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ABSTRACT

In determining the liquid water distribution in the anode (or the cathode) diffusion medium of a liquid-
feed direct methanol fuel cell (DMFC) with a conventional two-phase mass transport model, a current-
independent liquid saturation boundary condition at the interface between the anode flow channel and
diffusion layer (DL) (or at the interface between the cathode flow channel and cathode DL) needs to
be assumed. The numerical results resulting from such a boundary condition cannot realistically reveal
the liquid distribution in the porous region, as the liquid saturation at the interface between the flow
channel and DL varies with current density. In this work, we propose a simple theoretical approach that
is combined with the in situ measured water-crossover flux in the DMFC to determine the liquid saturation
in the anode catalyst layer (CL) and in the cathode CL. The determined liquid saturation in the anode CL (or
in the cathode CL) can then be used as a known boundary condition to determine the water distribution
in the anode DL (or in the cathode DL) with a two-phase mass transport model. The numerical results
show that the water distribution becomes much more realistic than those predicted with the assumed

boundary condition at the interface between the flow channel and DL.

© 2009 Elsevier B.V. All rights reserved.

1. Introduction

The generation, transport and removal of water in the cathode
and the gas carbon dioxide in the anode are two key mass trans-
port processes in an operating direct methanol fuel cell (DMFC).
Liquid water accumulated in the cathode diffusion medium and in
the flow channel impedes oxygen transport to the catalyst layer,
restrains the oxygen reduction reaction, and thus deteriorates the
cell performance and its stability [1,2]. Gas evolution in the DMFC
anode affects both the through- and in-plane transport of reactants
(methanol and water), making it difficult to distribute uniformly the
reactants over the electrode and maintain an adequate methanol
concentration in the anode catalyst layer (CL) that can maximize
cell performance [3-5]. To improve the cell performance, the sup-
ply of reactants and the removal of products on both the anode
and cathode need to be well managed, which demands a better
understanding of the liquid-gas two-phase transport in the DMFC.

The visualization of the in situ water data in each constituent
component of the DMFC is crucial to understanding the nature of
water transport. Since the fuel cell is not transparent to visible light,
other forms of penetrating radiation, for example, X-rays, neutrons
(NR), and nuclear magnetic resonance (NMR), must be used. NR is
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capable of imaging the liquid accumulation in the opaque porous
medium owing to the high sensitivity of neutron beams to the water
molecular. Unfortunately, only planar integrals of water content can
be obtained and it is difficult to resolve the water distribution across
the thickness of the fuel cell [6-8]. NMR has been used to probe the
liquid water transport in the polymer electrolyte fuel cells (PEFCs)
[9,10]. However, the presence of magnetically inductive materials,
like carbon, makes NMR unsuitable for carbon-based components.
Recently, X-ray microtomography has been introduced to probe the
liquid transport in the diffusion medium of PEFCs [11,12]. Neverthe-
less, limited by the imaging resolution, it is still difficult to image
the liquid distribution in a porous medium with small pore size. It is
worth mentioning that although significant efforts have been made
to visualize the water distribution in PEFCs, no work on the in situ
imaging of the liquid water distribution in liquid-feed DMFCs has
been reported, mainly due to the difficulty caused by the presence
of water at both the anode and the cathode in this type of fuel cell.

Compared with previous experimental investigations of the liq-
uid water distribution in fuel cells, much more studies have been
devoted to numerical visualization of the water distribution in both
PEFCs [13-18] and DMFCs [19-27] based on two-phase mass trans-
port models. The accuracy of a numerical investigation of a physical
problem depends not only on a robust model formulation but also
on realistic boundary conditions [28]. For instance, in determining
the liquid water distribution in the anode (or the cathode) diffu-
sion medium of a liquid-feed DMFC with a conventional two-phase
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Fig. 1. Schematic illustration of water transport through membrane electrode
assembly of DMFC.

mass transport model, a current density-independent liquid satu-
ration boundary condition at the interface between the anode flow
channel and diffusion layer (DL) (or at the interface between the
cathode flow channel and cathode DL) needs to be assumed. The
predictions resulting from such an assumed boundary condition
cannot realistically reveal the water transport and distribution in
the porous regions of the DMFC, as the liquid saturation at the
flow channel/DL interface varies with current density and other
operating conditions.

To avoid the use of an unrealistic boundary condition in simu-
lating water transport in a DMFC with a two-phase mass transport
model, a simple theoretical approach is proposed in this study. It
is combined with the in situ measured water-crossover flux in the
DMEFC to determine the liquid saturation in both the anode and
the cathode CLs. The determined liquid saturation in the anode CL
(or in the cathode CL) can then be used as a boundary condition to
determine the water distribution in the anode DL (or in the cathode
DL).

2. Analytical

As shown schematically in Fig. 1, the dissolved water in a DMFC
membrane can be transported from the anode to cathode as a result
of three transport mechanisms: electro-osmotic drag due to proton
transport, diffusion due to a water concentration gradient, and con-
vection due to a hydraulic pressure gradient [29-31]. The water flux
by electro-osmotic drag can be determined from:

]eo=nd% (1)

where i is the cell current density and F is Faraday’s constant;
the term ny represents the electro-osmotic drag coefficient that is
related to the water content A in the membrane by [16]:

_25
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The water flux by diffusion resulting from a water concentration
difference across the membrane can be expressed as

Jaift = —DwNV - cw (3)

where Dy is the diffusion coefficient of the dissolved water in
the membrane, which depends on the water content in the mem-
brane as listed in Table 1; the concentration of dissolved water cy,

nyg A (2)

is related to the water content A by:

Co pdry)‘-
VT EW

(4)

where pq;y and EW denote, respectively, the density of a dry mem-
brane and the equivalent weight of ionomer in the membrane.
The water flux by convection is given by [29]:

_ KmemPi(Pra — Prc)

= 5
Je M1MH,08mem (%)

where Kmem, Smem, 01, 41 and My,o represent, respectively, the
hydraulic permeability of the membrane, the thickness of the mem-
brane, the water density, the viscosity of liquid water and the
molecular weight of water; p;, and p;. denote, respectively, the
liquid pressure at the anode and cathode surfaces towards the
membrane. Note that p;, is almost the same as that in the anode
flow channel, as the liquid flow velocity through the anode DL is
typically small, whereas p; . is related to the gas pressure and the
capillary pressure in the cathode CL by:

Eccl 1/2
Pe =P~ Pre =0 cosbea( ) s (6)
ccl

where K1, 0 and O are, respectively, the permeability of the
cathode CL, the surface tension and the contact angle of the cath-
ode CL; pg is the gas pressure at the cathode surface towards the
membrane, which is nearly the same as that in the cathode flow
channel; the term S¢¢; is the liquid saturation (i.e., the volume frac-
tion of liquid water filled pores) and the term J(s) is the Leverett
function and given by:

Js)= 1.417(1 — 5)—2.120(1 — s)2+1.263(1 —s)* 0 < 6<90°
7] 1.4175—2.120s2+1.263s3 90° < #<180°

(7)

Substituting Eq. (6) into Eq. (5) and assuming that the DMFC
operates at the same inlet pressure at both the anode and the cath-
ode, yields:

1/2
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Eq. (8) indicates that even though the DMFC operates at the
same pressure at the anode and the cathode, a hydrophobic cath-
ode diffusion medium (cos @ <0) can cause water convection from
the cathode to the anode, which is termed the back-flow flux.

In summary, the total flux of water crossover can be obtained by
summing up Eqgs. (1), (3) and (8) to give:

i Kmem 010 €0S8 [ £ 1/2
.]WC_ndF —Dw,NV'Cw‘f‘m(m) J(Scar) (9)

Eq. (9) indicates that the water-crossover flux depends on the
current density, the dissolved water concentration and its gradient
across the membrane, and the liquid water saturation in the cathode
CL.The dissolved water concentration in the anode CL can be related
to the local liquid water saturation and is affected by the local gas
void fraction, which depends on the generation rate of gas CO; in the
anode CL and the removal capability of gas CO, from the anode CL.
Similarly, the dissolved water concentration in the cathode CL can
also be related to the local liquid water saturation in the cathode CL,
which depends on the generation rate of water in the cathode CLand
the removal capability of liquid water from the cathode CL. Under a
condition of phase equilibrium between the water dissolved in the
ionomer in each CL and the liquid water in the pores of each CL, the
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Table 1
Cell geometric dimensions, operating parameter and physicochemical properties.
Parameters Symbols Value Unit Ref.
Anode DL Sadls Eadls Kadls Oadl 2.6x1074,0.75,1.0x 1072, m, -, m?,°
110
Thickness, porosity, Anode MPL Sampls €ampl» Kampl, Oampi~ 0.1x1074,0.3,5.0 x 10~13, m, -, m?, °
permeabilityand contact 120
angle Anode CL Oty By it O 0.1x104,0.3,3.0x 1014, m, -, m?, °
95
Membrane Smems Emem, Kmem 05x1074,0.3,20x 1018 m, -, m?
Cathode CL Sccls Eccls Kecls Ocal 0.1 x1074,0.3,3.0x 104, m, -, m?, °
95
Cathode MPL Sempls Ecmpts Kempts Oempt~ 01 x1074,0.3,5.0 x 10°3,  m, -, m?,°
120
Cathode DL Scdl» Ecdl» Keat, Ocal 2.6 x1074,0.75, 1.0 x 1012, m, -, m?, °
110
Cell temperature T 343.15 K [29]
Anode and cathode inlet pressure Din 1.013 x 10° Pa [29]
Viscosity of gas phase e 2.03 x 102 kgm-1s-1 [17]
Viscosity of liquid phase m 4,05 x 104 kgm-1s1 [17]
Equilibrium water contents Agnn 13.06 (70°C) - [30]
when the polymer
electrolyte is in phase
equilibrium with the
water-vapor-saturated gas
Equilibrium water contents when the polymer electrolyte is in phase equilibrium with )»leq 22 - [32]
Diffusivity of water in the membrane Dwn 417 x 10-8 m?s~! [30]
A(161 e +1)e—2436/T
Surface tension o 0.0644 Nm! [17]
Equivalent weight of ionomer EW 1.1 kg mol~! [34]
Dry membrane density Pdry 1980 kg m3 [34]

dissolved water concentration in both the anode and the cathode
CL is related to liquid saturation by [31]:

A=(1=s)Ay, + A7

v (10)

where Ay, and A denote the equilibrium water concentration in
the ionomer when the ionomer is in phase equilibrium with the
water-vapor-saturated gas [30] and liquid water [32,33], respec-
tively.

Mathematically, Eq. (9) can be rewritten as

(M)A + BA) + Y(heat) +Jwe =0 (11)
where
D A)Pdr
a(A) = 7W”L(M/)pd‘y (11a)
2.5iA

BA)=— 29F (11b)
and

(hea) = - Kmemor0 €080 (6ce) 1y (110)
Vited) = MiMH,08mem \ Kl e

where A’ is the water content gradient across the membrane. As Eq.
(11)is a first-order ordinary differential equation, at a given current
density and for a given water-crossover flux, Jwc, the distribution of
water content in the membrane can be determined by solving Eq.
(11) provided that the water content boundary condition on either
side of the membrane (Interface IV or V, Fig. 1) is known.

In summary, for a given water-crossover flux, Jwc, when the lig-
uid saturation in either the anode CL or the cathode CL is known
(which can be converted to the water content according to Eq. (10)),
the liquid saturation in the other side and the water-content distri-
bution across the membrane can be determined by solving Eq. (11).
In this work, the water-crossover flux, Jwc, comes from a previous
study by Xu and Zhao [29], who measured the water-crossover flux
in typical operating DMFCs with different cathode designs under
different operating conditions. The key now is how to specify an
appropriate boundary condition of water content at the anode sur-
face or the cathode surface of the membrane.

3. Results and discussion
3.1. Determination of liquid saturation in anode CL

This section addresses the determination of the liquid satura-
tion in the anode CL and the distribution of water content across
the membrane. To this end, the water-crossover flux and the liquid
saturation in the cathode CL are needed.

Fig. 2 shows the variation in the total water flux (due to water
generation and water crossover) and the water-crossover flux with
current density for various cathode DL designs [29]. Note that
the solid symbols represent the total water flux, while the hol-
low symbols represent the water-crossover flux. The total water
flux corresponding to each cathode DL design is almost inde-
pendent of the current density in the low-current density region
(<200 mA cm~2). This observation, suggests that, for a given cath-
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Fig. 2. Total water flux and water-crossover flux to DMFC cathode with various
cathode DL designs measured by Xu and Zhao [29].
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Fig. 3. Profiles of water content across membrane at different current densities.

ode design and at a given gas flow rate, the water distribution in the
DMEFC cathode CL and DL depends on the total water flux removed
from the cathode only, but not on the current density. Hence, the
liquid saturation in the cathode CL at different current densities
(<200 mA cm~2) is approximately the same as that under the open-
circuit condition (OCC, i.e., i=0) for the same total water flux. Also
note that as no gas CO, is produced under the OCC, the liquid sat-
uration in the anode CL remains at 1.0 (pure liquid). According to
Eq. (10), the water content corresponding to a liquid saturation of
1.0 is 22.0. With this understanding, setting i=0 (under the OCC),
substituting the water-crossover flux for each cathode DL design
into Eq. (11), specifying the water content boundary condition at
the anode surface of the membrane to be 22.0, and solving Eq.
(11) will result in the water content in the cathode CL and the
distribution of water content across the membrane. Note that the
obtained water content in the cathode CL does not change at the
current densities lower than 200 mA cm~2. This water content can
now be used as the cathode boundary condition of Eq. (11) for
determining the water content in the anode CL and across the mem-
brane for each water-crossover flux at different current densities
(<200 mAcm~2),

Fig. 3 presents the water content profiles across the membrane
at different current densities, which are determined based on the
water-crossover flux marked as Data #2 in Fig. 2. With increase
in the current density, the water concentration in the anode CL
decreases significantly, as the liquid saturation level in the anode
CL decreases with increasing CO, generation rate. The liquid satu-
ration in the anode CL determined based on all the data shown in
Fig. 2 is displayed in Fig. 4. Interestingly, it is seen that the calcu-
lated liquid saturations in the anode CL based on all the data shown
in Fig. 2 for different cathode DL designs are almost the same at
a given current density, implying that the liquid (or gas) distribu-
tion in the DMFC anode is essentially independent of the cathode
structure. Also, it is seen from Fig. 4 that the mean liquid satu-
ration in the anode CL decreases with increasing current density.
For instance, the mean liquid saturation in the anode CL is about
0.95 at 30 mA cm~2, indicating that only 5% of the pore volume of
the anode CL is occupied by the gas phase. The liquid saturation
becomes about 0.6 at 300 mA cm—2, which means that almost 40%
of the pore volume in the anode CL is filled with gas at a high cur-
rent density. In addition, Fig. 4 also presents the liquid saturation in
the anode CL predicted by a previous model based on the theory of
two-phase flow in porous media [19]. In the model, the liquid satu-
ration at Interface I (the anode flow channel/DL interface, see Fig. 1)
was assumed to be 1.0. As can be seen from Fig. 4, although the lig-
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approach based on data shown in Fig. 2 and that predicted by model with assumed
boundary condition.

uid saturation in the anode CL predicted by the model decreases
with increasing current density, the variation in the liquid satura-
tion with the current density is rather small. Also, it is found that
the mean liquid saturation predicted by the model is much higher
than that determined by the present approach. This is probably due
to the fact that the assumed boundary condition (i.e., s = 1.0 at Inter-
face I) is unrealistic, as many gas bubbles are present in the anode
flow channel and cover the surface of the anode DL at high current
densities, particularly in the downstream region.

3.2. Determination of liquid saturation in the anode DL

In previous studies [30,31], the distribution of liquid saturation
in the anode DL was determined by assuming a boundary condi-
tion at the anode flow channel/DL interface (e.g., s = 1.0 at Interface
I). This distribution can now be obtained without invoking the past
unjustified boundary condition at Interface I, but with the liquid
saturation in the anode CL for the boundary condition at Interface
IIl. The results are presented in Fig. 5 and show that the liquid
saturation in the anode DL decreases significantly with increas-
ing current density. For instance, the mean liquid saturation in the
anode backing layer (BL) decreases from about 0.92 to about 0.55
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Fig. 5. Liquid saturation distribution across anode DL determined by present
approach.
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Fig. 6. Two-phase flow behaviour in anode flow-field at different current densities visualized by Yang and Zhao [3].

as the current density is increased from 50 to 300 mA cm~2. More
importantly, it is noticed that the liquid saturation at Interface I
also decreases with increasing current density, indicating that the
gas bubble coverage at Interface I increases with increasing cur-
rent density. This result is consistent with a previous visual study
of the bubble behaviour in the anode flow-field [3], which is dis-
played in Fig. 6. With increase in the current density, the gas void
fraction in the anode flow field increases significantly, which con-
sequently results in an increase in the gas coverage on the anode DL
surface and a decrease in the liquid saturation at Interface I. In fact,
the increase in the gas coverage on the surface of the anode DL in
turn hinders the removal of gas out of the anode porous region and
results in an increase in gas void fraction in the anode porous region
[19,20,22,24].

For comparison with the liquid saturation distribution shown in
Fig. 5, the liquid saturation distribution in the anode DL predicted
by the model with the assumed boundary condition (i.e., s=1.0 at
Interface I) is displayed in Fig. 7. Note that setting the liquid satura-
tion at Interface I to be 1.0 means that pure liquid travels in the flow
channel without gas bubbles, which can be justified only at rather
low-current densities and at extremely high flow rates. The data in
Fig. 7 indicate that the use of this unrealistic boundary condition
results in an overestimated liquid saturation in the anode DL and
CL. Also, it is seen that the variation in the predicted liquid satura-
tion with the current density is much smaller than that shown in
Fig. 5.

3.3. Determination of liquid saturation in cathode CL

The determination of the liquid saturation in the cathode CL is
based on the following understandings: (i) the water distribution
in the cathode porous region is independent of current density, i.e.,
the water distribution determined under the OCC can represent
those at different current densities; (ii) under the OCC, the liquid
saturationin the anode CLis 1.0; so that the water content boundary
condition at the anode of the membrane can be set to be 22.0. With
this boundary condition, solving Eq. (11) for the water content for
each measured water-crossover flux will result in the distribution
of water content across the membrane and the water content in the
cathode CL.

Fig. 8 gives the variation in the measured water-crossover flux
under the OCC with oxygen flow rate for different cathode DL
designs [29]. In general, the water-crossover flux increases with
increasing gas flow rate, as a higher gas flow rate leads to a lower
water concentration and liquid pressure at the cathode surface of
the membrane. Fig. 9a presents the determined mean water con-
tent in the cathode CL corresponding to the data shown in Fig. 8.
Evidently, the mean water content in the cathode CL decreases with
increasing oxygen flow rate, and particularly, the cathode DL with-
out PTFE treatment exhibits a much more rapid decrease that does
the other two cases. Fig. 9b shows the mean liquid saturation in the
cathode CL corresponding to the water content presented in Fig. 9a.
As can be seen, at a very low oxygen flow rate, the liquid saturation
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Fig. 7. Liquid saturation distribution across anode diffusion medium predicted by
model with assumed boundary condition.

in the cathode CL is high; in particular the cathode DL with PTFE
treatment and with a coated micro-porous layer (MPL) shows the
highest liquid saturation among all the cases. With increasing the
gas flow rate, the liquid saturation level in the cathode CL decreases;
iteven decreases to zero for the cathode DL without PTFE treatment
when the oxygen flow rate is higher than 200 sccm, meaning that
there is no liquid-phase water presented in the cathode CL at very
high gas flow rates. This result agree with the understanding that a
higher cathode gas flow rate exhibits a higher water removal ability,
tending to mitigate the water flooding level in the cathode CL [29].

3.4. Determination of liquid saturation in cathode DL

In a manner similar to the anode DL, the liquid water distribu-
tion in the cathode DL can be quantified by using the two-phase
model [19] when the above-determined liquid saturation in the
cathode CL is used as the boundary condition at the cathode CL/DL
interface (Interface VI). Fig. 10 compares the liquid saturation dis-
tribution across the cathode DL predicted by the model with the
commonly assumed boundary condition (i.e., s~ 0 at Interface VIII)
[13,14,16,17,22,26,30,31] and the pre-determined boundary condi-
tion at Interface VI. The results were obtained for the cathode DL
with MPL at an oxygen flow rate of 60 sccm shown in Fig. 8. As can

20

MEA: E-TEK anode + Nafion 112+ CCM cathode
|70°c, 2 M, 2.0 ml min”
Open circuit condition

_|Cathode gas diffusion layer design
—A— DL w/o PTFE /

|—*— DLW/ PTFE e
—=— MPL + DL w/ PTFE e

—-
w

-
o
1
\
L 3
\
\
\
\
L]
\

N
\
|
|
|

Water crossover, u mol cm™ s™

T T T T T T T T T
0 100 200 300 400 500
Oxygen flow rate, sccm

Fig. 8. Water-crossover flux to cathode for different cathode DL designs under open-
circuit condition measured by Xu and Zhao [29].

(a)

22 |Pure liquid-equilibrium

20

18 4
<4 :L_____.“—___‘

164 S T
] N

" Sy e e

12 _’Saturated vapor-equilibrium

10 \
8 _ .
| Cathode gas diffusion layer designs

—a&— DL w/o PTFE
| —e— DL w/ PTFE
4 —=— MPL+DL w/ PTFE

[e2]
1

Water content in the polymer of cathode CL

T T T T T T T T T
o} 100 200 300 400 500
Oxygen flow rate, sccm

(b) 0.7
Cathode gas diffusion layer designs
I —a— DL wfo PTFE
9 061 _e— DLW/ PTFE
3 —=— MPL+DL w/ PTFE
£ 054 .
8 | 2\\_
£ 04 T
= \ e
—= 4 “-\_._‘1\
S 03+ \ e
T
5 | o Y
W 0.2 e
L]
ke
3
g
-

] \ \\.
~
0.1+ \‘\.\
] \ \\‘.-‘M
0.0 " T y B " —

Oxygen flow rate, sccm

Fig. 9. Water content (a) and liquid saturation (b) in cathode CL quantified by pro-
posed approach based on data plotted in Fig. 8.

5 06
T 0.5~ Cathode DL (a) Open circuit condition
2 ] s gait:oge gLPL 70°C,2M, 2.0 mi min’, 80 scem O,
Ll aode i, =5681 mAcm”
g_ 0.3 J,=4.4 1 mol em?s’
= 02 S,,=0.05 (assumed)
1 ™
8 01 \‘
8 0.0 T T T T T T T T T T T
0.35 0.40 0.45 0.50 0.55 0.60
Through-plane, mm
§ 06
S 054
‘g 0.44 (b) Open circuit condition
B o3 il 70° G, 2M, 2.0 ml min”, 60 scom o,
3 v . 2
=3 4 Immr=568.1 mAcm
o 921 ga::oge ;II;L J, =44 umolem’s’
B 04 athode S, =0.479 (determined)
£ ] _~Cathode DL A
©
3 0o

- T v T g T v T T T

0.35 0.40 0.45 0.50 0.55 0.60
Through-plane, mm

Fig. 10. Liquid saturation distribution across cathode diffusion medium (a) directly

predicted by model with assumed boundary condition and (b) indirectly quantified
with help of quantified liquid saturation in cathode CL.



222 W.W. Yang et al. / Journal of Power Sources 190 (2009) 216-222

be seen from Fig. 10a, the liquid water saturation predicted by the
model with the assumed boundary condition is much lower than
that predicted by the model with the determined boundary con-
dition shown in Fig. 10b. The significant difference between the
results due to the two different specifications of the boundary con-
dition can be attributed to the following reason. In the former case,
setting the liquid saturation at Interface VIII (the cathode flow chan-
nel/DL interface) to be zero can only be justified at extremely high
gas flow rates such that the liquid water in the flow channel can
be instantly removed and no liquid droplets or film is presented at
the cathode DL surface. Practically, however, the liquid water in the
flow channel and at the cathode DL surface varies with the gas flow
rate. Rather than assuming an unrealistic boundary condition at the
cathode flow channel/DL interface (Interface VIII), the liquid water
coverage at the cathode DL surface can now be determined by the
approach proposed in this work.

4. Conclusions

In this work, we propose a simple theoretical approach that is
combined with the in situ measured water-crossover flux in the
DMEFC to determine the liquid saturation in the anode CL and in the
cathode CL. The determined liquid saturation in the anode CL (or in
the cathode CL) can then be used as a known boundary condition to
determine the water distribution in the anode DL (or in the cathode
DL) with a two-phase mass transport model, avoiding the use of the
assumed boundary conditions at the flow channel/DL interface in
the conventional two-phase mass transport model. The numerical
results show that the water distribution determined by the present
approach becomes much more realistic than that predicted with
the assumed boundary condition at the flow channel/DL interface.
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