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Abstract A (time-dependent) model for an electrochemical cell, comprising a dilute binary electrolytic
solution between two flat electrodes, is formulated. The method of matched asymptotic expansions (taking
the ratio of the Debye length to the cell width as the small asymptotic parameter) is used to derive simpli-
fied models of the cell in two distinguished limits and to systematically derive the Butler—Volmer boundary
conditions. The first limit corresponds to a diffusion-limited reaction and the second to a capacitance-limited
reaction. Additionally, for sufficiently small current flow/large diffusion, a simplified (lumped-parameter)
model is derived which describes the long-time behaviour of the cell as the electrolyte is depleted. The
limitations of the dilute model are identified, namely that for sufficiently large half-electrode potentials it
predicts unfeasibly large concentrations of the ion species in the immediate vicinity of the electrodes. This
motivates the formulation of a second model, for a concentrated electrolyte. Matched asymptotic analyses
of this new model are conducted, in distinguished limits corresponding to a diffusion-limited reaction and
a capacitance-limited reaction. These lead to simplified models in both of which a system of PDEs, in
the outer region (the bulk of the electrolyte), matches to systems of ODEs, in inner regions about the
electrodes. Example (steady-state) numerical solutions of the inner equations are presented.

Keywords Butler—Volmer equation - Electrolyte - Matched asymptotic expansions

1 Introduction

Electrolytic cells are usually composed of two conducting electrodes (made from different materials)
immersed in an electrolytic solution. Each electrode may react with the electrolyte and, in so doing, absorb
(or release) ions. Typically, the reaction on the negative electrode preferentially absorbs negative ions, while
that on the positive electrode preferentially absorbs positive ones. Thus, if the electrodes are connected in a
resistive circuit, electric current flows from the positive electrode to the negative (in the opposite direction
to electron flow).

Consider an isolated negative electrode (i.e., one not connected in a circuit). Here the reaction preferen-
tially absorbs negative ions, releasing negative charge onto the electrode. Since the electrode is a conductor,
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Fig. 1 (a) A schematic of the equilibrium configuration at a negative electrode. Here the arrows indicate the direction and
strength of the electric field at various distances from the electrode. (b) The standard view of the electric double layer,
composed of a compact Stern layer on the surface of the electrode and a diffuse Debye layer at some distance from the
electrode

the negative charge released in this reaction tends to sit on the surface of the electrode. This in turn gives
rise to an electric field directed into the electrolyte. Close to the electrode surface there is a preponderance
of positive ions, and a dearth of negative ones because (a) negative ions are preferentially absorbed by the
reaction and (b) positive ions are attracted to the electrode (and negative ones repelled) by the electric
field. This excess of positive ions over negative ones in turn acts to slow the reaction rate and gives rise to
a net positive charge in the region adjacent to the electrode. The disparity in ion concentrations close to
the electrode surface, compared to that in the bulk of the electrolyte, sets up a diffusive flux of ions which
counteracts the fluxes caused by the electric field and eventually leads to an equilibrium in which the net
reaction rate on the surface and the net flux of ions are zero. Charge conservation also ensures that the
electric field, induced by the charge on the electrode surface, is exactly balanced by the field induced by the
positive charge in the electrolyte, so that the field far from the electrode is zero.! The equilibrium scenario
is depicted schematically in Fig. 1a.

The standard electrochemical models of the behaviour of electrolytic solutions in the vicinity of an elec-
trode divide, in a rather ad-hoc way, the electrolytic solution into two regions, namely an electric double
layer in close proximity to the electrode (i.e., of the order of a few Debye lengths away) and a charge-neutral
region lying further away from the electrode (i.e., many Debye lengths away). In the charge-neutral region,
as the name suggests, the concentrations of negative and positive ions are such that their charges (almost)
exactly balance. In the electric double layer, on the other hand, there is a net charge separation, whereby
one species of ions occurs in a superabundance. The first continuum models of the double-layer region
seem to have been formulated by Gouy [1] and Chapman [2]. The Gouy-Chapman diffuse-double-layer
model is based on a set of two advection—diffusion equations (often termed the Nernst-Planck equations),
one for each ion species, coupled to the Poisson equation for the electric potential. This early model of the
double layer, while successfully predicting a number of phenomena, was at variance with other observa-
tions. The diffuse-double-layer model was accordingly subsequently amended by Stern [3] to include the
effects of a compact layer of ions adhering to the surface of the electrode (see Fig. 1b). In practice this
modification to the diffuse-double-layer model is accomplished by imposing a phenomenological boundary
condition on the electrode which accounts for the (linear) capacitance of the compact layer of ions on its
surface, i.e., as it is frequently termed, the Stern layer. Subsequently, the Stern model for the capacitance
of the compact layer was refined by Grahame [4] in the light of the latter’s experiments. The existence of
a Stern layer raises the question as to whether continuum models are appropriate for treating the very
fine-scale structure (occurring over a few ion spacings) encountered in the electric double layer. Here we
shall assume from the outset that it is and shall develop a self-consistent continuum model which is capable
of capturing the high density of ions which are thought to occur in the Stern layer. In this context we note

' The distance over which this field decays is of the order of a few nanometres and is termed the Debye length.
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Time-dependent modelling and asymptotic analysis of electrochemical cells 241

that the width of the electric double layer for a 0.1 molar solution is of the order of 1-2 nanometres, thus
indicating the appropriateness of a continuum model.

It is standard practice to relate the current flux J flowing through an electrode to the potential drop
¢ across the double layer and the concentration of the ion species at its outer edge (where it abuts the
charge-neutral region) by the nonlinear Butler—Volmer equation (see, for example, [5,6]). In the case of a
simple chemical half-reaction N°*~ = P%% + (z,, + z,)e”, involving two soluble (ion) species P and N,
this is given by

J = (zp + zn)qeAv (Ko exp (——XC(ZP Z;n)Qe(P) [N] — K7 exp (—XH(ZP :;n)Qe(p) [P]) (1)

where [-] denotes a concentration, k is Boltzmann’s constant, 7 is the absolute temperature, g, is the
charge on a proton and A, is Avogadro’s number. The parameters x, and x. are phenomenological, and
typically, satisfy the relation y, + x. = 1 [5]. On the basis of a simple model, based on the Nernst-Planck
equations, we systematically derive a relationship of this form and determine the parameters yx, and x.
in terms of the valencies of the two ion species predicting that x, = z,/(zp + z,) and xe = z2,/(zp + 2n)-
However, such a simple relationship does not always hold between the charge carried by the ion species
and the phenomenologically determined parameters x, and x. (see, for example, [5, Table 29.1]) and we
believe that this discrepancy arises due to the Nernst—Planck equations breaking down in the vicinity of
the electrode where very high concentrations of a particular ion species occur.

Given the disparity in lengthscale between the width of the electric double-layer and the dimensions
of a typical electrochemical cell, it is perhaps somewhat surprising that more work has not been devoted
to analysing models of electrochemical cells using matched asymptotic expansions. There are three works
going back to the 1960s which use this technique, namely [7-9]. All three investigate steady-state problems;
reference [7] looks at the passage of a steady current through an electrode, reference [8] investigates the
potential adjacent to an electrode (in the presence of an advective flow normal to the electrode) and [9]
performs a matched asymptotic analysis about a membrane carrying a fixed charge. There has recently
been a revival of interest in the use of matched asymptotic expansions in this context, exemplified by Baker
and Verbrugge [10]; Bonnefant et al. [11]; Bazant et al. [12,13]. Baker and Verbrugge [10] investigate the
scenario in which the electrode reaction is extremely fast, so that the concentration of the reacting ion
species is zero on the electrode, and look for steady-state solutions for various geometries of electrode.
In Bonnefant et al. [11] the behaviour of a three-species electrolyte is investigated in proximity to an
electrode. The boundary conditions imposed on the electrode surface are the Stern capacitance condition
and a Butler—Volmer condition; the latter determines the flux of the various ion species in terms of the
potential drop across the Stern layer. Bazant et al. [12] investigate the response of an electrolytic cell, with
blocked electrodes (which allow no current flow), to changes in the voltage applied across the electrodes.
In particular, this work contains the first derivation of a the dynamical behaviour of an electrochemical cell
over rapid ‘RC’ timescales. It also contains a comprehensive and readable review of the theoretical aspects
of the subject. Finally, [13] investigates the relationship between current flow in a cell and voltage drop
across it (the polographic curve), treating the model set out in [12] by matched asymptotic expansions.

The aim of the current work is to use matched asymptotic expansions to investigate the dynamic
structure of the solutions to various models of an electrochemical cell. In particular, the problem in the
charge-neutral region is formulated and the solution in the double layer used to derive boundary condi-
tions on the charge-neutral problem systematically. We find that the model based on the Nernst-Planck
equations predicts an unfeasibly large increase in ion concentration, across the double-layer region, when
applied to strongly reactive electrode—electrolyte reactions (typically encountered in electrolytic cells), in
all but extremely weak ion solutions and we argue that it is this, rather than the direct adhesion of ions

2 Tt turns out that there is no steady-state solution for an infinite planar electrode for the fast reaction scenario and this
discrepancy explains the difference between the structure of the boundary layer found in [10] and that derived herein.
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to the electrode (which is conventionally cited), that limits the accuracy of ‘dilute’ models based on the
Nernst-Planck equations. This model breakdown is a consequence of the application of these equations to
the double-layer region in which the solution is (typically) not dilute. In turn, this motivates us to consider
a modification to these equations which treats the concentration of solvent (water) as well as that of the
ion species (see, for example, [14, Sect. 10.6.4], where a similar approach is adopted to model the diffu-
sion of concentrated miscible fluids). An important feature of this model is that it contains an algebraic
incompressibility condition relating the concentration of all species. This encapsulates the impossibility of
squeezing in (or sucking out) more liquid matter into (from) a given volume than van der Waals forces will
allow.

In Sect. 2 we formulate a dilute (ion)-solution model based on the Nernst-Planck equations. In Sect. 2.3
we use the method of matched asymptotic expansions (based on a large dimensionless parameter) to reveal
boundary layers, in which charge neutrality is not satisfied, about the electrodes. These boundary layers are
separated by a ‘charge-neutral’ region in the bulk of the electrolyte. Matching between the regions leads
to boundary conditions on the equations in the ‘bulk region’ (including a version of the Butler—Volmer
condition) and hence to a simplified closed model for ion concentration in the ‘charge-neutral’ region,
whose nature depends upon the regime we are in. This model is formulated, and the difficulties associated
with large concentration increases across the double layer are discussed, in Sect. 2.4. In Sect. 2.7 we formu-
late a lumped-parameter model for the small-current/large-diffusion limit which describes the long-time
behaviour of the electrochemical cell as its reactants are depleted.

The difficulties associated with the large increase in concentration across the double layer lead us, in
Sect. 3, to formulate a model describing non-dilute ion solutions. A boundary-layer analysis (analogous to
that given in Sect. 2.3) is then performed on this model which leads to a simplified closed model describing
the evolution of the ion species’ concentrations in the charge-neutral region. Finally, in Sect. 4, we present
our conclusions.

A large number of variables and constants are used in the course of this work and, in order to ease the
task of the reader, a list of variables and constants are given in Appendix A.

2 An advection—diffusion model for ion concentration in a dilute electrolytic solution
2.1 Formulation

In this section we consider a model for a dilute binary electrolyte (containing two ion species) contained
between two electrodes. At the electrodes, reactions take place in which one, or both, ion species are
produced and/or consumed. Typically, such reactions produce or consume electrons leading to build-up of
charge on the electrode and, where both electrodes are connected through a resistive circuit, result in a
current being driven through that circuit and the electrolyte (in which case the electrode and electrolyte in
conjunction can be said to act as a battery). Alternatively, a current may be forced through the electrolyte
(by the application of an electromotive force across the electrodes) and the reactions at the electrodes
driven in a particular direction (electrolysis).

The analysis presented below relies, for its validity, on the ion concentrations being dilute at all points
within the electrolytic solution—in other words, on the water-volume fraction being close to one every-
where. As we shall show, there is a strong tendency for one ion species to become much more abundant
than the other in very close proximity to an electrode (namely positive ions at the negative electrode and
negative ions at the positive electrode). It turns out that it is really rather easy for the diluteness assumption
to be violated and in such instances a more sophisticated model, which also accounts for the concentration
of water, is required (see Sect. 3).

In the interests of transparency, we shall seek to express each of the modelling assumptions in as
elementary terms as possible.
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Time-dependent modelling and asymptotic analysis of electrochemical cells 243

2.1.1 Chemical reactions at the electrode

Consider a reaction between insoluble material, forming part of the surface of an electrode, and with a
dilute binary electrolyte, consisting of positive P?* ions (of valency z,), negative N°»~ ions (of valency
z,) and water. In general, the reaction rate R per unit surface area of electrode (measured in mols~! m~2),
in a dilute electrolyte, will be a function only of the concentrations of the two ion species at the electrode
and, possibly, of the number of reaction sites on the electrode (here we shall not consider this possibility).
The flux of ions, from the electrolytic solution, onto the electrode matches this reaction rate. Thus, in the
case of a plate electrode with surface at y = 0, with the electrolytic solution occupying the adjacent region
in y > 0, we have (see Appendix A for notation)

Fuly=o = R (Nly=0, Ply=0),  Fpl,_ = ¥R (Nly=0. Plyo) - 2)

2.1.2 The Nernst—Planck equations

The ions contained in the electrolyte diffuse, as a result of thermal excitation, and advect under the action
of an electric field E, which we write in terms of a potential ¢ via

0
E = ——¢ey.

dy
Here ey is a unit vector in the y-direction. Balancing the drag on a N**~ ion with the force acting on it due
to the electric field gives the ion’s velocity (in the absence of diffusion) as (see, e.g., [5])

_ ZnQe¢y
M, °
where the subscript y denotes partial differentiation with respect to y. In addition, the diffusion coefficient
D, is given by the Stokes—Einstein relation [5,15]
kT
=
Using these two relations, we can write down the advection—diffusion equation for N in terms of F,, the
flux of N*»~ ions in the positive y-direction

ON 8 aN )
IN L3 o where 7 = —D, (2N _ Znde (N OP)Y, 3)
ot ay ay kT ay

which is valid in the limit of low concentration of the N~ ions (high concentrations will be treated in
Sect. 3). Similar arguments lead to an advection—diffusion equation for P in terms of the flux 7, of P%*
ions in the positive y-direction

oP  3F, 0P zpqe (09
TP _ o wh - D, (X rZ%)). 4
e + 3y where F, b (8y + T 3y “)

Here D, = kT/M,, is the diffusion coefficient of P%* ions. In the electrochemical literature (3) and (4)
are typically termed the Nernst—Planck equations (see for example [16]).

Vn

Dy,

2.1.3 The electric potential

The electric potential ¢ obeys Poisson’s equation:
d RI)

J— &— —_ —

ay 3y P
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which can be rewritten in terms of the ion concentrations as

¢yy = B (ZnN — ZpP) 0< y< L7 (5)

Where the electrolyte solution is weak in the vicinity of the electrode then ¢ ~ ¢, the dielectric constant of
water (e, ~ 80¢gp). Boundary conditions on the potential are provided by specifying an arbitrary reference
potential (here we choose ¢ = 0) on y = 0 and by considering the charge density C residing on the surface
of the electrode. Assuming that the conductivity of the electrode is much greater than that of the electrolyte
means that the electric field just inside the electrode is negligible (in comparison to that outside it), so that
the field on its surface is determined by the charge residing there. Consequently the boundary conditions
on ¢ at y = 0T (just outside the electrode) are

¢|y=0+ = 07 8¢y|y=0+ == _C (6)

The rate of change of the surface charge density is found by imposing conservation of charge on the surface
of the electrode, which yields

dC

5 = ~9eAv@pYp = 2R (Nly—o, Ply—o) +J. ™

2.1.4 Example chemical reaction at the electrode

We now list three possible different (reversible) chemical reactions that can take place between a binary
electrolyte and the electrode (each of which result in a different model)

. insoluble In— Zp+ - insoluble

M reactant/product N = Bp P A (2notn + 2phple + product/reactant’

.. insoluble R Zp+ Zn— - insoluble

() reactant/product ~ PP 4 BaN™"" + (2pBp — znfn)e” + product/reactant’ ®)
insoluble Zp+ In— . _ — insoluble

(i) reactant/product PP+ o N = (2notn — Zpaple + product/reactant

Since electrons are always in plentiful supply, we assume that their concentration does not affect the
reaction rate and, in particular, it does not affect the reaction if the terms on the right-hand side of
(8), premultiplying e~, are negative rather than positive. Many electrode reactions also involve the pro-
duction/consumption of water at the electrode but, in the case of a dilute electrolytic solution, we may
systematically neglect its effects, because water production/consumption does not significantly affect water
concentration in a dilute solution. In order to illustrate our analysis we assume the following forms for the
reaction rates of the three reactions listed in (8):

(i) R = KoN% — KPP,
(i) R =K, — K3PPrNPn, 9)
(iii) R = K4P* N% — K.

It should be noted that the reaction rates could take forms other than those given above in (9).

2.2 Non-dimensionalisation of the model

We nondimensionalise the model, comprised of Eqgs. 2-7, assuming that diffusive effects balance electro-
static effects in the advection—diffusion equations for P and N, (3—4) and that ¢ non-dimensionalises with
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the thermal voltage.? This leads to the scalings
L2 [)1‘[0

y=Ly, t=—f, P=MoP, N=TN". Fp=—=F]
DTy J kT ewkT .
Fp = ]:'*’ R = R*, ¢ =— O = C*, J = ]*’
p L P geA, e qeL J

where Tl is the typical concentration of the electrolyte, j is a typical current density, L a typical length-
scale (for example the width of an electrolytic cell) and D a typical diffusivity. In turn, these lead to the
dimensionless model comprised of the equations

AN*  JF* IN* 090™\ |
+ fn:O, Fo = —kn —ZnN*¢ ’
ar* ay* dy* ay*
ap*  9F, apP* 0™ .
5 =0 e (G eeras) o<t (10)
2e* 1
w282 (2aN* = 2pP%)
together with the boundary conditions on y* = 0
8 *
Fr= %R* (N*,PY),  Fy= %‘DR* (N*,P*), 8?* =-C,  ¢"=0, (11)
and the relation
dc*
828 o —(2p¥p — Zn¥Yn)R* (N* yr=0 P* y*:O) +J*, (12)

and in which the dimensionless parameters §, 8, k,, k, are given by

kT DTyg.A D D
5= |k o Dlloged 0 Du Do (13)
qecAyTIgL jL D D

Here § is related to the Debye length Ap (the lengthscale of the Debye region in which charge neutrality

is not even approximately satisfied) by Ap = §L. The parameter ¥ gives the ratio of the typical current

which can be carried by the diffusive flux of ions to that in the electric circuit. Further discussion of the

physical significance of these important parameters can be found in Sect. 4. It is noteworthy that we have

non-dimensionalised time with L2/D and that this may correspond to a long timescale, which is much

longer than that associated with changes to the loading of the cell, if we take L to be the width of the cell.
Henceforth we will drop the asterisks from the dimensionless variables.

2.2.1 Example chemical reactions

Under this non-dimensionalisation, the chemical-reaction rates given in (9) non-dimensionalise to

(i) R* = koN*%" — ky P*Pr,

(i) R* = ky — kzP*Pr N*Pr, (14)
(iil) R* = kqP** N**1 — ks,

where the dimensionless parameters ko, k1, k and k3 are given by

A, TT% A,
ko = mKo, ki = um, ky = qe,.q K,
I (15)
Bp+Bn Bp+Bn
ATl A,TT
k3=qe%l<3, k4=‘18%1<4 ks = 22 k.

3 This turns out to be the only sensible choice for this scaling as a result of the exponential behaviour of the solution in the
vicinity of the electrode.
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2.2.2 Size of parameters

Typically, § is very small; for instance, for a solution with typical concentration of 1 mol/l (which equates
to 1000 mol/m?) and width L = 10~3m we find § ~ 5 x 10~7. In general, we expect this parameter to be
the governing small parameter in the model. Taking D = 10~? m? s~ (a typical diffusion coefficient for an
ion in water) and a 1 molar solution gives & ~ ﬁ (where j and L are measured in S.I. units). A typical
current density encountered in a lead-acid battery is 100 Amp m~2 when a porous electrode is used (porous
electrodes can be manufactured with effective surface areas up to a 100,000 times higher than the apparent
electrode area). In the case of a flat electrode, which we consider here, current densities will be orders of
magnitude lower. The parameter 8 may thus be fairly large but we do not expect it to become comparable
with 1/62. In fact, we shall identify two (distinguished) limits of interest, one in which & = O(1) and the
other in which & = O(1/4). These correspond, respectively, to regimes in which diffusion of the reactants

to the electrode and the capacitance of the electrode control the rate of reaction.

2.3 Matched asymptotic analysis of the model in the vicinity of the electrode for § < 1 and 8 = O(1)

In this section we investigate the 8 = O(1) regime. This, it turns out, is the regime in which the reaction rate,
and hence the resulting current flow, is controlled primarily by the diffusion of ions through the electrolyte
(i.e., ion diffusion is the rate limiting step of the reaction).

2.3.1 The outer (‘charge-neutral’) region

Inspection of Eq. 10c in the limit § — O reveals that P ~ z,N/z, in the bulk of the cell (charge neutrality).
We therefore introduce an outer region lying between the two plates, denote variables in this region with
the superscript (0) and introduce the asymptotic expansions

PO ~pPY,  NO~NS, O~ as 50 (16)
Substituting the above in (10) gives, to leading order,
gp©  aF 9P 3¢
0 p.0 (0) 0 (0) 990
el N N . PO ), 17
ot + ay p,0 Kp ay + zply ay ( )
(0) (0) (0) (0)
Mo~ | o _ 0. FO— g PN _, Ny (18)
ot ay ’ n0 "\ oy Oy )
PO = 22N (19)
Zp

Manipulation of these equations leads to a linear diffusion equation for N

Kknkp(Zp + 2n)/(Znkn + Zpkp) and an equation for the potential qb((f’):

, with effective diffusivity

Ny (Knx,,(zp + z,,)) 2N 20)
ot Znkn + Zpkp ay?
(0) (0)
9 Ny (0) 9%
5 ((KP — Kn)T + (zZpkp + ann)NOO W =0. (21)

Equations 19-21 form a fourth-order system for (P\", N\”, 45", in contrast to the original system (10)

which is sixth-order. Hence we need to introduce boundary-layer regions in the vicinity of each electrode
in order to satisfy the boundary conditions on the problem. The boundary conditions on the fourth-order
system come from matching to these boundary layers and are given, in the two distinguished & = O(1) and
8 = 0(1/6), in Sect. 2.4 and Sect. 2.6, respectively.
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2.3.2 The inner region (‘Debye layer’)

We introduce an inner region in the vicinity of the electrode (in which charge neutrality is not satisfied at
leading order) by rescaling the space variables by setting

y =8¢,
denoting variables by the superscript (i) and expanding according to
N(i) — N(()l) + 3Nil) 4o, P(i) — P(()l) + (SPil) 4, ¢)(l) ¢)(1) + 8¢(l) o
N FN C
) — Zn0 £ G a0 _ 0 (22)
F = 5 +Fato, F= 5 +F . C= 5 T
J=Jo+:--

Here the correction terms are included in order to determine the leading-order flux of ions through the
inner region. To leading order (10) can be written

]_—(z) ‘ AN D 3 ¢(z)
(1) 0 (@)
o8 =0, ‘Fnl,() = —Kp _8%__ - ZnN()l g 5 (23)
3f(l) . aP(l) 8¢(l)
=0, ]:(l) - _ 0 P(l) , 24
8%- p0 Kp 8%- + ZP 0 85 ( )
()
0°¢y 0 (0
gez = o — 2Py (25)

while the boundary conditions (1 1) give
e o le=0 (26)
Integratmg (23-24) and applying the boundary conditions (26a-26b) gives the following expressions for
the leading-order ion fluxes through the inner region

Ny o ddy 0Py pi 9% 29y _

35 Zn 0 aé: —O, _85 Zp 0 8%‘ —0

These relations can be integrated to find expressions for N(()i) and Pg) in terms of the leading-order potential

(l) _ ()
Fatloy =0

qb(’) via the Boltzmann distributions
N =Awexp (20 (6 V). PP =Bwexo (-2, (¢f - V). 27)

where A(-) and B(-) are arbltrary functions of integration and we introduce V(-) (a translation in ¢(l))
defined so that limg_, o ¢0 = V().

2.3.3 Matching the inner region to the outer region at leading order

Matching the leading-order inner expansion (as § — +o00) to the leading-order outer expansion (as y — 0),
and recalling that V(¢) is defined by limg_, ¢(()‘) = V(t), we have

vin=¢| . Aw=N| ., Bw=pPP| =N (28)
y=0 y=0 y=0 <Zp y=0
a¢(1)
e — 0 as& — +oo, qb(’) — V() as& — +oo, (29)

Thus, A(f), B(¢) and ¢ (¢) are the limits, as y — 0, of the leading-order outer solutions for N, P and ¢,
respectively. It follows from (28) that B(t) = z,A(t)/zp.
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Fig. 2 A schematic of the @ o)
potential in the vicinity of
an electrode

3 V()
Negative electrode Positive electrode
V>0 V<0

2.3.4 The leading-order inner expansion
Returning to the inner expansion, we now substitute for N((f) and Pg) in (25), recalling that B(t) = z,A(t)/2p,

to find a (Poisson-Boltzmann) equation for cj)(()i):

a;?é’i) = 7, A() (exp (zn (¢(()i) — V(t))) —exp (—Zp (¢(()i) - V(t)))) '

This can, in the manner usual for equations of the form ¢” = F(¢), be integrated once to give

1/2

¢ . (2A(t)

? 2 )1/2 [Zpexp {Zn <¢(()i) - V(t))} — (2p + Zn) + Znexp [—zp (qb((f) - V(t))}]

Here the arbitrary function of integration has been determined by applying the matching condition (29).
It is notable that the function zpez"("’(()l)_v(t)) — (zp + zn) + 207 @'~V > 0 forz, > 0and z, > 0.
Integrating this expression and applying the boundary conditions (11b) at leading order, qb(g‘) le=o = 0, and

the matching condition (29) leads to the following relations between & and ¢(()i):

0 12 | |

0¢ 2A(t () () 1/2

" - ( Z( )) (e @V — (2, + 1) + 2e VO
P

2A(1) vy (et — (2p +zn) + zne V)2

@ 1/2 . .
09, 2A(t 0] 0] 12
ag T ( z( )) (Zpez"(% VO — (zp + z0) + zae” %0 _V([)))

P

if V>0, (30)

if V<o0. (31)

2A(1) o~V (2penV — (zp + zn) + zae”V)1/2

Here (30) represents the potential in the vicinity of a negative electrode, while (31) represents that in the
vicinity of a positive electrode (see Fig. 2). Having derived expressions for the leading-order potential qb(()’),
we use (11c) and (12) to obtain expressions for Cy and Jy

240\ ? 12
- Z( ) (zpefz"v(’) —(zp+zn) + znezpv(’)) for V > 0,
Co A\ 2 1 (32)
( . ) (zpe_Z”V(‘) —(zp+zn) + zneZPV(’)) for V <0,
D
At
Jo = (zpyp — znyn)R(A(oe—z"V(”, Z"—()ezﬂm) : (33)
Zp
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Remark In the case where z, = z, an exact solution to the leading-order potential can be found by
integrating either of (30a) or (31a) to obtain

172
§9 = Vi) + = log (tanh((’%) 26 + a»)) for V > 0,
Zp
(0 2 0"
N Y= V() + —log coth ( > ) zp(§ + &0) for V <0,
17

where & is a constant of integration. This is the familiar Gouy—Chapman solution for the electric potential
about an electrode [1,2].

2.3.5 First-order inner solution

In order to determine the flux of the two ion species passing through the inner region, it is necessary to
proceed to next order in the inner. At this order, Eq. 10a-b and boundary conditions (11) yield

(@) 0] (@) (@)
1 _ 0 70— o (2N m NO L 9, +ND 0 9%
85 ) n,l n a%_ n 0 as 8$ )

0) 0 0 0)
oi _o. o _ o (D1 o, (P20 ¢y L p0 2% 00y
A ’ pl P\ ag 0 ¢ 9 ’

(D) _ (@) () (D) _" () ()
Falcy = W R(Nle=0 PDle=0) . A = TR (NG leo. P leo).
It follows that the first-order fluxes of ions through the inner region are uniform and given by
Sy . . B
Py = SR (N le=0. P lemo) = 22 (A(r)e @V ZpA(r)eZpV“)) (34)
FO = pr (N le=o. P le=0) = ”PR (A(t)e_z”v(’) A(t)ezl’v(’)) (35)
, 2

2.3.6 Matching the first-order inner solution to the leading-order outer solution

We finish our analysis of the dilute regime by matching the fluxes of the two ion species in the outer region
to those in the inner region. Recalling that both inner fluxes are zero to leading order, we have the matching
conditions

lim ]—'(’) = hm ]—'()

) e lim FG = dim A7
Y= y= ’

gE—>+oo P» I

Apphcation of these conditions, with the aid of (34-35) and the leading-order matching conditions (28),
gives the following boundary conditions on the outer model at y = 0

5= 2 s ) 0 ). .
= B 0 ) 25 o) .

Note that ¢(0) [y=0 represents the jump in potential from the electrode to the outer edge of the Debye layer
(inner region). It remains to relate the electric current flux J through the electrode to the outer variables.
Reference to (33) and the leading-order matching conditions (28) leads to the following condition:

Jo = (2p¥p — Zn¥n)R (Néo) exp ( z ¢("))) L P exp (z,,¢(§")) ‘)’:0) : (38)
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on the current flux. It is also useful to manipulate (36-38) to obtain boundary conditions on Néoy) and ¢

0y
3N(()0) — _ Zp(Vn/Kn + Vp/Kp) To (39)
dy y=0 R(zn + 2p)(ZpYp — Zn¥n) ’
(0)
0 _
N(()o) on _ (Yn/kn — 2pyp/(Kpzn)) To. (40)
ay -0 R(zn + 2p)(ZpYp — Zn¥n)

In summary, the leading-order outer problem (19-21) satisfies the boundary conditions (39-40) on y = 0
and the unknown functions A (), B(f) and V(f), which appear in the inner solution, are determined via (28).

2.3.7 Example reactions at the electrode

In the three example reactions we consider in (8), the dimensionless reaction rate R is given by (14).
Furthermore, by inspection of (8), the constants y,, and y, can be equated to

Case (i) yn=—0ay ¥p = Bp,

Case (ii)) yn = Bu Yp = Bp,

Case (ili)) yn=—0an Vp = —ap.
Using these facts allows us to rewrite the current flux (38) and boundary (39-40) conditions, in these three
cases, as

an B
To = Gpfy+ znom) (KoNg"™ exp(—zuend”) — ki PG expipfpa)|
aN(()O) _ Zp(an/’(n - ﬁp/’fp) 0 -
0y |,y N@n+2p)@php + 2nctn) @), (41)
(0) 8‘15(%0) _ (an/rn + Zpﬁp/(zn/(p))
0 dy y=0 N(zp + Zp)(Zplgp + Zpan)

Bn B
o = Cepby = ) (ka = KN P exp (ep8y = 2u16) )|

y=0
ING | zp(Bu/kn + Bp/kp) )
dy y=0 a R(zn + 2p)(2pBp — ZnBn) 0 (i), (42)
N2 | Bufin = 2pb/ i)
O by |, NG@n+2p)EpBp — nbn)

Jo = Gpotp = zaou) (ks = kaNG"™ PR exp ((zpatp = zuc8”) )|

y=0
BN(()O) _ zplaw/kn +ap/kp) .
ay =0 R(zn + 2p) (Zpap — Znotn) (iii), (43)
N 3(]5(()0) _ (otn/Kkn — Zpotp [ (Znkp))
0 dy y=0 R(zn + 2p) (2potp — Zntn)

Itis notable that (41a), (42a) and (43a) have the form of Butler—Volmer equations. In fact, the above analysis
provides a systematic derivation of the Butler—Volmer equations from the underlying Nernst—Planck equa-
tions. Moreover, this analysis uniquely determines the coefficients in the Butler—Volmer equations in terms
of the surface-reaction kinetics. For example (41), when written in dimensional terms, gives

Z
J = (ZP:BIJ + 2n0n)qeAy (K()Na” exp (— Zn%nge ¢) _ Klpﬁl’ exp (_pﬂpqe ¢))

kT kT
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which, for a,=1, B,=1, is in line with the Butler-Volmer relation (1), and determines the
phenomenological parameters x, = z,/(zn + zp) and xc = zp/(zn + zp) uniquely. These may not cor-
respond with the best fit obtained from experimental data; however, this is not very surprising, given the
restrictions on the validity of the dilute model we shall outline in Sect. 2.5.

2.4 The outer problem for an electrolytic cell § « 1 and 8 = O(1)

We now pull together all the results of the preceding asymptotic analysis for the regime & = O(1) which,
recall, is the regime in which the rate of reaction on the electrode is limited by ion diffusion.

2.4.1 Formulation

In order to illustrate the application of the boundary conditions and Butler—Volmer equations (derived
above in (36-38)), we consider an electrolytic cell consisting of two electrodes at dimensional positions
y = 0 and y = L (in other words, we non-dimensionalise with the width of the cell). These bound an
electrolytic solution, and are connected into a resistive circuit (or alternatively to a prescribed current
supply J(f)). Here we assume that, on the electrode at y = 0, the reaction rate is given by R(N, P) and that,
for every mole of reaction y, moles of N*»~ ions and y, moles of P?™, ions are produced while on the
electrode at y = L the reaction rate is given by S(N, P) and that for every mole of reaction ¢, moles of
N<~ jons and g, moles of P** jons are produced.

As discussed in Sect. 2.3.1, charge neutrality implies that P = z,N/z, in the outer region. We write
down the (dimensionless) outer equations and boundary conditions for the problem described above by
reference to (20-21) and (36-38). In their totality they are given by

AN knkp(zp + 2n) >N

ot Zpkp + Znkn 0y?’ (44)
a ()
P (zpFp — 2nFn) = 0 where krzn (BN 3 (45)
7= (G +onsy)
Frly=0 = N(zpypyn— P (40)
Fp |Y=0 - N(Zpypy[i sz/n)J’ )
J = @p¥p — 2nyn)R (Ne—wyyzo  Ne? ) (48)
p y=0
Fnly=1= N(Zp§p§i anﬂ)], “49)
AR WJ (50)

Z
J=—(zpsp — ann)S(Ne_zn(¢_©)‘ o New @™ ®
y=1 Z

), (51)
y=1

where, for ease of notation, we have omitted the superscripts denoting outer-solution variables. Boundary
conditions (49-51) are obtained from (36-38) by making the transformation (I) y, — ¢, (D yp — ¢,
Ay —-1-y,AVJ - =J, (V) Fy = —=Fn, (V) Fp = —Fp and (VII) ¢ — ¢ — ®@. Here (I-III) are self
explanatory; (IV), (V) and (VI) represents the fact that the current flow and the fluxes of N?»~ ions and
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P jons are directed into the electrode on y = 1 (rather than out of the electrode at y = 0) while (VII)
results from the potential on the electrode at y = 1 being ® (rather than 0 on the electrode at y = 0).

The system (44-51) consists of two coupled second-order PDEs for N and ¢ coupled to six boundary
conditions. In the case of electrolysis, J is typically prescribed and the remaining variable (in addition
to ¢ and N) to be determined is ®. A naive boundary-condition count thus suggests that this system
is overdetermined with one more boundary condition than is required. Note, however, that (45) can be
rewritten as

— =0, where J = R(zpFp — zuFn)- (52)

Here 7 (y) can be interpreted as the leading-order (dimensionless) current flux through the electrolyte.
It is straightforward to show that (46-47) and (49-50) give rise to the following two boundary conditions
on (52):

Tlheo=J, Tl =J. (53)

Hence the solution 7 (y) = J to (52) simultaneously satisfies both of the conditions (53), i.e., one of the
boundary conditions (46-47) and (49-50) is superfluous and the system (44-51) is not overdetermined.
Indeed, we can use the above argument to integrate (45) and eliminate two of the above conditions. The
latter is best done by giving conditions for Ny on y = 0 and y = 1. This results in the following system of
PDE:s and boundary conditions for N, ¢, ® and J:

& _ kpkn(Zn + 2p) *N

: 54
at ZpKp + Znkn 8y2 ( )
oN oo J

(kp — Kn)a + (2pip + ZnKn)Ng = Nz, (55)
ﬂ _ Zp(Vn/Kn + Vp/Kp) J. (56)
dy y=0 R(zp + Z2p)(Zpyp — Zn¥n)

ﬂ _ _ Zp(Sn/Kn + §p/Kp) (57)
dy y=1 R(zp + Zp)(ngp — ZnSn) ’

z
J=(zp¥p — znyn)R(Ne_Z"¢’y=0, Z—"NeZW
P

) ; (58)
y=0

). (59)
y=1

In order to close this system, initial conditions on N must be imposed
Nl=0 = f(y), (60)

together with an additional relation for J. Typically, the latter takes one of two forms: (a) J is specified, as
in electrolysis or battery charging, or (b) a relation between J and the potential drop @ across the cell is
imposed. In case (b) the usual relation to impose is of the form

J= Q@) o, (61)

where Q(?) is the (dimensionless) resistance of the circuit to which the battery is connected. It is sensible
to choose j, the typical current with which we nondimensionalise, so that 2 = O(1).

Z
J = (Znsn — 2p5p)S Ne—ZnW’—‘D)( 2 New @)
y=1zp

Remark Here we have non-dimensionalised the problem with the width of the cell. For certain prob-
lems the lengthscale L associated with 8 = O(1) may be much smaller than the cell width (recall that
X = DIqgeA,/jL and hence that R = 1 implies L = DTIlog.A,/j) . In such circumstances it is straightfor-
ward to generalise the formulation given above by writing down two separate problems on this lengthscale,
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one about each electrode, and matching the potential and electrolyte concentration to that in the bulk of
the cell (through far-field conditions on N and ¢). Note that the timescale for changes in the bulk is much
longer than the timescale of the problem in these two regions.

2.4.2 An analytic solution to the model for constant current electrolysis

Here we consider the case in which J, the current flux, is a known constant. Physically this corresponds to
forcing a constant current through the electrolytic solution. With this restraint on J we may write down the
solution to the problem (54-57) and (60) for N in terms of an infinite series

2 o0
N =ho+(C—B) (Dt + y—) +By—> 1 cos(nmy) exp(— D), (62)
2 = nn
1
oy = 2/ (f'(y) = B — (C — B)y) sin(ny)dy,
where 10 B_cC
ho = / f) —By+ TyZdy,
0
and
D= kpkn(Zn + 2p) B— _1 Zp (Yn/kn + ¥p/Kp) _ _i Zp (Sn/kn + sp/Kp)
Zpkp + Znkn ’ R (zn+2p) (Zp¥p — Zn¥n) ’ R (zn+2p) (2ZpSp — Znusn) ‘

The transcendental (Butler-Volmer) equations (58-59) are then solved to obtain expressions for ¢|,—o and
#ly=1 — @ in terms of N|,—o and N|,_, respectively. Integrating (55) gives an expression for ¢ (y)

_ J Y 1 Kp — Kn N(y,1)
(1) = %;Nmo“ 1%( )+wr0 (63)

Rzn(Zpkp + Znkn) Zpkp + Znkn N|y=0

This expression can then be used to evaluate ¢|,—; and hence @, the total potential drop across the cell.
Note that the solution becomes singular and breaks down if N goes to zero at any point; this occurs when
|/| becomes too large.

An example Here we consider the reactions

oo insoluble ot _ insoluble _
M N"+ reactant/product ~ Pr+2 + product/reactant ony=0,
.. insoluble ot - insoluble _
() reactant/product ~ PraN- —e 4 product/reactant ony=1,

with the corresponding (dimensionless) reaction rates and reaction constants given by z, =1, z, = 1 and

(1) R(N,P)=koN —kiP  yp=-1, yp=1,

(i) SN, P) = ko — ksN?P, ¢, =2, g =1. (&)
The ‘Butler—Volmer’ conditions (58-59) become
— 3 _(d—
J=2(koNe™ —kiNe?)| Ly, T = (ko —kaNe q’)))y:] ,
and may be solved to find ¢|,—o and ¢|,—1 — P respectively
(J2/N? 4+ 16k ko)V/> —J/N ko —J

—0=1 D — Pl =1 - . 65

¢|y—0 og ( 4k, o > ¢|y_1 0og k3N3 ymt ( )
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By using the expression (63) to evaluate ¢|,_1, we can eliminate ¢|,—; from (65) to find an expression for
®, the potential drop across the cell

1/2

kg kn (Nt ((02/Nlymo + 16KiKo) /> _ J/Nly=o

g + log
Kp + Kk Nly=o 4y

tiog( 221 ) - /1ld
¢ ksNI>_y ) NGy +xn) Jo N :

Remark 1t is perfectly consistent with the non-dimensionalisation for the (dimensionless) reaction rates
ko and ki, in (64(i)), to both be large, thus effectively forcing a balance in which P|,—o ~ koN|y—o/k1. A
similar comment applies to (64(ii)).

2.5 The steady problem and an outline of the difficulties associated with the dilute model

Here we consider the steady problem in which J = 0. Physically, this corresponds to measuring the voltage
drop across a battery with an extremely high-resistance voltmeter. With J = 0, there is a steady solution
for which N = const. and ¢ = const. Without loss of generality (since we have non-dimensionalised N
with the arbitrary constant I1p), we can take N = 1 and this then determines ¢ and ® (which recall is the
potential drop across the cell) as the solution to two coupled transcendental equations

R (e—anS, n ezp¢) 0. S (e—zn(qb—d’), n ezp(¢—¢)) _o.
Zp <p

In the particular example we considered in Sect. 2.4.2 this gives

1 ko ko 1 ko
— - log (20 ®=log(2) 4 -10g(2).
?=3 °g(k1)’ Og(ks) 2 Og(kl) (66)

Referring back to the non-dimensionalisation of the problem, recall that ¢ (the potential in the elec-
trolyte) and @ (the potential drop across the cell), have been scaled with the thermal voltage k7'/q..
Atroom temperature k7/q, ~ 0.025V. In terms of most electrolytic cells, this corresponds to an extremely
small voltage; typical half-electrode potentials (measured against a standard hydrogen electrode) vary
from about —3.0V to 3.0V [5] (i.e., are of the order of 100kT/g.). Depending on the signs of ¢ and &, we
would thus expect the values of the ratios ky/k1 and k,/k3 to be either very large or very small, in a typical
electrolytic cell.

It is also worth investigating the implications that the large values of ® and ¢ typically found in practice
have on the structure of the inner solution. Referring back to (27) (and recalling that z,, = z, = 1) we see
that in this instance

N(()i) = exp ((qﬁ(()i) - ¢)) ) P((f) = eXp (_ ( (()i) - ¢)) ’

where qﬁ(()i) is the inner potential (recall that A(f) = N|y—o = 1, B(t) = (z4/2p)N|y—0 = 1 and V(1) = ¢|y—0).
Furthermore, the boundary condition ¢(()l) le=o = 0 implies that

Ng'ls=o =exp(—¢), P le=o = exp(9).
Thus, where ¢ = 10 (corresponding to a half electrode potential of 0.25V)and z, = z, = 1, there is

roughly a 22,000-fold increase of the concentration of Pg) at the surface of the electrode § = 0 over that
in the solution, reflecting the strong exponential dependence of the ion concentrations on the potential.
Given that pure water (a rather small molecule) has a concentration of roughly 56 mol/l and that a typical
electrolytic solution might have a concentration of 0.1-1 mol/l, this type of increase in concentration is
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clearly infeasible for all but excessively weak electrolytic solutions. This indicates that the major reason for
the breakdown of diffuse models, similar to this one, which are based on the Nernst-Planck equations is
due to the breakdown of the Nernst—Planck equation as the ion concentrations become comparable to that
of the solute (water). This is in conflict with the frequently held view which holds it is due to ion adhesion
(see [5,17] for example).

In summary, it seems that the theory we have outlined above, which treats only the diffuse (Debye) part
of the electric double layer, is doomed to failure when applied to an electrode associated with a potential
difference many times greater than 0.025 V. In standard electrochemical theory this problem is overcome
by invoking a Stern layer in close proximity to the electrode. The problem with this approach is that it is
ad hoc and relies upon certain heuristic parameters. In the next section we develop an approach capable
of treating the highly concentrated solutions in the immediate vicinity of an electrode.

2.6 Results of the matched asymptotic analysis in the case § < 1, 8 = O(1/9)

The (dimensionless) relationship (11c) between the gradient of the potential at the electrode (on y = 0)
and the electrode charge density C is, when written in terms of inner coordinates, ¢¢le—g = —5C. We
therefore expect §C to be of O(1). In turn, the charge density evolves according to the law (12) which we
can rewrite in the form

d 1
360 = 22/ = Gorp = 2umR (Nlyo . Plyco) |- (67)

Notably the (dimensionless) timescale for variations of the electrode charge density is of O(R§). Thus,
where X « 1/8 the charge density evolves over a much shorter timescale than the diffusion timescale
(which is of O(1) in these units). Whereas if 8 > 1/§ the charge density C evolves over a much longer
timescale than the diffusion timescale.

The other key condition to understanding the behaviour of the model is (11a-b) which relates the flux
of ions on the boundary to the reaction rate via

Y]
-7:n|25=0 = %R (N|§=0>P|S=O)7 -7:p|§:0: KPR (N|S=O’P|§=0)' (68)

Equation 67 implies that R and J are both of O(1) (except when dealing with some rather special transient
behaviours). It follows that F,|¢—o = O(1/8) and Fp|¢—o = O(1/R). It is notable that we never need con-
sider the case ® « 1, which leads to large dimensionless ion fluxes, since choosing L sufficiently small (the
lengthscale with which we nondimensionalise) will give & = O(1) (see (13) for the definition of X). On the
other hand, if X > 1, and L is the width of the cell, we cannot rescale to obtain & = O(1). Here diffusion is
sufficiently fast so that it is not rate-limiting, as is clear from (68). However, for O(1/8) > 8 > 1, it affects
the reaction rate by giving rise to variations in the ion concentrations at the edge of the Debye layer.

We now examine the distinguished limit & = O(1/8) (in which the diffusion timescale and that for
electrode charging are of the same order) over a timescale comparable to that for diffusion. Note that here
electrode charging is the rate-limiting step in the reaction rather than diffusion, which only influences the
reaction by changing the ion concentrations at the outer edges of the Debye layers. We define the new
parameter A by the relation & = A/§ and proceed with a matched asymptotic analysis analogous to that
presented in Sect. 2.3. In the inner region this proceeds as in Sect. 2.3 (and the variables are expanded as in
(22)), except that now the leading-order inner expansion of (12) contains a time derivative of Co and the
first-order fluxes F r(ll)l and F ;51)1 are both zero. Proceeding with the matching to the outer variables (which
are expanded as in (16)) gives the following boundary conditions on the leading-order outer problem at
y = 0 (on dropping sub and superscripts):
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% n Zpeiz"qb —@n+2zp)+ 2ne%r? ﬂ
ot ZnzpN(e? — e=nd) ot
(27 @) — (ot )+ 20
B (g) 2y ANV2(e%r9 — e~2nd) (69)

X ((Zpr — Zn¥n)R (Nem’, Z—”Nezﬂq’) - J) ,
Zp
IN
ay
which hold on the equations for the leading-order outer variables N and ¢
ON _ Kkpkn(zn + 2p) 02N

ar ’ 70
at Zpr + Znkn 8y2 ( )
el Greserad bt a
3)’ Zpr + Znkn N ay ’
On the other electrode, at y = 1, the leading-order outer problem satisfies the boundary conditions
dp  do | zpe @™ — (2, + z)) + 247" YN
dr dr ZanN(eZp@*q’) — e~ in(¢=P)) ot
_(2)?sen(@ — 2 (gpe TP — (24 + 2p) + 2ae? 012
= Zp ZnANl/z(eZp(¢_¢) _ e—Zn(¢_q))) (72)
x ((ZPVP — Znyn)R (Ne_z"(¢_¢), Z—nNeZP((b_CD)) +J) s
Zp
IN
— =0,
dy

It is noteworthy that there is a solution to (70), (69b) and (72b) for which N is a constant. Without loss
of generality we can write N = 1. Solving (71) for ¢ then gives ¢ = ¢ (¢). Substitution of this, together with
N =1, in (69a) and (72a) then leads to two coupled ODEs for ¢ (the potential in the electrolyte) and &
(the potential drop across the cell), namely

d¢ _ (%)1/2 san(py 280 = o+ zn) + 2ae )2
dr » Zn A (eW? — e~ nd)

X |:(ZPVI7 - Zn)/n)R (e_zn¢’ Z_neZp¢) - JO} k)

1/2 Zp (73)

dd d¢ N 2\" san(® — &) (2pe™m@=®) — (7, + 2,) + 7, @~ P)1/2
d[ - dt Zp g ZnA(eZp(¢_¢) — e—Zn(¢_¢))

x |:(Zp§p — Zngn)S (e‘z"(¢‘d’>, Z—”eZp<¢—<1>>) +J0i| .

Zp

Remark In the above we have considered the distinguished limit in which the diffusion timescale is of the
same order as the timescale for electrode charging. In regimes where X > O(1/§) the diffusion timescale
is much shorter than that for electrode charging. The resulting time-dependent process (over the electrode
charging timescale) is then described by coupled ODE:s of the form (73).

2.7 A lumped-parameter model for the long-time behaviour of the cell in the small current/large diffusion
limit 1 < 8 < 1/8?

Here we shall focus on the model (54-61) obtained as a result of taking the distinguished limit § — 0 with
R = O(1), and then formally allow & — 400 (in other words, we let § — 0 before letting 8 — +00).
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Rescaling time with R, and assuming the resistance of the circuit is either a constant or varies over this
long timescale only, leads to a lumped-parameter model for the long-time variations of the variables N, J,
¢ and . This model can be shown to have a wider range of validity than that suggested by this derivation
(indeed it is valid for ¥ in the range 1 « R <« 1/52).

Introducing the long-time scale 7, defined by t = Rz, into (54) and applying the method of multiple-scales
yields

IN N 10N ipin(zn +2p) °N

v = , 74
at N ot Zpkp + Znkn 0y? (74)
Expanding in powers of 1/R as follows
1
N=No@ + Mty +-n T=lo(O) +-, d=do(m)+ -, ©=Do(r) +---,
and substituting in (74), (56) and (57) yields
ANt | N0 _ kpkn(zn + 2p) 9N (75)
ot T Zpkp +znky Y
% _ Zp(Vn/kn + Vp/Kp) (76)
ay y=0 (zn + 2p)ZpYp — Zn¥Vn) ’
% _ Zp(Sn/kn + Sp/Kp) (77)
ay y=1 (zn + 2p)(ZpSp — ZnSn) ’
Integrating (75) between y = 0 and y = 1 and applying the boundary conditions (76-77) we have
Lan, dNo ZpKpkn (sn/kn+ sp/kp)  (Yn/kn + vp/kp)
—dy+ —=-— - Jo.
ot dr ZPKP + Znkn (Zpgp - ann) (Zpyp - Zﬂyi’l)

Application of the usual secularity argument (i.e., by noting N; cannot grow unboundedly as ¢ increases
without violating the asymptotic expansion) yields the first-order ODE

dNy Zpkpkn (Sn/kn+ Sp/kp)  (Yn/Kn + Vp/Kp)
—_— =- - Jo, (78)
dr kp + Znkn | (ZpSp — ZnSn) (ZpYp — Zn¥n)
which is to be solved subject to the initial condition (derived from (60))
1
Noo) = [ ray. (19)

Substituting the expansion of the variables in (58-59) and (61) yields the three extra equations required to
close the model, namely

Jo = (zpYp — 2nvn)R (Noez”""’, Z—nNoez”‘m) , (80)
Zp
Jo = (ngn — 2p5p)S ( Noe ™3 (®=00), 22 Npezn =00 ) 81
pSp z
P
Dy
Jo = YO8 (82)

3 A high-concentration model of ion diffusion
We now consider a concentrated solution comprised of the three components P ions, N»~ ions and

water. A simple multiphase model, following the approach adopted in [14, Sect. 10.6.4] that describes the
movement of these three species, is
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IN  30F, ON  znqe,, 09

= =0, Fo=Nv—D,|— — N— 83
ar Ty n= AV B ( dy kT " ay (83)
aP 0T, aP 9

W% o, g=py—p, (2 4 e pt? (84)
ot ay ay kT 9y

IW  dF, oW

RS ) =Wy —D,y— 85
or oy =0 Fw= W= Dusl (85)

HuN + H,P + H,W =1, (86)
9 9

3 (s(W)%) = geAy (z2aN — 2,P). (87)

where once again new notation may be found in Appendix A. Here (86) represents conservation of vol-
ume, which we have chosen to model by a linear relationship between the three species. In order that the
relation (86) be satisfied, a bulk velocity v needs to be introduced into the advection—diffusion equations
(83-85). The final equation, (87), is Poisson’s equation for the electric potential; note that we have left the
permittivity ¢ inside the divergence since this cannot be regarded as a constant where the water concentra-
tion varies markedly. Significant variations in the concentrations of all the reactants mean that we should
also allow the diffusion coefficients D, D, and D,, to be functions of the concentrations N, P and W. We
note that a similar model has also been given by Farrell et al. [18] within the electroneutral region of an
electrolyte.

Boundary conditions 1In Sect. 2 we formulated boundary conditions on a model in which both ion spe-
cies are in dilute solution. There was therefore no need to consider the dynamics of the electrode surface in
response to accretion (or loss) of material on (from) the electrode. However, we need to be more careful
when considering concentrated solutions, not least because, if the boundaries remain fixed, and a greater
volume of material is removed from the solution on one electrode than is replaced at the other, there will
be no solution to the model equations (83-87) satisfying the boundary conditions (since the total volume
flux H,F, + H,F, + H,,F,, turns out to be a function of time only). We thus consider the surface of the
left-hand electrode to be at y = Y(¢). Taking account of the moving electrode surface, and equating the
flux of the various species to their production on the electrode surface, leads to the following conditions

ony=Y():

Fn — (;—};N =y R(N,P,W), (88)
Fp — CL—TP: vwR(N,P,W), (89)
]—"w—(jj—l:WzyWR(N,P,W). (90)

The conditions on the potential ¢, the current flux J and the electrode surface charge density C are similar
to before, being

dc

5= = —(Zp¥p — 2n¥n)qeAvR (Nly=y (> Ply=y (- Wly=v)) + 7. 1)
d

E(W)—¢ =—-C, dly=y@ =0. (92)
Y ly=y )

Finally, we need to impose a condition on the evolution of the electrode surface. Here, for brevity, we
assume that the total volume of material absorbed from the electrolyte, in the reaction, is equal to the
volume of solid reactant created at the electrode surface

dY
T - (YnHn + vpHp + vwHyw) R (Nly=v 1 Ply=y), Wly=v()) - (93)

4 Water has a permittivity roughly 80 times that of free space and many times that of most other materials.
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Note that it is relatively straightforward to extend this formulation to cover cases in which the volume of
the reactant created is proportional, rather than simply equal to, the volume of the reactants consumed.
If we do this, however, the total volume of electrode plus solution changes and we thus have to include a
component of the flow tangential to the surface of the electrode in order that the electrolyte is to remain
incompressible.

Non-dimensionalisation ~We nondimensionalise (83-93) as follows:

N—lN* P—IP* W—1W*]:—D]-'*]:—D}'*
~ H, ~H, ~H, °~ """ H,L" P H,L P
D kT 2
Fuw = Fuo ¢=—0¢% t=—1", y=Ly, Y=LY" o4
T AL p' 'Y oY
D kT '
v="v C=200 J=j, e=ent, R=—1_R".

L qeL ’ qeAy
Note that the non-dimensionalisation applied above is essentially the same as (10) (that applied to the dilute

model) provided we take Iy, the reference ion concentration, equal to that of pure water Iy = 1/H,,.
Applying (94) to (83-93) leads to

IN*  OF; IN* 9¢*
+ 0 o o N (N2 (95)
arr  dy* ay* ay*
apP*  9F, apP* 00"
L2, Fr=Pv -k, — +2z,P* , 96
o oy TN T (8y* e 3)’*) 0
ow*  9F% ow=
T R I AL, ©7)
or* ay* ay*
hyN* + h,P* + W* =1, (98)
o (.. 09p*\ 1
2w = — (z.N* = 7, P*). 99
o (s ( )ay*) 57 (@ = 2P 9
These are subject to boundary conditions on y* = Y*(¢*)
dy*
N (]-';f — N* i ) = y,R* (N*,P*, W¥), (100)
N\F, - P e =y, R* (N*, P*,W¥), (101)
N(fW—W dt*)=wa (N*.P* W), (102)
8 *
e W2~ _cr gt =0, (103)
ay*
2 dc* * * % * *
SR e —(2pYp — Zn¥n)R (N ,P* W ) +J, (104)
dy* * * * *
N = ~nlin + yohp + ) R* (N, P*.W*), (105)

where the dimensionless parameters are

5= [T PaeAy ey (106)
qe~AvL H,jL H,, H,,

and the dimensionless diffusion coefficients, which may be functions of N and P, are

D D D
Ky = TW, Ky = Tn, Kp = Tp (107)
D D D

Henceforth we shall drop the * superscripts.
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We can eliminate W from this model by summing (95) multiplied by 4, with (96) multiplied by /4, and
(97) which, on referral to (98), gives

0
@ (hnFn + hpFp + Fy) = 0. (108)

Boundary data on y = Y(¢) for this equation can be obtained by summing (100) multiplied by #,, (101)
multiplied by 4, and (102) to obtain

dy 1
(hnFn + hpFp + Fy) = o s (Ynhn + vphp + vw) R(N,P,W).

Integrating (108), applying the boundary condition above and substituting for ¥ from (105) we have
hpFon +hpyFp + Fuw = 0.

We can then substitute for the fluxes F,,, 7, and F,, from (95-97) and for dW/dy by differentiating (98)
with respect to y to obtain the following expression for the bulk velocity v, in terms of N and P:

oN P d
v = h, (i, — Kw)a + hy(kp — Kw)a + (zphpipP — ZnhnKnN)f. (109)
This now leaves a reduced model for N, P and ¢ consisting of (95-96), (109), (99-101) and (103-105).
Henceforth we shall consider R(-) to be a function of N and P only.

3.1 Matched asymptotic analysis of the case § < 1,8 = O(1)
In this section we perform a matched asymptotic analysis of the concentrated solution model comprising

(95-96), (99-101), (103-105) and (109) about the electrode, in the limit § — 0. This parallels the matched
asymptotic analysis conducted in Sect. 2.3 for dilute solutions.

3.1.1 The outer ‘charge-neutral’ region

We start by looking for an asymptotic solution to the governing equations (95-96), (99) and (109) for N, P
and ¢ in an outer region (where charge neutrality is satisfied) by making the expansion

p — P(()O) 4., N©O — N(()O) N ¢(") = ¢)(()0) +---, v = V((]O) +--- (110)

To leading order in (99) we find

PO = N (111)
Zp

and from (95-96) and (109) we obtain

0 n,0 (0) (0) . ,(0) 0 (0) %0
—2 =0, F9Y=N, —kn| —— — 2Ny —— ). 112
o T ay R U T (112)
(0) (0) (0) (0)
INy” | zp 3Fpg @ _ Zn [ (0 p\© INy (0) 9%
+ = — =0, Fo=—\vy'Ny —« + zpN, , 113
ot Zn 0y PO Zp 070 P\ oy PO gy (113)
8N(0) z P (0)
v(()o) = 80 (hn(/cn — kw) + hp " (iep — Kw)) + an(()O) %0 (hpkp — Bnkn) - (114)
y Zp dy

In order to find the boundary conditions on the outer equations at the electrodes, we need to match to an
inner region about each electrode.
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3.1.2 Inner region about the electrode

Motivated by Eq. 99, we introduce a stretched coordinate about the surface of the electrode at y = Y (¢)
by writing

y =Y + S¢. (115)

Under this rescaling the model, comprised of Egs. 95-96, 109, 99-101 and 103-105, transforms to

IND  dy aN®  aF® 1 (oND gD
e —+ -2 =0, FO=NOy_ NO—=— ), 116
or  ar o0 | ue s o (116)

K 0E
v = % [hnm - KW)%@ + hp(ip — KW)B;);) + @phpiep P = 2nhnic N<’>)a¢; } (118)
. (8 a;s:) _ (ZnN(i) _ pro')) , (119)
(;(z) NO ‘L’;)‘ _ %R (N<i>|5=0,p<i)|$:0), (120)
(f’@ _ p(i)%)‘ - %R (N9leo, POleo). (121)
2 .
s —5C, ¢V =0 on&=0, (122)
(Szxi_f Y (N(i>|§:0’P(i>|$:0) s (123)
(11_); = —(Vnhn + vphp + VW)R (N(i”s_xo’P(i)'s_O) : (124)

where the (i) superscript denotes an inner variable. Note also that ¢ is a function of the water concentration
W® which can be expressed in terms of the N and P by the relation W® =1 — h,N® — hpP(l). In this
inner region we look for an expansion of the form

N(i) :N(l)+(SN(l)+ , P(i) =P61)+8Pil)+ , ¢(l) ¢(1)+8¢(l) .

N | 1 |
=Rt Pt FP =R+ R W= (l)+V§')+ (125)
Y=Y+ -, C=5C0+..., J=Jog+--,

and find, at leading order, that

(@) (@)
N G aN, d
Fi =N - K,,(—a ; — ZuN{ ;2 )= 0, (126)
5 pD 9
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SN(i) ap(i) ) 8¢(1)
V) = h(ien — k) ——2— + (i — k) —— + (szphppg” — Zuknhn N((f)) (128)
dE & 9
P ¢)(1)
e () =L ) = z,Ny’ — z,P) where v=1—h,N{ —h,P}, (129)
8& 0§
IR A _
Co=—¢(v) T ¢, =0, on&=0, (130)
Jo= (zZpyp — Zn¥n)R (N(()l)|§ O,P(l)|§ 0) > (131)
(@) (i)
dy, RNy le=0, Py le=0
— 2 — Y + vohp + ) ( ) : (132)
dr R
Combination of (126-128) leads to two first-order PDEs for N(()i) and P(()i)
. . aN(i)
(Knl(p + N(()l)/’anp(KW —Kkn) + P(()l)/’lpKn(KW — Kp)) 8_50
U]
) . . . 0
+ (ZnhnKnKpN(()l) + iy (2nknkp — Znkniw — Zpkpic) N PY — anpKnN(()l)) Z)é‘ =0, (133)
. . apY
(KnKp + N(()l)hnKp(KW —Kkn) + P(()l)hpKn(KW — Kp)) 8_§0
02 O pli) i) 995
— (zphp;c,,/cpPO + hn (2pknkp — Zpkpkw — Znknkw) Ny Py’ — Zpknikp P ) = 0, (134)

We thus have a coupled fourth-order system comprised of the three PDEs, (129) and (133-134) for N, 0, Pg)
and ¢(l) In the case of electrolysis (Jo specified) these must be solved subject to two boundary conditions
(130b) and (131). For a correctly specified problem we therefore require far-field conditions which use up
a further two degrees of freedom. Matching to the outer region as & — +o0 gives

Ny - A, P) - —A @) =V as & — +oo,
Zp

where A = N, (0)| y=y@ and V = ¢(()”) ly=v (- By comparison with the leading-order outer problem for the

dilute electrolyte we expect A = N0 ly=v(» to be determined by the solution to the outer problem and (]5(0)
by the solution to (129) and (133-134). The far-field conditions, that we require to close the leading-order
inner problem, are thus

N? A, PO A as & - too, (135)
Zp

It is now helpful to carry out a linearised analysis of the solution for N, (l), P(’) and ¢(()i) about the far-field
behaviour (135).

3.1.3 Linearised analysis of the solution to (129) and (133-134) as & — 400

In order to determine the number of degrees of freedom in the far-field behaviour (135) of (129) and
(133-134) we linearise about (135) as follows:

N =A+f©). P =TA+g®). o) =V U, (136)
P
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where f < A, g < A, ¥ < V and V is a constant which is to be determined. Substituting in (129) and
(133-134) and linearising leads to

Z
(KnKp + AhnKp(KW —Kkn) + Z_nAhpKn (ew — Kp)) f/(‘i:)
P
+ (znhn/cn/cpA2 +hy (annkp — Znknky — ZprKW) 2—”142 - zn/cp/an) Y(€) =0, (137)
p

Z ’
(KnKp +AhnKp(Kw — kp) + Z_nAhpKn(Kw - Kp)) gé)
4

2
— (hpKnKp ZZLAZ + hy (ZpKnKp — Zpkpkw — ZnKan) ;_HAZ - KnKPZnA) v'() =0, (138)
p p
32y
e(v) e = znf(§) — z2pg(&), (139)

wherev =1-A (h,l + %hp) is a constant and «;,, k, and «,, are evaluated for N = A, P = z,A/zp.

Integrating (137-138) (noting that f — 0, g — 0 and v — 0 as § — +00) gives the following expressions
for f and g:

Zn (kpkn(zp — A(Zphn + 2nhp)) + Ahpicw(Znkn + Zpkp)) b E (140)

Ak (Zpkphn + Znknhp) + knkp(2p — A(Zphy + 20hp)) ’

Az (kpkn(zp — AZphn + 2nhp)) + Ahpicy(Znkn + 2pkp))
Aty (Zpkphn + Zuknhp) + knkp(z2p — A(Zphn + 20hp))

A
f& =

gé&) =~

v (&). (141)

These expressions can, in turn, be substituted in (139) to obtain a linear constant coefficient ODE for v,
namely

32W _ 2nA {(Zn + Zp)(Zp - A(thn + Znhp))KpKn + Ak (Znkn + Zpr)(thn + Znhp)} _

—_— 0.
d%—Z [AKW(Zprhn + ZnKnhp) + Kknkp(Zp — A(thn + Znhp))]

e(v)

Integrating this and applying the boundary condition that ¢ — 0 as § — +oo gives

{(Zn + Zp)(Zp - A(thn + Znhp))KpKn}
e(v) [AKW(Zprhn + ZnKnhp) + Kknkp(zp — A(thn + Znhp))]

¥ = Yexp [ —(z,4)1/? [

(142)

12
4 {AKW(ZHKH + Zpr)(thn + Znhp)} ¢
e(v) [AKW(Zprhn + ZnKnhp) + knkp(zp — A(thn + Znhp))] ’

where Y is an arbitrary constant. Note that the expression inside the square brackets is always positive.
This is because (I) A, zy, 2p, kn, kp, hy and hy, are all necessarily positive (a consequence of their physical
definitions) and (II) A(zphy, + znhp) < zp (a consequence of requiring non-negative water concentrations;
see Eq. 98).

We can deduce from (142) that there are two degrees of freedom in the far-field behaviour (135), repre-
sented by the constants V' = limg_, ;oo ¢(()i) and T (which are determined by the solution). Application of the
boundary conditions (130b), (131) and (135) to the PDEs (129) and (133-134) results in a boundary-value
problem to which one might reasonably expect a unique solution in the case where Jy is specified.

@ Springer



264 G. Richardson, J. R. King

3.1.4 Continuation of the boundary-layer analysis

The inner expansion at first order Proceeding to first order in the inner expansion in (116-117), (120-121)
and (124) gives

Y Y
i (f(” d ON(’)) —0. A -Npoe

y . .
=R (N(()l)ls=o,P(()l)|g=o),

0 dr O dr |,y N
O (o _ Y0 50 @»dYo Yo p (N 0
— | F —Py ) =0, ]—" —P = "LR(N, le=0, Py le=0)-
dE ( Pl gy 0 dr |y N ( 0 le=0.Fo’le 0)
Integrating, applying the boundary conditions and using the results (131) and (132), we obtain
. JO .
FO = 0y = N {ynhn + vohp + v }), 143
n,1 N(Zp)/p — ZnYn) (Vn 0 {y” n T Vplp J/W}) ( )
. JO .
FO— 0 () — POy h, 4 voh, + . 144
P an—mmxﬁ 8 (b vohy + v} (144)

The outer region revisited Subtracting (113) from (112) and integrating gives
N(O) ¢(0)

Z
iy = 2 F =t k) + (zpp + 2N 220 5y = MO, (145)

where M(-) is an arbltrary function of integration. Matchlng the leading-order outer fluxes to the first-order

inner fluxes gives F, 0 | y=Y (@ = limg o0 .7-' (l) and F'9 .0 ly=y@ = limg 00 F, ;i)l from which it follows that

(0)
n,0

Jo ( () )
S —z oy N hu + vphp + , 146
y=Y (0 N(Zpyp—znyn) ¥n 0 =y {V” n T Vp'lp Vw} (146)

Ji
(0) 0 ()/p _Zn N(go)

r0

TR — hy + ypohy, + . 147
y=Y®  RZp¥p — Zn¥n) {V” n T Vplp Vw}) (147)

y=Y(@)
Application of the above boundary conditions to (145) yields

N(O) 8¢(0) JO
0 + (ZPKP + ZnKn)N(()U) —ag = ——Z N
n

(Kp — Kn) (148)

This equation may be used to find an expression for N(()O)qb(o)y which can then be substituted in (114) and
one of (112-113) to obtain the following nonlinear parabolic equation for Né”):

N B [K,,Kp @p+20) | Zphn + Zahyp
Jat 3y Zpr + Zukn Zp (Zpr + ZnKn)

o] Ny
(ZnKn(Kw — Kp) + Zpr(KW Kn)) N o ] 8y

(149)

Jo 9 (hpkp — hn/cn)Néo) + Ky
R Jy (Zpkp + Znkn) '

A boundary condition on this PDE, at y = Y(f), can be obtained by using the matching condition (146)
and eliminating ¢(() using (148); it is

8Nvo |:N(o) (thn + Znhp)(ZnKn(Kp — Kw) + Zpr(Kn — Kw)) _ (zn + Zp)KnKpi|
dy 0 2p(Znkn + Zpkp) Znkn + Zpkp
. J_ Kn + N() )(hpr — huky) + N(() )(Vnh + Vph + vw)

N Znkn + Zpkp Ip¥p — Zn¥n

(150)
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A boundary condition on (148) is obtained by solving the leading-order inner problem and matching to

the outer. In summary, the equations for the leading-order outer variables (N(()O) and d)(()o)) are (148) and
(149).

Remark Equation 149 for N(()o) is linearly well-posed, provided the term in curly brackets is positive. Since
Kns Kp, Kw, Zn and z;, are all positive, it follows that

Znkn(kw — Kp) + Zpkp (ikw — kn) = kw(Znkn + Zpkp) — (Zn + Zp)knkp > —(Zn + Zp)knkp-

In turn, since N(()O) > 0, it follows that

[ KnKp(Zp +2Zn) thn + Znhp

(0)
Znkn(kKw — Kp) + Zpkp (K — kn)) N,
Zpkp F 2ok Zp(Zpr +ZnKn) ( n n( w p) 4 p( w n)) 0 ]

- Kknkp(Zp + zn)(1 — N(()O) (hn + Znhp/zp))

(151)
ZpKp + Znkn

The condition (98) implies #,N\” + hpP{” <1 and the relation Py’ = z,N\”/z, then gives N§*

(hn + znhp/zp)) < 1. Substituting this inequality in (151) (and noting that z,,, zp, ky, k) are all positive)

leads to the desired result

[ KnKp(Zp + 2n) thn + Znhp
ZpKp + Znkn Zp(Zpkp + Znkn)

(ZnKn(KW - Kp) + Zpr(Kw - Kn)) N(()O)] > 0,

from which we conclude that (149) is linearly well-posed.

3.2 Numerical solution to the boundary-layer equations

In this section we briefly investigate solutions to the boundary-layer equations (133-134) with bound-
ary conditions (130b-131) and (135). The easiest way to find solutions to this quasi-steady system is to
shoot from a large value of & to & = 0, using the far-field behaviour of the solution determined in (136)
and (140-142). Since the value of A is predetermined by the value of N(()O) (via the matching condition
A= N(()O) ly=y () in the bulk, this leaves two parameters, V and T, which are iterated upon in the shoot-
ing method. It is noteworthy that Eqgs. 133-134 are invariant under translations in ¢(()i). This means that,
whatever value of V is chosen initially, when shooting to & = 0, a translation in ¢é’) can be made to the
resulting solution to give a solution to (133-134) which satisfies (130b). The shooting method thus requires
that only Y be adjusted until (131) is satisfied.

For simplicity we take a reaction rate given by

R(N,P) = koN — k1 P

and consider only the steady state Jo = 0. It follows that y, = —1, ¥, = 1 and, from (131), that
P(()l)/N(()l)|§=() = ko/k;. In addition we take e(v) = (1 + 79v)/80.° In the case k, = kp = ky = hy =
hp =z, = zp = 1 we plot two solutions, for ky /kg = 2 x 1073 and ky /ko = 0.02, respectively, in Fig. 3. In
both cases we take A = 0.1. In the parameter regime we investigate the ratio kj/ko has to be very small
in order to obtain a large potential drop across the double layer; indeed, to get close to a dimensional
potential drop of 1V requires k1 /kog = O(1073?). Given that the size of the small parameter § is typically
0(107°), this might seem to invalidate the asymptotics we have carried out. If, however, k1 /kq is either

5 This represents a linear interpolation of the (dimensionless) permittivity of a mixture of water and ions in which the latter
have a permittivity equal to that of free-space.
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k1/ko=2e-32 k1/k0=26-32
40
1
=0 0.8 30
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& == 20
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Fig.3 Numerical solution of the inner equations about the negative electrode with far field conditions N(()i) — 0.1, Pg) — 0.1
as & — +oo. In the left-hand figures N(()l) is represented by the dashed line and P(()' ) by solid line

very small or very large there is an extra layer (see Eq. 152 below) but this does not affect the leading-order
outer formulation just given.® It is notable that there are solutions to (130a) and (133-134) of the form
; j 1
N(l) =0, P(l) = ¢(l) — %- _ %-2
0 © " h, 2e (O)h

L po i _ o2
—, Py =0, = . —

hy' 0 R P
where M is an arbitrary constant. In the case k1/ko < 1 (for which Ng) <« 1 on & = 0) we can linearise
about the former of these solutions to find an asymptotic solution for this extra layer in the vicinity of the
electrode

and N(()i) =

N ~ eexp Znkin ¥ Zpkp 4’(0) ,
n
Py (Fp( ¢(,>) M (M¢<»)) where ¢ < 1. (152)
hp hp Kn
D age _ 2P g2
Yo~ ME = omt

when F is a constant which is fixed by matching to the rest of the inner region and, through that, to the
outer. In some ways this extra layer is like the Stern layer, most notably because it contains almost solely
molecules of one species (in this case of the positive ions).

In Fig. 3 we plot two numerical solutions to the inner problem. In the former (for which k1 /kg = 2x1073?)
the extra layer is apparent close to the boundary.

6 Note that neither N(()i) nor P(()i) can surpass 1/h, and 1/h,, respectively (see (98)).
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3.2.1 The simplified (high-concentration) model of an electrolytic cell § < 1 and 8 = O(1)

Here we collect the results of the asymptotic analysis, as conducted in this section, to formulate a simplified
model in an electrolytic cell. On writing the position of the free boundaries on the left-hand electrode as
y = Y;(¢t) and that of the right-hand electrode as y = 1 — Y,(¢), the leading-order outer equations and
boundary conditions for the ion concentration (149-150) become, on dropping sub and superscripts,

oN d h h IN
|:[ Spln Ty (ZnKn(Kw — Kp) + ZpKP(Kw - Kn)) N+ —KnKp(Zp + 2n) ] :|

B 0y L 2p@pkp + 2nkn) o £ o | 3y
J 9 [(hp;cp — hpkn)N + Kn} .
N ay (Zpkp + Znkn)
ﬂ |:N| y (Zphn + znhp) (Znkn(kp — kw) + Zpkp (kn — Kw)) 3 (zn + Zp)KnKpi|
ay y:Yl(l‘) y= 1([) ZP(ZHKH + ZPKP) Znkn + Zpl('p
= 1 |:Kn + N|y:Yl(t) (hpr — hnicn) + Yn — N|y=Yz(z) (Ynhn + Vphp + J/W):| (154)
N Znkn + ZpKp ZpYp — In¥n 5
n @phn + 2nhp) Znkn(Kp — Kw) + Zpkp(kn — kw)) — (Zn + 2p)Kknkp
Yy Nly=1-v,0 B
Y ly=1-v.0 2p(Znkn + Zpkp) Znkn + Zpkp
— 1 |:Kn + N|y=17Yr(t) (hpr — hnKn) 4 Sn — N|y=1*Yr(t)(§nhn + gphp + gw)] (155)
N Znkn + ZpKp 2pSp — ZnSn .

In cases in which J is specified (and when coupled to an initial condition N|,—¢o = f(y)), this gives a closed
system for N. Note that the boundary condition (155) has been obtained from (154) by making the trans-
formation Y; — Y,,J — —J,y = 1 =y, ¥y = ¢n, ¥p — ¢p and ¥,y — ¢, These equations for N couple to
ODE:s for Y; and Y,

dy; — whn+vphp +vw) S dYr  (Snhn + sphp + 6w) J

— = , = , 156
dr (Zp)/p — Zn¥n) N dt (Zpgp — ZnSn) R ( )

and (148) for the potential ¢

0 J - 10N

99 _ _ g _Kn—kp 10N (157)
dy Rz (Znkn +pip)N  Zpkn + Zpkp N 3y

A boundary condition on this problem is given by

Ply=v,) = 511{&1-100 ¢. (158)

Here limg_ 100 é is the effective surface potential (i.e., the potential drop across the Debye layer) and is
obtained by solving the leading-order inner problem about the left-hand electrode (see Egs. 129, 130b, 131,
133, 134 and 135), namely

s L aN
(KnKp + Nhyicp(kw — kn) + Phpip (i, — Kp)) E
N . - 3¢
+ (ZnhnKnKpN + hy (Znknkp — Znknkw — Zpkpkw) P — ZnKpKn) Ng =0, (159)
s - aP
(Knl(p + Nhyicp (kw — kn) + Phyicp (i, — Kp)) 5
5 . -3¢
— (thpKnKpP + hy (Zp/cn/cp — Zpkpky — Zn/cn/cw) N — ZpKnKp) Pg =0, (160)
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3 3¢ - . g y

— 5(v)—¢ =2zy,N —z,P where v=1—-h,N —h,P, (161)

dE dE

Pli=o=0, R (lezo,i’ls=o) = ; (162)

ZpVp — Zn¥n

- ~ z

N — Nly=y,»)» P— Z—"le:yl(,), as & — +oo, (163)
p

where y = Y;(¢) 4+ §& and inner variables on the left-hand electrode are denoted by tildes. The potential
drop across the whole cell (including the boundary layers) @ is given by

P = q3|,7=0 (164)
where ¢ is the solution to the leading-order inner problem on the right-hand electrode
. . N
(KnKp + Nhyicp(kw — kn) + Phpkp (i, — Kp)) W
R . L)
+ (ZnhnKnKpN + hp (ZnKnKp — ZnKnKyw — ZprKW) P— ZnKpKn) N% = O, (165)
5 . aP
(/cn/cp + Nhyicp (kw — k) + Phyicy (i, — Kp)) %
. . L3¢
— (thpKnKpP + hy (Zpl(nl(p — ZpKpky — Zn/cn/cw) N — ZpKnKp) P% =0, (166)
3 A . . . .
— W) — )=z2.N—z,P where v=1—h,N—hy,P, (167)
an an
$ (Wyea o) = L (65)
ZpSp — ZnSn
~ ~ Zz ~
N — Nly—1-v,qy P— Z_nN|y=17Y,(t) ¢ = Ply=1—v,;y as n— +oo, (169)
D

Here y =1 — Y;(t) — én and inner variables on the right-hand electrode are denoted by hats.

Remark I Taking the limitin which N « 1, P< 1,/ <1, N« 1, P« 1, N < 1, P « 1 and linearising
equations (153-169) yields the dilute model (54-59).

Remark 2 The other distinguished limit § < 1 and 8 = O(1/$) is discussed in Appendix B.

3.3 The special case in which the dimensionless diffusivities are constants

Under the assumption that «;,, k, and «,, are not functions of the concentrations N, P and W, the inner
equations can be integrated explicitly to find expressions for N, o P(()’) and W(()’) in terms of the potential

qb(()i) and an auxillary unknown 1. This is most easily seen when v (the advection velocity) is not eliminated
from the inner equations, so that those for the concentrations and material fluxes are

IND  dy aN®  HF : y 1 foN© ) 09
5 LA S a— ]_-,(lz) —N®Dy _ il E— — 2 N(I)L , (170)

ot dr o¢ 9 8 & " dE
aP® Ay 9P®  oF,) NS Y &) 20 ) 8
e p o, F0=piy - g (4, p0 2 ), 171
o dr 9 | ot P Vo e TR e (171)
oW dy aw®  3F, , 1 aw®
b —— "0, Fy =Wy , 172
TR TR PR T W YT e (172)
haN® + B, PO 4+ WO =1, (173)
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Proceeding with the inner expansion (125), supplemented by v = vg) /8 + ---, and substituting in
(170-173) we arrive at

‘ o aND 9
() () (@) 0 () Z¥0

Fuo =No'vy — I{n( TR 2nNy e )= 0, (174)
, o 9p® g
O _ p,0 0 » 9%

Fpo="Povg = (¥ +2pPy e )= (175)
: o aw

Fy=weve) =k _8; =0, (176)

0 O, i _
haNy + P + W) =1, (177)

Integrating (174-176), and applying the incompressibility condition (177), we obtain the following relations
for the leading-order concentrations

NP = N exp(za(@) — V) pv/en, P = j—”Nm exp(—2p (@) — V() pe/r, (178)
P
W = (1 - (hn + ‘;’—”h,,) z‘v(z)) v, (179)
P

(1 a (hn + i_nhp) N(I)) v+ hnN(l) exp(zn(qﬁ((f) — V([)))I//Kw/"”
P

iy N @ exp(—zp(9y) — V)W =1. (180)
Zp

The presence of the additional variable v is a consequence of the incompressibility condition, which is
represented here by (180). Matching to the outer region at leading order determines the functions N(¢)
and V(1)

N=N"l=vw, V=¢"l=vw- (181)

The calculation then proceeds as outlined above. The one notable difference is that we can now use (131)
together with the solutions for the leading-order (inner) concentrations (178a-b) and the matching condi-
tions (181) to obtain a relation between the current through the electrode and the concentrations of the
reactant just outside the Debye layer

bl

(0) Z (0)
Jo = (zZpyp —nyn) R (Ngo)en% i 21 NSO 2y wKW/Kp)
y=Y®

Zp

=1,

(0) (0)
[(l B (h” - Z—"”p) Nf)”)) U NG e gl gy, NG ety ]
Zp Zp y=Y(f)

In effect this is a generalisation of the Butler—Volmer condition to concentrated solutions.

In turn this extra condition, and the corresponding condition on the electrode at y = 1 — Y,(¢), means
that we do not need to solve explicitly, for the inner variables, in the boundary-layer regions to close the
simplified (high-concentration) model comprised of (153-157) (i.e., the integrals derived above suffice).
In this case the full model is provided by (153-157) supplemented by two ‘Butler—Volmer’ conditions
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on each electrode

J = (zpyp — znyn) R (Ne—Z"WW/K", Z—”Nezﬂ’x/ﬂw/@) : (182)
p Y=Y,

[(1 - (hn + Z—”hp) N) ¥ + hyNe~nbynlkn 4 hpz—nNezl"prW/KP} —1, (183)
Zp Zp y=Y,(f)

T = znln—2p5p) S (Ne—w—“’)ekw/”", Z—"NeZp(‘l’—‘“eKw/”P) : (184)

p y=1-Y,(t)

[(1 —~ (h,, + Z—"hp) N) 0 + hyNe in@=®ghw/in 4 h,,z—”NeZp<¢¢>eKw/Kp] =1. (185)

Zp Zp y=1-Y, ()

Here 0 plays an analogous role to v, on the right-hand electrode.

4 Conclusion

We have formulated a time-dependent advection—diffusion model for an electrochemical cell, consisting of
two flat electrodes bounding an binary electrolyte, in the case of a dilute electrolytic solution (see Sect. 2).
We showed that this model breaks down in the vicinity of the electrode, for all but tiny concentrations
of electrolyte, wherever the potential drop between the electrode and the bulk of the electrolyte is many
times larger than the thermal voltage k7/q. ~ 0.025 V. In turn this led us, in Sect. 3, to consider a model
of concentrated electrolytic solutions which tracks the concentration of the two ion species and the solvent
(water). We calculated examples of steady states to this model. These were qualitatively in agreement
with the accepted electrochemical wisdom which states that the ion distribution in the immediate vicinity
of an electrode consists of a Debye layer (where charge neutrality is not satisfied but the ion species are
still relatively dilute) and a Stern layer, lying on the surface of the electrode, (where there is a massive
preponderance of one of the ion species over the other species and water molecules). In this context
we note that the equilibrium theories of Kralj-Iglic et al. [19] and Borukhov et al. [20] (which are based
on statistical-mechanical approaches) yield exact solutions which predict similar behaviour in the double
layer. It is worth emphasising, however, that both only consider the special case in which all the ions and
the water molecules are of exactly the same size and do not address time-dependent issues.

We have analysed both the dilute and concentrated models asymptotically, identifying two key dimen-
sionless parameters namely 8, which gives the ratio of the width of the Debye layer to the lengthscale of
non-dimensionalisation, and R, which gives the ratio of the typical current which can be carried by diffusive
flux of ions through the electrolyte to that in the electric circuit. In practically all physically relevant sce-
narios § <« 1 holds. We then identified two distinguished limits (I) & = O(1) and (II) in which & = O(1/$).
Physically, (I) corresponds to a regime in which the diffusion of ions to the electrodes is the rate-limiting
step in the reaction and the diffusion timescale across the cell is of the same order as that for the reaction,
whereas (II) corresponds to a regime in which the rate-limiting step in the reaction is the charging of
the electrode and double layer (and so can be said to be capacitance limited) and for which the diffusion
timescale across the cell is comparable to the reaction timescale. Thus, in case (II), although diffusion is
not a rate-limiting step, it can influence the reaction rate by making changes to the ion concentration at
the edge of the Debye layers. It is important to note that both § and X depend upon the lengthscale L with
which the model is non-dimensionalised and that, while it may seem natural to choose L to be the width of
the cell, it is not always appropriate to do so. In fact, it is illuminating to identify the time and lengthscales,
7p and Ip, associated with a diffusively controlled reaction (regime (1)) and those, 7¢ and /¢, associated
with a capacitively controlled reaction (regime (II)). These are given by
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wp =D

~ (HO‘IGAV)2 Ip = DHO‘]eAv
] b . 9

1/2
1 D
Tc = 7<swanoAv>1/2, Ic = (7) (ewkTTIA,) 4,

We note that where § <« 1 then Ip > [c and tp > 7¢. Thus, provided Ip is less than or comparable to
the width of the cell, any sudden change in the conditions (for example changes in the current flow J)
will result firstly in a capacitively controlled process (over the timescale 7¢) and subsequently a diffusively
controlled one (over the timescale 7p). If, however, /p is much greater than the cell width, the behaviour
will never be primarily controlled by diffusion (the current flows are just not big enough in comparison
to diffusion). In this instance the process is initially capacitatively controlled as the electrodes and double
layers charge up (on the timescale 7¢). Over the longer timescale
_ LITpgeAy

J
the ion concentration (which is approximately uniform across the cell) is depleted to a level at which the
reaction ceases and current stops flowing. A lumped-parameter model describing this process is given in
Sect. 2.7.

In both of the asymptotic regimes identified we conducted analyses to derive simplified models. Where
we start from the dilute model, this approach leads to boundary conditions on a set of equations in the
charge-neutral electrolyte bulk (these consist of a diffusion equation for the ion concentration and a first
order PDE for the potential). In the diffusively controlled regime (case (1)) these boundary conditions
relate the flux of both positive and negative ions onto the electrode with the current flowing in the cir-
cuit J (in a fairly obvious way) and relate J to the ion-species concentrations (at the electrode) and the
potential drop across the double layer. Interestingly, for simple reactions, the latter takes the form of a
Butler—Volmer relation. In the capacitatively controlled regime (case (II)), where the ion concentration is
initially uniform, a model, consisting of two coupled ODE:s for the potential in the bulk of the electrolyte
and the total potential drop across the cell, results. The simplified models arising from the model for a
concentrated electrolytic solution are not, in general, as elegant as those found for the dilute solution,
essentially because no analytic solution can be found in the double-layer region close to an electrode. An
exception to this is where the diffusivities of the various species are not concentration-dependent and, in
this instance, we can find a direct analogue to the Butler—Volmer boundary condition and an elegant simpli-
fied (concentrated solution) model. Even in the cases where the diffusivities are concentration-dependent,
the simplified model provides a far more computationally efficient way of tackling the problem than solv-
ing the full problem numerically because of the vast disparity in scales between the double-layer region
adjacent to an electrode and the diffusive region outside this. Another, and perhaps more important,
reason for performing these calculations is to illustrate how the method of matched asymptotic expansions
can be applied to nano-scale models (such as the Nernst-Planck equations and our concentrated solution
model) to systematically derive macro-scale models and non-intuitive boundary conditions (such as the
Butler—Volmer condition). This method thus provides a way of testing nano scale models against relatively
easily obtained macroscopic measurements.

One potential difficulty in applying the concentrated-solution model (not encountered when the diffu-
sivities are constants) to practical problems is the nonlinear dependence of ¢, the dielectric constant, on the
concentrations of the various species. While it is feasible to measure this experimentally for charge-neutral
solutions, it is difficult to measure in highly charged solutions, such as those appearing in the Debye layer
(mainly because such solutions are only ever found in extremely small volumes). Another difficulty is found
in generalising the concentrated-solution model to higher dimensions. Here the model is underspecified,
unless a momentum balance is added to the conservation equations described in Sect. 3. One way to do
this would be to follow the approach adopted by Drew [21], for example, in his treatment of multi-phase
flows.

Tu
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The models discussed herein have been formulated on the assumption that the electrode is a good
conductor, which may not be the case once a layer of reactant has built up on it, and that there are ample
sites available for reaction on the electrode (i.e., the solid reactant on the electrode is in plentiful supply).
Generalisations of the models to take account of both of these effects and to investigate porous electrodes
would make interesting subjects for a future study. Another interesting way to generalise this work would
be to use a more complex microscale model of the electrolyte (accounting for pairwise correlations between
ion positions) to replace the Nernst—Plank equations and the concentrated solution model used in Sects. 2
and 3. An example of such a possible replacement model is the Rosenfeld density functional theory [22]
which has been extended to include dynamic effects by Gillespie et al. [23].

Acknowledgements We would like to thank Dr. Mark McGuinness for useful discussions and anonymous referees for
bringing to our attention related work and for a number of useful suggestions for improvements to the manuscript.

Appendix A: Parameters and variables used in the models

Parameters

2z : valency of the negative ions
zp : valency of the positive ions

q. : charge on a proton 1.602 x 10~12 Amps
M,, : drag on negative ion Nsm~!
M, : drag on positive ion Nsm™!
D,, : diffusion coefficient of the negative ions m?s!
D, : diffusion coefficient of the positive ions m?s~!
D,, : diffusion coefficient of water m2s~!
k : Boltzmann’s constant 1.381 x 1072 NmK~!
T : absolute temperature K
&0 : permittivity of free space 8.854 x 10712 AmpsV~'m™!
&, 1 permittivity of water ~80s( AmpsV~Im~!
¢ : permittivity of electrolyte AmpsVIm™!
A, : Avogadro’s number 6.026 x 102 mol~!
Ky : reaction rate constant mol! % m3en—2 g1
K : reaction rate constant mol! ~#r m3f—2 -1
K5, K> : reaction rate constant mols~!1 m—2
K4 : reaction rate constant mol!~ Brten) m3(Bptan -2 g1
Q : resistance of the circuit Ohms
H,, : Volume occupied per mole of N~ ions mol~ ' m3
H,, : Volume occupied per mole of PP* ions mol~! m?
H,, : Volume occupied per mole of water 1.8 x 107> mol ! m?

Zn, ¥n : moles of negative ions produced per mole of reaction : dimensionless
p, ¥p - moles of positive ions produced per mole of reaction : dimensionless

Zw, Yw : moles of water produced per mole of reaction : dimensionless
Variables
y : distance from left-hand electrode m
N : concentration of N"~ ions molm—3
P : concentration of PP ions molm—3
W : concentration of water molecules molm—3
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Fp : flux of negative ions mols~! m~2
Fp : flux of positive ions mols~! m~?
F,» : flux of water mols~ ! m—2
p : charge density in electrolyte Ampsm~3
R : reaction rate of N"~ and PP* ions on electrode mols~! m~2
S : reaction rate of N”~ and PP ions on electrode mols~! m~2
E : electric field Vm~!
C : surface charge density on electrode Ampsm~?2
¢ : the electric potential v
J : electric current flux flowing across electrode ~ Ampm~2
in the e, direction
Y : position of the surface of the electrode m
v : bulk velocity of the electrolyte ms~!
v, ¢ advection velocity of the negative ions ms~!
vp : advection velocity of the positive ions ms~!

Appendix B: Result of the matched asymptotic analysis in the case § < 1 and 8 = O(1/§)

Here we consider the regime in which § < 1 and & = O(1/4), non-dimensionalise lengths with the width
of the cell and introduce the new parameter A defined by 8 = A/§. This corresponds to the distinguished
limit in which charging of the electrode is the rate-limiting step and in which the diffusion timescale and
that for electrode charging are of the same order. In terms of the dilute model the following analysis is
analogous to that carried out in Sect. 2.6. Mathematically the asymptotic analysis broadly parallels that
carried out in Sect. 3.1; the expansion of the outer variables being given by (110) and that of the inner
variables by (125), with the one exception that now

Y =8Yo(0) +-- .

Because of the similarity with Sect. 3.1 we omit the details here and just give the results.
On dropping sub- and superscripts the leading-order outer problem for N(()O) is

ON 9 Zphn + Znhyp knkp(Zp +2n) | AN

ol el I R — - - N+ ——— —|, 186
Jat ay H Zp(Zpkp + Znkn) (ZnKn(KW p) + Zpkp (kw Kn)) + Zpkp + Znkn ay (186)
oN oN

- = - =0, (187)
ay y=0 ay y=1

and is closed by an initial condition of the form N|,—p = f(y). The leading-order outer problem for the
potential is

9 _ (i) 1N (188)
dy Zpkp + Znkn ) N 0y~

A boundary condition on this equation is given by ¢|,—¢ = limg_, 4 oo é where N, P and ¢ are the leading-
order inner variables at the left-hand electrode (once again we have dropped sub- and superscripts) and
satisfy

- - oN
(Knl(p + Nhyicp (kw — kn) + Phyicn (0, — /cp)) E

- . -\ 00
+ (ZnhnKnKpN2 + hy (ZnKnKp — Znknkyw — Zpl(pl(w) NP — ZnKPKnN) 8—¢ =0, (189)
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ap
(KnKp + NhnKp(KW —kn) + PhpKn(KW - Kp)) T
N - d¢
_ (zphp/c,,lcpPz + h, (zpl(nl(p — Zpkpky — z,,/c,,/cw) NP — zpknkp ) 8? 0, (190)
0 - - -
_é( (v)%) N — zpP wherev=1—-h,N — h,P, (191)
dc - -
AE = _(Zpr - ZnVn)R(N|E:Oa P|§:O) +J, (192)
23
Ple=0 =0, 8(1})—¢ =-C, (193)
9§
£=0
N — Nly—o, P— Z—"N|y:Q as & — +oo, (194)
Zp

where y = £/4 and initial conditions are imposed on C at t = 0. Note also that the rate of change of Y
in this limit is small O(8). The potential drop across the cell ® is given by ® = ¢|,,—0 where ¢ is found by

solving (188), for ¢, determining ¢|,—;, and subsequently solving the leading-order inner problem (for N,
Pand $) on the right-hand electrode

R R aN
(Knl(p + Nhyicp(kw — kn) + Phyicp (i, — /cp)) W
. . N\ 06
+ (znhn/cn/cpN2 + hp (Znknkp — Znknkw — Zpkpkyw) NP — anpKnN) % =0, (195)
P
(KnKp + NhnKp(KW —Kn) + P/’lpKn(KW - Kp)) o
o d
_ (zphp/cn/cpp2 + hy (ZpKnKp — ZpKpky — ZnKan) NP — ZpKnKPP) 8(7? 0, (196)
0 A A A o
an ( (v)—¢) =zyN —zpP where v=1-h,N —h,P, (197)
n
dB . R
AE = —(zpsp — ann)S(N|n=0,P|n=0) —J, (198)
Y.
s(v)—¢ =B, (199)
on|
n=0
N - Nly—1, P i—nN|y:1, b — $ly=1 as n— +oo. (200)
4

Here y = 1 — 5 and initial conditions must be imposed on B (the charge density on the electrode) which
evolves according to (198).

Once again, as in Sect. 2.6, there are solutions to the model, with the form N = constant, P = constant,
¢ = ¢ (1), which trivially satisfy the PDEs (186-188) and result in a simplified model consisting of the two
sets of ODEs (189-194) and (195-200).

Remark As in the case of the dilute electrolyte (see Sect. 2.6) these results are easy to generalise to the
case in which the lengthscale L corresponding to & = O(1/68) is much smaller than the cell width.
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