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Abstract

A model is developed to simulate NaCl concentrations across a cation exchange
membrane in the transient regime. The convectionless Nersnt-Planck equation is
combined with the continuity equation to obtain a partial differential equation in
time and space. The boundary conditions at the edges of the cell for this equa-
tion are a constant bulk concentration. Furthermore, in presence of an applied
potential, the potential gradient is assumed to be linear with different values for
the gradient inside and outside the membrane. This different value inside the
membrane is due to Donnan potentials that arise at the membrane/electrolyte
interfaces. On top of this, because of the Donnan exclusion, the concentra-
tions are not continuous on the interface. To account for this, the cell is split
into three regions: the membrane and two electrolyte regions on either side
of the membrane. The boundary conditions to tie these regions together, is
that the flux should be continuous across the interface. The problem has the
form of an initial value problem. The partial differential equation is discretized
using a finite difference method and is integrated using the forward Euler method.

The results show an accumulation of ions at the membrane interface closest
to the positive electrode, while ions are depleted at the other interface. This
accumulation of ions is too big however, with the NaT concentration at one
point reaching 12M after only 0.10 seconds, while the concentration was 1M at
the start. This is clearly not what one would expect to happen physically. There
were, however, no errors found in the numerical method as it was possible to
correctly deduce and predict concentration changes, based on the concentrations
and flux in a certain time step. Therefore it appears that there is an error in the
assumptions that were made when developing the model. It is believed that this
error lies in the assumption that the potential gradients only has two different
values. This assumption ignores the diffusion boundary layers on the outside
of the membrane. In this diffusion boundary layer, the potential gradient has
another, different value. Therefore, to obtain more accurate results, the cell
should actually be split into five different regions: the membrane, two diffusion
boundary layers and two electrolyte solutions.
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1 Introduction

In a lot of chemical applications, ion exchange membranes are used. These are a
type of membrane that facilitate a certain type of ions to pass through it: either
positive ions or negative ions. Ion exchange membranes have a lot of applications,
for example in (reverse) electrodialysis, seawater desalination and batteries [1].
Ideally, such a membrane allows only positive or negative ions to pass through
and not the other type. In practice, however, also some ions of the 'wrong’ type
are transported through the membrane, a process called co-ion crossover. In most
applications, this co-ion crossover is not beneficial. Therefore it is vital to under-
stand how concentrations change across a membrane, specifically in the presence
of an applied electrical field. This could make for a better understanding as
to why co-ion crossover happens and help find ways to prevent it from happening.

This project aims to simulate the concentration profiles across an ion exchange
membrane in the transient regime. That is, a model is written which calculates
the concentrations profiles at different time steps. The simulated cell consists
of a cation exchange membrane in a NaCl solution. The starting situation is a
situation where there is no applied voltage. Then a voltage is applied and it is
simulated how the concentrations change with every time step. Key concepts
in the model are the Nernst-Planck equation, Donnan exclusion, the continuity
equation and the finite element method.

This report is structured as follows. First, the theory of the physics and numerical
methods involved is explained. Then there is a section that presents the physics
and equations that describe the problem, as well as how to turn that into a
numerical model. After that, the results are presented, followed by a section
where these results are discussed. Finally, in the last section, conclusions are
drawn about the results of the model.

This project is a bachelor end project for the double bachelor Applied Physics
and Applied Mathemetics at Delft University of Technology. The supervisors
are prof.dr.ir C. Vuik (Numerical Analysis, Applied Mathematics, EEMCS, TU
Delft) and prof.dr. B. Dam (MECS, Chemical Engineering, Applied Sciences,
TU Delft). The daily supervisor of the project is M.A. Blommaert.



2 Theory

2.1 Electrochemical cell

Electrochemistry is the study of chemical change in combination with electricity.
More generally, it describes the (redox) reactions in a so called electrochemical
cell. Such a cell consists of the following: the electrolyte (an ionic solution), two
or more electrodes and an electrical circuit, which connects the two electrodes,
see figure 1. The electrode/electrolyte interface is very important in such an

I Electrical circuit

AV

Electrolyte

X 4

Electrodes

Figure 1: An electrochemical cell consists of three things: an electrolyte, two electrodes and an
electrical circuit, which connects the two electrodes. There is a potential difference AV over
the cell and a current I through the circuit.

electrochemical cell. This is because the electrolyte is an ionic conductor and
the electrode and circuit are electronic conductors. The interface of these two is
then a place where ions and electrons come together and thus a reaction between
the two can occur. These reactions, involving a molecule or ion and an electron,
can be categorized into two different groups: reduction reactions and oxidation
reactions. Reduction is when a molecule or ion reacts with an electron, i.e. it
gains an electron.

R+e — X~
Oxidation is when a molecule or ion loses an electron.
O— Y 4+e
These are called half reactions. Adding them both yields the overall reaction:

R+0 —X"+Y"



where electrons are transported from the oxidizing agent to the reducing agent.

This process is exploited in an electrochemical cell. When two different half
reactions occur at the two different electrodes, then electrons travel through
the electrical circuit that connects the two electrodes. In this way, an electrical
current is generated, opposite to the flow of electrons. From this, it can be
seen that what happens at one electrode, influences what happens at another
electrode. Thus to be able to understand what is going on in an electrochemical
cell, it is not sufficient to look at the single interfaces. Instead, the whole cell
should be examined [2].

There are two types of electrochemical cells: galvanic cells and electrolytic
cells. In galvanic cells, the half reactions at the electrode/solution interfaces
occur spontaneously. This means that a current is generated, as soon as the
electrodes are connected by a conductor. The chemical energy of the cell is
converted to electrical energy. An electrolytic cell is the exact opposite. The
reactions are not spontaneous, instead an external voltage source is connected
to the electrodes. If the applied voltage is big enough, the reactions will occur.
Thus in an electrolytic cell, electrical energy is converted to chemical energy. It
is possible to think of an electrolytic cell as a cell that is being charged, while a
galvanic cell is being discharged. This mechanism is comparable to charging and
using a battery.

2.2 Ion Transport

Generally there are three transport methods for ions in a solution [2]. These are
diffusion, migration and convection, caused by a concentration gradient, electric
potential gradient and pressure gradient, respectively. Ion transport is described
by ion flux: the amount of ions that flow through a certain area in a certain
time period. As such, ion flux has dimensions molm=2s7'.

2.2.1 Diffusion

Diffusion is caused by a difference in chemical potential (i.e. a concentration
difference over a certain distance, called the concentration gradient) [3]. The
flux J of an ion species, as a result of this diffusion, is described by Fick’s Law:

dc
J=-D - (1)
Here J has units molm~=2s~!, D is the diffusion coefficient (m%?s~!) and ¢
denotes the concentration (M). Note that an equivalent equation holds in two
or three dimensions, then the derivative must be replaced by the more general
gradient operator V:
J=-DVe (2)

2.2.2 Migration

Because ions are charged particles, they are susceptible to an electric field
gradient. Positive ions will be transported away from positive sources towards
negative ones and negative ions vice versa. This mass transfer caused by an



electric field gradient, is called migration. The migrational flux is proportional
to the concentration and the electric field gradient:
do
J oxc— 3
T 3)
As it turns out, it is possible to express the proportionality constant in the
diffusion coefficient D from Fick’s law [2]:

L o (4)

T =%

In this equation, z is the sign of the ion species (-), F' ~ 96485 Cmol ! is the
Faraday constant, R ~ 8.314 Jmol ' K~! is the gas constant and T is the
temperature in Kelvin [4]. Again, this equation can be generalised to multiple
dimensions:

zF

J = 5DV (5)

2.2.3 Convection

The third method of mass transportation is convection. The driving force for
this is a pressure (or density) gradient or an external driving force, like a stirrer.
As a result of a pressure difference, the solution will flow, namely from a high
pressure area to a low pressure area. The ions, that are solved in this solution,
will then naturally follow the same flow. The mass transfer J is then simply the
concentration ¢ times the velocity v (ms™!):

J=cv (6)

This result can be extended to multiple dimension, with J and v being vectors.

2.2.4 Nernst-Planck Equation

Now the total mass transportation is the sum of the contributions from diffusion,
migration and convection:

J=—-D— — —Dc— +cv (7)
x

This result is known as the Nernst-Planck equation and is one of the most
important equations in studying ion transport. In a lot of cases, the convection
term is neglected because it is too small relative to the diffusion and migration
terms. Again, a 2D or 3D equivalent of equation 7 can be obtained by substituting
the spatial derivatives % for the gradient V.

zF
= —DVe— =—-DcV
J ¢~ mrDe ¢+ cv (8)

2.2.5 Electrical Current

It is possible to relate the flux J to an electrical current I. Current is namely
defined as the rate at which electric charge flows through a surface area, with
units Ampere (C/s). Using the fact that the charge in Coulomb of a mole



of electrons is equal to Faradays constant I ~ 96458 C mol~!, the following
expression for the current through a surface with area A is obtained:

I=2JFA (9)

If there are multiple ions in a solution, the total current is the sum of the
contributions from the different species i:

1= I;=>) zJiFA (10)

2.2.6 Electroneutrality

Another important phenomenon in the transport of ions is electroneutrality.
While it is possible for ions to have a charge, a solution must always (locally) be
electrically neutral in the bulk of a solution. This means that for every positive
ion in the bulk, there must be a negative ion nearby. This can be summarised

as follows:
Zzlcz(x) =0 (11)

2.3 Ion Exchange Membranes

In a lot of practical applications, for example (reverse) electrodialysis, ion ex-
change membranes (IEMs) are used [5]. These are a type of permselective
membranes which are highly permeable to ions of a certain charge, while hardly
permeable to ions of the opposite charge [1]. Thus there are two different types:
cation exchange membranes (CEM) and anion exchange membranes (AEM). A
CEM is mostly permeable to cations (positively charged ions) while an AEM
is mostly permeable to anions (negatively charged ions). These are called the
counter-ions, for they have a charge opposite in sign to the membrane. Likewise,
the ions that an IEM is hardly permeable to are called co-ions.

The way this works, is that IEMs have fixed, ion groups of a certain charge, see
figure 2 [6]. In a CEM these groups have negative charge, such that there are
mobile positive ions in the membrane. In this way cations move rather easily
across the membrane, while anions are impeded. For AEMs this is reversed: the
fixed charge groups are positive which facilitates anion transport.
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Figure 2: Ion exchange membranes. Due to the negatively charged fixed ion groups of a CEM,
cations permeate easily while anions are impeded. The reverse is true for an AEM. [6]

The concentration of these fixed groups is an important characteristic of IEMs
and is usually denoted by the letter X (M). Because of electroneutrality, the



following condition holds inside the membrane:
D ze £X =0 (12)

where there should be a plus sign for an AEM (positive fixed charge groups) and
a minus sign for a CEM (negative fixed charge groups).

2.4 Donnan Equilibrium and Donnan Potential

As described in the previous section, a CEM is relatively permeable for cations,
while it excludes anions. This phenomenon is called Donnan Exclusion and
when the solution outside the membrane is in electrochemical equilibrium with
the inner solution, there is a Donnan equilibrium [1]. This leads to a condition,
derived from the theory of Teorell, Meyer and Sievers, for the concentrations at
the membrane interface.

Before this condition is presented, it is useful to introduce some notation. A
horizontal bar over a quantity indicates the value of that quantity inside the
membrane. Furthermore the symbol v is used. This signifies that an electrolyte
dissociates into vc mole of cation and v4 of cation.

Now, the condition that follows from the electrochemical equilibrium across the
membrane interface, reads as follows [1]:

—Vc VA __ VO VA
o €4 =Cc "Ca (13)

For a NaCl-solution, this yields:
CNa " CCl = CNa * CCl (14)

By electroneutrality ¢y, = ¢ + X, for a CEM. When this is substituted in
equation 14, the following expression for the concentrations inside the membrane
can be obtained:

1

Cne = 5(\/X2 T denacon +X) (15)
1

col = 5(\/ X2 +4dengccr —X) (16)

In this way, the Na- and Cl-concentrations can be easily computed, given the
concentrations near the membrane and the fixed charge concentration of the
membrane. In the case of a NaCl-solution, the Na- and Cl- concentrations must
be equal outside of the membrane, because of electroneutrality. But inside the
membrane, these concentrations differ. This phenomenon is called concentration
polarization.

As a consequence of this concentration polarization, an electric potential is
generated across the membrane interface. This is called the Donnan potential
and can be computed as follows [1]:

RT ¢

Epon = 711107 (17)



where the subscript i denotes that it is the concentration of the counter-ion
(so in the previous example, this would be Na). R is the gas constant, T the
temperature in Kelvin and F' is Faraday’s constant.

2.4.1 Potential profile across an ion exchange membrane

It is interesting to see what the potential across the ion exchange membrane looks
like, when this Donnan potential is taken into account. In the electrolyte, so
outside of the membrane, a linear potential profile is expected (far away enough
from the electrodes). This linear potential comes from the applied potential
across the electrodes. But due to the Donnan potential, there is a 'jump’ in
potential at the solution/membrane-interfaces, as shown in figure 3.

- +
Solution Membrane Solution

Figure 3: The potential ¢ across an ion exchange membrane. There is a linear potential due
to the potential difference between the electrodes and on the membrane interfaces, there is a
potential jump due to the Donnan potential.

The results of this section are summarized in figure 4.
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Figure 4: Schematic figure of an ion exchange membrane. The concentrations denote the
concentration of the counter-ion. Cr is the magnitude of the fized charged concentration. The
electric potential is also shown. [1]



2.5 Continuity Equation

It is possible to derive a partial differential equation (PDE) of the concentration
in a solution in time and space using the flux. In this section, it is done for one
dimension, but it is also possible to generalise to multiple dimensions. To obtain
this PDE, consider a volume element in the solution, at location x, of width Ax
and cross-section area A, perpendicular to the x-axis, see figure 5.

Dt o At
el oo o a5
P! ! :
i ] !
1 | | |
Jx) v v J(z+ Ax) A
1 1
-y ——>
L . !
1 | 1 |
1 | 1 \
1

o, !
& .

[ e P

>0
&

X

Figure 5: Fluz J into and out of a volume element with width Ax and cross section area A.

Clearly, mass is a conserved quantity, which is to say that there is no mass
created or destroyed in the solution. Then, it should hold that the change of
mass in this volume element, is equal to the mass flux into the volume, minus
the mass flux out of the volume, multiplied with the area A over which the flux
enters or exits:

om
oy = @) A= J(z+ Ar)- A (18)

Here J(z) denotes the mass flux at position z. The amount of mass m is equal
to the concentration times the volume:

m=c-V=c-AAx (19)
Substituting this in equation 18 yields:
Jc- AA
fﬁ?E:JuyA—J@+A@uA (20)
Note that both A and Az do not change in time, such that:
dc
AA.’I,‘&:J(Q?)~A—J(J)+AJ})~A (21)

Which can be rewritten as:

dc  J(x+ Ax)— J(x)
ot Az (22)




Continuous Discretized
values values

Figure 6: Discretization of a function [7].

Taking the limit of Az — 0, the fraction on the right hand side of equation 22 is
exactly the definition of the partial derivative of J in the z-direction:

dc  0J

% o (23)

This result is known as the continuity equation and plays an important role in
modelling physical transport phenomena. Just as in previous sections, this result
can be generalised to hold in multiple dimensions:

Jdc
— =-VJ 24
ot (24)
In many cases however, it is very difficult to obtain an analytical solution to a
partial differential equation such as (23) or (24). Therefore numerical methods
are often used to solve these types of equations. One such method is the finite
difference method.

2.6 Finite Difference Method

In almost all cases, it is too difficult to calculate concentration profiles analytically.
Therefore numerical methods have to be used. One of the most used techniques
is the finite difference method, also called the finite element method. In this
method, the system is discretized using a grid. So instead of a continuous
(analytical) function for the concentration on the domain, the concentrations
are determined in a finite number of points. This is illustrated in figure 6. This
technique is especially useful when working with (partial) differential equations.
That is because derivatives in a certain point can be easily approximated using
other points around that original point.

2.6.1 Numerical Derivatives

Using only the values of a function in the grid points, it is possible to determine
the derivative of that function, in these grid points [8]. Consider for example
a function f(z) on some interval [0, L] that is discretized in a grid of n + 1
points (zg, ..., ). Then 2g = 0 and z,, = L with a constant spacing of Ax = %
between two consecutive points. Now there are multiple ways to approximate

the derivative of f in a point z;:
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Figure 7: Illustration of a forward, backward and central difference to approzrimate a derivative.
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The different approximations are pictured in figure 7. It is also possible to
approximate second order derivatives. While there exist many ways to do this,
it is common practice to use a central difference method:

f@iv1) = 2f (@) + fzi-1)
Ax?

Actually, it is possible to approximate any order derivative and there are multiple
ways to do so. For now, however, only first and second order derivatives are
relevant.

The most important property of these numerical derivatives, is that they can all
be computed making use of the function values. That means there is no difficult
algebra or calculus involved. In fact, the derivatives are often linear combinations
of the function values, a characteristic that will be convenient later.

2.6.2 Numerical integration of initial value problems

In the previous section, it was shown how to approximate derivatives using finite
difference methods. It is however also possible to ’integrate’ in this way and this
technique is used particularly in solving (partial) differential equations. Consider
for example a forward difference time derivative:

f/(tj) ~ f(tj+1)At_ f(t])

Rearranging the terms, then gives:
ftjn) = f(t5) + Atf'(t5)

The interesting part here, is that if there is information (the value of the function
and that of the derivative) about f at a certain time ¢;, it is possible to compute

10



the value of f at a different time t;41. The way in which that is done here above,
using a forward difference, is called the Euler method.
Using a backwards difference, one obtains the backward Euler method:

F i) ~ f(tj+1)At_ f(t;)

ftien) + Atf/(tj41) = f(t;)

Note that this however gives an implicit expression for f(¢;41), because one also
needs the derivative of f in ¢;4,. This would suggest that the Euler method is
a "better’ method, because this gives a simpler, explicit expression for f(¢;11).
The Backwards Euler method, however, offers a different benefit. This benefit
is that the backwards Euler method is stable for far more values of At than
the forward Euler method. While stability is an important property of certain
numerical methods, it will not be investigated further in this section.

Next, the concepts above are illustrated with an example.

2.6.3 Example: heat equation

To illustrate the benefits of the finite difference method, the temperature u as a
function of position z and time ¢ in a uniform 1D rod is studied. The partial
differential equation that describes the temperature u(z,t) in this rod is called
the heat equation:

ou  O%u
% o2 (25)

The rod has a length L and the temperatures at the boundaries are constant in
time:

u(z=0,t)=A
u(lx = L,t) =B

Furthermore, the initial temperature of the rod is given by some function g(z):
u(z,t =0) = g(z)

The goal is to describe the temperature at different positions in the rod, at
different times. If the temperature is known at a certain time tp, then the
temperature a time step At later can be calculated using the Euler method:

2

0
(v.t0) = u(a,to) + At 5 (,t0)  (26)

Ju
u(z,t =ty + At) = u(z,to) + Ata
where in the last step the heat equation (25) is used. To find %(w,to), a
numerical derivative can be used, given that the temperature at time tg is known.
In order to do this, the length is discretized in n + 1 parts of width Az = %ﬂ
The grid points are then z; = iAx for i = 0,...,n + 1, such that o = 0 and

ZTpt1 = L. For example a central difference can be used:

0%u Uip1 — 2U; + Uj—1

@(%’ to) ~ Azx?

Here w; corresponds to u(z;,tg) for cleaner notation. Furthermore, at the
boundaries the temperatures are constant: ug = A and u, 1 = B. An important

11



detail about the above discretization, is that it actually is a linear combination
of u;. Now, if the following n x 1 vectors are introduced:

2
%(%Jo)
%(9617750)

0%u
— 27
o2 (27)
% (xna tO)
and
U
U
u= (28)
Up
Then the discretization can be written as a matrix-vector product:
0%u
Tz Ku+f (29)
With K the n x n matrix:
-2 1
0
1 -2 1
) S
K — S 30
Ax2 . . . ( )
1 -2 1
0
1 =2
and f the n x 1 vector:
A
0
1
f=—— 31
A7 (31)
0
B
The advantage of a discretization matrix such as K, is that it is a numerically
fast computation. It is thus fairly simple and fast to compute gi’; So starting

from ¢t = 0, % can be computed and subsequently u(z,t = At) with equation

(26). From there, the temperatures at next time steps can be calculated in the
same way.

2.7 Newton-Raphson approximation method

The Newton-Raphson method is an algorithm to find the roots of a real valued
function. It is an iterative algorithm that obtains a better approximation of the

12



roots with every iteration. An initial guess x( is made for the root and the next
guess z; is determined as follows:

f(zo)
=x9 — 32
ety '(z0) (32)
The next, improved, guess is then computed similarly. So in general:

This process is then stopped whenever f(xy) = 0 for some k or when some
stopping criterion is met. One example of such a stopping criterion is when
the difference between two successive guesses is relatively small, such that
approximating it any further won’t result in a significantly different value.
This method converges quadratically to the right answer, if f(x) satisfies the
following conditions [9]:

L fi(z) #0
2. f"(zx) is continuous
3. The initial guess x¢ is close enough to the true value of the root

This method can also be extended to solve a system of equations F = 0. The
iteration then looks as follows:

Xk+1 — Xk — J;l(xk)F(xk) (34)

Where Jp is the Jacobian of F':

OF, .. oFn
oxq Oxp

Jr(x)=1 + . (35)
oxq Oxp

2.8 Literature Study

There are many studies available that aim to model the concentration profiles
inside and around an ion exchange membrane. For example, [10] describes a
model of a CEM in a NaCl-concentration, under the influence of an electric
field gradient, which is in agreement with experimental results. Though, in the
article it is assumed that the membrane is ideally permselective, i.e. there are
no co-ions inside the membrane. This assumption, however, is only valid for low
concentrations. It would be interesting to know what happens when a CEM is
placed in a higher concentration where co-ion crossover is present to a greater
extent. Furthermore, [11] and [12] have developed a model for concentrations
in a (reverse) electrodialysis process, where there is made heavy use of IEMs.
Especially [12] is interesting, as the only input parameters are the geometrical
features of the system, the fixed charge group concentrations of the membranes
and the diffusion coefficient of the ions. In this study though, the calculations
have been done for a steady state problem and the aim of the present work is to
describe a transient problem. Nevertheless, [12] provides useful insights to do
this and this work will follow a similar approach.

13



3 Model Development and Numerical Method

This section aims to describe how the model is developed. First a problem
description is given. Then the equations that describe the problem are developed,
as well as the relevant boundary conditions. This is the 'physical’ model. After
this, it is shown how to translate this into a 'mathematical /numerical’ model,
which can be interpreted by an algebraic equation solver, such as Matlab or
Python. Key concepts in this numerical model are the finite difference method
and forward Euler integration.

3.1 Problem Description

The goal of the model is to describe concentration profiles inside an electrochem-
ical cell with an ion exhange membrane (IEM). The researched cell consists of
a NaCl-solution as electrolyte and a cation exchange layer (CEL) for the IEM.
Furthermore, an electric field is applied across the cell, see figure 8.

I Electrical circuit
AV
CEL
Na*™ +Cl~
Electrodes

Figure 8: An electrochemical cell with a NaCl-solution as electrolyte and a cation exchange
layer (CEL).

Ton transport will happen only in the direction of the electrodes or the CEL, so

the problem is understood to be one dimensional. Each region in the cell (left
and right electrolyte and membrane) has length L.

- CEL +

z=0 L 2L 3L

Figure 9: General layout of the cell. The cell contains three regions of length L.

Because the researched cell is relatively small, convection is neglected.
Furthermore, everywhere in the cell, there must be electroneutrality. So (11)

14



— Na

1M

Figure 10: Initial condition of the cell, the situation where no electric field is applied. Outside
of the membrane, the NaT and Cl™ concentrations are equal, while they differ in the membrane.
The ezact values inside the membrane are given by (15) and (16).

should hold outside of the membrane and (12) should hold inside the membrane.
This means that if one of the Na™ or Cl~ concentrations is known, then the
other is known as well. Therefore, the model will only be concerned with
computing the Na™ concentrations in the cell. So from now on, if concentrations
are mentioned in this chapter, then these refer to Na™ concentrations. The
Cl~ concentrations are then fixed and can be calculated making use of the
electroneutrality conditions (11) and (12).

3.2 Physical Model
3.2.1 Initial Condition: no electric field

To understand what happens with the profile concentrations, first a cell without
applied electric field is researched. Then the concentrations outside of the
membrane are expected to be constant and inside of the membrane they are
also constant, but different, depending on the fixed charge concentration of
the membrane. The exact values are given by (15) and (16). This situation is
sketched in figure 10. This forms the initial condition of the model.

3.2.2 Partial Differential Equation for the concentration

Now an electric field AV is applied. Far enough from the electrodes, the potential
is linear, while also having a jump at the solution/membrane-interfaces. This is
due to the Donnan potential, described by (17). The potential profile is shown
in figure 11.

To describe the concentration changes of an ion in the transient regime, the
Nernst-Planck equation (7) and continuity equation (23) are combined.

_ 0%¢

e _BJ_D& ﬁD@aﬁ 2 (z) 22
ot oxr 022  RT 0ror  RT O\ og2

(36)

In this equation, c(x) denotes the concentration (molm=3) at position z, D is
the diffusion coefficient of the ion, z is the charge sign (+/-), F' is Faraday’s
constant, R the gas constant, T is the temperature (K) and ¢ denotes the electric
potential. Because only Na™ is considered here, z = +1. Furthermore, f = %
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Figure 11: Because of Donnan potentials, the potential gradient inside the membrane is
different from that outside of it.

is introduced for a tidier notation:

2
9 _p9c  1p% % | Do)

g _ ¢
ot Ox2 Oz Ox

0z (37)

It is, however, not possible to define a derivative of a function in a point where
it is discontinuous. This means that (37) is not valid at the membrane/solution-
interfaces, the points x = L, 2L, because both the concentration and the potential
gradients are not continuous. The solution to this problem is to divide the cell
into three different regions, two electrolyte regions and the membrane:

Region 1 0 <zx< L
Region 11 L <zxz< 2L
Region ITI 2L, <z < 3L

- CEL +

A S 1

z=0 L 2L 3L

Figure 12: The cell is split into three regions of length L.

Now (37) is valid on the interior of all three regions. Furthermore, the potential
is linear on each region. So the first derivative is constant: % = FE and the
second derivative is equal to zero. E has different values in different regions. In

the electrolyte regions I and II, this value is equal to ' = %. In the membrane
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region II, it has a different value E, dependent on the Donnan potentials across

the interfaces:
A¢h — A¢p

E=FE+ 7 (38)
Using this, (37) can be simplified:

Oc d?%c Oc

* _pt, pE%

ot =~ Pom2 T IPEG, (39)

for 0 < x < Land 2L < x < 3L, outside the membrane. And inside the
membrane: oe 9% e
c - 0% _ _Je
—=D— DE— 4
ot~ Do TIPE, (40)

for L < x < 2L. Where again a bar denotes the value of a constant or
concentration inside the membrane. These equations describe the concentrations
inside the three regions, but not on the edges x = 0, L, 2L, 3L. The concentrations
in these points are prescribed by the boundary conditions.

3.2.3 Boundary Conditions

The membrane is expected to have a diffusion boundary layer (DBL), a thin
layer around the cell, where the concentrations are influenced by the CEL. So
outside of the DBL, the concentrations remain unchanged. Then if L is chosen
'large enough’, i.e. larger than the DBL, the concentrations at the edges are
equal to the original concentration Cy. This forms the boundary condition at
the edges of the cell:

c¢(x=0,3L) =Cy at all times (41)

Now the boundary conditions at the interfaces x = L, 2L are more difficult. A
valid assumption is that all ions exiting the first region on the right side, must
enter the second region on the left side. This is to say that the flux at the left
side of the interface must be equal to the flux on the right side of the interface.
Or in more mathematical terms, the flux must be continuous:

Jx=L")=Jx=L") (42)
J(x=2L")=Jx=2L") (43)

Now that for each region a PDE (39) and (40), an initial condition and bound-
ary conditions (41)-(43) are obtained, the problem is well defined and can be
translated into a numerical model. However, there are some extra equations

needed at the interface, because the concentration is discontinuous there. These
will be analyzed in 3.3.5.

3.3 Numerical Model

3.3.1 Discretization of the system

Each region is discretized in n pieces with width Az = 3£ = L Furthermore,
derivatives are approximated using a central difference method:
dc  ciy1— G d%c _ Cit1 —2¢,+ ¢ (44)
Ox 20z Ox? Az?
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Here the subscript denotes the x-codrdinate: ¢; = c¢(x = iAz). Substituting
these in the PDEs (39) results, after some rearrangements, in the following:

Jdc D

(37)i = a2 (1 = FEA®/2)cin =2+ (14 [EAZ/2)cina]  (45)

A similar result holds for (40). Again, the subscript denotes the x-position, so
(9¢); = %¢(x = iAz). The three regions will be considered separately. cl,c2, ¢3
describe the concentrations in region I, IT and IIT respectively. The last entry of
cl and the first of ¢3 are exactly on the boundaries, x = L and x = 2L. On these
boundaries however, there is a discontinuity in the concentration, which means
there should be two different values for the concentrations. The membrane
concentrations on the boundary are therefore denoted as cl,, and ¢31, see figure

13.

022
clp 0\0.21/0\
Region I
(Electrolyte)
clp—2 clpy ) Region II
/0\./. Cln (Membrane)
Az

r=1L

Figure 13: Discretization at the elecrolyte/membrane interface.

The concentrations on the interior of the three regions are computed using the
Euler forward method and (45), while the concentrations on the membrane/elec-
trolyte interfaces are calculated using conditions (42) and (43).

3.3.2 Regionl

First region I is examined. The concentrations in this region are denoted as
an n X 1 vector cl, where the entries correspond to the positions. The first
n — 1 points are computed using the Euler forward method in combination with
(45), while the last point c1,, follows from the boundary conditions. So the
concentrations in the next time step are calculated as follows:

cl(t+ At); = cl(t); + At(%)i (46)
where ¢ = 1,...,n — 1. So it is necessary to calculate the values of At%,
can be done using (45).

Ocl DAt
E)Z = A2 [(
=af(1-B/2)cli—1 — 2cl; + (14 B/2)cli41] (48)

which

At( 1— fEAx/2)cl;—y — 2cl; + (1+ fEAz/2)clip]  (47)
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Where the constants a = gﬁzt and 8 = fEAx are introduced to simplify the

notation. Equation (48) is not entirely valid for ¢ = 1, because there is not a ¢l
defined. The value of this point is chosen to be Cy, which comes from boundary

condition (41). Furthermore, note that in (48), (%Ctl)i is a linear combination of
cl;. If these (%)Z are also written as a vector %, then (45) can be written as

a matrix-vector product:

ocl
At—— =~ Acl 1 4
t o cl+g (49)
with A the n — 1 X n-matrix:
-2 1+5/2
1-3/2 -2 1+5/2 0
A=« . ) (50)
0 . .
1-B/2 —2 1+p3/2
and gl the n — 1 x 1-vector:
(1=5/2)Co
0
gl =« (51)
0

The concentration cl,, will be computed making use of the boundary conditions,
which is shown in section 3.3.5. Combining these results, gives the following
expression:

cl(t+ At) = cl(t) + Acl(t) + gl (52)

3.3.3 Region III

The concentrations ¢3 in region III, the right electrolyte in the cell, are computed
similarly to region I. A forward Euler method is used in combination with (45).
The difference with region I however is that the ¢3,, uses boundary condition
(41) (like c1;) and ¢3; will be calculated later (like cl,,). In fact, region III is
just like region I but then mirrored. The matrix-vector multiplication looks like
the following:

0c3
where C' is the n — 1 X n-matrix
1-8/2 =2 14p3/2 0
C=« ) ' _ (54)
0 1-8/2 -2 1+8/2
1-03/2 -2
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and ¢3 is the n — 1 x 1-vector

(1+8/2)Co

3.3.4 Region II

The computation of concentrations inside the membrane is comparable to that of
region I and III. Again, the Nernst-Planck equation is the starting point. Inside
the membrane, however, both the diffusion coefficient D and potential gradient
E are different: D and E. D is constant and usually has a value lower than D.
E can be calculated using Donnan potentials, this is described by (38). The

constants o and § are then swapped for & = ’iﬁ; and 3 = fEAxz. This results

in the following expression:

802)
ot
For i = 1, n this expression is not valid: values for ¢2¢ and ¢2,, 1 are required.

These values are cl,, and ¢3; and how to compute these is explained in the next
section. All in all, the following matrix vector multiplication is obtained:

At(—-); = al(l — B/2)c2i1 — 2¢2; + (1 + B/2)c2i41] (56)

0c2
At—— ~ Bc2 2
5t c2+g (57)
with B the n X n-matrix
-2 1+4/2 )
1-p8/2 -2 1+p5/2 ]
B=a
0 1-5/2 -2 1+(/2
1-p8/2 -2
(58)
and ¢2 is the n x 1-vector
0
g2=a (59)
0

(14 8/2)c3:
The new concentrations inside the membrane will then be calculated as follows:

c2(t + At) = c2(t) + Be2(t) + g2 (60)
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3.3.5 Electrolyte/membrane interface

The concentrations at the interface are calculated differently from the concen-
trations in the interior of region I and III. At the interface, the concentrations
are computed using the boundary conditions of continuous flux (42) and (43) in
combination with (15). First, the left interface is examined, see figure 13. The
concentrations cl,, and cl,, are linked by (15):

cl, = %(MX? +4cl? + X) (61)

Furthermore, there must be continuous flux across the interface.
Jx=L")=Jx=L") (62)
Using the Nernst-Planck equation (7), this results in the following equality:

Jc __Jc _
—D|—(L Ec(L)| = —-D|—(L Ee(L 63
(5o (L) + JBe(L)] = ~D[o- (L) + fEe(L)] (63)
Because of the discontinuity in the concentration, a central difference approxima-
tion cannot be used to approximate %‘ Instead, a backward difference is chosen
for the left side, while a forward difference is used for the right side. Using the
notation above, the following result is then obtained:

Cln — Cln—l

Ax

_ 2; —cl, .

-D| + fEcl,] = —D[Z2_50 4 fEel,) (64)
Az

The concentrations cl,, and ¢2; can be computed as in subsection 3.3.2 and 3.3.4.

The unknowns in the equation above are then cl,, and cl,,. If (61) is substituted

for cl,, it is possible to solve for cl,,.

In the same manner, it is possible to calculate the concentrations at the other
interface.

Using sections 3.3.2-3.3.5, all concentrations in the electrolyte, membrane and
on the interface can be computed. After each time step, the new values for the
Donnan potentials are calculated with (17). Based on these potentials, the value
of the electric potential gradient inside the membrane (E) is updated as well.

This model has not come about at once. Instead, it is the result of changing
and fine tuning previous versions. One of these previous versions is added as an
appendix. In appendix A, a similar model is developed as the one above, except
for a different implementation of the continuous flux condition at the membrane
interfaces. Furthermore, that version uses the backwards Euler method instead
of the forward.
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4 Results

In the previous section, the physical model is described, as well as how to
translate this into a numerical model. This section will show the results of that
model. All computations are done in Matlab and the code is included in the
appendix.

4.1 Parameters

To do the calculations, the right values of the parameters are needed, these are
shown in the following table 1.

L length of each compartment 100 pm
n  amount of grid points per compartment 50

D diffusion coefficient of Na™ outside the membrane 1078 m?/s
D diffusion coefficient of Na* inside the membrane 107 m?/s
X fixed charge concentration of the membrane 2 M
Cy bulk concentration of the electrolyte 1 M
At size of the time step 0.001 S

Table 1: The values of the parameters used in the model described in section 3.

These are not exact values, but are all in the right order of magnitude for the
system [2],[4]. Next to these parameters, also some physical constants are used:
Faraday’s constant F' (96485 C/mol), the ideal gas constant R (8.314 J/Kmol)
and the temperature T' (298K, room temperature). The values of table 1 result in
a step size Ax of % = 2um. The initial membrane concentration is approximately
2.4M, according to (15).
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4.2 No Applied Potential

First, a situation with no applied potential is considered. For the potential
gradient, this means that £ = E = 0. The results are shown in figure 14 From

Concentration Concentration

——Nal
—--X

Flux Flux

J [mol m”-2 sA-1]
J [mol m”-2 sA-1]
°

s & o
> & N ©
s o
EERS

)
®
S
®

05 1 1.5 2 25 3 0 05 1 15 2 25 3
x [m 10 x [m) 10

°

Figure 14: The concentrations and flux at t = Os and t = 1s, when there is no applied
potential.

this figure 14 it is clear that the results do not vary from the initial condition,
as the flux is zero everywhere at all times.

4.3 Applied Potential

Now a situation where there is an applied potential is simulated. The value
for this potential is AV = 1V. For the electric potential gradient F = % this
means that it equals % ~ 3.33V/m. The fact that E is positive, indicates that
the positive electrode is on the right side and the negative electrode on the left.

Because there is a potential applied, ions are not only transported by diffu-
sion, but also migration. The model aims to show how the concentration will
change over time as a result of this diffusion and migration.

Firstly, the NaT concentrations at times ¢t = 0.000,0.002, ...,0.010s are shown
in figure 15. The first thing that stands out in these results is that Na™ ions
accumulate at the right interface, on the side of the positive electrode. At the
same time, the concentrations at the left interface are depleted. To get a better
understanding as to why this happens, the flux is researched. Figure 16 shows
the flux at time t = 0.006s Before continuing, there are some remarks on this plot.
The figure shows not only the total flux (dashed line), but also the individual
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Figure 15: The Nat concentrations at t = 0.000,0.002, ...,0.010s.
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Figure 16: The flux at t = 0.006s. Next to the total flux, the figure also shows the separate
contributions to the flux from both diffusion and migration.
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contributions of both diffusion (red) and migration (blue). These are physically
given by

dc
Jdiffusion = _D%

Jmig?“ation = —DfEC(l‘)
Jtotal = Jdiffusion + Jmigration

Note that inside the membrane, D and E are used instead of D and E respect-
ively. In the points not on the membrane/solution interface or the edge, % is
calculated using a central difference approximation. On the interfaces and edges,
however, this is not possible. In these points, either a forward or backward
difference is used, depending on which side of the interface or edge a point is.
Because of these different approximations, there seems to be a discontinuity
in the diffusion flux (and thus the total flux also) at the points next to the
interfaces. These discontinuities are especially visible at the right side of the
right membrane, but only arise from a numerical inaccuracy, i.e. a different
approximation technique. Furthermore, it is clear from the plot that the con-
tinuous flux condition is satisfied: there is no jump in the dashed line at the
membrane interfaces.

While there is lots of activity around the interfaces, away from these interfaces,
the concentrations remain largely unchanged. The concentration changes have
not yet 'reached’ these areas. It would be interesting to see what happens at
later times. Figure 17 shows the concentrations at intervals of 0.02 seconds, up
to a time of t = 0.1s.

The accumulation at the right side and depletion on the left side seems to go
on, with a concentration reaching almost 12M at ¢t = 0.1s. Also, in figure 17
there are more positions where the concentration changes. There is activity in
half of the membrane and also in the left electrolyte. The right half of the right
electrolyte still remains unchanged, but the unchanged area is smaller than in
figure 15.

The flux at ¢t = 0.06s is shown in figure 18. Figure 18 is similar to figure 16
(t = 0.006s). The main difference is that the values of the flux are higher in
figure 18, where the maximum value of the migrational flux is more than -0.07
molm~2s~!. This is about 20 times higher than at ¢ = 0.006s, where the
migrational flux reached a value of around —3 - 1073 molm—2s~!.

These results will be discussed in the next section.
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Figure 17: Na™T concentrations at times t = 0,0.02, ...,0.10s.
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Figure 18: The diffusional, migrational and total flux at t = 0.06s.
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5 Discussion

5.1 No applied potential

Figure 14 shows both the concentrations and flux at t = Os and ¢ = 1s in the
absence of an applied potential. There has been no change in concentration in
this period and the flux equals zero everywhere. This is exactly the expected
result. Because there is no applied potential, there is no migration. The
only ion transport is then due to diffusion. In all three regions, however, the
concentrations are equal. There is no concentration gradient and hence no
diffusion. All concentrations will stay the same.

5.2 Applied Potential

First the results of figure 16 will be discussed. Relevant in this discussion is the
continuity equation (23), which links the flux to the concentration changes:

dc oJ

ot oz

Simply put, this means that a negative slope of the total flux equals a rise in
concentration, while a positive slope equals a drop. This is in agreement with
figure 15: left of the membrane the (total) flux has a positive slope and the con-
centration there falls, while at the right side of the membrane the opposite applies.

Also remember that the flux is due to diffusion and due to migration:

Jdc
J if fusion — -D
dif f O

Jmigration = —DfEC(IE)
Jtotal = Jdiffusion + Jmigration

Furthermore, a positive flux indicates ion movement to the right, while a negative
flux implies ion transport to the left. Remarkable about figure 16 is the quite
big discrepancy between the flux due to diffusion and that due to migration at
the right side of the membrane. This area will be researched in more detail. On
one hand, diffusion causes the ions to travel to the right (the diffusional flux is
positive), which makes sense considering there are more ions to the left than to
the right. On the other hand, migration drives the ions to the left (negative flux).
This is in agreement with the fact that Na™ ions are positive and the positive
electrode is to the right and negative electrode to the left. The migrational
flux is bigger however, which causes the ions to move to the left. Also, the
slope of the total flux is negative which signifies an accumulation of ions. On
top of this, the slope becomes greater (i.e. more negative), closer to the mem-
brane. This means that the concentrations rises faster closer to the membrane.
This has in turn two consequences for the migrational flux and the diffusional flux.

Because the migrational flux is proportional to concentration, this migrational
flux will rise if the concentration rises. And because the concentrations rise
faster closer to the membrane, the migrational fluxes also become bigger closer
to the membrane. This means that the difference in migrational fluxes, i.e. the
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slope, becomes bigger. This causes the concentrations in turn to rise even harder.
As a result, the migrational flux becomes even bigger, the slope increases more,
concentrations get even bigger, etc.

For diffusion, a similar process happens. Concentrations rise faster near the
membrane, which causes the difference in concentrations to be bigger also. This
means that %, or the concentration slope, becomes bigger and thus the diffu-
sional flux as well. Although, this diffusional flux is opposite to the migrational
flux, it is also smaller (absolutely).

So diffusion ’slows down’ the concentration rise near the right side of the mem-
brane, but ultimately, because the migrational flux is greater, an unstable
equilibrium is reached. This can be seen in figure 15 and becomes even clearer
when greater times are plotted, see figure 17.

At the other side of the membrane, the same mechanism is in place, although on
a smaller scale. This is due to the different diffusion coefficients. Specifically,
the diffusion coefficient inside the membrane is 10 times lower than outside of it,
see table 1.

Figure 17 clearly shows the unstable equilibrium described above: the concen-
trations at the right side of the membrane continue to rise with every time step.
Furthermore, the more time passes, the bigger the area where concentrations
change. Especially in the left electrolyte there is a lot of change. It follows from
the figures that the assumption for the left edge does not longer hold. This
assumption was that, because most activity will take place in the membrane
and the interfaces, the concentrations ’far away’ from the membrane should
remain unchanged. That means that the concentration on the left edge of the
cell should stay equal to the bulk concentration Cy = 1M. From figure 17, it
is clear that this is no longer valid. The concentration at the left side is now
"artificially’ (numerically) held at 1M, but it should be lower, following the trend
of the other concentrations in the left electrolyte. At this moment the model
breaks down, as it is no longer consistent with the assumptions. Simulating any
later time step will then not result in meaningful information.

Furthermore, it is clear that the results of this model are not physical. In one
point for example, after only 0.1s, the concentration reaches a value of 12M. This
is certainly not physically possible. That means there are some inaccuracies or
errors in the model. The discussion above however, shows that the model is in
agreement with what one would expect to happen physically. It is understood
how a certain concentration profile, causes a certain flux, and how a certain
flux changes the concentration profile, based on physical equations. The results
verify these reasonings. How the concentration profile changes when going from
one time step to the other, seems to be correct. Therefore it might be a good
idea to reevaluate the assumptions and simplifications that were made when
developing the model.

The main limitation of this model appears to be an assumption made about the
potential gradient. It is assumed that the potential is linear everywhere, with a
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certain slope outside the membrane and a different one inside of it. The value
of the slope (g—i) inside the membrane is dependent on the Donnan potentials,
see (17) and figure 3. Tt could be, however, that this assumption is not entirely
valid or too limited. The potential gradient is considered to remain constant
through the bulk electrolyte, ignoring the existence of a diffusion boundary layer
where different concentrations exist. Since different concentrations indicate a
different mobility, also a change in the resistance should be taken into account
and therefore also a change in the potential. Minimally five regions should then
be distinguished in order to cope with the varying potential gradient. Two
interfaces between these regions will be discontinuous as a Donnan potential
should be incorporated, making the situation more complex.
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6 Conclusion

In the situation where there is no applied potential, the model gives exactly the
expected result. The flux is zero everywhere in the cell and the concentrations
do not differ from the initial condition.

When there is a potential applied, however, the model gives a different res-
ult. Na* ions accumulate at the side of the membrane that is closest to the
positive electrode, while they dissipate at the other side of the membrane. This
process of accumulation and depletion can be deduced and predicted from plots
of both concentration and flux, in combination with the physical expressions.
This leads to the belief that the model is consistent with the physics that describe
the model and the assumptions that have been made. However, this accumu-
lation is amplified at every time step, which results in a Na™ concentration of
almost 12M after only 0.10 seconds, while it started with a concentration of
1M. This is of course not possible in real life and a result one would not expect.
Hence, there appears to be an assumption that is not entirely valid or too limited.

It is thought that that assumption is the one about the electric potential.
In the model, this electric potential is assumed to be linear, with two different
values for the gradient: one value outside of the membrane and a different value
inside the membrane. This ignores however the diffusion boundary layers, the
layers just on the outsides of the membrane. It is believed that the potential
gradient in these areas has another, different value. That means the model
should account for five different regions (one membrane, two diffusion boundary
layers, two bulk solutions in the electrolytes at the outside) as opposed of the
three regions it uses now. At the electrolyte/membrane interfaces, there is also a
Donnan potential, however, which causes a discontinuity in both concentrations
and potential there. Integrating these five regions would then result in a much
more complex model, but one that would be more accurate, especially around
the electrolyte/membrane interfaces.
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Appendix A

In this section a different approach to the model is presented. The model de-
velopment is mostly the same, but the numerical methods are different. The
most important changes are a different implementation of the continuous flux
condition at the membrane interfaces and the model uses the backward Euler
method instead of the forward. This backward Euler method results in an
implicit, nonlinear expression for the concentrations, which are solved using a
Newton-Raphson approximation.

For continuous flux at the left mebrane, the following holds:
Jx=L")=Jx=L")
or, using the Nernst-Planck equation:

dc _ oc _
—D|—(L Ec(L)| = —-D|—(L Ee(L
(52 (L) + JEe(L)] = =Dl (L) + JEe(L)] (65)
Next to this expression, the concentration just inside the membrane is linked to

the concentration just outside of it by (15):

1
eL) =5 (\/XQ FAc(L)? + X) (66)
Combining these two yields the following expression:

Oc I)— DEc(L) — DE&(L)
9P = p_2@)
/X2+4c(L)2

Now, the partial derivative on the left hand side of this equation is replaced by
its discretized counterpart (¢(L) corresponds to cl,), such that an expression
for the virtual point ¢l,41 is obtained:

(67)

DEc, — DEe
Cn+1 = ZAJ;f% + Cln—l (68)
VX24+4c,

where ¢,, is defined as follows:

g, = %(\/m+ x) (69)

This ¢,41 can be used to determine (%)n and subsequently cl,, in the next

time step.

Now because the backward Euler method is used, an implicit expression for %
is obtained:

Oc

1 _ g 1
I =+ At

. . Oc. .

+1 _ _ el W/ o
I = At 0
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Where the superscript j indicates the time step: ¢/ = c(t = jAt) Here the
only unknown is the vector ¢/*! (because g1 is dependent on ¢/*!). The
root problem above can be solved with a Newton-Raphson approximation. The
starting point is the concentration of the previous time step ¢/ and the stopping
criterion is when the difference between two subsequent approximations is very
small.

The error in this approach is the step from (65) to (67). There the (analytical)
derivative of (66) is computed, while (66) is not really a function of z. The
approach taken in the section 3, using one sided numerical derivatives, seems
therefore better. Originally, it was the intention to use the backward Euler
method, in combination with Newton-Raphson approximation there as well, in
order to guarantee stability. But for some reason the Newton-Raphson approx-
imation did not converge. Now the (explicit) forward Euler method is used,
which works fine, as long as At is kept small.
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Appendix B: Matlab Code

clc,clear all
%% Whole region

%BC: Bulk concentration = 1

% Continuous Flux at interface

yA Forward difference: explicit

%% Constants

D = 1le-8; %m~2/s

DM = 1e-9; % inside membrane

z_Na = 1;

z_Cl = -1;

h £

F = 96485.3329; %C/mol

R = 8.314; %J/(mol K)

T = 298; %K

f = F/(R*T); %C/JI=V"-1

%% Parameters

CO = 1; Ystart concentration of elecrolyte
X = 2; %fixed concentration of membrane

L = 10°-4; Y%length of each compartment = 100um
n = 50; %discretization of x

dx = L/(n);

x1 = dx*(0:(n-1));

x2 = L + x1;

x3 = 2xL + x1;

x = [x1 x2 x3];

V_0= 1; Yapplied voltage

E = V_0/(3*xL); YJpotential gradient (d\phi / dx)

%% Initial conditions
CM = (sqrt(X~"2+4xC0~2)+X)/2;

cl1(:,:,1) = CO*xones(n,1); Jconcentrations on the
left side
c2(:,:,1) = CM*ones(n,1); %concentrations in the

middle (membrane)

c3(:,:,1) = CO*ones(n,1); %concnetrations right side

c(:,:,1) = [c1; c2; c31;
cnm (1) = CM;
cmm (1) = CM;

%% Build matrices
m = 10001;
dt = 0.0001; %must be small!

%some constants

alfa = Dxdt/dx"2;
beta = f*xExdx;
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EM(1) = E;

hdiscretization matrix for left electrolyte

A = zeros(n-1,n);

Al -2xalfa*xeye(n-1,n);

A2 = alfax(l+beta/2)*[zeros(n-1,1),eye(n-1)]1; %right
diag

A3 = alfax*(l-beta/2)*[zeros(l,n);eye(n-2,n)]; %left
diag

A=A + Al + A2 + A3;

“discretization matrix for right electrolyte

CC = zeros(n-1,n);

CcC1 -2xalfa*[zeros(n-1,1), eye(n-1)]; %diag

cc2 alfax(l+beta/2) *[zeros(n-1,2) ,eye(n-1,n-2)1; %
right diag

CC3 = alfax*(l-beta/2)*eye(n-1,n); %left diag

CC = CC + CC1 + CC2 + CC3;

%% Time integration
for j = 2:m
new constants, inside membrane
Em = EM(j-1);
alfam DM*dt/dx"2;
betam f*Em*dx;

%discretization matrix for membrane

B = zeros(n,n);
Bl = -2xalfam*eye(n,n);
B2 = alfam*(l1+betam/2) *[zeros(n,1), eye(n,n-1)1; %

right diag

B3 = alfam*(l-betam/2)*[zeros(1l,n); eye(n-1,n)]; %
left diag

B =B + Bl + B2 + B3;

%calculate concentrations in new timestep
cl1(l:n-1,:,3) = c1(1l:n-1,:,j-1) + Axc1(:,:,j-1) +
[alfa*(1-beta/2)*CO0;zeros(n-2,1)]1; %left

c2(l:n,:,3j) = c2(:,:,j-1) + Bxc2(:,:,j-1);

c2(1,1,3j) = c2(1,1,j) + alfam*(l-betam/2)*cnm(j-1)
; %middle

c2(n,1,j) = c2(n,1,j) + alfam*(l+betam/2)*cmm(j-1)

)

c3(2:n,:,3j) = c3(2:n,:,j-1) + CC*xc3(:,:,j-1) + [
zeros (n-2,1);alfa*x(l+beta/2)*C0]; Yright

%solve for the concentrations along membrane
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satisfies a) Donnan condition and b) continuous
flux across interface

% k and m are some constants, derivation in
notebook

k1 = -2x(D/dx+D*f*E)/(DM/dx-f*Em*DM) ;
k2 = 2*%( DM/dx*c2(1,1,j) + D/dx*ci(n-1,1,3j) )/(DM/
dx-f*Em*DM) - X;

cl(n,1,j) = -sqrt( k17°2%k272 - (k1°2-4)*(k2°2-X"2)
) - k1x*xk2;

cl(n,1,j) = c1(n,1,3j)/ (k1°2 - 4); Yconcentration
in electrolyte

cnm(j) = 0.5*%(sqrt (X "2+4*cl(n,1,j) " 2)+X); %
concentration in membrane

ml = -2*x(D/dx-f*D*E)/(DM/dx+f*DM*Em) ;
m2 = 2*x(DM/dx*c2(n,1,j)+D/dx*c3(2,1,3));
m2 = m2/ (DM/dx + f£*DM*Em)-X;

c3(1,1,3j) = -sqrt( m1°2*m2°2 - (m1°2-4)*(m2°2-X"2)
) - ml*m2;

c3(1,1,3) = c3(1,1,3j)/ (m1°2-4); ’concentration in
electrolyte

cmm(j) = 0.5*%(sqrt(X"2+4*c3(1,1,j) " 2)+X); %
concentration in membrane

%calculate the Donnan potentials and the new value
for the potential

%gradient inside the membrane

dp1(j) = RxT/F*xlog(cnm(j)/cl(n,1,j)); %left side

dp2(j) = R*T/Fxlog(c3(1,1,j)/cmm(j)); %right side

EM(j) = E + (dp2(j)+dp1(j))/((n+2)*dx);

end
c = cat(1,cl1,c2,c3);
%% Calculate total flux

k = 1;

flux0 = zeros(n);

fluxl = -fxExeye(n);

fluxiM = -f*EM(k)=*eye(n);

flux2 = -1/(2*dx)*[zeros(n,1), eye(n,n-1)];
flux3 = 1/(2xdx)*[zeros(l,n);eye(n-1,n)];
flux = D*x(flux0 + fluxl + flux2 + flux3);
flux(1,1) = D/dx - DxfxE;

flux(1,2) = -D/dx;

flux(n,n-1) = D/dx;

flux(n,n) = -D/dx - D*fxE;

fluxMO = zeros(n+2);
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fluxM1l = -f*EM(k)*eye(n+2);
fluxM2 = -1/(2xdx)*[zeros(n+2,1), eye(n+2,n+1)];
fluxM3 = 1/(2*dx)*[zeros(1,n+2);eye(n+1,n+2)];

fluxM = DM*(fluxMO + fluxM1 + fluxM2 + fluxM3);
fluxM(1,1) = DM/dx - DM*xf*xEM(k) ;

fluxM(1,2) = -DM/dx;

fluxM(n+2,n+1) = DM/dx;

fluxM(n+2,n+2) = -DM/dx - DMx*xf*EM(k);

J1 = flux*cl1(:,:,k);

J2 = fluxM*[cnm(k);c2(:,:,k);cmm(k)];

J3 = flux*c3(:,:,k);

%I = [flux*cl1(:,:,k);fluxM*xc2(:,:,k);flux*c3(:,:,k)];
figure ()

hold on

title('Total Flux')
plot(x1,J1,'r")

plot ([x1(n),x2,x3(1)],J2,'r")
plot(x3,J3,'r")

%% Calculate flux separately

k = 6001;

Eflux = -f*ExD*xeye(n);

EMflux = -f*EM(k)*DM*eye(n+2) ;

Dflux0 = zeros(mn);

Dflux2 = -1/(2*dx)*[zeros(n,1), eye(n,n-1)];
Dflux3 = 1/(2*dx)*[zeros(1l,n);eye(n-1,n)];
Dflux = D*x(Dflux0 + Dflux2 + Dflux3);
Dflux(1,1) = D/dx;

Dflux(1,2) = -D/dx;

Dflux(n,n-1) = D/dx;

Dflux(n,n) = -D/dx;

DMflux0 = zeros(n+2);
DMflux?2 -1/(2*dx) *[zeros(n+2,1), eye(n+2,n+1)];
DMflux3 1/(2xdx)*[zeros (1,n+2) ;eye(n+1,n+2)]1;

DMflux = DM*(DMfluxO + DMflux2 + DMflux3);
DMflux (1,1) = DM/dx;

DMflux (1,2) -DM/dx;

DMflux (n+2,n+1) = DM/dx;

DMflux (n+2,n+2) = -DM/dx;

JD1 = Dflux*cl1(:,:,k);

JD2 = DMflux*[cnm(k);c2(:,:,k);cmm(k)];
JD3 = Dflux*c3(:,:,k);

JE1 = Efluxx*cl1(:,:,k);

JE2 = EMflux*[cnm(k);c2(:,:,k);cmm(k)];
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JE3 = Eflux*c3(:,:,k);

J1 = JD1 + JE1;
J2 = JD2 + JE2;
J3 = JD3 + JE3;

J = [J1; J2; J3];

JD [JD1;JD2;JD3];

JE [JE1;JE2; JE3];

y1 = min([min(J) ,min(JD) ,min(JE)]1);
y2 = max ([max(J) ,max(JD) ,max (JE)]1);

figure ()

hold on

title('Flux', 'Interpreter','LaTeX', 'fontsize',15)
plot(x1,JD1,'r")
plot(x1,JE1,'b")

plot (x1,J1,'--k')

plot ([x1(n),x2,x3(1)]1,JD2,'r")
plot(x3,JD3,'r")

plot ([x1(n),x2,x3(1)],JE2,'b")
plot (x3,JE3,'b")

plot ([x1(n),x2,x3(1)],J2,"'--k")
plot(x3,J3,'--k")

legend ('Diffusion', 'Migration', 'Total"')

ylabel('J [mol m~"-2 s”-1]','Interpreter', 'LaTeX')%,"
rotation',0)

xlabel('x [m]','Interpreter','Latex')

plot ([x(n) ,x(n)],[y1,y2],"'k'," 'linewidth',1.5,"
HandleVisibility','off"') %plot left side of
membrane

plot ([x3(1),x3(1)],[yl,y2],'k', 'linewidth',1.5,"
HandleVisibility','off"') %plot right side

area([x(n),x3(1)],[y2,y2], 'FaceAlpha',0.2, 'FaceColor'
,[0.8 0.4 0], 'EdgeColor', 'none', 'HandleVisibility'
"off ')

area([x(n),x3(1)],[yl,y1], 'FaceAlpha',0.2, " 'FaceColor'
,[0.8 0.4 0], 'EdgeColor', 'none', 'HandleVisibility"',

-

"off ')
T = (k-1)*dt;
text (x(round(n/4)) ,-0.03,['t = ',num2str(T),'s"'],"'

fontsize',15, 'Interpreter','latex') %add simulated
time to graph

%% Plot single timestep

k=1;

figure ()

hold on

y = 1.2xabs(max(c(:,:,k)));
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axis ([x(1) x(3*n)+dx 0 yl)

plot(xl,c1(:,:,k),'r")

plot ([x1(n),x2,x3(1)],[cnm(k);c2(:,:,k);cmm(k)], " 'v',"
HandleVisibility','off')

plot ([x3,x3(n)+dx],[c3(:,:,k);C0], " 'r"',"
HandleVisibility', 'off')

%make the figure look mnicer

plot ([x(n),x3(1)]1,[X,X], " 'b--") Yplot X line

plot ([x(n) ,x(n)],[0,y],'k', " 'linewidth',1.5,"'
HandleVisibility', 'off"') %plot left side of
membrane

plot ([x3(1),x3(1)],[0,y],'k", " 'linewidth',1.5,"
HandleVisibility','off') %plot right side

area([x(n),x3(1)],[y,y], 'FaceAlpha',0.2, 'FaceColor'
,[0.8 0.4 0], 'EdgeColor', 'none', 'HandleVisibility"',
'off ")

title('Concentration','Interpreter', 'LaTeX', ' 'fontsize'
,15)

legl = legend('Na','X');

set (legl,'Interpreter', 'latex'); ’edit legend

set (legl, 'fontsize',12);

ylabel ('C [M]','Interpreter','Latex')’,'rotation',0)

xlabel('x [m]','Interpreter','Latex')

T = (k-1)*dt;

text (x(round(n/5)),y/2,['t = ',num2str(T),'s'],"
fontsize',15, 'Interpreter','latex') %add simulated
time to graph

%% Plot multiple timesteps

figure('units','centimeters', 'position',[5 2 20 15] )
hold on

y = 3;%1.2%abs(max(c(:,:,k)));

axis ([x(1) x(3*n)+dx 0 yIl)

k=1;

plot(x1l,c1(:,:,k),'r")

plot ([x1(n),x2,x3(1)],[cnm(k);c2(:,:,k);cmm(k)], " 'v',"
HandleVisibility','off"')

plot ([x3,x3(n)+dx],[c3(:,:,k);C0], 'r","
HandleVisibility', 'off')

%make the figure look nicer

plot ([x(n),x3(1)],[X,X],'b--") Y%plot X line

plot ([x(n),x(n)],[0,y],'k', " 'linewidth',1.5,"'
HandleVisibility', 'off') %plot left side of
membrane
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plot ([x3(1),x3(1)],[0,y],'k',"'linewidth',1.5,"
HandleVisibility','off') %plot right side

area([x(n),x3(1)],[y,y], 'FaceAlpha',0.2, 'FaceColor'
,[0.8 0.4 0], 'EdgeColor', 'none', ' 'HandleVisibility',

'off ')
title('Concentration','Interpreter', 'LaTeX', ' 'fontsize'
,15)

%legl = legend('0.00s','0.02s','0.04s','0.06s"','0.08s
','0.10s8"','X");

legl = legend('Na','X');

set (legl,'Interpreter', 'latex'); ’%edit legend

set (legl, 'fontsize',12);

ylabel('C [M]','Interpreter', 'Latex')%,'rotation',0)

xlabel('x [m]','Interpreter','Latex')

T = (k-1)*dt;

text (x(round(n/5)) ,y/2,['t = ',num2str(T),'s'],"
fontsize',15, 'Interpreter','latex') %add simulated
time to graph

40




