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Abstract

This thesis develops models for the design and control of Dead-Ended Anode (DEA) fuel
cell systems. Fuel cell operation with a dead-ended systems anode reduces fuel cell system
cost, weight, and volume because the anode external humidification and recirculation hard-
ware can be eliminated. However, DEA operation presents several challenges for water
management and anode purge scheduling. Feeding dry hydrogen reduces the membrane
water content near the anode inlet. Large spatial distributions of hydrogen, nitrogen, and
water develop in the anode, affecting fuel cell durability. The water and nitrogen which
cross through the membrane accumulate in the anode during dead-ended operation. Anode
channel liquid water plugging and nitrogen blanketing can induce hydrogen starvation and,
given the right conditions, trigger cathode carbon oxidation leading to permanent loss of
active catalyst area. Additionally, the accumulation of inert gases in the anode leads to a
decrease in cell efficiency by blocking the catalyst and reducing the area available to sup-
port the reaction. Purging the anode uncovers the catalyst and recovers the available area,
but at the expense of wasting hydrogen fuel.

To understand, design, and control DEA fuel cells, various models are developed and
experimentally verified with plate-to-plate experiments using neutron radiography and gas
chromatography. The measurements are used to parameterize dynamic models of the gov-
erning two-phase (water liquid and vapor) spatially distributed transport phenomena. A
reduced order model is developed that captures the water front evolution inside the gas
diffusion layer and channels. A second model captures the nitrogen blanketing front loca-
tion along the anode channel. The reduced order models are combined to form a complete
description of the system. They require less computational effort, allow efficient parame-
terization, and provide insight for developing control laws or designing and operating DEA
fuel cells.



Chapter 1
| ntroduction

Advances in the design and control of Polymer Electrolyte Membrane (PEM) Fuel Cells
(FC)s are necessary to significantly improve durability and reduce cost for commercial ap-
plications. Degradation of the membrane and catalyst support structure has been observed
and is associated with undesired reactions which occur during load following [1] and start-
up conditions([2]. This degradation is also caused by the local build-up of liquid water
[3, 4], nitrogen, and oxygen in the anode channel. Anode channel plugging, for example,
can induce hydrogen starvation and, given the right conditions, trigger cathode carbon ox-
idation and loss of active catalyst aréal[5| 6, 2]. Apart from the permanent degradation,
nitrogen accumulation and blanketing in the anode channel leads to a recoverable decrease
in cell efficiency through reduction of the catalyst area available to support the reaction.

To avoid performance loss and degradation, excess water and nitrogen accumulation
in the anode channel are minimized by using high hydrogen flow rates, resulting in the
Flow-Through Anode (FTA) configuration. To increase the fuel utilization, a Re-Circulated
Anode (RCA) architecture is used. In this configuration, water is removed from the gas
stream leaving the channel and the reaming hydrogen (which is diluted with nitrogen) is
recirculated back into the stack inlet. There, the gas is combined with additional high-purity
hydrogen from the storage medium. The hydrogen rich gas is then humidified and fed to
the anode inlet. The combined water removal, recirculation, and humidification in the FTA
configuration minimizes the spatial variability in the hydrogen distribution along the an-
ode channels, but leads to higher system cost and lower power density due to the external
humidification and anode recirculation hardware. To achieve competitive cost and power
density for low temperature fuel cells Dead-Ended Anode (DEA) operation is considered
in this thesis. DEA systems can operate with dry hydrogen at low flow rates and without
external humidification, however, large variations in the spatial distributions of water (dry
inlets and flooded outlets) and nitrogen need to be addressed.

Liquid water formation can appear under various conditions leading to stationary, cy-
clostationary, or erratic patterns| [3, 7]. It is therefore difficult to statistically assess or



physically model the impact on degradation due to lack of atgd#e data. This the-

sis develops and shows plate-to-plate experiments with controlled flooding patterns [8],
which are used to parameterize models of two-phase (water liquid and vapor), dynamic
and spatially distributed transport phenomena inside a low temperature fuel cell. Detailed
experiments show that nitrogen crossover and accumulation strongly impacts the distribu-
tion of reactants and current density when operating in DEA mode. The model is then
reduced in complexity, first by deriving ordinary differential equations that capture the wa-
ter front evolution inside the FC porous media and channels. The simplification reduces
the computational effort and allows for efficient parameterization. Once parameterized, the
model can be used to study system behavior [9] and develop controllaws [10, 11].

1.1 PEM Fuel Cell Basics

Proton Exchange Membrane, also called Polymer Electrolyte Membrane, Fuel Cells
(PEMFC)s are electrochemical energy conversion devices. PEMFCs produce electricity
by combining hydrogen and oxygen, typically from the air, to form water and a small
amount of heat. The heart of PEMFCs is the polymer electrolyte membrane. Two half
reactions half reactions take place at the catalyst layers on either side of the membrane as
shown in FigLLIl. The splitting of hydrogen into protons and electrons takes place at the
anode catalyst layer. Protons crossing the membrane combine with oxygen and electrons
at the cathode catalyst layer to generate water. The membrane provides a barrier to keep
the hydrogen and oxygen separated. It must conduct protons easily, yet be electronically
insulating to force the electrons through an external circuit and provide useful work. One
such membrane material is Nafi8rmanufactured by DuPont, another competing product

is provided by Gore. These polymer membranes have low melting temperatures, which
limit operating temperature below 10C. Typical operating temperatures range from 50

to 70°C. PEMFCs have several attributes, including low operating temperature and high
efficiency (typically 50-70% for the fuel cell stack and 40-60% for the overall system),
which make them good candidates for automotive and portable power applications.

The basic structure of the PEM fuel cell is shown in Fig] 1.1. The fuel and oxygen
(air) are delivered across the active area through a series of channels. These channels are
typically machined into the backplanes which are a conductive material, allowing electron
transfer to the current collectors and completion of an electric circuit. The ratio of channel
width to rib (contact) width, and the channel flow-field pattern are important design param-
eters affecting fuel cell performance. The Gas Diffusion Layer (GDL) is a porous material
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Figure 1.1 Basic Fuel Cell structure (not to scalg) [12].

used to evenly distribute the reactant gases from the channel to the catalyst surface in the
area under the ribs and channels. The GDL is typically composed of an electrically conduc-
tive carbon paper or cloth material. It is also designed to promote the removal of product
water from the catalyst area, by treatment of the carbon with a hydrophobic coating such as
Teflon. Finally the Catalyst Layer (CL) contains platinum particles supported on a carbon
structure. The CL is where the reaction takes place inside the fuel cell. For the reaction to
take place at the cathode, all three reactants, protons, oxygen, and electrons, must be able
to reach the Platinum (Pt) particle. Protons are conducted through the Rafiembrane
material, electrons through the carbon support structure, and oxygen gas through the pore
space. Therefore, each Pt particle must be in contact with all three portions of the cell
[13]. A thin Micro-Porous Layer (MPL) can also be inserted between the GDL and CL
to increase the electrical contact and aid in water removal from the catalyst or membrane
hydration [14].

The membrane is a polymer that absorbs water, and the membrane water aggtent
defined as the number of moles of water per mole oft$@ the membrane, is a critical
parameter for describing both proton transport and the permeation of molecular species



through the membrane. As the water content of the membraneaises, both the proton
conductivity and the rate of gas permeation through the membrane also increase. Increased
proton conductivity is good for fuel cell efficiency. However, increased permeability in-
creases the rate of molecular crossover through the membrane, lowering the fuel cell
efficiency, and thereby resulting in excess accumulation of water (plugging) and nitrogen
(blanketing) of the anode channels. Hydrogen is thus displaced or blocked from reaching
the catalyst sites. Modeling and managing this accumulation is the subject of this thesis.

1.2 Fuel Cell Sub-Systems

The PEMFC systems can be organized into three main categories, each of which evolves
on different time-scales, the fastest is reactant gas supply (air or oxygen and hydrogen),
followed by thermal management, then water management. Although dynamic behavior
of each sub-system is tightly coupled (for example excess reactant supply may be used to
carry heat and product water out of the cell, overlapping with the objectives of the thermal
management system), these divisions provide a useful modeling framework. This thesis
focuses on management of dead-ended anode operation. This topic has not been covered
extensively in the literature or studied by the control society. Water management is consid-
ered to be one of the main barriers to commercialization of low temperature PEMFC stacks
[15]. In this section, the overall stack management system is presented in order to provide
adequate perspective and motivate DEA operation.

Figure[1.2a shows a basic fuel cell control architecture with many of the common con-
trol actuators for the reactant supply systems, hydrogen on the anode and air on the cathode.
Although some small portable fuel cell systems are low-pressure ambient air breathing,
which rely on free convection to deliver the oxidant, most automotive applications use
forced air. In forced air systems, a scroll or centrifugal compressor is used to increases the
oxygen partial pressure in the channels and hence the power density of the System [16]. The
actuatoru, controls the supply rate and back-pressure of the air to the cathode side of the
fuel cell. If the compressor is driven by the fuel cell, a limit on the rate of power increase
should be used in order to prevent oxygen starvatioh [17]. Various control techniques have
been used to model and handle the constraints of the air compressor and manifold filling
dynamics [[16] 18], including feedback linearization/[19] and a reference governor [20].
In addition to buffering the fuel cell from damaging increases in load current, excess air
supplied to the cathode aids the removal of liquid water from the channels [3,121, 22].

Since excess air is supplied, typically 2 - 3 times the amount required to support the re-
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Figure 1.2 Fuel cell control actuators and sub-systems (modified fiorh [16]). a) Dashed gray box
shows hardware required for anode re-circulation (RCA). b) Simplified hydrogen delivery system
for pressure regulated Dead-Ended Anode (DEA), which reduces or removes the need for inlet
humidification, ejector, water separator and recirculation plumbing.

action, there is a very high flow rate of gas through the cathode channels and humidification
of the incoming air is required to prevent drying the membrane. Bubblers, hotplate injec-
tion, and other novel humidifiers are employed for the inlet air humidification. The water
temperature and flow rate ( indicated by actuai)rthrough a membrane-type humidifier
may be used to control the relative humidity of the incominglair[23, 24]. This sub-system
is tightly coupled with the air flow and thermal management sub-systeris 25,126, 27], since
the coolant water exiting the stack is then fed into the humidifier. The coolant flow rate and
fan speeduys, can be used for control of the cooling system.

The overarching difficulty in the subsystem level control paradigm is that the control of
air flow rate, cathode pressure, cathode inlet relative humidity, and stack temperature are



all tied to the higher level control objective of water managat. Water management is a
critical issue for PEMFC operation to ensure long stack life and efficient operation. Two
of the limiting factors which prevent the mainstream adoption of PEMFCs are cost and
durability or stack lifetime[[15]. One of the major culprits affecting PEMFC durability is
water, specifically the formation of liquid water inside the cell [3] and the wet-dry cycling

of the membrane [28, 29]. The formation of liquid water can block reactants from reaching
the catalyst leading to starvation and carbon corrosion [5,!30, 2], a permanent degradation
of the cathode support structure. Conversely, drying of the membrane increases protonic
resistance which yields lower cell efficiency, as illustrated in se€tidn 2.5. There needs to be
sufficient water content in the membrane, (high,), so that proton conduction through the
membrane is easy, however, too much water results in flooding and channel plugging. The
delicate balance between drying and flooding is called management [4, 6, 31]. Modeling
can provide the necessary tools to achieve this delicate balance in a cost-effective way.

1.3 Anode Water Management

Flow-through operation is used on both the anode and cathode of most laboratory or ex-
perimental hydrogen PEMFC systems. However, the fuel utilization of flow-through anode
(FTA) operation is too low for commercial and portable systems. Fuel utilization is the
rate of fuel consumption divided by the rate of fuel delivétyye; = (It¢/(NF))/Vsyel [13],
wherels. is the fuel cell current in Amperes (A= 2 is the number of electrons taking

part in the reaction, F=96,400 C mdlis Faraday’s constant ami,e is the hydrogen de-

livery rate in mol s1. The fuel stoichiometrydy, = 1/Usyel, is the inverse of utilization.

The anode reactant sub-system, shown in[Eig. 1.2a, uses a re-circulation loop to re-cycle ex-
cess hydrogen back through the fuel cell stack increasing the fuel utilization. However the
RCA requires hydrogen grade plumbing and hardware such as an ejector/blower [32, 33],
water separator, and hydrogen humidification. These components add weight, volume, and
expense to the system |34, 35]. Note that the water must be removed from the gas exiting
the anode before it goes to the ejector and then the dry fuel supplied to the anode must be
re-humidified to prevent over-drying of the membrane due to the higher flow rate.

Although the RCA subsystem can remove water from the gas stream, purging is still
required to handle the nitrogen. A small amount of nitrogen crosses through the membrane,
driven by the gradient in partial pressure from the air fed in the cathode. Over time this ni-
trogen accumulates in the anode feed system, which dilutes the hydrogen fuel in the anode
[36,137]. The dilution of H lowers the fuel cell terminal voltage, and hence the efficiency.



Therefore the anode re-circulation system needs to be patgesitain intervals to remove
the accumulated inert gas and maximize the system efficiency.

This thesis models a Dead-Ended Anode (DEA) system fed by pure dry hydrogen,
shown in Fig[1.Pb, which is regulated to maintain anode pressure and supply exactly the
amount of hydrogen needed to support the reactign= 1. DEA operation does not have
as stringent requirements as the RCA system on hydrogen inlet humidification due to the
lower flow velocity in the channels. The water crossing through the membrane could be
enough to humidify the hydrogen fuel. The use of a pressure regulator instead of the RCA
hardware (comprised of a mass flow controller, outlet water separator, hydrogen ejectors or
blower, and inlet humidification), yield a system with lower cost and volume. In DEA oper-
ation, the binary control signaly € {0,1}, opens the downstream solenoid valve, causing
a brief high velocity flow through the anode channel as the pressure regulator opens in
attempt to maintain the system pressure. The high velocity flow aids in the removal of
liquid water dropletsl[3, 22], which in the case of RCA could remain stationary due to the
lower gas velocity. Several anode configurations, and the practical aspects of purging vs.
flow-through, have been considered experimentally in[[38, 39, 40].

Similar to the RCA system discussed above, nitrogen and water crossover is a concern.
In a DEA system, the nitrogen, pushed toward the end of the channel by the flow of re-
actants, accumulates. The accumulatingfddms a blanket, which completely displaces
hydrogen from reaching the catalyst layer, effectively shutting down the power production
from the affected region of the cell [41]. Water vapor gradients between the humidified
cathode and the dry fed anode also drive excess water into the anode, which can cause sig-
nificant liquid water accumulation. Unlike water vapor whose maximum partial volume is
dictated by temperature, liquid can fill the entire free space in the channels [8]. This liquid
water accumulation in the channel water blocks the flow of reactants, which is referred to
as channel plugging, and stops the production of power in the affected regions of the cell.

The gas velocity, driven by consumption of hydrogen, pulls nitrogen and water toward
the bottom of the channel. Gravity helps stabilize the system as heavier molecules get
pushed toward the bottom. As the mass accumulation continues, a stratified pattern devel-
ops in the channel with a hydrogen rich area sitting above a hydrogen depleted region, as
shown in Fig[1.4. The boundary between these regions is a time-varying front, which pro-
ceeds upwards toward the inlet [41]. The mass accumulation physically blocks hydrogen
gas from reaching the anode catalyst sites, which is the mechanism for the experimentally
observed and recoverable voltage degradation [8, 36, 42]. Therefore, purges of the anode
channel volume are necessary to clear the reaction product and inert gas from the chan-
nel. After the purge, the catalyst area contributing to the reaction increases and hence the



measured voltage increases.

To prevent confusion and clarify the observed phenomena, thefl@odingis used to
describe the accumulation of liquid water in the GDL or catalyst layer, and thepteign
gingis used to refer to liquid water in the channels, which blocks or hinders the flow of gas
through the channels [43]. The tebtanketingis used to designateNnass accumulation
in the AN CH, which prevents hydrogen from reaching the catalyst layer.

Understanding, modeling and predicting the front evolutions in the anode for DEA op-
eration of PEMFCs would allow a judicious choice of purging interval and duration. It
is also possible, as shown in Chapter 6. to find operating conditions with stable behavior
without purging. Using the modeling framework outlined in this thesis, one could deter-
mine an optimum schedule to reduce thgwhsted during purges and avoid over-drying
the membrane. The advantage to developing simple models is that they can be used for
MPC [10] or observer-based feedback algorithms that provide robustness in the control
algorithm.

1.4 Neutron Imaging to Measure Liquid Water

The measurement of both water vapor and water liquid in operating PEMFCs is one of the
greatest challenges for controlling FC stack operation due to the lack of availability, and
cost, of sensors. Therefore, models which can accurately predict the amount of water in-
side the FC are important. Relative humidity (RH) sensors are expensive and saturate when
exposed to liquid water, thus making them unsuitable for controlling FC operation, except
for very dry operating conditions. The measurement of liquid water distribution inside an
operating fuel cell, needed for model validation, is often complicated by methods which
interfere with the quantity to be measured. Optical imaging of water droplets in the chan-
nels using high-speed cameras! [44] requires the use of plexiglas end-plates or windows to
allow visual inspection. Unfortunately, the materials used in the construction of fuel cells
with optical viewing windows tend to have very different thermal conductivity properties,
and therefore have been shown to induce condensation and impose non-realistic operating
conditions. Magnetic Resonance Imaging (MRI)|[45] is another relatively new and inter-
esting tool for investigating water behavior inside PEMFC. However, this technique also
requires the use of non-standard materials as metallic end-plates and current collectors are
incompatible with the MRI equipment. The clear advantage of neutron imaging is the abil-
ity to measure in-situ the liquid water concentration while using realistic or commercial FC
designs.
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The fundamental principle of neutron imaging is based on pinhole optics. Neutrons
emitted from the reactor core escape through a small diameter (1 cm) aperture (the pin-
hole), and travel down the flight tube, as shown in Eigl 1.3. At the end of the 6 m flight
tube, the fuel cell is placed in front of a neutron sensitive detector. The intensity of the
neutron beam passing through the fuel cell is attenuated by liquid water in the fuel cell,
and then the remaining neutrons which pass through are detected by a panel array. This
produces a 2-D projection of liquid water distribution in the fuel cell. Dry images of the
fuel cell are taken as a reference, which can later be used to calculate the amount (i.e. thick-
ness) of water in the path of the neutron beam, as described in Chhpter 3. Some excellent
techniques to improve resolution and reduce uncertainty in measurements using neutron
imaging can be found in [47, 48].

Beginning with [49] in 1999, many publications have utilized neutron imaging to study
the effects of liquid water accumulations and distributions on the operation of PEMFCs
[50,17,48, 51| 52, 53, 54, 55, 56,/57, 58] 59]. All of these publications deal with imaging
the fuel cell during steady state flow through conditions. The research presented in this
thesis is the first experimental validation of a dynamic model to predict DEA operation
using in-situ measurements of liquid water accumulation.

The capabilities of the National Institute for Standards and Technology (NIST) Neu-
tron Imaging Facility (NIF) for fuel cells are described in [46]. There are only a few other
facilities in the world which offer comparable neutron imaging capabilities, including the
Paul Scherrer Institute (PSI) [60] in Switzerland, and the International Thermonuclear Ex-
perimental Reactor (ITER) in France. There are two imaging setups available at NIST:

1) Alow spatial resolution (25Qxm) detector with a relatively high time-resolution (for
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fuel cell liquid water measurement), on the order of 1 s pané&a This imaging
setup was used for in-plane water distribution measurements, as described in chapter
[3, where the plane is defined by the membrane.

2) A recently developed high resolution detector (1@&1) which has poor time reso-
lution (imaging requires long exposure times20 mins, and steady state conditions)
but can be used for through-plane (ixedirection) water distribution measurements.
Modeling and measurement results from the high resolution imaging are shown in
[61].

1.5 Fuel Cell Modeling

From the simplest model, a static polarization curve, to fully dynamic 3-D multi-phase
models [62], the common objective is prediction of the fuel cell terminal voltage as a per-
formance metric. A review of fuel cell modeling approaches can be foundlin [63] ahd [64].
Modeling reactant (gas) transport from the channel, through the GDL, to the catalyst layer
at surfaces of the membrane, is critical for predicting the performance of the PEMFC, but
equally important for high power applications is the description of product water removal
from the cathode catalyst surface. Liquid water can block the catalyst surface, reducing the
number of active catalyst sites, or fill some of the pore spaces in the GDL inhibiting the
flow of reactant gas to the CL. Cathode GDL/CL flooding is the main performance limi-
tation at high current density and therefore most commonly studied in the literature. This
is considered to be a materials and design problem, since control actuators have limited
authority to impact CCL flooding without over-drying the regions near the inlet [43].

Under DEA operation, product water which diffuses through the membrane (x-
direction) back to the anode side will condense and accumulate in the anode channel (along
the y-direction), displacing hydrogen, as shown in Eigl. 1.4, and preventing it from reaching
the anode catalyst layer. The prevention of hydrogen from reaching the catalyst stops the
production of power from the affected region of the cell. Observation of water accumula-
tion in DEA operation, and the voltage drop between purges motivates the development of
a model to predict the water accumulation in the GDL and channels and its impact on cell
voltage [65]. Under galvanostatic, or constant current operation, the remaining “hydrogen
rich” regions of the cell must support a larger current density (A®nto account for the
area which is no longer active. Hence, the notion of apparent current density can be used to
capture this effect [41, 65] and simplify the modeling of distributed current density along
the channel (y-direction), as shown in Hig.]1.4.

10



A simple model for nitrogen accumulation in a dead-ended ariodl cell stack was
first investigated in[[41]. This model Assumes single phase, water vapor only, channel
conditions and uses the convection equation to describe the accumulation of nitrogen at
the end of the anode channel, as shown in [Eig. 1.4. This model captured the correlation
between Gas Chromatography (GC) measurements, taken from the end of the channel, and
the cell voltage, but did not consider the effects of diffusion or liquid water. This previous
work motivated the investigation of simultaneous GC measurements and neutron imaging
presented in this thesis, since both nitrogen and water accumulations in the DEA contribute
to voltage loss. Chaptél 4 describes the experiments that were performed and the model
developed to study the relative effects of nitrogen and water accumulation. The convection
only model is then modified to include diffusion effects using the Stefan-Maxwell modeling
framework, which better predicts the nitrogen concentration distribution (at the sampling
location) and corresponding voltage measurements. The importance of along the channel
modeling for capturing water crossover and cell performance has also been demonstrated
in [66,67]. Although not addressed in this work, the three-dimensional (3-D) effect of lo-
cal current density distribution between the channels and ribs, resulting from gas transport
and liquid water accumulation in the GDL, is addressed_ in [68] where a quasi-potential
transformation was used to reduce a 2-D, GDL modeling domain down to 1-D. This type
of method can handle an-isotropic properties of the diffusion medium due to compression
of the GDL [69/70].

The schematic representation of anode channel filling with liquid water and nitrogen is
shown in Figl1.4. Since water condenses in both the GDL and channels, the water transport
between the membrane and GDLs, and from the GDL to channels, determines the rate of
water accumulation in the anode. Therefore, a One-Dimensional (1-D) modeling approach
is considered, for the GDL, from channel to channel (x-direction). Calculation of the appar-
ent area, shown in Fig._1.4, from the anode channel masses is shown in §ection 5.9. Anode
purging directly impacts anode channel water accumulation, and can remove water from
the channel which may not be easily removed by conventional flow through operation, as
discussed in the previous section.

The water transport models developed in this thesis are based on previous research at
the University of Michigan Fuel Cell Control Laboratory (FCCL). A 1-D, isothermal, and
dynamic model of liquid water, water vapor, and reactant ¢HO,), and inert (N) gas
transport through the GDL (x-direction) was developed_in [65], and reviewed in chapter 2.
Depending on the discretization level, this distributed Partial Differential Equation (PDE)
model of GDL transport can be computationally intensive. Using a three section discretiza-
tion, an ODE model is derived with 24 states, 18 of which come from the discretization of

11
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Figure 1.4 The one dimensional fuel cell modeling domain, alongxfaxis, which denotes the
through membrane direction. Tlyexis denotes the distance along the channel from inlet to outlet
(not drawn to scale). This caricature shows the stratification of product water, inert nitrogen and
the displacement of hydrogen from the bottom portion of the cell. The distributed current density,
itc(y), along the channel is shown to the left of this figure; for a realistic profile (solid line), the
modeled apparent current density (dashed line).

the (PDE)s describing gas and liquid water transport in the anode and cathode GDLs. The
remaining 6 states correspond to a mass balance for lumped hydrogen or oxygen, nitrogen
and water masses in the anode and cathode channels.

The GDL water transport model was derived from the steady state relationship pre-
sented in[[711], where water transport is driven by the gradient in capillary pressure, de-
scribed by the Leverett J-function (2.6). The liquid water profile forms a steep front inside
the GDL as shown in Fig. 2.4. Several other, more recent, water transport models have been
developed in the literature which explain the relationship between liquid water accumula-
tion in the GDL and water flow [72, 73, 74,775,176, 7778, 79]. These models highlight the
dependence of water transport on the material properties; specifically the pore-size distri-
bution of the GDL, and % weight of hydrophobic material such as Teflon. This dissertation
focuses on the Leverett approach since there is more information readily available, how-
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ever, itis important to note that other capillary pressuréde®should also exhibit a similar
behavior in the formation of a steep liquid water front and propagation mode [80]. Accu-
rate representation of the evolution of this front requires a very fine spatial discretization of
the distributed reactants, vapor and liquid water.

The first simplification used to solve the 4 coupled PDEs in the x-direction was devel-
oped by McCain et al.[[81]. This approach uses a Semi-Analytic Solution (SAS) for the
water vapor, and reactant gas transport PDEs in the GDL. Since the reactant gas and vapor
diffusion in the GDL evolve with much faster time-constants than the liquid water, due to
the difference in density, the SAS uses the steady-state solution of the PDEs for the gas dis-
tributions, to propagate the concentration values in the channel through the GDL to the CL.
This reduces the number of dynamic states in the GDL model from three per discretization
slice down to one, namely liquid water. Further reduction of the number of states in the
water transport model in the GDL can be achieved using a moving front approach, which
was first introduced by Promislow et al [82, 83]. The PDEs [65, 12] describing liquid wa-
ter transport require a very fine discretization grid in order to accurately represent the front
propagation. Adaptive grids, developed to address the problem of groundwater transport
[84], have been used to handle this type of problem, but they are not well suited for a re-
duced complexity control oriented model. The nature of the sharp transition in the GDL
liquid water volume, between the wet and dry regions, can be used to simplify the model.
The two-phase front location in the GDL is defined by the point where the reduced water
saturationS, goes to zero along thedirection, in terms of an ordinary differential equation
(ODE), similar to [80], greatly reducing the computational complexity of the 1-D 2-phase
water model.

The trade-off between model accuracy and computational complexity, 1-D versus 2-D
versus 3-D, is a difficult engineering challenge for the control of PEMFC systems. A com-
parison between 1-D and 2-D models, in terms of voltage accuracy is presented in [85],
and a review of CFD modeling for heat and mass transfer in PEMFCs can be found in
[86]. In summary, CFD model$ [87, 88,162,/89, 90] are great for detailed FC modeling,
optimization, and channel design, but are very complicated to setup and require inten-
sive computational resources. Therefore, CFD models are not suitable for control oriented
applications. In order to use a fuel cell model for control design, and real-time hardware im-
plementation in an automotive grade microprocessor, development of reduced order models
iS necessary.

The 1+1-D through the membrane modeling approach, presented in this thesis, is a
good compromise between model complexity and accuracy since the apparent current den-
sity, shown in FiglL. 1}, captures some of the along the channel effects without increasing
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the computational complexity. The reduced order model dg@esl in sectioh 512 also has
another advantage over CFD models in that the water transport and voltage model can
easily be parameterized using analytical tools, as described in sdcfibns §.7]and 2.6.

1.6 Thesis Organization

This thesis follows a chronological progression of hypothesis formulation, testing, and dis-
covery motivated by the desire to understand and model the performance and dynamics
of a PEMFC operating under DEA conditions. The second chapter is the result of a joint
research effort at the Fuel Cell Control Lab (FCCL) with Denise McKay, and represents
the fuel cell model based on the PDEs describing the distribution of water (liquid and va-
por) and reactant transport along tkdirection in the GDLs and membrane. A lumped
volume approach (also known as a stirred tank reactor or STR [91] in the field of chemical
engineering) is used for the channels. The lumped volume model constitutes a mass bal-
ance and is described in Séc. 214.3. Water accumulation in the GDL and channels can be
described simply by a first order integrator ODE model. The parameterization and model
tuning using stack data, based on a discretization of the PDEs describing the gas and liquid
states in the GDL coupled to a lumped channel model, was published in the Journal of
Power Sources [65]. Subsequent work, by Real et al. [92], following this approach using a
lumped channel model is shown in [92, 93] 94], where the PDEs describing reactant trans-
port in the GDLs are further simplified and approximated by a single volume each, with
the associated ODEs. Their model was tuned to represent the dynamic behavior of a Bal-
lard Nexa PEMFC stack which is auto-humidified and, as a result, also utilized a saturated
cathode feed gas supply.

In order to validate the predicted accumulation of water and avoid the issue of cell to
cell variability, single cells were built which would allow for neutron imaging. Using neu-
tron imaging, in-situ measurement of the liquid water distribution within the fuel cell was
investigated, allowing observation the otherwise immeasurable state of the system. Chapter
explains both the neutron imaging data and measurement uncertainty analysis from the
first round of testing at NIST. This chapter provides a basic comparison with the (slightly
modified) discretized PDE model presented in Chdpgter 2. The simulation results presented
in Chaptef B include some modeling improvements beyond [65]; specifically, the inclusion
of liquid water flow through the outlet orifice. Accounting for liquid water removal dur-
ing an anode purge is necessary to predict the water balance in the fuel cell because liquid
causes plugging of the channel and outlet orifice; hence, gas cannot flow out until the liquid
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is pushed out of the way.

Using the 1-D GDL model with lumped channels (STR), the voltage behavior can be
captured by liquid water accumulation using a thin film model for the liquid coverage
area and the notion of apparent current density. Neutron imaging shows good results with
anode channel liquid water mass accumulation, for experimental conditions which match
the assumption of uniform channel vapor distribution (i.e. saturated cathode inlets). The
observed water accumulation from neutron imaging however, does not corroborate this
predicted film thickness. Namely, the experimentally observed water coverage area was
insufficient to explain the extent of voltage deviation. The analysis of neutron imaging data
is published in the Journal of the Electrochemical Society (JES) [8]. Although the lumped
parameter channel model is able to predict the water accumulation in the GDL and anode
channel with very good accuracy for operating conditions with fully saturated cathode inlet
conditions, it is unable to adequately predict the voltage or sub-saturated (i.e. very dry)
cathode inlet conditions. Model inaccuracy for low cathode inlet RH is not surprising,
considering that the assumption of uniform/lumped channel conditions would be violated
as the vapor concentration increases along the length of the cathode channel due to the
production of water.

The inability to predict voltage for some vapor saturated cathode inlet conditions im-
plied that another un-modeled factor could be responsible. Specifically, there is a signifi-
cant voltage drop even during periods when only a small amount of liquid water build-up in
the anode channel is observed. After reviewing the literature [36, 37, 41], it was suspected
that nitrogen accumulation in the anode channel is contributing to the voltage drop during
DEA, which is recoverable by purging the anode. At first, the effects of nitrogen accumu-
lation were investigated by augmenting the lumped channel model with nitrogen crossover.
It was found that a lumped volume (STR) approach can't predict the effect of nitrogen
accumulation in the anode channel due to the logarithmic relationship with voltage.

This motivated the development of a new distributed model to predict nitrogen dis-
tribution and blanketing effects in the anode channel. Experiments were then proposed to
measure the relative effects of nitrogen and water accumulation in the anode channel on fuel
cell voltage. Chaptér 4 presents the development of a single phase along the channel model
with distributed current density to capture the nitrogen crossover and blanketing effects in
the anode channel. This chapter also details the August 2008 experiments at NIST with
simultaneous gas chromatography measurement of the nitrogen concentration and neutron
imaging, recently published in the Journal of the Electrochemical Society (JES) [95]. The
single phase nitrogen model is validated against experimental results from NIST. The neu-
tron images confirm that water accumulation in the anode channel is not significant for the
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selected operating conditions, hence justifying the \lidi the single phase model.

Since the discretized PDE model presented in Chapter 2 requires a very fine spatial
discretization to accurately predict the two phase transition between single phase and two
phase (liquid) water areas in the GDL. Therefore, an alternative representation of the GDL
water distribution and transport was considered. A reduced order method, similar to the
slowly moving, two-phase interface model presented_in [80], was derived for the model,
along with the necessary tools to parameterize the membrane water transport model using
measurements from neutron imaging. Based on modeling efforts presented in Chapter 4,
a reduced order channel model to capture theabdtumulation effect on cell voltage was
developed. The model relies on the steady state solution of the PDEs describing reactant
concentrations along the channel. Although this reduced order model is better in predict-
ing the voltage drop due to nitrogen accumulation in the anode channel, it has the same
limitations as the original lumped channel model for predicting liquid water behavior for
low cathode inlet RH. Chaptérl 5 details the development of a reduced order model to cap-
ture liquid water front propagation in the GDL and channel, and the nitrogen front in the
channel. This work will also be published in a forthcoming chapter of the CRC Controls
Handbook([11].

The existence of equilibrium in the nitrogen blanketing front location is predicted by
the single phase anode channel PDE equations. These equilibria, their stability and time-
constants to reach equilibrium following an anode purge are evaluated in GHapter 6. Finally,
the model predictions are verified by running experiments with DEA for extended periods
between purges.
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1.7

Contributions

The contributions of this dissertation are summarized here:
a) Voltage tuning algorithm: In Chaptef 2, a reformulation of the voltage model is pre-

b)

c)

d)

f)

sented than can be parameterized by minimizing the prediction error using a linear
least squares cost function. The solution of the least-squares problem is then related
to the parametens;1-K, in (2.40). The discretized GDL model presented in Chapter
was programmed and compared with the data.

Neutron imaging, data collection, and analysisin preparation for Neutron imag-

ing experiments, the specifications for fuel cell hardware compatible with neutron
imaging was determined. The trade-off between measurement uncertainty and im-
age exposure time used to collect data suitable for analyzing transient behavior of
the PEMFC, given the constraints of the imaging system, is evaluated. Following
the experiments a method for estimating the liquid water mass in the various layers
of the fuel cell from the Neutron images was derived and programmed into image
processing routines for analysis of the data, as discussed in Chapter 3.
Simultaneous GC and NI measurementsExperiments were developed and per-
formed at NIST to determine the relative effects of liquid water, and nitrogen accu-
mulation in the DEA, using simultaneous measurement of liquid water accumulation
via neutron imaging and nitrogen concentration measurement via gas chromatogra-
phy. Data processing and analysis were performed to enable comparison with fuel
cellmodels. This research led to the publication of the first experimental results com-
paring a model with simultaneous measurement of nitrogen and water accumulation.
Development of an along the (anode) channel PDE modeBased onl[[41], but
modified to include diffusion effects and a distributed current density, a model was
developed. This model is needed to explain the two-sloped voltage behavior shown
in Fig.[4.8 and the GC measurements taken from the sampling location. A new
physics based voltage model was identified from the literature, and incorporated into
the modeling framework to account for distributed current density as described in
Chaptef 4.

Model reduction and water fronts in the GDL: The fronts based GDL and mem-
brane model presented in Chapter 5 are derived along with a method to parameterize
the model using the quasi-steady state measured liquid water accumulation rate in
the anode channel derived from neutron imaging.

Improvements to the lumped channel modellncorporation of nitrogen crossover

into the modeling framework. The channel inlet/outlet flow equations are described
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9)

using a model that accounts for liquid water removal from thanoels, (stated as
important missing feature in A4 df [65] and in B. A. McCain’s thesis [96].)
Equilibrium analysis: The equilibrium that could be achieved during the dead end
anode (DEA) operations of PEM fuel cell was investigated. The simulation results
indicate that the system pressure and RH of air supply play a critical role in deter-
mining the steady state power output during DEA operation. It is shown that the
equilibrium is feasible for only small load current. Experimental validation shows
the stable voltage output under DEA conditions as predicted by the model. The re-
sults suggest that it is possible to coat only the active portion of the membrane, along
the channel length, with catalyst, hence reducing the system cost without sacrificing
catalyst utilization or durability.
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Chapter 2

Modeling PEMFC using distributed
PDEs for GDL transport with lumped
channels

This chapter describes a simple isothermal dynamic model that predicts the experimentally
observed temporal behavior of a PEMFC stack. The DEA operation of PEMFC leads to
water accumulation in the anode channel under certain operating conditions. In order to
capture the water accumulation in the channel, vapor transport, liquid water transport, and
accumulation inside the GDL needs to be considered. A reproducible methodology is pre-
sented to experimentally identify six (6) tunable physical parameters. Therefore based on
the estimation of the cell voltage, the water vapor transport through the membrane, and the
accumulation of liquid water in the gas channels. The model equations allow prediction
of the species concentrations through the gas diffusion layers, the vapor transport through
the membrane, and the degree of flooding within the cell structure. An apparent current
density is related to this flooding phenomenon and cell performance through a reduction
in the cell active area as liquid water accumulates. Despite oversimplifying some complex
phenomena, this modelis a useful tool for predicting the resulting decay in cell voltage over
time after it is tuned with experimental data. The calibrated model and tuning procedure is
demonstrated with a 1.4 kW (24 cell, 300 &nstack. The stack is operated with pressure
regulated pure hydrogen supplied to a dead-ended anode.

2.1 Introduction

The management of water is critical for optimizing performance of a PEMFC stack be-
cause the ionic conductivity of the membrane is dependent upon its water content [97]. To
maintain membrane water content, a balance must be struck between reactant (hydrogen
and oxygen) delivery and water supply and removal. Depending upon the operating con-
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ditions of the PEMFC stack, the flow patterns in the anode atitbda channels, and the
design of the anode gas delivery system (dead-ended or flow through), this liquid water can
accumulate within the gas diffusion layers (GDLs) and channels [56,/98] 7, 51], as shown
in Figurel2.1. Whether obstructing reactant flow or reducing the number of active catalyst
sites, the impact of flooding is a reduction in the power output of the fuel cell stack, seen
by a decrease in cell voltage [99]. Thus, a real-time estimation of the degree of flooding
within the cell structure and its impact on the cell electrical output with standard, cheap,
and reliable sensors is critical for active water management. Moreover, a low order control-
oriented model must be derived to consider such issues as identifiability, observability, and
controllability.

Hydrogen

Catalyst Membrane

Air GasD L

Anode  Cathode
Figure 2.1 Schematic of capillary flow of liquid water through the gas diffusion layers.

To gain a better understanding of reactant and water transport within the GDL and
catalyst layers, many CFD models have been developed to approximate the two or three
dimensional flow of hydrogen, air, and water at steady-state within the cell structure
[100,101/10%2, 103, 104, B7]. Using experimental steady-state polarization (voltage versus
current) data for parameter identification, [105] and [106] investigated the sensitivity of
the cell performance to the identified parameters. Furthermore, using a model to simulate
polarization data with a given set of parameters, constrained quadratic programming was
then used to identify these given parameters/[107] and address parameter identifiability and
uniqueness issues [108].

3-D CFD models are ideal for investigating two phase transport phenomena, spatial
gradients, and the influence of material properties on cell performance. Unfortunately pa-
rameter sensitivity and experimental validation of these models is still lacking. A few pub-
lications address steady-state model validation. They point to a mismatch between model
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predictions and the spatially resolved current density {lH28] indicating that different
spatial distributions can correspond to the same voltage polarization ¢urvel [109, 108].
Other work has shown good prediction of steady-state and spatially resolved current den-
sity measurements, but their tuned parameters are several orders of magnitude different
than the theoretical values [66].

Steady-state polarization measurements do not offer a conclusive data set for model
validation, however, the transient response does provide useful data for model validation
especially during unsteady operation such as flooding [110, 111]. Several transient models
have been reported to capture the relationship between critical material properties and oper-
ating conditions on the dynamic fuel cell response [112] 113,114/ 115, 116], however few
have been validated against transient experimental data and are of sufficient computational
tractability for implementation in real time control applications.

Control-oriented transient models have been developed to account for the formation of
liquid water within the gas channels [117] or within both the channels and the GDL [118],
however, they do not relate the effect of flooding to decreased cell potential. The voltage
response is a key indication of how flooding impacts cell performance. A relationship be-
tween flooding and cell performance was introduced in/[111], appearing later in [92], using
the notion of apparent current density to relate the accumulation of liquid water in the gas
channels to a reduction in the cell active area, increase in the cell current density and hence
lower cell voltage.

In this chapter, a low order model of the liquid water and gas dynamics within the GDL
is presented to simulate both the effects of reactant starvation and flooding. The modeling
effort focuses on the one dimensional dynamics through the GDL thickness. It is assumed
that the two dimensional properties in the plane parallel to the membrane are invariant,
and a lumped volume is used to capture manifold filling dynamics for the gas channels,
and lumped parameter characteristics for the membrane. Lumping the GDL and channel
into a single volume, Hernandez et al. [119] experimentally validated their model for a
flow-through anode with no gas dynamics. Lumped modeling of the GDL volume was
also pursued by Real et al._[92] and validated against experimental data for a Ballard
NEXATM system. In their approach nearly double the number of experimentally identified
parameters were used as compared to the work originally presented!in [111] and used here.

The validity of the model is tested using a wider range of current densities (0-0.3
A cm~2), temperature (45-8&) and air stoichiometries (150%-300%). These conditions
are tested while the stack operates mostly under full hydrogen utilization with intermittent
and short high hydrogen flow conditions associated with dead-ended anode operation. It is
shown that the model predicts both the fast voltage dynamics during step changes in cur-
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rent (the gas dynamics) and the slow voltage behavior wigjlediwater is accumulating in

the GDL and gas channels (water dynamics), whereas [92] only predicts the slow voltage
dynamics well. Hence, the model presented here can be used for estimation and control of
fuel cell water and gas dynamics. It is important to note that the fuel cell model presented
here is not novel, except in relating cell flooding to performance. The unique contribution
lies in applying this simple isothermal model to well approximate the dynamic fuel cell
response under a range of operating conditions by leveraging standard off-the-shelf sensors
and actuators.

This chapter is organized by first presenting the experimental hardware in Section 2.2
followed by the model of gas and water dynamics in Sedtioh 2.3. The applied boundary
conditions at the gas channels and membrane surface are then presented in[Séction 2.4.
The impact of the liquid water on cell voltage is modeled in Sedtioh 2.5. The parameter
identification methodology is presented in Secfion 2.6. Finally, the model calibration and
validation results are shown in Sections 2.7 2.8. Alist of the model parameters is given
in the Appendix.

2.2 Experimental Hardware

Experimental results are collected from a 24-cell PEMFC stack which can deliver 1.4 kW
continuous power, capable of peaking to 2.5 kW. The cell membranes are comprised of
GORE'M PRIMEA® Series 5620 membrane electrode assemblies (MEAs). The MEAs
utilize 35 um thick membranes with 0.4 mg/énand 0.6 mg/crh Pt/C on the anode and
cathode, respectively, with a surface area of approximately 360 Time GDL material,
which distributes gas from the flow fields to the active area of the membrane, consists of
double-sided, hydrophobic, version 3 ETAKELATs® with a thickness of 0.43 mm. The

flow fields are comprised of machined graphite plates with gas channels that are approxi-
mately 1 mm wide and 1 mm deep. The flow pattern consists of semi-serpentine passages
on the cathode (30 channels in parallel that are 16.0 cm in length with twWatd8®) and
straight passages on the anode (90 channels in parallel that are 17.1 cm in length).

The experimental hardware, designed in collaboration with the Schatz Energy Research
Center at Humboldt State University, is installed at the Fuel Cell Control Laboratory at the
University of Michigan. A schematic of the major experimental components along with the
measurement locations is depicted in Figuré 2.2. A computer controlled system coordinates
air, hydrogen, cooling, and electrical subsystems to operate the PEMFC stack. Dry pure
hydrogen is pressure regulated at the anode inlet to a desired setpoint. This pressure regula-
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tion system replenishes the hydrogen consumed in the chiermadion. For the majority

of the operational time, the hydrogen stream is dead-ended with no flow external to the
anode. Using a purge solenoid valve, hydrogen is momentarily purged through the anode
to remove water and inert gases. Humidified air (generated using a membrane based inter-
nal humidifier) is mass flow controlled to a desired stoichiometric ratio. Deionized water

is circulated through the system to remove heat produced due to the exothermic chemical
reaction. A fan is used to thermostatically control (on-off) the stack outlet coolant to a
desired temperature. Measurements of the dry gas mass flow rates supplied to the PEMFC
stack are taken along with the temperature, pressure and relative humidity in the inlet and

outlet manifolds.
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Figure 2.2 Experimental hardware employed and measurement locations. This figure is modified

from [120].
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Due to the lack of a practical means to directly measure tharmagkation of liquid

water within a multi-cell stack, consecutive anode purges and cathode surges (momentarily
increasing the gas mass flow rates) are used to indicate the presence of liquid water in either
the anode or cathode channels, as shown in Flgufe 2.3. At approximately 240 seconds the
cathode is surged, causing an increase in oxygen partial pressure and cell voltage. How-
ever, this momentary voltage increase is not sustained following the surge and the general
voltage decay due to flooding in the anode persists. Following an anode purge, the voltage
quickly improves and then gradually decays until the next anode purge event is initiated.
It is important to note that this gradual decay in cell voltage could be attributed to the ac-
cumulation of nitrogen in the anode which would also be expelled during and anode purge
event. However, during purge events a significant mass of liquid water can be visually de-
tected leaving the anode. Thus, this chapter focuses on the impact of anode flooding on cell
voltage and assumes nitrogen is not the culprit.
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Figure 2.3 Experimental data showing impact of anode purging and cathode surging on cell volt-
ages at a constant nominal current density of 0.3 A%rand an operating temperaturelof65°C.

The first subplot shows the 24 individual cell voltages in thin lines along with the average cell
voltage with a thick line. The second subplot shows the anode and cathode inlet total pressures.

2.3 Modeling of Gas and Water Dynamics

The model of the reactant and water dynamics is presented in the following sections, de-
scribing the capillary transport of liquid water and the diffusion of gases within the GDL,
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as well as the time varying boundary conditions at the mengbeand gas channel inter-
faces. To approximate the spatial gradients, the gas diffusion layer is separated into discrete
volumes using standard finite difference techniques.

The anode volume contains a mixture of hydrogen and water vapor, whereas the cathode
volume contains a mixture of oxygen, nitrogen, and water vapor. The species concentra-
tions in the channel are calculated based on the conservation of mass assuming the channel
is homogeneous, lumped-parameter, and isothermal. It is assumed that product water is
formed in the vapor phase.

This product water vapor, combined with the water vapor supplied with the cathode
gas stream, is exchanged between the anode and the cathode through the hydrophilic
membrane. The protons, liberated at the anode, transport water to the cathode through
electro-osmotic drag, while back diffusion transfers vapor due to a water vapor concentra-
tion gradient across the membrane. The net flux of vapor through the membrane depends on
the relative magnitudes of these transport mechanisms. Although there are many efforts to
experimentally quantify back diffusion ([121], [122], [123], [124]), conflicting results sug-
gest an empirically data-driven identification of water vapor diffusion might be a practical
approach to this elusive subject. Constant parameters have been used to scale back diffu-
sion models for PEMFCs with different membrane materlals|[118]/[125]. Using a similar
methodology as [118], in this chapter the membrane water transport algorithm employs a
tunable parameter to scale the membrane water diffusion model in [122].

When the production or transport of water vapor overcomes the ability of the vapor
to diffuse through the GDL to the channel, the vapor supersaturates and condenses. The
condensed liquid water accumulates in the GDL until it has surpassed the immobile sat-
uration limit, at which point capillary flow will carry the liquid water to an area of lower
capillary pressure (the GDL-channel interface). Liquid water in the GDL occupies the pore
space, reducing the diffusion of the reactant gases. However, the reduction of the reactant
concentrations due to the changes in the gas diffusivity alone is not significant enough to
degrade the voltage by the magnitude experimentally observed. Similar observations lead
to the consideration of the reactant diffusion in the catalyst layer [126].

A different approach is used in this work. Instead of adding the complexity of the
catalyst layer to the model, at low current density, channel plugging is hypothesized to im-
pact cell voltage. Water covering the GDL surface reduces the area available for diffusion
through the GDL. The water (in liquid and vapor phase) that wicks out of the hydrophobic
GDL to the channel ultimately obstructs the area that reactants can diffuse through. This
effect is not easily modeled because the GDL surface roughness makes it difficult to pre-
dict how much GDL surface area is blocked by a given volume of liquid water. For this
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reason, it is assumed the liquid water at the GDL-channelfate forms a layer of uni-

form thickness. This water layer spreads across the surface of the GDL as the volume of
liquid water in the channel increases. The resultant reduction in surface area increases the
calculated current density, thereby lowering the cell voltage at a fixed total stack current.
In this model, the thickness of the water laygr, is an experimentally tuned parameter.

The estimation of the average cell voltage is a function of the reactant concentrations
at the surface of the membrane, the membrane water content, temperature, and the calcu-
lated current density based on the reduced active area, which in turn is a function of liquid
water present in the gas channel. There are four experimentally tunable voltage parame-
ters,K; — K4, which are determined using linear least squares for a given set of membrane
diffusion, ay, and water thickness,,, parameters. By comparing the average measured
cell voltage to the model prediction, these parameters can be re-adjusted to match the rate
of decay and magnitude of the voltage degradation. This iterative process allows all six
tunable parameters to be identified.

2.3.1 Summary of Modeling Assumptions

In summary, the following assumptions are used in the model:

Al The volume of liquid water within the GDL does not restrict the volume occupied
by the gases. The authors [n [127] indicated that the diffusion of gas through the
GDL occurs through a hydrophobic macroporous structure, whereas the liquid water
travels through the non-wet proofed pores (a microporous structure), implying that
the pore volume occupied by gases is fixed. Examining the time scale decomposition
of the reactant and water dynamics [128], this assumption primarily influences the
liquid water dynamics and, due to the relatively small change in liquid water volume
between the GDL sections, has a negligible impact. However, if different boundary
conditions were applied which significantly modified the spatial distribution of liquid
water in the GDL sections, this assumption should be revisited.

A2 The internal cell structure (gas channel, GDL and membrane) is isothermal and equal
to the time varying coolant outlet temperature. However, the gas inlet temperatures
may vary and are used to calculate the water vapor mass flow rates entrained with the
supplied reactants. Although it is true that a multi-cell stack with a large active area
will undoubtedly have thermal gradients within the cell structure and impact water
transport([129], this assumption is adequate for estimating the temporal evolution in
cell voltage experimentally observed under both flooding and drying conditions, as
will be shown in Sectiof 218. Accounting for dynamic thermal states within the gas
diffusion layer adds a significant degree of model complexity which, while useful for
design, may not be appropriate for control.

A3 The gas channels are treated as homogeneous lumped parameter volumes. Addi-
tionally, flow through the GDL is modeled in one dimension which neglects the
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difference in transport mechanisms for flow under the ribsw®munder the chan-
nels. Although models do exist which characterize all these complex phenomena,
the inclusion of this additional dimension has a significant impact on the number of
internal states in the model.

A4 Liquid water removal from the anode channel during purging is incorporated into the
model vial[5.311). It has been shown [22] that liquid water droplet instability and the
resultant detachment from the GDL to the gas channel can be a significant liquid wa-
ter removal mechanism at high current density (high gas velocity). Therefore, if this
model is to be extended to high current density operation, this assumption should be
revisited.

A5 All gases behave ideally. The range of system operating temperatures and pressures
permits the assumption of ideal gas behavior for the gas constituents of interest.

A6 Hydrogen and oxygen molecules, which crossover through the membrane, are as-
sumed to react in the opposing CL, contributing toithg term in [2.37), and hence
do not accumulate in the opposing channels. Crossover of nitrogen molecules is
neglected in this work, but will be addressed in chapter 4. Where there is a con-
centration gradient across the membrane, nitrogen crossover can be modeled using a
permeation rate [36]. The nitrogen diffusion in the GDL is not considered, because
it is much faster than the permeation rate through the membrane.

A7 Due to the relatively small gas flux within the GDL at the current density range
considered, the convective transport of gas due to bulk flow was neglected.

2.3.2 Nomenclature

This section describes the nomenclature used throughout this paper. A list of the parame-
ters is provided in the Appendix, along with values and units. Time derivatives are denoted
asd()/dt. Spatial derivatives through the GDL thickness in the membrane direc)iangx
denoted a®()/dx. In the presented model, all equations have Sl uniRapN, m, kg, s,

andJ unless explicitly stated.

The symbola is used for water activitys for molar concentration (mol/&, (D) for
effective diffusivity (nf/s), Dy for water vapor diffusion coefficient (f/s), E for the the-
oretical open circuit voltage (V),for the nominal current density (A cmi), iapp for the
apparent current density (A crf), i, for the exchange current density (A cR), | for the
total stack current (A)K,, for relative permeabilityny for electroosmotic drag coefficient
(mol H,O/ mol H), N for molar flux (mol/s/m), p for pressure (Pa)psa for the water
vapor saturation pressure (PR} apfor the evaporation rate (mol/s3 s for the fraction
of liquid water volume to the total volum&for the reduced liquid water saturatioh for
temperature (K)Uact for the activation voltage loss (MYonmic for the ohmic voltage loss
(V), Uconc for the concentration voltage loss (M) for the measured terminal cell voltage
(V), vfor the estimated terminal cell voltage (WY, for mass flow rate (kg/sk for the mass

28



fraction, andy for the mole ratio. Greek letters are used wheiefor the GDL porosityA
for membrane water content (mdbO/mol SGy), ¢ for relative humidity (0-1), andv for
humidity ratio.

The subscripambis used to represent ambient conditicasfor anode ¢ for capillary,
cafor cathodechfor channelgt for catalystdafor dry air,dgfor dry gas.e for electrode
(anorca), fcfor fuel cell stackH» for hydrogenjn for the control volume inlet or input,
j as an index for gas constituenksas an index for discretization (in time or spadefpr
liquid water,mbfor membranelN, for nitrogen,O, for oxygen,out for the control volume
outlet or outputp for pore,rm for return manifoldy for water vapor, anev for water (gas
and/or liquid phase).

2.3.3 Membrane Water Transport

The membrane provides a barrier to keep the hydrogen and oxygen separated. It must con-
duct protons easily, yet be electronically insulating to force the electrons though an external
circuit and provide useful work. The most common membrane material I\@f,i(msed in
this work, is modeled widely in the literature. The membrane water contgypis defined
as the number of moles of water per mole of350n the membrane Ay, is a critical
parameter for describing both proton transport, diffusion of water, electro-osmotic drag,
and the permeation of molecular species though the membrane.

The distribution of membrane water content is described by a PDE, the divergence of
the water flux though the membrane;

a)\mb _ EWdNW,mb

(2.1)

whereEW = 1100 g mole? is the equivalent weight of the membrane gmg = 1.9685
g cm 3 is the membrane dry density. However, since the membrane is verydthies
25 um, it can be discretized in space and represented by a single ODE.
Membrane water fluxiNymp (Mol cm2), from cathode to anode is calculated from the
diffusion and electro-osmotic drag terms,

Numb = ~Du(Am ) 272 g (A, T)' 1. 22
whereDy(Amp, T) is the water diffusion coefficient for water in the membréne (5.14), and
ng(Amb) is the coefficient of electro-osmotic drdg (85.17) [130]; both of whichXgand
T dependent and increase with both membrane water content and temperature.

29



The boundary conditions complete the description of trartspdhe membrane, cou-
pling it with the GDL. Dirichlet boundary conditions are imposed Agf,, at the left and
right edges of the membrane, assuming the membrane is at equilibrium with the water vapor
vapor concentration in the GDL at the membrane surfagg(0) andcyca(0). The equi-
librium value,Aap, is calculated using the membrane water uptake isoth&fas shown
in (5.10) [65/130], and the water activity at the GDL-MB interfaggmp = Cvan(0)/Cysat.
The water flux leaving the membrans,, , is the boundary condition for the GDL, as
shown in [5.3F7). Due to the relative thickness of the membrane (i.e. extremely thin), it
can be modeled as a resistance, and lumped into the boundary conditions of the GDL as
discussed in SeC. 2.4.1

Cathode GDL Anode GDL
1 _ _ _ _1_ _ _ L _
Aeq.mb = coealO)] K= | NL*“”"*CDL}I—écDL = |
T Cy.sat . —
. [ Kt (Cu,mz,,cDL!z:éGm - C’U«,anu,ch> |

Cv,sat ~ ! T
\ . Cy,an,ch < Cy,sat

xfr7an ~§ é
| 8Cv,ca _ — ::;:lbl :
| o 07 lamo DT :
- \
,.,‘a _ (;T‘an(()) ~~\ cuan,ch — Cv,sat
o an,mb — SIS
____ Cy,sat ~._._-
S
O o =0 S(éapr,t) =0
Cathode Ch Membrane Anode Ch

\

<

X

Figure 2.4 Water transport in the GDL and membrane. Dashed lines indicate the vapor distribu-
tion in the GDL,c,, and solid blue lines represent the reduced water satur&iofihe boundary
conditions for the PDE models are shown, and arrows indicate positive x-direction in each region.
The water distributions are shown for two distinct cases; saturated (bottom half) and sub-saturated
(top half) anode channel conditions. In the case of sub-saturated anode channel conditions, the tran-
sition between two phase (water liquid and vapor) and single phase (vapor only) is indicated by the
front location Xt an, as the point wher&— 0 in the GDL along the x-direction.
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2.3.4 Liquid Water Capillary Transport

In hydrophobic GDL material as the GDL pore spaces fill with liquid water the capillary
pressure increases causing the water to flow to adjacent pores with less water. This process
creates a flow of liquid water through the GDL, resulting in an injection of liquid into the
channel. The liquid water dynamics are calculated by applying conservation of mass to the
GDL volume,

d_S: ( 1 ) oW B rv(Cy,an)My . 2.3)
dt pEAsc ) OX o]
where the mass of liquid water in the GDL is expressed in terms of liquid water saturation,
s, which represents the fraction of the liquid volume to the pore voluraegVy). W is
the liquid water mass flowy(cyan) is the molar evaporation rate, 1 Ais the nominal fuel
cell active areap, is the liquid water densityyly is the molecular weight of water, arsds
the GDL porosity.
The flow of liquid water through the GDL is a function of the capillary pressure gradient
([72,1131]) described by

__EAfcpIKKrI Jpc 5_8
w -l (5) (50) 24

where pc is the liquid water capillary pressurg, is the absolute permeability; is the
viscosity of liquid water, and,, = S® is the relative permeability of liquid water. The
relative permeability function suggests more pathways for capillary flow are available as
liquid water saturation increases, and is a function of the reduced liquid water saturation,
S shown by

1—Sm (2.5)

< STSM for sm<s<1
0 for 0<s<sn,

where,sm, is the value of the immobile saturation describing the point at which the liquid
water path becomes discontinuous and interrupts capillary flow. This capillary flow inter-
ruption occurs whes < sm. The results of capillary flow experiments using glass beads as
porous media show that, = 0.1 [71].

Capillary pressure is the surface tension of the water droplet integrated over the surface
area. The Leverett J-function describes the relationship between capillary pressure and the
reduced water saturatios,

_ 900 1) 417521202+ 12638, (2.6)

Po= e . X

NG
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wherea is the surface tension between water and air,@nslthe contact angle of the water
droplet [71]. Other, more recent, capillary pressure models can be found in [72, 73, 75].
The liquid and vapor PDEE (2.3)-(Z2]11) are coupled through the molar evaporation rate,

y(cysat(T) —Cvan)  fors>0,

. (2.7)
min{0,y(Cysat(T) —Cvan)} fors=0

(Guan) = {

wherey is the volumetric condensation coefficient[7&]sa(T) is the vapor saturation
concentration andyan = py/RT is the vapor concentration in the GDR.is the ideal gas
constant,T is temperature, ang, is the water vapor partial pressure. When the partial
pressure of water vapor is greater than the saturation pressusa)jegative, representing

the condensation of water. A logical constraint must be included such that if no liquid water
is present (< 0)) and the saturation pressure is greater than the water vapor pressure, then
water can not be evaporated & 0).

2.3.5 Gas Species Diffusion

The diffusion of gas species in the GDL is a function of the concentration gradient, trans-
ferring gas from regions of higher concentration to regions of lower concentration. The
molar concentration of gas specigeis denoted; and is a function of the number of moles

of gas within the pore volum&),, where

¢ = RﬂT . (2.8)
Diffusion of hydrogen and water vapor occurs in the anode GDL and the diffusion of
oxygen and water vapor occurs in the cathode GDL. As a result, both the anode and cathode

gas diffusion can be modeled assuming binary diffusion. It is important to note that nitro-
gen gas is present in the cathode. The nitrogen concentration in the channel is modeled as
a dynamic state, however, the concentration of nitrogen in the GDL is assumed to be equal
to the channel value. A constant nitrogen profile across the GDL is reasonable since it is
not involved in the reaction at the catalyst layer. Ternary diffusion must be assumed at both
the anode and the cathode if nitrogen cross-over were to be considered. The total molar

flux is related to the concentration gradient, represented by

oc;

Nj = _<DJ> ax '

(2.9)

32



where(Dj) is the effective diffusivity of the gas constituents in the GDL,

D;) = D; 1—s)y? 2.1

(D) J5(1—0.11) (1=s), (2.10)

for two dimensional bulk diffusion with flow perpendicular to the GDL carbon fibers, where
Dj is the gas diffusion coefficient. Porosity, effective diffusivity and liquid water saturation
for carbon Tora® paper GDL, are modeled from [71].

Finally, the general temporal derivative of gas concentration as a function of the local
molar flux gradient and the local reaction rai, of the particular gas species forms a
partial differential equation (PDE),

dc;i ON;
A_Z IR

= o TR (2.11)

where [[2.8-2.11) are combined to yield a second order PDE.

2.4 Boundary Conditions

The membrane and gas channels serve as time-varying boundary conditions for the GDL
model. This section presents the application of mass conservation in the channel as well
as the model for the water vapor exchange between the anode and cathode through the
membrane. It is important to remember that the spatial gradients within the GDL are ap-
proximated with finite difference equations. A variable taken from a GDL section that is
adjacent to the boundary of interest will be denoted/i§§) or (L), where(L = 3) indi-
cates the section next to the gas channel(@ndhdicates the section next to the membrane.
Each gas diffusion layer is separated into (L=3) discrete volumes, shown in Eigure 2.5,
to approximate the solution of (2.3) arid (2.11) for each of the constituents in the GDL.
Spatial discretization of the GDL yields eighteen coupled ordinary differential equations
(ODEs), describing the gas constituent concentrations and liquid water saturation, that ap-
proximate the solution of the original PDEs.

2.4.1 Membrane Boundary Conditions

The reaction at the catalyst surface of the membrane results in a loss of hydrogen and oxy-
gen at the anode and cathode, respectively. These fiNxgd)), are used in the calculation
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Figure 2.5 Discretization of the gas diffusion layers. The direction of the assumed mass flow rate
is indicated with a solid arrow. The dashed arrow is used to indicate periodic mass flow rates. Note
the swapped direction of transport for the Anode GDL and membrane from [65], to be consistent
with rest of thesis.

of the molar flux spatial gradients, described by:

=1 forj=H,

Nj o(0) = ———— with 2.12
i<(0) eAc28F { E§=2 forj=0, (2.12)

wherel is the total current drawn from the stack ands the Faraday constant. The molar
flux of water vapor at the GDL-membrane boundadye(0), is influenced by the gener-
ation of water vapor at the cathode membrane surface as well as the flow of water vapor
through the membrane.

1

Nyan(0) = ENv,mb (2.13a)
1 I

Nyca(0) = : <2FAfC + Nv,mb) (2.13b)

Note, a constant scaling factor ofdjs used here to ensure that the water vapor mass flow
rate through the membrane is equal to the mass flow rate entering the GDL at the membrane
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boundary.

The water content of the membrane influences the membrane vapor transport which
establishes a time-varying boundary condition for both the anode and the cathode. These
membrane properties, describedin[121], are assumed to be invariant across the membrane
surface. The spatial variation of water vapor throughout the membrane is neglected due to
the significant difference in thickness between the GDL (4&® and the membrane (35
pm). Itis important to note that the membrane transport properties presented in this section
are taken from experimental work conducted at steady-state. Non steady-state phenomena,
such as membrane swelling and hysteresis, could be added in the future to improve model
fidelity.

As with the other volumes, the membrane is considered to be homogeneous and lumped
parameter. The flux of water vapor through the membriiggy,, accounts for the effects
of both back-diffusion and electro-osmotic drag, suggested by [121],

Nymb = ndl_ — @Dy (Cy,camb— Cvanmb) , (2.14)

F tmb

wherei is the nominal fuel cell current density/@c), ng is the electro-osmotic drag co-

efficient, Dy, is the membrane water vapor diffusion coefficient, §pglis the membrane

thickness. The parametery is a tunable parameter that will be identified using experi-

mental data. The convective water transport mechanisms suggested|in [129, 100, 132] are

neglected due to the relatively small water pressure gradients at these operating conditions.
The electro-osmotic drag coefficient, described by [121], is calculated using:

2.5\
Ng = 22mb .

(2.15)

where the membrane water contelt,, is defined as the ratio of water molecules to the
number of charge sites.
The water vapor concentration in the electrode at the membrane surface is:

Cvemb = '\p/lmbdry Ae (2.16)
mb.dry

wherepmpgry is the membrane dry densityin,gry is the membrane dry equivalent weight,
and A¢ is the membrane water content at the surface of the membrane next to either the
anode or cathode GDL.

The water vapor diffusion coefficient for a perflourinated ionomeric membrane,
Nafior® 117, was determined at 25 by [122] by applying a mass balance to determine
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the water vapor flux through the membrane, resulting in

Dy =35x 107° C%’) exp [#436} . (2.17)

Two different cubic polynomials were presented by [121] and [[133] to relate water
activity to membrane water content at®8and 80C, shown as

A3%C =0.043+ 17 814 — 39.858 + 3608 (2.18a)
ABPC =0.300+ 1083 — 16.0a7 + 14.187 (2.18b)

wherea is the water activity and the subscripis used here to distinguish between the
anode or cathode membrane surface and within the membranejitselfn, ca, mb}. To
estimate the water content at intermediate temperatures and sub-saturated conditibns, [134]
suggested a linear interpolation between the two uptake isotherms shawn in (2.18), such
that

Aj= ()\ ;30"0—)\,-30"C> (—3;;_355’3) +A70C (2.19)
It is important to note that these two uptake isotherms are applicable only when water is in
the vapor phase (a< 1).

In [121] it was shown that a membrane equilibrated with liquid water has a water
content ofA=16.8 at 80C, which differs from the water content when the membrane
is equilibrated with a saturated vapor. It was further indicated that the water content is
sensitive to temperature when equilibrated with liquid water, but assumed to be a linear
relationship betweeniF14,a=1] and A=16.8,a=3] regardless of temperature, due to a
lack of data regarding the membrane equilibration for water in both the liquid and vapor
phase. Similarly, a linear relationship is assumed between the membrane water content
when equilibrated with water vapor, shown(in (2.19)dg+1, and the value of =168 at
a=3 published by [121], such that

_pa=l
A= (2O8AT (aj—1)+A2~" (2.20)
J 31 J J :

for 1 < aj < 3. Further experimental results from [135] ahd [133] provided data regarding

the temperature sensitivity of the membrane water content equilibrated with liquid water.
The membrane water activity is assumed to be the average between the anode and cathode
water activities (defined by the GDL sections closest to the membrane surface), described
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by:

Ban(l) *aca(l) g o 1) = Prell) (2.21)

2 Psat
wherepye(1) is the water vapor pressure in the GDL layer next to the membrane, calculated
using the water vapor concentrations.

It is assumed that reactant molecules do not transfer through the membrane between
the anode and the cathode. Additionally, only water vapor can penetrate the membrane, not
liquid water, implyingW{ ¢(0) = 0.

In summary, the water vapor partial pressures in the GDL section closest to the mem-
brane surfaces are used to determine the water activity in the first GDL section, which
is assumed to be equal to the membrane water activity at the membrane-GDL interface.
These two membrane water activities are averaged to calculate the lumped membrane wa-
ter activity. The lumped membrane water activity is then used to calculate the diffusion
and electro-osmotic drag coefficients. Finally, the net water vapor flux is calculated, given
diffusion, drag and the water vapor concentrations at the membrane surfaces.

Amb =

2.4.2 Boundary Conditions at the Cathode Channel

The concentration of oxygen and water vapor in the cathode charmgzelﬁ(L+ 1) and
Cvca(L+1), are used for the calculation of the gas concentration gradient for the GDL sec-
tion next to the channelg%‘(L). Mass conservation for the gas species in the cathode is
applied using the cathode inlet conditions as inputs, requiring measurements of the dry air
mass flow rateWyacajn, temperatureJcajn, total gas pressurggajn, and humidity,@ajn,
along with the cathode outlet pressupgs out. After completing several experiments under
a range mass flow rates and temperatures, it was found that the cathode inlet total gas flow
was fully humidified and the cathode outlet total pressure was approximately atmospheric,
motivating the assumptions th@tajn=1 andpca out=Patm.

The mass flow rates of the individual gas species supplied to the cathode channel are

calculated as follows:
Woz,ca,in = on,ca,iana,ca,ina
WNz,ca,in = XNZ,ca,iana,ca,im (2.22)
Wicajn = WeajnWdacajn,

where the humidity ratio, is generally defined by

& PPsat

= 2.23
Mag P — @Psat ( )
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for a gas-water vapor mixture, with the mass fraction of oxyged nitrogen in the
dry air (da) defined as,, = Yo, Moz/Mda and Xy, = (1—y02)MN2/Mda, whereMys =
Yo,Mo, + (1—y02)MN2 andy,, is the oxygen mole fraction in dry air.
The gas species masses in the cathode channel are balanced by applying mass continu-
ity:

dmo, ca(L+1)
2’((:';; = WOZ,CaJn - Woz7ca,out +W027ca(|_),
dmn, ca(L+1)
“q =W, .cain — Wy, caout; (2.24)

dmyca(L+1
% = V\(/,ca,in —V\(/,ca,out‘*’\MN,ca(L)-

The cathode channel pressure is calculated applying Dalton’s law such that

RT (Moycallb+1) My, ca(l+1) . RT Myca(L+1)
L+1)=— 2> s _‘
Pea(L+1) Vca( Mo, + My, +[n|n [psat, MV
pdgﬁc;(rl‘"'l) Pvca(L+1)
(2.25)

Although in the physical system the cathode air mass flow rate may be responsible for re-
moving some liquid water from the cathode channel, for modeling purposes it is assumed
that all water exiting the cathode is in the form of vapor.

The mass flow rates of the gases exiting the cathode are calculated as:

Weaout = kea(pca(L +1) — Peaout),
1
Wda,ca,out = mwca,out,
Woz,ca,out = on,ca,ctha,ca,oub (2.26)

VW,ca,out = Wca,out - Wa,ca,oub

WN27ca7out = (1— 2,ca)Wda,ca,out,

whereke, is an orifice constant found experimentally. Although the mole fraction of oxy-
gen at the cathode inlet is assumed to be consy@ggajn = 0.21, the mole fraction of
oxygen in the channel (driving the outlet mass flow rates) is dependent upon the oxygen
mass (pressure) state in the channel, sucwgle,@g = p027ca/ Pca-

Finally, the oxygen and total water mass flow rates between the GDL and the channel,
Wo,.ca(L) andWyca(L), are calculated to solve the mass conservation equations shown in
(2.24). The oxygen mass flow through the GDL-channel interface is a function of the oxy-
gen molar fluxNo,(L). The total water mass flow raté{yca(L), exchanged between the
GDL and channel is a function of the liquid water mass f\div,(L), and the water vapor
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flux, Nyca. Both the oxygen and total water mass flow rates are described by,

WOz,Ca(L) = No, (L)Mo,EAtcNcells,

(2.27)
Wyeall) = (\M,ca(L) + Nv,ca(L)MVEAfc) Neells

where the assumptio&a(L + 1) =0 is employed in the calculation of the reduced water
saturation gradient to determine the liquid water mass flow rate between the GDL-channel
interface W ca(L). Within the channel, the volume of liquid water is assumed to be negligi-
ble compared with the total channel volume, motivating this assumptio&diat+ 1) =0.

2.4.3 Boundary Conditions at the Anode Channel

Similarly to the cathode, the inputs for the anode calculations are the measured anode inlet
conditions including the dry hydrogen mass flow ra&, anjn, the supply manifold tem-
perature Tanjn, the total pressureanjn, and the relative humidityganjn. Dry hydrogen is
supplied to the anode, as a resmfjn= 0. The resulting mass balances for hydrogen and
water are

drer,an(L+1)

dt = V\4—|2,an,in —V\4—|2,an,out —V\ﬂ—iz,an(l—)a
w :\M/,an,in—\M/,an.,out—\/\(/man(l—)-
The dry hydrogen inlet mass flow raMi, anjn = Kanjn(Panjn — Pan(L+ 1)), is con-
trolled with a pressure regulator to maintain a constant anode inlet total pressure. Because
the hydrogen supplied to the anode is dry, the vapor mass flow rate is assumed to be zero

(2.28)

(Wanjn= 0). In calculating the anode total channel pressure, both the partial pressures of
hydrogen and water vapor must be estimated such that,

RT _ RT Myan(L + 1)
L+1)= L+1 ’ 2.2
Pan(L +1) MHZVaanZ( + )"‘in'n Psat; M Vo (2.29)
sz,an\EL—i_l) Pvan(L+1)

The total mass flow rate leaving the anode charg| ot, exists only during an anode
gas purge to remove both water, and unfortunately, hydrogen. The equations quantifying
the hydrogen and water vapor mass flow rates leaving the anode channel are expressed as:

Wan out = Kanout(Pan(L +1) — Panout),

1
WHz,an,out = mwan,out, (2-30)
Wianout =Wanout — WH27an7out-
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Similarly to the cathode, the gas and liquid water mass floasraetween the GDL and
channel are calculated by

Wh, an(L) = Nu,(L)MH,€AtcNcels,

(2.31)
Wyan(L) = (W,an(L) + Nv,an(L)Mngfc) Neells:

where the assumptio;(L + 1) =0 is employed in the calculation of the reduced water
saturation gradient to determine the liquid water mass flow rate between the GDL-channel
interface W an(L).

The calculation of the mass flow rates leaving the anode channel depends on the mea-
surement of the anode outlet total pressugout, Shown in [2.3D). The anode outlet
pressure can also be estimated using a similar approach as presented for the anode channel
and documented in [117], wheW&nrm = Kanrm(Panout — Pamb), resulting in the addition
of two states (hydrogen and water mass in the return manifold).

2.5 Output Voltage Equation

In this section, the voltage equation is presented as a mapping from the apparent current
density, reactant concentrations, temperature and membrane humidity conditions. All units
for current density used throughout the presentation of the voltage model are given in
A cm~2 for consistency with other published models.

Once anode flooding occurs, the resulting voltage degradation is associated with the
accumulation of liquid water mass in the anode channel,

PsatMyVan

2.32
cen | 2:32)

Man(L+1) = max{O,mMan(L +1)—
where the mass of water in the anode chanm@hn(L + 1), is taken from[(2.28). The ac-
cumulated liquid water mass is assumed to form a thin film of thickngsdlocking part
of the active fuel cell ared\¢c, and consequently increasing the apparent current density
[111],

, A I(A)
= 2.
'app (cm?) 10000App(T2)’ (2.:33)
where the apparent fuel cell ar@gyp is approximated as

2 m,an(L+ 1)

Aapp= Afc —
PP ¢ Neells P1 Twi

(2.34)
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The scaling factor of 2 iH(2.34) was used to account for thetfeat one half of the sur-

face area at the GDL-channel interface is occupied by channel ribs, which reduces the area
available for the formation of a liquid water film. This methodology for relating the ac-
cumulation of the liquid water in the channel to a restricted active area was first proposed
in [111] and a similar methodology was employed by [119]. Some models that deal with
cathode flooding, however, propose an increased current density due to the water accumu-
lation in the catalyst layer at the GDL-membrane interfacel[136]. Ongoing experimental
work from many researchers has focused on quantifying this accumulation of liquid water
using direct visualization [137] or neutron imaging techniques([98, 99, 48].

The thickness of this water laydry, is a tunable parameter that impacts the rate at
which the active area is reduced and in turn the rate of voltage decay as the liquid wa-
ter accumulates. Note that the notion of apparent current density, influendgdibyhe
gas channel, is a simplification of the flooding phenomenon that nevertheless captures the
experimentally observed dynamic voltage behavior of a multi-cell stack under a range of
conditions including both flooding and non-flooding. As shown in Se¢tioh 2.7, this tuned
parameter is similar to that experimentally determined_in [99].

Once the apparent current density is calculated it is used, together with the partial pres-
sure of the reactants in the anode and cathode GDL sections next to the membrane, to
determine the average cell voltage. The average cell voltage equal to the theoretical
open circuit voltagek:, minus the activatiorlJact, and ohmiclUJghmic losses such that

V= E —Uact — Uohmic - (2.35)

It is assumed that the concentration voltage loss due to a mass transport limitation at high
current density is negligible as a result of operation at relatively low current densities
(i<04Acm?),

The theoretical open circuit voltage, if the chemical reaction were a reversible process,
varies with respect to reactant partial pressures and temperature according to the change in
Gibbs free energy and the Nernst Equation [13],

Py,.an(1)y/Po, ca(1)
E:_<AH TAS) RT [ P o, (2.36)

2F 2F )t2F " (Po) L5

whereAS andAH are the differences in entropy and enthalpy from standard state condi-

tions, po is the standard pressure, and the oxygen and hydrogen partial prepggsg@,)
andp,, an(1), are located in GDL Section 1 next to the membrane.
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The activation overvoltage accounts for the energy requoeblive the chemical reac-
tion (a deviation from equilibrium), as well as the loss current density resulting from the
transport of molecular hydrogen from the anode to the cathode through the membrane. The
total activation voltage loss was parameterized accordirig to [138], such that

Unct = Ky X 1 (M) , (2.37)
F Io

whereK;j is a tunable parameter representing the reciprocal of the charge transfer coeffi-
cient,ijpssis the loss current density due to hydrogen crossaygyis the apparent current
density that is a function of the reduced active area due to the accumulation of liquid water
at the GDL-channel interface fromn (2133), agds the exchange current density which is a
function of the reactant partial pressure and temperature [138], expressed as

ca(1)\ .
io= Ky (po%o(v exp {—RE—T (1— TIO)} , (2.38)

whereK, andKs are tunable parametefs; is the activation energy for oxygen reduction
on Pt, andTly is the reference temperature.

The ohmic voltage loss is dominated by the membrane conductivity as well as the
contact and bulk electrical resistance of the conductive materials. This loss was shown
experimentally in[[12[1] to have the following functional form,

oo ___g-1268(hs )

Uohmic=Kg | ————— i 2.39
ohmic 4 (012Amb— b12) lapp ;s ( )

whereKy is a tunable parametety, is the membrane thickneds;; andbi, are experi-
mentally identified parameters from [121], aAgl, is the membrane water content from

(2.18£2.20).

2.6 Parameter Identification Approach

Lacking a practical experimental means to measure the spatial distribution of water mass
in the anode and cathode of a large multi-cell stack for the use of on-line control, the
lumped-parameter two-phase flow model developed here is indirectly calibrated and val-
idated through model prediction of the effects of flooding on cell voltage. A reasonably
wide variation in the experimental operating conditions has been examined, including both
flooding and non-flooding conditions, to ensure that the model adequately estimates the
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relationship between GDL flooding and cell voltage degradatiThe range of operating
conditions examined is limited due to operation with a stack, not a single cell, and the
desire to minimize cell to cell voltage variations [120].

There are two sets of model parameters which must be either calibrated or tuned. The
calibrated parameters are based on the fuel cell hardware specifications and are listed in
Table[2.1 with values provided in the Appendix. These parameters may require additional
experiments to determine, such as the orifice constants describing the back pressure flow
characteristics for each gas channel.

Table 2.1 Parameters required based on PEMFC stack specifications.

* Note: values for these parameters are provided in the Appendix.

At Fuel cell nominal active area
K Absolute permeability

Mmary Membrane dry equivalent weight
n Number of cells in the stack
tgal GDL thickness

tmo Membrane thickness

Van Total anode channel volume
Vea Total cathode channel volume
£ GDL porosity

Pmdry Membrane dry density

Kan Anode orifice constants

Kea Cathode orifice constants

The two water related tunable parameters that require erpatal identification are
the scaled “stack-level” membrane back diffusiag,in (2.14) and thickness of liquid wa-
ter layer accumulating at the GDL-channel interfagejn (2.34). Additionally, there are
four tunable parametek§; -K4 associated with the output voltage [in (2[35-2.39). Although
the water related parameters do not appear linearly, the voltage equation can be rearranged
such that each of the tunalfés is linear in the coefficient,

- RT . : Ec/1 1
V=E - Kl? (In(|app+|loss) "‘ﬁ (T - -ITO)>

RT RT ca(l
L In(K) Ki R 4 Ka Ky 1 [ Pez call)
F F Po

t _ 1 1 . .
— Ky {me 1268( 353 T>:| (iapp+iloss) - (2.40)

Given a set of values fam,, andt,,, the voltage parameters are identified using linear
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least squares to minimize the difference between the mehauezage cell voltage, and
the modeled cell voltage, ~

)= / " @tr) - 9(r)]" W) (o)) dr | (2.41)

over the experimental testing timig,, The statistics associated with the estimation error
are examined over a range|ofy, ty]| pairs to find the locally optimgb, t, ] combination
and the resulting values.

Note here, there are 24 individual cell voltages being measured. The average and me-
dian cell voltages exhibit similar dynamics with a relatively small difference in voltage
between them. However, there is a significant difference in the magnitude and deviation be-
tween the minimum and maximum cell voltages. As a result, the use of either the minimum
or maximum cell voltages for parameter tuning results in an underestimation or overesti-
mation of the degree of flooding. For these reasons, the average cell voltage is used for
model tuning.

2.7 Model Calibration

Experimental calibration data are collected for a range of nominal stack current densities
from i=0-300 mA cn1?2, air stoichiometries of 250% and 300%, and coolant outlet temper-
atures from 45-6%C, at an anode inlet total pressure of 1.2 bar, as shown in Higdre 2.6. A
polarization curve (I-V) is conducted at approximately 70 minutes, at which time the purge
events are temporarily disabled.

The purge events were scheduled to occur every 180 seconds for a duration of 1 second.
During purge events, the purge solenoid valve is momentarily opened, exposing the anode
outlet manifold to ambient pressure. As a result of this decreased anode total pressure, the
manual pressure regulator, which tries to maintain its downstream pressure, increases the
hydrogen mass flow rate through the system. Following the closure of the purge solenoid
valve, small spikes in pressure occur as the pressure regulator readjusts its delivery pres-
sure.

As shown in Figuré 216, the initial coolant outlet temperature setpoint®€ 5@d then
changes to 60C at approximately 185 minutes. Thermostatic controllers are used to con-
trol the heat exchanger fans to regulate the coolant outlet temperature. As these fans are
cycled, oscillations in temperature are induced.

The standard deviation in the cell voltage measurements is greater at high current den-
sity (300 mA cn1?) than at low current density [120]. This increased uncertainty at high
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Figure 2.6 Experimental measurements used for model calibration. The first subplot shows the
24 individual cell voltages along with black dots at 600 mV which illustrate the portions of the data
set used for calibration. The second subplot shows the nominal current density. The third subplot
is the anode and cathode inlet total pressures. The fourth subplot is the temperature of the water

coolant leaving the stack.

current density, seen in Figure 2.6, is due to both the increased difference in the cell to cell
voltage variation as well as the increased excursions in cell voltage between anode purges.

100 150 200 250
Time (min)
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Moreover, at high current density the cell with the minimunttage exhibits greater volt-
age excursions between anode purges than the cell with the maximum voltage. However,
the mean and median voltages have similar dynamic and steady-state responses.

For the purposes of model calibration, a portion of the calibration data set is selected to
include a range of both transient and "steady-state” operating conditions. This portion of
data is indicated with a blackin the voltage plot shown in Figure 2.6. Data at open-circuit
are avoided due to the high uncertainty associated with operation at open-circuit voltage
[120]. The identified parameters resulting in the smallest mean, maximum and standard
deviation in the estimation error over the setogf €[7,12] andt,; €[0.12mm,0.14mm],
while still capturing the voltage response during flooding conditions, are shown in Table
2.2.

Table 2.2 Experimentally identified parameter values for PEMFC stack

Parameter Tuned Value
Ky 1.00
Ko 124 u A
Ks 2.05
Ky 3.40
Qw 100
twi 0.14 mm

The first tunable voltage paramet&h, which scales the total activation overvoltage,
has a local minimum whose value is dependent,pmeara,,=10.5. The second and third
tunable voltage parameteks; andKs, influence the exchange current density and tend to
increase asy increases oty decreases. The fourth tunable voltage paramKigrscales
the ohmic overvoltage and decreasesigsncreases o, decreases.

Using the identified parameters, the model is simulated to produce voltage estima-
tions for the entire calibration data set. Figlre] 2.7 shows the model estimation at 300
mA cm~2 between 180-200 minutes. The second subplot compares the nominal current
density,i = | /At to the apparent current densityy, from (2.33), based on the apparent
surface area that is not blocked by the liquid water film at the GDL-channel interface.

As liquid water accumulates in the anode gas channels, the apparent area decreases,
causing an increase in the apparent current density. Following a purge, the liquid water is
removed and the apparent current density returns to the nominal value. Following some
purges, not all of the water is removed from the gas channels, causing the apparent current
density to remain greater than the nominal current density. Since the apparent current den-
sity is used to calculate the cell voltage, the estimation of cell voltage is then sensitive to the
degree of flooding in the anode gas channels and GDL. The values for the identified param-
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Figure 2.7 Model calibration results. The first subplot shows the 24 individual cell voltages in
thin faint colored lines with the average cell voltage in a thick solid blue line and the model esti-
mated average cell voltage in a thick dotted red line. The second subplot shows the nominal and
apparent current densities. The third subplot is the anode and cathode inlet total pressures. The
fourth subplot is the temperature of the water coolant leaving the stack.

eters,ay andty, influence the rate at which liquid water accumulates in the gas channels

(impacting the rate of decay in voltage between purges) as well as how much liquid water
mass accumulates in the gas channel (how much the voltage recovers following a purge).
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When all of the liquid water is removed from the gas channetsctil voltage returns to
approximately the same value following each purge event.

Although the voltage prediction is an indirect means for evaluating the overall predic-
tive ability of our model, voltage is a stack variable that combines the internal states of
the stack and provides an accessible, cheap, fast and accurate measurement. The model
accurately captures the trend of the voltage decay and subsequent recovery after an an-
ode purging event. Note here, for the entire calibration data set, the average estimation
error is 2.9 mV, the maximum estimation error is 42 mV and the standard deviation in the
estimation error is 3.6 mV.

In addition to adequately capturing the temporal evolution in voltage during flooding,
the model accurately estimates the reactant dynamics during load changes. The overshoot
in cell voltage during a step change up in current from 0.25 A%to 0.3 A cnT 2 at ap-
proximately 183.4 minutes is shown in detail in Figurd 2.8, along with subsequent purging
events near 183.7 minutes. A decrease in the partial pressure of oxygen at the cathode
membrane surface occurs due to volume filling dynamics; however, there is very little de-
viation in the hydrogen partial pressure during the load change. As a result, the reactant
starvation occurs predominantly on the cathode and not the anode under these operating
conditions. Referring back to Figure 2.7, the overshoot in cell voltage at approximately
198 minutes for a step change down in current from 0.3 A€o 0.25 A cn? is also
well approximated. Note here, for simulations of reactant dynamics during a load change
reported in[[139] and [114], the model predictions are not compared with experimental
data.

Figure[2.9 displays the predicted water vapor partial pressures, the liquid water satura-
tion, and the mass of liquid water accumulating in the anode channel during the same load
change and subsequent purging events as described previously follFigure 2.8. The slow rise
in the water vapor partial pressure is due to the increase in the cell operating temperature.

Immediately following the purge valve opening, the mass of liquid water in the anode
channel evaporates into the bulk gas stream (due to the increased hydrogen mass flow rate
during the purge). The volumetric condensation coefficigim, (2.4), influences the non-
instantaneous rate of evaporation of water vapor in the GDL section allowing the water
vapor partial pressure to decrease before all of the liquid water is removed from the GDL
sections.

The liquid water saturation in the GDL section closest to the chasp€8), decreases
most significantly during a purge. Liquid water flows from the GDL towards the channel
until the immobile saturation limit is reacheshy(3) < sm, at which point only water va-
por enters the channel from the GDL. Liquid water does not flow from the GDL to the
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Figure 2.8 Reactant dynamics during a load change and purging event. The first row of subplots
shows the cell voltages along with the nominal and apparent current densities. The 24 individual cell
voltages are displayed in thin faint colored lines with the average cell voltage based on the measure-
ments in a thick solid blue line and the estimated cell voltage in a thick dotted red line. The second
row of subplots shows the oxygen and hydrogen partial pressures in each GDL section (1-3) as well
as in the channel (4). A load change from 0.25 Ao 0.3 A cnT2 occurs at approximately

183.4 minutes followed by an anode purging event at approximately 183.7 minutes
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Figure 2.9 Water dynamics during a load change and purging event. The first row of subplots
shows the water vapor partial pressures in the GDL and channels. The channel is indicated by a
solid line and the three GDL sections are represented by dashed lines. The second row of subplots
displays the liquid water saturation in the GDL. Finally, the third row of subplots indicates first the
state of the purge solenoid valve (0 indicates the valve is closed and 1 means the valve is open),
followed by the mass of liquid water accumulating in the anode channel.

anode channel, following the purge, until the liquid water saturation in the GDL exceeds

the immobile saturation limit. If the purge event were to have occurred over a longer time

interval, more water vapor in the anode GDL would have been removed, causing a more
significant impact on the cathode liquid water saturation due to the water vapor transport
through the membrane.
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2.8 Model Validation and Discussion

For the purposes of model validation, the calibrated model is simulated with experimen-
tal inputs that are different from the ones used in the calibration process. The resulting
model predictions are shown in Figlre 2.10 and compared with the actual cell voltage mea-
surements at five different load levels. The data shown demonstrate the model predicting
capability over a range of current densities and air stoichiometries. At approximately 162
minutes, the air stoichiometry is increased from 200% to 300%, causing a more significant
increase in the voltage estimation (through the partial pressure of oxygen at the membrane
boundary) than is experimentally observed. Despite the increased error associated with the
oxygen partial pressure, the model correctly estimated the degree of anode flooding at var-
ious current densities, correctly predicting no significant flooding at low loads. As the load
level is reduced, the degree of flooding decreases, which is seen from inspection of the dif-
ference between the apparent and nominal current densities at each load level. As a result,
the deviation in voltage decreases between purges, which is experimentally confirmed.

For the entire validation data set, the average estimation error is 8.7 mV, the maximum
estimation error is 105 mV and the standard deviation in the estimation error is 11.5 mV.
Although these validation error statistics are approximately two times greater than the er-
ror statistics associated with the calibration data, at all times throughout the experiment the
estimated average cell voltage is bounded between the measured minimum and maximum
cell voltages, and the measured cell to cell variation is larger than the average estimation
error.

Although the model of the reactant and water dynamics results in an accurate estimation
of the voltage degradation between purges, it is assumed that this degradation was solely
due to the accumulation of liquid water in the gas channels. However, it is conceivable that
some of this degradation could be due to the accumulation of nitrogen on the anode as a
result of operation with air, rather than pure oxygen, or catalyst flooding. The model has
tunable parameters that can compensate for these model assumptions and simplifications,
but it is very important to check the tuned parameter values against other published values.
As Tabld 2.2 shows, the tuneg), andt,,, are reasonable and within the range of published
results[118] 99].

2.9 Conclusions

A two-phase isothermal one-dimensional model of reactant and water dynamics has been
developed and validated using a multi-cell stack. The lumped parameter model depends
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Figure 2.10 Model validation results. The first subplot shows the 24 individual cell voltages in
thin faint colored lines with the average cell voltage based on the measurements in a thick solid
blue line and the estimated cell voltage in a thick dotted red line. The second subplot shows the
nominal and apparent current densities. The third subplot contains the anode and cathode inlet total
pressures. The fourth subplot is the temperature of the water coolant leaving the stack.
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on six tunable parameters associated with the estimatiomltdge, the membrane wa-

ter vapor transport and the accumulation of liquid water in the gas channels. During step
changes in load, a good voltage prediction is achieved by reproducing both the steady-
state and dynamic voltage response due to the instantaneous increase in current, as well as
the excursions in oxygen partial pressure resulting from the manifold filling dynamics, as
demonstrated. Finally, the model predicted the dynamic effect of temperature on voltage
as shown during the temperature transient fromit6B®C. Although simple, this model
captures the voltage dynamics observed in a fuel cell stack at low and moderate current
densities under the range of conditions tested. However, caution should be used in ex-
tending this model to conditions not examined, as this model has significant empirical and
tuned functions.

The notion of apparent current density is a means for describing the impact of water ac-
cumulation on the dynamic voltage behavior of a PEMFC. The next chapter is focused on
extending and validating this simple GDL model at higher current density, and establish-
ing the connection between the liquid water mass accumulation and voltage using neutron
imaging techniques [140].

53



Table 2.3 Parameter symbols, definitions and values.

Symbol

Definition

A¢c=0.030 nt

fuel cell nominal active area

b1,=0.005139([121]

ohmic resistance parameter

b12=0.00326[[121]

ohmic resistance parameter

Dy, =114 mn¥/s [71]

hydrogen diffusion coefficient

Do,=30.3 mnt/s [71]

oxygen diffusion coefficient

E.=66 kJ/mol [138]

activation energy

F=96485 C/mol e

Faraday'’s constant

AH=-228,740 J/mol

Enthalpy difference from STP (water in vapor phas

iloss=1 MA cnT 2 [138]

loss current density

Keajin=11.3e-7ms

cathode orifice constant

I((:a,out:11.38'7 ms

cathode orifice constant

Kanin=9.34e-7m s

anode orifice constant

Kan,out=9.34e-7m s

anode orifice constant

Kanrm=11.31e-7ms

return manifold orifice constant

K=2.55e-13 M [71]

absolute permeability

Ki=1.17

tuned voltage parameter

Ky=4.44 uA tuned voltage parameter
K3=1.78 tuned voltage parameter
K4=3.27 tuned voltage parameter
L=3 number of GDL sections

Mn,=0.002 kg/mole

hydrogen molecular weight

Mo,=0.032 kg/mole

oxygen molecular weight

My, =0.028 kg/mole

nitrogen molecular weight

Mn,0=0.018 kg/mole

water molecular weight

Neells=24 cells

number of cells in stack

er)

pPo=1 atm standard state pressure

R=8.314 J/mol K universal gas constant

Ssm=0.1[71] immobile saturation

AS=-44.43 J/mol K Entropy difference from STP (water in vapor phase
tga1=0.5 mm total GDL thickness

tmp=0.038 mm PEMFC membrane thickness (includes catalyst lay
tw=0.131 mm tunable water layer thickness

To=298.15K standard state temperature

Vp=2.5 cn? GDL section pore volume

V:2=380 cn? cathode channel volume

Van=430 cn? anode channel volume

Vanm=345 cny anode return manifold volume

aw=11.5 tuned water vapor diffusion parameter

0x=0.167 mm GDL discretization width

y=900 s [71] volumetric condensation coeff.

€=0.5[71] material porosity

6.=60 degrees [71]

contact angle

11=0.405 g/m S[[71]

liquid water viscosity

=997 kg/n?

liquid water density

0=0.0644 N/m[[7L]

surface tension

mb dry density

M, dry=1.0 kg/mol

mb dry equivalent weight
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Chapter 3

Neutron Imaging of Liquid Water
Accumulation In PEMFC

The operation and accumulation of liquid water within the cell structure of a polymer elec-
trolyte membrane fuel cell (PEMFC) with a dead-ended anode is observed using neutron
imaging. The measurements are performed on a single cell with 5active area, Nafion
111-IP membrane, and carbon cloth gas diffusion layer. Even though dry hydrogen is sup-
plied to the anode via pressure regulation, accumulation of liquid water in the anode gas
distribution channels is observed in most tested conditions. Moreover, the accumulation of
liquid water in the anode channels is followed by a significant voltage drop. Anode purges
and cathode surges are also used as a diagnostic tool for differentiating between anode and
cathode water flooding. The rate of accumulation of liquid water and its impact on the rate
of cell voltage drop are shown for a range of temperature, current density, cathode inlet
relative humidity, and air stoichiometric conditions. Operating the fuel cell under dead-
ended anode conditions offers the opportunity to observe water dynamics and measured
cell voltage during large and repeatable transients.

3.1 Introduction

The electrochemical power generation of a popular category of fuel cells depends on the
proton-conducting properties of their polymer electrolyte membranes. The ability of the
membrane to conduct protons increases with increasing water content. However, polymer
electrolyte membrane fuel cells (PEMFCs) operate below the boiling point of water, caus-
ing excess water to condense and restrict gas delivery or block the catalyst active area. The
buildup of water mass, referred to as flooding, in an operating fuel cell was first observed
with neutron imaging in[[49]. The impact of this flooding phenomena is a recoverable re-
duction in the power output of the fuel cell, seen by a decrease in cell voltage [99, 58], but
can also lead to irrecoverable material degradationl [141, 2].
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This chapter presents the neutron imaging of liquid wateumedation in a PEMCF
operating with a dead-ended anode. Modeling and testing for anode flooding conditions
are rare because most experimental fuel cells operate under flow-through conditions for
which anode flooding is highly unlikely. Here, a solenoid valve placed downstream from
the cell allows for an occasional purging event with high hydrogen flow rate to remove
water from the anode, preventing severe voltage drop and reactant starvation. Optimal
scheduling of purge events is necessary to prolong fuel cell life and minimize wasted hy-
drogen. An adjustable purging schedule applied to a stack with a dead-ended anode can
enable high hydrogen utilization and remove the need for costly, heavy, and bulky anode
humidification and recirculation hardware. Furthermore, understanding the water removal
with anode purging is important for designing shutdown procedures to alleviate damage
caused by freeze and thaw cycling.

Therefore, models which accurately predict the accumulation and removal of water
are necessary. If, in addition to water accumulation, the model can also predict the re-
sulting cell voltage, it could be used in combination with voltage measurement to allow
real-time adaptation of the purging events in response to component aging, environmental
changes, and system faults. Specifically, the estimated voltage is compared with the actual
voltage, and the error is used to adjust the model-based purge schedule. A similar model-
based technique was used for the estimation of hydrogen starvation [142] and control of the
hydrogen production rate from a fuel processor [143]. Hence, the experiments and exper-
imental results detailed here sought to confirm that a consistent correlation between water
accumulation and voltage degradation exists.

To this end, the experimental results offer the opportunity to observe water dynamics
and measured cell voltage during large and repeatable transients and hence, provide use-
ful data for calibrating and validating simple lumped parameter transient models [65, 140]
during anode flooding conditions. There are some limitations of the imaging system [55],
however, with careful cell design and masking the approximate location of the liquid water
within the structure can be inferred. These techniques have been applied in similar work
using neutron imaging [99, 58,148,198, 50} 53,1144, 57]. Neutron imaging experiments with
higher resolution in the membrane through-plane direction could provide more information
on the intrinsic mechanism of voltage degradation during anode flooding. However, higher
spatial resolution imaging requires longer exposure times [145] and hence, the method is
impractical for calibrating or validating transient models with a time resolution less than 1
min. Controlled cathode surging and anode purging events are used to distinguish anode
versus cathode channel plugging and flooding. During an anode purge, fed with dry hydro-
gen, a high gas flow rate through the cell is used to remove the liquid water stored in the
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anode. During a cathode surge, the air flow is momentarily &napaly increased beyond
the nominal excess ratio to remove any liquid water stored in the cathode.

It is demonstrated that liquid water accumulates in the anode gas channels, and this
buildup of liquid water is well correlated with the dynamic cell voltage response during the
majority of the experiments, as originally predicted(in [146]. These data also indicate that
there is sometimes significant voltage drop, even if the mass of water does not increase in
the fuel cell. Hence, water flooding cannot be considered always responsible for the voltage
drop and nitrogen accumulation in the anode should also be considered [36, 37]. Con-
clusions about channel water mass are based on several homogeneity assumptions, which
ignore the difference in the stored liquid water mass in the Gas Diffusion Layer (GDL)
under the channels as compared to areas under lands [55, 112]. Nevertheless, the data and
data analysis provide useful new information regarding PEMFC transient behavior.

3.2 Experimental Hardware

Experiments were conducted at the Neutron Imaging Facility at the National Institute for
Standards and Technology (NIST) Center for Neutron Research [145]. The amorphous sil-
icon detector was used for its 1 Hz image acquisition rate to capture the change in mass
of liquid water over time. A 1 cm diameter aperture was used for the experiment, with a
neutron fluence ratiy of 7.2 x10° cm 2 s~1 and a neutron flight path of 6 m. In this case,

the ratio of source-to-detector distance over the source aperture diameter (L/D) is equal to
600. The width of a pixel in the image corresponds to 127, but the resolution of the
imaging system is about 250m as a result of scintillator blooming [145].

The NIST test stand is used to supply a humidified gas stream to the cathode in flow-
through operation. The air is humidified using a bubbler, and it is assumed that the gas
leaving the bubbler is saturated at the water temperature. The inlet relative humidity can be
calculated at the fuel cell temperature by assuming the air has a dewpoint temperature equal
to the bubbler temperature. A portable anode purging system was constructed, which al-
lows dead-ended operation of the fuel cell. This anode purge system consists of a pressure
regulator, which supplies dry hydrogen to the anode inlet, and a solenoid valve downstream
of the anode outlet. A needle valve placed downstream from the solenoid valve is used to
set the desired flow rate during an anode purge event. The pressure drop across the nee-
dle valve is used to reduce the gas flow rate leaving the channel during an anode purge
event. This valve was adjusted prior to beginning and kept fixed for the duration of the
experiments. The anode gas flow rate during a purge is about 5 SLPM. Between purges
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the anode is supplied with hydrogen via pressure regulaiba, stoichiometry equal to

one, as shown in Fig. 3.1. Voltage, current, pressure, temperature, and cathode flow rate
measurements are recorded continuously at 1 Hz resolution. The image data are selectively
recorded when repeatable large transients are observed. Due to the large file size, it is not
desirable to capture data for all times, creating gaps in the measured liquid water mass data.

Bubbler
(Hydrogen)
Pressure ; MEC Compressed
%{ Regulator ! :[‘[[D] dry air
....................... R SO
LB ;
B Fuel Cell ;

endplate : : '
heater : E ---------------- . — |

Q

.. Pressure / Temp
Measurement

E Solenoid Valve

MFC--Mass Flow Controller

Heater

Figure 3.1 Experimental hardware detailing sensor and actuator locations.

The cell is comprised of a single 53 éMlafion 111-IP membrane which is 254n
thick with anode and cathode catalyst layers containing a Pt areal density of 0.3 g cm
purchased from lon Power. SGL 10BB nonwoven carbon GDLs, were used, which have
an uncompressed thickness of 42& and a porosity of = 0.84. The cell hardware, pur-
chased from Electrochem, consists of aluminum endplates, gold coated aluminum current
collectors, and resin-impregnated graphite flow fields. Resin-impregnated graphite is used
to prevent liquid water from accumulating inside the pore-structure of the graphite [56].
The graphite plates were thinned to 0.32 cm to reduce neutron attenuation. The anode gas
channels are straight with a channel width of 2.08 mm, depth of 1.78 mm, and land width
of 0.838 mm. A semiserpentine flow path is used on the cathode with five parallel paths,
each having a channel width of 0.686 mm, a channel depth of 0.991 mm, and a land width
of 0.762 mm. A square 45 W resistive heater, with a surface area of 3gismttached
to each end plate to ensure that uniform heating and that the desired temperature at low
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current density is maintained.

3.3 Quantification of Liquid Water Mass

The attenuation properties of a neutron beam passing through an object can be used to
form a projected image on a detector, similar to X-ray radiography. Neutrons are strongly
scattered by hydrogen atoms and only weakly interact with the other materials used in
PEMFCs, such as aluminum and carbon. The scattering interaction is also density de-
pendent; therefore, neutron imaging is particularly sensitive to the amount of liquid water
present in the cell due to the high density of hydrogen atoms, but is unable to detect to
hydrogen gas or water vapor. This technique provides a useful tool for in-situ measurement
of liquid water content while employing commercial fuel cell materials with realistic cell
designs. The use of these materials reduces the possibility of temperature gradients induced
by selection of nonstandard materials, which would otherwise greatly impact the formation
of liquid water within the cell.

Figure 3.2 Neutron images of the fuel cell active area before and after anode purge events, indi-
cating the actual cell orientation. The cell is operated at 566 mA2c66°C, with fully humidified
air at a stoichiometry of 200 % for cathode and dry hydrogen supplied to anode.

Figure[3.2 shows two images collected before and after a purge event. The areas with
high liquid water accumulation are clearly visible in the top left frame, which corresponds
to a condition before an anode purge event. The second frame in_Eig. 3.2 shows the drier
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neutron image collected after the purge. The downward pmniectord indicates the
direction of gravity.

The image) (j, k), formed by scattering and absorption of neutrons can be modeled by
the Beer-Lambert law

N
I(J7k):lO(Jvk)eXp[_lgultl(Jvk)] ) (31)

wherelp(j, k) is the incident flux rate of neutron,is the number of material layers in the
object,t; is the thickness of each layer, apdis the linear attenuation coefficient of each
layer.

The thickness of liquid water is quantified by determining the amount of attenuation
which is caused by water in the image. A section of the image outside the active area, de-
fined byS;, is used to normalize each image before processing, to account for fluctuations
in the nuclear reactor power output aidj, k) over time, according to

normy ; I(J7k)
R = Y jkes, | (J5K) (5:2)
To reduce systematic error, care is taken to ensure reference ima@@sj,k), are

taken with a completely dry cell, and 1500 images are averaged to reduce noise in the im-
age. To account for the effects of thermal expansion, which cause portions of the cell to
move within the imaging frame, dry reference images are taketGairterements over the
operating temperature range of the fuel cell. The relative neutron transmission, found by
dividing an image by the dry reference image of the cell, can be used to calculate water
thickness, assuming that the attenuation caused by everything but liquid water remains un-
changed since the reference image was captured.x® Bnedian filter is applied to the
images to further reduce random noise before calculating the liquid water thickness. The
thickness of the water layer is calculated using

_ B 1 |norm(j7k)

and the experimentally obtained attenuation coefficigqnt,= 0.3708+ 0.0008 mnr?!
[145], which is valid for liquid water thickness less than 1 mm.

Liguid water quantification is further complicated by instrument broadening caused by
the scintillator screen, scattering of neutrons by objects in the beam and detector noise
[48,147]. The trends in the data will still be evident without correction for these effects.
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Quantification of the error introduced by each phenomenarigitly under investigation
at NIST [145].

3.3.1 Temporal Averaging to Reduce Uncertainty

The measured uncertainty in water volume for a single pixel in the detector system sampled
at the 1 Hz rate is 0.32 x 18 cm? using (L/D) = 450 [145], which is different from the
experimental setup of (L/D) = 600. The measured uncertainty can be scaled to account for
the different neutron flux used in the experiment by multiplying by the ratio of the square
root of the fluence rates, which yields a per pixel liquid water volumetric uncertainty of
0.537x 10°% cm®. This relationship can be derived from the equation for the theoretical

uncertainty([145],
1 [14eHt 1 2
&= pu\ 1ATn =\ AT (34)

wheret is the water thicknesg is the attenuation coefficient, is the fluence raté is the

area,T is the integration time, angl is the detector efficiency. Equatidn (B.4) also indicates
that a reduction in uncertainty of the measured liquid water volume can be achieved at the
expense of temporal resolution by averaging several frames. The uncertainty in an averaged
frame of 11 s as compared to 1 s is decreased by a factgﬂﬁ ~ 0.3. Since the time
constant associated with liquid water is on the order of 100s [56, 147], the 11 s imaging
rate is used. The resulting liquid water volume uncertainty 166.10-% cm?® pixel=1,

which corresponds to a water thickness ofdd. Unfortunately, the temporal averaging

exacerbates the difficulty in tracking movement of water droplets and slugs in the channels;
liquid water droplet movement with the gas stream in the channel could be much faster than
the 1 s imaging time, and therefore, during a cathode surge or anode purge, liquid water
flow in the channels would appear blurred, even without averaging at the fastest exposure
rate of the imaging system.

3.3.2 Masking

The processed water thickness imagéj, k), is a two-dimensional (2-D) projection of the

liquid water inside the fuel cell. In order to infer the location of liquid water in the third
dimension, a knowledge of the physical material structure can be combined with logical ar-
guments. For example, liquid water cannot be located within an impervious solid material.
Several masking techniques have been used to analyze neutron images$[[99, 58, 50, 53]. A
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Figure 3.3 Schematic of fuel cell layers used for masking, the beam direction is into the page and

perpendicular to the membrane.

similar process is employed to estimate the mass of liquid water in three layers: the anode
channel, cathode channel, and combined membrane and GDL layer (which consists of both
anode and cathode GDLs). The masks are formed using the drawings of the graphite plates.
Mask A defines the active area of the fuel cell, mask B is for the anode channels, and mask
C is for the cathode channels. Four mutually disjoint masks, D-G, identify regions of the

fuel cell corresponding to the different possible combinations of channels and lands on

each side of the membrane as shown in Eig. 3.3. The area of each mask and their logical
relationships are shown in Talile 3.1. The water thickness in the combined membrane and
GDL layer can be directly measured from the images for regions identified by mask G,

which contain both anode and cathode lands and therefore water could not be present in

either of the other two layers.

Table 3.1 Masks

Mask Description #Pixels| Relationship
A Active Area 313600 DUEUFUG
B Anode Channel Area | 234099
C Cathode Channel Areg 169392
D Both Ch +MEMB+GDL | 128047 BNnC
E | AnCh+MEMB+GDL | 106052| (BNC)NA
F | CaCh+MEMB+GDL | 41345 | (BNC)NA
G MEMB+GDL only 38155 | (BNC)NA
H Subset of G 11239 HcG
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3.3.3 Local Spatial Averaging

Estimation of the distribution of liquid water in the third dimension, using masking over the
entire active area, requires consideration of the significant spatial variations in the liquid
water thickness along the channels. Therefore, a local 2-D spatial average is constructed.
Specifically, the active area is partitioned into & 9 grid of 81 segments similar to [68].

A 9 x 9 grid is chosen corresponding to the nine segments of parallel cathode channels as
seen in Figl_314, which is overlaid on mask C. Within each of the 81 segments, the flow of
reactant gases is in the same direction. Due to a manufacturing error the cathode inlet and
outlet manifolds were incorrectly positioned, rendering the first and last serpentine flow
pass ineffective. The cathode inlet should be located in segment 1, for proper operation,
but is instead located in segment 9 as shown in[Eid. 3.4. As a result, segments 1-8 and
74-81 are not included in the cathode flow path; therefore no excess air is passed though
these segments of the cathode during normal operation of the cell. Hence, the cathode
channel exhibits an unusual accumulation of liquid water in theses segments. Due to the
orientation of the cell, prior to masking, each thickness image is rotat&d #ithe right

using a bi-cubic interpolation method to facilitate registration with the mask. In the rotated
orientation, studies can be performed along the channels by traversing the coordinate axis
of the image. Note that segment 9, which is highlighted in Eig. 3.4, corresponds to the
upper corner of the fuel cell shown in F[g. B.2. Segment 9 is also the location of the gas
inlets where the dry hydrogen and humidified air enter the anode and cathode channels,
respectively.

The fuel cell conditions are assumed to be uniform within each of the 81 segments. Five
image masks (D-H) are applied to each of the 81 segments individually, and the average
liquid water thickness in each of the masked regions is calculated for each segment. A
fifth mask H, which is a subset of the points in mask G not adjacent to either channel, is
used to get a more accurate estimate of the water content in the combined GDL and mem-
brane layer. This mask reduces the effects of instrument broadening and neutron scattering
when there is liquid water present in the neighboring chanhel$ [48, 145]. Since only points
near the center of the lands are counted, the effect of different gas flow distributions in the
GDL in the adjacent regions, underneath the channel as compared to the land, on liquid
accumulation may not be accurately represented.

The top subplot in Fid,_3l5 shows a comparison of the average water thickness calcu-
lated using masks G and H over the entire active area for the combined membrane and
GDL layer. If the entire active area is considered, there is little difference between the
average water thicknesses when using mask G as compared to using mask H. However,
for individual segments, a more significant difference between the applications of mask G
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Figure 3.4 The cathode channel, mask C, is partitioned into 81 segments for the evaluation of the
spatial distribution in cathode channel liquid water. Five representative segments are highlighted
and shown in later analysis.

versus mask H is observed, as indicated in the remaining subplots. The largest difference
in average thicknesses is found in segment 73, located at the gas outlet near the bottom of
the cell. Due to the orientation of the cell and dead-ended anode, liquid water accumulates
in this corner of the anode channel because it is forced by the reactant gas flow and gravity.
A detailed description of the testing conditions for this experiment can be found in Eig. 3.6.
The standard deviation in water thickness for points identified by mask G, shown in
Fig.[3.5, provides a metric for how uniform the water content in the combined membrane
and GDL layer is over that segment. A large standard deviation in thickness may indicate
nonuniform conditions in the membrane and/or GDL. Scintillator blurring and/or scatter-
ing, where a significant amount of water is present in the channel, reduces the measured
standard deviation but creates a systematic uncertainty. In the limiting case, where the wa-
ter thickness is uniform, the standard deviation in measured thickness should be equal to
that of the Poisson counting process given|[by](3.4), which increases with increasing wa-
ter thickness. The large standard deviation measured for segment 9 between t=725 and
800 min, shown in Fid._315b, is likely due to condensation and buildup of liquid water near
the cathode inlet manifold. A cathode surge conducted at around t=780 min pushes liquid
water out of segment 9, reducing the measured standard deviation in that segment. Seg-
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ment 73 consistently contained the most water and therefeoehas the highest standard
deviation.
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Figure 3.5 Average (spatial) liquid water thickness in the membrane/GDL layer. The average lig-
uid water thickness for the combined membrane/GDL layer over the entire active area is shown in
the top subplot and within selected segments in subsequent subplots. Data are taken from the same
set shown in Fig 316.
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3.3.4 Channel Liquid Mass

To calculate the mass of liquid water in the gas channels, assume that the water thickness
in the combined membrane and GDL layers is uniform over a segment, and then it is equal
to the averaged thickness in the region defined by mask H. In this case, the average liquid
water thickness in the anode channel can be estimated by taking the difference between av-
eraged water thickness in masked regions H (MB/GDL) and E (MB/GDL+AnNnCh) for each
segment. Similarly, the average cathode channel liquid water thickness can be estimated
by the difference between averaged water thickness in regions H and F. The total estimated
liquid water mass in each layer of the cell is found by summing the masses calculated for
each of the 81 segments, according to

81

M&bLms =01Ap _ZNRAA[i] HIIJ , (3.5)
81

Minch=P1Ap _ZNRAnCh[i] (Eli] =HI) , (3.6)
81

AW&CthlAp_;NRCaCh[i]<F[i] —HI[i]) (3.7)

wherep; is the density of waterAp is the area of the fuel cell corresponding to a single
pixel in the detectorNpaai], Npanchi], andNpcacti] are the number of pixels defining

the active area, anode channel, and cathode channel, respectively|ijarili], andFi]

are the measured average water thickness in segrftergach of the corresponding masks,
where the thickness is given Ry (B.3). The results of this image processing and data analysis
are shown in Fid._3]6.

Three-dimensional computational models have demonstrated the possibility of a nonuni-
form liquid water distribution inside the GDL, with a buildup of water in regions underneath
channel lands [55, 112]. If the true water distribution in the GDL is concentrated under the
lands, then the previous assumptions would lead to an underestimation of the amount of
liquid water in the channel, and an overestimation of the GDL water content. Therefore
this data analysis method represents a lower bound on the mass of accumulated water in
the channels and an upper bound on the mass of water in the GDL.

Local averaging combined with masking yields more accurate results than simply aver-
aging the masked regions over the entire active area due to the nonuniform distribution of
water within the cell. The percent difference between the total liquid water mass, and the
estimated mass calculated via masked local averadfls, + MY+ MY g is less
than 2%, indicating that the relative uncertainty introduced by the assumption of a uni-
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form water thickness in the combined membrane and GDL layexdoh segment is small.
Therefore, there is a high level of confidence using the locally averaged and masked data to
infer the mass of liquid water in each of the three layers: anode channel, cathode channel,
and combined membrane GDL.

3.4 Results and Discussion

The neutron imaging data were collected over 4 continuous days of testing (42 hours)
for the range of operating conditions summarized in Table 3.2 and shown in_Big. 3.6 and
Figs.[3.8{3.1D. The same cell is used throughout all the experiments, with pressure regu-
lated dry hydrogen feed at various current densities, air stoichiometric ratios, cathode inlet
relative humidities (RHs) and cell temperatures. It is assumed that the air supplied to the
cathode has a dewpoint equal to the bubbler temperature. Control of the fuel cell endplate
temperature and cathode bubbler temperature can therefore be used to achieve the desired
cathode inlet RH. Relatively low current densities are used as compared to those typically
reported in the literature. These low-to-medium current density conditions are interesting
in portable and mobile applications where the system typically idles for a significant time.
They are also conditions for which anode flooding is most predominant. However, at higher
current density electro-osmotic drag tends to dry out the anodé [148].

Parameter Operating Range
Anode inlet RH 0%
Cathode inlet RH 40 % - 100 %
Anode Pressure 123.6 kPa absolute

Cathode Pressure| 120 kPa-125 kPa absolute
Cell Temperature 40°C, 50°C, 60°C
Cell Current 0OA-30A
Cell Current densityy 0 mA cm 2 - 566 mA cnt 2

Table 3.2 Cell operating conditions

One can notice that the operating temperature is also lower than typical. Due to the soft-
ware temperature calibration, the intended operating conditions were not attained and the
cell was operated at a temperature colder than desired. The thermocouple was re-calibrated
after the experiment, and the corrected temperature is presented in the data. As a result
of the mis-calibration, the bubbler temperature is higher than the fuel cell temperature for
some of the experiments. Therefore, the dewpoint of the air entering the cathode channel
is higher than the cell temperature, which is indicated by a calculated value of RH greater
than 1 as shown in Fig._3.6.
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In the two subsections below the results of the neutron imageessing are presented.
The effects of the anode purge and surge events on the measured voltage is demonstrated.
Surges and purges can be used as a diagnostic tool to distinguish between operation with
anode channel water flooding (anode plugging) or cathode channel water flooding (cathode
plugging) conditions. Snapshots of the liquid water thickness images are shown to verify
the purging and surging diagnostic capability. These snapshots also clarify differences in
the 2-D flow pattern, which affects the quality or ability of the purge event to remove water
accumulated in the anode channels. Finally, note portions of the data where the water vi-
sualization indicates no anode plugging; however, repeatable voltage improvement is seen
after every purge. These data sets indicate that there is (a) an anode nitrogen blanketing
problem, and (b) a GDL water mass value below which there is no liquid water flux to the
anode channels and hence, anode water plugging is avoided. This information can be used
to tune a value for the immobile saturation of liquid water inside the GDL, which is used
in later sections to calibrate a simple model.

3.4.1 Channel Water Plugging

Figure[3.6 shows the data from one full day of testing (6 hr continuous operation), and
Fig.[3.8E3.10 shows the rest of the data collected on three other days. A detailed discussion
of the data shown in Fif. 3.6 is presented first. These data illustrate how changing the op-
erating conditions can drive the system from a state of cathode channel flooding to anode
channel flooding at low-to-medium current density. The first subplot of[Eif. 3.6a shows
the mass of liquid water in each of the four mutually disjoint masked regions, described
in Sed 3.3.R, over the entire active area. The next three subplots show the estimated liquid
water mass in each of the three layers (anode channel, cathode channel, and the combined
membrane/GDL layer). The last four subplots of this figure display the important operating
conditions which are typical model inpufs [65]: current density (A émend plate cell
temperature®C), cathode inlet RH and cathode stoichiometric ratio.

The cell is initially operated at low current density (Fig.|3.6f) and high cathode stoichio-
metric ratio (CA SR) (Fig_316i), and heaters are used to maintain the endplate temperature
at 50C (Fig.[3.69). Figl_3J6h shows the estimated cathode inlet relative humidity (CA RH)
which is the ratio of the saturation pressure at the bubbler temperature over that of the
cell temperature. At t=783 min the cathode stoichiometry is decreased and water begins
to accumulate in the cell as seen in Hig. 3.6b and c. Cathode channel flooding is evident
in the neutron radiographs, which can be seen in[Fig. 3.7(a) at t = 820 min, and can be
inferred by the rapid but small voltage fluctuations. This fluctuation in voltage occurs as
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Figure 3.6 Data set 1: Measured total liquid ngter)mass, estimated membrane/GDL and channel
liquid water masses, voltage, current density, temperature, cathode inlet relative humidity (CA RH)
and cathode stoichiometric ratio (CA SR); fully humidified cathode gas (air) and dry hydrogen inlet.
The (red) vertical lines in the voltage subplot indicate an anode purges.
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Inlets
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(a) Cathode channel flooding at low stoichiometry ratio (b) Little channel flooding at t = 832 min.
t =820 min.

(c) Anode channel flooding at t = 848 min. / (d) Both Channels Flooding at t = 883 min.

d

Figure 3.7 Processed neutron images showing liquid water thickness (mm) under a variety of
conditions.

the cathode channels are intermittently plugged with water, and the voltage is insensitive

to the anode purges indicating the absence of anode plugging. The the terms flooding and
plugging are used to differentiate between the accumulation of water mass in the GDL and

channel. Water accumulating in the channels forms slugs which block the flow of reactants

along the channel; hence, the adoption of the term plugging.
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Figure[3.7(d) also shows the buildup of liquid water after1B8 degree bends in the
cathode semi-serpentine flow path as observed by [7]. However, the water in the cath-
ode channel only accumulates after the 180 degree bends on the left side of the image,
which corresponds to the “downhill” turnarounds when viewed in the original orientation
as shown in Fid. 312. The gravity vectgg,delineates the image rotation relative to the cell
orientation. The orientation of the cell and the effects of gravity may have a non-negligible
effect on the location of liquid water buildup within the channels [3]. This is different from
common modeling assumptions of transport in the GDL, where gravitational effects are
negligible [149].

Just before t=825 min the cathode is surged, removing liquid water from the cathode
channels, and a sustained voltage recovery of 25 mV is observed. Following the surge,
the current density and stoichiometry are both increased. The higher cathode gas veloc-
ity more readily removes liquid water from the cathode channel, as seen i Fig] 3.7(b)
at t=832 min. This new operating condition eventually leads to anode channel flooding,
shown in Fig[3.7(¢) and clearly detected by the large periodic voltage increase follow-
ing every purge. At t=858 min the cathode stoichiometry is again decreased, leading to a
condition in which both anode and cathode channel flooding occurs, as seen[in Fig. 3.7(d)
and detected by the small voltage fluctuations superimposed by purge-induced voltage im-
provements.

Data at lower CA RH (70%) also resulted in anode channel flooding, shown in_Hig. 3.9
near t = 3700 min. A good example of cathode channel flooding can be seen shortly after
startup in FigL38 att = 2215 min, where a 25 mV sustained voltage recovery occurs fol-
lowing a cathode surge. Cathode flooding is also present at t = 3554 min [n Fig. 3.9, under
similar conditions of low CA RH and low current density 189 mAtmAt the two higher
current densities which were tested, cathode surges do not provide any sustained voltage
recovery, indicating that cathode channel flooding is not a problem under these conditions.

3.4.2 Dry Anode Channel Conditions

This section discusses the limitations of the purging and surging methodology used for de-
tecting the approximate location of water in the direction perpendicular to the membrane
plane.

The first limitation is apparent where the 2-D distribution of water along the channels is
such that a purge or a surge cannot remove a significant amount of water. At lower current
density, 189 mA cm?, the liquid water is more evenly distributed, rather than concentrated
at the end of the channel. Due to the low rate of water generation and subsequently small
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droplet growth rate, the liquid droplets on the surface ofsthede GDL did not grow large
enough, during the observed time between purges, to be pulled by the gravity to the end
of the channel. It was observed that only liquid water at the end of the anode channel is
effectively removed by purging.

This is seen in the buildup of liquid water mass in the anode channel,_Fig. 3.8 between
t=2200 -2275 min and in Fig. 3.9 between t=3550 -3650 min, which is insensitive to an-
ode purges. At higher current densities, there is a greater liquid production and crossover
rate; hence, water collects near the end of the anode channels, as shown in Fig. 3.7(c), and
repeatable liquid water transients occur.

The second limitation in using the voltage-purge relation for diagnosing anode water
plugging arises from the effects of nitrogen crossover and eventual nitrogen accumulation
in the anode. In the event of nitrogen blanketing, an anode purge can also improve the cell
voltage. In the collected data, there are cases where the image processing indicates that
there is no anode water plugging; however, there is a repeatable voltage improvement after
every purge event. Specifically, Fig. 3110 (t=5400 -5480 min) shows data at higher tempera-
ture (60C) and low CA RH (40 %), where anode channel water is no longer detected in the
neutron images. For these conditions, the total water content in the GDL decreases signif-
icantly, about half that of the case with a fully humidified cathode inlet, because the water
carrying capacity of air increases exponentially with temperature and therefore can remove
far more liquid water under these conditions|[57,/150]. Dry anode channel conditions with
voltage drop between purges are also shown inFig). 3.8 (t=2475 -2530 min) while operating
at relatively low current density (377 mA crf), high cathode stoichiometric ratio, high
temperature, and sub-saturated cathode inlet flow.

Dry anode channel conditions are also encountered in the first day of testing shown
in Fig.[3.6 (t=700-780 min) and (t=965-1045 min) where fully saturated air flow was fed
to the fuel cell. Some discussion of these two cases is warranted, as the membrane water
dynamics and the thermal dynamits|[57] might explain why there is no water anode plug-
ging in these two cases. The period (t=700-780 min) in[Eid. 3.6 was after start-up where
the membrane might not have been fully hydrated and hence, might have been absorbing
water from the surrounding GDLs. At t=925 min, a slow temperature rise of alQuis5
measured at the end plates, following the current density increase to 566 nrAltis ex-
pected that the current increase causes a large spatial gradient in temperature. The thermal
history of the membrane impacts the membrane water uptake and conductivity [151, 152].
This thermal history may account for the absence of anode flooding following the return to
lower current density and nominal temperature at t=1000 min ir_Eig. 3.6, conditions which
previously (t = 830 min- 850 min) exhibited anode channel water accumulation.
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In all the cases where dry anode channel conditions are adseexcept the start-up
period of Fig[3.6 (t<780 min), the combined GDL plus membrane water mass, estimated
through masking, is less or equal to 0.5 g. This liquid water mass is equivalent to a GDL
volume fraction ofs= 0.21. Because no liquid water is flowing to the anode channel, this
value is assumed to be equal to the immobile saturation Bmit A linear GDL com-
pression of 20% is assumed for this calculation, which yields a compressed porosity of
€ = 0.67, and distribution of water evenly between the anode and cathode GDL layers is
also assumed.

3.5 Flooding, Plugging and Voltage Response

A consistent correlation between voltage and anode purging is observed at low-to-medium
current density under a variety of operating conditions. This relationship can be used to
establish a phenomenological model that connects the accumulation of water and nitrogen
in the channel with an apparent active area available for the reaction and hence, establish an
easily tunable model with low computational complexity for control applications [65, 140].

The hypothesis of a direct effect of anode channel water and nitrogen mass accumu-
lation on voltage is controversial, as most existing models use the decrease of reactant
pressure and the effect of liquid water accumulation in the cathode GDL-Catalyst interface
on voltage([66, 126] assuming a thin film-model which predicts the blockage of the cathode
catalyst interface [99]. A similar argument is used here to formulate an anode channel in-
terfacial blockage which leads to an apparent active area, hence an apparent current density,
and consequently a voltage degradation, as shown in Seciion2.5.

First, test periods are investigated where voltage decay is observed but no channel or
GDL water mass accumulation. A simple model using published membrane crossover
values for nitrogen/ [36] confirms the hypothesis that nitrogen crosses over from the air
supplied cathode through the membrane, accumulates in the anode, and contributes to the
measured voltage degradation. The confirmation of the hypothesis is based on the good
match between the predicted and the measured voltage degradation between purges. The
exact accumulation of nitrogen in the anode channel has to be confirmed with independent
nitrogen concentration measurements, which is the subject Chapter 4.

Second, investigation of data that show anode flooding and voltage decay are used to
demonstrate that a simple one-dimensional (1-D) (channel-to-channel through the mem-
brane), isothermal, and lumped parameter model can be used to predict the transient anode
water accumulation and voltage behavior well during anode flooding conditions under
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Figure 3.8 Data set 2: Measured total liquid water mass, estimated membrane/GDL and channel
liquid water masses, voltage, current density, temperature, cathode inlet relative humidity (CA RH)

and cathode stoichiometric ratio (CA SR). Sub-saturated cathode gas (air) and dry hydrogen inlet.
The (red) vertical lines in the voltage subplot indicate an anode purges.

dead-ended operation [65, 146, 138].
For the model validation, test periods with anode flooding and without cathode flooding
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and cathode stoichiometric ratio (CA SR). Sub-saturated cathode gas (air), switching to fully hu-
midified at t = 3800 min and dry hydrogen inlet. The (red) vertical lines in the voltage subplot
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are used. Another detailed graph shows a period where anode flooding and voltage decay
exhibit a characteristic two-slope behavior, corroborating the hypothesis of voltage decay
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Figure 3.10 Data set 4: Measured total liquid water mass, estimated membrane/GDL and channel
liquid water masses, voltage, current density, temperature, cathode inlet relative humidity (CA RH)
and cathode stoichiometric ratio (CA SR). Both saturated and sub-saturated cathode gas (air) con-
ditions with dry hydrogen. At t = 3800 min the bubbler is filled with colder water causing a drop in
inlet CA RH. The (red) vertical lines in the voltage subplot indicates anode purge events.

due to anode plugging instead of cathode catalyst flooding. Finally, a detailed view of a
testing period with concurrent anode and cathode flooding is used for the model validation.
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3.5.1 Anode Nitrogen Blanketing and Voltage Response

Figured3.6[ 318, arld 3.110 contain boxes which highlight a portion of the experiments where
a small voltage degradation, 2 mV mih is not correlated to any liquid water accumula-

tion. As one can see, the voltage pattern is repeatable between purges despite the lack of
any similar pattern in the water observed. Portions of the experimental data indicate that
nitrogen accumulation in the anode channels should be responsible for the relatively small
(2 mV min~1) versus the larger (5 - 8 mV mif) voltage drop that is typically observed
during anode water plugging conditions.

To investigate the effects of nitrogen, a channel-to-channel lumped parameter mass
balance can be used to calculate the rate of nitrogen accumulation using the permeation
coefficientky, = 10~ 4 mol m~1 s~ Pa 1 [36]. At the pressure conditions highlighted in
Fig.[3.8 between t=960-1045 min, a predicted nitrogen accumulation of 0.15 md min
the anode leads to a drop of hydrogen partial pressure of 2 kP& nfissuming homoge-
neous channel conditions, the reduction in hydrogen partial pressure affects the cell voltage
through the Nernst equation (2136), and this leads to a voltage drop of only 0.6 mV min
instead of 2 mV min! observed here. Because a large change in hydrogen partial pres-
sure alone cannot account for the significant voltage drop observed in the data, an effective
active area is modeled to represents the nonblocked (or nonblanketed) area. The effective
area can be used to calculate the apparent current density. The reduced area is caused by
displacement of hydrogen in the anode channel. Specifically, in a pressure-regulated cell
with dead-ended anode, nitrogen will be pushed by the feed gas and accumulate at the end
of the channel[36]. So if complete anode channel plugging is assumed to occur when
100% of the anode cross-sectional area has been filled with nitrogen, then the predicted
nitrogen accumulation of 0.15 mg mih will result in a voltage decay of 2.2 mV min
usingAapp from Eqn. [2.34), by replacing with the channel deptimy, 4, ¢ With the anode
channel accumulated nitrogen mass, andavith nitrogen density, using the tuned voltage
model presented n SectibnR.5.

In the model, the resulting voltage degradation is related to the accumulation of liquid
water mass in the anode chanmal g ch, Which is assumed to form a thin film of thickness,
tw, blocking part of the active fuel cell aredsc, to give an effective active arelgpp in
m?2,
1.3mM aneh 1.3 M, anch
Neells Ot Neells PN, teh”

Aapp:Afc— (3-8)

The scaling factor of B.is the ratio of the total active area to the anode channel area, since
only that surface area at the channel interface can be covered with liquid. In the case of
water plugging the thickness of the water laygr, is a tunable parameter that impacts the
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rate of voltage decay as liquid water accumulates. A simibdion of reduced area is used

in [153] to account for the reduction in fuel cell output power when the anode is filled with
liquid water. In the case where nitrogen plugging is considered[Eq. (3.8) can also be used
to calculate effective area, but the actual channel depth is usedifstead of a tunable
parameter. It is most likely that accounting for the diffusion and mixing between hydrogen
and nitrogen in the channel using an along-the-channel model will correct for the estimated
higher voltage drop. Nevertheless, the simplicity of the model provides a remarkable match
with the experimental observations of nitrogen plugging effects on voltage response.

3.5.2 Anode Water Plugging and Voltage Response

A summary of the imaging data indicates that for the majority of the tested conditions,
anode water plugging should be considered in order to model the cell performance. Ni-
trogen should clearly also be considered, but the accelerated rate of voltage decay where
water plugging is observed requires a more rapid control action and better modeling to
prevent potential damage to the cell. A model which includes the effect of both nitro-
gen and liquid water on voltage requires a more detailed channel model to determine the
reduction in active area. Standard diffusion and density values for the hydrogen and ni-
trogen gases and a simple along-the-channel model, detailed in dhapter 4, indicate that the
anode constituents form stratified layers with liquid water on the bottom, followed by a
nitrogen-rich and then a hydrogen-rich area moving toward the channel inlet. The result-
ing fuel cell area, which is unavailable to support the reaction, is given by the sum of the
nitrogen-blanketed and water-covered areas. The mass of liquid water accumulated in the
anode channel is calculated using well-known equations for the membrane water trans-
port [65,[121] 133, 134] and the one-dimensional (channel-to-channel through-membrane
plane), isothermal, two-phase (liquid and vapor) flow of water through the GDL. A detailed
description of the water crossover through the membrane, the two-phase flow-through the
GDL, and the accumulation of liquid in the channel, is presented in chapters[2 and 5, and
in [65].

The neutron imaging data, with the applied masking techniques, confirm the presence
of liquid water in the anode channel, as shown in Eig.13.11. This figure represents a typical
purge cycle and is taken from the third day of testing shown in[Eig. 3.9. The red vertical
lines shown in the voltage subplot indicate anode purge events. Following an anode purge,
all of the liquid water in the anode channel is removed and then slowly accumulates until
the next purge event. Note that there is little change in the cathode channel water mass
between or during purges.
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Figure 3.11 Measured cell voltage degradation and liquid water mass accumulation between an-
ode purges, taken from the third data set. These experiments were conducted with fully humidified
air at a current density of 378 mA crf, a cell operating temperature of 50, and an air stoichiom-

etry of 300 %.

79



Following the anode purge, a cathode surge is conducted abapyately 3963 min.

During the surge, the cell voltage increases due to the higher oxygen partial pressure. How-
ever, after the cathode flow rate is restored, the voltage returns to its previous value. The
mass of liquid water in the cathode channel decreases as a result of the increased water
removal rate with higher gas flow rate during the surge. In some experiments, even where
the cathode surge event occurs just preceding the anode purge event, the voltage continues
to degrade at the same rate as experienced before the cathode surge. These results indi-
cate that liquid water in cathode channel has little effect on voltage under these conditions.
In contrast, following the two anode purges at 3947 and 3962 min, the voltage recovery
is significant and sustained until liquid water begins to accumulate in the anode channel
again. There exist other operating conditions, where accumulation of water in the cathode
is detected and a sustained voltage recovery occurs following a cathode surge.

Figure[3.12, shows no liquid water accumulation in the cathode channel, with anode
channel water accumulation between purges. Following the anode purge at t=2425 min,
the imaging data shows a period with no water accumulation in the channel followed by a
linear increase with time. This distinct, two-slope behavior of liquid water accumulation
can be explained by a “strong” anode purge which removes liquid water from the GDL.

In this case, water accumulation in the channel has two modes. The first is a slow mode
which represents vapor transport through the GDL; with condensation in the GDL occur-
ring primarily near the GDL/CL interface. Once the accumulation of water in the GDL
has surpassed the immobile saturation limit [65,/ 146, 71] the second mode evolves, both
capillary liquid and vapor flow into the channel are present, yielding a faster rate of lig-
uid water accumulation in the channel. Hence, following an anode purge which removes
water from the GDL, it takes time before water begins to accumulate in the channel again.
The observed voltage degradation under this condition is very well correlated with the two-
slope liquid water accumulation in the anode channels and has excellent repeatability. The
simulated response using the channel-based apparent current density shows an excellent
match despite the two-slope behavior. It would be interesting to investigate whether volt-
age models that depend on catalyst flooding (water accumulation at the membrane catalyst
interface) alone can capture the observed behavior.

Figure[3.1B shows the voltage during a substantial change in liquid water mass for both
the anode and cathode channels. Specifically, the slow decay in voltage, shownin Fig. 3.13,
can be attributed to the stored anode channel water accumulation. Here the observed volt-
age clearly depends on both cathode catalyst layer and channel water mass. A cathode
surge at t=2387 min removes liquid water from the GDL and cathode channel, resulting
in voltage recovery attributed to cathode flooding, which could be caused by blockage of
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Figure 3.12 \oltage is well correlated with anode liquid water two slope behavior at@0
566 mA cnt? and with a 75 % relative humidity for cathode gas stream at 200 % stoichiometry.

the catalyst or a reduction in oxygen partial pressure due to channel plugging. The simu-
lation results show that the model prediction is reasonable during these testing conditions.
Better prediction accuracy could be expected by including the membrane catalyst domain
in the modeling approach, the model employed here is simple enough to allow real-time
predictions, even in automotive microcontroller hardware [154].
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The data analysis and Fid.s 18.8-3.10 demonstrate that for the majority (80%) of the

tested conditions (Table_3.1) the notion of apparent current density, which relates the accu-
mulated mass of liquid water in the anode channel to voltage degradation, can be used to
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estimate the cell voltage. This estimate agrees well witmtbasured value, both between
purges as well as during purging and surging events where anode water plugging condi-
tions are observed. Fast voltage responses due to the increase in oxygen partial pressure
during surges are also estimated well due to the inclusion of the fast reactant dynamics
associated with gas concentrations. For the range of current densities tested, a fully hu-
midified cathode gas stream was sufficient to ensure anode flooding conditions, although
at higher current density this may not hold [148]. In the case where the cathode inlet gas
is fully humidified, the cathode channel always contains a saturated gas stream; therefore,
it can be assumed that there is no vapor pressure gradient along the channel, which implies
a uniform boundary condition along the cathode channel and consequently allows us to
neglect the variation along the channel and employ a 1-D (through-the-membrane) mod-
eling approach for the water dynamics. A similar argument is used in [155] to show how
uniform boundary conditions in a 2-D fuel cell model can be treated as a 1-D partial differ-
ential equation system. The model currently is not able to predict anode drying conditions
when the cathode inlet R 80%, because the assumption of uniform channel conditions

in the lumped model may be violated. When a sub-saturated gas stream is supplied to the
cathode, there will be a gradient in vapor concentration along the cathode channel, leading
to a time-varying and spatially varying boundary condition along the cathode channel. As
current density and air flow rate change, the point along the channel at which the gas stream
becomes fully saturated will move [57], which effects the net membrane water transport.

3.6 Conclusion

The mass of liquid water in an operating single-cell fuel cell is measured at the NIST
neutron imaging facility under dead-ended anode operation. Image masks, based on the
cell design, were employed to calculate liquid water mass in the anode versus cathode gas
channels and the combined membrane and anode-cathode GDLs. Anode purges and cath-
ode surges were conducted to remove liquid water, correlate the water removal to voltage
improvement, and visually confirm the approximate location of the accumulated liquid wa-
ter inside the fuel cell. The observed voltage recovery during these purges and surges can
be employed as a diagnostic tool indicating anode or cathode plugging and flooding.
Anode channel water plugging followed by a significant (5-8 mV mjnvoltage
decrease was observed even without cathode channel water plugging, indicating the im-
portance of anode flooding to cell performance. Further understanding the fuel cell per-
formance limitations associated with anode operating conditions is needed. The observed
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voltage and liquid water accumulation in the anode chanriebéa distinct and repeatable

two-slope transient behavior after an anode purge. This points to a direct phenomenolog-
ical relationship between the mass accumulated in the anode channel and the cell voltage.
Such a relation can be explained using the notion of apparent current density and a simple

1-D (through the membrane) model can capture the observed dynamic fuel cell behavior
under a wide range of operating conditions.
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Chapter 4

Nitrogen Front Evolution in Purged
PEMFC with Dead-Ended Anode

This chapter details our August 2008 experin@r&ﬂleST with simultaneous GC mea-
surement and neutron imaging.

4.1 Introduction

The dynamic behavior of Fuel Cell (FC) operation under Dead-Ended Anode (DEA) con-
ditions is modeled and measured in this chapter. Although a flow-through operation is used
on both the anode and cathode of most laboratory/experimental hydrogen Proton Exchange
Membrane Fuel Cell (PEMFC) systems, the fuel utilization of the anode flow-through op-
eration is too low for commercial and portable systems. To increase the flow-through
utilization, anode recirculation is employed but the required hydrogen grade plumbing
and hardware (ejector/blower) adds weight, volume, and expense to the systém [34, 35].
Additional complexity is also added to the balance of plant with the use of external humid-
ification to prevent over-drying of the membrane. However, a DEA can be fed with dry
hydrogen which is regulated to maintain anode pressure. In this configuration hydrogen is
supplied at exactly the rate needed to support the reaction. FC operation with dry hydro-
gen using a dead-ended system architecture is possible because water crossing through the
membrane is enough to humidify the fuel. The use of a pressure regulator instead of a mass
flow controller and lack of anode inlet humidification can yield a system with lower cost
and weight.

The only problem with this architecture is that nitrogen, from air fed into the cathode,
can also cross the membrane, driven by the gradient in partial pressure, creating a blanket

INote the cathode channel end-plates have been re-machined to resolve the manufacturing defect which
was present in the previous data set. Also a defect in the ASi detector mounting plate which caused decreased
spatial resolution was corrected since the previous data were collected.
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of N». The humidified cathode and the dry fed anode cause a large water vapor gradient
across the membrane. This gradient drives excess water into the anode, which can cause
significant liquid water accumulation. Unlike water vapor whose maximum partial vol-
ume is dictated by temperature, liquid can fill the entire free space and block the flow of
reactants, also known as channel plugging. The accumulation of liquid water and nitro-
gen in the anode channel (AN CH) is first observed near the outlet of the channel. Both
gravity and gas velocity driven by consumption of hydrogen pull these heavier molecules
toward the bottom of the channel. As the mass accumulation continues, a stratified pattern,
which is stabilized by the effect of gravity, develops in the channel with a hydrogen-rich
area sitting above a hydrogen depleted region. The boundary between these regions is a
time-varying front, which proceeds upward toward the inlef [41]. The mass accumulation
physically blocks hydrogen gas from reaching the anode catalyst sites, which is the mecha-
nism for the experimentally observed and recoverable voltage degradation|[36, 42, 8]. The
accumulation of N and RO initially leads to larger concentration losses due to decreas-
ing hydrogen concentration near the bottom of the AN CH. When a critical amount of N
accumulates in the channel, it completely blocksfitém reaching the catalyst, effectively
shrinking the active area of the cell, causing larger activation potential in the cathode. This
two-stage mechanism is clearly visible in all experimental conditions and scales with op-
erating conditions such as load current density, relative humidity (RH), and stoichiometric
ratio (SR) in the cathode.

Purges of the AN CH volume are necessary to clear the reaction product and inert gas
from the channel. An anode purge event consists of opening a downstream solenoid valve,
which creates a brief, high velocity flow through the anode, removing liquid water and ni-
trogen. After the purge, the catalyst area contributing to the reaction increases and, hence,
the measured voltage increases. Understanding, modeling, and predicting the front evolu-
tion and overall dynamics in DEA FC would allow judicious choice of purging interval and
duration. Better purging strategy can reduce thendsted during purges and avoid over
drying the membrane. The operation of a PEMFC with hydrogen starved areas can also
lead to carbon corrosioh [30,[2, 156]; therefore, the study of these operating conditions and
the derivation of controllers to schedule anode purges are critical for DEA operation and
prolonging stack life.

For a fixed purge period and duration, the FC reaches a stable cyclic behavior, typically
within a few purge periods, with both consistently repeatable voltage degradation rates be-
tween purges and voltage recovery with each purge. Repeatability of the front evolution is
verified with in-situ neutron imaging, measuring the liquid water front. Gas Chromatog-
raphy (GC) is also used to measure the hydrogen and nitrogen concentrations at a specific
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location in the AN CH (see Fid. 4.1) which is discussed lateravidy, buoyancy, and
channel orientation help establish these statistically repeatable and large spatiotemporal
variations with hydrogen starvation fronts. Figlrel 4.2 shows typical spatial and temporal
patterns of liquid water thickness and associated measurements during DEA operation with
infrequent anode purging events. The stratification of the hydrogen/nitrogen fronts and the
gravity-driven liquid water in the channels also provide a unique modeling paradigm and
distinct conditions augmenting earlier work([3, 153, 8,22| 21| 157] that has not been studied
extensively before despite several strictly experimental results [40] 5, 39].

This chapter elucidates the DEA hydrogen PEMFC behavior, specifically by first intro-
ducing the experimental setup, examining the data, and then proposing a simple along-the-
channel model. The model is then used to explain the observed voltage behavior during
DEA operation. Because accumulation of both liquid water and nitrogen in the AN CH
of a PEMFC operating under dead ended conditions contributes to the recoverable voltage
degradation, experiments are devised to characterize the relative effects of both constituents
using simultaneous in-situ measurements of both nitrogen and liquid water. Anode purges
and cathode surges, when coupled with voltage measurement, can be used as a diagnostic
tool for determining the location of water flooding and the impact of nitrogen blanketing
in the AN CH. An anode purge, which is a short duration, high flow rate of gas though the
anode initiated by opening a downstream valve, removes both liquid water and nitrogen
gas from the AN CH and recovers the voltage drop caused by a reduced active area on
the anode side. A cathode surge is a momentary increase in the air flow rate supplied to
the cathode. The excess air increases the partial pressure of oxygen in the channel, which
leads to increased voltage for the duration of the surge. The excess air flow rate can also
remove water from the cathode channel (CA CH) and cathode GDL, which leads to an
improvement of the FC voltage after the surge relative to the value before initiating the
surge.

Finally, the data are compared with a model that captures the relative impact of each
process on the measured cell voltage. 11 [41], the effects of nitrogen accumulation driven
by convection are investigated. This model improves upon previous work by including
diffusive terms in the AN CH and a physics based voltage model, which accounts for mem-
brane water content with a distributed current density. The correlation of measurements of
voltage, liquid water mass, and AN CH gas concentration are used to develop and validate
a model of PEMFC under DEA operating conditions. Once properly calibrated, this model
can be used for anode purge scheduling and stack health monitoring. Snapshots of the data
are presented to demonstrate the repeatability of the observed phenomena and to provide
comparisons with the model. To prevent confusion and clarify the observed phenomena,
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the termfloodingis used to describe the accumulation of liquid water in the GDL or cat-
alyst layer, and the termpluggingis used to refer to liquid water in the channels, which
blocks or hinders the flow of gas through the chanriels [43]. The kdamketingis used

to designate Plmass accumulation in the AN CH, which prevents hydrogen from reaching
the catalyst layer.

4.2 Experimental Setup

A Shimadzu GC-17A gas chromatograph was used to measure the hydrogen, nitrogen,
and oxygen content of gas samples taken from the AN CH of a PEMFC during dead-ended
operation. Simultaneous measurement of the liquid water distribution inside the FC was ac-
guired via neutron imaging at the National Institute for Standards and Technology (NIST),
in Gaithersburg, MD[[145,/8].

4.2.1 Configuration and Operating Conditions

The tested fuel cell has an active area of 5F cifhe anode gas flow path consists of 25
parallel straight channels with a depth of 1.78 mm and a width of 2.08 mm. The anode
land width is 0.838 mm and the channel length is 7.3 cm. The anode channels are oriented
on a 45 angle and connected at the top and bottom of each channel by a manifold, as
shown in Fig[4.1l. A supply of dry pressure regulated hydrogen, at 4.5 psig is fed to the
dead-ended anode. As hydrogen is consumed in the reaction, the pressure regulator main-
tains constant pressure in the anode channel, effectively maintaining operation at hydrogen
utilization of one. A solenoid valve located downstream of the fuel cell anode can be peri-
odically opened to purge the anode volume, as shown irLEig. 4.1. This valve is referred to
as the Purge Valve (PV). An adjustable valve is located downstream from the anode PV to
reduce the pressure drop and flow during a purge. The valve is adjusted before starting the
experiment and remains fixed. The steady-state flow rate during purging is measured to be
1 SLPM of hydrogen. The valudyrgelisted in Tablé 4.8, is used to model this outlet flow.

Due to the small diameter passageway between the anode channels and the outlet manifold
of the FC, liquid water may impede the flow of gases during the initial portion of a purge.
Another solenoid valve is located downstream, connected by capillary tubing, to allow gas
sampling from the anode channel. This solenoid valve is referred to as the Sampling Valve
(SV) and is described in sectibn 4.2.2. A micro-controller is used to actuate the solenoid
valves precisely in time and control the purge event period and duration.
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A traditional flow-through architecture with air is used ore tbathode side with a
bubbler-type humidifier. A backpressure regulator downstream from the cathode maintains
the pressure between 3.5 and 4.5 psig, depending on the flow rate. The cathode channels
have a nine-pass semi-serpentine flow path consisting of five parallel channels. Typical
cathode flow rates range from SR 1.5-3 (oxygen supplied / oxygen consumed). Due to the
use of air on the cathode, the gas velocities in the channel are much higher than a system
running on pure oxygen at the same SR. The Relative Humidity (RH) of the gas stream is
varied between 50 and 100%. Cathode surges, which are short duration (1-2 s) increases in
the air flow rate (up to SR 10), are used during the experiment to remove liquid water from
the cathode channels and to diagnose the extent of cathode channel plugging. The cath-
ode flow field is aligned perpendicular to the anode channels, but the inlets and outlets are
co-located at the upper and lower corners of the cell, respectively. As a result, the system
behavior can be approximated by an equivalent co-flow model, as discussed[in Sec. 4.4.

4.2.2 Gas Chromatography Setup

The setup shown in Fi§. 4.1 illustrates the interconnection of the GC equipment and fuel
cell. A heated capillary tube is inserted into the last anode channel (near the edge of the
cell), 3 cm from the bottom corner, as shown in [Eigl] 4.1. The 0.005 in. diameter capillary
tube is connected to an electrically actuated six-port rotational valve. A sampling valve
(SV) is placed downstream from the six-port valve which, when opened, allows for filling
of the sample loop (SL) from the fuel cell anode channel when the six-port valve is in po-
sition A. After a sample is collected in the SL and the SV is closed, the six-port valve is
rotated to position B, and the high pressure carrier gas (helium) pushes the sample into the
GC for analysis.

Ultrahigh purity helium is used as the carrier gas and supplied at a pressure of 200 kPa
gauge. This produces a steady flow of 12 ml nio the GC. A Thermal Conductivity
Detector (TCD) is used for gas detection. As a result of the choice of column (Heyesep
D column Restek, 100/120 mesh, 3 m length, 1 mm inner diameter), the measurement of
water vapor is not possible due to the very long elution time for water in the column. The
difference in retention times of the GC for hydrogen and nitrogen measurement constrains
the maximum sampling rate at one sample every 40 s. The SV is opened for 1 s, during
which =~ 300 ul of gas is removed from the anode channel (hence, the sample volume is
less than 5% of the total anode volume). The total anode volume is@B5@nly the last
5 ul of the sample are trapped in the sample loop and then pushed into the GC when the six
port valve is rotated. The capillary tubing, six-port rotating valve, and SL are maintained
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at a constant temperature of 110 to ensure that a consistent sample concentration is de-
livered to the GC and to prevent condensation in the tubing. Details on the GC calibration
can be found in the Appendix.

Fuel Cell Anode

Pressure Regulated

i ) T
Capillary Tube

Six Port 2

Sampling ? §<}
Solenoid Valve Rotating Valve < |
z Purge
AN | .
{ Solenoid Valve
2 Water
«6/@ Knockout
Gas Drum
Chromatograph

Figure 4.1 lllustration of anode flow-field orientation and GC setup. Flow through the six-port
rotating valve changes based on actuator position. In position A, the flow-through of the SL is from
right to left, the FC is connected to the SL and SV, whereas the carrier gas flows to the GC. In
position B, the flow through of the SL is from top to bottom, the carrier gas is connected to the SL
and GC, whereas the FC is connected to the SV.

4.2.3 Neutron Radiography

Neutron radiography is an in situ, nondestructive test that involves placing the fuel cell in

a beam of neutrons and measuring the change in beam intensity as it passes through the
fuel cell. The decrease in beam intensity is caused primarily by neutron interaction with
liquid water in the fuel cell. By comparing the image intensity with that of a known dry
fuel cell, the two-Dimensional (2-D) distribution of liquid water thickness values in the
plane perpendicular to the beam can be calculated [8, 48]. Six of these processed images,
showing water thickness values in millimeters, are presented ifi Flg. 4.2, where the images
are selected from the data set shown in Eigl 4.3. [Fig. 4.2(a) anfl Fig.]4.2(b) clearly shows
anode channel water accumulation and the effectiveness of the anode purge in removing
water from the channel. Fig. 4.2(e) and Fig. 412(f) shows the effect of cathode surge at re-
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moving water from plugged cathode channels. Fig. 4.2(c) agd4=2(d) shows the small
reduction of the anode channel water plugging, which occurs during repeated anode sam-
pling. During this period, the voltage continuously improves, as shown i Fig. 4.3, which
is the combined effect of nitrogen and liquid water removal from the channel. Nitrogen
is removed with the gas sample and liquid water droplets are dislodged by the pressure
variations in the channel due to the sampling and fall to the bottom of the channel via
gravity.

The time-series sequence of neutron images is further processed in two ways so that
the amount of data is reduced and the relevant features are easier to visualize over time.
The first method of data reduction is to estimate the total liquid water mass in each of the
three layers; the Cathode Channel (CA CH), Anode Channel (AN CH), and the combined
membrane/GDL sandwich layer, by comparing the local water distributions correspond-
ing to the different combinations of channels and lands, as described in [8]. These values
are shown in the fifth and sixth subplots of Hig.]4.3 and Eigl 4.4, and help identify the
presence of GDL water flooding or channel water plugging. To make an inference about
the channel water mass from the 2-D projection of water distribution in the FC, it is as-
sumed that locally, the GDL water content is uniform in the rib and channel areas. If this
assumption is not valid, this algorithm overestimates the GDL water content (attributing
too much of the measured water mass to the GDL) and underestimates the channel water
content. Computational fluid dynamic models have demonstrated water accumulation to be
greater under the ribs [1568] for single serpentine co-flow channels under certain operating
conditions. Another plausible scenario is that the high gas flow rate in the cathode channel
could have a Venturi effect, drawing liquid from the GDL, when the water saturation is
above the immobile limit, which could explain the correlation in water removal. It is not
possible to determine if the correlation (a decrease in total water masses) between the GDL
and cathode channel during a surge, as shown in[Fig. 433400 s, is physical or an
artifact, given the present set of measurements. Future work, using neutron imaging with
the beam-direction parallel to the membrane, will be used to investigate the relationship
between GDL and channel liquid water removal. This uncertainty in the location of water
accumulation does not impact the nitrogen accumulation or voltage degradation rates mea-
sured or modeled in this chapter, and conditions with less channel water accumulation are
chosen for model validation.

The second method of analysis quantifies the fractional area coverage by liquid water
and is shown in the seventh subplot of Fig.]4.3 and [Eid. 4.4. Hence, the image process-
ing provides information for (a) the total liquid water mass, which is a volume average
along the path of the beam at a specific time and (b) information about the distribution of
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water within the FC, specifically the membrane area that is gegh¢o liquid water. This
additional information is important for modeling because of the difference in membrane
properties, proton conductivity and permeation rate, as a function of membrane water con-
tent. The fractional area coverage is calculated for two different water thickness values:
Water thickness values greater than 0.3 mm indicate the presence of water in the channels,
and values greater than 0.05 mm are chosen to indicate the start of GDL hydration, which
also indicates an area with higher membrane water content.

4.3 Experimental Results

The data listed in Fid. 4.3 and 4.4 represent the dynamic responses of a PEMFC; there are
changes in air flow, current density, cathode inlet RH, and temperature, as indicated in the
upper subplots of these figures. In the time period before what is shown [n Eig. 4.3, the FC
was operated for several hours aP65with a low current density (0.2 and 0.4 A cR)

and a fully humidified cathode inlet. The data in Fig. 4.4 follow 4.3 after the cell was
dried at 50% cathode inlet RH for 1 h.

The repeatable and recoverable voltage decay, which is caused by mass accumulation
in the anode, can be seen in the voltage plot, with the solid line type in the fifth subplot of
Fig.[4.3 and Figl_4l4. The anode purge events indicated by the black vertical lines in the
fourth subplot precede each of the largest voltage improvements. Cathode surges are also
correlated with voltage improvement, as discussed in the following section.

An important feature of the observed voltage dynamic is the two-sloped decay. A slow
initial decay, which can be attributed to the dilution of hydrogen in the anode, is followed
by a steeper linear decay, which marks the development of a hydrogen depleted region that
is covered by a blanketing Nfront moving upward toward the inlet. Various operating
conditions are selected to demonstrate the complex phenomena occurring during the DEA
operation.

Table [4.1 summarizes the operating conditions depicted in the following figures
and discussion. The operating conditions are described using the following notation:
(i#_T#.SR#RH#), where the number followinigdenotes the current density in A ¢ T
represents temperatured), SR is the cathode stoichiometry, and RH is the cathode inlet
RH. The data sets are available on-lindntat p: / / ori on. engi n. um ch. edu.

Both N, blanketing and liquid water plugging could displace, lgreventing it from
reaching the catalyst sites. To study the relative effects of both constituents, portions of
the data set corresponding to conditions with and without anode water accumulation are
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Figure 4.2 Neutron images corresponding to the events shown il Eiy. 4.3, from sequential purge
cycles. Image intensity represents liquid water thickness in mm.
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identified. In this work, lower cathode inlet RH (60%) casesuamed for the investigation
of a single phase channel model; hence, the influence,@ddumulation on voltage can
be separately identified. The lack of anode channel plugging is verified from the neutron
radiography data.

The operating conditions for case 5 are (iT.d0.SR3 RH60), as shown in Table 4.1,
which are medium current density, 6@, and high flow rate of sub-saturated air supplied
to the cathode. This case is shown in Fig] 4.4, and is chosen to represent a single phase
condition for model comparison in section 4.5.

Table 4.1 Select Cases From Data Set for Model Comparison

o RH \ SR |Low (2) | High (3) o RH \ SR |Low (2) |High (3)
g | Full (11,8 (61, (7) 2| Full 11 [21, (9), [10]
& | Mid & | Mid
OPCx  Current Density RH \ SR |Low (2) |High (3)
(x) 0.2 Acm? &) Full
[x| 04 Acm® gl
X 06 Acm® & | Mid 3, 4] [5]

4.3.1 Cathode Surges versus Anode Purges

In the DEA operation of PEMFCs, anode purges and cathode surges, when coupled with
voltage measurement, can be used as a diagnostic tool for determining the location of wa-
ter flooding and the impact of nitrogen blanketing in the anode channel. An anode purge,
which is a short duration, high flow rate of gas through the anode initiated by opening the
PV, removes both liquid water and nitrogen gas from the anode channel and recovers the
voltage drop caused by the reduced active area on the anode side. A representative section
of the experiments is shown in Fig. #.3. The first anode purge&80 s removes 0.19 g

of liquid water from the anode channel and the voltage improves by 130 mV following
the anode purge, as shown in the fifth subplot of Eigl 4.3. Neutron images, from before
(Fig.[4.2(@)), and after (Fi§. 4.2(b)) the purge, confirm the removal of liquid water from the
anode channel.

A cathode surge is a momentary increase in the air flow rate supplied to the cathode.
The excess air increases the partial pressure of oxygen in the channel, which leads to an
increase in the measured cell voltage for the duration of the surge. The excess air flow
rate also removes water from the cathode channel and cathode GDL, which leads to an
improvement of the fuel cell voltage after the surge relative to the value before initiating
the surge. This change in voltage should be related to the amount of water removed from
the cathode channel, GDL, or catalyst layer. Also, the resistance ta@sport between
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Figure 4.3 Operating conditions and processed liquid water data from neutron images. The data
correspond to initial experiment timgt55800s. The dashed (green) lines correspond to the axis on
the right, and solid (blue) lines use the left axis. The top subplot shows CA RH as a fraction (0-1)
(solid lines) and current density (A crf) (dashed lines). The second subplot shows CA SR (solid
lines) and cell temperaturé@) (dashed lines). The third subplot shows cathode (solid lines) and
anode channel pressure (kPa gauge) (dashed lines). The fourth subplot shows the mole fraction of
hydrogen and nitrogen that was measured from GC sampling, and the vertical lines indicate anode
purge events. The fifth subplot shows the cell voltage (solid lines) and the estimated mass of liquid
water in the anode channel (dashed lines). (a)-(f) indicate the times at which neutron images (a)-(f)
in Fig.[4.2 were acquired. The sixth subplot shows the estimated CA CH liquid water mass (solid
lines) and GDL mass (g) (dashed lines). Finally, the seventh subplot shows the fractional FC area
from neutron imaging, with a measured liquid water thickness greater than 0.3 or 0.05 mm.
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the channel and the cathode catalyst layer is reported torpe, laspecially for carbon
cloth GDLs [70], and cathode purges effectively enhance th&@sport to those areas,
especially under the rib. Cathode surges$ at3400 s and = 7800 s, indicated by the
short duration spikes in the Cathode Stoichiometric Ratio (CA SR) in the second subplot
of Fig.[4.3, cause a temporary increase in cathode back-pressure and voltage during the
duration of the surge, as shown in the third and fifth subplots ofFigy. 4.3, respectively.

The surge at= 3700 s recovers 36 mV of voltage, and the removal of liquid water from
the cathode channel can be clearly seen by comparing Fig.|4.2(e) from before the surge to
Fig.[4.2(f) after. A larger voltage recovery from both surges and purges is expected at a
high current density (0.6 A cnf) for two reasons. A higher amount of cathode flooding
is expected and any water accumulation has a greater effect on voltage because the higher
local current density leads to lower overall electrochemical efficiency. The fractional cov-
erage area at 0.3 mm, shown as the solid lines in the last subplot 6f Fig. 4.3, decreases with
both anode purges and cathode surges that remove water from the channels because water
thickness values above this threshold are attributed to channel accumulation. The estimates
of channel water mass shown in the above subplots are well correlated with the surges,
purges, and voltage recoveries.

4.3.2 Temperature Effects

The overall effect of temperature on fuel cell voltage is difficult to quantify because tem-
perature influences several competing factors. For example, an increased temperature leads
to faster reaction kinetics and increased proton conductivity, which both increase voltage.
However, the increase in vapor pressure also decreases the oxygen partial pressure, which
decreases voltage. So, the overall effect may be a decrease in voltage. Temperature also
impacts the nitrogen crossover rate though the membrane. The nitrogen permeation rate,
Kn, in (4.30), increases exponentially with temperature. Saturation pressure also increases
exponentially with temperature, so the partial pressure of water vapor is small at lower
temperatures.

The slow decrease in cathode inlet RH, shown in Eig. 4.3, freB00 s tot=3200 s
following the increase in current density, can be attributed to the increased heat generation
that leads to a higher cell temperature than the set point valieQB0nvhereas the dew
point of the inlet air stream remains constant. This sub-saturated cathode air feed leads
to a slight recession of the two-phase front location, as shown in the seventh subplot by
the fractional coverage area. Note that the decrease in CA SR keeps the gas velocity in
the channel close to the previous value after considering the increase in current density.
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Figure 4.4 Selected data set 2. Beginningtgt67800s, these data show the transition from sub-
saturated cathode inlet conditions to fully humidified conditions and the onset of channel plugging.

Finally, the decrease in CA RH and increased cell temperature at the begintw3$a0 s
lead to a more rapid drying of the fuel cell.

The high temperature and low cathode inlet RH conditions shown in the first half of
Fig.[4.4 lead to a dry condition within the fuel cell. The total water mass is very low and
the fractional water coverage is also low, indicating that the transition from sub-saturated
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to saturated conditions along the length of the co-flow chigna@ear the outlet. After the
transition to lower cell temperaturetat3700 s, which increases the cathode inlet RH from

60 to 100%, the two-phase front moves back toward the inlet, as indicated by the increase in
the fractional area coverage (05 mm). This leads to the onset of both AN CH plugging

and CA CH plugging. When the channels are not plugged, the cathode surgb@0 s

has no sustained effect on voltage, but the surges following the increase to fully humidified
cathode inlet conditions @a=5100 s and=7000 s see voltage improvement that is well
correlated with the water removal from the cathode channel. Data indicate that GDL water
accumulation (data points taken from under the lands) precedes the accumulation of water
in the channels, hence liquid condensation in the GDL occurs prior to channel flooding.

4.3.3 GC Sampling Effects

The intent of GC sampling is to measure nitrogen accumulation in the anode channel. The
measurement, however, modifies the system behavior. Specifically, the effect of GC sam-
pling, that is, the removal of gas from the AN CH, can improve the FC voltage. When a
sample removes accumulated nitrogen or water from near the end of the anode channel, it
is replaced by a pure hydrogen flow from the inlet.

GC samples are initiated typically right before and after each purge event and some-
times in the middle of a purge period, as shown in the fourth subplot of Fig. 4.3. Individual
GC sampling events are correlated with the small voltage increases shown in the fifth sub-
plot of Fig.[4.3. A series of samples, betwdaen 2700 and 3500 s, is taken at the fastest
sampling rate of the GC detector.

The effect of sampling has more impact on voltage with increasing time since the last
anode purge event. This can be explained by the nitrogen accumulation model presented
in Sec[4.4. Samples taken from later in the cycle allow more nitrogen to accumulate in the
anode channel; see, for example, the sample takerB&0 s in Fig[4.B. If nitrogen does
not have sufficient time to accumulate, the sample is removes primarily hydrogen from the
channel and no voltage improvement is observed; see, for example, the sample taken at
t=700 s immediately following an anode purge.

The continuous sampling, at one sample every 40 s, bettvee?700 and 3500 s in
Fig.[4.3, is responsible for the voltage recovery observed over that time interval. If the sam-
pling rate is fast enough to remove more volume than the amount of nitrogen that crosses
over through the membrane in that time, then the measured voltage increases with each
subsequent sample. The fluctuations in anode pressure, due to the repeated sampling, also
enhance liquid water removal from the anode channel by allowing liquid water to escape
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from the channel into the outlet manifold. During normal @ten, the outlet manifold
is at the same pressure at the channel, so there is no flow between these volumes. This
explains the drop in AN CH liquid water mass observed between Fig. 4.2(c) and Fig] 4.2(d).

4.3.4 \Voltage Repeatability

The repeatability of several purge cycles, from the end of the larger data set shown in
Fig.[4.3, can be seen by plotting each cycle vs the time since the previous purge, as show
in Fig.[4.5, creating an overlay of the voltage decays with time. The repeatability of the
voltage decay characteristics between cycles is remarkable, given the fact that some purge
cycles contain surge events. Similarly, the repeatability and consistency of the measured
mole fractions every purge cycle is very important for modeling and understanding the un-
derlying phenomena. This analysis is useful, considering the impact of GC sampling on
voltage and nitrogen distribution in the anode channel. The composition of several samples
from different points in time during the purge cycle and from different cycles allows an
accurate representation of nitrogen accumulation and voltage decay. Notice that the nitro-
gen mole fraction, shown in the bottom subplot of Kig] 4.5, saturates at around 0.8; the
remaining 20% of the gas is saturated water vapor in the AN CH.
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Figure 4.5 Sequential purge cycles plotted vs. time since the previous purge. The data correspond
to operating condition 3 from the larger data set shown in[Eig. 4.3. The numbers 1-5 on the bottom
subplot indicate during which purge cycle each GC sample was taken.
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4.4 Modeling

In this section, a one-dimensional model of nitrogen crossover and accumulation in the
AN CH of a DEA PEMFC is presented. The modeling domains for this work are the an-
ode channel and membrane. Nitrogen crossing though the membrane, into the AN CH, is
pushed to the end of the channel by the convective veldcity [41]. The convective velocity
is the result of hydrogen consumption and, therefore, the velocity is greatest near the anode
inlet, decreasing along the length of the channel. Due to the high diffusivity of hydrogen in
the AN CH, the Stefan-Maxwell equation is uesd to describe the nitrogen distribution along
the channel. Modeling the influence of both convection and diffusion, is needed to com-
pare with the measured mole fractions from GC sampling. A physics-based voltage model
is used to account for the distributed current density and hydrogen consumption rate. The
voltage model includes the effect of membrane water content and proton concentration. An
isothermal modeling approach is used, where the measured cell end plate temperature is
used forT.

The important dimensions for channel modeling aréhe through membrane direc-
tion, andy, the along-the-channel direction, as shown in[Eid. 4.6. For the anode, the spatial
variation of gas concentrations in tkealirection is considered, but the steady-state gas dif-
fusion profiles are calculated and used to propagate the channel values (which are modeled
as dynamic states) across the GDL to the surface of the membrane. A similar decoupling
between thex andy distributions is proposed in [83], to address the computational com-
plexity and to take advantage of the very different length scales. On the cathode, only the
steady state profiles are considered for modeling bothxtl@dy-dimensions. The ap-
proximation of steady-state distributions is appropriate for the cathode gas channel due to
the high gas flow rate and the large time scales over which the anode dynamics evolve.

The constants, listed in Talle #.3, and equations describing the gas constituents in the
channels are written using Sl units. The exceptions are the related parameters in the voltage
model, Tablé 412 , which use A cr consistent with the FC literature. In the along-the-
channel model, the fluxé$ have units (mol m? s~1), reaction rates; (mol m—3s™1), and
fluxes per unit lengtim (mol m~1 s71).

4.4.1 Nitrogen Accumulation (single phase along the channel model).

To consider both water and nitrogen transport though the membrane, the modeling ef-
fort requires consideration of a ternary system for the anode. The Stefan-Maxwell model
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Figure 4.6 One-dimensional FC modeling domain, along the channel. In subfigunedahotes
the distance along the channel from inlet to outlet (not drawn to scale). Subfigure (b) shows a view
from the top, indicating the FC channel dimensions.

describes convection, diffusion, and reactions in the gas-channel,

PjndX 0 . _

R—TW——&.—y(JH—KNt)‘Frl, 4.1)
fori =[1,2], wherel is the total gas flux}; is the diffusive flux, and; denotes the reaction
terms. Only two of the three components are independent in this modeling framework. The
mole fractions of nitrogenXy, = X1, and water vapoi{y,o = Xp, are chosen as dynamics

states. Because the mole fractions must sum to one,

in =1, 4.2

the hydrogen fraction can be calculated from the other gasgg) =1— Xy, (Y) — Xu,0(Y).
Xn,0 = Min(Xz, Psat(T)/Panjn) is used for all the following calculations, includidg The
remaining water is assumed to be liquid water and is tracked separately, assuming instant
condensation/evaporation.

The convective flux,N;, is driven by the consumption of hydrogen EQ.{4.7). In
Eq. (4.1), a constant pressure is used as an approximation because the anode volume is
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fed via pressure regulation and the straight channel gegnmetoduces minimal pressure
drop along the length of the channel. Although a pressure gradient, corresponding to the
convective flux, develops along the length of the channel, the pressure drop is less than 1
Paat 1 A cn?, so a constant pressure is valid for calculating the concentrations. The ideal
gas law,PV = nRT or P = cRT, is used to relate pressure and mole fraction of gas species
in the channel.

A causal formulation for the diffusive fluxes is used [159]

[ V] ] _ P [ D1(X1), D2(X1) ] [ ga_iy: ] 7 (4.3)

J RT@(X) | D3(Xz), Da(Xp) N
where
D1(X1) = (1 —X1)D13D12+ X1D23D13,
D2(X1) = —X1(D23D12 — D23D13) , (4.4)
D3(X2) = —X2(D13D12— D23D13)

D4(Xz) = (1 —X2)D23D12+ X2D23D13,
andDjj are the temperature-dependent binary diffusion coefficients from [87X) is
given by

@(X) = (D23 —D12)X1 + (D13 — D12)Xo. (4.5)

Conservation of mass allows solving of Hg. (4.1) f(y), assuming the outlet flow is
knownN; (L) = Noyt. The equation for conservation of mass can be written as,

dd—l;lt = Zl‘i, (4.6)

because J; = 0 by definition. Then the convective flux along the channel can be found
from Eq. [4.6) by integrating backward in space along the channel,

L ret (YY) + NNy, ers(Y) + N, y -
Ne(y) = Ne(L) + /y (nHZ’ «(9) Vr\]/::chh(:n)ch H,0.rs(Y) )dy. (4.7)

Because the anode is dead-endégl; = O unless the downstream solenoid valve is open
and the anode is purging, in which cad$g = Npurge @ cONnstant.

The source term for nitrogen in the AN CH is membrane crossover, which is calculated
from the difference in nitrogen partial pressure across the membrane of thidkpgss

(H\Iz,ca,mb(Y) - PNz,an,mb(Y))
Amp '

NNg.crs(Y) = —Kn, (T, Amb) (Wan ch + Wanrib ) (4.8)
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It is assumed that the permeation takes place both over theanth channel$wanch +
Wanrib), Wherew, indicates the width of each. The partial pressure of nitrogen at
each membrane surface is calculated using the following expressingmo(y) =
XN, (Y) Panjn @and Py, camb(Y) = Peajn — Ri(T) — Po, camn(Y), assuming uniform pressure
and saturated water vapor everywhere. This is reasonable, considering the water gener-
ation rate, especially when humidified inlets are used at low to mid temperatures. The
oxygen concentration at the cathode surface of the membPRangamn(Y), is calculated
using Eq.[(4.26). The nitrogen permeation ra€g, (T, Ampb), iS given by Eq.[(4.30), and
depends both on temperature and membrane water content.

The hydrogen reaction rate is calculated from the local current density

NHyret (Y) = %(Wan,ch*‘wan,rib), (4.9)

whereF is Faraday’s constant.

The source term for water vapor in the AN CH is also membrane crossover, which is
calculated from the diffusion and electro-osmotic drag
ifc

Ng ()\mb)E> (Wan ch+ Wanyib ) (4.10)

Aca— Aan .
I:\)w,mb

NH,0crs = — (

whereR,, mp is the resistance to membrane transport,

Amb 1 1

Rwmb = + + 3
ymb Dw(Amb, T)  Kads  Kdes

(4.11)

arising from diffusion, wher®,(Amp, T) is the water diffusion coefficient for water in the
membranel[130] and interfacial mass transfer attributed to membrane adséggtiand
desorptiorkyes[130,[160/ 161]. The coefficient of electro-osmotic dnagAmp), can also
be found in Rer.[[130]. Botld,, andny are Ay, dependent and increase with membrane
water content.

The membrane water content is the final dynamic state in the model and is calculated
from the difference between the anode and cathode equilibrium lambda values

O0Amb(y)
ot

= Kmb(Aan(Y) +Aca(y) — 2Amn(Y)) (4.12)

whereKinp = Kads/Amp = 0.25 is the membrane water uptake rate. Other, more recent mod-
els for membrane water uptake [160, 161], will be investigated in a future work but should
not impact the results for nitrogen accumulation presented here.
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The equilibrium membrane water content is calculated froamtater activity using the
uptake isotherni[130]

Aan(y) = Co(T) +c1(T)an,0an+ CZ(T)aazo,an + C3(T)a|3:|20,an (4.13)

whereay,0 an(y) = Xu,0(Y) Panjn/Psat(T).

There exists a coupling between membrane water comgpty), the current density
distribution,it¢(y), and nitrogen crossover ratéy, (T, Amp). The nitrogen permeation rate
depends on membrane water content, and the nitrogen accumulation rate depends on both
the permeation rate and current density distribution (convective vs diffusive flow). The
current density distribution depends on nitrogen accumulation (through blanketing of H
and the membrane water content for proton transport losses in the membrane. Finally, the
membrane water content depends on the local current density and channel / GDL condi-
tions.

4.4.2 Modeling the GC Sample Location

The flow of gas removed from the AN CH during sampling is modeled by modifying
Eq. (4.7) to include the sample flow

Ne(y) =N (L) +/L (nHz,rct () + 1, crs(Y) +nH20,crs(y)) ay+ Nsample for (Y < Ysampld
y Wan chPan ch 0 for (y > Ysam plé
(4.14)

whereysampleiS the location of the sampling port along the equivalent channel.

Because the FC is on a 45angle and each of the AN CHs is connected at the top
and bottom, as shown in Fig._4.1, the Nlanketing front propagation needs to be trans-
formed for comparison with an equivalent straight single channel. The nitrogen coverage
area, however, can be directly related to the coverage area in the single channel equivalent
model. Hence, we use the following relationship for the virtual single channel fuel cell
sampling locatiorysampie

(Leh— Ysample _ (l—ch—|sample)2
Len N 2A¢c '
This equation relates the fractional area below the sampling location for the fuel cell placed
in the diagonal orientation (right), as shown in Hig.l14.7, to the fractional area below the
sampling location in the equivalent model (left), as shown in [Eig. 4.6. The physical ni-
trogen sampling location is 3 cm from the bottom edge of the FC along the last channel,

(4.15)
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Figure 4.7 Mapping AN CHs to an equivalent single channel. The path length, in therdn-
tation, to nitrogen front location is the same for all channels.

Lch — lsample= 0.03, as shown in Fig. 4.7.

4.4.3 Distributed Current Density

In a previous work, the voltage was calculated based on a uniform apparent current density
[65], which is related to the catalyst area with sufficient reactants to support the reac-
tion, i.e., the channel length not covered by nitrogen [41] or water [65]. In this work,
the distributed current density is considered, which is calculated directly from the reactant
concentrations. Although the apparent area modeling technique captures the correct volt-
age output behavior of the system, the full distributed current density approach is chosen
for this work to match internal model states and the measurement of nitrogen molar fraction
during sampling from the AN CH at the fixed sampling locatigmpe The diffusion of
hydrogen and nitrogen in the AN CH affects both the current density distribution and GC
measurement.

The inputs to the voltage model are: total currenRfA), temperaturd (K), mem-
brane water content distribution,(y), hydrogen partial pressure at the membrane surface
Pi,.anmb(Y) = RT G4, anmb(Y) (Pa), and oxygen partial pressure at the cathode membrane
surfacePo, camb(y) (Pa), which is calculated in Eq.(4]26). The cell terminal voltage is cal-
culated from the open-circuit potential minus the concentration, over-potential, and ohmic
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losses
Ecell = Erev(Y) — Nmb(Y) — NepL(Y) — ”act,ca(y> - ’7act.,an(Y)- (4.16)

The calculation of the FC terminal voltage and current density distribution requires the
additional computation effort to solve -+ 1 simultaneous non-linear algebraic constraint
equations, wherdl is the number of discretized sections used to solve the partial differen-
tial equation (PDE) system. The distributed current density is resolved by solving the set
of N equations, shown in Ed._(4/16), for a uniform potenigl; and one equation for the
conservation of current

Ifc 1 /LCh.
—_— = I dy. 4.17
A LaJo tc(y)dy. ( )

The reversible voltage is given by

Erev<y>=Eo—f—glog< aOw) ) (4.18)

aHz(y) v/ (a0z(y))

whereEg = 1.229— (T — Tp)-2.304x 10~4[13]. The reactant and product activities are cal-
culated from the concentratioasl(Y) =Ch, anmb(Y) /Cref,H,» @02(Y) = Co,.camb(y)/Cret,0,
andaH,O = 1 because the liquid water product is assumed. The subsefipéfers to the
reference quantity, and subscrgat,mbrefers to the cathode membrane surface.

To simplify the calculation of cell voltage, a hyperbolic sine function is used for the cal-
culation of over-potentialsjactca @ndnactan, from the exchange current densityca(y)

andio an(y)
T . Kunits 1 fc(Y) ‘Hloss)
asinh - , 4.19
OcanF ( 2igca(y) ( )

Nactca(y) =

where, Kynits = 100?%%2 is for units conversionizc(y) is the distributed current density
from Eq. [4.1¥) and|ssis the lost current density due to hydrogen crossover, a tuned pa-
rameter which is listed in Table 4.2. The hyperbolic sine is equivalent to the Butler-Volmer
equation when the forward and reverse reaction coefficients+ acc) are equal[162].
Although the cathode reaction depends on the oxygen concentration as well as the ac-
tivity of protons in the membrané [163], the proton activity term is typically neglected
because there are sufficiently many protons under the FC normal operation. A low hydro-
gen concentration in the anode near the end of the channel is expected, therefore, the proton
effect on the exchange current density is included

yH+
- . Coy,,camb(y) ¥02 CH;;mb(y) —Ec 1 B i
ioca(y) =logef,ca (—Cref,oz ) —Cref.,H+ eXp R \T T , (4.20)
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whereiorefca is the reference current densityjs the reactant concentratiopjs the
concentration parameter, afg in the Arrhenius term is the activation energy for hydro-
gen oxidation on platinum [138]. The cathode concentration parameter for the local proton
activity (yy+ = 0.5) is given by [164]. The inclusion of proton concentration is required
to capture the effect of nitrogen blanketing in the AN CH, which prevents hydrogen from
reaching the catalyst layer to supply protons for the reaction. The cathode exchange current
density is proportional to the square-root of the local proton activity at the cathode cata-
lyst layer. The proton activity in the cathode catalyst layer depends on the concentration
of protons dissolved in the aqueous phase in the membrane, which is proportional to the
square root of the hydrogen pressure at the anode membrane surface, Ry, |¢h65].
This relationship is approximated with a hyperbolic tangent function

CHc+amb o CH,,anmb
—_— = Kp,tanh{ 100=—— | . (4.21)
Cref,H+ ref,H,

The constanKy, is absorbed into the reference current dengiys ca. At the limit, where
the hydrogen concentration is zero, the proton activity at the anode drops to zero. Thus,
where the anode is subjected to local fuel starvation, the hydrogen partial pressure drops;
hence, the proton concentration in the cathode decreases. Furthermore, the membrane elec-
trolyte conductivity also decreases due to lower contribution from the proton conduction in
the bulk phase akin to increasing electrolyte resistance due to decreasing ionic concentra-
tion [L63].The overall reduction of proton activity at the cathode ultimately leads to a drop
in the local current density near the dead-ended exit of the anode. For constant load current
(galvanostatic) conditions, as the power production near the outlet shuts down, the current
density increases near the anode inlet, where the membrane is relatively dry, which may
lead to higher losses and increased temperature.

Similarly, for the anode side

RT ) Kunits i fc(Y) ‘Hloss)
_ asinh : 7 4.22
Nactan(Y) GaanF ( 2ioan(Y) ( )

where the anode exchange current density is

. : CHy,anmb \ "2 ~E. /1 1
lo,an = losef,an <ﬁ) exp( RC (T_-lTo)> (4.23)

The membrane resistance is calculated as follows

_ Kunits i fc(Y) Amb
Nmb(Y) =
Omb(Amp, T)tan h(loomg,an.,mb/cref,Hz)

(4.24)
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Again, the hyperbolic tangent is used to approximate theiogiship between conductivity
and proton concentration [165], and to reflect the effect of increasing electrolyte resistance
due to decreasing ion concentration [163]. The membrane conduativigiAmp, T) is a
function of water content using the standard relationship from Springer et al. [121].

Finally, the GDL and contact resistances are lumpedRgg, for the ohmic loss term

NeoL(Y) = Kunits i f¢(Y)RapL (4.25)

The voltage model was tuned using flow-through data from the FC, then compared
with the experimental voltage degradation rates under dead-ended operating conditions.
For model tuning with flow through data, it is assumed that the membrane is fully humidi-
fiedA(y) =A(T,a=1), whereA (T,a= 1) can be found in[166], and the effects of GDL
and cathode catalyst layer flooding are ignored due to the low current density operation.

Along the Channel Distributions

The oxygen partial pressure in the cathode channel is not presently considered as one of
the dynamic states in the model, it is calculated simultaneously with the current density
distributioni t¢(y) (A cm~2) from the cathode inlet pressure and SR using

RT Jitc(y)  itc(Y)DepL Y ite(¥)  (Weach+ Wearib)

o) P T (1) L Y 105)_ (W

0z.camb(y) O2.cain T 4 F ( hm Do, eff 0 Uca,inNcach (Wea,ch)
(4.26)

wherehca e is the CA CH heightwca e is the CA CH width, andvcg,ip is the cathode rib
width. hy, is the interfacial mass-transfer coefficient [162], arglin is the cathode inlet
gas velocity (assumed constant along the length of the cathode channel for simplicity)

Unn v = SRaltc (Wca7ch‘|‘Wca,rib) Lca,ch(RT)
can (4F)Afc I:)027ca.,in (hca.,ctha,ch)

(4.27)

where the partial pressure of oxygen at the cathode inlet is giv@8.Qy in = OMFeajn(Peajn —
Ricajn). Peajn is the cathode inlet pressure, aRdajn is the cathode inlet vapor pressure,
andOMFe,jn = 0.21 is the oxygen molar fractiolsR.4 is the cathode stoichiometry.
The cathode vapor pressure along the length of the channel is calculated similarly,
RT (v itc(¥) .(Weach+Weayib)

i (ot ~_RT (42
H"ZO:(:a(y) mln( Sat( )’H—izo’ca’m_l_ZF 0 Uca,inhca,chdy (Wca,ch) ) ( 8)

This equation actually needs | nn,0 crs(¥) dy to be correct, but then it becomes difficult

108



to solve for the steady-state cathode vapor distributioy&ioally. At high cathode SR,
this should not be a problem, but it may affect thedstribution in low SR; however, this
still should be a second order effect compared to variations in the anode.
The anode channel hydrogen concentration is propagated to the membrane surface as-
suming a simple diffusion model,

C (y) = Xy (Y)Panch  Tte(Y) AcpL (Wanch+Wanyib)
H27an7mb (RT) 2F DHz,Eff Wan,Ch

(4.29)

based on the effective diffusivitpn, et = DettDH,,N, [71].

4.4.4 Nitrogen Crossover Rate

Kocha et al.[[36] reported a large range of nitrogen permeability, over 1 order of magnitude.
The permeation increases with both membrane water content and temperature. Tempera-
ture has a larger effect on permeability, when the membrane is well hydrated. In this case,
the permeability can change by a factor of 2-5 over the normal range of operating temper-
atures 30-60C. The nitrogen permeation model includes the effects of membrane water
content and temperatutie [37]

E 1 1

Kny (T, Amb) = 0, (0.0295+ 1.21f, — 1.93f2) x 10 “exp| —2 ( — — =} |, (4.30)
R Tref T

whereEn, = 24000 J mot!, Tes = 303,Ris the universal gas constant, afids the

volume fraction of water in the membrane, given by;

)\mew

p—L
Y Vmb"‘)\mbvw

(4.31)
whereVim, = EW/pmpgry is the dry membrane volume, equivalent weight divided by den-
sity, andV, is the molar volume of wateA, is the membrane water content.

A change in permeability could account for the different nitrogen accumulation rates
observed via different voltage drop rates, assuming the voltage degradation is caused by
nitrogen accumulation. The current density would tend to shift toward the inlet, where
the membrane is dry and has lower proton conductivity; hence, there would be increased
resistive losses whenJNiccumulates in the end of the channel.
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4.5 Modeling Results

The PDE Eq.[(4)]1) is discretized using a central difference in spacéNiat®0 sections
and solved using an ode solver. The AN CH model is solved using MATLAB “odel5s”,
which supports Differential Algebraic Equations (DAES), of the form

Mz = f(z). (4.32)

wherez = [Xn,.an, XH,0.an Amb, i fo; Ecenl] T, @andM = diag(IN, 1IN IN 0N 0), andIN is the
N x N identity matrix.

Three simulation plots are shown in Hig.}4.8, 4.10,[and|4.11, corresponding to operating
conditions 3, 5, and 6, respectively. These portions of data are contained within the large
data sets shown in Fig. 4.3 andl4.4. The first two data sets are chosen to match the model
assumptions of humidified channel conditions but no channel liquid water plugging. The
third condition shows some flooding and hence error in the model prediction of voltage,
but the overall dynamic voltage behavior is captured quite well by the model, ignoring the
offset. The first plot in Fig. 418 corresponding to condition 3 shows the measured and pre-
dicted voltage in the top subplot, and the GC measurement and simulated mole fraction at
the sampling location in the bottom subplot. The model agrees very well with the data at
this operating condition because no AN CH liquid water accumulation was observed during
this period. Figuré 4]9 shows the time evolution of the hydrogen mole fraction distribution
and membrane water content over a purge cycle. Three snapshots of the distributions, cor-
responding t@=1700 st=2000 s, and=2400 s, from the third cycle in Fig. 4.8 are shown.

The “corner” in the voltage trace &2000 s, where the rate of voltage degradation in-
creases, indicates that a sufficient amount of nitrogen has accumulated in the channel to
create a stratified front and a hydrogen starved region develops at the outlet. Finally, at
t=2400 s, the nitrogen front has evolved to cover nearly 20% of the anode channel. At this
time, the effect of nitrogen blanketing is clear as the current density (the dashed-dotted line
in the third subplot) is shifted.

Operating condition 5, shown in Fig. 4110, corresponds to higher cathode stoichiome-
try and lower current density; therefore, we see slightly drier conditions along the channel
but very similar membrane water content behavior to the previous case. The corner in the
voltage model occurs too late, which indicates that either the diffusion coefficient is too
large or the nitrogen accumulation rate is too low. The membrane resistance is too high
because the voltage degradation rate after the corner point is too steep. Notice the effect
of GC sampling on voltage for the samples that occur early in the purge cycle compared to
those that occur later (larger voltage recovery), which the model accurately predicts.
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Figure 4.8 Simulation of operating condition 3 (i0.6865.SR2RH60). This experiment shows
very good results with model matching because the assumption of no liquid water plugging condi-
tions in the channels is satisfied.

Figurel4.11 shows a good match with the GC measurement for repeated sampling. This
data set corresponds to lower operating temperature and fully humidified cathode inlet
conditions, which exhibit both anode and cathode channel plugging, hence the discrep-
ancy between the modeled and measured voltage. The voltage matching is not very good
because the effects of flooding or plugging are not represented in the voltage model. Cath-
ode flooding and plugging are responsible for almost 20 mV of voltage loss, which can
be recovered by the cathode surgessA000s and=3400s. The membrane water content
distribution, shown in Fig. 4.12, is much more uniform due to the humidified cathode inlet
conditions and does not change over the purge cycle as in the previous cases.

The parameteran, andDy, n, affect the rate of nitrogen front propagation and the de-
lay before the voltage decay changes slope, as seen inHig. 4.8. Nitrogen front propagation
is also weakly dependent on the current density distributigly), because the consump-
tion of hydrogen drives convection in the channel. The slope of voltage drop depends on
membrane/GDL resistance, the nitrogen diffusion rate, and the nitrogen front propagation
speed.
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Figure 4.9 Along the channel distributions for operating condition 3. The first subplot shows a
snapshot of the membrane water content along the length of the channel for three times, as shown
in Fig.[4.8; after a purge, midcycle, and before the next purge. The second subplot shows the hy-
drogen mole fraction along the length of the channel. The final subplot shows the current density
distributions. The front is fully developed 8t2400 s, leading to hydrogen starved region covering
nearly 20% of the channel.
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Figure 4.10 Simulation results for operating condition ®4_T60_SR3RH60).
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Figure 4.11 Simulation results for operating condition ®4_T50.SR3RH90). The model has
good agreement with nitrogen measurement during continuous sampling, but poor voltage matching
since flooding effects are not included.

4.5.1 Effect of Operating Conditions

Figured 4.1B and 4.14 show the effects of increasing temperature and current density, re-
spectively. Increasing temperature increases both permeation through the membrane and,
to a small extent, diffusion. The increased nitrogen permeation rate leads to both a quicker
formation of the nitrogen blanket, the time at which the voltage slope changes, and the
faster propagation of the blanketing front, which can be seen in the steeper second slope
of the voltage plot. The effect of current density is more difficult to visualize because
the voltages are very different; therefore, the deviation from the nominal voltage for each
given current density is plotted in the first subplot of Fig.4.14. The second subplot shows
the hydrogen and nitrogen mole fraction at the sampling location. Because the convective
term in Eq.[(4.1) is proportional to the current density, nitrogen is pushed toward the end of
the channel more quickly with increasing current density. As a result, the blanketing front
forms much more quickly at a high current density but the propagation rate of the front
does not increase very much because the permeation rate is constant. This can be seen in
the third subplot which shows the average mole fraction of nitrogen in the anode channel,
which is nearly identical for all four cases.
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Figure 4.12 Along the channel distributions for operating condition 6. The first subplot shows

a shapshot of the membrane water content along the length of the channel for three times shown
in Fig.[4.11; after a purge (before surge), midcycle and before the next purge. The second subplot
shows the hydrogen mole fraction along the length of the channel. The final subplot shows the cur-
rent density distributions. Notice the different membrane profiles due to higher cathode inlet RH,
and less developed nitrogen front.
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Figure 4.13 Increasing temperature increases nitrogen permeation rate exponentially which leads
to much faster voltage decay. The conditions for simulation are_{i®.&2 RH60).
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Figure 4.14 Increasing current density increases nitrogen blanket formation rate, but not the ac-
cumulation rate. The conditions for simulation are i85.S2 RH60).

4.6 Conclusions

The one-dimensional AN CH model presented in this chapter is able to capture and explain
the observed two-sloped voltage drop between purges in a PEMFC with DEA. The model
shows very good results when the assumption of dry conditions are met in the channels.
The evolution of a nitrogen blanketing front, which leads to a hydrogen depleted region
in the AN CH, explains the voltage loss. Although distributed current density measure-
ments [109, 167] were not acquired, the effect of mass accumulation on current density
distribution can be observed through the cell potential by measuring the terminal voltage.
Specifically, the mass accumulation affects both the rate of voltage drop and the time at
which the steeper slope begins.

The ability of the model to predict voltage is limited because the accumulation of liquid
water in the anode channel (plugging) and cathode catalyst layer (flooding) are not included
in the model, but the voltage degradation and nitrogen accumulation rates match well when
the assumption of non-flooding and non-plugging conditions are valid. Future plans in-
clude incorporating these effects into the model. The effects of nitrogen and liquid water
accumulation can be parameterized by utilizing the measurement of liquid water from neu-
tron imaging along with the GC measurements for combinations of wet and dry channel
conditions. The data set corresponding to operating condition 6, showin Fig. 4.11, could be
used for parameterizing the liquid water effect using the model of nitrogen accumulation,
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which is calibrated for drier (non-flooding/plugging) cotains.

Appendix: Nomenclature and Constants

Table 4.2 Tuned Parameters

iorefca | TE-8 (A cnm?) | Cathode exchange curren

iorefan | 0.05 (A cnm?) Anode exchange current
ioss | 1E-3 (AcnT?) Crossover current

Det ¢ 0.35 Effective Diffusivity in GDL
Repl | 0.275 (Qcmz) Contract resistance
an, 2 N2 perm scale factor

Table 4.3 Constants

En, 24000 (J mot?) [37]

Tret 303 (K) [37]

R 8.314 Universal gas constant
Vi 181x10° Water Volume[[130]
Vimb 559 x 104 Membrane Volume [130]
Kmb 0.25 Membrane water uptake

n 2 Electron transfer #

F 96485 (C mot?1) Faraday’s Constant

Creto, | 40.87 (molm~3)
Crefn, | 40.87 (molm—3)

Ec 66000 (J mot?) [13]

To 298.15 (K) ref Temperature
Oaa 0.5
Oca 0.5
D, | 256E-6(nfs™?) Dr,on, [87]

Diz | 8.33E-6(nts)) Dh,.N, [168]

Dx»s | 9.15E-6 (nfs™) Dh,0H, [87]
Wan ch 0.0021 (m) An Ch width
Wan rib 8.38E-4 (m) An rib width

Dmp 25 (um) Membrane thickness
Nanch 0.0018 (m) An Ch height

Leh 0.0727 (m) Channel length
AcpL 3.36E-4 (M) Compressed GDL thickneg
Nsample | 9.2€-7 (mol 57) Sample flow rate
Npurge | 5€-3 (mol s1) Purge flow rate

116



Appendix: GC Calibration

The injection port inside the GC is maintained at 2@0and the column at 30C. A Ther-
mal Conductivity Detector (TCD) is used for gas detection. The TCD is operated aC100
and 90 mA current.

Two mass flow controllers are used to create dry gas mixtures of a knowNAHton-
centration in the anode channel for the calibration of the GC detector. Calibration data are
collected with the anode channel at 4.5 psig operating pressure and a nominal tempera-
ture oft=60°C. A six point calibration is used, with five samples repeated for each point.
Figure[4.1b demonstrates the linearity of the GC measurement. The detector is much more
sensitive to nitrogen, due to the choice of carrier gas. The averagesNonse is 1,163,897
(area units Ky,), and the average hydrogen response is 24,416 (area ypjtsBécause
the measurement of48 is not possible during FC operation, the concentration of vapor in
the anode is assumed equal to the saturation value and hence only temperature-dependent.
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Figure 4.15 GC linear response, with variation in nitrogen concentration
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Chapter 5

Reduced Order Modeling of Liquid
Water Fronts and Nitrogen Blanketing

This chapter details the derivation of a fronts based, reduced order model for GDL and
anode channel water accumulation and anode channel nitrogen accumulation. The model
is parameterized using measurements of liquid water accumulation from neutron imaging
and GC sampling to characterize nitrogen crossover and the resulting voltage drop under
DEA conditions.

5.1 Overview of Modeling Domains

To capture the relevant dynamics, the fuel cell model is divided into five modeling do-
mains corresponding to the five separate regions of the fuel cell in the through membrane
direction (¥: the anode channel, the cathode channel, the membrane, and the anode and
cathode GDLs. Each channel domain contains three dynamic states (the mass in the cath-
ode channeKmo, cach, M, cach Mucach}, and in the anode channéhy, anch, M, anch,
Myanch}), and the remaining domains have one state each (cathode GDL liquid water front
location Xy ca, @anode GDL front locatioxsr an, and membrane water contety), for a

total of nine modeled states. Water states in the GDL and membrane are initially defined as
PDE equations in Sectiohs 5.6.3 and 2.3.3, and further simplified to derive thexstates

Xtran, andAmp in Section 5.4. Since the time constants for gas diffusion are much faster
than the liquid states in the GDL, the spatial distribution of the gas species in the GDL
can be approximated with the steady state profiles [81]. The modeling domains and the
interactions between each domain are shown schematically ih Flig. 5.1. The fuel cell stack
load current ¢ is considered as a measured disturbance to the ptant
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Figure 5.1 Schematic diagram showing the subsystem interconnections and modeled states. The
anode channel has three states and the cathode channel has three states: for the anode GDL front
locationXsy an, for the cathode GDL front locatioxx, c,, and for membrane water contetyp,

5.2 GDL Fronts Simplification

The liquid water profile forms a steep front inside the GDL. The steep drgpainthe
transition between the two-phase and single-phase water areas in the GDL is the result of
the sigmoidal function of the capillary pressurel[71]. Other capillary pressure mopdels [72],
[73], [75] should also exhibit a similar behavior in the formation of a steep liquid water
front and propagation mode [80]. The PDESs|[65, 12] describing water transport require a
very fine discretization grid to represent the front propagation accurately. Adaptive grids
developed to address the problem of groundwater transport [84] have been used to handle
this type of problem, but they are not well suited for a reduced complexity control oriented
model. The nature of the sharp transition in the GDL liquid water volume is used to reduce
to complexity of the model. The two-phase front location in the GDL along tieection

is defined in terms of an ordinary differential equation (ODE), similar to [80], thus greatly
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Figure 5.2 Evolution of liquid water fronts in the GDL and channel. In frame (a), liquid water
fills the GDL up tos= s, then the two-phase front propagates toward the channel. Next in (b), the
liquid begins to accumulate in the channel. Finally, in (c), once the channel section fills completely,
water begins to spread back up along the channel.

reducing the computational complexity of the 1-D, two-phase water model.

It is assumed that the liquid water propagates at a constant, tunable, volume fraction,
S, Which is slightly larger than the immobile limgty,. In [166], thesy, value is estimated
using neutron imaging data of the water accumulation. The caricature is shownl[in Fig. 5.2,
where a square-shape, two-phase front highlights the steep transition and the front prop-
agation. Using the numerical solution of the physically-derived PDEs in [65, 12] and the
experimental observations in [8], we infer that locally, liquid water first begins to accumu-
late in the GDL as shown in frame (a). In frame (b), the liquid water front has reached
the GDL-channel boundary. Since there is little resistance to water entering the channel, it
begins to spill out of the GDL and into the channel, where it accumulates. Finally, in frame
(c), liquid water fills the anode channel section completely and begins spreading along the
y-direction, up the channel, and against gravity.

The following section introduces the ordinary differential equations that describe the
water dynamics in the membrane and the water front propagation in the GDLs. The pro-
posed GDL model uses three nonlinear states (the anode GDL liquid front locatigy,
cathodexsr ca, GDL liquid front location; and the membrane water contdpf) and three
inputs (the anode and cathode channel vapor concentrations, which are the states of the
channel model, and the current density which is measured) to predict the dynamically
evolving front locations in both anode and cathode side GDLs during flooding and dry-
ing, as along with the dynamic changes in membrane water content. Detailed equations
are presented only for the anode and the membrane. The modifications to these equation
necessary to describe the cathode are highlighted.
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5.3 Maodification to the GDL model for Steady State Gas
Transport

The steady state value can be used for the distribution of water vapor in thelGDL [81],

_ OCyan 0

OCyan
= ( DSm 2= 1
0 ot 0X( V. ax ) + rV(C\/,an)a (5.1)

whereD{™ = Dy Des f(s=sm; €) is the diffusivity of vapor inside the GDL porous medium
whens is nearsy, [81]; Dy is the diffusivity of vapor in free space; amdk¢+(s,€) is the
effective diffusivity [71] correction term.

Assuming steady state conditions for the gases in the GDL [81], the hydrogen consump-
tion at the catalyst surface accounts for the flux of hydrogen leaving the anode channel into
the GDL, which is )

Wh, anGbL = —Why ret = —sz—; M, Atc. (5.2)
The combined liquid and vapor flux entering the GDL from the chawgl, gp. is found
using Eq.[(5.2R).

Oxygen consumption at the catalyst surface accounts for the flux of oxygen leaving the
cathode channel into the GDL,

W027ca7GDL = —W027rct = —:—; M02 Afc- (5-3)

and the nitrogen crossover rate is givenby (5.27).

5.4 Liquid Water Front Propagation in the GDL

The water dynamics in the GDL-MB-GDL unit model are governed by the membrane wa-
ter content and the location of a liquid water front in the GDLs as follows. A single state
can be used to model water uptake into the membrane. Diffusion within the membrane
is fast with respect to water uptake; therefore the diffusion and osmotic drag in each half
of the membrane can be solved usihgl(5.8) and [5.21). This approach yields a piece-wise
linear water content profile, as indicated in Eigl5.3. The average membrane water content,
Amb, IS calculated from the water flux into the membrane from the cathode [Sjdgmp.,

and out of the membrane from the anode shigy, mp,

dAmb

~at = Kmb(Nv,ca,mb— I\|v,an,mb) ) (5.4)
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whereK, = EW/(pmbOmb) IS the membrane water uptake rate.

The location of the two-phase (liquid-vapor) water front in the anode G@lan, is
governed by the rate of water accumulation in the GDL condensing into the liquid phase,
N an. Hence, the front propagation is given by,

dXtr.an K { N an Xfr.an < OGDL (5.5)

min(O,N an) Xfr.an = deDL ,

whereK_ = My/(pr s« € depL) iS a constant that accounts for the geometry and density of
liquid water in the two-phase region, assuming the front propagates with constant liquid
saturation (s= s,), as shown in Fid. 513. The right hand side (RHS)[of](5.5) depends on
N an, Which is equal to the difference between the flux of water entering the GDL from the
membraneN, anmb, and the flux of vapor leaving the GDL and entering the chahggl,

NI ,an — Nv.,an,mb— Nv,an . (5-6)

These fluxes are diffusive and hence, depend on the water vapor concentration profile in
the GDL,cyan(X), Which in turn, depends on the liquid phase front locatigpan.

This spatially and temporally dependent coupling between the liquid and vapor phase
through the condensation and evaporation is simplified by employing two assumptions.
First, the liquid water dynamics are much slower than the gas dynamics, due to the dif-
ference in density, which is 1000 times greater. Therefore, for the purpose of tracking
the liquid front propagation in the fuel cell, the gas states are taken to be in steady state
[12,180,/158]. Second, it is assumed that all the condensation and evaporation occurs at the
membrane-GDL interface (MB-GDLY = 0 [158] and liquid phase front locatioxy an.

With these assumptions, the steady-state solution of the vapor diffusion equation is a piece-
wise linear profile for the water vapor concentration, which follows the liquid water front
location, as seen in Fig. 5.3,

ran(X) = { min(by, Gusal(T)) X< Xiran 5.7)

my X+ by X > Xfran -

The vapor profileg, an(X), behind the front in the two-phase regor: X, an is equal to the
concentration at saturatiagsa(T). In the vapor phase region, between the front location
and the channed > Xt an, the linear profile is the result of Fickian diffusion.

The propagation of the front location in the cathode GR{;c,, is defined similarly,
whereN, ¢, is given by [5.2D). For brevity, only the equations detailing the anode side will
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Figure 5.3 Two-phase water front evolution in the anode GDL for the unit fuel cell model, which
represents a 1-D slice from Fig. 1. The figures show the assumed profiles in membrane water con-
tent (grey region), GDL water vapor concentration (upper plots), and GDL liquid water saturation
(lower plots).

be presented; the cathode side equations are similar except where noted. The system can
be described using an isothermal model or a slowly evolving temperature profile, where the
measured end-plate temperature is imposed as the boundary condition at the GDL-channel
(GDL-ch) interface and is a few degrees higher (load dependent) at the membrane-GDL
(MB-GDL) interface since the reaction generates heat. A spatially invariant temperature
distribution is assumed and the equations are presented with explicit temperature depen-
dencies only where variables are first introduced.
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5.5 Membrane Water Transport

Diffusion and osmotic drag govern the water flux out of the membrane and into the anode

GDL, .
Dw(Amb, T) - (Amb— Aan) ~ Ndlfe

Omb F
The first term in[(5.B) describes diffusion in the membrane, which is driven by the anode
side gradient of the membrane water concentration, as shown in Hig. 5.3. The anode water
gradient is defined by the statg,,, and the water content at the membrane interface with
the anode GDLA,n. Since the catalyst layer is very thin, its effect can be lumpedAgto
ThereforeAan is expressed as a function of the catalyst flooding leghn, and the vapor
concentration in the GDLGyan(0),

I\lv,an,mb =2 (5-8)

Aan = (1 —Sctl.an) AT.a+ Sctl,an Amax (5.9)

whereAmax = 22 [151] is the water content of a liquid equilibrated membrane/angis
the membrane water uptake isotherm/ [65,/130],

Ata=Co(T)+ci(T) a+c(T) a®+c3(T) &%, (5.10)

which is a function of the water activity, at the GDL-MB interface. The water activ-
ity in the GDL-MB interface is equal to the ratio of vapor concentration to the saturation
value,aanmb = Cvan(0)/Csat. Theci(T), i € {0,1,2,3}, values are calculated by a linear
interpolation of uptake isotherms [130], which were measured a€3ind 80°C,

(Ci,353— Ci,303)

6(T) = 50

(T — 303) +GCi.303, (5.11)

using the values in Table’5.1.
Table 5.1 Fuel cell water transport constants.

{ C0,303s €C1,303: C2,303: C37303} { 0.043, 17.81, -39.85, 35 [121]
{ o353, C1.353, C2.353, C3353 } {0.3,10.8, -16, 14.3 [133]
{ Dw;303, Dw353 } { 0.00333, 0.00259 [169]
ay(cnrs 1) 2.72E-5[130]
cs (mol cni~®) 0.0012[130]
Sherwood number Sh=2.693 [149]

The dependence of membrane water content on catalyst ligtudagion is introduced
to capture the observed anode flooding behagi@ra, is a function of the liquid fluXN; 4,
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as follows,
max(N an,0)

, 5.12
NL,rnax ( )

Stl,an =

whereNL maxis the maximum liquid water flux the catalyst layer can handle before becom-
ing completely saturatedN, maxshould be inversely proportional to liquid water viscosity.
The following functional form, with an exponential temperature dependence, is used to
describe the relationship,

i)~ (o8 (2 2] 519

whereN,; andN_o are tunable parameters.

V)‘m m
Du(A.T) = aw Cr expR416(1/303-1/T)] E\“fv+M5§mgpmb) g;ggm A < Aaa(T)
o Duo(T) +Dwa(T) - A (A > Aaca(T)
(5.14)

_ & Cr expR416(1/303-1/T)] My Aaca(T)? pmp

DWO(T) (p| EW + MV Aa:]_(T) pmb) C]_(T) +2 C2(T) +3 C3(T) — Aa:l(T) DWl(T)
(5.15)
Dy (T) = (Dvw303+ Dw,3535—0Dw,3o3(T — 303)> ay Cf exp2416(1/303-1/T)] (5.16)

Note 1: The liquid volume fraction in the catalyste an, represents the fraction of
the membrane in contact with liquid water. Therefosg, an in (5.9) linearly interpo-
lates between the water content of a vapor equilibrated membiage;, and the liquid
equilibrated valu@ nax= 22.

Note 2: There is no vapor gradient across the membrane when liquid is present in both
GDLs, since the vapor concentration on both sides of the membrane is equalitoAs
a result, the difference between the catalyst flooding lesglg, and s ca drives water
transport through the membrane.

Note 3: The membrane water diffusion coefficie®y(Amp, T) in (5.14), has an ex-
ponential dependence on temperature, but only a linear dependence on membrane water
content for values ok, greater than 6 [130, 169]. Typical membrane water content, when
the cell is near flooding conditions, is in the range 9 to 14.

The second term ir_(5.8) describes electro-osmotic drag, which pulls water from the
anode to the cathode with the conduction of protons through the membrane, and therefore,
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is dependent on the current density, The drag coefficient is given by,

ng = /\mb//\T,azl Amb < AT a1 (5.17)
Kyt(Amb—ATa=1)+1 Amp>Ara-1

which depends on the membrane water content and temperature with,

(—1.834+0.0126T — 1)
()\max— AT,a:l)

Kyt = (5.18)

a linear interpolation betweeny = 1 for the vapor equilibrated membrane angl=
—1.834+0.0126T, for the liquid equilibrated membrane [169]. The volume fraction of
water in the membrand,, is calculated using the following equation,

)\mew

fy= ot
Y an"‘)\mbvw

(5.19)

whereVinn = EW/pmp is the dry membrane volume (equivalent weight divided by density)
andV,, is the molar volume of water.

5.5.1 Cathode Side Equations

The same set of equations are used on the cathode, with the inclusion of generated water
and a change of sign, which accounts for the use of a different coordinate axis,
1 | fc
5E Ny.camb= Nyca+ N ca, (5.20)
Dw(Amb, T) - (Aca— Amp) B Nglfc
Omb F

Nycamb= 2 (5.21)

5.6 Water Exchange With the Channel

The two-phase front location inside the GDL also determines the rate of vapor and liquid
water exchange with the channel. When the front location is inside the &Bla, < dcpL,

the water exchange with the channel is in the vapor phase only. When the front reaches the
channelXx¢r an = dgpL, the mass flow of water from the GDL into the channel is the sum
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Figure 5.4 Diffusivity vs. membrane liquid water content at various temperatwssdicate the
value of the vapor equilibrated membrane, iagy, = 1.

of the liquid and vapor flux,

Wy,anGDL = Afch(Nv,an+ maX(N7an7 0) if Xfran= 6GDL) (5.22)

The max-) function prevents liquid water in the channel from entering the GDL, since
in the model formulationlN, on < O represents a receding two-phase front inside the GDL.

5.6.1 Anode Channel Model

The lumped volume equations constitute a mass balance for each of the three constituent
gases in the channel ¢HD», N>, and HO) similar to [65]. Three dynamic states are used
for the channel,

dm anch
%Z f.anjn +W ancpL — W anout, (5.23)

wherei € {Hz,N2,w} correspond to hydrogen, nitrogen, and water.
Liquid and vapor are combined into one state in the channel, and it is assumed that they
are at a phase transition equilibrium, therefore,

Psat(T) Van,ch Mv)

o (5.24)

My anch = Min (mMan,ch»

whereM, is the molar mass of water, afdy(T) is the temperature dependent saturated
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vapor pressure [162]. The remaining water is considered to thee liquid phase,

M anch = Myanch — Mvanch- (5.25)

The anode inlet gas flow rate is assumed to be a dry hydrogen supply, therefore,
WA,,anjin = Wivanjn = 0 and,
V\4-|2,an,in :\Mot,an,in- (5-26)

The total flow into the anod& anjn, is calculated using Eq._(5.81), and the anode inlet
pressurdanjn is a constant, since it is set via a pressure regulator.

Nitrogen permeation across the membrane is a function of the channel partial pressures
of nitrogen,

\M\lg,an,GDL = —\M\lzcaQDL

Kn,.perm M, At (5.27)
= 2 pergnb 4 ¢ (PNz,ca,ch— PNz,an,ch) .

The nitrogen permeation ratky,, perm(T,Amb), is a function of temperature and mem-
brane water content as shown[in (4.30) from [36].
The partial pressures of each gas are calculated from the mass using the ideal gas law,

M\,.anch R T

: 5.28
MN2 Van,ch ( )

I:)Ng,an,ch =
whereVan o is the anode channel volume, and the total channel pressure is given by the
sum of the partial pressurein ch = PH,.anch + P,,anch + Pranch-

The gas flow leaving the anode channel is zero during normal operation. During an
anode purge, the gas velocity is larger, but still within the laminar flow regime.

The individual gas species flows leaving the channel are calculated from the total flow
though the outlet orifice by multiplying with the vector of mass fractions,

Wh,,an out
WA, anout | = WjWotanout (5.29)
Wivan out

whereWt anout IS given by Eq.[(5.31) il = 1, and zero otherwise. The subscrjpt 1
corresponds to the anode channel WRes: Paj ch > P> = Panoutiet: @and isj = 2 otherwise,

which indicates back-flow from the outlet manifold. When liquid water is present in the
anode channel, it is assumed that it can cover the outlet orifice, and the gas mixture pa-
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rameters are replaced with those corresponding to liquigniatequation[(5.31), until the
liquid is cleared. i.e.,

T
W W W, =0
le{ [ Hy,anchy VWN,,anch, v,an,ch} s n’N,an,ch (5.30)

0,0, 1]T , Manch >0

The density of the gas mixture is given g ch = Mot anch/Van ch-

The total mass flow into and out of the fuel cell channel volumes is given byl (5.31),
whereCyp = 0.61 is the dimensionless discharge coefficient under turbulent conditions;
Dy, is the hydraulic diameter in & is the area of the orifice in fnR:=9.33 is the critical
value from [170];p is the density of the gas in kgT; v = u/p is the kinematic viscosity
in m?s~1; andP; andP; are the orifice upstream and downstream pressures in Pa. The dy-
namic viscosity of the gas mixtuge is calculated from the mole fractiof of gas species
in the channel [13].

2 -
Apl Cturb\/ﬁ%“:)l - PZ‘ + <2C‘:t}tr?Dh> - ‘élDRht y if Pl Z P2
Wot = 5 (5.31)
—Ap, Cturb\/%“:)l P+ <2c‘;$r?|3h) - % , 1fPL<P

5.6.2 Cathode Channel Model

The control inputsi, andus shown in Fig[1.R affect the amount of air entering the cathode
channel, the channel pressure, and the relative humidity of the supplied air. For simplicity,
these control inputs are mapped to the paramefgysca; the oxygen stoichiometry at the
cathode inletRot cajn; the cathode inlet pressure; aRtH:ajn, the relative humidity air
supplied to the cathode. In a physical system, these values would be the dynamic outputs
of the blower [16] and humidifief [23].

Three dynamic states are used for the cathode channel, corresponding to a mass balance,

dm cach
d(;a,c =W cajin +W cacbL — W caout; (5.32)

wherei € {O2,N,, w} correspond to oxygen, nitrogen, and water.
The oxygen flow into the cathode is calculated from the stoichiometric ratio,

it
W027ca,in = )\Og,ca 4—; Atc M02~ (5-33)
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The nitrogen flow into the cathode channel,

Mn,

VVNz,ca.,in — —OMFca,in MOg

Woz,cajn; (5-34)
can be calculated using the mole fraction of dry @MF.jn = 0.21. Finally, using the
vapor pressure at the cathode inRfeajn = RHeajn Psat(T), the flow of water vapor into
the cathode is calculated by

Pv,ca.jn My Wo .
OMFca,in (Hot,ca,in — cha’in) Mo, 2,cajn-

W cajn = (5.35)
The cathode channel outlet equations are similar to the anode outlet equation and are
skipped for brevity. A fixed cathode outlet pressure is assumed.

5.6.3 Water Transport Through the Gas Diffusion Layer (GDL)

The Boundary Conditions (BCs) complete the model of GDL water accumulation and
transport. Focyan(X,t), Neumann type BCs are imposed at both sides. The channel (ch)
boundary condition is,

Nv,an,GDL‘X:(;GDL = Kmt (Cwan7GDL|X:5GDL - Cv,an,ch) . (5.36)

wherecyanch is the vapor concentration in the channel, &wg= Sh B, /Hp is the mass
transfer coefficient [149] related to the Sherwood nuntierthe free space diffusion co-
efficient for vapor in hydroger)y, and the channel heightg,, which is the characteristic
diffusion length. The water vapor flux across the membrane determines the slope of the
water vapor distribution at the membrane,

JCyan :—va,mb
X |y D§™

(5.37)

where electro-osmotic drag and back diffusion govern the membrane water molar flux
Nw,mb [65], as shown in[(2]2).

For the liquid water PDE, mixed BCs are again imposed. Specifically, water passing
into the GDL from the membrane is assumed to be in vapor form due to the presence of
a micro-porous layer; therefor%i;f’\)(:o = 0. The liquid water flux from the GDL into
the channel depends on the boundary condition at the GDL-channel interface. Liquid flows
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readily when there is sufficient water to form connected patsny The boundary condition

S(dpL;t) =0, (5.38)

is used to represent this behavior, similar to [80]. Other possible models include using the
liquid pressure in the channéel [171] and could be considered in the future.

5.7 Fitting Water Transport Parameters

The tunable parameteid o and N_; in (5.13) can be experimentally determined from
the neutron imaging data by observing the rate of liquid water accumulation in the an-
ode channel during operation of the PEMFC under DEA conditions [8].The quasi steady
state accumulation rate is calculated from the time evolution of the system and is plotted
as a function of current densititc, and cell temperaturd;, in Figure[5.5. The fuel cell
operating conditions are chosen to maintain as close to uniform channel conditions as pos-
sible, such that the lumped channel approximation remains valid. Therefore, experimental
data with fully humidified cathode inlet gas feeds are used for the parameter identification.
Under these operating conditions, it is assumed that both the anode and cathode GDLs are
saturatedxs, an = dgpL, When liquid water accumulation in the anode channel is observed,
and the rate of liquid water accumulation in the anode channel can be attributed to the rate
of water flux though the membrane. With these assumpti@fagch = Cycach = Cysat(T)
andXfran = Xfrca = OcpL, the equilibrium value of membrane water contehtz Agq in
(5.39), and the resulting membrane flux into the anbiglghmbeq Can be found analyti-
cally. The functionNyanmbeq(T,ifc;A = Aeq,NLo,NL1), as shown in[(5.40), is fit to the
measured liquid water accumulation data using the non-linear least squares fitting routine
in MATLAB © for the parametens, g andN, 1. An analytic expression for Jacobian matrix
is easily calculated, which speeds up the convergence of the parameter fitting. The spe-
cific functional form ofN_ max given in (5.138) is independent of the tuning procedure, and
therefore the model could easily be parameterized using another functional relationship.
Table 5.2 Tuned parameters for the liquid water transport model.

Sk 0.37
Nio | 2.3434
N1 | 3991

4F )\azl(T) NL,max(T> - Aa:l i fc+ )\maxi fc
4F N|_7max(T)
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2 FNL max(T) DveDw(Aeq, T) (Aeq— Aa=1(T)) —itcOmbNd(Aeq, T)
F (NL,max(T) Dvedmb+ 2Dve Dw(Aeq, T) (Amax— )\azl(T)))

I\Iv,an,mb;eq - (5-40)
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Figure 5.5 Water transport as a function of temperature and current density for saturated channels.
The fit parameters yield a model with a convex temperature relationship that is concave with current
density.

The tuned model shows an exponential increase in the rate of water crossover and liquid
accumulation in the anode channel with increasing temperature due to the exponential term
in the diffusion coefficient(5.14). The water crossover rate increases with current density,
as the rate of water production increases, until the osmotic drag term begins to dominate

(5.8). At this point, the water crossover rate begins to decrease with a further increase of
current density.

5.8 Fuel Cell Terminal Voltage

Fuel cell terminal voltage is the main measurable output of the system, and represents a
static, non-linear output mapping of the states and operating conditions (temperature and
load current). The electrochemical dynamics are very fast [16, 172], and can represented
by static relationships. The mass transport of reactants into the cell and the removal of
product water are responsible for the dynamic behavior observed in the measured voltage.
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The inputs to the voltage model are: total curretA); temperaturdl (K); mem-
brane water contemy,, hydrogen partial pressure at the membrane surRg&nmo
(Pa); and oxygen partial pressure at the cathode membrane sBefagen, (Pa), which
is calculated in[(5.34). The pressure and concentration are related by the ideal gas law
PH,.anmb = RT G4, anmb, WhereR is the universal gas constant. The cell terminal voltage
is calculated from the open circuit potential minus the concentration, over-potential, and
ohmic losses.

Veell = Erev — Nact.ca— Nact.an — Mmb — Nohmic (5.41)

The reversible voltage is given by,

RT H,0
Erev = Eo— — log (aHa—z) . (5.42)

nF b1/ (a02)

whereEy = 1.229— (T — Ty)-2.304x 10~* [13]. The reactant and product activities are
calculated from the concentratiore, = Ch, anmb/Cref,H,: 802 = Co, camb/Cret,0,, and
aH,O = 1 since liquid water product assumed. The subscdfptrefers to the reference
quantity, and the subscripa,mbrefers to the cathode membrane surface.

To simplify the calculation of cell voltage, a hyperbolic sine function is used for the
calculation of over-potential$)actca andNactan, from the exchange current densityca
andig an,

Nact,ca =

asinh(m) , (5.43)

2ioca

ocanF

whereifc = 'AL:C is the current density anighss is the lost current density due to hydrogen
crossover, a tuned parameter listed in Table 6:3.2 is the electron transport number, and

F =96485 C per mol of electrons is Faraday’s constant. The hyperbolic sine is equivalent to
the Butler-Volmer equation when the forward and reverse reaction coefficopts<(ac c)

are equal[162]. The following equation gives the exchange current density,

. . Co,,camb 1 CH(;;.mb ot —E. /1 1
oca °’ref’°a( Cret.0, ) (crefw Pl R\ T /)’ (5.44)

whereig ref ca iS the reference current density,is the reactant concentratiopis the con-
centration parameter, arig} in the Arrhenius term is the activation energy for hydrogen
oxidation on platinum[[138]. The cathode concentration parameter for the local proton
activity, yy+ = 0.5, is given by [[164]. Although the cathode reaction depends on the oxy-
gen concentration, as well as the activity of protons in the membrané [163], the proton
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activity term is typically neglected since there are sufficigrotons under normal fuel cell
. . Y+

operation, |.e.(cH+ b/Cref.H+> AP

cam !

Similarly for the anode side,

RT . ifc+lloss
= asinhf ————— ), 5.45
o= 5 pasinh| 5 10%) (5.45)
where the anode exchange current density is,

. : CHyanmb ) 2 ~E. /1 1
lo,an = loref,an <%f:_::) eXp( Rc (?_T_O>) (5.46)

The following equation represents the potential drop due to proton conductivity losses
in the membrane,

Nimb = i tcRmb(T, Amb) (5.47)

where the membrane resistance is calculated as follows,

exp[1268(1 — 553)]

T\ Amp) =
Rl Amb) = =5 50326+ 0005193,

S, (5.48)

Where dy is the membrane thickness, and the membrane conductivity is a function of
water content and temperature using the standard relationship from Springer etlal. [121].
Finally, the GDL and contact resistances are lumpedRgigcfor the ohmic loss term,

Nohmic = i tcRohmic (5.49)

The typical graph associated with fuel cell operation is the polarization curve shown
in Fig.[5.6, which is a plot of the terminal voltayge versus the applied current density
itc. The initial drop in cell voltage for small current density is due to the activation losses,
Nactan @aNdNactca- The middle region of the polarization curve is referred to as the ohmic
region, which has a fairly linea+v relationship. The losses for this range of current density
are primarily attributed to the ohmic termsg,, andNonmic

The steep drop in cell voltage, shown in Fig.]5.6 at high current density, is attributed to
concentration loss at the membrane surface. This concentration loss comes from the dif-
fusion of reactants, specifically oxygen from the channel though the GDL to the CL. The
concentration valuego, camb, represents the amount of oxygen available in the catalyst
layer, which decreases at high current density due to the finite resistance to gas transport
through the GDL. Since the diffusion is a fast process, the 1-D steady state profile can be
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Figure 5.6 Fuel Cell Polarization Curve.

considered assuming Fick’s Law in the GDL,

0Co,,caGDL

2 (5.50)

No,.cacbL = —Det(S,£)Do,

with a Neumann boundary condition at the membrane surface where the flux is equal to the
consumption of oxygen,

NOz,Ca,GDL‘X:O = _NOZ,I'C'U (551)

and a Neumann boundary condition at the channel, which is given by the mass transfer
coefficient,km: [149],

N027037GD|—}X=6@D|_ = Kmt (Cog,ca,GDL‘X:(;GDL — Coz,ca,ch> . (5.52)

wherecoaca’ch is the oxygen concentration in the channel. The consumption rate of oxygen,
(mol cm 2 s71), is given by, _
Ifc
No, rct = yT=R (5.53)

The free space diffusion coefficieip, m?s~1 is multiplied by an effective diffusivity
coefficient,Def¢(S,€), to account for the porous structure of the GDL and the reduced vol-
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ume due to liquid water accumulation in the diffusion medirdi][ In the case of constant
diffusivity, Dgf;‘ = Do,Dett(Sm, €), and this reduces to,

1  depL
Co,.camb= COg,ca.,GDL‘x:o = Co,,cach— <a + W) No,.rct (5.54)
0O,

The same equation holds true for the anode, where,

ifc
N = . 5.55
Hp,ret = ( )
For a derivation of the reactant profiles with non-consit;(s(x)), seel[12].
Table 5.3 Tuned Parameters in the Voltage Equation.

iorefca | TE-8 (A cn?) | Cathode exchange curreht
iorefan | 0.05 (A chz) Anode exchange curren

ioss | 1E-3 (Acnr?) Crossover current
Dett 0.35 Diffusivity in GDL
ReoL | 0.275 (Qcn) Contract resistance

5.9 Apparent Current Density and Reduced Cell Area

The effect of liquid water and nitrogen accumulation on the measured terminal voltage can
be captured by an apparent current density, corresponding to the area of the hydrogen rich
portion of the cell. The use of apparent current dengiy, in place of the nominal cur-

rent densityj ¢¢, in the above voltage model describes the resulting voltage drop from mass
accumulation in the channel.

. I+

where the apparent area is calculated from the nitrogen and water mass in the channel using
the following equation,

f
Aapp=Arci - (5.57)
ch

whereL, is the channel length ang, is the front location. A simple model, which consid-
ers the nominal current density, channel pressure, and temperature, can be used to translate
the mass of liquid water, and nitrogen in the dead-ended anode channel into a front location,

M anch, MNy.anch = Yfr, (5.58)
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based on the assumptions of saturated vapor conditions d@iodnaapparent current den-
sity in the region above of the front, as shown in [Eig] 5.7.

Vir :{ Lw M, < My, critical , (5.59)

YN, TN, > M, critical
where the liquid water front location,y, is defined by the channel dimensions, lig-
uid water densityp;, and the mass of liquid water in the anode channel(5.25), using the
following equation:

M anch
Lw=(1———"=|Lch 5.60
v < pIVan,ch) ¢ ( )

The nitrogen front locatioys,n, is found by solving[(5.68) and the critical nitrogen
mass at which the nitrogen front develops is given by,

/DT M. Kvifc|-w

M Veh (Pan— Rysat(T)) 2LwDn, (l_ &P <_2DN2~,H2>> 561

mNg,crmcaI = N2L_h (RT) \/W . ( . )
“ el’f Vi \/Kvifcn

/2PN Hy

This relationship is derived from steady state convection and Fickian diffusion in the

anode channel,
09N _ 9 (D dCNz) v (y) 2 (5.62)

ot ay\ ey ay

The convective velocity/ (y), (m s 1) can be calculated from the consumption of hy-
drogen, assuming the flux ofoNrossover is small relative to the reaction rate gf fhe
convective velocity is zero after the front location because no reaction occurs in this region.

Kyte (ygr — <
V(y) = Vi, (Yir—Y) Y<Vir (5.63)
0 Yy > VYir
whereK, is given by the following equation,

2F Pan (Wchhch> ’

wherePy, is the anode channel pressure, ang, heh, andw;j, denote the channel width,
height, and rib width, respectively.
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The steady state solution ¢f(5162), is of the form,

v/ Kvite(Y=Yrn,)
C1+cperf| Y—r=———-2= <
1+ C2 ( \/m Y = YN,

(Pan— Pv,sat(T))/(RT) Y > YN,

CN, (y) = (5-65)

c1 andcp can be solved using the boundary conditiogg0) = O (the system is fed with
dry hydrogen) andu, (ysrn,) = 0, which impliescy, (Yirn,) = (Pan— Risat(T))/(RT)
Hence, fory < y¢n,, the distributed nitrogen concentration is

erf ( V. Kvifc(y)/erz))
nyly) — ren = PesalT)) |y - A VBImaDrer (5.66)
2 (RT) ort (Vi |
NS
< apparent !
S ;
S Y IS
< nominal

Concentration

Velocity

0 Yfr=Yfr,N Len
Channel Length
Figure 5.7 Nitrogen front propagation schematic (not to scale).

The nitrogen front locatiorys,n, and the mass of nitrogen, which does not contribute
to the apparent current densityiy, i, can be found from the system stamg, using the
following equation,

M, = MN, tail + M, blankes (5.67)

where the mass of nitrogen in the blanketed regigg pianketand in the tail can be found

138



by integrating[(5.65) and(5.66) along the channel to get

KvitcYfrN
Veh (Pan—Rysat(T)) V/2Y1N; DN, H, (1 - eXD(‘ ZDNZ’H; >> )

My, = Mn, — Lw— +
Ne N2 (RT) (( WY, erf<_x/*<v‘fcyerz o
v/ 2DnN, H, vite

(5.68)
which can be solved for the nitrogen blanketing front location numerically.

5.10 Simulation Results

Current densityi¢¢, stack temperaturé, cathode stoichiometric ratio, and cathode inlet
relative humidity (dew point temperature) are measured from the experiment and used as
the inputs for the model. Fi§. 5.8 shows a simulation of the experiment at NIST [8] with a
humidified cathode inlet feed. The anode channel water vapor concentration remains near
the saturation value, decreasing only slightly during an anode purge. The membrane water
contentAn,,, shown in the second subplot of Fig.15.8, is strongly dependent on current den-
sity and temperature, increasing with current density at t=3850 (min) and decreasing with
temperature at t=3785 (min). The normalized front location is shown in the third subplot
of Fig.[5.8, and the liquid water mass in the anode channel is shown in the last subplot.

The anode purges shown in Hig.15.9 capture the removal of liquid water from the GDL.
This can clearly be seen by the flat sections in the plot of anode channel liquid water mass.
Liguid water must re-fill the GDL before accumulation of liquid water in the anode channel
begins again following an anode purge. The duration of the flat region in the channel liquid
water trace depends on the “strength” of the anode purge, its flow rate and duration, and
the amount of liquid water present in the channel preceding the purge. The dry hydrogen
flowing through the fuel cell must first remove all of the liquid water from the channel
before causing the two-phase liquid water front location to recede in the GDL. Our model
predicts roughly a 5% change in the anode front location due to the 1 s purge, and matches
the time period before water accumulation in the channel resumes.
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Figure 5.8 Comparison of simulation versus Aug 7, 2007 Experiment at NIST [8]. Cell tempera-
ture increased from 314 (K) to 323 (K) at t=3785 (min). The model shows good agreement over the
range of temperature and current density, but slightly underpredicts water transport to the anode at
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Figure 5.9 Zoomed plot showing model predictions vs. measured data. After an anode purge,
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cm~2) and cathode stoichimetric ratio, from 3 to 4 at 5506 min.
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Table 5.4 Nomenclature and Constants

Catalyst layer CTL
Membrane MB

Gas Diffusion Layer GDL
Maximum liquid water flux (mol cm? s%) N max
Anode water vapor concentration Cvan

Slope ofcy an in single-phase region my
Y-intercept ofcy an in single-phase region by

Water content of liquid equilibrated membrap@nax= 22 [151]
GDL thickness gm) dcpL = 420
Membrane thicknessufm) Omb= 25
Mass transfer coefficient Kt
Channel height (mm) Hh=1
Vapor flux in the anode GDL Nv.an

Liguid saturation in the two-phase region S,

Catalyst layer liquid water saturation Sctl, |
Temperature (K) T

Water activity a=Cy/Cysat
GDL porosity €=0.8
Vapor diffusivity (cnf s—1) Dy =0.345
Porosity corrected vapor diffusivity (chs™ 1) | Dye [71]

Sherwood number

Sh=2.693 [149]
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Chapter 6

Equilibrium of Nitrogen Front with
DEA

This chapter investigates the equilibrium behavior during the dead-ended anode (DEA) op-
eration of a polymer electrolyte membrane fuel cell. It is shown that although nitrogen
crossover continues in the upper portion of the FC, a balancing mechanism, namely nitro-
gen back-diffusion in the lower half of the channel, brings the blanketing front to a stop.
The reduced order model was developed in Chapter 4,]Jand 5 predicts the species molar frac-
tion of gases in the anode channel and the two-phase front locations both in the GDLs and
anode channel. Since nitrogen was shown to be the primary cause of voltage degradation
[95], the single-phase anode channel model is sufficient to investigate this phenomenon.
Although the membrane hydration model could be improved (see future work in[Ghap. 7),
the model predictions match reasonably well with the experiments, providing a valuable
design tool. Analysis and simulations are used to study the influence of certain control-
lable inputs and system parameters in determining a stable steady-state power output in the
DEA operation. It is shown that the equilibrium is feasible only for small load current.
Experimental validation shows the stable voltage output under DEA conditions predicted
by the model. The results suggest that it is possible to coat only the active portion of the
membrane along the channel length with a catalyst; hence, reducing the system cost with-
out sacrificing catalyst utilization or durability. Further device design based on the system
equilibria will be performed in subsequent work.

6.1 Introduction

The objective of this work is to explore the equilibrium in DEA operation and to study

the key operating parameters controlling the equilibria and outputs (fuel cell terminal volt-
age). Simulations of the dynamic models|[95, 41] have indicated that such equilibria exist.
Hikita et al. [39] also showed sustained operation without purging the anode for several
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hours. Using the previous model, it is established here thaitileria exist and the effect

of various operating conditions on the equilibrium are shown. A straightforward improve-
ment of the fuel cell design can be proposed based upon the reactant distributions in the
anode channel. The local catalyst loading could be applied non-uniformly, based on the
local hydrogen distribution in steady state, so that the catalyst could be utilized much more
efficiently in PEM fuel cells with DEAs. The partial catalyst coating can also be used to
avoid the carbon corrosion caused by the hydrogen starvation problem when operating in
DEA mode.

The dynamic model presented in Chajter 4 captures the time-evolution of gas species
concentrations, membrane water content, local current density along the channel, and cell
voltage. The model predicts anode nitrogen blanketing, a unique feature of DEA operation.
The model shows that Nblanketing is the most significant mechanism and the primary
cause of the gradual, yet recoverable, voltage drop. The co-flow and vertical orientation
of the fuel cell channels result in the nitrogen/water accumulation at the bottom of the an-
ode channel with the front moving towards the inlet. The simplicity and predictability (no
stochastic channel water plugging causing randomly distributed phenomena) of the water
front pattern allow for model simplicity. The dynamic model has been verified by in-situ
gas chromatography measurement and neutron imaging [95]. The local difference between
anode and cathode species partial pressures drive transport through the membrane. The rate
constant for permeation depends on the membrane water content. Although the gas phase
crossover proceeds at a fairly low rate due to the low membrane permeability, the accumu-
lation effects over time have an integrator type behavior. Therefore, periodic purging of the
accumulated inert gas is required for high power operation.

Figure 6.1 Equilibrium scenario in DEA operation. (Not to scale)
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6.2 Equilibrium Mechanism

The concept of equilibrium for nitrogen accumulation based on a single volume lumped
parameter model is easy to visualize. In the simplest form, when the purge valve is closed,
no nitrogen can enter or leave the system except to cross through the membrane; therefore,
the nitrogen accumulation is governed by the following ODE,

dF}\Iz,an . Atc

=Ky, —— ¢
ot N2 RTVenA

(PN, ca— Phy.an), (6.1)

whereAgsc, is the membrane are¥, is the anode volumé), is the membrane thick-

ness, aniy, is the nitrogen permeation rate through the membrane, which depends on
membrane water content and temperature. The accumulation continues until the averaged
partial pressure of Nin the anode channel is equal to that of air in the cathode volume,
assuming uniform membrane water content, and hence unigagmnalong the length of

the channel.

Departing from the simple lumped-volume model, the effects of convection are shown
in [41] and [173]. Convection pushes and packs the nitrogen to the bottom of the channel
and prevents hydrogen from reaching that portion of the channel. In this case, the local ni-
trogen partial pressure may easily exceed the cathode. However, if the nitrogen permeation
rate is constant along the y-direction, the average nitrogen partial pressure in the anode will
not exceed the cathode’s average (for small pressure differentials between the anode and
cathode volume). Therefore, convection driven dynamics also predict that dynamically sta-
ble equilibrium (with positive cell terminal voltage) exists at low current density, where the
active area of the fuel cell is reduced by an amount equal to the mole fraction of nitrogen
in the cathode channel (the effective area is reduced by 60 to 80%). In steady state, the
nitrogen crossover is from cathode to anode at the upper portion of the channel (negative
x-direction) and from anode to cathode in the lower region (posttidaection), as shown
in Fig.[6.1 with the arrows of Nflux through the membrane. In Chaptér 4 and summa-
rized in [6.2), the inclusion of diffusive terms moderates the effect of nitrogen in the anode
channel by slowing the rate of formation of the nitrogen blanketing region, which is driven
by convection. Alternatively stated, the same averaged molar fraction of nitrogen in the an-
ode channel will blanket a smaller region of the fuel cell active area if diffusive effects are
included in the model. The detailed and validated model in [95] is used to investigate the
possible equilibria behavior, when the membrane water content is non-uniform. Note that
the non-uniform (along the channel) membrane water content can affect gguiibrium
front location. The existence of equilibrium is established and the feasibility of operating
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at equilibrium with respect to a reasonable power producewjce is investigated, i.e., can
the equilibrium result in an acceptable voltage output.

As important prior work, Benziger and co-works [91, 174] reported the experimentally
observed equilibrium in (flow-through mode) their stirred-tank-reactor (STR) fuel cells us-
ing low humidification (RH 0.3-0.5) supplies for both fuel and air. They identify multiple
equilibria of the system using the inlet RH as a parameter and only consider the effect of
water. The STR design creates uniformity along the channel length, and hence, only the
spatial dimension considered in their model was the through-membraxl{@ction). In
DEA operation with very long straight channels, however, the extreme spatial variations of
water and nitrogen along the anode (y-direction) require additional modeling complexity
and a PDE based model to describe the equilibrium.

6.3 Along the Channel Model

The model of Chaptdr] 4 reported in [95] is succinctly summarized here. The major as-
sumptions in the present model are: 1) the catalyst layer is treated as an interface; 2)
the temperature is isothermal in botrandy directions; 3) the oxygen crossover is ne-
glected since it may be completely and quickly reduced at the anode catalyst layer [175];
4) in-plane current re-distribution is neglected (due to large membrane aspect ratio) [2] and
therefore the local current density of thi reaction is exactly the same as the cathode
oxidization. The 1-D modeling domain (along thalirection) includes the anode channel,
membrane, and cathode channel.

The model inputs are the nominal currdn{A), the cathode inlet relative humid-
ity (RH), and the cathode inlet Stoichiometric Ratio (SR). The temperdtuead an-
ode/cathode inlet pressurBg, / Py are fixed parameters in the model (due to the modeling
assumptions), but may be adjusted prior to simulation to capture the experimental condi-
tions. The physically measurable model output is cell voltage, but the nitrogen blanketing
front location,yN2, and the two-phase water front locatiohn'2®, along the length of the
anode channel are also calculated and shown as important metrics. The nitrogen blanketing
front location,yN2, is defined as the location along the anode channel at which the local hy-
drogen concentration drops below a critical value, halting the local reaction. The two-phase
front location,y"2°, is defined similarly as the point at which the vapor pressure reaches
saturation; the effects of liquid water are not considered. Due to the difference in density of
liquid water, liquid accumulation in significant quantities to block the anode channel com-
pletely occurs on a much longer time scale than with the nitrogen front evolution. However,
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liquid water accumulation will eventually necessitate puggf the anode volume.

A brief discussion of the dynamic states follows. The state variables of interest are
the anode channel partial pressures of nitrogen and water vapor and the membrane wa-
ter contentA. The anode nitrogen and water vapor partial pressures satisfy the following
convection-diffusion reaction PDE. To consider both water and nitrogen transport through
the membrane modeling of a ternary system for the anode is required. The Stefan-Maxwell
model describes convection, diffusion, and reactions in the gas-channel,

;i_lr_]ad—):':—%(Ji-i—XiNt)-i—l’i, (6.2)
for i = [1,2] = [N2,H20], whereN; is the total gas flux,; is the diffusive flux, and;
denotes the reaction terms. Only two of the three components are independent in this mod-
eling framework. We chose to model the mole fractions of nitrog@r, and water vapor,
Xn,0, @s our dynamics states.

The third and final dynamic state in the model is membrane water contewhich is
governed by diffusion, and electro-osmotic (E-O) drag.

oA 0 _ OA
5 d_xDWW' (6.3)
whereD,, is the diffusion coefficient for water in the membrane and the E-O drag term
enters the model through the boundary conditions (BCs). Due to the use of a very thin
membrane, the concentration gradient in the membrane can be approximated by a quadratic
relationship, and the membrane water-content distribution represented by a single ODE
[80]. This ODE for membrane water content is applied at each distributed y location, a
1+1-D modeling framework.

The complete description of the model includes the BCs for the above three PDEs and
the coupled algebraic equations described in Chapter 4. The algebraic equations describe
the stable and fast dynamic reaction kinetics using the Butler-Volmer equation.

6.4 Simulation Results and Discussion

Simulation of the model is performed to determine equilibrium points, where the right hand
sides of[(6.R) and (6] 3) are equal to zero subject to the algebraic constraints for several con-
trollable system inputs (CA RH and CA SR) and operating conditions (system pressure and
load current).
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Figure 6.2 Species molar fractions at equilibrium with different system pressures. The system
pressures are (&:a=1.18 bar, (b)P-a=1.38 bar, (cP-a=1.58 bar, and (dP-»=1.18 bar with low
RH.

6.4.1 Influence of System Pressure

To reduce membrane stress and to prevent oxygen from passing into the hydrogen rich an-
ode, for all the results shown below, the anode pressure is set 5% higher than the cathode
pressure. Since the two pressures are constrained in the system, the cathode pressure is
defined as the system pressure. The simulation conditioris-a@e2 A cm~2 and cathode
RH=0.6, CASR=2, andl' = 65°C. A distinct trend observed in Fig. 6.2 is that increasing
system pressure pushes the nitrogen blanketing front towards the channel outlet. The fully
deactivated area is only 17% of the channel if the pressure can be maintained at 1.6 bar as
opposed to 27% at 1.2 bar. The location of the two-phase front along the channel at equi-
librium moves in the opposite direction (toward the channel inlet) as the system pressure
increases. This pattern can be attributed to the cathode channel vapor distribution, which is
coupled with the anode through membrane water transport. The increased system pressure
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allows more water to be carried into the fuel cell with the hdifred air at the same RH, as
pressure increases. Note that the influence of the additional cathode water on cell voltage
is not significant at low current density, and the elevated oxygen partial pressure dominates
the increased voltage performance. Eigl 6.3 shows that increasing pressure results in a more
uniform local current distribution, as the blanketing effects are also reduced.

Although beneficial, the increased system pressure in DEA operation has other system-
level issues; in particular, the anode sealing may be more likely to fail under higher
pressure. Hydrogen itself can readily diffuse into the sealing material and gradually dam-
age its original structure. In addition, simply increasing the pressure for better outputs may
not be economic overall due to the cost of pressurization in a real system and the efficiency
loss [139].
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Figure 6.3 Local current densities under equilibrium with different pressures. The operating con-
ditions areP-p={1.18, 1.38, 1.58par, RH=0.6 and 0.1, arighe= 0.2 A cm 2,

6.4.2 Influences of Cathode Inlet RH

The influence of cathode inlet RH can be observed by comparinf Fig.|6.2(d) ahd Fig. 6.2(a).
As expected, the lower inlet RH pushes the two-phase front toward the end of the channel.
In the case of CA RH=0.1, the channel two-phase front is very close to the fully blanket-
ing front, indicating the presence of single-phase water along most of the active channel
region. A higher cathode inlet RH causes an increase in water in the anode channel at
equilibrium, but only if the water generation at the cathode is insufficient to humidify the
incoming air near the inlet. Once the water generation is sufficient to humidify the air near
the inlet of the cathode channel, any further increase in inlet RH has very little effect on
system performance and may lead to increased flooding at higher current. From the local
current profile (Figl_613), it is shown that for RH=0.1, the current density distribution along
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the channel exhibits non-monotonic behavior. Low currectiog near the inlet due to dry
cathode inlet conditions (higher protonic resistance in the dry membrane and lower nitro-
gen permeation). Self-humidification is achieved near the mid-channel region, which has
the highest current density. The end of the channel again has lower current density due to
nitrogen blanketing. The drier membrane conditions near the inlet could also explain the
shift in nitrogen front location at equilibrium toward the end of the anode channel; since
the nitrogen permeation decreases with membrane water content, the nitrogen flux from
cathode to anode in the upper region of the fuel cell is decreased. However, the nitrogen
crossover rate in the lower half of the cell remains unchanged as the membrane is still fully
humidified due to sufficient water generation.

6.4.3 Influences of Cathode Stoichiometry
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Figure 6.4 Nitrogen and oxygen distribution along the cathode channel. Note the effect of cathode
SR: low SR near 1 produces the highest nitrogen concentration at the end of the channel. Cath-
ode inlet RH and temperature also affect the nitrogen distribution along the length of the cathode
channel.
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Cathode stoichiometry plays a very limited role in deterngnihe anode W distri-
bution and front location within the range of 2-3 (normal selection for PEM fuel cell
operation), as the cathode nitrogen distribution does not change significantly from the in-
let condition. If the cathode stoichiometry is further reduced near 1, the consumption of
oxygen leads to a significant increase in the partial pressure of the nitrogen at the end of
the cathode channel, as shown in Fig. 64(b), decreasing the flow of nitrogen from anode to
cathode in the lower half of the cell (at the end of the anode channel).

6.4.4 Evolution Toward Equilibrium
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Figure 6.5 Cell voltage and species molar fractions approaching the equilibrium. The simulated
operating conditions are {R= 1.58 bar, RH=0.6 , CASR=2,ie = 0.2 A cm~2).

The evolution of the molar fractions along the channel is shown in[Fig. 6.5(a) and
Fig.[6.5(b). The molar fractions at 10%, 50%, and 98% of the channel length are selected
to represent the conditions of the entrance, middle, and end regions of the anode channel.
Note that the cell voltage equilibrates after the species concentrations of the whole channel
have stabilized; thus, the molar fractions at the end region actually reach equilibrium much
earlier than overall equilibrium due to the slow propagation of the front.

Table[6.1 presents four important parameters under equilibrium obtained at different
average current densities and RHs but at the same pressure and temperature. The time con-
stant for cell voltageay is defined as the time from 10% to 90% of the full voltage s@ﬁ?.
is the channel-averaged nitrogen partial pressure under equilibriungatie normalized
nitrogen blanketing front location as indicated in Fig] 6.1.

Overall, high load current increases the deviation in equilibrium voltage from the ini-
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(a) RH=0.1

lave Vce; Y Pﬁg T
Acm=2 |V S bar Acm—2
0.1 0.78| 3944 | 1.10| 0.80| 0.123
0.2 0.68| 4304 | 1.06| 0.75| 0.285
0.3 0.57| 4935| 1.05| 0.67 | 0.500
0.4 0.45| 5858 1.03| 0.63| 0.761

(b) RH=0.6

lave Vce; Y Pﬁg Y2 | imax
Acm=2 |V S bar Acm—2
0.1 0.79| 4150 1.08| 0.86| 0.159
0.2 0.69| 4746| 1.06| 0.75| 0.342
0.3 0.57 | 5023| 1.04| 0.63 | 0.599
0.4 0.45| 6089 | 1.03| 0.59| 0.902

Table 6.1 Selected parameter values under equilibrium. Cell operating conditions for simulation
areTg=70°C andP-a = 1.58 bar.

tial/maximum value following an anode purge, and results in a longer time to reach the
equilibrium voltage. Increasing RH from 0.1 to 0.6 may only give a very small perfor-
mance improvement (0.01V) under equilibrium; thus, the stable equilibrium output may

be more dependent on the system pressure and temperature, rather than the inlet RH of the
air supply, supporting the idea of a self-humidified high utilization fuel cell. The average

N> partial pressure shows only a slight variation at the selected current level.

6.5 Experimental Results

Experiments were performed with the single cell to validate the calculated equilibria. Al-
though the fuel cell used for the experiment has slightly different operating conditions, the
experiment confirms the predicted results with reasonable accuracy. [n Fig. 6.6, the time is
zero-referenced from each anode purge and plotted for three subsequent purge cycles. The
current density was increased after the first purge fren0.2 toi = 0.3 A cm 2. The ex-
periment shows a convergence to the equilibrium voltage by 10000 s after the anode purge,
with 7, = 6300 s. The erratic voltage behavior after the nitrogen front develops can be
attributed to liquid water condensation in the channel, which forms droplets that randomly
block the channel before falling to the bottom of the channel.
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Figure 6.6 (Preliminary) Experimental results showing time evolution and convergence to voltage
equilibrium for two different current set-points.d&£2=1.18 bar, T=65C, CA_ RH=0.6, CASR=2.5,
andiae=0.2,0.3 Acm2).

6.6 Implications for Fuel Cell Design and Operation

The simulation results indicate that equilibrium DEA operation has reasonable performance
even at low RH and relatively low pressure. The equilibrium is achieved with part of the
electrode region fully deactivated. Therefore, the fuel cell may be manufactured with the
MEA non-catalyzed in that deactivated region. Also, catalyst loading may be adjusted
based on the uneven local hydrogen distributions found in the simulation. The benefits of
DEA operation are the high utilization of anode fuel and the reduced requirement of hu-
midification. However, questions may arise as to whether the expected equilibrium is stable
or can be reached under certain operating conditions, such as high load current. At high
current, the cell may shutdown quickly even before the membrane becomes humidified.
As a result, low current (0.2 A cnf) was chosen for experimental testing and parametric
studies.

6.7 Conclusions

In this work, a 1-D along-channel, isothermal, and dynamic madeél [95] is used to investi-
gate the existence and associated power output of equilibrium operation in a PEM fuel cell
with a DEA. The existence of stable equilibria suggests feasible operating conditions with
100% hydrogen utilization and without anode humidification. Surprisingly, low cathode

RH was found to have a weak influence on the equilibrium cell voltage, suggesting that
dead-ended operation can truly function as a self-humidifying fuel cell system. Cathode
(system) pressure influences the equilibrium voltage significantly, not only affecting the
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kinetic but also the formation rate of the nitrogen blankgtand the two-phase fronts. Cur-

rent drawn from the cell was the most important parameter in determining the blanketing
front and the time constant for reaching an equilibrium voltage. The present model could
not examine cases with high current load, indicating cell shutdown at elevated load (higher
than 0.5 A cm?). As expected, the DEA FC system could not support high power den-
sity, but could target low-cost / portable applications. The large variation of local current
density suggests that a spatially varying catalyst loading based on a local hydrogen profile
in equilibrium may be preferred and could improve the system power density. Future work
includes experiments to validate the stability of equilibrium and to examine the transition
between equilibria.
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Chapter 7
Conclusions

The dead-ended anode operation of a PEMFC has several attractive qualities, such as
reduced weight, cost, and system complexity, which make it an attractive candidate for
portable power applications. However, controlling the anode purge period and duration,
along with the cathode air supply rate and humidification level are necessary to obtain good
system performance. The possibility of running for long periods without purging ultimately
will result in very high hydrogen utilization and self-humidification. This thesis shows the
important modeling domains and associated states for capturing the dynamic behavior of
PEMFCs operating with DEA. These models are important for active (automated and ro-
bust) control of purging. More importantly, the DEA conditions allow a unique perspective
in operating fuel cells under extremely varying spatiotemporal patterns of reactants and
current density.

This dissertation starts by showing how a simple voltage model using a thin film model
of the water flooding can be tuned using experimental data to predict the average voltage of
a 24-cell stack. Initial modeling attempts utilized a 1-D (through the membrane), two-phase
GDL model of the PEMFC to predict the water crossover rate and hence, anode channel
liquid water accumulation. The boundary conditions of the GDL PDE model are calcu-
lated using a lumped channel approximation and modeled as ODEs. Spatial discretization
of the PDEs requires a high computational overhead, which motivated a semi-analytic-
solution (SAS) of GDL[[96] and the work pursued in Chapter 5. In this chapter a low order,
three-state, dynamic model that captures water crossover is derived.

In order to validate the water models, a set of experiments was performed. The exper-
iments conducted at the Neutron Imaging Facility at the National Institute for Standards
and Technology (NIST) Center for Neutron Research [46] allowed the measurement of
the distribution of liquid water within an operating fuel cell. The attenuation of a neutron
beam passing through the FC can be related to the water thickness along the beam path.
This technique provided a useful tool for in-situ measurement of liquid water content while
employing commercial fuel cell materials with realistic cell designs and DEA operation.
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The parameterization of the water transport model was aedlgnd it was shown that

the model could be tuned to match water accumulation in the anode channel measured by
neutron imaging. The low-order model shows good agreement with measured water mass
accumulation for most operating conditions. However, the lumped channel model cannot
predict behavior for low cathode inlet RH due to the spatial variation of water content along
the channel. These experiments also clarified that although the thin film model could be
tuned to predict the voltage behavior, the liquid water accumulation could not possibly
cause the observed voltage response. This is turn, motivated the investigation of the re-
lationship between nitrogen accumulation and voltage, shaping and focusing the research
pursued in this thesis.

To investigate nitrogen effects, another set of experiments was proposed and executed.
These experiments utilized simultaneous gas chromatography and neutron imaging to de-
termine the relative effects of nitrogen and water accumulation in the anode channel. The
distributions along the channel are important for modeling the accumulation of nitrogen
and resulting impact on cell voltage. Therefore a new 1-D (along the channel) single-phase
model with 0-D GDL and a distributed membrane water content was developed. This
model shows very good results when compared with the experiments. The model describes
the effect of nitrogen accumulation and the blanketing front evolution on cell voltage. The
1-D, AN CH model presented in this thesis is able to capture and explain the observed
two-sloped voltage drop between purges in a PEMFC with DEA. The model shows very
good results when there is no significant water plugging of the channels. Unfortunately, the
single-phase model is not valid for flooding conditions.

Motivated by the good predictability of the distributed (1-D) channel model under non-
flooding conditions, the effect of nitrogen blanketing in the anode channel is modeled by
a dynamic (evolving) nitrogen front. Using an approximation of the steady state nitrogen
profile, the front location is calculated from the nitrogen mass accumulation. This static re-
lationship between nitrogen mass and voltage, when added to the low order model, enabled
much better prediction of the output voltage.

Finally, a 1-D along-channel, isothermal, dynamic model [95] was used to investigate
the existence and associated power output of equilibrium operation in a PEM fuel cell with
a DEA. The existence of stable equilibria suggests feasible operating conditions with 100%
hydrogen utilization and without anode humidification. The model was used to determine
the effects of spatial variations as compared to the lumped channel model and points to the
validity and usefulness of the lumped channel model. Simulations show specific operating
conditions (i,T,P), and the effect of control inputs, CA inlet SR, and RH. Surprisingly, low
cathode RH was found to have a weak influence on the equilibrium cell voltage, suggesting
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that dead-ended operation can truly function as a self-hitymd fuel cell system. Cath-

ode (system) pressure influences the equilibrium voltage significantly, not only affecting

the kinetic, but also the formation rate of the nitrogen blanketing and two-phase fronts.

The load current was the most important parameter in determining the blanketing front and
the time constant for reaching an equilibrium voltage. The large variation of local current

density suggests that spatially varying catalyst loading based on a local hydrogen profile in
equilibrium may be preferred and could improve the system power density.

7.1 Future Work

The current political administration announced a need for three miracles to realize fuel
cells: (a) durability, (b) cost, and (c) hydrogen supply infrastructuré [15]. This work ad-
dresses (a) and (b); thus, pointing to very promising directions.

7.1.1 DEA Operation and Degradation Phenomena

Advancing the design and control of PEMFCs is critical for commercial automotive ap-
plications seeking to improve fuel cell durability and costs. Undesired reactions occurring
during load following and start-up conditions have been linked to degradation of both the
membrane and catalyst support structures. Degradation can affect performance and stack
life, and is accelerated when the local build-up of liquid water and nitrogen in the anode
channel causes varying spatiotemporal profiles. Anode channel plugging can induce hy-
drogen starvation and given the right conditions, trigger cathode carbon oxidation, leading
to a permanent loss of active catalyst area. Additionally, nitrogen accumulation and blan-
keting in the anode channel lead to a decrease in cell efficiency by blocking the catalyst
and by reducing the area available to support the reaction. Purging the nitrogen uncovers
the catalyst and recovers the available area but at the expense of wasting hydrogen fuel.

7.1.2 DEA Modeling

The main problem with the lumped model arises from the vapor concentration boundary
condition, which the lumped channels impose on the MEA/GDL model. Whenever liquid
water is present in either channel volume, the vapor concentration in that volume is fixed at
Cysat, and hence, the net water transport across the membrane is insensitive to changes in
the cathode inlet relative humidity and stoichiometry. The only way the cathode inlet RH
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can influence water transport with the lumped channel modehen there is no liquid;

i.e., the cathode is very dry at high temperature or very low RM%. To address this
issue, a 1+1-D model needs to be developed, which combines the models of water fronts in
the GDL (Chaptelrl5) along the channel model (or channel fronts model) to capture the low
cathode inlet relative humidity conditions in the experiments. The model reduction of the
1-D, x-distributed, GDL, and membrane water dynamics has been investigated, so that the
model could be coupled with a 1-D along the channel model, forming a 1+1-D complete
two-phase description of the fuel cell. The use of current density measurements [109, 167],
in addition to neutron imaging could provide an authoritative validation tool for the channel
distributions.

Another important topic recently proposed in the literature is the effect of thermal gra-
dients across the cell. Future work is needed to to address thermal modeling within the
current simulation framework. The “Heat-pipe effect”[61] is argued to be the main mech-
anism for water transport in the GDL, which an isothermal model cannot predict. Finally,
it would be prudent to investigate the possibility of using impedance measurements, in ad-
dition to voltage, for estimating the internal states; specifically, the membrane humidity
[1786].

7.1.3 DEA Control of Purging

Understanding, modeling, and predicting the front evolutions in the anode for DEA opera-
tion of PEMFCs would allow judicious choice of purging interval and duration. Using the
modeling framework outline in this thesis, one could determine an optimum schedule to re-
duce the H wasted during purges and to avoid over-drying the membrane. The advantage
to developing simple models is that simulation of the system can be performed in real time,
enabling MPCI[10] or observer-based feedback algorithms that provide robustness in the
control algorithm. The model can also be used to help identify and account for changes in
the FC materials over time, such as corrosion of the carbon catalyst support or deterioration
of the GDL Teflon coating, which may cause changes in the system dynamics.

7.1.4 Neutron Imaging

High-resolution, through-plane neutron imaging studies can be performed using the re-
cently developed micro-channel plate detector at NIST. This higher resolution detector
enables measurement of the water content across the membrane [177]. Through care-
ful design of the fuel cell and experiments, utilizing stroboscopic imaging techniques to
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overcome the temporal resolution limitations of the imagsetup, the liquid water front
propagation in the GDL can now be measured. The application of neutron radiography
to other electrochemical power devices, such as batteries, is also an important avenue for
future research. Initial experiments have shown the principle and potential of applying
radiographic technigues for measurement of the change in lithium ion concentration dis-
tribution in a pouch cell battery during charge and discharge cycling [178]. This is an
important first step in the development of this tool for validation of battery models.
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