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Abstract: For a theoretical analysis of mass transfer processes in electromembrane systems, the
Nernst-Planck and Poisson equations (NPP) are generally used. In the case of 1D direct-current-
mode modelling, a fixed potential (for example, zero) is set on one of the boundaries of the considered
region, and on the other—a condition connecting the spatial derivative of the potential and the given
current density. Therefore, in the approach based on the system of NPP equations, the accuracy of
the solution is significantly affected by the accuracy of calculating the concentration and potential
fields at this boundary. This article proposes a new approach to the description of the direct current
mode in electromembrane systems, which does not require boundary conditions on the derivative
of the potential. The essence of the approach is to replace the Poisson equation in the NPP system
with the equation for the displacement current (NPD). Based on the system of NPD equations, the
concentration profiles and the electric field were calculated in the depleted diffusion layer near the
ion-exchange membrane, as well as in the cross section of the desalination channel under the direct
current passage. The NPD system, as well as NPP, allows one to describe the formation of an extended
space charge region near the surface of the ion-exchange membrane, which is important for describing
overlimiting current modes. Comparison of the direct-current-mode modelling approaches based
on NPP and NPD showed that the calculation time is less for the NPP approach, but the calculation
accuracy is higher for the NPD approach.

Keywords: ion-exchange membrane; electromembrane system; ion transport; galvanodynamic mode;
direct current mode; space charge; desalination; mathematical modelling; Nernst-Planck-Poisson
equations; displacement current

1. Introduction

Electromembrane systems are the basis of electrodialysis, nano- and microfluidic de-
vices which are used for water purification, processing of agricultural products (milk, wine,
etc.), performing chemical analyses and other types of human activity [1-6]. One of the
electrical modes in which such systems are operated and investigated is galvanodynamic,
that is, the mode where the current density in the system is set. In this case, the current
density can be constant (for example, chronopotentiometric studies [7-9]), a linear function
of time (voltammetry [10]), a periodic function of time (pulsating electric field [11,12],
impedance spectroscopy [13]), or another time function.

Mathematical modelling is an important component of membrane systems research,
supplementing experimental knowledge. For the mathematical description of the phe-
nomena of mass transfer in electrolyte solutions, several relationships are described in the
literature, detailed reviews of which are given in [14-16]. The most complete description
of transport phenomena in multicomponent electrolyte solutions is based either on the
so-called Stefan-Maxwell approach, or on the thermodynamics of irreversible processes,
which relates the flows of heat, electricity, momentum, and individual components with
the corresponding driving forces in a system of phenomenological equations.
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A more simplified approach to describing mass transfer in an electrolyte solution is
provided by the Nernst-Planck transfer equation, which takes into account diffusion, mi-
gration and convection of ions. The Nernst-Planck equation is derived for dilute solutions
and requires only a limited number of parameters, such as diffusion coefficient and ion
mobility, which are assumed to be constant. A detailed review of other limitations of the
Nernst-Planck equations can be found in [14].

The Nernst-Planck equations are easily combined with other equations describing
coupled chemical reactions, concentration polarization and its coupled phenomena [14-18].
The Nernst-Planck equations, together with the Poisson equation for the electric potential,
form a system of coupled equations (NPP), which is widely used in studies of electromem-
brane systems [14-19]. This system makes it possible to describe the violation of the
electroneutrality of the solution and the formation of a space charge region (SCR) near the
membrane surface, due to its permselectivity [19]. The NPP equations, together with the
Navier-Stokes equations describing the hydrodynamics of an electrolyte solution near the
membrane surface, make it possible to build mathematical models devoted to studying the
effect of the SCR and its associated phenomena on the efficiency of mass transfer [20,21].

The electric mode is defined by setting the boundary conditions of the Poisson equation
for potential. In the 1D case, to model the potentiodynamic mode at the boundaries of the
region under consideration, the values of the electric potential are set, the difference of
which is equal to the required voltage. In the galvanodynamic mode, a fixed (for example,
zero), potential is set on one of the boundaries, and on the other—a boundary condition on
the spatial derivative of the potential. ]. Manzanares and co-authors [22] used a 1D system
of NPP equations with a boundary condition connecting the derivative of the potential and
the given current density to describe the galvanodynamic mode. This boundary condition
was obtained by expressing the term of the displacement current from the equation for the
total current density. On the basis of this boundary condition, studies were successfully
carried out for the galvanodynamic mode of the evolution of the structure of diffusion layers
adjacent to the ion-exchange membrane [22], the impedance of the membrane system [23];
the differential capacitance of the electric double layer in the diffusion boundary layer of
the ion-exchange membrane was calculated in [24].

In [25], a similar boundary condition was proposed, also obtained from the equa-
tion for the total current density, but the spatial derivative of the potential was expressed
from the term of the conduction (faradaic) current. Due to the simplicity of implemen-
tation of this form of the boundary condition, 2D models were built on it, which made
it possible to theoretically study the chronopotentiograms of homogeneous [26,27] and
heterogeneous [28] membranes, taking into account the development of electroconvection,
as well as to investigate the process of development of the electroconvective flow in the
electrodialysis desalination channel under the action of intense direct current [29]. In recent
works [12,30], this boundary condition was used to construct a galvanodynamic model of
mass transfer in the mode of a pulsating electric field.

When using the boundary condition on the derivative of the potential, the accuracy
of the entire calculation is significantly affected by the error in calculating the derivatives
of the concentration and potential fields at the boundaries of the area under considera-
tion. The physical essence of the problem of the ion transport in membrane systems is
such that the distributions of the concentration of counterions and the potential near the
solution/membrane interface are characterized by large gradients (this region is called the
quasi-equilibrium part of the EDL), which increase with an increase in the concentration of
the electrolyte solution [31]. Therefore, the computational complexity of calculating the
NPP equations when such a boundary condition is specified at the solution/membrane
interface is much higher than when it is used at the outer edge of the diffusion layer [25].

This article proposes a new approach to modelling ion transport in the electromem-
brane system in the galvanodynamic mode, taking into account the formation of SCR
at intense currents, which does not require setting boundary conditions for the electric
potential. The essence of the proposed approach is to replace the Poisson equation in the
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NPP system with equations for the displacement current (NPD). Mathematical models are
constructed and numerical solutions are obtained for the problem of the non-stationary
ion transport for the most common variants of the geometry of the system under con-
sideration in the literature: a depleted diffusion boundary layer near the surface of an
ion-exchange membrane; a section of the desalination channel from the anion-(AEM) to
cation-exchange membrane (CEM). The ion transport models under the direct current
based on the NPP and NPD equations are compared in terms of the accuracy of the solution
and the calculation time.

2. Ion Transport in the Depleted Diffusion Layer near the Surface of the
Ion-Exchange Membrane

2.1. Mathematical Model

Suppose that in the electrodialysis desalination channel formed between the AEM
and CEM there is a laminar flow of a diluted binary electrolyte. Since the main subject of
this study is the ways of description of mass transfer, taking into account the formation of
an SCR that develops in the electrolyte layer near the membrane surface under the action
of an overlimiting direct current, we will consider a depleted diffusion layer formed near
the surface of a CEM. The ion-selective properties of the membrane to which the diffusion
layer adjoins will be imitated by the boundary conditions.

Assume that the channel is rather short, so that the thickness of the diffusion layer
is small compared to the intermembrane distance, and is approximately constant in the
tangential direction [14]. Then the mass transfer process can be considered in the direction
normal to the membrane surface, without considering the convective transfer (since the
flow is laminar). Density, temperature, and the dielectric constant of the solution are
considered to be constants; chemical reactions are not taken into account.

Let x be the coordinate normal to the membrane surface, varying from 0 (solution
volume, that is, the outer edge of the diffusion layer) to 6 (solution/CEM interface), Figure 1.
The parameter determining the electric field mode is the current density i (f).

Electrolyte solution -

i

)

Cation-exchange membrane

o |Outer edge of the diffusion layer

Figure 1. Scheme of the concentration profiles of cations, ¢1, anions, ¢y, and their difference, c; — cp,
in the depleted diffusion layer near the surface of the cation-exchange membrane (CEM). A current
of density i passes through the system. The regions of the diffusion layer are indicated by numbers:
the electrically neutral region (1), the extended region (2) and the quasi-equilibrium region of the
space charge (3). 1y, is the cation concentration at the solution/CEM boundary.

The mathematical description of the non-stationary ion transport in the dilute elec-
trolyte solution includes the Nernst-Planck equations, Equation (1), the material balance
equations, Equation (2), and the Poisson equation for the electric potential, Equation (3),
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(NPP) [17]. This system of equations for the binary electrolyte in the diffusion layer near
the surface of the ion-exchange membrane is written as:

. F o0p(x,t dc, (x,t
Ju(x, t) = —ﬁanncn(x,t) (ngx ) - D, ”ng ), n=1,2 1)
dount) _ Ot
oF  ~  ox T L2 @
% (x,t
5057% = —F(z1c1(x,t) + 2205 (x, 1)) 3)

where j,, ¢y, Dy, z, are the flux, molar concentration, diffusion coefficient and charge
number of the n-th ion, respectively; ¢ is the electric potential; g is the electrical constant;
g, is the relative permittivity of the electrolyte solution (assumed to be constant); F is the
Faraday constant; R is the gas constant; T is the absolute temperature. In the NPP system,
Equations (1)—(3), the quantities ji, j», c1, c2, @ are unknown functions of the spatial
coordinate x and time ¢.

The total current density is described by Equation (4) [32,33]:

itot(t) =ir (x, t) + ic(x, t) (4)

whereip(x,t) = F(z1j;(x, t) + 22j,(x, t)) is the density of the faradaic current (or conduction

2
current), and ic(x, t) = —eper 2 5’;(8’;’” is the density of the charging current (or displacement

current) associated with the formation and change in the space charge.

Differentiation of the Poisson equation, Equation (3), by time and substitution of the
material balance equations, Equation (2), gives the following relation W + alca(;"t) =0.
Thus, in the 1D case, the total current density, it (t), does not depend on the spatial

coordinate x and is equal to the given value i(t):

itor(F) = ip(x, t) +ic(x, t) = i(t) (5)

Therefore, from the equation for the total current density, Equation (4), it is possible to
derive the equation for the electric field strength, E(x, t) = —d¢/0dx, which simulates the
electric mode with a given current density i():

eoer EE) _ i) Fayjy (1) + 22 (3, ) ©)

ot
Substitution of the Nernst-Planck equations, Equation (1), into the material balance
equations, Equation (2), and the equation for the displacement current, Equation (6), gives
the closed system of equations for the desired ion concentrations, c1(x, t), ca(x, t), and
electric field strength, E(x, t):

dc,(x,t) o [ F ac, (x,t) B
5 = oy ﬁanncn(x, t)E(.’Xf, t) — DnT ,n=1,2 (7)
e0e, 2B — (1) — B2 (22D, (x, 1) + 22D,cy (%, 1)) E(x, 1)+

8
+F (21 D, % a(;c,t) t 2D, % a(;c,t) ) ®)

Let us abbreviate the system of Equations (7) and (8) as NPD.

The possibility of replacing the Poisson equation with the displacement current equa-
tion, which makes it possible to introduce the total current density as one of the independent
variables of the problem, was noted by Cohen and Cooley [32]. In [32], the ion transport
was calculated based on the Nernst-Planck equations and the displacement current equa-
tion, in a completely mechanically permeable membrane, without describing its other
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physical properties. Brumleve and Buck [33] used this approach to calculate the frequency
characteristics of the impedance of a permselective membrane at a constant underlimiting
current. In the present work, we use this approach to describe the transport of ions in the
depleted diffusion layer near the surface of the ion-exchange membrane.

To solve the NPD system, Equations (7) and (8), boundary conditions are required
only for the equations for ion concentrations; the equation for the displacement current
density is a spatially distributed ordinary differential equation and requires only initial
conditions.

Assume that at the initial time, ¢t = 0, no current flows through the system; thus,
the electrical neutrality condition is fulfilled at all points of the diffusion layer, and the
concentrations of cations and anions are equal to the initial electrolyte concentration, c;
the electric field strength is zero:

c1(x,0) = ¢, ¢c2(x,0) = ¢, E(x,0) =0 )

At the outer boundary of the diffusion layer (x = 0), the concentration of both types of
ions is fixed and equal to the initial electrolyte concentration, co:

61(0, t) = (0 (10)

62(0, t) =Cp (11)

According to modern concepts [19,34], when a current flows in the desalination chan-
nel, the following ion concentration distribution is formed: the condition of local electrical
neutrality is satisfied in the volume of the desalination channel; when approaching the
solution/membrane interface, the concentration of counterions passes through a minimum
separating the extended SCR and the quasi-equilibrium EDL [19,35] (Figure 1). Within the
EDL, the concentration of counterions increases rapidly, and reaches the concentration of
fixed ions in the membrane volume. The concentration of co-ions tends exponentially to
zero as it approaches the “perfectly selective” membrane. The concentration of counterions
at the boundary, ¢1p,, should be lower than the concentration of fixed ions, but of the same
order of magnitude. To find ¢, several models can be applied, a brief review of which is
given in [36].

However, the value of ci, does not significantly affect the distribution of concentra-
tions and potential in the extended SCR [35,37]. Therefore, following Rubinshtein and
Shtilman [19], we set the concentration of counterions ¢, under the boundary conditions,
and consider it as a parameter. Note that this boundary condition is intensively used
in studies of electromembrane systems by Pham et al. [38], Mani et al. [20], Demekhin
et al. [39], Shi et al. [40], and others.

In the case of an “ideally selective” membrane, the current is carried exclusively by
counterions, and therefore, at the solution/membrane interface, the partial current density
of counterions is equal to the total current density, and the normal flux of co-ions is zero.
If the permselective properties of the membrane are described using transport numbers
of ions, the boundary condition for co-ions is determined based on the equation for the
continuity of the ion flux at the solution/membrane interface. Therefore, at the electrolyte
solution/membrane interface (x = §), the counterion concentration is set constant, which is
N, times greater than the initial electrolyte concentration, co [19]:

c1(8,t) = Neco (12)

The boundary condition for the concentration of co-ions is formulated using the
equation for the continuity of the ion flux at the solution/membrane interface:

dco F oL _ TIyc,
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where T)¢ is the effective anion transport number in the CEM. The transport number of
an ion in a membrane is defined as the fraction of the conduction current carried by ions
of a given species; for example, the transport number of the n-th ion in the CEM is equal
to Tyc = Fzuj,/i[31]. Since the conduction current, ir, is realized by ions of both types,
the following relations are fulfilled: T¢ + Toc = 1. In ion-exchange membranes placed in
dilute electrolyte solutions, the current is carried almost exclusively by counterions, that is,
Tic and T4 are close to 1 [41].

Compare the accuracy and required time of calculations based on the NPP and NPD
equations. Thus, calculations for the same system parameters will be performed based on
two approaches that differ in the way the electric field is described, namely:

(1) The NPD approach, which involves solving the system of the Nernst-Planck and
displacement current equations, Equations (7) and (8), with boundary conditions (9)—-(13);

(2) The NPP approach, which involves solving the system the Nernst-Planck-Poisson
equations, Equations (1)-(3). In this case, conditions for the electric potential are added to
the boundary conditions (9)—(13). The system of Equations (1)—(3) includes the potential of
the electric field only in the form of spatial derivatives, and therefore only the potential
drop, @(5,t) — @(0,1), is significant. For the convenience of calculations, the zero potential
is set on the right boundary, x = o:

@(5,t) =0. (14)

The condition, which introduces the density of the flowing current into the problem
formulation of the NPP approach [25], is placed on the left boundary, x = 0:

oL B
g(or t) =

_RT (i(t) + Fz, Dy 2904 4 Pz, D, 2400 ) (15)

F2 z%qu(O, f) +Z%D2C2(0, i’)
The initial condition on the potential sets the zero value in the entire diffusion layer:
@(x,0)=0 (16)

2.2. System Parameters

The values of the parameters of the membrane system, which are typical for real
chronopotentiometric experiments, were chosen, namely: intermembrane distance
H=5.67 x 1073 m, channel length L = 20 x 10~3 m, the temperature T = 293 K, con-
centration of NaCl electrolyte solution cg = 10 mol/m?3, the average velocity of forced flow
Vo =3.8 x 1073 m/s. These values of the parameters make it possible to estimate the thick-
ness of the diffusion layer using the Leveque formula, 5 = (H/1.47) (LD /(H?V))'/3 [42].
For the indicated parameters, thickness of the diffusion layer & ~ 0.247 x 1073 m. It is
also necessary to determine the diffusion coefficients of cations D = 1.33 X 1072 m2/s and
D, =2.05 x 10~ m2/s; the ion charge numbers z1 = 1, z; = —1. To simplify the numerical
solution, the ratio of the counterion concentration at the solution/CEM interface to its value
in the solution volume was taken to be N, = 1. This value is less than in real systems [19];
however, it was shown in [35] that for N. > 1, the value of N. does not significantly affect
the distribution of concentrations and potential in the extended SCR. Consider the direct
current mode with the density i = 2ij;,,, where iy, is the limiting current density determined
by Equation (17) [42]:

1/3
. o FDC() H2V0
im = (T — 5) l1.47( D > —0.2] (17)

where D = D1D,(z1 — 22) /(D121 — Dyzp) is the diffusion coefficient of the electrolyte,
1 = 0.395 is the transfer numbers of cation in the solution.
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The boundary value problems of the considered mathematical models were solved by
the finite element method using the Comsol Multiphysics 6.1 package (www.comsol.com,
(accessed on 14 March 2023) COMSOL AB, Stockholm, Sweden).

The computational complexity of the considered problem of describing the ion trans-
port in the diffusion layer near the membrane surface is associated with large gradients of
ion concentrations and electric potential in the quasi-equilibrium part of the EDL (Figure 1).
The computational complexity increases rapidly as the thickness of this region decreases,
which is estimated to be of the order of the Debye length Lp = +/egoRT/(2¢oF?) [31].
The latter occurs with an increase in electrolyte concentration cg. Therefore, to perform
calculations for concentration values corresponding to the values used in real experiments,
a non-uniform computational mesh is construct. Namely, the area under consideration is
divided into two parts:

e  Region I is the main part of the diffusion layer (with the exception of the thin layer
at the solution/membrane interface, it is 100Lp thick), with a uniform distribution of
elements. The main control parameter of the computational mesh in this region is the
number of elements (a series of values 1000, 2000, ... , 6000 is set).

e Region Il is a layer of 100Lp thickness at the solution/membrane interface, with a
linearly decreasing size of computational mesh elements. The main control parameters
of the computational mesh in this area are the number of elements (set to 400) and the
ratio of the length of the first element to the last (set to 1000).

For the considered parameters, the Debye length is Lp = 3.06 x 10~ m.

Thus, the calculations based on the NPP and NPD approaches, performed with the
same system parameters, solver tolerance settings on the same computational mesh, will
be compared.

2.3. Results and Discussion

Figure 2a shows the concentration profiles at t = 0, 7.6, 100 s, calculated based on the
NPP and NPD approaches.

At the initial time (¢t = 0 s), the uniform distribution of the concentration of cations
and anions (which are equal to cy, according to the initial condition (9)) determines the
initial resistance of the electrolyte solution. On the chronopotentiogram (ChP, that is, the
dependence of the potential drop on time at a constant current density), the initial almost
vertical section is observed (Figure 2b, t ~ 0 s).

Over time, the electrodiffusion process reduces the ion concentration near the mem-
brane surface. The formation of concentration gradients in the electrolyte, due to the
passage of current through its interface with the ion-selective surface, is called concentra-
tion polarization [18]. An increase in concentration polarization reduces the conductivity
of the solution, which limits the rate of mass transfer. Therefore, there is a segment of slow
growth of the potential drop on the ChP (Figure 2b, 0 < t < T). Att =T =7.56 s, the tangent
to the concentration profiles (in the electrically neutral part) tends to 0 at x = & (Figure 2c).

Furthermore, an extended space charge region (SCR) begins to form at the outer edge
of the EDL (Figure 2c,d), and the rapid increase in the potential drop is noted on the ChP
(Figure 2b, t > 7). The local maximum of the space charge density, p = F(z1¢; + 22¢,), is
shifted into the volume of the solution (Figure 2d,e). The formation of the extended SCR
increases the electric field strength in this region (Figure 2f). Over time, the system passes
into the stationary state (with the constant potential drop), in which the local maximum of
the space charge is located almost in the middle of the diffusion layer (Figure 2e).
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Figure 2. (a) Concentration profiles of cations, c;, and anions, ¢y, in the diffusion layer near the CEM
surface at t = 0, 7.6, 100 s; (b) chronopotentiograms; (c) distribution of concentrations c¢; and ¢, in
the area near the surface of the CEM at t =7.5,7.56, 7.6 s; (d) distribution of space charge density,
p = F(zic1 + 2p0p), at t =7.56, 7.6, 7.7, 7.8 s; (e) distribution of space charge density, p, at t = 5, 10,
..., 30,100 s; (f) distribution of electric field strength, E, at t =5, 10, ... , 30, 100 s. The results of
calculations by NPP (red and blue solid lines) and NPD (dashed black lines) approaches are shown.
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It should be noted that there is good agreement (a difference less than 0.3%) between
the time, T =7.56 s, and the analytic assessment of the Sand transition time, Ts, determined

by Equation (18) [43]:
2
g = 7TD< coFz, ) 1 (18)

4 \T1 — H 2

Equation (18) was derived from the theoretical analysis of the infinite diffusion layer,
and determines the moment when the electrolyte concentration on the membrane surface
reaches 0 [43].

The described features of the mass transfer process in the diffusion layer near the
membrane surface are in agreement with the modern ideas about this process that have
been developed in [19,22].

In our work [26], a comparison was made between the ChPs obtained experimen-
tally [44] and theoretically, using the NPP model. The experiment [44] was carried out
with a laboratory cation-exchange membrane MK-40yjop with an electrically homogeneous
surface and 0.02 M (20 mol/m?) NaCl solution at i/ij;, = 1.7. Good agreement between
the experimental and calculated curves is observed at times f < Ts. As t approaches tg, the
theoretical curve rises steeply, while the experimental curve also rises, but not so steeply;
it slows down and forms an inflection point, then flattens out and reaches a steady state.
The slowdown of the ChP is usually associated with the development of current-induced
convection, which under the experimental conditions is electroconvection [44]. Electro-
convection mixes the solution at the surface: it provides additional delivery of a more
concentrated electrolyte from the volume of the solution to the surface, and pumps out
the depleted solution from the near-surface region [20,21]. Thus, for a more accurate de-
scription of ChPs in systems with ion-exchange membranes, the proposed one-dimensional
modelling (both NPP and NPD) should be extended at least to a two-dimensional descrip-
tion with the addition of the Navier-Stokes equations, which take into account the effect of
electric force on the spatial electric charge in solution.

Let us estimate the error in calculating the characteristics of mass transfer in a diffusion
layer with the direct current flow based on the NPP and NPD approaches. The calculation
error can be estimated from the error in fulfilling Equation (5), since the total current density
in the 1D case at each point of the region under consideration must be equal to the given
current density. The computational complexity of calculating fields with large gradients
leads to the increase in the error of the current density calculation in the quasi-equilibrium
part of the EDL and in the vicinity of the local maximum of the extended SCR. For example,
Figure 3 shows the distribution of the total current density at t = 15 s: significant deviations
of the current density from the specified value 2i};;,, are observed at the right boundary,
x = §, and in the region of the local maximum of the extended SCR, x ~ 0.72 5. Therefore,
the calculation error is determined in the main part of the diffusion layer (Region I):

. N
ri(t) =  max 7|lt0t(x'. )~ (19)
x€[0,5—-100Lp] i

and in the quasi-equilibrium part of the EDL (Region II):

ri(t) =  max 7|1t0t(x',t) — 1 (20)
x€(5-100Lp, 5] i

A series of calculations based on the NPP and NPD approaches has been performed for
the following values of the parameter of the computational mesh: the number of elements
in the main part of the diffusion layer (Region I) n; = 1000, 2000, ..., 9000. Figure 4a,b
show the values of the total time spent on the calculation of the model for t from 0 to 100 s
and the maximum value of the calculation error in the main part of the diffusion layer

in this time interval, r; = [max ]rl(t). The time step is automatically selected by the
te[0, 100s
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solver, taking into account the set relative-tolerance value. The calculations presented here
were performed with the relative-tolerance value equal to 10-°, which made it possible to
achieve an error of less than 1%.

2.02 -~
t=15s
2.01 -
£ 2
S
o
1.99 4 NFP
— — -NPD
1.98 T
0 0.5 1
X/d

Figure 3. Distribution of the total current density at t = 15 s. The results of calculations using NPP
(red solid line) and NPD (black dashed line) approaches are shown.

The calculation error 7 of the NPP approach is greater than that of the NPD approach
for all considered values of the number of mesh elements. Note that for the NPP approach,
the condition r; < 1% is satisfied with the number of elements equal to 5000 or more,
and for the NPD approach, at 2000 or more (Figure 4b). The calculation time of the NPP
approach is on average 2.4 times less than that of the NPD approach (Figure 4a).

It was possible to achieve the calculation error of the current density in the Region II,
711, of less than 1% by increasing the number of elements in this region only for the NPD
approach (starting from 7n;; = 300 and more), Figure 4c. For the considered concentration of
the solution, ¢y = 10 mol/m3, the order of the calculation error of the current density in
the Region Il based on the NPP approach was 103% (therefore, these data are not shown
in Figure 4c); only for small concentrations (co < 0.01 mol/m?) can an acceptable error be
obtained. To overcome this problem of the NPP approach, a numerical-analytical method
was proposed in [25], according to which the solution is obtained by a combination of the
numerical solution in the electrically neutral region and extended SCR, with the analytical
solution in the quasi-equilibrium EDL.

In the NPP approach, the boundary condition (15), which determines the galvanody-
namic mode, is set at the outer edge of the diffusion layer (x = 0), on which the current
density is calculated with high accuracy (Figure 3). Therefore, despite the low accuracy of
the current density calculation in the NPP approach at the solution/membrane interface
(x = 3), the ChPs calculated based on the NPP and NPD approaches practically coincide
(the difference is less than 0.27%). However, for the problem of describing mass transfer in
a desalination channel for the galvanodynamic mode, the described problem of the NPP
approach limits its direct application to only the range of low electrolyte concentrations [45].
This is due to the fact that, in this case, both boundaries of the region under consideration
are solution/membrane boundaries: on one side with the AEM, on the other side with
the CEM.
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Figure 4. (a) Time taken to calculate the model for f from 0 to 100 s; (b) calculation error in the region
I (main part of the diffusion layer), r1; (c) calculation error in the second region, rj7. The results of
calculations using NPP (red markers) and NPD (black markers) approaches are shown. nj, nj are
the number of elements in regions I and II, respectively.

3. Ion Transport in the Section of the Desalination Channel
3.1. Mathematical Model

The high accuracy of calculation at the solution/membrane interface of the NPD
approach makes it possible to solve the problem of describing the ion transport in the
desalination channel under the direct current for the values of electrolyte concentrations
used in experimental studies. The model for the section of the desalination channel differs
from the model for the diffusion layer in the following elements:

e  The geometry of the model is the segment with the length equal to the intermembrane
distance, H;

e  Near the solution/AEM boundary (x = 0), the 100Lp -thick region with a linearly
increasing size of computational mesh elements (the number of elements is set to
400 and the ratio of the length of the first element to the last one is equal to 1000), is
selected;
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e  The boundary conditions at x = 0 are replaced by the conditions:
ac1 F a(p - T1 A.
( Dy o RT21D1C1 Y ) (0, i’) = Fzy l(t), (21)
c2(0,t) = Nuco (22)

(a)

¢y, €, mol/m?

10

where T 4 is the effective transfer number of cations in the AEM (taken as Ty 4 = 0.972);
N, is the ratio of the anion concentration at the solution/AEM interface to its value in
the bulk solution (taken as N, = 1).

3.2. System Parameters

Calculations for the section of the desalination channel were performed with the
system parameters given in Section 2.2.

3.3. Results and Discussion

Figure 5 shows the concentration profiles (Figure 5a) and the charge density distribu-
tion (Figure 5b) for the section of the desalination channel with the quiescent electrolyte
solution under the action of direct current at f = 0.50, ..., 250, 268 s. Att =268.15 s, the ion
concentration is completely depleted, which coincides with the analytical estimate of this
time, 1, obtained in [45]:

o z1Feoh
P — Tha — Tac)

(23)

(b)

W Nl

o
£
@)
Q 0 -
2 0.4 0.6 0.8 1
200
-400 -
A t
- ’ - ! 600 -
0.2 0.4 06 0.8 1
x/H x/H

Figure 5. (a) Concentration profiles of cations, c1, (solid lines) and anions, c;, (dashed lines) in the
section of the desalination channel; (b) distribution of the space charge density, p. The results of
calculation using the NPD approach att =0, 50, ... , 250, 268 s are shown.

4. Conclusions

New mathematical models of the ion transport in the diluted diffusion layer near
the surface of the ion-exchange membrane and in the section of the desalination channel
between AEM and CEM under the passage of direct current are constructed, based on the
NPD equations. These models make it possible to describe the violation of the electrical
neutrality of the solution and the formation of the extended SCR under the action of
an overlimiting direct current. The solutions obtained on the basis of NPD are in good
agreement with the analytical estimates of the transition time for the diffusion layer and the
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time of complete desalting of the quiescent electrolyte solution in the desalination channel
formed between the AEM and the CEM.

The comparison of the new approach to modelling the direct current mode based on
the NPD equations with the previously described approach based on the NPP equations is
made. It is shown that, although the calculation time of the NPD approach is longer than
of the NPP, it is characterized by a smaller calculation error.

For a more accurate description of ChPs in systems with ion-exchange membranes,
the proposed 1D modelling should be extended to a 2D description with the addition of the
Navier-Stokes equations, where the effect of the electric force on the electric charge is taken
into account. The development of the proposed approach for multi-species systems, which
will be processed in real-world systems with ion-exchange membranes, is also planned in
the subsequent work.
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