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ARTICLE INFO ABSTRACT

Keywords: Reverse electrodialysis of saline solutions (RED) is a renewable energy technology with large potential. Key
Thermodynamics components in the system are the ion exchange membranes. This work evaluates the efficiency of commercially
Membrane available anion and cation selective membranes for RED. Their efficiency is often described with the apparent
Transport transport number for the ion in question, and this number depends on the salt concentration. It is known since
ﬁ;g:eleﬁmry long that the water transference coefficient contributes to the apparent transport number, but much of the
RED recent literature on RED takes the permselectivity as defined by the apparent transport number as a direct

Salt measure of the membrane selectivity. The purpose of this paper is to clarify that situation with new data on
Fumasep membranes. Concentration cell potentials were measured for anion- and cation exchange membranes
from Fumasep (FAD and FKS, respectively, Fumatech, Germany) in the temperature range 12 — 45°C in salt
solutions relevant for reverse electrodialysis. The results show that the anion exchange membrane is a perfectly
selective ion exchange membrane, and has a water transference coefficient of —6 + 1. The cation selective
membrane has a cation transport number of 0.93 and a water transference coefficient of 8 + 7. We suggest that
the developers of membranes should pay more attention to the water transference coefficient. To enhance the
performance of ion selective membranes and RED, it is beneficial to have water transference coefficients as close

Ion selective

to zero as possible.

1. Introduction

The Gibbs energy of mixing of seawater and freshwater can be
converted into electrical energy in several ways [1-3], including in
reverse electrodialysis (RED) [4—6]. This promising renewable energy
technology is at focus here. The key components in the RED system are
the ion exchange membranes (IEMs). IEMs are also widely used for
separation purposes, including microfiltration [7,8], nanofiltration [9],
reverse osmosis [8], evaporation [10] and separation from gas or
liquid-phases [11,12]. Ion exchange membranes are also applied to
waste water treatment in electrodialysis cells. Electrodialysis is a
practical and most important technology for the treatment of unusable
water; it is in general used for demineralization of solutions in a wide
variety of industrial fluids encountered in the food industry [13—-15],
and in pharmaceutical industries [16]. It is therefore important for
several reasons to have a precise understanding of the coupled
transport processes that take place in the IEMs, in particular of how
the ion and water transports interact. This work evaluates interaction
in commercially available anion- and cation exchange membranes, for
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application in reverse electrodialysis. In this context, their permselec-
tivity is described with the apparent transport number, defined as the
ratio between the measurable electromotive force (Emf) over the
membrane and the ideal electric potential, which is the maximum
achievable value [17]. When the apparent transport number is unity,
the membrane has been said to be perfectly permselective.
Alternatively, when the apparent transport number is below unity, it
has been understood that the IEM is not perfectly selective to one ion,
but allows more ions to pass.

It is well established experimentally that the water transference
coefficient of a membrane decreases with increasing salt content in the
solution [18-24], and that water transfer constitutes a major part of
electroosmosis [24—27]. According to the literature [28], there is also a
small temperature variation in these numbers. Values for the cation
transport number in a cation exchange membrane, 7y, is close to
unity; 0.95 (Nafion 120) [29], 0.97-0.99 (MF-4SK) [30], 0.89 (FKD-
Fumasep), 0.99 (CMX-Neosepta) [31,32], where the transport number
in an anion exchange membrane is close to zero; 0.140 (FAD-
Fumasep), 0.09 (AMX-Neosepta) [31,32]. The water transference
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coefficient, t,,, has a different sign in cation- and anion exchange
membranes. For cation exchange membranes, reported values of t,,,
vary from 6.9 to 9.6 for Na" salt solutions [26,33]. The membrane in the
H-form (the fuel cell membrane) has an exceptionally high water
content, but a low water transference coefficient (t,,,=2.6) [34—36]. The
sign variation can be explained by a water transport which follows the
main conducting ion. Protons are unable to carry much water along.
The ion transport promotes simultaneous water transport in two ways.
In the first place, there is an electrostatic drag on the water dipoles by
the ion, which increases with increasing field strength. This effect is
therefore larger for cations than for anions. The second effect is more of
a bulk effect; clusters of water can be “pushed” along the membrane
channel, forced by the ion transport [37]. Also this effect is larger for
smaller ions. The transference coefficient is therefore not the same as
the waters of hydration around the ion. Anion exchange membranes
have accordingly relatively smaller values of t,,,.

Direct measurement of the water transference coefficient is difficult,
and is probably most accurately performed by using the streaming
potential technique [38]. Few experimental values for t,,, have been
reported for anion exchange membranes. These observations are
extended experimentally in this work. Emf measurements are done
in the temperature range 12 — 45°C with Fumasep anion- and cation
exchange membranes and electrolyte solutions varying in concentra-
tion between 2 and 30 g dm™3 NaCl (similar to fresh- and seawater).
Fumasep membranes have good electrochemical properties in terms of
low membrane resistance and high selectivity [39], so they are good
candidates for RED. It is perceived that imperfect membranes, having
an apparent transport number different from unity, allows to some
small degree a transport of the counter-ion. We shall see that this may
not be the case.

Using a simple assumption about the concentration dependence of
the various contributions to the apparent transport number, we shall
see that it is possible to decompose the data to obtain information
about the water transport, in addition to the ion transport. The theory
of non-equilibrium thermodynamics is essential in this respect. Using
this, we find that a membrane may appear not to have a supreme
selectivity, while the deviation from an ideal selective membrane is
caused by the transfer of water and not of any counter-ion. This leads
us to suggest that membrane manufacturers and users should pay more
attention to water transference coefficients. In the future, the perfor-
mance of ion selective membranes can be enhanced by developing
membranes that have water transference coefficients as close to zero as
possible.

2. Theory

The electrochemical cell we consider in this work is, with standard
notation:

Ag(s)|AgCl(s) [NaCl(Cnact.) IMEM|NaCl(Cnacr, i) |AZCL(s) |Ag(s)

Here, MEM is a cation or anion exchange membrane. The purpose is
now to find a more explicit expression for the permselectivity a of the
membranes as a function of the salt molality, mg, where the perms-
electivity, a, is defined as the ratio of the electrical potential difference
E at open circuit conditions (the Emf), to the ideal potential difference,

Eiqear:
a = £
Eideal (1)

The ideal potential difference is taken as the maximum value obtain-
able from the difference in the chemical potential of the salt across the
membrane, Ay,:

Apg
F

Eigea = —

e

Here, F is Faraday's constant. An expression for E can be found from
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the force-flux equations defined in irreversible thermodynamics
[40,41]:

Ol ou,, o
Jy = =L . Ly, ~ Lypy—
‘ “dr T " ae - ax ®3)
ou ou,, op
Jw = _LWS—S wa - — Lw -
dx dx ? dx 4
Ol o, op
=-L L - L Y — Lyp——
J » dx o dx " dx (5)

Here, L;; are Onsager coefficients, u is the chemical potential of the
salt, u,,, is the chemical potential of water, ¢ is the electric potential,
and j is the electric current density. The subscripts s, w and ¢ refer to
salt, water and current respectively. We have considered transport in
the x-direction only, i.e. the direction perpendicular to the membrane
surface. In order to find the apparent transport number, #, we solve the
last equation for the gradient in electric potential with the condition,
j=0:

(d_cﬁ) _ _Lesdu _ Lpwdp,
dx j=0 LfMl dx LfM’ dx (6)
The transport number for the salt is defined as:
L
t,=F —&
Ly (7)

In the present cell with Ag|AgCl-electrodes, ¢ is equal to the transport
number of Na" or one minus the transport number of CI™:

I

)

This identification depends on the electrodes and applies to cation as
well as anion exchange membranes. A perfect cation exchange mem-
brane has t;=1, while a perfect anion exchange membrane has t;=0.
Similarly, the transference coefficient of water is defined as:

=it =1 -t

L W
ty = Fl

Lyg 9

The transference coefficient measures how many moles of a component
that is transported through the membrane from left to right per mole of
electrons that are transferred between the electrodes in the external
circuit. We introduce the definitions of the transference coefficients
into Eq. (6):

dp _ _tdu
dx F dx

b, du,
F dx

(10)

where the chemical potential y5 of an electrolyte (NaCl) in a solution is:

0 My
.=’ + 2RT In| —=
mh ( m ) (11
Here, 10 is the standard chemical potential for salt (a solution of 1
molal), R=8.314 J/(mol K) is the universal gas constant, mg is the
concentration of NaCl in mol/kg water and ys is the dimensionless
activity coefficient of the salt. Eq. (11) gives that:

ay.
du, = 2R7| L + i(—y] dm,
my 7, \ Om

(12)

In the following, we omit the last term on the right hand side of Eq.
(12) since we find numerically that m;'s>y '(dy/om;) in the range
considered. Moreover, the Gibbs-Duhem equation relates the chemical
potential of water to the chemical potential of the salt:

m
du, = ——d
iy m, s (13)
where m,,, is the molality of water, which is the mole number of water
in 1kg equal to 1/M,, where M,, is the molar mass,
M, = 18.015 x 103 kg/mol. The molality of water is expressed by



A. Zlotorowicz et al.

ns/b,,, where ng is the mole number and b,,, is the weight of water. We
introduce these expressions into Eq. (10) and obtain:
dp _  2RT

T(ts - thwms)

d Inmy

dx

a4

where the following quantity has, in the literature, been referred to as
the apparent transport number:

t = ty — t,M,,my (15)

We do not know these properties as functions of the membrane
composition. But rather than integrating across the membrane, we
can integrate over salt solutions that are at local equilibrium in the
membrane at any position, x. This is a valid assumption, first proposed
by Scatchard and tested by others [23,42,43], which allows us to use
Gibbs-Duhem's equation. The electrodes on the two sides are the same
(Ag(s)|AgCl(s)), and do not have any net contribution to the cell
potential at isothermal, isobaric conditions. The only contribution
comes therefore from the membrane itself.

The measurable electrical potential across the membrane is found
by integrating Eq. (10) from one side of the membrane to the other,
where the salt molalities at each side are denoted m; and m,
respectively.

2
E:/ (d—‘”) dx
1 \dx ),

(16)
z—ml " (L - thw)dmx
F mi myg (17)
=_2R;T(tx lnﬂ - thw(mZ - ml))
m (18)

We next consider a case where Am =m, —m; is so small that
In(my/my) ~ Am/m;. We then obtain:

= Ml M, t,Am — tiA_m
F m

E
19

Eq. (19) states that for experiments with a small difference in molality
between the two sides of the membrane, the quantity ZR';FA - should be
linear in 1/mg, my > m;, where the extrapolation to m; = 0 gives M, 1,
and the slope gives —z,. We shall use Eq. (19) to analyze the measured
values of E. The expression for the ideal potential difference is:

#yOm) = uGm) - 2RT | my
_AR) TR

Eigeal = 7 F

(20

m
Using Egs. (18) and (20), we can define the permselectivity of the
membrane as a function of salt molality:

E

Eigeal

my; — m

a= =t — twM,

In(my/my) (21)

The permselectivity, a is a function of the salt molality at the two sides
of the membrane as well as t; and t,,,. In the case of a small difference
in salt molality across the membrane, we obtain:

=>a(m;) = t; — M, t,,m (22)

which shows that the permselectivity is equal to the apparent transport
number (see Eq. (15)) when |Am| is small. Thus, in the remaining part
of this work, we shall use the the concepts of permselectivity and
apparent transfer number interchangeably. The sign of t,,, is positive
(cation exchange membranes) or negative (anion exchange mem-
branes), depending on the direction water is taken along with the
charge carrying species.

Fig. 1 shows how a depends on m; and m,, using Eq. (21) for
my # my. The transport numbers of the sodium ion and water are set to
the constant values, 1 and 10, respectively. In this perfect cation
exchange membrane, the permselectivity varies from 1 to 0.92 (high
Am and my. This is a substantial reduction, and means that the
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Fig. 1. The permselectivity as a function of molalities surrounding a cation exchange
membrane, shown in color codes, given ts=1 and t,,=10. The permselectivity decreases
with increasing molality and increasing molality differences.

permselectivity must be understood, not only by the ion transport,
but also by the water transport.

The permselectivity in Fig. 1 increases with decreasing concentra-
tion of either solution. If the highest concentration is kept constant, an
increased concentration difference would give an increased permselec-
tivity. A typical such variation for a cation exchange membrane is
shown in Fig. 2.

In Fig. 2, the permselectivity is increasing in value as a function of
the concentration difference used, from 0.91 with a small difference, to
about 0.98 -0.99 with a difference of approximately 0.5 mol/kg, even
though the cation exchange membrane has been assumed to be
perfectly selective. Since we have set t;=1 in the calculations in
Figs. 1 and 2, the reason for the discrepancy between ¢ ~ @ and tg
originates from the term containing t,,,.

The contribution from the water to the permselectivity has a
physical explanation as follows. The controlled movement of salt down
its gradient in chemical potential, creates electric energy. But this
movement is accompanied by an unavoidable movement of water to a
higher chemical potential for water. The last process consumes work or
Gibbs energy, and reduces the net work output. The effect of the water
transfer increases with increasing difference in chemical potential of

0.98

0.96

0.94

0.92

0.9 ‘ : :
0 0.1 0.2 0.3
[A m | [mol/kg]

Fig. 2. The permselectivity of a cation exchange membrane as a function of concentra-
tion difference across the membrane, for t,=1.0 and t,,,=10. One of the concentrations is
kept at 0.5 mol/kg.

0.4 0.5
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salts or water between the two sides of the membrane, as seen in Fig. 2. Table 1
The measured potential E as a function of theconcentrations of the sodium chloride at

. 25.0 + 0.1°C forthe cation exchange membrane Fumasep, FKD-PET-75 reinforced.
3. Experimental part

my my Eemy
3.1. Membranes and electrodes preparation [mol/kg] [mol/kg] v1
. 0.0999 0.1129 -0.00569
The membranes were acquired from Fuma-Tech GmbH (Germany). 0.1001 0.0873 0.00658
The anion exchange membrane was Fumasep, FAD-PET-75 reinforced 0.1001 0.0873 0.00628
and the cation exchange membrane was Fumasep, FKD-PET-75 0.1001 0.0873 0.00631
reinforced. The thickness of the membrane was 0.10 mm. The mem-
b heet t into circles of 5 in diameter. but the effecti 0.1700 0.1760 -0.0014
rane sheet was cut into circles of 5 cm in diameter, but the ezec ive 0.1700 0.1760 -0.0014
area of the membrane under the investigation was 9.6 cm“. The 0.1700 0.1760 ~0.0014
membranes were kept in a glass beaker of soaking solutions of NaCl 0.1700 0.1660 0.0014
(AnalR Normaput, VWR Chemicals Prolabo, Switzerland). The soaking gi;gg giggg g‘ggij
solutions with the membranes were kept at 21 + 0.3°C, and the solution ’ ; ;
was replaced twice during a period of 48h to ensure that the 0.2000 0.2155 ~0.00319
membrane was in equilibrium with the solution. The solutions with 0.2000 0.2155 -0.00321
the membranes were kept in a water bath (at 25.0 + 0.1°C) during the 0.2000 0.2155 -0.00319
experiment. Silver-silver chloride electrodes were prepared, using 02001 0.1848 0.00365
. . . . 0.2001 0.1848 0.00364
platinum metal wire as a basis. On the platinum metal, a layer of
silver was electro-deposited and chloridized by anodizing it in a dilute 0.3000 0.2600 0.00730
solution of a chloride salt. The procedure of preparing electrodes was 0.3000 0.2600 0.00710
taken from Ives and Janz [44]. Deconex 11 Universal (Borer Chemie) 0.3000 0.2600 0.00740
was used as cleaning agent instead of chromic acid.
m; my Eemy
. [mol/kg] [mol/kg] Y
3.2. Experimental set-up
0.3000 0.2859 0.00218
The experimental set-up consisted of two glass flasks separated by 0.3000 0.2859 0.00224
the membrane under the investigation (see Fig. 3). In order to avoid g'gggg 8'3223 g‘ggggg
that diffusion alters the concentrations in the flasks, the experiment 0.3000 0.3166 -0.00234
was done with stacks of membranes, following the procedure presented 0.3000 0.3166 -0.00250
by Ottoy et al. [36]. Sixteen membranes were soaked in two solutions 0.3000 0.3600 -0.00830
for 48 h, half of the membranes in one and the other half in the other. 0.3000 0.3600 -0.00840
The membranes were taken directly from the storing solutions 0-3000 0-3600 ~0.00780
cmbr w irectly ! mng solutions. 0.3900 0.3800 0.00140
Magnetic stirrers were used to avoid concentration polarization near 0.3900 0.3800 0.00150
the membranes. The experimental set-up was put in a water bath at 0.3900 0.4100 -0.00130
temperature 25.0 + 0.1°C. The concentration potential across the 0.3900 0.4100 =-0.00140
mem‘prane, E, was measured with Ag(s)|AgCl(s) electrodes after 30.— 0.4000 04109 0.00124
45 min, when steady state was reached. Before and after each experi- 0.4000 0.4109 ~0.00120
0.4000 0.4109 -0.00121
0.4000 0.3861 0.00183
I Il 0.4000 0.3861 0.00155
0.4000 0.3850 0.00189
0.4000 0.3850 0.00173
— | | B
>¥:—W '—:vﬁf my my Eern_f
[mol/kg] [mol/kg]
0.5000 0.4500 0.00460
0.5001 0.4500 0.00150
0.5001 0.4792 0.00163
0.5001 0.4792 0.00172
0.5000 0.4797 0.00180
0.5001 0.4800 0.00180
0.5001 0.4800 0.0020
0.5001 0.5133 -0.00148
0.5001 0.5133 -0.00125
0.5000 0.5300 -0.00250
0.5000 0.5300 -0.00210
( 0.5000 0.5300 -0.00217
‘ 0.6001 0.5852 0.00109
‘ = 0.6000 0.5852 0.00092
0.6001 0.5852 0.00124
0.6000 0.6160 -0.00127
0.6000 0.6160 -0.00120
0.6000 0.6160 —-0.00134

Fig. 3. Experimental set-up. The cell consists of two glass flasks connected by a
membrane stack. The electrodes were Ag|AgCl electrodes. The cell was placed in a water
bath.
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ment, the bias potential was determined. If the bias was more than
0.025 mV, the electrodes were refreshed. The concentrations of the
solutions used for anion- and cation- exchange membranes are shown
in Table 1. We used eight different salt concentration combinations.
Each experiment was repeated more than 3 times.

3.3. Data reduction

The permselectivity characterizes a heterogeneous system, a mem-
brane and its two adjacent solutions. Its value is therefore a function of
the two salt molalities, m; and m,. This concentration dependency was
investigated by the series of Emf measurements listed in Table 1 for
cation exchange membranes. The permselectivity was calculated from
the parameters in Table 1, using multiple linear regression (see Section
4). From the measurements, we used Eq. (19) to analyze the results to
obtain t,,, and ts, and we calculated the permselectivity from Eq. (21).

4. Results and discussion
4.1. Cation and anion exchange membranes with water transport

The most accurate measurements were performed at 25.0°C. These
results, presented in Table 1, were analyzed according to the procedure
described in Section 3.3. By using the theoretical foundation elaborated
in Section 2, we could extract information about both the ion transport
number as well as the water transference coefficient. In Fig. 4, we have
plotted zERe;”Z ; as a function of 1/m;. Using the slope and interception
with the y-axis of the linear trend presented in Fig. 4, we used Eq. (19)
to obtain 7y,+ = 0.93 + 0.03, and t,,,=8 + 7. In comparison, the cation
exchange membrane Nafion 120 has ts=0.95 [29]. All membranes of
the type MF-4SK (7, = 0.97 — 0.99) can be used in reverse electrodia-
lysis [30]. The membrane CMX from Neosepta has a similar value
(ts=0.99) [31,32]. The membrane type FKD Fumasep from Fumatech
data on the other hand, has a significantly lower value of t3=0.89. The
water transference coefficient we obtained in this work (t,,,=8) is within
the range of the data collected by Lakshminarayanaiah and Okada
(t,,=6.9-9.6) [26,33]. Hence, the transport number for sodium and the
water transference coefficient we present in this work agree well with
previous results reported in the literature.

From non-equilibrium thermodynamics [45], it is known that the
conductivities (L's in Section 2) can have a significant temperature
dependence. However, since the transport numbers represent a ratio of

0 T T T T T T T T T T T T
2 | .
5 L |
E 4t -
~
o
2 L |
—~~ _6 - -
5
S L |
x -8 .
2
= L |
Ty
w 10t .
12+ i
L 1 L 1 " 1 L 1 " 1 I 1
0 2 4 6 8 10 12

m,” [kg/mol]

Fig. 4. The value of EF/(2RTAm) versus 1/m; for the cation exchange membrane at
25.0 + 0.1°C. The solid line represents the linear fit and the dashed lines give the 95 %
confidence interval.
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-8

-10

EF/(2RTAm) [kg/mol]

12

14

6 10

m, " [kg/mol]

Fig. 5. The value of EF/(2RTAm) versus 1/m; for the cation exchange membrane for the
temperature range 12.0 — 45.0 + 0.1°C. The open triangles represent the data at
12 + 0.1°C, the solid stars represent the data at 25 + 0.1°C and the bold squares represent
the data at 45 + 0.1°C. The solid line represents a linear fit and the dashed lines give the
95 % confidence interval.

conductivities, (see Egs. (7) and (9)), they should not depend much on
the temperature. To confirm this, we also performed experiments at
12°C and 45°C. In Fig. 5, we have plotted all results obtained within the
temperature range (12.0 — 45.0) + 0.1°C in the same figure. The figure
shows that no statistically significant temperature dependence of the
transport numbers could be extracted from the measurements. Within
the experimental accuracy, the data presented in Fig. 5 gives the same
transport numbers as the data at 25 + 0.1°C.

This result is reasonable, and in agreement with literature data for
ion exchange membranes. At the salt concentrations in question
(m ~ 0.1 — 0.6 mol/kg), the membrane is not perfectly selective. Water
transference coefficients of around 10 are typical for monovalent ions
[28,33,41]. Evidently, a small variation in the slope can alter the result
for t,, much. It was therefore interesting to impose the condition ts=1
in all plots. For the cation exchange membrane, this gave ,, ~ 30 for all
three temperatures. This number is unrealistically high, supporting the
idea that the cation exchange membrane of Fumasep is neither
perfectly selective, nor excluding electro-osmosis.

For the anion exchange membrane from Fumasep, the experimen-
tal data plotted fin Fig. 6 gave 1y, = 0.002 + 0.01, and a negative
transference coefficient for water: ¢, = —6 + 1. A negative value for t,,,
is expected, when the charge is carried by the chloride ion. A small
participation of the sodium ion in the charge transport is also likely to
occur. A linear slope with a 95 % confidence interval is shown in the
figure. In the literature, small but positive transport numbers have
been reported for anion exchange membranes; 0.140 (FAD-Fumasep),
0.09 (AMX-Neosepta) [31,32].

Much care was taken in the experimental routine to avoid con-
centration polarization. Solutions were stirred at constant speed. The
use of a stack of membranes [36], also prevents diffusion and therefore
the chemical potential in the two solutions to change over the time
course of the experiment. The uncertainty in the results, in particular
for the transference coefficient of water, is nevertheless significant, as it
is computed from an intercept of the plot of the curve with the y-axis.
Other measuring techniques to measure the transference coefficients
are available and has been used. In the streaming potential method
[33,38,46] one can use electrolytes with the same composition, but at
different pressures. These measurements give the combination
tV; + t,,V,,, where V; is the partial molar volume of i=s,w. To separate
ts from t,, in the experiment, however, is still challenging. The
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000 T
0.02 |-
-0.04 |
006 |
-0.08 I

-0.10 |+

-0.12 -

EFI/(2RTAM) [kg/mol]
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Fig. 6. The value of EF/2RTAm versus 1/m; for the anion exchange membrane at
25.0 + 0.1°C. The solid line represents the linear fit, and the dashed lines give the 95 %
confidence interval.

determination of tg by the Hittorf method is also hampered by the
difficulty in extrapolating to the limit of zero polarization.

4.2. The permselectivity concept in RED

We have seen above, that only the apparent transport number, ¢/, is
directly available from the experimental results with a reasonable
accuracy (a few per cent). But the concentration dependence of ¢,
allows us to separate between the contributions from the ions and from
water. In the decomposition performed in Figs. 4—-6, we assume that
the transport numbers are constant, and that the concentration
difference across the membrane is small. The first assumption might
not be entirely true for the concentration interval investigated, and may
in part account for the uncertainty in the obtained transport numbers.
Most of the uncertainty derives from the regression analysis of the plots
in Figs. 4-6, and the case of the anion membrane, from the small value
of the measured potential.

The variation in the plots in Figs. 4—6 show, nevertheless, that the
trends explained in Figs. 1 and 2 are likely for membranes relevant for
RED. A value of t,,,=10 is reasonable for many monovalent cations. A
value of a # 1 can thus be explained, not only by water transport, but
also the concentration, at which this water transport takes place. The
value of t,,, can easily double for divalent cations [41], leading to an
even larger deviation. Clearly, the concept of permselectivity, as it is
now used in the literature about RED [6,47] needs to be further
specified. We propose that the permselectivity should be replaced by
the two variables ts and t,,,, which have more definite meanings, can be
better related to the transport mechanism, and to membrane proper-
ties.

This could be used to resolve disputes in the literature. It has for
instance been argued that the transport number of an ion (ts) in a
membrane depends on the concentration of the receiving solution only
[48]. This may be true, in the situation that the receiving side decides
the composition in the membrane (for thin membranes with back
diffusion). In this experiment, however, it is not true, as illustrated in
Figs. 1 and 2. Fig. 2 shows that not only the receiving side decides the
value of the apparent transport number. It might be true under cell
operating conditions [49]. A distinction between the two situations
seems essential.

5. Conclusions and perspectives

The permselectivity as defined by the apparent transport number
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has been used to characterize the selectivity of ion exchange mem-
branes. We have seen in this work that the concept lacks precision and
can benefit from a more explicit formulation obtained from non-
equilibrium thermodynamics. The explicit formulation uses not only
the ion transport number, but also the water transference coefficient.
This is useful in the evaluation of membranes relevant for reverse
electrodialysis, where it is important to understand the difference
between ion and water transport properties.

The expression obtained from nonequilibrium thermodynamics was
used to determine the salt and water transfer coefficients in Fumasep
membranes. For the cation exchange membrane, the sodium transport
number was 0.93, and the water transference coefficient equal to 8. For
the anion exchange membrane the sodium transport number was zero
within the accuracy of the experiments, while the water transference
coefficient was negative. Water and salt transference coefficients
contribute both to the permselectivity, and knowledge of both is
required to give advice on membrane development. We propose that
membrane producers should pay more attention to the water transport
properties of the membrane. In the future, the performance of ion
selective membranes can be enhanced by developing membranes that
have small water transference coefficients. This would benefit the
power production in saline power plants. The unit cell of such plants
consists of a cation exchange membrane (superscript C) and an anion
exchange membrane (superscript A). The membranes are bounding a
common weak electrolyte solution, e, while brine is used on the two
outer sides, o. The cell potential of such a unit cell, with chloride
reversible electrodes, is given by the integral:

e

EF == [0S = iy, - ! = 1)dw, ) ©3)
where the first term on the right hand side has its maximum value
when € = 1, and 7 = 0. The last term will always reduce the cell unit
potential, E, because water is transported against its chemical poten-
tial. The difference ¢! — ¢ is negative, because 7/} < 0 and z$ > 0. The
difference is therefore small for small transference coefficients. Such
values could possible be achieved by designing membranes with a
hydrophobic interior or with hydrophobic surfaces.
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