Journal of Power Sources 195 (2010) 6549-6558

Contents lists available at ScienceDirect

Journal of Power Sources

journal homepage: www.elsevier.com/locate/jpowsour

An integrated modeling approach for temperature driven water
transport in a polymer electrolyte fuel cell stack after shutdown

Manish Khandelwal!, M.M. Mench*

Fuel Cell Dynamics and Diagnostics Laboratory, Department of Mechanical and Nuclear Engineering, The Pennsylvania State University, University Park, PA 16802, USA

ARTICLE INFO ABSTRACT

Article history:

Received 11 March 2010

Received in revised form 26 April 2010
Accepted 26 April 2010

Available online 26 May 2010

The concept of using controlled temperature gradients to non-parasitically remove excess water from
porous media during PEFC stack shutdown has been numerically investigated. An integrated modeling
approach focusing both at stack and single cell level is presented. The stack thermal model is developed
to obtain detailed temperature distribution across the PEFC stack. The two-phase unit fuel cell model is
developed to investigate the detailed water and thermal transport in the PEFC components after shut-
down, which for the first time includes thermo-osmotic flow in the membrane. The model accounts for

f’(?llxgcrlsélectrolyte fuel cell capillary and phase-change induced flow in the porous media, and thermo-osmotic and diffusive flow
Shutdown in the polymer membrane. The single cell model is used to estimate the local water distribution with
Thermo-osmosis land or channel boundary condition, and the experimentally validated stack thermal model provided the
Heat-pipe transient temperature boundary conditions. Two different stack designs are compared to quantify the

Water transport residual water in the stack. Model results indicate that a favorable temperature gradient can be formed in
Stack the stack to enhance the water drainage rate, esp. at anode end cell locations, where freeze/thaw damage
has been observed to occur.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

Improvement in the fuel cell durability and rapid cold start per-
formance are two key technical challenges that impede successful
fuel cell commercialization for automobile application. Both top-
ics have gained considerable attention in last 5 years [1-4] and
strongly depend on the water management scheme in the fuel cell
and stack. After cell/stack shutdown, water will redistribute in the
fuel cell components depending on the cell materials, stack design,
and shutdown protocol. All these factors determine the residual
water and its movement in the fuel cell components.

Recent studies performed by Mench and co-workers have
shown that residual water plays a key role in freeze-damage [4-7]
and fuel cell cold start ability [8-10]. Khandelwal et al. [8-9]
have shown that if not purged, almost 15-20% of the total energy
required to achieve successful cold start can be consumed in melt-
ing ice. Studies performed by Kim and Mench [4] have identified
various physical degradation modes and have shown that liquid
water in contact with the catalyst layer must be minimized to miti-
gate damage. Currently, various purging methods are being utilized
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to minimize the residual water in the fuel cell. In practice, purge is
traditionally restricted to a short duration due to the high parasitic
energy requirement.

Recently, non-parasitic purging methods using temperature
gradients [11-12] have gained attention as a potential pathway
to non-parasitically reduce the residual water saturation. Bradean
et al. [11] and Perry et al. [12] have shown that a modest tem-
perature gradient can induce significant liquid water motion after
shutdown. Perry et al. [12] observed that in some cases, the anode
end cells can have substantially lower performance compared to
cathode end cells, due to the different direction of liquid water
transport during cool down to a frozen state. It was found that
this water movement direction was dependent on the tempera-
ture gradient in the end cell. This observation is consistent to our
model results reported in a previous publication [13]. In this case,
the cathode side of anode end cell remains at a higher temper-
ature than the anode side during cool down, resulting in higher
liquid water at cathode catalyst layer. To solve this, Perry et al. [12]
used different diffusion media with lower permeability at anode
end cells. This helped to restrict motion of liquid into the catalyst
layer from the porous plates and prevent damage. An advantage
of this approach is that it can be selectively used for any cells
in the stack. On the other hand, Bradean et al. [11] changed the
stack design such that a favorable temperature gradient is setup in
the stack, i.e. the anode bi-polar plate temperature is higher than
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Nomenclature

A cross-sectional area (m?)

b height of the stack (m)

G specific heat (Jkg=1 K-1)

D diffusion coefficient (m2s~1), thermo-osmotic dif-
fusion coefficient (molm~1s-1K-1)

EW equivalent weight (kg mol~1)

Hg latent heat of vaporization (Jkg=1)

k permeability (m?2), thermal conductivity
(Wm-1K-1)

M molecular weight (kg mol—1)

Psat saturation pressure (Pa)

R universal gas constant (8.314Jmol~1 K1)

S saturation

t time (s)

T temperature (K)

u velocity (ms=1)

Subscript

amb ambient air

bp bi-polar plate

m membrane

w liquid water phase, water in Nafion

Latin symbol

0 density (kgm~3)

£ porosity

" viscosity (Pas)

A water content in Nafion (mol H;O/mol SO3 ™)

the cathode bi-polar plate temperature for all cells in the stack.
This will result in similar water drainage from porous media into
the flow channels in all cells. The disadvantage of this approach is
that it requires changes in the stack design and can’t be selectively
used for anode end cells in the stack. In spite of this experimental
evidence, temperature gradient driven flow is not very well under-
stood in the fuel cell literature. Recently, the authors developed
a two-phase single cell model for PEFC shutdown and investigated
the thermal driven mode of water transportin fuel cell [13-14]. The
novel feature of their model was inclusion of a directly measured
thermo-osmosis relationship in the electrolyte membrane and the
phase-change induced (PCI) transport [15-16] in the porous media.
Previous work was limited to a constant temperature gradient con-
dition and is currently extended to a simulated shutdown scenario
in this work.

In this work, the two-phase single cell model is extended to
explore the concept of using controlled temperature gradients to
non-parasitically remove excess water from end cells during PEFC
stack shutdown. To explore this concept, an integrated modeling
approach focusing on both single cell and stack is adopted. The sin-
gle cell model is used to estimate the local water distribution with
land/channel boundary condition, and the stack thermal model
provides the transient temperature boundary condition to simu-
late the end cells. Ultimately, the proposed methodology can be
used to improve stack design and develop shutdown protocol to
minimize the residual water.

2. Model development

This section provides brief description of both the two-phase
single cell and stack thermal models. Detailed formulation of both
models has been published elsewhere [8,13-14].
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Fig.1. (a)Schematic and control volume for the two-phase single cell computational
model. Computational domain with both land (Domain A) and channel (Domain B)
boundary condition are shown. (b) Schematic of the PEFC stack and its components
for one-dimensional stack thermal model [8].

2.1. Two-phase single cell model

A schematic of the fuel cell, its components, and control vol-
ume for the two-phase single cell model development is shown
in Fig. 1a. Conservation of mass and energy has been performed
for each fuel cell component and combined with various interfacial
boundary conditions [13-14]. In this model, diffusion media (DM)
and catalyst layers (CLs) are considered to be porous media and
the polymer electrolyte membrane (Nafion®) is considered to be
water solvent. Another key assumption is that the polymer elec-
trolyte membrane is treated with a diffusion model. The diffusion
model is chosen based on the availability of experimental water dif-
fusivity data. The water content of membrane, A, is defined as the
number of moles of water associated with a mole of sulfonic acid
group in the membrane H,0/SO3 . By using the gradient of A as the
driving force, the diffusion model can be used for the whole range
of 0 < A < Ag = 22. Actually, if the polymer membrane can be con-
sidered as a porous media with free water at a high water content
(i.e. 22 > A > 14), through the capillary relation for a two-phase
flow in porous media, we can show Vpy~(dpw/0dsw)Vsw~VA.
Thus the hydraulic-type model can be simplified to a diffusion-
type model, providing unification of the two approaches [5]. The
model accounts for capillary and phase-change induced (PCI) flow
(heat-pipe effect) [13,16] in the porous media, thermo-osmotic and
diffusive flow in the polymer membrane. Other model assump-
tions and detailed derivation for water and thermal transport have
already been presented by Khandelwal et al. [13]. For brevity, only
a summary of model is presented in this article.

In the porous media (DM and CL), the governing equation for
water transport can be written as

OSw

k
eonge 0w (ko ) Vo) ~ VPV =0 W

where

_ Mw 0 (Psat
Dgr =D—p~57 (T)
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where s, is the liquid water saturation, p,, is liquid water pres-
sure, D is water vapor diffusion, Psg is saturation pressure and T is
temperature of the control volume. All other symbols are defined
in the Nomenclature. In Eq. (1), the first term represents the rate
of change of water in the control volume, the second and third
terms represent the capillary transport and diffusion flux due to the
phase-change effect, respectively. It should be noted that in this for-
mulation, the phase-change induced (PCI) flow is driven purely by
thermodynamic saturation pressure gradients. It does not include
surface energy effects that may also play an important role, but
have yet to be investigated in fuel cell components. Eq. (1), along
with the saturation and capillary relation is solved for liquid water
saturation and pressure in the porous media domain.

For the Nafion® domain, water transport is modeled with a
pure diffusion model [17-19], including thermo-osmosis [20-21].
Water transport in the membrane can be represented in terms of
membrane water content (A, ) and the governing equation can be
written as [13]:

oAw

S = V(D Vi) + (’;—W) V(D VT) (3)

m
where D, is the membrane water diffusion coefficient, EW is mem-
brane equivalent weight, o, is membrane density, and Dy is the
membrane thermo-osmotic diffusion coefficient. In Eq. (3), the first
term on right hand side represents the diffusion flux and second
term is due to the thermo-osmotic flux. It should be noted that by
using the gradient of water content, A (water concentration) as the
driving force, the diffusion model can be used for the whole range
of 0<A <X\ =22 to treat the liquid water [13].

The energy equation may also have different forms in various
fuel cell components. For the porous media, the generalized energy
equation can be written as [13]:

HOLT) 4 o V(T = V(KVT) + SuapHy (4)
where p, Cp and k are porous media density, specific heat and ther-
mal conductivity. In Eq. (4), the left most term represents the rate
of change of energy in the control volume (i.e. thermal energy
storage), and second term represents the advection due to liquid
water, the first term on the right is the conduction heat transfer
and last term represents the heat released/absorbed due to the
phase-change in the porous media. Advection transport due to the
vapor diffusion is neglected. Thermal transport properties for the
DM were obtained by volume averaging. For the electrolyte domain
(Nafion® or Gore® Membrane), conduction is the dominant mode
of thermal transport. In the absence of any heat generation from
phase-change, the energy equation can be written as [13]:

9(pCpT)
ot

where all symbols are defined in the Nomenclature. The mem-
brane thermal properties can also be evaluated as a mixture of dry
membrane and water by volume averaging [7].

Water and thermal transport equations were solved in the DM,
CL and membrane. Boundary/interface conditions need to be spec-
ified in the thru-plane direction (x-direction) only. Boundaries in
other direction are symmetric; hence all gradients on these bound-
aries are zero. For water transport, zero mass flux is specified
for a land boundary condition. For a channel boundary simula-
tion, zero capillary pressure was specified in the gas channel.
This channel boundary condition simulates the maximum drainage
from the gas channel [13]. At the other porous material interfaces
(DM|CL, DM|MPL, MPL|CL), mass flux and water pressure continu-
ity is imposed. For the thermal transport, a constant temperature or
convective boundary condition can be specified at the DM boundary

+ pwCpwV(uwT) = V(KVT) (5)

(both at land/channel case). For all other interfaces in the compu-
tational domain, temperature and flux continuity is imposed.

2.2. Stack thermal model

The schematic of the stack and its components for the model
development is shown in Fig. 1(b). The stack model used in this
study was originally developed by Khandelwal et al. [8] for the cold
start analysis and has been customized to simulate the shutdown
scenario. The original stack cold start model [8] was a transient
conduction heat transfer model with phase-change of ice, coolant
re-circulation, advection heat transport due to flow of reactant
gases, and heat generation due to the electrochemical reaction
and ohmic losses. In this stack model, each stack component was
resolved spatially in the x-direction, and conservation of energy
is performed to obtain the final governing equation for the tem-
perature. To modify this stack start-up model for a shutdown
scenario, reactant gas and coolant flow was eliminated and no heat
generation due to electrochemical reaction or melting of ice was
considered. Additionally, advection heat transfer due to the liquid
motion under temperature gradient is also neglected. Thus, the only
mode of heat transfer across the solid stack components in the
PEFC shutdown model is conduction. The generalized governing
equation for each stack component can be written as

2
r(4)
pCp ) 0x2
where all symbols are defined in the Nomenclature. In Eq. (6), the
left side is the rate of change of control volume temperature (i.e.
thermal energy storage), right side is the conduction heat transfer.
Interface temperature and flux continuity was imposed across all
stack components, and convective boundary condition was used at

both end plates. Details of numerical implementation are provided
in Refs. [8,28].

2.3. Model integration

To estimate the residual water in the anode/cathode end cell,
an integrated approach combining the stack thermal model and
two-phase single cell model is adopted. A flow chart describing
the adopted integrated approach is shown in Fig. 2. The transient
stack thermal model provides the spatial temperature distribu-
tion, which is used to obtain the temperature boundary condition
for single cell model. This temperature boundary condition can be
obtained for any cell in the stack. In this study only anode and cath-

One dimensional validated stack thermal model (for
stack shutdown)

» Transient temperature distribution

I

Individual cell temperature boundary condition
(Transient)

|

Two-phase single cell model

Update cell temperature
boundary condition

I

» Conservation of mass and energy
» Thermal driven water transport in DM and
membrane

Detailed cell level liquid water saturation and
temperature distribution

Fig. 2. Flowchart illustrating the integrated modeling approach combining stack
thermal model with two-phase single cell model.
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Table 1

Stack and cell parameters used in model simulation.
Symbol Parameter (unit) Value [Ref]
l Width of the stack (m) 0.1
b Height of the stack (m) 0.25
N Number of cells 20
tep End plate thickness (m) 0.005 (Design 1)

0.05 (Design 2)

tep Coolant plate thickness (m) 0.0008
thp Bi-polar plate thickness (m) 0.0008
lm Anode/cathode DM thickness (jm) 400
(i Anode/cathode CL thickness (pm) 10
bm Membrane thickness (pm) 20
kp.om DM permeability (m?) 3x 10712 [22,23]
kp.cL CL permeability (m?) 3x 104 [5]
EpMm DM porosity 0.8
&cL CL porosity 0.3
Sirr Irreducible saturation 0.35, assumed
D;, Membrane water diffusion coefficient (m2 s—1) 2 x 10710 [24]
Dr Membrane thermo-osmotic diffusion coefficient (mol/ms K) —1.04 x 103 e(-22973/1) [25]
EW Membrane equivalent weight (kg mol~1) 1.1
Hy Latent heat of vaporization (Jkg=') 2260 x 103 [26]
Tt Ambient temperature (K) 298

ode end cells are investigated. Using the cell temperature boundary
condition, the single cell model is used to estimate the local water
distribution with land/channel boundary condition.

During shutdown, the stack temperature will decrease from
normal operating condition to room temperature. Therefore, the
temperature boundary condition from the stack model will be
transient in nature. It should be noted that the model integration
was done in an explicitly rather than a real time fashion due to
numerical complexity. To numerically implement this model inte-
gration, transient temperature conditions from the stack model
were stored. As the solution marches in time, the temperature
boundary condition in the single cell model was updated from the
stored temperature information from the stack simulations. The
time to reach the steady state condition (temperature only) will
depend on the stack design and material properties.

3. Result and discussion

Stack dimensional parameters and material properties are listed
in Tables 1 and 2, respectively.

3.1. Model validation

3.1.1. Two-phase single cell model

The single cell model was qualitatively validated for phase-
change induced flux (PCI) [13] in the DM. For qualitative validation,
the model was run on a test configuration of 4 layers sandwiched
DM and observations were compared with neutron-radiography
(NR) studies. The model was simulated with land and channel
boundary condition, with different temperature gradient and aver-
age temperatures. These detailed PCI flux studies have already
been presented elsewhere [13,28]. Only one result of transient lig-
uid temperature distribution in the 4 layers sandwiched DM is
shown in Fig. 3. Fig. 3 shows a transient profile of liquid satura-

Table 2
Thermal/material properties of the stack components.

tion distribution in the 4 layered sandwiched diffusion media with
land boundary condition, for two different temperature differences
(AT=10and 2°C). These two temperature differences provide two
extreme cases (AT=0.5 and 2.5°C across each DM) to investigate
the PCl effect in the DM. Initial liquid saturation of 0.2 was specified
and average temperature was maintained at 75 °C in both scenarios.
With a land boundary condition, liquid water will evaporate on the
left side and will diffuse towards the right (due to lower tempera-
ture/concentration), and can condense anywhere inside the DM or
on the right wall. As the configuration marches forward in time, lig-
uid saturation on left side decreases to zero and a dry front moves
toward the right. On the other hand, condensed water on right
side will increase the liquid saturation and eventually increase to
a value greater than the irreducible saturation. As liquid satura-
tion value exceeds the irreducible saturation value, a dominating
backward capillary flow is developed, and eventually, a steady state
condition can be achieved when evaporation and vapor diffusion
towards right will be balanced by the backward capillary flux. Com-
paring Fig. 3a and b, it can also be observed that with change of
temperature gradient across DM, only the time scale of diffusion
process (phase-change flux) changes. For AT=10°C, steady state
condition is achieved in almost 300 s, as shown in Fig. 3a. However,
for AT=2°C, a steady state condition was not achieved until 900 s
(Fig. 3b). At steady state, the liquid saturation profile will be same
for both cases, but the time to reach steady state can be dramatically
different.

To qualitatively validate the model trend and results, neutron-
radiography (NR) imaging was used. The NR imaging experiments
were performed at the National Institute of Standards and Tech-
nology (NIST) test facility, where a small field-of-view (2.5 cm?)
high resolution (~10 pwm) neutron imaging system exists. Details
of the text fixture and experimental methodology are presented
elsewhere [28]. To observe the PCI effect as simulated, 4 layers of
commercial diffusion media (SGL® series 10BB/10BA/10BA/10BB)

Thermal conductivity, k (W/mK)

Density, p (kgm—3) Specific heat, G, (J/kgK)

End plate 10[26]
Coolant plate 10[26]
Bi-polar plate 10 [26]
Diffusion media 0.4[27]
Catalyst layer 0.2 [27]
Membrane 0.2 [27]

1740 [26] 1460 [26]
1400 [26] 935 [26]
1400 [26] 935 [26]
450 710 [26]
450 710 [26]
1980 [24] 1170 [26]
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Fig. 3. Transient liquid saturation distribution in 4-layer sandwiched diffusion
media at different times Tayg =75 °C, land boundary condition (a) AT=10°C and (b)
AT=2°C.

were used for the experimentation. In a non-operating condition,
anode side gas channels were filled with liquid water and a tem-
perature gradient was applied by two coolant re-circulation baths
[28,29]. The anode bi-polar plate (left side in Fig. 4) was main-
tained at 70°C and the cathode bi-polar plate (right side) was
maintained at 60°C. Microporous layers were turned to be fac-
ing both channel sides to prevent liquid water penetration into
the DM (breakthrough pressure is measured to be ~6kPa), but
allow vapor diffusion. Fig. 4 shows the NR images at 1, 5 and
16 min after the start of the experiment. After 1 min of experimen-
tation (Fig. 4a), it can be clearly seen that water has condensed
on the cathode side from the anode channel. The condensed
water has moved underneath the cathode land or began to drain
inside the channel (top/bottom wall of cathode gas channel).
Without an imposed temperature gradient, no water transport
across the cell was observed. This observation is quite similar
to that predicted from the one-dimensional model. At t=5min,
more water has condensed underneath the land and drained
inside the cathode gas channel (Fig. 4b). From Fig. 4c, it can be
seen that the cathode gas channel is almost filled with liquid
water after 16 min of the experiment. It should be noted that in
the NR imaging experiments, the anode gas channel was always
filled with liquid water, i.e. it has an infinite source of water
to evaporate. On the other hand, in the numerical simulation,
the amount of water is limited by the specified initial condition.

Thus, no dry front movement can be observed from the NR imag-
ing.

3.1.2. Stack thermal model

As previously mentioned in Section 2.2, the stack model was
originally developed for cold start analysis and is modified here for
the shutdown scenario. During model development for cold start
analysis, the stack thermal model was validated with the start-
up experimental data on a 20-cell stack from —10°C to ambient
temperature. The stack was fully instrumented to measure oper-
ating current density, individual cell voltage for all 20 cells, and
temperatures measurements for 1st, 5th, 10th, 15th and 20th cell.
After a rigorous sensitivity study, the model was validated for
all 5 locations temperature measurement [28]. Further details of
stack validation cannot be provided due to stack propriety infor-
mation. Moreover, stack model calibration is true for one set of
stack dimension and need to be recalibrated, if the stack dimen-
sions and materials are changed. In the result section, we have used
the stack dimension and material properties that are available in
the published literature.

3.2. Impact of thermo-osmosis

To investigate the effect of thermo-osmosis on water trans-
port, one-dimensional simulations were performed on a full cell
geometry. Before simulating the real shutdown temperature condi-
tions from stack model, simulations were performed with constant
temperature gradient and average temperature. Applying these
constant temperature conditions help in understanding how tem-
perature affects water transport in the cell. These conditions
also represent the maximum impact of thermo-osmosis on water
removal after cell shutdown. Thermo-osmosis has not traditionally
been included in fuel cell models, but can become an important
mode of water transport under shutdown conditions, as described
below.

Simulation dimensions and other parameters are shown in
Table 1. The average temperature was maintained at 75 °C and two
different AT: 10 and 2°C across the fuel cell were used. Simula-
tions are presented with constant temperature and land boundary
condition with T =Tayg+ AT/2, Tg=Taye — AT/2, where T, is the
anode side temperature and Ty is the cathode side temperature.
It has already been shown that the trend for water transport with
land and channel boundary condition is similar [13]. Moreover,
with land a boundary condition it is relatively easy to monitor
the water transport, as no vapor or liquid can escape the com-
putational domain. Initial temperature, liquid saturation in DM
and CL, and membrane water content is specified as a value of Ty,
0.15, and 15.2 (14 + 8sy,), unless otherwise specified. The thermo-
osmotic diffusion coefficient is negative for most commonly used
fuel cell membranes. A typical range of thermo-osmotic diffusion
coefficient is 1076 to 10~ molm~1! s~1 K-! [25], depending on the
membrane average temperature. The expression shown in Table 1
has been determined for a W.L. Gore® membrane [25].

Fig.5(a)and (b) shows the transient liquid saturation/water con-
tent profile in a fuel cell with a negative thermo-osmotic diffusion
coefficientfor AT=10and 2 °C, respectively. With negative thermo-
osmotic diffusion coefficient, the direction of thermo-osmotic flux
in the membrane will be from the cold to hot side, i.e. from
cathode catalyst layer to anode catalyst layer, as simulated here.
However, diffusion flux will be from the anode to cathode side.
So, the direction of net water flux in membrane will depend on
the relative magnitude of diffusion flux (positive direction) and
thermo-osmotic flux (negative direction). For a given membrane,
the magnitude of these fluxes will depend solely on a coupled bal-
ance between the concentration and temperature gradient effects,
respectively. As the temperature field is developed in the domain,
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t=1min, (b) t=5min and (c) t=16 min.

thermo-osmotic flux will remove water at a constant rate from
the cathode to anode side of the membrane. However, due to
phase-change induced flux in the DM and CL, liquid saturation on
the anode catalyst layer increases. On the cathode catalyst layer,
the liquid saturation is decreasing with time. The magnitude of
the diffusion flux will be increasing as the concentration gradi-
ent increases across the membrane. Fig. 5(a) shows a scenario
(AT=10°C), when the diffusion flux cannot overcome the oppos-
ing thermo-osmotic flux due to high temperature gradient. In this
case, as soon as cathode catalyst layer is dried, no water can be
transported from anode to cathode or vice-versa. Thus, in this sce-
nario the membrane becomes a barrier for water drainage and
both anode and cathode DM and CL will behave as two disjoint
porous media domains. It should be noted that the thermo-osmotic
fluxes deducted by Kim and Mench [25] were for fully liquid satu-
rated membranes, and it is likely that for partially dry membranes,
thermo-osmotic flux is reduced somewhat. Fig. 5(b) shows another
scenario (AT=2°C) when diffusion flux is able to overcome the
opposing thermo-osmotic flux. It has been already shown that in
the porous media (DM and CL), decreasing the average tempera-
ture will slow rate of water vapor diffusion [13]. Thus, implying
that diffusion flux in membrane can reach the same order as the
previous scenario AT=10°C. However, thermo-osmotic flux in
the membrane will be drastically reduced due to the decrease in
the temperature gradient across membrane. As we can see from
the plot, initially, liquid saturation near the anode catalyst layer
increases and then it start decreasing as water diffuses from anode
to the cathode side. At the same time, the liquid saturation at the
cathode catalyst layer reduces to zero, as liquid water was trans-
ported to anode catalyst layer by thermo-osmotic flux along with
the water movement towards the land by phase-change induced
flux. Also, the net rate of water transport across the membrane

(from anode CL to cathode CL) is lower than the amount of water
which can be removed from PCI effect at cathode CL. Thus, the
cathode catalyst layer will remain dry. Another important aspect is
that all the water from the anode cannot be transported to cathode
side. At steady state, a balance of diffusion flux and thermo-osmotic
flux in the membrane will be achieved and no more water can be
transported. So, in this scenario, the cathode CL can achieve the
dry condition and anode CL will always have some residual water.
The amount of residual water can be estimated by the flux bal-
ance. For example in the AT=2°C scenario, thermo-osmotic flux
is ~2.65 x 1074 kgm~2's (ATmembrane ~ 0.2 °C). From the diffusion
flux relation D; My (pom/EW)(Alw /Ax) and with sy, = 0 (Ay, = 14)
on the cathode catalyst layer side, it can be found that residual lig-
uid saturation on the anode side should be around 0.102. A typical
temperature difference across any cell in a conventional stack PEFC
stack can vary from 0 to 2 °C depending on the cell location in the
stack. However, with the change in the stack design (e.g. Bradean
et al. [11]) and shutdown protocol (e.g. forced cooling on one end
during shutdown [28]), the temperature gradient across the cells
can be substantially increased. Study of water transport in end cell
and impact of stack design on water drainage etc. is presented in
the following sub-section.

3.3. Stack temperature distribution

In this study, two different 20-cell stack designs proposed by
Bradean et al. [11] are investigated for end cell water transport
and are shown in Fig. 6. In the first design (Design 1), the stack is
insulated from all sides except the cathode end plate (Fig. 6a), thus
artificially creating a defined temperature gradient. In Design 2, a
heat reservoir is attached between the end plate and insulation on
the anode side of Design 1 (Fig. 6b). Due to the addition of heat reser-
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Fig. 5. Transient liquid saturation and water content distribution in the one-
dimensional fuel cell simulation with negative thermo-osmotic diffusion coefficient,
Tavg =75°C, land boundary condition (a) AT=10°C and (b) AT=2°C.

voir, the temperature gradient in the stack is increased in Design
2. Stack dimensions for both designs are listed in Table 1. Table 2
lists the stack material properties used in the stack thermal model.
Both stack designs were cooled from 65 °C to room temperature by
natural cooling (from anode end plate).

(a) 20 Cell Stack
cooling
Insulation
(b) 20 Cell Stack
cooling
—

Insulation

Heat Reservoir

Fig. 6. Schematic of stack design to use temperature gradient to drain water [11]
(a) Design 1: fuel cell stack insulated on all side except one stack end and (b) Design
2: new fuel cell stack design with heat reservoir between anode insulation and end
plate.
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Fig. 7. Transient temperature distribution in a 20-cell PEFC stack during shutdown
(natural cooling): (a) conventional stack insulated from all side except cathode end
plate (Design 1) and (b) stack design with high thermal mass on anode end plate
[11] (Design 2).

Fig. 7(a) and (b) shows the transient stack temperature pro-
file for both stack designs. Stack simulations were performed to
simulate 12 h after shutdown, but temperature profiles are shown
only for the first 3 h for brevity. It can be easily seen from the plot
that the net temperature gradient across cells in stack Design 2 is
almost two times higher as compared to the Design 1. After 30 min
of shutdown, the average temperature difference across the cells in
the stack was ~6°C for Design 1 and ~10°C for Design 2. The two
key parameters for temperature driven phase-change water trans-
port are average temperature and temperature gradient [13]. It is
quite evident from Fig. 6 that cells in Design 2 have higher average
temperature as compared to Design 1. To investigate the tem-
perature gradient, the variation of temperature difference across
anode/cathode end cell with time for both stack designs is shown
in Fig. 8. For the anode end cell (cell 1), the maximum temperature
difference (AT) for Design 2 (~0.3°C) is almost three times more
than Design 1 (~0.1°C). On the other hand, for the cathode end cell
(cell 20), the maximum AT is almost the same (~0.55 °C) for both
stack designs. However, after achieving the maximum AT, the rate
of decrease of AT for cathode end cell in Design 2 is substantially
lower than Design 1. Thus, Design 2 not only amplifies the tem-
perature gradient for anode end cell, but it also increases the cell
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Fig. 8. Transient temperature difference across anode end cell (cell 1) and cathode
end cell (cell 20) for both stack designs.

average temperature for both anode/cathode end cells. Both effects
enhance water motion via phase-change induced flow effects.

3.4. End cell water distribution

To investigate the detailed water transport in the end cell during
shutdown, the temperature boundary condition was derived from
the stack model results. Single cell simulations were performed
with constant initial temperature of 65 °C, liquid saturation of 0.15
in DM and CL, and membrane water content (A =H,0/SO3~) of 15.2.
For detailed comparison, end cell results are presented for both
land and channel boundary condition with identical temperature
boundary condition. It should be noted that in the real scenario land
and channel may have different temperature boundaries which
may complicate the water transport somewhat.

Fig. 9 shows the rate of decrease of average saturation in
anode/cathode end cell for both stack designs. Note that this is the
maximum value, since we are assuming zero capillary pressure in
the channel. The assumption of zero capillary pressure will not be
true if there is a droplet in the channel because of drainage from
diffusion media. For the cathode end cell, water drainage rate is
almost the same for both stack designs for first 45 min after shut-
down. Afterwards, water drainage rate decreases slightly for Design
1 end cell due to lower temperature gradient as compared to Design
2 end cell (Fig. 8). On the other hand, the Design 2 anode end cell
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Fig. 9. Rate of water removal in porous diffusion media in anode end cell (cell 1)
and cathode end cell (cell 20) for both stack designs.
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Fig. 10. Transient liquid saturation distribution in the anode end cell for both stack
designs with land boundary condition (a) Design 1 and (b) Design 2.

perform substantially better than Design 1. Water drainage rate
increases almost three to four times from Design 1. The improve-
ment in the drainage rate for Design 2 anode end cell is a combined
effect of high average temperature and gradient. This observation
is consistent with experimental observation by Bradean et al. [11],
and also qualitatively validates the integrated modeling approach.
It should be noted that exact quantitative match is very difficult
to obtain due to the unavailability of stack design and dimensions
as well as limitations of the two-phase model. In this shutdown
experiment, negative membrane thermo-osmotic diffusion was
considered. This implies that there will be always some residual
amount of water at anode catalyst layer, resulting from the balance
of thermo-osmosis and diffusion flux in membrane. As temperature
decreases, thermo-osmotic flux also decreases. Thus, the residual
water at anode the catalyst layer decreases. After 3 h of shutdown,
liquid saturation was reduced to less than 0.01 for all cases except
the Design 1 anode end cell, as shown in Figs. 10 and 11.

Figs. 10 and 11 show the detailed liquid saturation distribution
in the anode end cell with land and channel boundary condition,
respectively. For the land boundary condition, water evaporates
at higher temperature and diffuses towards the right side (lower
temperature) and condenses underneath the land. Eventually, a
balance of backward capillary flux and forward diffusion flux is
achieved. On the other hand, for the channel boundary condi-
tion, water vapor escapes from the right side, thus drains liquid
water from the fuel cell. The water drainage rate presented in
Fig. 9 was derived from the simulations with channel boundary
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Fig. 11. Transient liquid saturation distribution in the anode end cell for both stack
designs with channel boundary condition (a) Design 1 and (b) Design 2.

(Fig. 11). This analysis indicates that a change in the stack design
can enhance the stack temperature gradient and increase the water
removal rate.

3.5. Effect of cooling rate

All the above simulations were presented with natural cooling
on the right end plate (cathode side) for the stack. Fig. 12 shows
the improvement in the dry-out time for the Design 2 anode end
cell with an increase in the cooling rate (convective heat trans-
fer coefficient on right end plate: h). Here, the dry-out time is
defined as the time for average saturation in the fuel cell diffusion
media to become less than 0.01. This condition is chosen because,
due to the negative membrane thermo-osmotic diffusion coeffi-
cient, it is not possible to fully drain the liquid water using the
temperature gradient method. Fig. 12(a) shows the drainage rate
for varying cooling rate, h, varying from 10 to 10,000Wm~2K-1,
Drainage rate increases with increase in h from 10to 50 Wm~-2 K1,
At h=10Wm~2K~1, the average liquid saturation was reduced to
its minimum value in 130 min. However, for h=50 Wm—2K-!, it
took only 60 min to drain the same amount of liquid water. It should
be noted that the drainage of the water from the porous media is
into the channels, which would ultimately need to be drained as
well before freeze. This can be accomplished with a rapid purge
of circulating gas, or with gravity forces, depending on the par-
ticular design. Afterwards, the rate of increase in water removal
is significantly decreased and reaches almost an asymptotic value
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Fig. 12. (a) Rate of water removal in porous media in anode end cell (cell 1) for
Design 2 with different cooling rate on right end plate and (b) variation of porous
media drying time with cooling rate.

for h greater than 100Wm~2K~!, and is shown in Fig. 12(b). The
increase in cooling rate (h) is proportional to the parasitic losses
in the fuel cell system, implying this approach may decrease the
overall fuel cell system efficiency. The purpose of use of thermal
driven phase-change flux is to drain the liquid water from the fuel
cell with minimum parasitic loss. Additionally, forced cooling may
also result in reaching the ambient temperature at a faster rate as
compared to the natural cooled stack design or conventional stack
design. So, in sub-zero environment, a forced cooling stack design
may end up in having more cold start cycle than conventional stack
and can impact fuel cell durability. Thus, with a forced cooling stack
design, a careful analysis must be done in enhancement of drainage
(saving in parasitic losses), and additional energy required and its
impact on fuel cell durability.

Depending on the location of a particular fuel cell in a stack,
the anode or cathode side may be the colder location during shut-
down, and a scenario with a temperature gradient can exist. A key
to minimize the residual water at the cathode catalyst layer is to
maintain the relative balance of phase-change induced flux in DM,
and net balance of thermo-osmotic flux and diffusion flux in the
membrane. The goal is to fully drain the electrode at shutdown
before a frozen condition is reached. The reader should also note
that these results are investigated for the current specific stack
design and may not be directly applicable to others stack design.
Stack design for automobile and other application may need to
be changed to use temperature driven flow to reduce the resid-
ual water. But this work clearly demonstrates that by changing
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the stack design a modest temperature gradient can be achieved
to increase the water drainage at the electrode before cold condi-
tions (a high enough gradient to move water, but not enough for
thermo-osmotic flux to overcome diffusive drainage), thus proper
shutdown can be achieved. Thus, by reducing residual water, both
cold start performance and freeze-damage can be improved.

4. Conclusions

In this work, an integrated modeling approach is presented to
investigate the concept of using controlled temperature gradients
to non-parasitically remove excess water during PEFC shutdown.
Two mathematical models: a two-phase single cell model and a
stack level thermal model have been developed and integrated
thru boundary conditions. The stack level model is a transient ther-
mal model which provides detailed stack temperature distribution.
The single cell level model is a two-phase unit cell model and is
capable to predict the detailed saturation and thermal profile in
the PEFC components. The key features of the two-phase single
cell model are incorporation of phase-change induced flow in the
porous media, and thermo-osmotic flux in the polymer membrane.
To integrate both models, the single cell model is used to estimate
the local water distribution with land/channel boundary condition,
and the stack thermal model provided the transient temperature
boundary condition to simulate any cell in the stack.

Model results indicate that a favorable temperature gradient
can be formed in the stack to enhance the water drainage rate
with a high impact in the anode end cells by changing the stack
design to promote an internal temperature gradient during shut-
down. It was shown that water drainage rate can be increased by
three to four times by adding a heat reservoir at the anode end
plate. This favorable temperature gradient (or drainage rate) can
be further enhanced by forced cooling on the cathode side of the
stack. It was found that water drainage rate reaches an asymptotic
value for a cooling rate higher than h 100W m~2K-!. However, a
forced cooling stack design may have adverse impact on overall
system efficiency and fuel cell durability as compared to conven-
tional stack design. Ultimately, the results of this work can be used
to improve stack design and develop less parasitic shutdown pro-
tocol to minimize the residual water in the fuel cell materials after
shutdown.
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