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in Bipolar Membrane Water Electrolysis

Oskar Weiland, ® Patrick Trinke,”
Rauschenbach

Boris Bensmann, ® and Richard Hanke-

Electrical Energy Storage Systems, Leibniz Universitidt Hannover, 30167 Hannover, Germany

This work analyses the water transport and ionic losses in bipolar membranes at water electrolysis cells conditions. In common
bipolar setups, water is split at the bipolar interface between the anion exchange membrane (AEM) and the cation exchange
membrane (CEM). Accordingly, ions (protons and hydroxide ions) are transported to the electrodes, carrying the water out of both
membranes via electro-osmotic drag. These outfluxes plus the required water amount for the splitting process have to be
compensated by water diffusion towards the bipolar interface. The effect of water transport on the polarisation behaviour is
additionally shown. Mayerhofer et al. [ACS Appl. Energy Mater., 3, 9635 (2020)] and Oener et al.[ACS Energy Lett., 6, 1 (2021)]
decreased polarization losses and increased the current density range by reducing either the AEM or the CEM thickness,
respectively. Our model validates these improvements by calculating the limiting current density caused by dehydration of the
membranes. Further analysis shows that thinner AEM thicknesses decrease membrane voltage losses more than thinner CEM due
to lower ionic conductivities and faster dehydration of AEMs. Thin CEMs on the other hand, are more efficient at increasing the
limiting current density.
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Focus of this study is a model-based investigation of water
transport in Bipolar Membrane Water Electrolysis (BPMWE).
Research interest in BPMWE for hydrogen production has increased
recently. Firstly, it is possible to omit the expensive and rare iridium
catalyst on the anode, which is widely used in Cation Exchange
Membrane (CEM) electrolyzers. Secondly, expensive titanium can
be replaced for the bipolar plate and porous transport layer in
BPMWE because of a less corrosive alkaline environment at the
anode.'

For both fuel cell and electrolysis mode with BPMs, two
theoretical configurations are possible, as it can be seen in Fig. 1.
The water splitting (WS) electrolysis in quadrant 1 is discussed here.
Kinetics for the oxygen evolution reaction are favorable in alkaline
environments whereas hydrogen evolution reactions are favorable in
acidic environments.>>

Experimental studies of BPMWE mostly demonstrated low
current density operation."** Only by significantly reducing the
thickness of either the AEM or the CEM within the sandwich higher
current densities could be achieved. Mayerhofer et al.® reduced the
AEM thickness to 3 um (CEM thickness remained at 51 ym) and
measured current densities up to 1.7 A cm™2. Even higher current
densities are reported by Oener et al.” for a thin CEM (2 um, with
AEM of 50 um) up to 4 A cm 2. Furthermore, both groups reported
significant lower cell voltages.

A model focusing on the electrochemical processes was pre-
sented by Wrubel et al.’ The results covered low current density
operation. Zhang et al.'® similarly presented a model, which was
evaluated for low current densities with a focus on polarization. Bui
et al.'' developed an ion transport model optimized for a longer
electrolyzer lifespan. In all available studies, only little attention has
been paid to the water management inside the BPM and a
fundamental explanation for the improvements with thin membranes
is still missing.

The objective of the present paper is a model-based explanation
for the improvements with thin membranes in BPMWE. A water
transport model is introduced for this purpose. In addition, a simple
electrochemical model covers the polarization behavior of the cell.
The results divide into three parts: First, model results are shown for
operation with equally thick AEM and CEM. Second, the

“E-mail: patrick.trinke @ifes.uni-hannover.de

experimental performance improvements of the literature with one
thin membrane are explained. Third, a wider membrane thickness
variation for AEM and CEM thickness is performed.

Model

The model presented here includes two separate sub-models: (i) a
one-dimensional through-plane water transport model within the
BPM, and (ii) a simple 0D electrochemical performance model that
also accounts the local ionic voltages losses for 1D ionic membrane
conductivities depending on membrane water content.

Water transport model.—Figure 2 displays the schematic struc-
ture of the water transport model. AEM and CEM face each other in
the middle at the bipolar interface (BPI). The variables j and k
discretize the AEM and CEM in the through-plane coordinate.
Liquid water feeds on both sides is assumed and thus that liquid
water is present at the outer BPM boundaries.

The relationship between water content and concentration is
defined in Eq. 1 according to Weber and Newman.'?

EW
dry
p
A= —m—M— 1
T Mo [1]
c 1z

Here, EW is the equivalent membrane weight of membrane, and
p%Y denotes the dry membrane density for the AEM and CEM

material, respectively. Values for EW and p%Y are taken from Peng
et al.'® Increasing water content linearly increases the membrane
volume as it can be seen on the right side of Eq. 1. There, My,o
denotes the molar water weight and the p; the liquid water density.
For better understanding, water content is depicted instead of water
concentration.

Water content gradients between the volumes are the driving
force for diffusional water fluxes. Since water flux towards the BPI
benefits the WS reaction at the BPI, fluxes are defined positively in
the direction to the BPI. Therefore, the drag flux directions are
defined as opposite to their expected physical flux direction, as H"
cations and OH™ anions migrate from the BPI to the outer
boundaries and drag water from the BPI to the outer BPM
boundaries.
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Figure 1. Possible fuel cell and electrolysis modes with BPMs: Water can
recombine or split at the BPI depending on the operation. The top
construction with an acidic hydrogen and alkaline oxygen side is favorable
for application because of favourable reaction kinetics for both fuel cell
(quadrant 1) and electrolysis (quadrant 2), whereas the bottom two
configurations are technically not relevant.® The reaction equations for all
possible configurations are listed in the Appendix (Table A-I).

Steady-state water balance conditions are assumed, as shown in
Eq. 2.
_dc

E - %(Ndiff + Ndrag) [2]

Diffusional flux N4 and electro-osmotic drag N¢ are linearly
superimposed.

Fick’s law is used here in Eq. 3 with concentration gradients
driving the diffusional water flux and the electro-osmotic dragged
water flux is calculated of Eq. 4. For consistency, the electro-osmotic
drag is defined opposite of the physical flux, whereas the diffusion
flux is defined positively to the physical flux, so that both fluxes are

defined positively into the BPIL.

dc
N = DAEM@AEM)E [3]
Nty = DM (i) % 4
dx
Ton it
NAEE cpv = —ndmeABMICEM (e bomn) 7OHF/H [5]

A
Diffusion coefficients DAEM/CEM (), o icem) for the AEM and
CEM depend on the water content as well as the drag coefficient
n’@e, The relationships for the diffusion coefficients DAEM/CEM apd
drag coefficients nd@&AEM/CEM are Jisted in the Appendix. Both
differ in alkaline and acidic media and thus in AEM and CEM.
Second order boundary conditions take effect in two regions, at
the BPI and at the outer BPM boundaries. At the BPI, the water
balance (Eq. 6) takes into account the water consumption (Eq. 6)
ogpr due to the water splitting reaction.
0= N/‘xh]g\/ll Ngglf\/ll Nggl‘\é/ll Nchl OBPI (6]
i
BRI = S (7]
The activity of anions and cations are assumed constantly
throughout the membrane because of the stationary end groups
(Egs. 8, 9).

BC — , BPI —
ags = agi' = const. [8]

BC BPI

agp- = dop- = const. [9]

The water activity, changes within the membrane. However, at
the BPI, the water activity of the AEM-equivalent and CEM-

: AEM ; BPI CEM —
J = MaEm j=1 k=1 k = negy
AAEM Aaem,j Aaem,j AcEM K AcEMk ﬂ?:lém
diff diff diff diff diff diff diff diff
Nagwm,j+1 NAEM,] ~ Npgwm,j+1 NAEMl NCEM,L NcEM k41 -~ NCEM,k; NcEM k41
Ndrag =N drag g Ndrag =Ndrag; :Ndrag ) Ndrag * Ndrag: Ndrag
AEM,j+1 AEM,j AEM,j+1 AEM,j| ""CEM,k CEM,k+1 CEM,k CEM,k+1
loH-  lon- Iy+ gt

Outer and Inner Boundary Conditions

) A22m= Aaem(aagm = 1)

1) A%8m= Acem(acem = 1) . .
Aiff diff rag rag

1) 0 = Nagm,1 + Négm1 + Npgms + NCEM 1

IV) @agm,BPI = GCEM,BPI

— OBpI

—x

BPI Water Splitting

2H,0 —» 20H™ + 2H*
OBPI =ﬁ

Figure 2. Structure of water transport model with AEM on the left, CEM on the right, and the BPI in between. Reaction equation, sink term, and the boundary
conditions (I)—(IV) are given in the boxes below, with (I) and (II) saturation at the outer membrane boundaries, (IIT) water balance at the BPI and IV) equal AEM
and CEM activity at the BPI. Note that water content is chosen for the figures, while the model calculation uses water concentration. The directions of diffusion
fluxes are defined positively in their physical direction into the BPI whereas the drag fluxes are defined positively into the BPI and opposite to the physical flux.
This is made because a positive flux into the BPI enables the water splitting reaction.
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equivalent are assumed equal (Eq. 10).
GAEM,BPI = CEM,BPI [10]

Since liquid water floods the outer BPM boundaries water
content is calculated with unity water activity for AEM
28em(axem = 1) and CEM A&y (acgm = 1).

The relationships of 4 and the activity a are presented in the
Appendix.

Electrochemical model.—A simple galvanostatic model with
uniform ion flux (Eq. 11) is utilized to demonstrate the electrical cell
behavior. The ion flux is

ion- = ig+ =i [11]

The cell voltage U, in Eq. 12 considers activation overpotentials
at the electrodes and the BPM as well as ionic voltage losses inside
the AEM and CEM.

Ueel = Urey + 11, + |1.| + 1y + AUsgm + AUcem [12]

The reversible cell voltage U, is calculated in Eq. 13 under
assumed isobar (pe; = 1 bar) and isothermal conditions
(Teen = 80 °C)"

Uy = 11795V [13]

Ohmic voltage losses need to be considered locally in Eq. 14. This is
due to the possible partly dehydration of the BPM and the water
dependent ionic conductivities within the BPM.

. Sk
AUxgm,jicEM A = I ! [14]

OAEM,j/CEM, k

The conductivities approaches capm jicemx = f(4) can be found

in the SI. Summing up the losses of every j and k yields the overall
ohmic losses of the AEM (Eq. 15) and CEM (Eq. 16), respectively.

AUrgm = 2 AUxgwm,j [15]

AUcem = ), AUckmk (16]

In the reaction zones, the anodic activation overpotential #,, the
cathodic activation overpotential 7., and the BPI water splitting
overpotential 7, increase the cell voltage.

Tafel kinetics are used both for anodic and cathodic activation
overpotential.'> The anodic activation overpotential in Eq. 17 in the
BPMWE correspond to those of AEM electrolysis,

n,=p- ln(.i) [17]

10,a

with 2 = 0.0189 V/dec at 80 °C and iy, = 0.37 A/m2.'%!7 At the
cathode, a CEMWE-similar reaction exists (Eq. 18).1

In| = f° 1n(.i) (18]

10,c

Here, . is 0.0304 V dec™" and i is 400 Am~2 at 80 °C."®
Whether the reaction at the BPI should be modelled with the
depletion layer theory or the neutral layer theory is currently subject
of scientific debate.'” Without taking a position in this debate, the
Butler-Vollmer approach of Peng et al.'® originated from Hurwitz et
al.>” is used here to account for voltage losses at the BPI (Eq. 19).

. . awsFrlwg (1 - aws)ans
— ws —_— —_ —_—_— 19
= (exp ( RT ) exp( RT [15]

Additional information about this approach is listed in the
Appendix.

Results

For a general understanding of water transport limitations in
BPMWE, the model is first evaluated at a fixed current density and
base case membrane thicknesses of dagym = 80 pm and 6cpy =
80 um. After these fixed current density results, findings for
operation under different current densities are shown.
Subsequently, model results with specifically reduced membrane
thicknesses of either AEM or CEM explain the previously obtained
improvements in the literature of Mayerhofer et al.® and Oener et al.”
The results section closes with findings for variable AEM and CEM
thicknesses.

Fixed current density.—Fixing the current density at
i =05 A/cm? yields the BPM water content shown in Fig. 3a.
Low water content appears close to the BPI in both AEM and CEM.
As the outer boundaries are saturated with liquid water, the highest
water content is found there. A nonlinear decrease is found in
between.

Reasons for this curve are water diffusion and electro-osmotic
drag curves as well as the BPI consumption due to the reaction as
shown in Fig. 3b. Generally, diffusional flux inside the CEM is
higher than in the AEM, while more water is dragged through the
AEM. Under these conditions, the total water transport to the BPI is
negative through the AEM and positive through the CEM.

As the ionic conductivities of the membranes depend on water
content, the curve of Fig. 2a directly determines the BPM con-
ductivity in Fig. 4a. The highest overall ionic conductivities exist
close to the outer BPM boundaries, whereas the highest local ionic
voltage losses are close to the BPI where the water content is the
lowest. The CEM is in general more conductive for H' ions than the
AEM for OH™. Using equally thick membranes therefore result in a
higher ionic voltage loss from the AEM, as shown in Fig. 4b.

Variable current density.—Water content inside the BPM
depends harshly on the applied current density, as it is shown in
Fig. 5a. With increasing current densities, more water is consumed at
the BPI and dragged towards the outer BPM boundaries. The
corresponding reduction of the BPMs water content triggers water
diffusion towards the BPI. The properties of the membranes
regarding water diffusion define the intensity of the diffusion flux.
The AEM reacts more harshly than the CEM. Above 1 Acm 2, a
water content plateau of a uniform A arises inside the AEM from the
BPI. Inside this plateau, a missing water content gradient hinders
diffusive water flux from the AEM to the BPI. As a result, electro-
osmotic drag by the OH™ ions is the one-way water transport
mechanism. Because of this dehydration inside the BPM, the cell
cannot be operated above the limiting current density. At this
limiting current density of 1.56 A cm™>, the diffusive water transport
through the CEM fails to feed the reaction and the negative drag
fluxes.

In Fig. 5b the water transport mechanisms into the BPI and the
BPI consumption of the reaction are shown. Adding up diffusive and
drag-driven flux yields the total flux for each membrane. In the
CEM, diffusion dominates water transport over the operating range
while drag dominates AEM transport mechanisms. Due to the high
drag flux, the AEM removes more water from the BPI than the water
splitting reaction at low current densities. At (I), AEM diffusion into
the BPI collapses already below 0.5 Acm™2 Reason is the
decreasing water content of the AEM (a) as well as the diffusion
and drag coefficient dependencies. Therefore, CEM diffusion mainly
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Figure 3. (a) Water Content inside the BPM. (b) Water fluxes inside the
BPM, high diffusion through CEM and high electro-osmotic drag through
AEM. Conditions: p = I bar, T = 80°C and i = 0.5 A cm 2,

feeds both drag fluxes and the water splitting reaction. It remains as
the only water feeding flux. At a current density of 0.79 A cm 2,
CEM diffusion flux has its maximum (II). This maximum results
from smaller diffusion transport coefficients at lower water content.
The same mechanism holds for AEM and CEM drag flux maxima.
These relations cause the opposing effect of decreasing diffusion and
decreasing drag at the same time, which offset each other up to the
limiting current density. Up to the limiting current density, CEM
diffusion remains as the only water transport mechanism. Due to the
absence of water, no drag fluxes can flow in both membranes and
due to the absence of a water content gradient, no diffusional
transport occurs from the AEM to the BPI. The diffusional transport
through the CEM does not cover the demand by drag and BPI
consumption and the limiting current density is reached in (III).

In Fig. 5c, a closer look is made to the BPI water content, which
can be extracted from Fig. 5a by plotting the AEM- and CEM-
equivalent water content points versus the current density. A

-80

80

X in pm

Figure 4. (a) Ionic conductivity decreases at low water content and
increases in CEM. (b) Lower AEM conductivity leads to higher voltage
losses on AEM side of BPM. Conditions: p = 1 bar, T = 80°C and i =
0.5Acm ™.

concave decrease of water content exists in both membranes. At
low current densities, the water content already decreases relatively
quick, which negatively affects the ionic membrane conductivities.

Considering the effects of dehydration on the migration of ions,
the breakdown of membrane voltage losses is shown in Fig. 6a. The
ionic voltage losses follow the shape of a concave increase for both
AEM and CEM. Lower AEM- than CEM-conductivity leads to the
higher absolute ionic losses of the AEM. As the decreases in water
content are higher for the AEM (cf. Fig. 4a), due to lower water
diffusion coefficients and higher drag coefficients of the AEM
material, losses within the AEM increase stronger at increasing
current densities.

With an increasing current density, the growing increase of the
ionic losses are also reflected in the cell voltage, as shown in Fig. 6b.
The grey region represents the impact of the total ionic losses
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Figure 6. (a) Lower ionic conductivity of the AEM in combination with
lower water content leads to higher voltage losses for the AEM compared to
the CEM side. (b) The total ionic losses AUBPM that originate from the
insufficient water transport are the main reasons of the increasing cell
voltage. Especially at higher current densities, close to the limiting current
density, the drastic effect can be seen. Conditions: p = 1 bar, T = 80 °C.

highlighting the impact on the cell voltage. The polarisation curve
can be divided into three regions: First, at low current densities,
activation overpotentials mainly causes the cell voltage increases.
Second, between 0.1 and 0.4 Acm™'? the polarisation curve is
nearly linear. Finally, strongly increasing ionic voltage losses, due to
an insufficient water management, determine the scope of the
polarisation curve up to the limiting current density.

Thin membranes.—A mitigation strategy against the previously
discussed membrane dehydration and the corresponding high cell
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voltages is discussed in this section. For this purpose, the above-
discussed base case with two equally thick membranes (80 pm each)
is extended by two extreme configurations. In these configurations,
the membrane thickness of either the AEM or the CEM is decreased
to 3 um because of better comparison with the experimental results
of Mayerhofer et al.° and 5 um, respectively, while the other
membrane remains 80 pm thick.

In Fig. 7 the water content in the membranes is plotted over a
dimensionless (-coordinate at a fixed current density of 0.5 A cm ™.
This dimensionless coordinate helps comparing the three cases, as
the membrane thicknesses differ. Compared to the base case, using a
thin AEM already shows higher water contents within the whole
BPM. Using a thin CEM increases water content even more, only a
small decrease appears between the water-saturated outer BPM
boundaries and the BPIL. In both cases with thin membranes (thin
AEM and thin CEM) the reason for the higher water contents lies in
the shorter diffusion path for the water and consequently improved
diffusive water transport. Interestingly, by reducing the membrane
thickness on one side, not only the water content of the corre-
sponding side can be increased, but the other membrane side also
benefits. Thus, in the case with the 5 ym thin CEM, it can be seen
that the water content in the entire AEM (80 pm) is also higher and
even higher than in the case with the 3 ym thick AEM.

In Fig. 8, the water fluxes to the BPI and the BPI water content is
shown over the current density for the Base Case, the thin AEM and
thin CEM. For better comparison with the other cases, the Base Case
results from Fig. 5b are repeated in Fig. 8a.

The previously described positive effect on the increased
diffusive transport due to reducing the membrane thickness can be
seen very well for the case of the thin AEM, which is shown in
Fig. 8b. Higher diffusive fluxes within the thin AEM feed the BPI
and lead to an increased operating range compared to the Base Case.
Whereas the total water supply across the AEM is negative in the
Base Case, positive total water supply of the AEM to the BPI
enables the cell to operate up to 2.35 A cm 2. Before reaching the
limiting current density, the water content gradient decreases inside
the AEM and leads to a slight AEM diffusion decrease. On the CEM
side, diffusion and drag flux are almost equal for low current
densities. At higher current densities, the water transport by
diffusion can be higher than by drag when water content is low
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Figure 8. (a) Flux to BPI in Base Case with SAEM — sCEM _ g( pm. (b)
Increased AEM diffusion and increased operating range due to thin AEM
with 6*FM = 3 um. (c) Decreased CEM thickness with 6°°™ = 5 ;;m enables
high current densities due to very high CEM water diffusion fluxes towards
the BPI. d) BPI water content is increased with decreased membrane
thicknesses compared to Base Case. Especially with a thin CEM, sufficient
water is supplied to the BPI. Conditions: p = 1 bar, T = 80 °C.
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Figure 9. (a) Ionic BPM losses are reduced with decreased membrane
thickness. At low until moderate current densities, the thin AEM case has the
lowest ionic voltage losses. At higher current densities the BPM with the thin
AEM starts to dry out, which cause an drastic increase in the voltage losses.
Whereas, the case with the thin CEM has a very good water management, so
that the ionic losses are almost linear. (b) Consequently, the polarisation
curves for the thin membrane cases lie below the Base Case and the thin
AEM case is favorable over the thin CEM case at low to moderate current
densities until both curves intersect. Conditions: p = 1 bar, T = 80 °C.

close to the BPI. This can occur although the much thicker CEM
compared to the AEM.

The diffusional flux through the CEM is enhanced even more
with a thin CEM. This high diffusional flux feeds the high AEM
drag, the CEM drag and the water splitting reaction, while diffusion
through the AEM is negligibly small. A large operating range is
enabled; the limiting current density is above 4 A cm ™, as it can be
seen as well in Fig. 8c.

In the thin CEM case, water content is still relatively high at
4 Acm™? and a sufficient water transport is available, as it can be
seen in Fig. 8c. The water content decreases almost linearly until
3Acm ™2 A similar curve form exists for the thin AEM case over
most current densities, however with a much stronger slope. Only
short before the limiting current density, water content drops more
sharply.

The water content effects the ionic voltage losses in the BPM, as
shown in Fig. 9a. In the thin CEM case, an almost linear loss
increase with current density arises, because the membrane resis-
tance is almost constant. This is due to high water content within the
BPM. AEM and CEM are wet and therefore conducive throughout
the shown operating range. In the thin AEM case, the BPM dries out
already at lower current densities. A concave ionic voltage loss
increase appears inside the BPM in this case. Despite the faster
dehydration in the thin AEM case, ionic voltage losses are lower up
to 2.14 A cm ™2 because of a generally more conductive CEM than
AEM at high water content. Reducing the AEM thickness signifi-
cantly decreases the ionic losses due to lower AEM than CEM
conductivity. In terms of polarisation losses, a thin AEM is therefore
favourable. Beyond the intersection of the thin AEM and thin CEM
curve at 2.14 A cm ™2, the water content decrease of both membranes
dominates the conductivity and consequently leads to higher ionic
losses in the BPM for the thin AEM case, for which the water
transport is the limiting factor. Above 2.14 A cm ™2 the counter-
intuitive behaviour of the better polarization of the thin CEM is due
to the good hydration of the BPM, since the well-hydrated BPM with
a thick AEM is more ionically conductive than a dry BPM with a
thick CEM.

These ionic voltage losses reflect in the polarisation curves as
well (Fig. 9b). Generally, the polarisation curves of the thin AEM
and the thin CEM are both below the Base Case curve, as also
observed in previous experimental studies.®” As expected from the
ionic voltage losses shown in Fig. 9a, the thin AEM and the thin
CEM polarisation curves intersect at 2.14 A cm ™~ in Fig. 8b. Below
2.14 A cm™2, the thin AEM configuration is preferable in terms of
the polarisation curve to the thin CEM configuration. Only at high
current densities, the thin CEM is favourable, because of the better
water transport, which leads to higher water contents and an
increased limiting current density. Generally, the setups with thin
membranes are superior to the Base Case setup in both, polarisation
and operating range.

Varying the membrane thickness.—A wider range of both
membrane thicknesses from 80 ym to 2 pum is analysed in the
following. At most AEM thicknesses, the CEM thickness determines
the limiting current density (horizontal contours in Fig. 10a). The
reason is the water content plateau at high current densities in these
cases (cf. Fig. 5a. Consequently, diffusion through the CEM mainly
drives water transport towards the BPI. Only at very low AEM
thicknesses (approx. 10% of CEM thickness), the AEM thickness
affects the limiting current density. In these cases, water diffuses
towards the BPI both, from the AEM and the CEM, as it was
exemplarily shown before. Membrane thickness combinations
within the white triangle would be smaller than 20 ym thick and
are therefore assumed as too thin for real operation.

Beside the limiting current density, the voltage losses of the BPM
become decisive in choosing the best thickness configuration.
Figure 10b shows these ionic voltage losses of the whole BPM at
a fixed current density of 0.5 A cm 2, Both, a reduced AEM
thickness and a reduced CEM thickness improves the performance
and reduces the ionic voltage losses significantly. Reducing the
AEM thickness reduces the voltage losses more than reducing the
CEM thickness, due to the lower ionic conductivity of the AEM
material. This can be seen in the slope of the lines with the similar
BPM voltage losses. However, at higher total membrane thicknesses
this effect is vanishing because of decreasing water transport and
stronger effects of the dehydration on the ionic losses. In practical
applications, a reduced AEM thickness is more favourable over a
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Figure 10. For safety reasons, membrane thickness combinations within the
white triangle are assumed as too thin for operation. (a) The limiting current
density is mainly determined by the CEM thickness. Only at very low AEM
thicknesses (<10% of CEM thickness) lead the increased diffusion through
the AEM to increases ij,. (b) Ionic BPM voltage losses depend on both,
AEM and CEM thickness. It is shown that the reduction of AEM thickness is
even more advantageous for reducing voltage losses. In most practical
solutions, lower cell voltages and therefore reduced AEM thicknesses are
more favorable. Conditions: p = 1 bar, T =80°C andi = 0.5 A cm 2.

reduced CEM thickness, due to the higher importance of electro-
chemical efficiency rather a wide operating range.

Conclusions

A 1D water transport model for the bipolar membrane water
electrolysis (BPMWE) has been implemented and evaluated aiming
to understand effects of decreasing membrane thicknesses. Effects of
dehydration inside the BPM are considered in an electrochemical
polarization model of the cell. Local effects of pH-gradients and
implications for water transport and degradation are neglected in this
model and leave a gap for further research.

At high current densities, the BPI dries out due a misbalance of
water diffusion towards the BPI and water consumption of the water
splitting reaction as well as electro-osmotic drag in AEM and CEM.
In a setup with an equally thick AEM and CEM, water diffusion
towards the BPI is higher through the CEM than through the AEM.
The dehydration affects the polarization curve due to the strong
dependence of the ionic conductivity of the BPM on water content.
In particular, the low conductivity and the steeper dehydration of the
AEM cause increases of the ionic BPM voltage losses. This
emphasizes the importance of developing appropriate dehydration
mitigation strategies in order to reach wider operating range and
lower cell voltages for practical applications.

Using setups with decreased membrane thicknesses achieves
higher limiting current densities. The operating range is sensitive
especially to the CEM thickness. Decreasing the AEM thickness has
an effect only with very thin AEMs. As the ionic conductivity is
lower in the AEM, the BPM voltage losses are more sensitive to the
AEM thickness. This means, there is a tradeoff between a wider
operating range, which is mainly affected by the CEM thickness and
the ionic losses of the BPM, where the AEM contributes more. We
conclude that a decreased AEM thickness is more favorable, because
of the lower ionic BPM losses and a higher importance of the cell
efficiency rather than a wider operating range. However, for future
development, the thicker CEM should also be as thin as possible to
achieve a good operating range, but more importantly to further
reduce the ionic losses.

Acknowledgments

We thank Ricarda Weiland for her comments, which greatly
improved the quality of the manuscript in the final stages of writing.
In addition, we gratefully acknowledge the financial support by the
Federal Ministry of Education and Research in the framework of
ReveAl (project number 03SF0662A).

Appendix

Reactions in Fig. 1.—Different setups are theoretically possible
with BPM fuel cells and electrolysers. The reaction of these setups
(cf. Fig. 1) are hereby listed:

Diffusion coefficients.—Diffusion coefficients for AEM and
CEM are given by Peng et al.'* and Wu et al.>' respectively.

DAEM = 0.106063-10710 . JAEM

cem \0-15 CEM _
DCEM — 4.1.10-10. A -1+ tanh U]
25 1.4

As uncertainty about the exact value and functionality of the
AEM diffusion coefficients?*** and CEM diffusion coefficients>*~>°
remains, the impact of the variation of the coefficients in a valuable
range is shown in Table A-IL.

Drag coefficients.—The AEM drag coefficient is fitted with data
from Lu et al.”’ Beside this publication, only Li et al.?® published
measurements for the electro-osmotic drag coefficient in an area of
AABM > 15, which showed coefficients in the same order of

Table A-I. Reactions in possible BPM fuel cell and electrolysis configurations.

Acidic Alkaline
HER 2H" + 2¢” — H, 4H,0 + 4~ — 2H, + 40H™
HOR H, — 2H" + 2¢ 2H, + 4 OH™ — 4H,0 + 4e~
OER 2H,0 — 4H' + 4~ + O, 40H™ — O, + 2H,0 + 4e~

ORR 4H' + 4¢~ + 0, — 2H,0

O, + 2H,0 + 4¢ — 40H"
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Table A-Il. Sensitivity of transport coefficients on limiting current density.

Coefficient variation

Limiting current density

No variation
DAEM | o
DAEM .05
DCEM )
DCEM . 0.5
ndrag, AEM | 2
ndrag‘ AEM | 0.5
ndraz. CEM . 1 90

1.56 A cm ™2
1.56 A cm™2
1.56 A cm 2
3.12 Acm 2
0.78 A cm™2
1.56 A cm™>
1.55 A cm ™2
1.10 A cm™2

Table A-III. Additional equations and values for water splitting overpotential approach.

Parameter

Calculation/Value

Exchange current density

Thickness space charge region

Junction potential

Equilibrium junction potential
Charge transfer coefficient
Ion-product constant for water

Forward water splitting reaction constant

Vaccuum permittivity

Relative permittivity
Elementary charge

Fixed charge density CEM
Fixed charge density AEM

magnitude. A wider data basis and further validating measurements
would be advantageous. A variation of the coefficient is shown in
Table A-IL.

ndaeAEM — 9 484 + 2.467 - In AAEM + 2.727)

CEM drag increases linearly with water content.”

iCEM

22

ndrag,CEM =25.

Higher drag coefficients are published up to 4.76 by Schalenbach

et al.*° at saturation (ACEM = 22), while more gublications refer to a
maximum drag coefficient of 2.5 at saturation.”""** The influence on
the limiting current density is shown in Table A-Il.

Absorption isotherms.—At the BPI, the activities of the two
membranes are coupled. For the AEM, the activity-water content

curve is fitted with data from Duan et al.>' and 22EM = 16.
AAEM = 4298 . g3 — 43.19 - a®> + 16.35 - a — 0.138

Similarly, activity and water content are fitted for the CEM side
with data from Zawodzinski et al.>* and ASEM = 22.

ACEM = 6438 . g3 — 65.98 - a® + 23.75 - a — 0.15

in.ws = dFK ki - exp (L= )

RT
[
d= \/hﬂjuncm?r

aNs
A
No= Np+ Ny
Pijunc = Peq — Nws
Yoq = 0.83V
ays = 0.5
Ky = exp(_79'89) -10714
RT
ke =8-101

co =885 1071425
Vm

e =35

qg=16-10"°C

N, =894 102 cm™3

N, = 1.32-10%' cm™3

Ionic conductivities.—The ionic conductivity of the AEM is
calculated with the curve of Peng et al'® and an
Arrhenius-approach.'”°

AEM
ARM _ 4o A

053 oC = s MMM <14

oSN = 4.2 JAEM 5 14
11190 1 1
GAEM _ JAEM o _(_ B _)
52 oC p R 15 T
CEM-conductivity is calculated similarly.29
oM. = 0.5139 - ACEM _ 0,326

10543 1 1
oCEM _ SCEM oo (_ — _)
30 oC p R 303 T

Water splitting approach.— Additional values for calculation of
the water splitting overpotential are given in Table A-II1.>*
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