of linear sweep voltammetry to a rotating disk
electrode with a catalytic process. J Electrochem Soc 132:93-98

Ng SLL, Cheh HY (1985) The application of linear sweep voltammetry to a rotating disk
electrode with a kinetic process. J Electrochem Soc 132:98-102

Ng SLL, Cheh HY (1986) The application of linear sweep voltammetry to a rotating
disk electrode for electrode reactions preceded by a chemical reaction. J Electrochem Soc
133:1385-1388

Nicholson RS (1965) Some examples of the numerical solution of nonlinear integral
equations. Anal Chem 37:667-671

Nicholson RS, Shain I (1964) Theory of stationary electrode polarography. Single scan and
cyclic methods applied to reversible, irreversible, and kinetic systems. Anal Chem 36:706—
723.

Nicholson RS, Shain I (1965) Theory of stationary electrode polarography for a chemical
reaction coupled between two charge transfers. Anal Chem 37:178-190

Nicholson RS, Wilson JM, Olmstead ML (1966) Polarographic theory for an ECE mecha-
nism. Application to reduction of p-nitrosophenol. Anal Chem 38:542-545

Nishihara C (1982) Note on approximate equations of DC polarographic current—potential
curves for a catalytic wave. J Electroanal Chem 134:171-176

Nishihara C, Matsuda H (1974) Contributions to the theory of kinetic and catalytic currents
in polarography. J Electroanal Chem 51:287-293

Nishihara C, Matsuda H (1977) A contribution to the theory of D.C. polarographic current—
voltage curves. Electrode reactions with three parallel charge transfer processes. J Electroanal
Chem 85:17-26

. Nishihara C, Matsuda H (1979) Note on approximate equations of DC polarographic

current—potential curves for electrode reactions coupled with a preceding chemical reaction.
J Electroanal Chem 103:261-265

Nishihara C, Satd6 GP, Matsuda H (1975) A.C. polarography of the Nernstian charge transfer
followed by an irreversible chemical reaction. J Electroanal Chem 63:131-138

O’Dea JJ, Osteryoung J, Osteryoung RA (1981) Theory of square wave voltammetry for
kinetic systems. Anal Chem 53:695-701

O’Dea JJ, Wikiel K, Osteryoung J (1990) Square-wave voltammetry for ECE mechanism.
J Phys Chem 94:3628-3636

Ohsaka T, Sotomura T, Matsuda H, Oyama N (1983) Double potential step chronoamper-
ometry for reversible follow-up chemical reactions. Application to the aquation kinetics of
bis(ethylenediaminemonoacetato)cobalt(II). Bull Chem Soc Jpn 56:3065-3072

Oldham KB (1986) Convolution: a general electrochemical procedure implemented by a
universal algorithm. Anal Chem 58:2296-2300



196

81

82.

83.

84.

85

86.

87.

88.

89.

90.

91.

92.

93.

94.

95.

96.

97.

98.

99.

100.

101.

8 Models Involving Transport Coupled with Homogeneous Reactions

. Olmstead ML, Nicholson RS (1967) Theoretical evaluation of effects of electrode sphericity
on stationary electrode polarography. Case of a chemical reaction following reversible
electron transfer. J Electroanal Chem 14:133-141

Olmstead ML, Nicholson RS (1969) Cyclic voltammetry theory for the disproportionation
reaction and spherical diffusion. Anal Chem 41:862-864

Olmstead ML, Hamilton RG, Nicholson RS (1969) Theory of cyclic voltammetry for a
dimerization reaction initiated electrochemically. Anal Chem 41:260-267

O’Malley RE Jr (1974) Introduction to singular perturbations. Academic Press, New York

. Polcyn DS, Shain I (1966) Theory of stationary electrode polarography for a multistep charge
transfer with catalytic (cyclic) regeneration of the reactant. Anal Chem 38:376-382

Puy J, Salvador J, Galceran J, Esteban M, Diaz-Cruz JM, Mas F (1993) Voltammetry of labile
metal-complex systems with induced reactant adsorption. Theoretical analysis for any ligand-
to-metal ratio. J Electroanal Chem 360:1-25

Quentel F, Mirceski V, 'Her M, Stankoska K (2012) Assisted ion transfer at organic film-
modified electrodes. J Phys Chem C 116:22885-22892

Renault C, Andrieux CP, Tucker RT, Brett MJ, Balland V, Limoges B (2012) Unraveling the
mechanism of catalytic reduction of O, by microperoxidase-11 adsorbed within a transparent
3D-nanoporous ITO film. ] Am Chem Soc 134:6834-6844

Roizenblat EM, Kosogov AA, Kolmanovich VYu (1989) Voltamperometry under conditions
of limited diffusion. Irreversible process with a preceding chemical reaction. Elektrohim
25:201-207 (in Russian)

Rudolph M (1990) An algorithm of general application for the digital simulation of
electrochemical processes. J Electroanal Chem 292:1-7

Ruzi¢ I, Smith DE, Feldberg SW (1974) On the influence of coupled homogeneous redox
reactions on electrode processes in D.C. and A.C. polarography. I. Theory for two independent
electrode reactions coupled with a homogeneous redox reaction. J Electroanal Chem 52:157—
192

Sanchez Maestre M, Muiioz E, Avila JL, Camacho L (1992) Application of Matsuda’s pulse
polarography theory to electrode processes coupled to very fast chemical reactions: study of
the CE mechanism by differential pulse polarography. Electrochim Acta 37:1129-1134
Saveant JM (1967) ECE mechanisms as studied by polarography and linear sweep voltam-
metry. Electrochim Acta 12:753-766

Saveant JM (1967) Cyclic voltammetry with asymmetrical potential scan: a simple approach
to mechanisms involving moderately fast chemical reactions. Electrochim Acta 12:999-1030
Savéant JM, Su KB (1984) Homogeneous redox catalysis of electrochemical reaction Part VI.
Zone diagram representation of the kinetic regimes. J Electroanal Chem 171:341-349
Savéant JM, Su KB (1985) Homogeneous redox catalysis of multielectron electrochemical
reactions. Part I. Competition between heterogeneous and homogeneous electron transfer.
J Electroanal Chem 196:1-22

Savéant JM, Vianello E (1960) Recherches sur les courants catalytiques en polarographie—
oscillographique 4 balayage linéaire de tension. Etude théorique. In: Advances in polarogra-
phy. Pergamon Press, London, pp 367-374

Savéant JM, Vianello E (1963) Etude de la polarisation chimique en régime de variation
linéaire du potentiel. Cas d’une désactivation spontanée, rapide et irréversible du produit de
la réduction. CR Hebd Séances Acad Sci Paris 256:2597-2600

Savéant JM, Vianello E (1963) Potential-sweep chronoamperometry theory of kinetic currents
in the case of a first order chemical reaction preceding the electron-transfer process.
Electrochim Acta 8:905-923

Savéant JM, Vianello E (1964) Chronoampérométrie 4 variation linéaire de potentiel. Etude de
la polarisation chimique dans le cas d’une désactivation rapide et spontanée du dépolarisant.
CR Hebd Séances Acad Sci Paris 259:4017-4020

Savéant JM, Vianello E (1965) Potential-sweep chronoamperometry: kinetic currents for first-
order chemical reaction parallel to electron-transfer process (catalytic currents). Electrochim
Acta 10:905-920



References 197

102.

103.

104.

105.

106.

107.

108.

109.

110.

111.

112.

113.

114.

115.

116.

117.

118.

119.
120.

121.

122.

Savéant JM, Vianello E (1967) Potential-sweep voltammetry: general theory of chemical
polarization. Electrochim Acta 12:629-646

Savéant JM, Vianello E (1967) Potential-sweep voltammetry: theoretical analysis of
monomerization and dimerization mechanisms. Electrochim Acta 12:1545-1561

Savéant JM, Xu F (1986) First- and second-order chemical-electrochemical mechanisms.
Extraction of standard potential, equilibrium and rate constants from linear sweep voltam-
metric curves. J Electroanal Chem 208:197-217

Schwarz WM, Shain I (1966) A potential step-linear scan method for investigating chemical
reactions initiated by a charge transfer. J Phys Chem 70:845-852

Shuman MS (1970) Calculation of stationary electrode polarograms for cases of reversible
chemical reactions other than first-order reactions following a reversible charge transfer. Anal
Chem 42:521-523

Shuman MS, Shain I (1969) Study of the chemical reaction preceding reduction of cadmium
nitrilotriacetic acid complexes using stationary electrode polarography. Anal Chem 41:1818-
1825

Singh RP, Singh T (2011) Effect of electrons involved in charge transfer reactions in ECE
processes under linear sweep voltammetry: a theoretical model. Model Assist Stat Appl
6:261-266

Singh RP, Singh T, Dutt J, Atamjyot (2000) Mass transfer to tubular electrodes: ECE process.
J Math Chem 27:183-190

Singh T, Dutt J, Kaur S (1991) Cyclic and linear sweep voltammetry at tubular electrodes.
Part V. Kinetic processes. J Electroanal Chem 304:17-30

Singh T, Singh RP, Dutt J (1995) Mass transport to tubular electrodes. J Math Chem 17:335-
346

Singh T, Singh RP, Dutt J (1998) Mass transport to tubular electrodes. Part 2: CE process.
J Math Chem 23:297-308

Singh T, Singh RP, Dutt J (2000) Linear sweep voltammetry of irreversible charge transfer
coupled with irreversible catalytic reaction under diffusion—convection control: An integral
equation approach. Indian J Pure Appl Math 31:363-374

Smith DE (1963) Alternating current polarography of electrode processes with coupled
homogeneous chemical reactions. I. Theory for systems with first-order preceding, following,
and catalytic chemical reactions. Anal Chem 35:602-609

Smith DE (1964) Theory of the Faradaic impedance. Relationship between Faradaic
impedances for various small amplitude alternating current techniques. Anal Chem 36:962—
970

Sobel HR, Smith DE (1970) D.C. polarography: on the theory for the current—potential profile
with an ECE mechanism. J Electroanal Chem 26:271-284

Stuart A, Foulkes F (1988) Study of ECE reactions with multiple parallel chemical steps using
linear scan voltammetry. Electrochim Acta 33:1411-1424

Tachi I, Senda M (1960) Polarographic current of stepwise electrode process involving
chemical reaction. In: Longmuir IS (ed) Advances in polarography, vol 2. Pergamon Press,
Oxford, pp 454464

Teja HS (2012) Mass transport of visco-elastic electrodes. Res Anal Eval 4:40-42

Tokuda K, Matsuda H (1979) Theory of A.C. voltammetry at a rotating disk electrode. Part
III. Redox-electrode reactions coupled with first-order chemical reactions. J Electroanal Chem
95:147-157

Zakharov MS, Bakanov VI (1975) Voltammetry under conditions of semi-infinite spherical
and cylindrical diffusion. Electrode process followed by a first order chemical reaction. 1zv
Tomsk Politekh Inst 197:30-33 (in Russian)

Zakharov MS, Pnev VV (1975) Voltammetry with an arbitrary current (electrode potential)
form, under conditions of semi-infinite spherical and cylindrical diffusion. I. Electrode
processes preceded by a first order chemical reaction. Tr Tyumen Ind Inst 32:3-11 (in
Russian)



Chapter 9
Models Involving Distributed and Localised
Species

In this chapter we discuss electroanalytical models in which dynamic distributed
species have to be taken into account simultaneously with dynamic localised
species. Models of this kind are frequently encountered in organic electrochemistry,
or in studies of electrocatalytic reactions, deposition/precipitation of solid phases
(or layers), or modified electrodes.

We have seen in Chap. 4 that in the case of models involving dynamic localised
species alone one can obtain a surprising diversity of the IEs, depending on
the choice of unknown variables and/or on the procedure of deriving the IEs.
One can expect that the combination of these diverse approaches to handling
dynamic localised species, with the various possible concentration—production rate
relationships for dynamic distributed species, discussed in Chaps.5, 6, 7, and 8,
can lead to an even bigger variety of equations. Indeed, the literature reveals that
a particular electrochemical system involving dynamic distributed and dynamic
localised species can often be described in a number of alternative ways. As a
result one obtains different, but equivalent equations. The equations can be IEs
involving integrals with kernels already known from Chaps.4, 5, 6, 7, and 8,
but also IDEs of various forms. The appearance of new kernels, not predicted in
previous chapters, is also possible, as well as the occurrence of (generally rare
in electrochemistry) nonlinear IEs involving integrals given by Eq. (3.1), in which
integrands are nonlinear expressions of the unknown function ¥(¢). Section 9.1
discusses all these details of the IE or IDE derivation for the present category of
models.

There are many published IE- or IDE-based spatially one-dimensional models
of electroanalytical experiments for systems involving distributed and localised
species. Most of these IEs or IDEs describe controlled potential experiments.
However, there have also been a few IEs or IDEs describing controlled current
experiments. A brief summary of all these literature models is given in Sect. 9.2.
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200 9 Models Involving Distributed and Localised Species
9.1 Derivation of the IEs or IDEs

Consider an experiment, in which a set of N heterogeneous reactions takes place
at an interface studied, among N3¢ dynamic distributed species and N' dynamic
localised species. We focus here on spatially one-dimensional models, because there
are currently no literature examples of higher dimensional models. However, the
procedures described below can be extended to multiple dimensions. The dynamic
distributed species may belong to any one of the two spatially extended phases
adjacent to the interface, and they are subject to one-dimensional PDEs of diffusion,
convection—diffusion, (homogeneous) reaction—diffusion, or reaction—convection—
diffusion type. The dynamic localised species are present at the interface only. Apart
from these species, the system may also involve static (distributed and/or localised)
species, but this possibility does not influence the present discussion. Similarly to
the experiments discussed in Chaps. 4, 5, 6, and 8, the derivation of the IEs (or IDEs)
for the present kind of models is based on Eq. (2.54) with matrices V and Z resulting
from the partial inversion of Eq.(2.53), possibly followed by the application of
additional assumptions. These can be equilibrium assumption(s) referring to some
of the heterogeneous reactions, or steady state assumption(s) referring to some of
the dynamic species.

In view of the discussion in Sects. 2.7 and 2.9, the elements of the vector _p> het(7)
are now given by Eqs. (2.46), (2.47), and (2.49), depending on the type of the
dynamic species (distributed, localised, and electrons exchanged). It is convenient
to distinguish subvectors 7 4"(¢) and 7 9et(r) of 7 M'(r), that group together
interfacial production rates of dynamic distributed and dynamic localised species,
respectively (it is not required that all species of one type precede all species of the
second type in vector 7 "e(r); the species can be ordered in any way). Hence, from
Eq. (2.47) we have:

AT (1)
7N = = 0.1)
t
or, by analogy with Eq. (4.12):
t
T =T"+ / 7 ety dr | 9.2)
0

where 1_")(t) is the vector of the concentrations of the dynamic localised species.
Simultaneously, for the dynamic distributed species Eq. (8.1) now takes the form:

t
2 =" + / 7t 1) [_p>dd’hel(t)—_p>dd’het’*] dr , 9.3)
0
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where © T(2) is the vector of the boundary concentrations of the dynamic distributed
species at the interface studied, and .7 (z,7) is the matrix of suitable kernel
functions representing transport and homogeneous reactions. In agreement with the
7 ddbets

*

previous notation, initial concentrations are denoted by 7“) *and ¢ , and
is the vector of initial values of 7 %'(¢). Equations (9.1)~(9.3) are necessary for
the procedures of deriving the IEs or IDEs. Below we attempt to describe, in a
systematic way, the various derivation procedures, most frequently encountered in
the literature. A former review by Lovri¢ [52] can be suggested as an introduction
to this subject.

Procedure 1 In this procedure one assumes that 7 991t (r) and ?(t) are to play the
role of the unknown functions of time. The mere substitution of Egs. (9.1) and (9.3)
into Eq. (2.54) then gives IDE(s) from which these unknowns can be determined.
Equation system (2.54) may contain one additional equation, from which model

responses (current or potential) are to be calculated. We obtain IDEs, because

7 44het (1) occurs under integrals in Eq. (9.3), whereas 1_")(1) occurs both directly (in

the reaction rate expressions or equilibrium equations) and in the derivative form

dI_")(t) /dt. This procedure was used by Reinmuth [105]. Its further applications
can be found in [4, 42, 107, 108, 114, 115]. Although the procedure is generally
applicable, we do not recommend it, because the solution of the IDEs is usually
more involved than the solution of the IEs. For example, discretisations of the
derivatives must be provided, in the IDE case, in addition to the discretisations of
the integrals, sufficient for IEs. Also initial conditions for the unknowns present
in the derivative form must be supplied, in contrast to the initial values of other
unknowns. The equally general Procedure 4, described below, entirely avoids all
these problems.

Procedure 2 A somewhat simpler variant of Procedure 1 is obtained if, owing
to appropriate model assumptions, elements of matrix Z acting on p 4P(¢) are
zero [with the allowed exception of one equation in Eq. (2.54), which serves for
determining the model response, if such equation is present], and which can still

involve elements of d I* (¢)/dt. Such model assumptions can be equilibrium assump-
tions for selected reactions, steady state assumptions for selected intermediates, or
replacements of some of the structural conservation relationships by equivalent
AEs. For example, the structural conservation relationship involving exclusively
production rates of localised species:

ar) _
Za,- =0, 9.4)

i

with numerical coefficients a;, which is differential in nature, can be replaced by the
equivalent AE:

a,-]“,-(l) = a; '™ . 9.5)
2 2ol
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In such cases, the AEs present in Eq.(2.54) allow one to calculate 1_")(t) as a

function of ¢ f(¢). Substitution of I’ (¢) into the remaining equations then gives
IEs for _p) ddhet(£) ‘instead of the IDEs obtainable in the general case of Procedure 1.
The treatment of the electroanalytical models by this procedure is therefore almost
identical to the models discussed in Chaps.5, 6, and 8, for systems involving
exclusively dynamic distributed species. This procedure was used by White and
Lawson [119]. Its further applications are in [3,6, 12, 13,35,42,43,123].

Procedure 3 Another variant of Procedure 1, resulting in somewhat different IDEs,
can be applied when (one or more) integral(s) having the form:

dr;(r)

Y@)= | #(t, 1) dr (9.6)
/

occurs in the IDEs obtained by Procedure 1, where % (¢, t) is a weakly singular
kernel of the convolution type. Such conditions are satisfied by the majority of
kernels considered in Chaps.5, 6, and 8, with the exception of the kernel for the
expanding plane model of the DME. Since for the convolution kernel # (¢, t) =
@(t — 1), where ¢(¢) is a certain function of time, the application of the Laplace
transformation (3.12), and of the convolution theorem (3.17), to Eq. (9.6) gives:

() =27 o0 [sfie) - 17]}

*

-2 s | =L |-of = & [0 (nw-r7] or
0

S
9.7)

In proving the equivalence (9.7), one takes into account formula (3.18) with
n = 1, the weak singularity of JZ(¢,t), and the boundedness of I;(t) — I';*

t
at t — 07T, which together imply that 1im+ [ (7)) [I;(x)—T7] dr = 0.
t—>0T ¢

By using Eq.(9.7), (some of) the temporal derivatives dI;(z)/d¢ in the IDEs
obtained by Procedure 1 are replaced by the temporal derivatives of the integrals

t
[ (t.7) [I;(x) — I*] dr. Such a modification of Procedure 1 was used by
0

Lovrié [46], and it remained in use mostly by Lovri¢ and co-workers [47, 50, 53—
55,59,60, 64,84, 125-127].

A different attempt to get rid of the temporal derivative dI7;(¢)/d¢ under the
integral (9.6) was reported by Nicholson [82], who employed integration by parts:

t

Y() = ot — o) [(0)[7=) — /

0

Mr,-(r) dr . 9.8)
dr
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For the kernel .7 (¢, 7) = [ (t—7)]~"/?, related to planar diffusion in a semi-infinite
spatial domain, Eq. (9.8) becomes

Y(0) = [t -0 L), - %n_l/z /(z —0)3 L dr. (9.9
0

The problem with Eq. (9.9) is that the kernel (1 — 7)~*/? in the integral in Eq. (9.9)
is strongly singular (cf. Sect.3.1), and also the first term in the right-hand side of
Eq.(9.9) is divergent when t — ¢. It is not clear how this problem was handled
by Nicholson [82], but it seems that the calculations reported there are erroneous.
Wrong predictions of Nicholson [82] were identified by White and Lawson [119].
We therefore do not recommend the route based on Eq. (9.8).

Procedure 4 Compared to Procedures 1, 2, and 3, a better idea is to consider
7 dhet ) and  9Pe(r) as unknown functions of time. This is a generally
applicable approach. It can be viewed as a combination of the procedure from
Chaps. 5, 6, or 8 (for dynamic distributed species), with Procedure 3 of Chap. 4 (for

dynamic localised species). After substituting expressions (9.2) and (9.3) for ?(Z)
and ¢ T(r) into Eq.(2.54), one obtains IEs, from which 7 %t(z) and 7 dhet(y)
can be determined. Since numerical solution algorithms (see Chap.12) usually
yield approximations both to the unknown functions and to their integrals present

in the IEs, by solving the IEs one also obtains 7 () and ?(t). This procedure
was used by Wopschall and Shain [120], and it has become quite popular among
various authors [5, 8, 24, 34, 62, 63, 72, 74, 86, 87, 121, 122]. The procedure can
be recommended as the most transparent and unsophisticated one. It elegantly
combines integrals having kernels characteristic of transport with homogeneous
reactions, with integrals having kernel .2 (¢,7) = 1, characteristic of localised
species. Therefore, numerical algorithms developed for the above kernels can be
easily re-used, without a need to adapt them to any new kernels.

Procedure 5 Apart from the generally applicable Procedures 1 and 4, there have
been a few alternative procedures valid in special situations. One of them makes use
of the relationship (9.3) inverted in a particular way. The inversion may be not easy
for an arbitrary kernel function, but it becomes rather straightforward in the case of
planar diffusion in a semi-infinite spatial domain. In accordance with the discussion
in Sect. 5.2 [cf. Egs. (5.71) and (5.86)], we then have for any j th dynamic distributed
species:

t

cl@y=ct+ D7 / [x(t — )7 p{*"(r) dr . (9.10)

0
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We divide the Laplace transform of Eq. (9.10) by s'/2, and re-transform, which in
view of the convolution theorem (3.17) and formula (3.19) gives:

t

/[n(t—t)]_l/z [cj(r)—c;] dr = D;I/Z/ Pl (e) dr ©.11)
0

0

or, after analytical integration of ¢} with the kernel [ (7 — ‘L')]_l/ 2,

t t
/[n(t—r)]_l/2 (o) dTZZC;JT_l/ztl/z-i-Dj_l/z/p?d'hel(‘r) dr. (9.12)
0 0

Equations (9.11) or (9.12) are useful if the reaction scheme at the interface studied
involves equilibrium heterogeneous non-electrochemical reactions, so that c; (t)

is related to (some elements of) 7“)(t) by AEs. For example, the equation of an
adsorption isotherm may hold, between the jth dynamic distributed species and the
ith dynamic localised species:

Kej(o) = f () . (9.13)

where K is the adsorption equilibrium constant, and function f (-) defines the
particular isotherm (see Sect. 2.7). Usually another equation also exists in equation
system (2.54), linking pjd "!(r) and p™"'(r) = dI;(r)/dt. Such equation can take
the form:

dd het dr; (1)
dr

(1) +a =b(t), 9.14)

where a is a numerical coefficient, and b () denotes jointly terms such as production
rates of other species or (possibly) some reaction rates. Consequently, one obtains
from Eqs. (9.12), (9.13), and (9.14):

K! / [ (t —r)]_l/2 f(I(T)) dr—ZC;n_l/ztl/z

J

_ dr; _
:_ap.l/z/ dt(’)d + D l/z/b(r)dr

0

~aD;'? L) - —i—D_l/z/b(r) dr . (9.15)
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Equation (9.15) is an IE, in which one unknown is [;(¢). Other unknowns may
be present in b(¢). As the function f (-) is usually nonlinear, the IE(s) obtained
by this procedure may be nonlinear in the sense of Eq.(3.1). This procedure was
used by Levich et al. [41], who considered planar diffusion in a semi-infinite spatial
domain, and convection—diffusion to an expanding plane, but the description of the
derivations was very brief. Holub and Némec [30, 31] used this procedure with
some modifications, to consider approximately spherical diffusion in a semi-infinite
spatial domain, and DMEs. Rampazzo [104] presented a detailed outline of this
procedure for planar diffusion in a semi-infinite spatial domain, with a focus on the
adsorption subject to Frumkin isotherm. The procedure was also used by Guidelli
and Pezzatini [22], the group of researchers from the University of Barcelona
[16, 20, 65-68, 98,99, 101-103, 112], and by Fujioka [15]. Van Leeuwen and co-
workers [32,33, 116] used a time-differentiated Eq. (9.11) for their IE derivation,
and extended this equation to spherical diffusion, and expanding plane convection—
diffusion.

Procedure 6 In cases when the reaction scheme involves equilibrium adsorption
reactions subject to the linear (Henry) isotherms, a special procedure can be used,
leading to the appearance of integrals with new kernel functions. In this procedure
concentrations I (¢) of localised species, that are in adsorption equilibria, form
one set of unknown functions. The remaining unknowns are production rates of
other species, or perhaps some reaction rates. The procedure may not be easy to
perform for arbitrary transport conditions, but it becomes rather straightforward
in the case of planar diffusion in a semi-infinite spatial domain. In agreement
with these conditions, let us assume Eqgs. (9.2), (9.10), and (9.14) to hold, whereas
Eq. (9.13) is replaced by the Henry isotherm:

Kl =r@). (9.16)

We apply the Laplace transformation (3.12) to Egs. (9.2), (9.10), (9.14), and (9.16),
and combine the transforms obtained, which gives

~dd het
1Py (s)

ot <j

o papb®afsho - 1]
Ty 0 $1/2
e D_l/zb(s) — aKs [aj(s) - _,] —a (Kc; - r) -
=2 +0D; 72 9.17)
Equation (9.17) is rearranged to give

~ r*

R ¢y 1 b(s ¢ —
&) = T] + (s) ;K (9.18)

ak pi2\ p2\ "’
12 (Sl/z I ?) 12 (Sl/z + 2
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or, after re-transforming:

12

t
r* D
c;(t) =cj+ / J(t,7) b(r) dt — (c]* - I;' ) erex (Ttl/z) , (9.19)
0

where

D'/? D2
H(t, 1) = Dj_l/2 (7) erex |: aJK (t — 1)1/2:| , (9.20)

with erex(-) defined by Eq. (5.76). Expression (9.19) consists of two components.
The first component is a convolution integral with the kernel (9.20), which links
the interfacial concentration c; (z) with the function b(¢). The second component
is a specific function of time. Note that despite Eq.(9.16), the factor ¢ — I3* /K
in the second component is not necessarily zero, as the initial concentration I;*
may not be in equilibrium with c7. For example, in the case of DMEs it is often
assumed that ¢; > 0 and I;* = 0, if 1 = 0 corresponds to the drop formation
moment (cf. Sect.2.10). However, if I;* is an equilibrium concentration, then
the second component vanishes. Substitution of Eq.(9.19) into Eq.(2.54) gives
IE(s) containing the kernel (9.20), from which the unknown functions present
in expression b(t) can be determined. The unknowns [;(¢) are obtained from
Eq. (9.16). The kernel term involving function erex(z) is already known from our
discussion of spherical diffusion in Sect.5.2 [cf. Eq.(5.74)], but expression (9.20)
involves a different parameter (Djl-/ 2aK ~1). The advantage of Procedure 6,
over Procedure 4, is debatable, although in favourable circumstances Procedure 6
may reduce the number of IEs to be solved, or simplify the solution process
(see examples below). Procedure 6 was used in a number of studies by Lovri¢
and co-authors, including (among others) Gulaboski, Mirceski, Murray, and Solis
[18,19,23,38-40,48,49,51,56,57,61,71,73,75,76,79,81], and also by Osteryoung
and co-workers [83, 113].

Procedure 7 It sometimes happens, especially if the reaction scheme at the interface
studied involves non-equilibrium heterogeneous reactions, that selected ODEs or
DAEs contained in Eq.(2.54) can be solved analytically, in whole or in part.
By proceeding in the way somewhat similar to Procedure 2 in Chap.4, one can
substitute these analytical solutions into the remaining equations. As a result one
obtains IEs or IDEs with integrands and kernels that are hard to predict or describe
in a general manner, as the procedure is strongly problem-dependent. We therefore
do not recommend this procedure, unless one can clearly prove its advantage
over Procedure 4, for any particular purpose. Examples of IEs obtained by such
procedure(s) are found in [7,9,29,58,77,110].

We illustrate Procedures 1-6 by three examples. As a first example, let us
consider an experiment with the electrode at which an equilibrium adsorption
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reaction takes place (see, for example, Reinmuth [105] or Rampazzo [104]):
X 2 Xoad - 9.21)

Reaction (9.21) involves a dynamic distributed species X;, and dynamic localised
species X; 4. We assume that neither X; nor its adsorbed form X, ,4 undergoes
further reactions. This is neither a controlled potential nor a controlled current
experiment, since no electrochemistry is involved. However, the experiment can
be followed by an electrochemical stripping analysis of the deposited adsorbate at
a controlled potential or current, by measurements of the differential capacitance of
the double layer, or by other measurements, for example spectro(electro)chemical.
The stoichiometric matrix N ¥™Pet in Eq. (2.53) is

N dynbet _ |:—11i| . 9.22)

The vector 7h°‘(t) = [r{‘e‘(t)]T of reaction rates comprises a single element:
the rate of reaction (9.21), and the vector of production rates is _p)het(t) =
[pie(r). plz“et(t)]T = [Ji ). sz(t)/dt]T. As there is no current flowing, elec-
trons exchanged are not taken into account. Partial inversion of Eq.(2.53) with
matrix (9.22) gives matrices V and Z:

— T1

V= [0} , (9.23)
— [-10

Z:[l 1] (9.24)

The resulting first equation in equation system (2.54) is replaced by the adsorption
equilibrium equation:

Kcl(t)=f () . (9.25)

and the second equation in equation system (2.54) is the structural conservation
relationship:

dir(t)

Jll(f) + a

0 (9.26)

of the form of Eq. (9.14) witha = 1 and b(z) = 0. By applying Procedure 1, we take
¥(t) = I»(t) as the unknown function, so that from Egs. (9.3), (9.25), and (9.26)
we obtain a single (generally nonlinear) IDE:

dv (1)
dr

K|t —/yzl(t,f) dt | — F (@) =0, 9.27)
0
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with initial condition ¥(0) = I, where J#|(¢, 7) is the kernel representing the
transport of X;. Procedure 2 is not applicable to this model. Procedure 3 gives an
alternative single (generally nonlinear) IDE:

et _c% /%ﬂ(l,r) [W(r)—Iy] dey — £ (P(1)) =0, (9.28)
0

where again ¥ (t) = I5(¢) is assumed. In Procedure 4 we take ¥ (t) = dI5(¢)/dt =
—-J lJ- () as the unknown function, so that Eq. (2.54) turns into the single (generally
nonlinear) IE:

t

t
K |ct —/%(l,r) U(yde |- f | Iy —}—/llf(r) dt ] =0. (9.29)
0 0
Assuming that J#1(¢, 1) = Dl_l/2 [r(t — r)]_l/z, and by taking ¥ (t) = I>(¢t) as an
unknown function, Procedure 5 allows one to present Eq. (9.29) in the form of the
single IE:

K / 2t — O™ f @) de+ D72 [w() = I}]—2¢;n %2 = 0.
’ (9.30)

Finally, by applying Procedure 6, we take ¥ (t) = I»(¢) as the only unknown. As
b(t) = 0, the integral term in Eq. (9.19) vanishes entirely, so that the combination
of Eqgs. (9.19) and (9.25) simply gives an analytical expression for ¥(¢), valid for
the Henry isotherm:

NG
() =K — (Kcf — Iy)erex (? tl/z) ) 9.31)

Equation (9.31) means that for this example Procedure 6 actually yields the solution
without requiring IE solving.

As a second example, let us consider a controlled potential experiment for
an equilibrium adsorption reaction, followed by an irreversible electron transfer
between the electrode and the adsorbed intermediate (see, for example, [61]):

Xy 2 Xoad (9.32)
X34 + ne” — products. (9.33)
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The stoichiometric matrix N 9¥™het jn Eq.(2.53)is

10
Ndmhet — 1 |, (9.34)
0—n

Electrons exchanged are taken into account as dynamic species. Therefore,
the vector of production rates is p ™(t) = [pi(r), pi(r), p?et(t)]T =
[Ji-@). d1"2(t)/dt I(t)(FA)_l]T. The vector of reaction rates is 7 "(z)
[r{‘e‘(t) rhet(t)] Partial inversion of the corresponding Eq. (2.53) gives Eq. (2.54)
with matrices V and Z:

10

V=|01], (9.35)
00
-1 00

Z=|-1-10]. (9.36)
—n —nl

The resulting first equation in equation system (2.54) is replaced by the adsorption
equilibrium equation:

Kcl(t)=f (D) . (9.37)

The second equation in equation system (2.54) is the reaction rate equation for
reaction (9.33):

K0 Iy (1) exp _%RF [E@) - ES + 7t @) + dl;zt(t) 0, (9.38)

and the last equation in equation system (2.54) is the structural conservation
relationship

di>(@)  1(0)
dt  FA

nJit(@) + n =0, (9.39)
that can be cast into the form of Eq. (9.14) witha = 1 and b(t) = I(t1)(nFA)™".

To apply Procedure 1, we can take E/)(t) = [¥1(t), ¥ (0)]" = [Jll(t), Fz(t)]T
as unknown functions. With this choice, Egs. (9.37) and (9.38) yield a (generally
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nonlinear) IDE system:

K|ct +/Jt/1(z,f) Ui(r) de | — f (W) =0, (9.40)
0
k9 Wi (t) exp{—agl’:—'; [E(z)—Eg]} + () + dq:[(t) =0, (9.41)

with initial condition for ¥,(¢) only: ¥,(0) = I3'. After determining E;(t), the
Faradaic current is calculated from Eq. (9.39):
1) d¥, (1)

2D e
m O+ n—g

(9.42)

Procedure 2 is applicable, if a steady state condition dI>(¢)/dt ~ 0 is assumed
for the intermediate X, 4. Neglect of d¥,(¢)/dt in Eq.(9.41) then gives an IE
system, instead of an IDE system, but retaining of d¥,(z)/d¢ in Eq.(9.42) may
still be necessary. Procedure 3 is not applicable for the above choice of unknowns.
However, if we choose E/)(t) = [¥(), &))" = [1"2(1), I(t)(FA)_l]T as
unknowns, we obtain equations alternative to Eqs. (9.40) and (9.41), which can be
transformed by Procedure 3 into the following system of one (generally nonlinear)
IDE and one AE:

t t
1 d
K c;+;/zf1<z,f) ¥n() df—d—t/"“(”ﬂ (W) - I13] dr
0 0

—f W) =0, (9.43)

k9 Wi (1) exp{—agl’:—’; [E@t) - EQ]} - %T(t) =0, (9.44)

with initial condition for ¥(¢) only: ¥(0) = I*. The dimensionless Faradaic
current is obtainable immediately from Egs. (9.43) and (9.44) as ¥,(¢). In the
case of a potential step chronoamperometric experiment, ¥,(¢) can be calculated
from Eq.(9.44), and substituted into Eq.(9.43), so that we get a single IDE for
Wi (t). If E(¢t) is not constant, such a substitution is also possible, but one then
obtains a kernel dependent on the E(¢) function, which is not convenient, because
most of the numerical algorithms for IEs are built for specific, pre-defined kernels

(see Chap.12). To apply Procedure 4, we choose E;(t) = @), »:0)]" =
[JlJ-(t), sz(t)/dt]T as unknown functions, so that Egs. (9.37) and (9.38) become
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an IE system:

t

K|+ [Acowm@a|-f (s [noa) =0 )
0 0

t

K| Iy +/w2(z) dr exp{—agg [E@t) — EQ]} + (1) + () =0,
0
(9.46)

(which is generally nonlinear). After determining Ef)(t), the Faradaic current is
calculated from Eq. (9.39):

I(¢

% =n¥(t) + n(t) . (9.47)
Procedure 5 can be applied assuming Ef)(t) = W), .(O)]Y = [[(), 1(1)
(FA)™'" as unknown functions. For planar diffusion in a semi-infinite spatial
domain, combination of Eq.(9.12) for species X; with Eqgs.(9.37), (9.38),
and (9.39), gives a system of one (generally nonlinear) IE and one AE:

K / [t — )] f (W (2) de+ D;"? [wi(t) - 7]
0

t
/ W (t) dt — 2¢in V212 =0, (9.48)
0

Dl—l/z

%0 _ g (9.49)
n

nF

kS Wi (1) exp { —agﬁ [E@) - Eg]} +
The dimensionless Faradaic current is obtained immediately from Eqgs. (9.48)
and (9.49), as the solution ¥, (t). Similarly to Procedure 3, the unknown ¥,(¢) can
be eliminated in the case of the constant potential. Procedure 6 can be applied in the
case of the Henry isotherm. By taking ¥(¢) = I(¢)(FA)~! as an unknown function,
and considering Eq. (9.39) as the relationship (9.14), combination of Egs. (9.19) and
Eq. (9.39) gives a single, linear IE:

! 1 pli2
k(z)K cl*+/ﬁ{erex|: Il(' (t—r)1/2:| v(r) dr

0

ry D,? F (1
—(cl*— Ié)erex (?tl/z)} exp%—aﬁZ—T[E(Z)—Eg]} —l—% =0.

(9.50)
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As the third example, let us consider a controlled current experiment for the reac-
tion scheme (9.32) and (9.33) (see, in particular, [106]). In this example, Egs. (9.37)
and (9.39), with a known perturbation /(¢) serve as a basis for formulating IEs,
whereas Eq. (9.38) is combined with Eq. (9.39) to give

1(1)
k9 (1) exp % —oz2 [E(z) —EJ]; = —— (9.51)
from which the potential-time response E(¢) can be derived. In Procedure 1 we
take as unknowns Ef)(t) = [¥1(r), &))" = [Jll(t), Fz(t)]T, so that Egs. (9.37)
and (9.39) form a (generally nonlinear) IDE system:

cr+ /%(t,r) Yi(r)dr | — f (WL(1)) =0, (9.52)

() 1)

W (1
10+ — nFA

=0, (9.53)

with an initial condition for ¥, (¢) only: ¥,(0) = I,*. If the product 7 (¢, T) I(7)is
analytically integrable, it is convenient to replace Eqgs. (9.52) and (9.53) by a single
(generally nonlinear) IDE for ¥, (¢):

CH@/%@ )@d —/Jifl(t,r) %{mdf — /() =0,
(9.54)

because the first integral in Eq.(9.54) is then a known analytical function of ¢.
By solving Egs. (9.52) and (9.53), or Eq.(9.54), we obtain ¥,(¢) and set it into
Eq. (9.51) to get the potential response:

_ o, RT 0
EO) = B+ o ln|: rals qu(t)} 9.55)

Procedure 2 can be applied if one assumes a steady state condition d/5(¢)/dt =~ 0.
The IDE (9.54) then reduces to the AE for ¥,(¢):

e+ /Jifl(z,r) % dr | — £ (W(t)) = 0. (9.56)
0
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The solution ¥,(¢) is again substituted into Eq. (9.55). By applying Procedure 3,
Eq. (9.54) is replaced by the (generally nonlinear) IDE:

et /Ji/(z )—d ——/%(r 7) [W(r) - Iy] dr

—f (W) =0, (9.57)

with an initial condition ¥,(0) = I}*. Equation (9.57) is solved for ¥,(¢), and
the result is set into Eq.(9.55). Procedure 4 assumes E/)(Z) = [ @), &))" =

[JIJ- (®), sz(t)/dt]T, so that Egs. (9.37) and (9.39) turn into a (generally nonlinear)
IE system:

t t
cy +/Ji/1(t,t) Ui()de |- f| I +/l1’2(r) dt | =0, (9.58)
0
1
(1) + ¥a(t) — % =0. (9.59)

System (9.58) and (9.59) can be reduced to a single IE, by two different routes. If
the product %1 (¢, t) I(t) is analytically integrable, we can calculate ¥;(¢) from
Eq. (9.59), and set it into Eq. (9.58), which gives

cl*+/<%/1(t r)—dr—/%(t 7) (1) dt
0

t

—f 1"2*+/l1/2(t) dr | =o0. (9.60)

0

For planar diffusion in a semi-infinite spatial domain, Eq. (9.60) is equivalent to Eq.
(A23) in Reinmuth [106]. After solving Eq. (9.60) for ¥, (t), the electrode potential
is obtained from

t

k9 F;+/qu(1) dr |} . (9.61)
0

RT nFA

E()= E{ + —— I {-"=
O=5E+0F ™ 0
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Alternatively, if 7(tr) is analytically integrable, we can calculate W,(t) from
Eq. (9.59), and set it into Eq. (9.58), which gives

t t

t
1
K cf—}—/%ﬁ(t,t) Ui(r)de | — f F2*+/ %dt—/dll(r) dr | =0.
n
0 0 0
(9.62)
After solving Eq. (9.62) for ¥;(¢), the electrode potential is obtained from
RT A [ I(o) /
n T
Et)=E}+ ——Inq——k) | I} /—d —/w d
® 2+oz§nF 8 Ity > |°? + nFA ' () de
0 0
(9.63)
Procedure 5 is applicable assuming a single unknown ¥ (¢) = [I(¢). For planar

diffusion in a semi-infinite spatial domain, combination of Egs. (9.15), (9.37) and
(9.39) gives a single (generally nonlinear) IE:

K / [zt —O7"? f (W(v)) dv + D] [w(r) - I7]
0

t

_ I
—2cra~ V22— p'? / LG— (9.64)
nFA

0

After solving it for ¥ (¢), the electrode potential is calculated from

t
RT nFA .
E(t) = E2°+m In —mkg I —i—/lI/(t) dr |}, (9.65)
2 0

where the integral of ¥ (¢) must be additionally evaluated, as it does not occur in the
IE (9.64). Equation (9.64) is equivalent to Eq. (A.24) in [106]. Finally, Procedure 6
gives an explicit expression for cI(t):

t

1 D1/2 Iz

clT(t) =cf + % orex [?(r _ )2 n;}‘) de
0

I pl2
- (cl* - Ié )erex (? tl/z) . (9.66)
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Equation (9.66) can be useful if the integral contained in this equation can be
evaluated analytically. Numerical integration would not present any advantage over
other procedures, especially Procedure 4. By combining Eq. (9.66) with Eq. (9.37)
one obtains the AE for the unknown ¥ (¢t) = I5(¢):

t
1 D,”? I
K cf+/ Eerex[?(t—r)l/2 ﬁdr
0

nFA
I pl2
— (c; - Ié )erex (% zl/z)} —f(¥@®)=0. (9.67)
The electrode potential is calculated from
RT nFA
Et)=E}+ ——In|——k3¥()| . 9.68

9.2 Literature Examples

We summarise here the IE- or IDE-based, spatially one-dimensional, models
of electrochemical systems containing localised and distributed species, that are
available in the literature. We begin with models involving very simple reaction
schemes, and gradually pass to models involving more and more complicated
schemes. A few of the models listed below were previously reviewed by Lovrié
[52].

9.2.1 One-Reaction Schemes

The simplest models deal with a single heterogeneous non-electrochemical reaction
X1 2 Xs.ad (9.69)

involving a dynamic distributed species X;, and a dynamic localised species X5 aq
(adsorbed at the electrode). It is assumed that the electrode studied is initially free of
X3 ad, but it subsequently becomes covered by this adsorbate. Assuming equilibrium
reaction (9.69), the relevant theory describing the temporal evolution of such a
system was given by Reinmuth [105], Levich et al. [41], Rampazzo [104], Vogel
[117,118], Sluyters-Rehbach and Sluyters [115], Miller [69], and Risovi¢ [109].
Miller [69], Bhugun and Anson [7], and Kankare and Vinokurov [36] provided
a theory for a non-equilibrium reversible reaction (9.69). Langmuir isotherm or
reaction rate expressions consistent at equilibrium with the Langmuir isotherm
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were assumed in [7, 36,69, 105, 115]. Temkin isotherm was assumed in [117, 118].
Frumkin isotherm was assumed in [104], whereas a modified Flory—Huggins
isotherm (including lateral interactions between adsorbed molecules) was assumed
in [109]. A general isotherm was approximately handled in [41]. Transport was
by planar diffusion in a semi-infinite spatial domain [7, 36,41, 104, 105, 109, 115];
spherical diffusion [36, 117, 118]; cylindrical diffusion [36]; and by convection—
diffusion to an expanding plane [69, 105, 115]. Podgaetskii [88] considered a
somewhat opposite problem of determining the amount of X; .4, initially present
on the electrode, from the measurements of the differential capacitance of the
double layer. He assumed planar diffusion in a semi-infinite spatial domain, Frumkin
isotherm, and linear potential sweep voltammetry. He later extended his theory
to spherical diffusion [91] and galvanostatic experiments [92]. Most of the above
works were motivated by electrochemistry, but some of them are also applicable to
non-electrochemical systems. It should also be mentioned that there exist analogous
IE-based models for reaction (9.69) taking place at non-electrochemical interfaces.
Examples of such models are found in studies of liquid | air interfaces [25, 70] or
diffusion of impurities in metals [93, 94]. Further similar IEs arise in some heat
conduction problems [90].

Holub [29] considered a single reaction of a substance X; transported by
diffusion to the electrode, with an adsorbed substance X; .4, initially covering the
electrode:

X1 + X34 — products . (9.70)

Planar diffusion in a semi-infinite spatial domain, and kinetic equations consistent

with the Langmuir isotherm were assumed. The resulting equations were shown to

be equivalent to the equations describing Langmuir adsorption without desorption.
Another class of very simple models deals with a single electrochemical reaction

X £ne 2 Xou 9.71)

involving a dynamic distributed species X;, and a dynamic localised species X5 aq
(e.g. adsorbed or otherwise deposited or precipitated at the electrode). Nicholson
[82] presented a theory (containing errors, see Sect.9.1) of linear potential sweep
voltammetry for equilibrium reaction (9.71), assuming planar diffusion in a semi-
infinite spatial domain. The theory was later reconsidered by Gao and Roy
[17]. White and Lawson [119] discussed linear potential sweep voltammetry for
a non-equilibrium reversible reaction (9.71) subject to Butler—Volmer kinetics,
assuming planar or spherical diffusion in a semi-infinite spatial domain. Pnev and
Parubotchaya [85] modelled inversion voltammetry under analogous assumptions
(but for planar diffusion only). A linear dependence of the adsorption energy, on
the electrode coverage by the adsorbed reactant, was assumed. Klimatchev et al.
[37] discussed a method for determining the activity of the deposited species, from
experimental voltammograms. Pnev et al. [86, 87] analysed inverse polarography
for equilibrium and irreversible reaction (9.71), assuming Langmuir-type reaction
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rate and equilibrium expressions. Planar diffusion in a semi-infinite spatial domain
was assumed. Roizenblat and Reznik [110] considered an electrodissolution of
metals concentrated in a very thin, planar mercury film electrode, by DC and
AC voltammetry. Hence, the species present in the mercury film was formally
considered as a quasi-localised species (see Sect.2.9). Later they modelled also
inversion voltammetry under similar assumptions [111]. Lovrié et al. [62] analysed
potential step chronoamperometry and square wave voltammetry for equilibrium
and irreversible reaction (9.71), assuming planar diffusion in a semi-infinite spatial
domain.

Xiang [122] considered the theory of current step chronopotentiometry, potential
step chronoamperometry, and linear potential sweep voltammetry for a single, but
somewhat more complicated irreversible electrochemical reaction:

X)+ Xos —> X3aa 1€ (9.72)

involving one dynamic distributed species X;, one static species X, (species
belonging to the solid electrode phase), and one dynamic localised species X3 aq
(adsorbed). Planar diffusion in a semi-infinite spatial domain was assumed. The
discussion was motivated by the etching metal phase analysis. Lovri¢ et al. [63] and
Mirceski and Lovri¢ [74] discussed square wave voltammetry and potential step
chronoamperometry for another similar reaction:

Xl,dep + 2e” (_—) X2,s + X3 (973)

involving one dynamic localised species X 4¢p (deposited solid phase of a mercury
salt) and X, ¢ (static species belonging to the liquid mercury electrode phase), and
one distributed species X3. Planar diffusion in a semi-infinite spatial domain was
assumed.

9.2.2 Two-Reaction Schemes

Controlled potential experiments for the two-reaction scheme:

X 2 Xoad (9.74)
Xi+ne 2Xj3, (9.75)

comprising an electron transfer between dynamic distributed species X; and X3,
and an adsorption of the reactant X, were a subject of several theoretical studies
[15,32,33,53-55,58,64,84,113,116, 126]. In some studies reaction (9.74) was
assumed to be an equilibrium reaction, subject to the Henry isotherm [32,33, 113,
116], the Langmuir isotherm [15], the Frumkin isotherm [53-55, 64, 84, 126], or
to the conditions of full coverage [32,33, 116]. Lovri¢ and Komorsky-Lovri¢ [58]
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assumed a non-equilibrium reversible reaction (9.74) consistent with the Henry
isotherm at equilibrium. Reaction (9.75) was either an equilibrium reaction [53—
55,58,64,84,126], or irreversible reaction [15,113]. Planar diffusion was considered
in [58, 84, 113, 116], and spherical in [32, 53-55, 64, 126]. Expanding plane
convection—diffusion was considered in [33]. Convection—diffusion to an RDE,
modelled by a thin layer diffusion was assumed by Fujioka [15], A semi-infinite
spatial domain was assumed in all remaining cases. The theory was obtained for DC
polarography [53], normal pulse voltammetry [113], or polarography [32,33,116],
pulse polarography [64, 126], differential pulse polarography [64, 84, 126], linear
potential sweep voltammetry [15], cyclic staircase voltammetry [54], and square
wave voltammetry [55,58].

Reaction scheme (9.74) and (9.75) was also considered in the studies of the effect
of adsorption on chronopotentiometric transition times, by Reinmuth [106], who
assumed a general adsorption isotherm, and Podgaetskii and Filinovskii [14,95,96],
who assumed adsorption isotherm with two plateau [95], Frumkin isotherm [96],
and Henry isotherm [14].

Another two-reaction scheme with the adsorption of the reactant of the electro-
chemical reaction:

X1 2 X0, (9.76)
Xoad+ne” 2 X3, (9.77)

is an alternative to the scheme (9.74) and (9.75), in which the electron transfer
reaction proceeds between dynamic localised species X5 o9 (Which is an adsorbed
form of the dynamic distributed reactant X;), and distributed species X3. When
reactions (9.74) and (9.76) are equilibrium reactions, the two schemes (9.74)
and (9.75), and (9.76) and (9.77) are experimentally indistinguishable. Controlled
potential experiments for the scheme (9.76) and (9.77) were a subject of several
theoretical studies [18,41,51,56,57,61,83,113]. In [18,51,56,57,61, 83] a theory
of square wave voltammetry was discussed. In [41] polarography was considered,
and in [113] normal pulse voltammetry was discussed. Equilibrium reaction (9.76)
subject to the Henry isotherm was assumed. Planar diffusion in a semi-infinite
spatial domain was assumed in [18,51,56,57,61,83,113], and convection—diffusion
to an expanding plane in [41]. Reaction (9.77) was either non-equilibrium reversible
[18,51,56,57], orirreversible [41,61,83,113]. The number n of electrons transferred
was equal 1 in [51,56,57,61, 83].

Although this was not clearly stated, Holub [26-28] probably assumed a
generalisation of the scheme (9.76) and (9.77) in his theory of a potentiostatic
experiment at a mercury electrode. Equilibrium reaction (9.76) subject to the Henry
isotherm and a first-order non-equilibrium follow-up reaction that might be an
electron transfer (9.77) were considered. External spherical diffusion was assumed
in Holub [27]. Convection—diffusion to an expanding plane was assumed in Holub
[26,28]. The transport PDEs were converted to pure planar diffusion PDEs prior to
formulating IEs.
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Aoki and Kato [5] presented a theory of cyclic voltammetry for the reaction
scheme:

X1 2 Xoud (9.78)
Xoad +ne” 2 X34, (9.79)

which differs from the scheme (9.76) and (9.77) by the electroreduction product
X3.ad, Which is now adsorbed, instead of being distributed in the electrolyte. Reac-
tion (9.78) was non-equilibrium reversible, with reaction rate equations consistent
with the Henry isotherm at equilibrium, whereas reaction (9.80) was an equilibrium
reaction. Planar diffusion in a semi-infinite spatial domain was assumed.

Mirceski et al. [78] modelled square wave voltammetry for the reaction scheme:

X1 2 X2ud (9.80)
XZ,ad + X3,s <_—) X4,ad +2e s (981)

involving dynamic distributed species X, static localised species X3¢ (mercury),
and dynamic localised species X3 ,q and X4 ,q4. Planar diffusion in a semi-infinite
spatial domain was assumed. Equilibrium reaction (9.80) subject to the Henry
isotherm, and non-equilibrium reversible reaction (9.81) were considered.

The theory of cyclic voltammetry for the two-reaction scheme with the adsorp-
tion of the electrochemical reaction product:

Xi4+ne 22X, (9.82)
X0 2 X3 (9.83)

involving dynamic distributed species X; and X5, and a dynamic localised species
X3.ad, Was studied by Hulbert and Shain [34]. Equilibrium reaction (9.82) and non-
equilibrium reversible reaction (9.83), with reaction rate expressions consistent at
equilibrium with the Langmuir isotherm, were considered. Planar diffusion in a
semi-infinite spatial domain was assumed.

A two-reaction scheme comprising equilibrium electron transfers:

Xis2Xo+e (9.84)
Xis + X3 2 Xgaa+€ (9.85)

where X ¢ is a static localised species (solid material), X, and X3 are dynamic
distributed species, and X4 ,4 is a dynamic localised species, was considered by
Casadio [12], as a model of an anodic metal dissolution inhibited by a redox
adsorption. Casadio developed a theory of cyclic voltammetry, assuming planar
diffusion in a semi-infinite spatial domain. In a subsequent paper [13] the theory
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was extended to a non-equilibrium reversible reaction (9.84), and an equilibrium
reaction (9.85) subject to a Temkin-type isotherm.
A two-reaction heterogeneous catalytic EC scheme:

Xiad+€ 2 Xoad (9.86)
X2ad + X3 — Xpaa + Xy, (9.87)

with equilibrium reaction (9.86) and irreversible reaction (9.87) was discussed by
Andrieux and Savéant [3], assuming planar diffusion of X3 and X4 in a semi-infinite
spatial domain. Predictions for cyclic voltammetry were obtained. Aoki et al. [6]
considered a mirror image of the scheme (9.86) and (9.87), for oxidation:

Xiad 2 Xoa+€ (9.88)
Xoad + X3 2 Xiad + Xy, (9.89)

assuming equilibrium reaction (9.88) and non-equilibrium reversible reac-
tion (9.89), other conditions identical. The theory of linear potential sweep and
cyclic voltammetry was obtained. Bieniasz et al. [11] extended the theories from
[3, 6] onto spherical diffusion in a semi-infinite spatial domain.

Mirceski et al. [80] considered the theory of square wave voltammetry for the
reaction scheme:

X1 2 Xy, (9.90)
X0 2 X3 +ne", (9.91)

involving non-equilibrium reversible homogeneous reaction (9.90) and non-
equilibrium reversible heterogeneous deposition reaction (9.91) between dynamic
distributed species X; and X,, and dynamic localised species X3,q (insoluble
mercury salt). Planar diffusion in a semi-infinite spatial domain was assumed.

Yet another two-reaction scheme, of EE type, was studied by Lovri¢ [45],
assuming a potentiostatic method and transport by planar diffusion in a semi-infinite
spatial domain, or expanding plane convection—diffusion. The scheme was:

Xi+e 2Xou (9.92)
Xoad+e 2 X3, (9.93)

where X and X3 are dynamic distributed species, and X 54 is a dynamic localised
intermediate.
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9.2.3 Three-Reaction Schemes

Controlled potential transient experiments for the scheme comprising reac-
tions (9.74) and (9.75), plus one additional reaction of product adsorption:

X1 2 X2ud (9.94)
Xi+ne 2Xj3, (9.95)
X3 2 X4ud (9.96)

were discussed theoretically by many authors [20, 22, 46, 65-67,98-100, 107, 108,
112, 114, 120], and some of their results were compared by Sluyters-Rehbach
and Sluyters [114]. All reactions (9.94), (9.95), and (9.96) were assumed to be
equilibrium reactions. Henry isotherms of reactions (9.94) and (9.96) were assumed
in [22, 46], Langmuir isotherms in [20, 66, 67, 98, 107, 108, 112, 120], Frumkin
isotherms in [22, 98, 108], and general isotherms in [65, 99, 100]. Planar diffusion
in a semi-infinite spatial domain was assumed in [20, 22, 46, 100, 107, 108, 120],
spherical diffusion in a semi-infinite spatial domain was assumed in [20, 22, 108],
convection—diffusion to an expanding plane was assumed in [22,65-67,98,99, 108,
112]. The electroanalytical techniques considered include: potentiostatic methods
such as chronocoulometry [20, 22, 65, 98, 107, 108] and double potential step
chronocoulometry [100], cyclic voltammetry [120], pulse polarography [46,66,99],
differential pulse polarography [112], normal pulse polarography [67], and flux-
jump technique [22]. The IEs obtained in [20] were also used by Guaus et al. [21].
Podgaetskii [89] considered the effect of adsorption on polarographic curves for the
scheme (9.94), (9.95), and (9.96). He assumed irreversible reaction (9.95), coupled
Frumkin isotherms for equilibrium reactions (9.94) and (9.96), and expanding plane
convection—diffusion.

Podgaetskii and Filinovskii [97] calculated chronopotentiometric transition times
assuming planar diffusion in a semi-infinite spatial domain, and coupled Frumkin
isotherms for equilibrium reactions (9.94) and (9.96).

An alternative scheme comprising reactions (9.78) and (9.80), plus one additional
reaction of product desorption:

X1 2 X2ud » (9.97)
Xoad +€ 2 X34, (9.98)
X304 2 X4, (9.99)

was studied by Lovri¢ and co-workers [40, 56, 57], assuming planar diffusion in a
semi-infinite spatial domain, equilibrium reactions (9.97) and (9.99) subject to the
Henry isotherms, and non-equilibrium reversible reaction (9.98). A theory of square
wave voltammetry was obtained.
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There have also been other three-reaction schemes studied by the IE method.
Lovri¢ and Komorsky-Lovri¢ [59] considered the following EE reaction scheme
with adsorption of the intermediate:

Xi+e 2X,, (9.100)
X 2 X344, (9.101)
X, 4o 2 X, (9.102)

All reactions (9.100), (9.101), and (9.102) were equilibrium reactions. Langmuir
isotherm was assumed for reaction (9.101). Theoretical predictions for square wave
voltammetry have been obtained, assuming planar diffusion in a semi-infinite spatial
domain. A reaction scheme with parallel electron transfers, consuming both the
distributed reactant and its adsorbed form:

X1 2 X2 (9.103)
Xi+ne” 2 X3, (9.104)
Xoad +ne” 2 X3, (9.105)

was considered by Lovri¢ and Komorsky-Lovri¢ [38, 47]. Irreversible or non-
equilibrium reversible electron transfers (9.104) and (9.105) were assumed, and
the adsorption reaction (9.103) was subject to the Henry isotherm. Theoretical
predictions for pulse polarography were obtained, assuming planar diffusion in
a semi-infinite spatial domain. Mirc¢eski et al. [81] discussed a somewhat similar
scheme, but with product adsorption:

Xis 2 Xo+ne, (9.106)
Xo 2 X3.d » (9.107)
Xis & X3 tne (9.108)

where X ; is a static species (solid material), X, is a dynamic distributed species,
and X3 54 is a dynamic localised species. Equilibrium reaction (9.107) subject to the
Henry isotherm, and non-equilibrium reversible reactions (9.106) and (9.108) were
assumed. A possibility of interactions between adsorbate molecules was also taken
into account. Theoretical predictions for square wave voltammetry were obtained,
assuming planar diffusion in a semi-infinite spatial domain.

There have also been models with three-reaction schemes including homoge-
neous reactions, in addition to heterogeneous reactions, such as the EC scheme with
reactant adsorption:

X1 2 Xoad (9.109)

X +e 2 X5, (9.110)
X; = X4, ©.111)
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considered by Wopschall and Shain [121]. In [121] equilibrium reaction (9.109)
subject to the Langmuir isotherm, equilibrium reaction (9.110), and irreversible
homogeneous reaction (9.111) were assumed. Predictions for cyclic voltammetry
were obtained, assuming planar diffusion in a semi-infinite spatial domain. The
scheme (9.109)—(9.111) was also considered by MircCeski and Lovri¢ [75]. In
[75] equilibrium reaction (9.109) subject to the Henry isotherm, non-equilibrium
reversible reaction (9.110), and irreversible reaction (9.111) were assumed. Predic-
tions for square wave voltammetry were obtained, assuming planar diffusion in a
semi-infinite spatial domain. Another three-reaction scheme:

Xi+e — X, 9.112)
Xo — X34 9.113)
X5 — Xy 9.114)

involving an electron transfer (9.112) with product adsorption (9.113), and homo-
geneous reaction (9.114), was considered by Bhugun and Savéant [8], as a model of
self-inhibition of an electrochemical process. Assuming all reactions irreversible,
and planar diffusion in a semi-infinite spatial domain, a relevant theory was
obtained, of cyclic voltammetry and preparative scale electrolysis. The IEs obtained
were later used by Allongue et al. [2], and Yang and Wang [124]. Bhugun and
Savéant [9] (and Bhugun et al. [10]) considered also a model of self-inhibition in
the catalytic ECC scheme:

Xi+e 2 X, 9.115)
Xo — X +mXs, 9.116)
X3 2 Xiad - 9.117)

Predictions for cyclic voltammetry were obtained, assuming equilibrium
reaction (9.115), irreversible homogeneous reaction (9.116), and non-equilibrium
reversible reaction (9.117), together with planar diffusion in a semi-infinite spatial
domain. A catalytic ECC reaction scheme involving immobilised redox enzyme
X3ad:

Xi+e 2X,, (9.118)
Xo + X34 2 X4ad (9.119)
X4ad = X1+ X3.ad , (9.120)

was considered by Limoges and Savéant [42], assuming planar diffusion in a semi-
infinite spatial domain. Predictions for cyclic voltammetry were obtained.
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9.2.4 More Complicated Reaction Schemes

An extension of the reaction scheme (9.94)—(9.96), consisting of four reactions, and
including separate electron transfers between distributed and localised reactants and
products:

X2 Xoad (9.121)

X +e 2 Xs, (9.122)
X3 2 X4ud (9.123)
Xoaa te & Xgad s (9.124)

was studied by Lovri¢ [49], assuming non-equilibrium reversible electron transfers,
and equilibrium adsorption reactions subject to the Henry isotherms. Planar diffu-
sion in a semi-infinite spatial domain was assumed. Predictions for differential pulse
voltammetry were obtained. The same author [48] considered scheme (9.121)—
(9.124) extended with two further electrochemical cross-reactions between dis-
tributed and localised reactants:

X1 2 Xoud , (9.125)

X, +ne" 2 X3, (9.126)
X3 2 X4ad (9.127)
Xoad +ne 2 Xy, (9.128)
Xi+ne 2 Xgad (9.129)
Xoada+ne” 2 Xz, (9.130)

at the same assumptions. Predictions for pulse polarography were obtained.
Mirceski [71] considered an EC scheme with the adsorption of both reactant and
product:

X1 2 X2ud » (9.131)
X +ne” 2 X, (9.132)
X3 2 Xaad » (9.133)
X3 — X5, (9.134)

assuming equilibrium reactions (9.131) and (9.133) subject to Henry isotherms,
non-equilibrium reversible reaction (9.132), and irreversible homogeneous reac-
tion (9.134). Planar diffusion in a semi-infinite spatial domain was assumed.
Predictions for square wave voltammetry were obtained. Subsequently, Miréeski
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and Lovri¢ [76] considered an extension of the reaction scheme (9.131)—(9.134):

X1 2 Xoud (9.135)

X +ne” 2 X3, (9.136)
X3 2 X4ad (9.137)

X3 —> X5, (9.138)

Xoad +ne 2 Xy, (9.139)
X4ad = Xpad (9.140)

under analogous assumptions. Mirceski and Quentel [77] discussed also the cat-
alytic reaction scheme with adsorption, and a surface regeneration reaction compet-
ing with a homogeneous one:

X +ne 22Xy, (9.141)
Xy = X (9.142)

X1 2 X3.d » (9.143)

Xy 2 Xyad (9.144)
X3 t+ne 2 Xgu, (9.145)
X4ad = X3ad - (9.146)

Assumptions analogous to those in [71, 76] were adopted. A different catalytic
reaction scheme:

Xiaggat+ne 2 Xoad s (9.147)
Xiad 2 X34 » (9.148)

Xoad 2 Xgad » (9.149)

m Xz + Xs = m X0 + X (9.150)

with equilibrium surface reactions (9.147)-(9.149), and an irreversible reac-
tion (9.150), was considered by Jaworski and Cox [35], in their modelling of linear
potential sweep voltammetry. Planar diffusion in a semi-infinite spatial domain was
assumed. A number of similar, but more complicated schemes were considered at
analogous assumptions by Xie and Anson [123], and Limoges et al. [43].

A number of similarly or even more complicated schemes have been studied in
the publications that we list below, but we refer the Reader to these publications
for details of the schemes. In particular, a scheme representing induced reactant
adsorption in a metal—-polyelectrolyte system was studied by Puy et al. [16,68,101—
103], assuming planar diffusion in a semi-infinite spatial domain. Predictions
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were obtained for pulse polarography and normal pulse polarography. Potential-
independent and potential-dependent adsorption parameters were assumed. Some
further complicated schemes associated with the studies of anion induced adsorption
of metal ions, complexation reactions, or electrochemistry of mercury salts were
considered in [19, 23, 24, 39, 50, 60, 72, 73, 79, 125, 127]. Planar diffusion in a
semi-infinite spatial domain, and adsorption subject to the Henry isotherms were
assumed, except for [125], where Frumkin isotherm was considered. Predictions
for DC polarography [50, 125], normal pulse polarography [60], differential pulse
polarography [127], and square wave voltammetry [19, 23,24, 39,72, 73,79] were
obtained. Complicated enzymatic reaction schemes, for redox enzymes immobilised
on electrodes, were modelled by Limoges et al. [44] and Andrieux et al. [4],
assuming planar diffusion in a semi-infinite spatial domain, and potential step
chronoamperometry or cyclic voltammetry. A possibility of Michaelis—Menten
kinetics was adopted for heterogeneous reactions, which resulted in nonlinear IEs
or IDEs. Further IE-based modelling of electron transfer and transport in enzyme
layers was reported by Agnes et al. [1].
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Chapter 10
Models Involving Additional Complications

In this chapter we consider the treatment, by the IE method, of additional com-
plicating phenomena that may occur in electroanalytical models, apart from the
phenomena already discussed in Chaps.5-9. These additional complications are:
the uncompensated Ohmic potential drop and double layer charging, and migration
transport. The first two phenomena are considered in Sect. 10.1. Migration is briefly
addressed in Sect. 10.2. We discuss almost exclusively models defined on one-
dimensional spatial domains, because literature examples exist mostly for such
models.

10.1 Uncompensated Ohmic Drop and Double Layer
Charging

In the following analysis we focus on Egs.(2.67), (2.69), and (2.70) for elec-
trode | electrolyte interfaces only. Discussion of liquid | liquid interfaces, described
by Egs. (2.68), (2.69), and (2.71), would be analogous, provided that one replaces
E(t) by A®(t), E'(t) by A®'(t), and Ry by Ry; + Ryp. We first consider
the limiting cases when either the double layer charging or the Ohmic drop, is
negligible, and later describe the general case. In all cases we describe how to
modify theoretical models, formulated without considering the uncompensated
Ohmic drop and the double layer charging, in order to take these effects into account.
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234 10 Models Involving Additional Complications
10.1.1 Ohmic Drop Only

When the capacitive current /¢ (¢) is zero but Ry is significant, Eqs. (2.67) and (2.69)
reduce to

E(t) = E'(t) + Ir(t) Ry , (10.1)
1(1) = Ir(t) . (10.2)

This means that any IE-based model of a controlled potential experiment, formu-
lated under the assumption of Ry = 0 and Ic(t) = 0, has to be modified by
replacing all occurrences of E(f) by E'(t) = E(¢t) — I(¢) Ry, and no modification
of the occurrences of /() is necessary. For example, the IE (5.21) obtained for an
irreversible electron transfer (5.7) under conditions of planar diffusion in a one-
dimensional semi-infinite spatial domain would become [46,47]:

W(t) exp %af;’e—l; [E(t) + nFARy¥ (1) — E°]

—k° cl*—/[Dljr(t—t)]_l/z Y(r)dry =0, (10.3)
0

where we have defined one unknown ¥ () = —pl(¢) = pi'(r) = —1(t)(nFA)~".
In a similar way, the IE (5.23) or (5.179), corresponding to an equilibrium electron
transfer (5.7) under the same conditions, would become [2,17,41]:

D)
1+ exp (& [E() + nFARGW (1) — Erpa])
(10.4)

/[rr(t —OI'V?w(r)dr =
0

where W(¢) is defined identically. Inspection of Egs.(10.3) and (10.4) leads to
the following observations. Firstly, we note after Nicholson [41] that IEs (10.3)
and (10.4) are nonlinear, even though they result from linear IEs (5.21) and (5.179).
Secondly, we envisage mathematical inconsistencies in the IEs corresponding to
equilibrium electron transfers, such as Eq. (10.4). The inconsistencies occur when

t — 0", If we assume that 1im+l1/(t) is finite, then the right-hand side of
t—0

Eq. (10.4), and consequently the integral in Eq. (10.4) tend to nonzero finite values,
which implies that ¥(¢) ~ ¢~'/? under the integral. This means a singularity, in
contradiction with the finite limit assumed. Conversely, if we assume that ¥ (¥) is

singular, that is lim+l1/(t) = oo, then the right-hand side of Eq.(10.4) tends to
t—0

zero, the integral in Eq.(10.4) tends to zero too, so that ¥ (¢) must be finite under
the integral, in contradiction with the singularity assumed. This problem seems to
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have been overlooked in the literature, except for a brief comment in Bieniasz [8],
and some analysis in Wein [51,52], which raises questions about the correctness of
published solutions for equilibrium charge transfers. As the IE (10.3) is free from
this inconsistency, it may be that the assumption of equilibrium charge transfers is
non-physical when the uncompensated Ohmic drop needs to be taken into account.

Any IE-based model of a controlled current experiment, formulated under the
assumption of Ry = 0 and Ic(f) = 0, is even easier to modify, since in view
of Eq.(10.2) the IEs themselves remain unchanged. One only has to change the
formula for the electrode potential response, by adding /() Ry to