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Impedance spectroscopy provides the opportunity for in-situ identification and
quantification of physical processes and has been used extensively to study the behavior of
the fuel cell. However, a key question to be answered is whether the features seen in the
impedance response are caused by an artifact or represent a physical process taking place
in the system. The measurement model developed by our group can be used to identify
the frequency ranges unaffected by bias errors associated with instrument artifacts and
non-stationary behavior.

Impedance measurements were performed with the 850C fuel-cell test station supplied
by Scribner Associates and with a Gamry Instruments FC350 impedance analyzer coupled
with a Dynaload electronic load. All electrochemical measurements were performed
with a two-electrode cell in which the anode served as a pseudo-reference electrode. The
experiments were conducted in galavanostatic mode for a frequency range of 0.001-3000
Hz with 10 mA peak-to-peak sinusoidal perturbation, and ten points were collected per
frequency decade. Ultra pure hydrogen was used as the anode fuel, and compressed air
was used as oxidant.

The measurement model was used to show that low-frequency inductive loops were,
in some cases, fully self consistent, and, therefore, the inductive loops could be attributed

to processes occurring in the fuel cell. Then we developed first-principle models that
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incorporate processes that may be responsible for the inductive response seen at low
frequencies. We found that side reactions producing hydrogen peroxide intermediates and
reactions causing Pt deactivation could yield inductive loops. These side reactions and the
intermediates can degrade fuel cell components such as membranes and electrodes, thereby
reducing the lifetime the fuel cells. The hypothesized reaction involving of peroxide and
PtO formation were supported by microstructural characterization.

A more sensitive manner of using impedance spectroscopy to gain an insight into
the problem of flooding which adversely affects the performance of the fuel cell was
established. A comprehensive model for base-level noise in impedance measurements for
normal (non-flooded) conditions was developed and actual noise in flooded conditions was
calculated by transient fixed-frequency measurements. A comparison of the actual noise to
the base-level noise was used to detect onset of flooding.

Also, graphical methods were used to interpret impedance spectra in terms of
interfacial capacitance. The effective interfacial capacitance decreased with increase in
current and decreased slowly with time. The decreases in interfacial capacitance with
higher current density can be attributed to an excess amount of water i.e., flooding;
whereas, the decrease in interfacial capacitance with time may be related to catalyst

dissolution and deactivation.
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CHAPTER 1
INTRODUCTION

PEM fuel cells are electrochemical reactors that convert chemical energy into elec-

1" century because of their

trical energy. These are promising energy converters in the 2
pollution free characteristic and high power density; however, several issues unresolved
which have limited commercialization of this fascinating technology on a large scale.
Cost is one such factor. The required catalyst, membrane and cell hardware (e.g. bipolar
plates) are expensive, resulting in a very high initial cost. In addition, hydrogen gas, a
fuel required for fuel cells, is not widely available, has a low volumetric energy density,
therefore is difficult to store. This reduces the operational range of portable fuel cell
devices. Storing hydrogen in carbon nanotubes® and metal hydrides® has received a great
deal of attention recently. In addition, less explored mechanisms such as side reactions
and intermediates (peroxide formation,”® platinum oxidation and dissolution,'® carbon
corrosion,'! etc.) reduce performance and life-time. Water management issues'? such as
flooding and drying also limit operation of the fuel cell in normal operation, and under
start /stop cycling.

The object of this work was to investigate factors and processes which adversely
affect the fuel cell operation. The factors analyzed in this work include side reactions
and intermediates in the reactions kinetics, and flooding of the fuel cell. In the last few
decades, much attention have been given to research and development of the fuel cell;
however, the role of side reactions and reaction intermediates is comparatively unexplored.
Side reactions and the associated intermediates can degrade the fuel cell components such
as membranes and electrodes, thereby reducing the lifetime, one of the crucial issues in the
commercialization of fuel cells. In addition, impedance spectroscopy in conjunction with
the measurement model analysis was used to gain an insight into the problem of flooding,

and drying which adversely affect the performance of the fuel cell.
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CHAPTER 2
LITERATURE REVIEW

Fuel cells convert chemical energy of a reaction directly into electrical energy without
combustion. Fuel cells generally have minimum moving parts, which make them highly
reliable and long-lasting systems. Theoretically, it creates zero environments and health
hazardous. These features make the fuel cell attractive for a large variety of applications,
including road vehicles, decentralized power production, residential energy systems, and
even smaller potential applications like portable electronics.

Fuel cells have components and characteristics similar to an ordinary battery but
they differ in several respects. Generally, batteries cease to produce electrical energy when
the limiting chemical reactants are consumed whereas fuel cells produce electrical energy
for as long as reactants are supplied. Batteries scale poorly at large sizes while fuel cells
scale well from the 1W range (cell phone) to the MW range (power plant). Fuel cells offer
potentially higher energy densities, and can be instantly recharged by refueling, while
batteries must be thrown away or plugged in for a time-consuming recharge. Materials
used in batteries (electrodes) have to go through changes during charing/discharging
cycles, which eventually result, into degraded energy output and/or catastrophic failure.!3
The performance of fuel cells is not subject to Carnot efficiency unlike heat engines.

Fuel cells are often far more efficient than combustion engines. Combustion also has
disadvantages of undesired gases such CO, CO,, NO,, SO,., and particulate emissions.

Although there are different types of fuel cells, PEM fuel cells are regarded as the
most suitable fuel cell at moderate temperature (60 - 100°C) due to their high power
density, compact design, minimum pollutants emissions. Fuel cells have been known for
a long time. In 1839, William Grove, was credited with first developing the principle of
the fuel cell. Grove utilized four large cells, each containing hydrogen and oxygen, to
produce electrical power and, water as a byproduct.!* The schematic of a PEMFC is
shown in Figure 2-1(a). The fuel cell uses a PEM as an electrolyte. Hydrogen gas as fuel

is supplied at the anode and oxygen gas or air as oxidant is supplied at the cathode. The
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following two half-cell reactions (2-1) and (2-2) take place at the anode and the cathode

respectively, and equation (2-3) is the overall reaction in the fuel cell.

Hy, — 2H" + 2¢~ (2-1)
Oy +4H" +4e~ — 2H,0 (2-2)
02 + 2H2 — QHQO (2*3)

The main components of the fuel cell are shown in Figure 2-1(b). The fuel cell typically
consists of a membrane, two electrodes, gas diffusion layers (GDL), and bipolar plates.
2.1 Electrochemistry and Losses in the Fuel Cell
The change in Gibbs free energy (AG) is measure of the maximum work obtainable
from the reaction. AG for the overall reaction (2-3) in the fuel cell is -237.14 kJ/mole at

standard conditions. Cell potential can be calculated by equation (2—4).
AG =nFE° (2-4)

where F is Faraday constant equals to 96485 C/mole, n is number of moles of electrons
involved in the reaction, and E is electrode potential. Equation gives value of cell
potential as 1.23V which is referred as an open circuit voltage (OCV). AG is a function
of operating conditions such as operating temperature and pressure, hence the OCV
also depends on the operating conditions of the cell. The dependency of the potential is

described by the Nernst equation which gives the thermodynamic voltage of fuel cells.

RT Py
Enerns = EO 0 :
' o,

) (2-5)

where R is Universal gas constant, 1" is temperature, P; is pressure for i reactants. The
actual voltage output of a fuel cell is less than the thermodynamically predicted (Nernst
Equation) voltage due to several irreversible losses.? A plot of cell voltage versus current
density known as polarization curve (Figure 2-2), which shows various losses taking

place in the fuel cell. The actual voltage drawn from the fuel cell should be equal to the
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difference of theoretical voltage and the various losses:

Eactual - Enernst — Nact. — Neone. — ]Re - nparasite

(2-6)

where Fyqq 1S actual voltage, E,emns 18 thermodynamically predicted voltage, neone. 18

concentration loss, 1, is activation loss, Npresite 1S parasite loss and IR, is Ohmic loss.

2.1.1 Activation Loss

At low current density, the cell voltage drops rapidly due to sluggishness of electro-

kinetics at electrodes. ORR is slower and can account for most of the activation losses.

In addition, competing reactions occur at the oxygen electrode such as oxidation of

the platinum, corrosion of carbon support, and oxidation of organic impurities on the

electrode can lead to loss of voltage. The activation loss can be derived from the Butler-

Volmer equation as:

RT . 14

ac =—1 -
Nact. oF n<zo)
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where 7 is current density, 7o is exchange current density, and « is apparent transfer
coefficient.

Activation losses are minimized by maximizing the exchange current density. The
exchange current density is a function of the catalyst material and the electrochemical
active surface area. The electrodes are made highly porous by dispersing, nano-scale
particles of platinum on electronic conductor porous carbon support mixed with an ion
conductive electrolyte to enhance the overall active area.

2.1.2 Ohmic Potential Loss

Ohmic losses arise due to the resistance of the materials (electrodes, membrane) to
flow of species such as proton transport through the membrane and electrodes, electron
transport through electrodes, bipolar plates, and collector plates. It appears as a linear
part in the middle of polarization curve. The magnitudes of these potential losses depend
on the materials used in the construction of the fuel cell and the operating conditions of
the cell. Most of the ohmic loss arises from the ionic resistance in the electrolyte. The
thinner the membrane, the lower this loss. Thinner membranes are also advantageous
because they keep the anode electrode wet by back-diffusion of water from the cathode,
however very thin membrane could lead to pinhole formation and therefore gas crossover.

It is also reported that the interfacial resistance between the gas diffusion layer and
the bipolar plate might contribute significantly to the total ohmic resistance, especially
when alternative bipolar plate materials such as steel are used.!®
2.1.3 Concentration Overpotential Loss

At high current densities, the voltage output of the fuel cell once again drops rapidly
due to mass-transport limitations at the electrodes. The concentration losses can be

evaluated as:

Neone. = Oé_F In (2*8)

where 1, is limiting current densities.
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This loss mainly arises from the mass-transport resistance in catalyst and diffusion
layers. However, mass-transport in the diffusion layer can also be affected by the channel
geometry of the flow field plate. In addition, at high current density hefty amounts
of water are produced, which causes flooding of the cathode surface and inhibits the
transport of reactants as well as ionic species.

The physical properties of the diffusion layers such as porosity can be affected by
several factors, which may result into mass-transport overpotential. At high current
densities, the porosity is reduced compared to the dry state by the presence of liquid
water. The porosity of the diffusion layers is also affected by the compression force applied
while assembling the fuel cell. Excessive compression reduces the porosity which hinders
gas-transport, whereas too little compression may cause an increase in contact resistances.
The mass-transport loss at very high current densities is also attributed to drying of the
anode. !¢
2.1.4 Parasitic Potential Loss

Even in the limit of zero current in the fuel cell, the output voltage of the cell is less
than the thermodynamically predicted voltage. This decrease is due to gas crossover and
undesired electron leaks across the electrolyte membrane. Fuel crossover is the amount
of fuel that crosses the membrane from the anode to the cathode without being oxidized
at the anode catalyst layer, which results in a loss of fuel. Internal current is the flow of
electron from the anode to the cathode through the membrane instead of going through
the external circuit. Many other unknown processes can also contribute to this loss; one of
the processes can be proton transport thorough the membrane which defined as convection

overpotential given as:'7>18

-
Neonv. = FVCH*? (279)

where C'y+ is proton concentration, v is water velocity in the membrane, [, is thickness of

membrane, and k is membrane conductivity.
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Figure 2-3: Chemical structure of Nafion (taken from Weber and Newman et al.?).

2.2 PEM Fuel Cell Components
2.2.1 Membrane

A thin electrolyte layer spatially separates the hydrogen and oxygen electrodes and
ensures that the two individual half reactions occur in isolation from one another. It must
not allow electrons to cross, but must allow protons to pass easily. The membrane should
possesses high ionic conductivity, high stability (water management), low fuel crossover,
high mechanical strength, good electronic insulation, good separation of reactants, high
chemical and thermal stability, and low cost.?

The standard membrane is made of sulfonated poly-tetra-flouroethylene (PTFE) as
backbone where some of the fluorine atoms are partially substituted by chains containing
sulfonic acid. This membrane material produced by DuPont carries the brand name as
Nafion. Molecular formula of Nafion is shown in Figure 2-3. The backbone (hydrophobic
phase) provides Nafion with an excellent oxidative stability, mechanical integrity, and
limits the swelling of membrane while sulphonic group (hydrophilic phase) helps proton
transport. The high electronegativity of the fluorine atoms bonded to the same carbon
atom as the sulfonic acid group makes the —SO3H a superacid.

The exact structure of Nafion is not known however, it is reported that electrostatic
interactions (between the ions and the ion-pairs) cause the ionic groups to aggregate
and form tightly packed regions referred as clusters. These interactions enhance the

intermolecular forces and considerably influence the properties of the parent polymer.
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Small angle X-ray scattering and neutron scattering experiments can be used to indicate
ionic clustering in Nafion.

The proton conductivity of Nafion is dependant on its hydration state. In the dry
state, Nafion is a poor ion conductor, but ionic conductivity increases sharply with
water content.® In dry state, protons may migrate from one acid group to another in the
network; the associated activation energy is relatively high, resulting in relatively low ionic
conductivity. However, when water fills the pore network, the protons are solvated by
one or more water molecules. Water solvation partially screens the proton charge, thus
lowering the activation energy for migration. To ensure membrane hydration humidified
gases are generally fed into the fuel cell.

Nafion dehydrates at temperature above 80°C; the dehydration can cause membrane
to shrink, reducing contact between electrodes and membrane therefore higher contact
resistance. The shrink may also cause pinholes formation, leading to reactant crossover.?
Nafion also shows considerable deterioration in the conductivity and the mechanical
strength above the glass transition temperature (ca. 110°C).

A lifetime of over 60,000 hours under fuel cell conditions has been achieved with
commercial Nafion membranes. However, even extremely stable Nafion can suffer from
degradation. Using XPS analysis of the MEA before and after fuel cell operation Huang
et al.?! has found that —CFy— groups of Nafion are destroyed under electrochemical
stress, yielding the —HCF— or —CCF— configurations. Under the anode potential, the
hydrophobic part (e.g., fluorocarbon) may react with carbon or hydrogen atoms, resulting
finally in the degradation of the electrolyte. Also, this kind of hydrocarbon membranes
are prone to oxidative degradation by peroxide intermediates. The high cost and high
methanol permeability of the fluorinated polymers also urge the necessity to develop

alternative proton-conducting polymers.
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A great number of polymer materials have been prepared and functionalised for
possible electrolytes for fuel cells. Improvements in the membrane structure and conduc-
tivity were achieved by producing composite membranes. Usually, PTFE is added into
Nafion to improve mechanical strength, therefore much thinner layer of PTFE blended
Nafion can be used which has advantage of low Ohmic drop as compared to pure Nafion.
However, thinner PTFE doped Nafion has larger permeation rate thus low OCV.?? The
larger permeation results in higher crossover of reactants, and heat generated by reaction
due to local hot spots create localized membrane drying, and higher membrane resistance.
The crossover of reactants have been utilized to make these membrane self-humidifying by
providing highly dispersed Pt particles in the membrane which enables localized formation
of water though uniform distribution of Pt is not achieved. To exploit this idea, very thin
layers of Pt/C have been used both side of the membrane which reduces the crossover as
well as ensure formation of water to humidify membrane.??

Also, a compound Csy 5Hg5sPW 15049 has been investigated to incorporate into
Nafion/PTFE composite, better performance observed is attributed to strong acidic
and hydrophilic nature of the compound which enhance water retention capacity.® A
composite membrane by blending Nafion with poly(vinylidene fluoride) is investigated
though the observed proton conductive is much lower than Nafion which is due extreme
hydrophobicity of fluoride components. To improve water affinity and proton conductivity,
the composite is chemically modified by dehydrofluorination and treatment with H,SO,4.2*
W.L. Gore and Asahi Chemicals have successfully reinforced perfluorosulfonic acid
membranes with Teflon fabric.?> Carbon nanotubes have been proposed to incorporate
into Nafion to increase mechanical stability due to their exceptional enforcing fibre
strength, low density and high aspect ratio, however, since carbon is electronic conductor
which can lead to electronic short-circuit thus reducing the OCV.2¢

By operating fuel cells at higher temperature, the oxygen reduction kinetics and

carbon monoxide poisoning problems are improved. Composites are made by swelling
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the perfluorinated ionomeric membrane with an ionic liquid to improve its high temper-
ature stability.?” To improve the hydration characteristics of Nafion, nanoparticles of
hygroscopic metal oxides such as Silicon oxide is incorporated into Nafion. The water
retention capacity is improves which enable use of this composite at elevated temperature
however, the composite shows higher ohmic resistance may be due to disruption of proton
conduction path in Nafion by presence of silicon oxide particles.?”

Non-Nafion membranes were also investigated for intermediate-temperature oper-
ation of fuel cells.?®?° Usually, phosphate based proton conductors are blended with
inorganic compound such as silicate or metal which provide mechanical stability to the
composite. Since PO, is thermally stable above 200 °C while proton sources (SO ?)
in Nafion decomposes above 200 °C. Several composite membranes for high tempera-

3037 are investigated. Composite membrane were explored by doping

ture applications
Nafion with different heteropolyacids such as phosphotungstic acid, silicotungstic acid,
phosphomolybdic acid, and silicomolybdic acid.?? Heteropolyacids typically exist in the
hydrated phase with 30 to 6 water molecules per acid molecule; the rationale behind using
these acids is to utilize the additional water molecule for humidification of membrane
especially at higher temperature. Very little improvement in the performance is recorded
which is attributed to larger particles of these additives which are unable to help con-
duction of protons through the membrane cluster. It is also reported that these acids
dissolve; Molybdate atoms are observed on catalyst layer which may be due to migration
of molecules to catalyst layer though additives with Tungsten is relatively stable in the
membrane. To improve above disadvantages, these acids are stabilized by cations which
ensure uniform dispersion of smaller acid particles and therefore help create effective
bridging between ionic domains.3?

Heterocyclic aromatic polymer are used due to their excellent thermal and chemical

resistance and superior mechanical integrity. Some of the most promising candidates for

proton-exchange membranes are high performance polymers, ie. polyimides, poly(ether
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ketone)s, poly(arylene ether sulfone)s, polybenzimidazoles, etc. Advantages of using these
materials are lower cost than perfluorinated membranes, inclusion of polar groups to
improve water uptake over a range of temperatures, and the possibility of recycling by
conventional methods.

The six-membered ring of the naphthalenic polyimide is much more stable to hydrol-
ysis, this membrane is better suited for fuel cell applications®® while five-membered ring
polyimides which may undergo hydrolysis of the phthalimide structure under strong acid
conditions quickly leads to chain scission and causes the membrane to become brittle.3’
This indicates that the stability of the highly cross-linked membranes is not only caused
by cross-linking of the polystyrene chains, which slows down the loss of —SO3H from the
membranes, but also by reduced gas crossover and, therefore, reduced HOse and OH™ for-
mation. High degrees of cross-linking (more than 12) could improve the stability, however,
the simultaneous increase of membrane resistance might not be tolerable. The optimum
membrane thickness, which, as a compromise between gas crossover and resistance, must
be found. Another crucial point is the C — O — C bond breaking, initiated by attack of
OH™. In the presence of both OH™ radicals and oxygen, complete degradation of the
aromatic rings can be achieved within a few hours. In view of this, the saturated and
perfluorinated Nafion which is much more inert has an inherent advantage over the new
membranes based on aromatic hydrocarbons.

2.2.2 Electrodes

The major requirements for an effective catalyst are high activity, high electrical con-
ductivity, high proton conductivity, low corrosion, high porosity, high mechanical strength,
and highly porous to ensure good gas access. State-of-the-art catalysts utilize nano-sized
platinum particles (3-10 nm) supported on a high surface area carbon powder (30-50
nm). While platinum provides the catalytic activity, the carbon provides the electrical
conductivity necessary to harvest electrons to/from the active sites. The carbon-supported

platinum (Pt/C) structure offers a high catalytic surface area, significantly reducing the
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Figure 2-4: A schematic representation of membrane electrode assembly(MEA)(taken from
literature!).
required platinum loading (generally less than 0.5mg Pt/cm?). The Pt/C powder is mixed
with small quantity of the Nafion electrolyte to ensure proton conduction. In practice,
the thickness of the catalyst layer is between 10-50 micron. While a thin layer is preferred
for better reactants diffusion and catalyst utilization, a thick layer incorporates higher
catalyst loading thus catalyst layer optimization requires a delicate balance between
mass transport and catalytic activity concerns. To distribute Pt on Carbon uniformly, a
surfactant is suggested which stabilizes the nanoparticles of Pt and prevent aggregation.’
Also, use of an optimum amount of ammonium carbonate as an additive to catalyst layer
is suggested which aids in pore forming thus improves the mass-transport limitations.*!
To reduce the cost of cathode catalyst, alloys such as Platinum-Iridium (Pt — Ir),*
Pt-Cobalt (Pt — Co),* Pt-Iron Phosphate (Pt — FePO4)* have been investigated as
possible cathode materials. The problem with these transition metal alloys are durability,
these are unstable in acidic environment of the fuel cell. Addition of Ni in Pt-alloy
(Pt3Niy ), was observed to shorten the Pt-Pt interatomic distance, thus resulting in
stronger bonding reducing dissolution and loss of catalyst. However, the alloy shows
higher interfacial resistance, and dissolution of metal in fuel cell environment, and
subsequent diffusion of Ni into membrane can degrade the lifetime of fuel cell.*> Similarly,

less expensive catalysts by alloying Pt with Fe — Ni — Co were explored; the initial
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activities for Pt — Fe was found to be the highest; however, dissolution and subsequent
leaching of metal into the membrane were found to cause additional deterioration of MEA
and therefore reduce the lifetime. 4647

Non-platinum materials such as Zirconium oxide*® and Tantalum oxynitride*’ is also
investigated for cathode catalyst. Sol derived® materials with transition metal such as
Cobalt (Co) on carbon support when added with aromatic ligand 1,2-phenylenediamine
can also be used as a cathode catalyst. Tungsten Carbide (WC) with addition of Tan-
talum (Ta) is also investigated for a catalyst; the Tantalum is added to enhance the
corrosion resistance of the carbide. It is reported that Tantalum forms an alloy (W — Ta)
with Tungsten which enhances electroactivity and corrosion resistance of the material.®* A
single-walled carbon-nanotube-based proton exchange membrane assemblies for hydrogen
fuel cells was also explored.??

The ideal carbon support should possess high chemical/electrochemical stability, good
electronic conductivity, and a suitably high surface area and pore size distribution.®® A
carbon black commercially known as Vulcan XC72(Cabot Corp.) is the most common
used catalyst support. However, it has random structure and broad pore-size distribution
which lead to even distribution of Nafion. Also, the micro-pore can not be filled by Nafion
because Nafion particles are usually bigger than the pore size, therefore Pt particles
inside the micro-pore are not accessible to electrochemical reaction thus reduces catalyst
utilization.’* Better performance is observed using oriented Carbon nanotubes (CNTs)
instead of the conventional carbon as catalyst support. Electronic conductivity and
gas permeability are expected to be much higher along the CNTs than across the tube,
and also oriented CN'Ts may exhibit superhydrophobicity, which can facilitate water
removal within the electrode; these factors may be attributed to the improvement in
the performance.” It is also reported that Pt/CNTs has better lifetime compared to
Pt/C.5¢ However, carbon nanotubes consist of hollow cylinder, so higher dispersion of Pt

particles are difficult inside the nanotubes because of diameter-to-length ratio in a single
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nanotubes. To overcome this problem, catalyst support based on carbon aerogel-based was
explored and better performance was observed.>

Gold has been also investigated as a possible catalyst support which shows compa-
rable electrochemical active area and so the performance with Carbon on much lower Pt
loadings though the cost of Gold is a concern.’” A conducting polymer composite®® for
catalyst support material, was tested. The composite consists of an electronic conductive
end (e.g. polyprrole, poly(3,4-ethylenedioxythiophene)), and a proton conducting end (e.g.
polystyrenesulfonate). It has excellent performance for oxygen reduction reaction however;
a decimal performance is observed for hydrogen oxidation because at anode potential the
electronic conducting functional group becomes inactive. Tungsten Oxide (WO3) was also
proposed as a possible catalyst support as it is a stable oxide and not prone to PtO for-
mation compared to conventional catalyst support.®® It is also more thermally stable than
Carbon which enables its use in high temperature operation of the fuel cell. Polyaniline
doped trifluoromethane sulfonic acid is investigated as a proton conducting material to be
used in catalyst instead Nafion. Its fibrous nature helps distribute particles uniformly, and
ensures better connection of reaction sites, and thus enhances Pt utilization compared to
Nafion.

Optimization of catalyst composition with respect to Pt, and Nafion loadings has
been investigated thoroughly. An optimal composition of Nafion has observed; to little
Nafion was insufficient for proton conduction thus increases ionic resistance, on the other
hand, too much Nafion, may cover Pt particles forming a films that hinders electron
transport to Pt therefore reduces catalyst utilization. Also, it fills carbon pores hindering
gas transport and water removal. Since Nafion is not mechanically stable at higher water
content so in case of flooding too much Nafion can lead to break-down of catalyst layer.
Nafion loading usually results in Ohmic and mass-transport (diffusion) limitation in the

fuel cell operation.
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An optimal film thickness for given Nafionn loading was suggested.®® A Nafion
loading of 1.3 mg/cm? was found to correspond to the optimal film thickness sufficient
to transport proton without hindering electron and gas transport. Nafion loading greater
than the optimal value results in an additional arc at low frequency in impedance response
representing gas-diffusion limitation.®! Further improvement in Nafion loading is obtained
to 0.8 mg/cm? by using a catalyst support between catalyst layer and gas diffusion layer
in the fuel cell.®! Electrodes consisting of two layers with different Nafion loading was also
proposed, but no better performance was obtained.5?
2.2.3 Gas Diffusion Layers

The functions of the gas diffusion layers are to provide structural support for the
catalyst layers, passages for reactant gases to reach the catalyst layers and transport of
water to or from the catalyst layers, electron transport from the catalyst layer to the
bipolar plate in the anode side and from the bipolar plate to the catalyst layer in the
cathode side, and heat removal from the catalyst layers. The common materials for the
GDL are carbon paper and carbon cloth which incorporates a hydrophobic material,
such as PTFE to prevent water from pooling within the pore of the backing layer.
Furthermore, PTFE creates a non-wetting surface within the passages of the backing
material which facilitates product water removal on the cathode.

The physical properties such as pore size and structure, hydrophobicity, and thickness
of GDL play major role in mass-transport processes. Kong et al.%® report that macro-
pores prevent flooding and thus improves performance. To modify pore structure, pore-

6466 suggested using

forming agents such as Li;COg3 were investigated. Some authors
a two-layer structure as a gas backing. The layer closer to the electrode is know as

the diffusion layers and should have a finer structure to ensure that as many catalyst
particles as possible are in electric contact. Capillary action associated with the finer

pore structure enhance transport of reactants to the catalyst sites. The diffusion layer

distributes reactants more uniformly, enhances mechanical compatibly with catalyst layer,

36



and reduces contact resistance.5” The layer facing the flow field plate is known as the
backing layer. It should be thicker and should have a coarser structure.

Application of an optimum compression force while assembling the fuel cell has been
advocated.%® The compressive force should be estimated based on GDL thickness and
gasket compression: too much compressive force might reduce the porosity changing
water hold up and thus reducing electrochemical active area and creating mass-transport
problems, whereas too little force might increase contact resistances. It was also reported
that the compression particulary reduces porosity and thickness of GDL under land
portion (of channel) which specially influences higher current density by limiting transport
of oxygen.'® Sintered Titanium was also suggested to be as a GDL material due to its
lower cost, though it has high contact resistance with MEA. The resistance can be reduced
by applying Pt coating on the GDL surface.®
2.2.4 Bipolar Plates

A plate in contact with the GDL is known as bipolar plate. The plate usually
incorporates flow channel for reactants feed and may contain conduits for heat transfer.
The desired characteristics of bipolar plate materials are high electrical conductivity,
impermeability to gases, high thermal conductivity, lightweight, high corrosion resistant,
and easy to manufacture.

The common materials used for bipolar plates are graphite, and metals such as
stainless steel, aluminum, or composite material. Graphite plates meet most of the
requirements for optimal fuel cell performance but the flow-channel machining of graphite
is so expensive that graphite plates can take up to half the cost of a fuel cell system.
Metallic plates are cheap and easy to manufacture, however, these have a high contact
resistance due to the formation of metal oxide layer between the plate and the GDL.
Pozio et al.®? has reported that Iron, a contamination in stainless steel (SS316L) bipolar
plates, reacts with electrolyte (Nafion) and degrades it. A ferrite stainless steel sample

with different composition of Chromium has been reported as bipolar plate, it has found
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that the sample with highest chromium content was better material for bipolar plate.
Composites can offer the combined advantages of high electrical and thermal conductivity
of graphite plates, and low manufacturing cost of metallic plate.”” Middleman et al.”' has
reported graphite filled polymer composite for possible bipolar plate material developed
by Nedstack (Arnhem, The Netherlands). Oh et al.”* have studied electrical and physical
properties of polymer composite material with Pd-Ni coating for bipolar plate. These
materials have lower electrical interfacial resistance and higher surface roughness when
compared with conventional resin-impregnated graphite material.

The functions of the bipolar plate are to provide the pathways for reactant gas
transport, and electron conduction paths from one cell to another in the fuel cell stack,
separate the individual cells in the stack, carry water away from the cells, and provide
cooling passages. Plate material and topologies facilitate these functions. Common
topologies used are straight, serpentine, or inter-digitated flow fields. Serpentine is the
most common geometry found in fuel cell prototypes. The advantage of the serpentine
pattern lies in the water removal capability. Only one flow path exists in the pattern,
so liquid water is forced to exit the channel. However, in large area cells, a serpentine
design leads to a large pressure drop. Several variations of the serpentine design have
been investigated, such as the parallel-serpentine configuration. The interdigitated design
promotes forced convection of the reactant gasses through the gas diffusion layer. Subject
to much recent attention, research has shown that this design provides far better water
management, leading to improved mass transport.” But the forced convection through
the gas diffusion layer leads to significant pressure drop losses. However, there is evidence
that this major disadvantage might be partially overcome by employing extremely small

rib spacing.™
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2.3 Degradation Mechanisms in Fuel Cells
The durability is one of the most critical issues in commercialization of fuel cells.”™
The degradation and performance loss can be affected by several factors, some of them are
discuss in following sections.
2.3.1 Hydrogen Peroxide Formation
Hydrogen peroxide, a strong oxidizing agent, degrades materials thus limits the
performance and lifetime of the fuel cell. The peroxide can be formed by two-electron

reduction of oxygen in the fuel cell environment as following suggested by researchers.” 876

Oy + 2HT +2¢~ — Hy0, (2-10)

Evidence of the peroxide formation has investigated rigorously. A rotating-ring-disk-
electrode study”” revealed that formation of the peroxide on platinum particles supported
on carbon (catalyst used in the fuel cell) is quite possible by two-electron reduction while
the formation was not observed on clean bulk platinum. The peroxide formation was
reported to be more pronounced on Pt/C as compared with pure Pt surface and the
formation is greatly enhanced by a decrease in the agglomeration of Pt particles.”” An
experimental arrangement was illustrated to detect in-situ hydrogen peroxide formation
in the fuel cell.”® The recorded in-situ CV have two peaks one corresponding to peroxide
formation and other PtO formation. They also found that thinner membrane has higher
peroxide concentration which is possible by Oxygen crossover from the cathode to the
anode.”™ In processing, the membrane (Nafion) is usually pre-treated in boiling peroxide
which can also be a source for peroxide in membrane to trigger formation of these radicals
leading to degradation.”™ The peroxide formation has been also reported in case of air
bleed. In case of CO contamination in fuel, air-bleed is done to promote oxidation of CO
to COq (cleansing) but only a small fraction of fed oxygen is used for the oxidation, while

major fraction of oxygen competes with ORR and produces hydrogen peroxide.®
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The formation of peroxide at cathode has been reported due to crossover of hydrogen
from anode to cathode. The effect of temperature and humidity on peroxide formation
kinetics was studied showing higher concentration of peroxide at the cathode compared
to at the anode.®! The peroxide formation inside the membrane was also observed due to
presence of platinum band.®? The formation of Pt band is possible due to dissolution and
migration of Pt particles from electrodes and redeposition inside membrane.

The hydrogen peroxide initiates formation of reactive radicals such as Hydroxyl and

hydroperoxyl in presence of Fe™, Cu™, etc. as follows®! %3

Hy05 + M*? — M* 4+ OH o +OH"~ (2-11)

H>O5 + OHe — OOH e +H50 (2*12)

To investigate the formation of these radical in the fuel cell, electron spin resonance
(ESR) study has been used by Endoh et al.®® They have also found that these radicals
degrade catalyst by attacking carbon in catalyst layer. These radicals attack side-chain
of membrane forming HF therefore fluorine emission rate (FER) is proposed as an
indication of membrane degradation.®!:%8 However, peroxide concentration can not

be directly related to membrane degradation because degradation results from a series
of reactions: formation of peroxide, followed by formation of radicals, finally attack

of these radicals on side-chain. Also, formation of radicals require presence of metal
ions.”™ These ions are typical contamination from piping, tubes, and storage tanks of
the fuel cell. Fe™ can also arise from bipolar plate contamination.®® FER represents
material erosion and decomposition across the overall cell may not accurately reflect
local degradation of membrane which depends on local temperature, hydration level,
contamination concentration, etc.8® The formation of cross-linking S — O — S is reported
which can be due to dissolution of acidic group of Nafion (—SO3H; pendent side-chain)
provoked by peroxide leading to degradation.?” The loss of acidic sites, reduction in

proton conductivity of membrane was observed.
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2.3.2 Platinum Oxidation and Dissolution

Platinum dissolves!® in the fuel cell environment, which can also leads to the loss
of catalytic activity and, consequently, the degradation of the electrode of the fuel cell
and hence loss in performance.®® A scheme for dissolution of platinum was suggested by

Meyers et al.!? as follows.
Pt + HyO = PtO + 2HT + 2e~ (2-13)
in which PtO is formed, followed by a chemical dissolution reaction
PtO + 2H" — Pt™ + H,0 (2-14)

The first step leads to formation of a protective layer of PtO which reduces active surface
area by blocking reaction sites. In the second step, the PtO oxide dissolves to form Pt
ion leading to loss of catalyst particles. The formation of the platinum oxide is supposed
to have an indirect influence on the ORR at the cathode by changing the effective rate
constant for the reaction.

Another scheme for PtO formation in presence of water/oxygen was advocated along
with different reactive radicals which degrade membrane, catalyst, and catalyst support
used in the fuel cell.?® Effect of humidity on PtO formation was reported; formation of
PtO was observed even in absence of oxygen at the cathode.”® The oxide formation was

proposed to follow

Pt + H,O — Pt —OH+ H" + e~ (2-15)
Pt — OH — PtO + H" + e~ (2-16)

with a larger amount of PtO observed at lower humidity.

The formation of PtO, and PtO, was reported to follow.”!

Pt + HyO — PtO + 2H" + 2e~ (2-17)
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with

Eo = 0.98 — 0.059pH (2-18)

and
PtO + Hy,O — PtOy + 2HT + 2e” (2-19)

with
Eo = 1.05 — 0.059pH (2-20)

Pt dissolution in a the fuel cell conditions under potential cycle was investigated and the
solubility of Pt was presented as a function of different factors such as temperature, pH,
and oxygen partial pressure.”? The dissolution reaction was found to be an exothermic
reaction, and solubility of Pt increased with temperature. The solubility increase with
decrease in pH and solubility significantly increases with presence of oxygen in atmosphere
according to:

1
PtO + 502 + 2H' + H,0 — Pt(OH)7 (2-21)

The finite solubility of Pt in acidic medium enables its movement into Nafion. The
movement of Pt particles can be accomplished by diffusion, migration and possibly by
convection.”® Pt particles dissolve in catalyst layer and subsequent aggregated into bigger
particles the process is govern by Ostwald ripening. Once particles have grown bigger (in
micro-size) they can migrate by diffusion in catalyst layer and/or into membrane.”* Inside
the membrane, the movement can also be considered by convection mode. A mathematical
model for Pt movement in membrane is illustrated based on dilute-solution theory though
it has ignored several realistic factors such effect of double-layer charging, convection
Brownian motion of Pt particles, and potential dependency on the charge movement.”
Several other researchers have advocated platinum oxidation and dissolution under
normal the fuel cell operating conditions.?"-%6-98:93,90,99 Fxperimental results have also

confirmed coarsening of the Pt particles after 500 hours of operation.’® The platinum

oxidation and dissolution may result in decreases of electrochemically active surface area
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and have also attributed to metal catalyst cluster formation or/and loss of the catalyst
support,'®! platinum dissolution and redepositing at the catalyst/electrolyte interface,'%
and migration of the platinum particles to the membrane interface.*

Pt concentration increases monotonically until 1.1 V due to formation of a protective
film of PtO but after 1.1 V PtO can dissolve to form PtOy and so a decrease in Pt
concentration is possible. It is also reported that this PtO has finite solubility that can
diffuse leaving bare Pt for further formation of PtO.%7 Pt growth and aggregation is
not found when Al was used as a catalyst support used instead of carbon. Carbon was
proposed to help electron transfer between smaller and bigger particles of Pt which
completes aggregation.”? Pt was observed at catalyst-membrane interface due to migration
of particles,” is also reported inside the membrane due to diffusion and redeposition. A
band of Pt is reported inside the membrane. The location of the band can be calculated
by equating fluxes of hydrogen and oxygen from respective electrodes which was further

validated by SEM-TEM.%

Other factors such as corrosion of carbon support
C+ HyO — COy + 4H" +4e™ (2-22)

may cause permanent loss of catalyst support, loss of catalytic activity, and, in extreme
cases, a structural collapse of the electrolyte may lead to degradation of the fuel cell.!!
More details of carbon corrosion and corrosion products at different temperature can be
found elsewhere.!%?

Silica is used as a gasket (seal) material to assemble the fuel cell. It was reported
that silicon slowly leaches and deposits on the catalyst; however, it did not degrade
the catalyst. The deposited Silicon was found to block oxygen transport due to its
hydrophobicity.!%® Presence of traces of various gases as impurities in the fuel has also
been reported to have a detrimental effect on the performance and lifetime of the fuel

cell 104
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2.4 Electrochemical Impedance Spectroscopy
Impedance spectroscopy is a very useful diagnostic tool because it is a non-invasive
technique and can procure information about the processes inside the fuel cell. It is a
powerful characterization technique which allows separating different processes occurring
in the system depending on time constant of the process and could be used to study com-

105,64,106,107 j5 often used to characterize

plex system like fuel cell. Impedance spectroscopy
processes in fuel cells. The impedance study has been reported to characterize solid oxide
fuels cells (SOFCs)!% 113 and also to characterize methanol fuel cells.!'* !5 An extensive
impedance investigation for PEMFCs has been reported in literature.

1.4 have reported a typical impedance response of the cathode includes

Springer et a
two arc, a high frequency arc reflecting the combination of an effective charge transfer
resistance and a double-layer capacitance in the catalyst layer and a low-frequency arc
reflecting mass-transport limitations within the backing layer. Cirreanu et al.'” have
conducted rigorous kinetics study for the fuel cell by the impedance techniques. Merida

l 116

et a and Le Canut et al.'? have described the use of impedance spectroscopy for

fuel-cell diagnostics. Lee et al.®% used impedance to evaluate the optimum Nafion loading

in the catalyst active layer (CAL). Song et al.%!

used impedance to evaluate the optimal
composition of the catalyst layer support material. Cha et al.''” studied flooding of a
micro flow channel. Effects of repetitive freezing of water residing in PEMFC, on the
characteristics of the fuel cell were investigated by Cho.'*® Some research groups!'®123
have also used the impedance to characterize CO tolerance of the fuel cell. A descriptive
review of literature related to impedance investigations of various aspects of the fuel cell is
presented in Chapter 3

Application of this technique to fuel cells has been hampered because the experiments
are difficult to perform and are prone to artifacts, and fundamental interpretation models

are not available. The fuel cells are sensitive to anything inside the cell, so it is difficult to

determine if data from instrumentation inside the cell is due to cell behavior or due to the
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artifact of instrument. The measurement model was used to analyze possible error in the
impedance response of the fuel cell which is discussed in Chapter 4.
2.4.1 Measurement Model Analysis
The model was introduced as a means to resolve recurring issues in regression of
impedance data, e.g.,'241%7
1. identification of the most appropriate weighting strategy for regression,
2. assessment of the noise level in the measurement, and
3. identification of the frequency range unaffected by instrumental artifacts or non-
stationary behavior.

The errors in an impedance measurement can be expressed in terms of the difference

between the observed value Z(w) and a model value Z(w) as

Eres(W) = Z(w) — Z(w)

= et (W) + Ebias(W) + Estoch (W) (2-23)

where e, represents the residual error, eg4¢(w) is the systematic error that can be at-
tributed to inadequacies of the model, ep;,s(w) represents the systematic experimental bias
error that cannot be attributed to model inadequacies, and egoen(w) is the stochastic error
with expectation E {egoen(w)} = 0.

A distinction is drawn, following Agarwal et al.,'?* 26 between stochastic errors that
are randomly distributed about a mean value of zero, errors caused by the lack of fit
of a model, and experimental bias errors that are propagated through the model. The
experimental bias errors, assumed to be those that cause lack of consistency with the

Kramers-Kronig relations,!?8 130

may be caused by nonstationarity or by instrumental
artifacts. The problem of interpretation of impedance data is therefore defined to consist
of two parts: one of identification of experimental errors, which includes assessment of

consistency with the Kramers-Kronig relations, and one of fitting, which entails model

identification, selection of weighting strategies, and examination of residual errors. The
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error analysis provides information that can be incorporated into regression of process
models.

The measurement model method for distinguishing between bias and stochastic errors
is based on using a generalized model as a filter for non-replicacy of impedance data. The
measurement model is composed of a superposition of line-shapes which can be arbitrarily
chosen subject to the constraint that the model satisfies the Kramers-Kronig relations.

The model composed of Voigt elements in series with a solution resistance, i.e.,

K Ry
Z = Ry + Z T4 o o (2-24)
k=1

has been shown to be a useful measurement model. With a sufficient number of parame-
ters, the Voigt model was able to provide a statistically significant fit to a broad variety of
impedance spectra.!?*

The measurement model is used first to filter lack of replication of repeated
impedance scans. The statistics of the residual errors yields an estimate for the variance
(or standard deviation) of stochastic measurement errors. This experimentally-determined
variance is then used to weight subsequent regression of the measurement model to deter-
mine consistency with the Kramers-Kronig relations. If the data can be represented by
a model that is itself consistent with the Kramers-Kronig relations, the data can be con-
sidered to be consistent. The concept of using a generalized measurement model to assess
consistency with the Kramers-Kronig relations, first introduced by Agarwal et al. 24 126,131
was also employed by Boukamp and Macdonald!*? and by Boukamp!?® using weighting
strategies based on an assumed error structure. The experimental determination of the
stochastic error structure as used here, however, allows formal quantification of the extent
of agreement with the Kramers-Kronig relations.

Other transfer-function models can be used as a measurement model so long as they

are consistent with the Kramers-Kronig relations. Shukla and Orazem have demonstrated

that the stochastic error structure determined from replicated impedance measurements is
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d.'3* While the regressed parameters

independent of the type of measurement model use
may not be associated unequivocally with a set of deterministic or theoretical parameters
for a given system, the measurement model approach has been shown to represent ade-
quately the impedance spectra obtained for a large variety of electrochemical systems.!?*
Regardless of their interpretation, the measurement model representation can be used to
filter and thus identify the non-stationary (drift) and high-frequency (noise) components
contained in an impedance spectrum.

The measurement model has been applied in previous work to assess the error struc-

135 alectrochemical

ture of a variety of systems including electrohydrodynamic impedance,
impedance data for reduction of ferricyanide on a Pt rotating disk,'3® for corrosion of cast
iron in Evian water,'®” for corrosion of aluminum in orange juice,'?” and for charging of
electroactive polymers.'3®
2.4.2 Interpretation Model

Mathematical models are needed to interpret the impedance data, including the
low-frequency inductive loops, in terms of physical processes. Gomadam et al.'*® have
reported an exclusive review of important literature for different approaches to model
the impedance response of the fuel cell and have also presented a concise comparison of
continuum-mechanics-based and equivalent-circuit based approach modeling. The most
quantitative of the impedance models reported in the literature have emphasized detailed
treatment of the transport processes, but use of simple electrochemical mechanisms
precluded prediction of the inductive loops. As the oxygen reduction reaction (ORR) at
the cathode is the rate-determining step, most models emphasize the reaction kinetics
at the cathode. The one-dimensional models proposed by Springer et al.5*14? considered
the cathode to be a thin film on agglomerated catalyst particles. They studied the role of
water accumulation in the gas diffusion layer and oxygen diffusion in the gas phase. These
models considered only a single-step irreversible ORR at the cathode. The impedance

141-143

models by other researchers also treated a single-step kinetics for the ORR.
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Several models for the impedance response of PEM fuel cells have considered a
more detailed reaction mechanism. The model developed by Eikerling and Kornyshev!?
considered a single-step ORR to be reversible at the cathode. Antoine et al.'** has
proposed an impedance model with a three-step ORR kinetics in acidic medium on
platinum nanoparticles though reaction intermediates were unspecified and kinetics at
the anode was not considered in their model. They explained that the low-frequency
inductive loops were a result of the second relaxation of the adsorbed species involved
in the different steps of the ORR. More recently, Wiezell et al.'*® considered a two-step
hydrogen oxidation reaction (HOR) and have reported low-frequency inductive loops.
They explained that the inductive loops were the result of changing factors such as water
concentration, membrane thickness, hydrogen pressure and the HOR kinetics.

The role of intermediates in the ORR is supported by independent observation
of hydrogen peroxide formation in PEM fuel cells.”® A rotating-ring-disk-electrode
study” revealed that formation of the peroxide on platinum particles supported on
carbon (catalyst used in the fuel cell) is quite possible by two-electron reduction while
the formation is not an option on clean bulk platinum. The hydrogen peroxide formed
as an intermediate causes chemical degradation of the membrane.® Other reactions
have also been reported which could potentially account for the low-frequency features
observed in the impedance data. Platinum dissolution, for example, has been observed in
PEM fuel cells!® which can lead to the loss of catalytic activity and, consequently, to the
degradation of the fuel cell performance.®® Side reactions and the associated intermediates
can degrade fuel cell components such as membranes and electrodes, thereby reducing the
lifetime, one of the crucial issues in the commercialization of fuel cells.'*¢ The influence
of side reactions and reaction intermediates on the impedance response is comparatively

unexplored.
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2.4.3 Flooding in the Fuel Cell
The performance of the fuel cell is influenced by kinetic limitations at low current
densities, Ohmic limitations at intermediate current densities, and mass-transfer limita-

147 and Berg et al.'*® have described in detail

tions at high current densities. Kulikovsky
the critical role of water management in operation of the fuel cell. To maintain proton
conductivity, the fuel cell membrane must remain hydrated. To achieve hydration, the
relative humidity of inlet gasses is typically held at a large value. Water, however, is also
a product of the cathodic reaction; thus, an excess of water in the cathode is commonly
observed, which can lead to condensation and subsequent flooding. Flooding increases the
resistance associated with the gas diffusion layer and may even block flow channels, re-
ducing the availability of oxygen.'*® Condensed water may be removed by gas flow. Thus,
changes in design of reactant flow channels and gas diffusion layers have been proposed to
reduce the influence of flooding.

Pressure drop has been reported to provide a suitable diagnostic tool for monitoring
flooding in the fuel cell.'>® Flooding was also investigated by correlating the appearance
of flooding to the Faradaic resistance.!®® Barbir et al.!®? have investigated the relationship
between pressure drop and cell resistance to make a distinction between flooding and
drying. They observed that both pressure drop and cell resistance changed in case of
drying; whereas, only pressure drop changed under flooding conditions. Ge et al.'?3
observed that the anode flooding is mainly due to water-droplet condensation at channel
walls in contrast to flooding at the cathode which is usually attributed to condensation
in gas diffusion layer (GDL). They have also reported that use of a hydrophilic GDL and
elevated anode plate temperature could mitigate anode flooding. The onset of flooding
may be seen in steady-state measurements, but the impedance response is even more
sensitive to appearance of flooding conditions. The impedance technique has recently
been used to detect membrane drying, flooding, and anode poisoning of fuel cell stacks.!?

Merida et al.1® have also investigated failure modes (drying and flooding) of the fuel
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cell using the impedance technique. The approach taken by LeCanut et al.'? and Merida
et al.'% was to detect flooding by observing increases in the value of the impedance

as compared to a normal impedance measured at the beginning of cell operation. The
advantage of their approach is that a physical model is not needed. The difficulties with
normalizing the impedance to the impedance measured at the beginning of cell operation
are that steady-state operation will generally not be established during this measurement,
that there may be other reasons for increases in cell impedance with time, and that
flooding may already be taking place during the initial measurement.

Locally-resolved impedance spectroscopy and NMR imaging have been used to
investigate flooding and drying in the fuel cell by Schneider et al.*** 1% The authors
reported that, for co-flow configurations, membrane drying was evident near the gas
inlet and flooding was severe near the gas outlet.!®® The authors have also reported
that drying and flooding were more pronounced in co-flow as compared to counter-flow
configurations.'®® Fouquet et al.'®" fitted a Randles-like equivalent circuit to impedance
data and correlated circuit values to the state-of-health (flooding and drying) of the fuel
cell. The Randles-like circuit, however, cannot account for all the phenomena taking place
in the fuel cell. While there are differences in the specific approaches taken, the underlying
concept for each of these approaches was that one can detect flooding by observing
increases in the value of the impedance.

2.4.4 Evaluation of Interfacial Capacitance

Electrical circuits invoking Constant-Phase Elements (CPE) are often used to
fit impedance data because the associated distribution of time constants provides an
improved fit.1?® 169 The distribution of time constants has been attributed to surface

161,162

heterogeneity or to continuously distributed time constants for charge-transfer

reactions.!%3 167 The CPE parameters may give insight into surface disorder and surface

168 169

roughness,*® electrode porosity, ” and non-uniform potential and current distribu-

tion 170,171
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Electrical circuits invoking CPEs have been used to model the impedance response of
PEM fuel cells. Ciureanu et al.'% used the impedance technique to study the oxidation
of hydrogen and hydrogen-CO mixture in a fuel cell and fitted the result using CPE
parameters. The effect of CO on the performance of the fuel cell has been reported by
impedance technique and the impedance response has been fitted using CPE parameters
to illustrate physical processes.!?® The CPE parameters have also been used to fit the
impedance response of electrocatalysts for the anode of the fuel cell.'”™ Meland et al.'™
studied effect of water on the anode reaction in the fuel cell by impedance and have fitted
impedance response using the CPE parameters, have reported parameters as a function
of operating potential. The CPE parameters have been used to model impedance study
for characterizing different methods for catalytic ink preparation for the fuel cell.'™
The CPE approach has also been exploited to characterize carbon-nanotube-supported
electrocatalyts for anodes,!™ to study anode materials for the solid oxide fuel cells,'®
and to model the impedance response of the porous anode of a methanol fuel cell.}””

The depressed semicircle seen in Nyquist plots has been attributed to non-homogeneity

of electrode surface.'™ Fouquet et al.'®” have attempted to correlate parameters to the
state-of-health (flooding and drying) of a PEM fuel cell though the parameters were again
estimated by fitting impedance data. The interfacial capacitance was estimated employing
graphical methods to interpret impedance response in term of physical processes such

flooding and drying which is to be submitted as a technical article.!™
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CHAPTER 3
EXPERIMENTAL

Details of experimental methods and materials are described in this chapter.
Impedance and polarization data collected on the fuel cell are presented and discussed. A
concise review of literature related to experimental investigations of various aspects of the
fuel cell such as reaction kinetics, transport mechanisms, performance and lifetime analysis
has also been outlined.

3.1 Introduction

Impedance spectroscopy is often used to characterize processes in fuel cells, including
PEM fuel cells.6%1057108 Springer et al.%* have reported a typical impedance response of
the cathode for the fuel cell which includes two arcs, a high frequency arc reflecting the
combination of an effective charge transfer resistance and a double-layer capacitance in
the catalyst layer and a low-frequency arc reflecting mass-transport limitations within
the backing layer. The straight-line portion in the high frequency arc is attributed to
distributed ionic resistance and distributed capacitance in the catalyst layer. Paganin et
al.% used impedance spectroscopy to study the effect of cell temperature, oxygen partial
pressure, electrode composition, and membrane thickness on the fuel cell performance.
Andreaus et al.'® used impedance data obtained under high current densities to estimate
performance losses in the fuel cell. They used membranes with different thickness and
ionic density (equivalent weight) to prove that loop at low frequency in impedance
response can also be due to anode drying out which lead to low proton mobility in

181 has examined the ohmic

addition to oxygen transport limited by flooding. Ciureanu
resistance of Nafion membranes as function of humidification conditions for low current
density (0-400 mA /em?). For well-humidified cathode, they have reported that the
resistance was small and relatively constant to the presence of the anodic humidification
while for non-humidified cathodes the membrane resistance was high and strongly

dependent on current and anodic humidification. Dehydration of the Nafion present in the

cathode catalytic layer resulted in an increase of the polarization resistance in addition
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to the ohmic resistance of the membrane; the apparent deactivation of the cathode
electrocatalyst appears to be due to a decrease of the electrochemically active surface area.
Lee et al.®? used impedance to evaluate the optimum Nafion loading in the CAL.

l.61

Song et al.®" used impedance to evaluate the optimal composition of the catalyst support

182 has discussed impedance measure-

material. The study conducted by Hombrados et al.
ments for kinetics analysis of both the cathode and the anode reaction mechanisms. They
have suggested a equivalent-circuit model to fit the impedance data, and have evaluated
parameters such as membrane conductivity, and charge transfer resistance as a function of
operating conditions like humidification temperature, and reactant flow rate. Three-step
hydrogen kinetics consisting of diffusion-adsorption of hydrogen molecule, formation of
proton, and proton hydration (combination of proton with water) is proposed by Meland
et al.'™ They find the proton hydration as a rate-determining step at higher temperature
where due to less amount of water time constant for this step becomes larger and therefore
collapsed into high frequency arc. Abe et al.'® used impedance to analyze the effect of
humidity in the oxygen stream at the cathode of the fuel cell. Lefebvre et al.® have used
the impedance to characterize proton-conducting and electron-conducting polymer parti-
cles for catalyst support for fuel cells. They evaluated catalytic activities of the catalyst
support toward hydrogen and methanol oxidation and oxygen reduction in the fuel-cell-
type gas diffusion electrodes. They have reported that the activities for oxygen reduction
comparable to that obtained with a commercial carbon-supported catalyst were observed,
whereas those for hydrogen and methanol oxidation were significantly inferior, although
still high for prototype catalysts. The preparation and the fuel cell evaluation of sPSU
based MEAs at varying temperatures was investigated by Kraemer et al.'8* They have
reported that the MEA has low resistance though it showed mass transport limitations

in the range of 600-800 mA /cm?, most probably caused by abundant water due to the

overhumidified measuring conditions.

93



Paganin et al.% have reported one arc and have explained the low-frequency arc has
been superimposed on the higher-frequency arc. The overall impedance response has been
explained as the effect of the double-layer capacitance and the charge transfer resistance
of oxygen reduction reaction (ORR). Song et al.5! have reported two capacitive loops
for the impedance response of the fuel cell. Impedance response reported by Springer et
al.%* includes two arcs. The study conducted by Cirreanu et al.!®® has investigated the
impedance response of the fuel cell with different cell voltage, humidification temperature
of reactants, and airflow rate. They have reported impedance spectra with two loops:
the high-frequency loop was attributed to the effect of reaction kinetics and oxygen
transport in the CAL, and the low-frequency loop was attributed to mass transport
limitations of gases and water in the GDL. The group has also suggested a circuit analog
model to explain the experimental results and have calculated the parameters such as
surface exchange current density and Tafel slopes. Many authors e.g., Castanna et al.'%
and Li et al.,% reported only one capacitive loop. Castanna et al.'® have reported an
exponential decrease in the charge transfer resistance with increases in the overpotential.
They also have reported the decreases in the double-layer capacitance with the increases
in the overpotential and the capacitance reaches a constant value once the performance is
controlled by ohmic effects. The higher value of the capacitance observed in the kinetics
control region could be due to charging-discharging processes in the region.

Some research groups'!?'?® have also used the impedance to characterize CO toler-
ance of the fuel cell. Jiang et al.''® have reported the impedance study to characterize CO
tolerance of electrocatalyst as a function of DC bias potential, temperature and relative
humidity while Kim et al.'?° have used the impedance to investigate the effect of CO
on the performance of the fuel cell and have reported that charge-transfer resistance as
well as hydrogen dissociation resistance increase with an increase in the CO concentra-
1121

tion but it has little effect on low frequency arc of the impedance spectra. Yang et a

have applied a three-electrode arrangement to investigate effect of the CO on the fuel
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cell performance. They have reported that the overpotential of anode in presence of the
CO increases due to increase in both charge-transfer resistance and ohmic resistance in
the catalyst layer. Mazurek et al.'?® have conducted the impedance study to character-
ize the CO tolerance of carbon-supported Pt and carbon-supported Ru for the anode
electrocatalyst. They have reported that the carbon-supported Ru catalyst have better
catalytic activity than the Pt and also the smaller particle size of Ru better performance
was observed.

The influence of carbon monoxide poisoning on the platinum and platinum-ruthenium
anode was investigated by Wagner and Schulze!®” using the impedance spectroscopy. They
found that the degradation of the fuel cell performance during the poisoning with CO
was dominated by an increase of anodic charge transfer resistances and an increase of
the finite diffusion impedance. They have also observed that impedance spectra exhibit
pseudo-inductive contributions at the low frequency part of the spectra, which increase
during the experiment. The increasing pseudo-inductive behavior has been explained
because of a surface relaxation process due to the competitive oxidation of hydrogen and
carbon monoxide at the anode. Cirreanu et al.'%” have conducted rigorous kinetics study
for the fuel cell by the impedance techniques. They have also reported the effect of carbon
monoxide on the anode kinetics, and the fuel cell performance. The influence of carbon
monoxide poisoning on platinum and platinum-ruthenium anodes was investigated using
impedance spectroscopy. 87188

Impedance investigations have also been reported for different fuel cell applica-
tions such as studies of the effect of membrane thickness on the conductivity of the
Nafion,'® characterization of electrosprayed Nafion films,'?° performance evaluation of

9 and characterization of single-walled carbon-

self-humidified composite membranes,’
nanotube-based proton exchange membrane assemblies for hydrogen fuel cells.?® It has
also been used to study ion exchange capacity of composite membranes for high temper-

ature applications,>’to determine conductivity of composite membranes for intermediate
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temperature fuel-cell applications,* to study the effect of temperature on resistance

35,36 t5 measure ionic and electronic

and proton conductivity of composite membranes,
resistibility of composite electrode catalyst for the fuel cell application.?” Using the
impedance, Li et al.''> have investigated a reference electrode to resolve effects at the
anode and cathode and within the membrane the fuel cell.

The object of this chapter is to provide a comprehensive analysis of performance of
the fuel cell in terms of impedance and polarization results as a function of several factors.
The factors analyzed include operating conditions such as current density, temperature,
and backpressure, and design parameters such as flow channels, and GDLs. Brief of
techniques, methods, and materials used is also presented.

3.2 Experimental

The experimental system and the impedance instrumentation used are presented in
this section.

3.2.1 Materials and Chemicals

The MEA (purchased from Ion Power, Inc., New Castle, DE) employed 0.0508 mm
(2 mils) thick Nafion N112 with catalyst layers of about 0.025 mm on both sides of the
membrane. The active surface area was 5 cm?. One more MEA with the same thickness of
the membrane, and catalyst but embeded GDL both side of the catalyst layers was used
which was supplied by fuelcellstore (San Diego, CA). The catalyst layers were platinum
supported on carbon with a Pt catalyst loading of 0.4 mg/cm? on both the anode and
the cathode sides. Two types of GDL were used during assembling the MEA. Both
have an effective thickness of 0.284 mm, and were made of carbon cloth, but one was
uniformly macro-porous while the other has variable porosity. The nonuniform GDL was
micro-porous to the catalyst side and macro-porous to the channel side. Similar GDL
structures have been reported in the literature.54% The material of the flow channel (
flow configurations are shown in Figure 3-1) used was made of graphite with the outlet

lower than the inlet to facilitate removal of condensed water. Hydrogen gas was used as
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(a) (b)

Figure 3-1: The configurations of flow channels;* a) serpentine; and b) interdigitated.

fuel and compressed air was used as oxidant. Compressed Ny was used for purging of the
fuel cell before and after experiments. A Barnstead E-Pure Water System with an ion
resistivity of 14.9 MQcm was used as a source of deionized water delivered to the anode
and the cathode humidifiers.

An 850C fuel-cell test station (supplied by Scribner Associates, Southern Pines, NC)
was used to control reactant flowrates and temperatures. The test station was connected
to a computer by an interface for data acquisition. The gas flow to the anode was held at
temperature of 40 £+ 0.1 °C, and the gas flow to the the cathode was held at a temperature
of 35 + 0.1 °C. The gas flows were humidified to 100 percent relative humidity at the
respective temperatures. The cell temperature was held at 40 + 0.1 °C. The hydrogen
flow rate was 0.1 liters/min and the air flow rate was 0.5 liters/min. The maximum
stoichiometry for hydrogen and air was 1.5 and 2.5, respectively, and the cell was operated

at the fully-humidified condition.
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3.2.2 Electrochemical Impedance Measurements

Impedance measurements were performed using two different systems. The Scribner
Associates 850C Fuel Cell Test Stand contains both an electronic load and a frequency
response analyzer. Impedance measurements obtained with the 850C were compared to
impedance collected using a Gamry Instruments FC350 impedance analyzer coupled with
a Dynaload electronic load RBL 100V-60A-400W. All electrochemical measurements were
performed with a two-electrode cell in which the anode was used as a pseudo-reference
electrode.

The protocol recommended by Ramani et al.'?? was used to ensure that the system
reached steady-state operation before impedance measurements were taken. The protocol
consisted of two steps:

1. Upon startup, the current was swept from zero to the maximum value in forward
and reverse directions until hysteresis in the polarization curve was no longer
evident. This procedure was intended to ensure complete hydration of the MEA.
This step required up to 48 hours (break-in time) for a new MEA and 1.5 hours for
a system that had been recently used.

2. Once the hysteresis in the polarization curve was no longer evident, the current was
set and the potential was monitored. Impedance measurements were conducted after
the potential was stabilized. This step required 30 minutes.

The polarization curves were obtained by stepping the current from zero to the
maximum current with an increment of 10 mA /30 sec. A typical polarization curves is
presented in Figure 3-2.

Repeated impedance measurements were performed at several points on the polar-
ization curve. The impedance measurements were conducted in galavanostatic mode for
frequency range of 3 kHz to 1 mHz with a 10 mA peak-to-peak sinusoidal perturbation.
The corresponding potential perturbation ranged from 0.04 mV at high frequency to 0.4

mV at low frequency. The frequencies were spaced in logarithmic progression with 10
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points per frequency decade. Impedance scans were conducted in auto-integration mode
with a minimum of 2 cycles per frequency measured. Each scan required 5 hours for
the Scribner system and 3 hours for the Gamry system. The difference in time required
can be attributed to differences in impedance settings. The long time required at lower
frequencies made measurements at these frequencies susceptible to being influenced by
nonstationary behavior.
3.2.3 Other Electrochemical Techniques

Linear sweep voltammetry (LSV)3!:32 was performed to measure the hydrogen
crossover through the membrane. In this experiment, the fuel cell was polarized in a
potential range of 0 to +0.4V in which all hydrogen present is assumed to be oxidized.
The fuel-cell test station was used for basic control of flow rate and temperature of
reactant gases, and the voltage scan was conducted with a Solaratron 1286 Potentiostat,
which was coupled with the test station. The experiment was performed in the two-
electrode configuration in which the anode was treated as a reference and the cathode was
treated as a working electrode. inductively coupled plasma-mass spectroscopy (ICP-MS)
was applied to estimate the platinum concentration® in the outlet water of the cathode of
the fuel cell.

Cyclic voltammetry was conducted to evaluate the electrochemically active surface

101,142,31 of the catalyst. The experimental setup discussed for the LSV was used for

area
this experiment. In this experiment, the fuel cell potential was swept both in forward
direction (0 to 0.8 V) and then in reverse direction (0.8 to 0 V). Results from these
techniques relevant to this work is presented in Chapter 5.
3.2.4 Surface Analysis

Several microstructural characterizations techniques were employed to study the
morphology, agglomeration, and oxidation state of elements in the catalyst and the

membrane of the MEA. Details of techniques used are presented in following section

though the results obtained are described in Chapter 5.
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3.2.4.1 Scanning electron microscope
The surface characteristic of the MEA was studied with the scanning electron

105,31 For sample preparation, a small portion from the center of the

microscope (SEM).
both fresh and used MEA was cut with sharp razor and the SEM images were taken with
the JOEL JSM 6400 available at MAIC in the University of Florida.
3.2.4.2 Transmission electron microscope

The TEM was used for atomic-scale micro-structural and chemical characterization
of the MEA.190:94.33 For sample preparation, a small portion from the center of the
both fresh and used MEA was cut with sharp razor and was embedded on epoxy resin
(Araldite 5002) for 48 hours at 60°C. Thin (90 nm) sections from the membrane-electrodes
interfaces were cut with a diamond knife on Reichert OMU3 ultramicrotome at room
temperature. The samples were mounted on Cu grid (mesh size 200) prior to TEM study.
More details on sample preparation can be found elsewhere.'®® TEM study was performed
with a JOEL JSM-2010F Field Emission Electron Microscope available at MAIC in the
University of Florida, which is equipped with an energy dispersive spectrometer (EDS) for
compositional analysis. The TEM micrographs were taken at 200 kV accelerating voltage
for several magnifications in bright field mode (transmitted electrons).
3.2.4.3 X-ray photoelectron spectroscopy

The XPS was used to inspect possible elements and compounds at the surface (5-
15 atomic layers) of the MEA. For sample preparation, a small portion (lem X lem of
thickness equivalent to MEA) from the center of the both fresh and used MEA was cut
with sharp razor and the XPS scans were taken with the PHI 5100 ESCA system by
Perkin-Elmer available at MAIC in the University of Florida. X-ray source was Mg anode
with a work function 4.8 eV. The emitted electrons were collected at 45 © with respect
to the sample. The sample was scanned at 300 watts power in energy range of 1000-0
eV (binding energy) with a step of 0.5 eV and 30 mSec/step. The survey (full scan) was

generated at pass energy 89.45 eV whereas narrow scans (high resolution) for several
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Figure 3-2: Polarization curves recorded with the 850C for an interdigitated channel as a
function of current densities at the cell temperature 40 °C. The anode and the cell tem-
peratures were set at 40 °C and the cathode temperature at 35 °C.
peaks were performed at pass energy of 22.36 eV. The atoms were assigned according to
binding energy of visible peaks and atomic composition of elements were evaluated by
relatives intensities of the peaks.
3.3 Results

Steady-state measurements (polarization curves) and impedance responses of the fuel
cell are presented as a function of different operating parameters.
3.3.1 Current Density as a Parameter

Impedance measurements were performed at several points along the polarization
curve presented in Figure 3-2. Two different trends in the impedance response were
observed. As shown in Figure 3-3, the impedance decreased with increasing current
density for low current density (i < 0.5 A/cm? ). As shown in Figure 3-3, the impedance
increased with increasing current density for high current density (i > 0.5 A/cm?). These
trends are consistent with changes in the slope of the polarization curve with current
density. It was found that the impedance was the lowest in case of intermediate current
followed by the lower current and the impedance was found the highest at the higher

current of the fuel cell, which was consistent with our previous findings.!%*
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Figure 3-3: Impedance responses collected with the 850C for an interdigitated channel
as a function of current densities at the cell temperature 40 °C. The anode and the cell
temperatures were set at 40 °C and the cathode temperature at 35 °C.
3.3.2 Temperature as a Parameter

The performance of the fuel cell as function of the cell temperature with an interdig-
itated flow channel was investigated and is presented in Figure 3-4. An increase in the
performance was observed with an increase in the cell temperature. Proton conductivity
of the membrane increases with temperature, other transport properties such as diffusiv-
ity, electroosmotic coefficient also increase with temperature, which could enhance the
performance at elevated temperatures.®!% The increase in the performance for the cell
temperature is also explained as the enhanced reaction rate due to increased temperature.?

The impedance response decreased with the temperature as shown in Figure 3-5,
which supported the better performance with an increase in the temperature.
3.3.3 Backpressure as a Parameter

Polarization curves and impedance measurements were obtained as functions of
the backpressure applied on the anode and cathode. Polarization curves generated as a
function of applied backpressure is presented in Figure 3-6(a). As evident in Figure 3-6(a),

the effect of the BP can be especially discerned at higher current densities (mass-transfer

region). It was observed that the performance improves by increasing BP from 30 to 40
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Figure 3-4: Polarization curves recorded as a function of cell temperature by the steady
state measurement with the 850C for H, as reactant at the anode and air as oxidant at
the cathode. The anode the cathode temperature at were fixed at 70 °C. The fuel cell was
assembled with a serpentine channel.
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Figure 3-5: Impedance responses as a function of temperature at 0.5 A /cm? collected with
the 850C with a serpentine channel.
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Figure 3-6: Cell performance as a function of backpressure. The measurements were con-
ducted with 850C for H, as reactant at the anode and air as oxidant at cathode. The
anode reactant stream and cell temperatures were set at 60 °C and the cathode reactant
stream temperature at 55 °C. The fuel cell was assembled with a serpentine channel; a)
polarization curve generated from the steady-state measurement; and b) impedance re-
sponse recorded at 0.1 A/cm?.
psi, but when BP was increased further (from 40 to 50 psi) a decrease in the performance
was recorded.

To explore further, the impedance responses as a function of applied backpressure
were measured at several steady-state points on the polarization curve. Impedance re-
sponse recorded at 0.1 A/cm?, 0.2 A/cm?, and 0.4 A/cm? are presented in Figures 3-6(b),
3-7(a), and 3-7(b) respectively. These current densities were chosen to be representative
of the kinetic, ohmic, and mass-transfer controlled regions of the polarization curve. It
was observed that the applied BP has no effect on the impedance response recorded in
kinetic region (as seen in Figure 3-6(b)) but the impedance responses at other regions
were affected by the applied backpressure. It was discerned that the impedance decreased
(better performance) as the BP was increased from 30 to 40 psi but, as it was increased
to 50 from 40, there was an increase in the impedance, which suggested that there could
a optimum backpressure for cell performance. The effect of the BP was not observed in

Ohmic region on the polarization curves, but, on the corresponding impedance spectra the

effect was evident.
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Figure 3-7: Cell performance as a function of backpressure. The measurements were con-
ducted with 850C for H, as reactant at the anode and air as oxidant at cathode. The
anode reactant stream and cell temperatures were set at 60 °C and the cathode reactant
stream temperature at 55 °C. The fuel cell was assembled with a serpentine channel; a)
impedance response recorded at 0.2 A/cm?; and b) impedance response recorded at 0.4
A/cm?.

Backpressure concentrates reactants at the electrode, which could affect physical
properties such as local surface tension leading to higher capillary rise and thus better
transport of reactants.'® However, at higher backpressure the performance would con-
trolled by electrode kinetics resulting in no enhancement of cell performance. In addition,
reactant crossover such as of hydrogen has been reported at enhanced backpressure,!®”
which can reduce the performance of the cell.

3.3.4 Hysteresis Behavior and Impedance Response

Galvanodynamic curves were measured in forward and reverse directions. The for-
ward and reverse directions of the resulting hysteresis curves are defined in the literature
to be the water-imbibition and the water-drainage cycles, respectively.'®® A hysteresis
curve obtained at 40 °C for a scan rate of 50 mA /30 s is presented in Figure 3-8(a). In the
hysteresis curve, the forward and backward scan directions were not distinguishable for
higher current densities due to multiple crossing of water-imbibition and water-drainage
cycles. The multiple crossing of the two cycles could be attributed to random movement of

water-droplets, which characterizes flooding to be a stochastic process. A zoomed picture

of the flooding region (high current density) is shown in Figure 3-8(b).
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Figure 3-8: Galvanodynamic curves recorded at a cell temperature of 40 °C using the
850C for Hy as reactant at the anode and air as oxidant at the cathode: a) hysteresis
curve for scan rate 50 mA /30 s; and b) the flooding region of the hysteresis curve.

Impedance response recorded for different current densities at 40 °C is presented
in Figure 3-9. The low-frequency impedance response at higher current densities has
significant scatter; whereas, the low-frequency impedance response at lower current
densities has comparatively less scatter. The enhanced disturbance in the low-frequency
impedance response at higher current densities may be attributed to stochastic processes
such as flooding. The scatter in the high-frequency portion of the impedance spectra
was unaffected by changes in current density. The size of the intermediate-frequency and
the low-frequency arcs increased with increased current which could, as suggested in the
literature,'? 157 be partially due to effect of flooding. Similar observations were recorded
at other temperatures. Figure 3-10(a) shows a hysteresis curve obtained at 50 °C, and the
corresponding impedance response is presented in Figure 3-10(b).
3.3.5 Time as a Parameter

The performance of the fuel cell was also investigated with time in term of polariza-
tion curves and impedance responses. As presented in Figure 3-11, the a sharp decrease
in the current density was observed with time especially apparent in the ohmic and mass
transport regimes of the polarization. Impedance response is presented in Figure 3-12,
overall increase in the impedance was recorded and also the different features in the

impedance spectra were observed.
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Figure 3-9: The measurement recorded with the 850C for H, as reactant at the anode and
air as oxidant at the cathode. The anode, the cathode and cell temperatures were set at
40 °C; a) hysteresis curve for scan rate 50 mA /30 Sec.; and b) impedance responses as a
function of current densities.

T T T T T T
1o} 1
0.4 . ; ; T T .
> 08} S~ ] 03} ]
Z
@ =
S 06} g 02} E
8 e
2 &
o 04} 4 ] -0.1F 4
N oo} 1
02 1 1 1 1 1 1
0.0 0.2 0.4 0.6 0.8 1.0
c tD ity / A 2 01F 1 1 1 1 1 1 1
urrent Density / A cm 0.00 0.15 0.30 0.45 0.60 0.75 0.90
Zr /Qcm’
(a) (b)

Figure 3-10: The measurement recorded with the 850C for Hy as reactant at the anode
and air as oxidant at the cathode. The anode, the cathode and cell temperatures were set
at 50 °C; a) hysteresis curve for scan rate 50 mA /30 Sec.; and b) impedance responses as
a function of current densities.
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Figure 3-11: Polarization curve generated from the steady-state measurement as a func-
tion of time with 850C for Hy as reactant at the anode and air as oxidant at cathode. The
anode reactant stream and cell temperatures were set at 40 °C and the cathode reactant
stream temperature at 35 °C. The fuel cell was assembled with a serpentine flow channel,
and a uniform porous GDL.
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Figure 3-12: Impedance responses collected as a function of times a function of time with
850C for H, as reactant at the anode and air as oxidant at cathode. The anode reactant
stream and cell temperatures were set at 40 °C and the cathode reactant stream temper-
ature at 35 C. The fuel cell was assembled with a serpentine flow channel, and a uniform
porous GDL.
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3.3.6 Flow Channel as a Parameter

The reactant flow channel design is one of the prominent factors that influences
mass-transport. Condensed water may be removed by gas flow. Thus, changes in reactant
flow channel design have been proposed to reduce the flooding. A comprehensive review of
various flow-field designs developed by researchers and companies has been reported in the
literature.!%? Several authors'4?:200-205 haye investigated performance of the fuel cell with
different flow channels and have reported better performance in case of an interdigitated
flow channel. Hsieh et al.?®° has reported better performance in case of an interdigitated
channel as compared with a serpentine flow pattern in the fuel cell although they have
proposed a new flow design. The better performance of the interdigitated flow channel
was interrelated as a result of convective flow promoted by the interdigitated flow design
which allowed a better utilization of catalyst.?°! The local concentration polarization due
to non-uniform distribution of reactants in a parallel flow pattern is possible reason of
less performance as compared to a serpentine channel in the fuel cell.2? The theoretical
study reported by Kazim et al.?°® has showed that the limiting current density of the
fuel cell with an interdigitated flow field was about three times the current density with a
conventional flow field.

In spite of the fact that the interdigitated flow field performs better, very limited
experimental studies have been published. Wang et al.* has presented a systematic
experimental study on the performance of the fuel cell with an interdigitated flow field
by investigating the effect of cell temperature, gas humidification, operating pressure
and reactant gas flow rates. The interdigitated flow field has advantage of convective
transport in addition of the diffusive and capillary transport in the conventional flow fields
though the pressure drop created between non-interconnecting inlet and outlet, promotes
flooding'*® because the pressure in downstream is low, which pose difficulty in removing

water. There have been several theoretical studies™ 7 15%207 pyblished to address the
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Figure 3-13: The configuration of the post flow channel.

problem of flooding in the interdigitated flow field though no experimental study has been
reported.

The performance of two conventional channels in term of polarization curves and
impedance spectra is presented in this section. In addition, a post flow channel design,
(shown in Figure 3-14) was proposed and performance of the new channel was compared
with the conventional channel. The polarization curves obtained for two channels from
steady-state measurement on the fuel cell is presented in Figure 3-14. The limiting
current obtained in the interdigitated flow channel was about double of the current
obtained for the serpentine flow channel, which confirmed the interdigitated channel
better performer. This observation was consistent with the reported literature.?°1:2%6 The
impedance response obtained for two channels in the fuel cell is presented in Figure 3-15.
The impedance spectra have general form consisted of one high-frequency capacitive
loop and one incomplete low-frequency inductive loop. The impedance in case of the
interdigitated flow channel was found a lot less than the serpentine flow channel for same
operating conditions.

The performance of the post channel was compared with the interdigitated channel
for similar conditions. A comparison of polarization curves are presented in Figure 3-16.
As seen in this figure, the open-circuit potentials were comparable in both channels;

however, a reduced performance was noticed in both Ohmic and mass transfer regimes of
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Figure 3-14: Polarization curves generated for two flow channels from the steady-state
measurement with the 850C for H, as reactant at the anode and air as oxidant at the
cathode. The anode and cell temperatures were set at 40 °C and the cathode temperature
at 35 °C. The fuel cell was assembled with a uniform porous GDL.
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Figure 3-15: Impedance responses collected with the 850C for two flow channels with the
850C for Hy as reactant at the anode and air as oxidant at the cathode. The anode and
cell temperatures were set at 40 °C and the cathode temperature at 35 °C. The fuel cell
was assembled with a uniform porous GDL.
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Figure 3-16: Polarization curves generated for the new and a conventional flow channels
from the steady-state measurement with the 850C for Hy as reactant at the anode and
air as oxidant at the cathode. The anode and cell temperatures were set at 40 °C and the
cathode temperature at 35 °C. The fuel cell was assembled with a uniform porous GDL.
polarization curve of the new channel. Lower performance in theses two regimes could be
ascribed to poor contact and water management issues in the new channel.

The impedance response of the new channel was also compared as presented in
Figure 3-17(b) for two channels. Higher high-frequency response (HFR) was registered
in impedance response of the new channel which could be imputed to higher contact
resistance in the new channel. Impedance response for current densities as parameter was
also collected for the new channel which is presented in Figure 3-17(a). It was observed
that impedance response especially at high current densities have exhibited much more
scattering. The scattering was much pronounced at low frequency portion which could be
possible consequences of water management issues i.e., flooding.

Based on investigations, it was concluded that the new channel design was worse than
the conventional channel in terms of performance, though the design may be treated as a
pseudo-1D channel. The following issues could have limited the performance of the new

channel:
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Figure 3-17: Impedance response of the new flow channel with 850C for H, as reactant
at the anode and air as oxidant at cathode. The anode and the cell temperatures were
set at 50 °C and the cathode temperature at 45 °C. The fuel cell was assembled with a
uniform porous GDL; a) impedance response generated for the new channel as a function
of current density; and b) impedance response recorded at 0.4 A/cm? for the two channels.
1. Contact resistance: The higher HFR manifested in impedance response of the
new channel could be ascribed to poor contact between the channel and the MEA.
2. Mass transport limitation: The low limiting current observed using the post
channel may be attributed to poor water management.

3. Flooding: Excessive noise discerned in the impedance response at higher current

densities could be attributed to stochastic processes such as flooding.

73



CHAPTER 4
ERROR ANALYSIS OF IMPEDANCE RESPONSE

The measurement-model-based error structure analysis of impedance data is pre-
sented in this chapter.
4.1 Introduction
Impedance spectroscopy is often used to characterize processes in fuel cells, including

144,208,209 are commonly seen

PEM fuel cells.!0%:64,1067108 T ow._frequency inductive features
in impedance spectra for the fuel cell (see, for example, Figure 3 reported by Makharia

et al.?®). Makhariaet al.?® suggested that side reactions and intermediates involved in
the fuel cell operation can be possible causes of the inductive loop seen at low frequency.
However, such low-frequency inductive loops could also be attributed to non-stationary
behavior, or, due to the time required to make measurements at low frequencies, non-
stationary behavior could influence the shapes of the low-frequency features. Impedance
spectra typically exhibit inductive features at high frequency, and some authors report
inductive loops at low frequencies. The high-frequency inductive features are understood
to be caused by instrument artifacts, but the interpretation of the low-frequency inductive
loops is less clear. While the low-frequency loops have been tentatively attributed to side
reactions,'® they could also be caused or influenced by nonstationary phenomena. The
objective of this part of the work was to use the measurement model concept!?* 127 to
assess the error structure of the impedance measurements taken for the fuel cell.

A recent impedance study reported by Makharia et al.?’® revealed a capacitive loop
at intermediate frequencies and an inductive loop at low frequency. The capacitive loop
was attributed to the response of electrochemical reactions occurring in the fuel cell,
and the inductive loops were tentatively attributed to side reactions and relaxation of
associated reaction intermediates. Their interpretation is consistent with that suggested

1.,'4* who proposed the presence of unspecified reaction intermediates.

by Antoine et a
They suggested that low-frequency inductive loops were a result of the relaxation of

adsorbed species involved in different steps of the oxygen reduction reaction. More
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Figure 4-1: Polarization curve generated from the steady-state measurement with 850C for
Hs as reactant at the anode and air as oxidant at cathode. The anode reactant stream and

cell temperatures were set at 40 °C and the cathode reactant stream temperature at 35
oC.

recently, Wiezell et al.}*®

considered a two-step hydrogen oxidation reaction and reported
low-frequency inductive loops. They have explained that the inductive loops were the
result of changing different factors such as water concentration, membrane thickness,
hydrogen pressure and the hydrogen oxidation kinetics. The influence of carbon monoxide
poisoning on platinum and platinum-ruthenium anodes was investigated using impedance
spectroscopy.'8”18 The reported impedance response exhibited low frequency pseudo-
inductive behavior which was attributed to a surface relaxation process of competitive
oxidation of hydrogen and carbon monoxide at the anode.

The inductive loops reported in the literature are typically seen at very low frequen-
cies, e.g., 1 mHz, at which system stationarity must be questioned. The objective of this
work was to use the measurement model developed by Agarwal et al.'?*'2" to determine
whether the low-frequency inductive loops were due to or influenced by non-stationary
behavior.

The time required to make the measurement at each frequency is shown in Figure
4-2. The long time required at lower frequencies made measurements at these frequencies

susceptible to being influenced by nonstationary behavior.
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Figure 4-2: The average time required for impedance measurement at each frequency.
The error bars associated with the standard deviation obtained from four experiments is
smaller than the symbols used in the figure.
4.2 Results

Representative impedance scans and error analysis are presented in this section. The
stochastic error structure obtained from replicated measurements was used to weight
subsequent regressions to assess consistency with the Kramers-Kronig relations. The
experimentally-determined stochastic error structure was also used to assess the quality of
the regressions and to calculate the confidence interval for model predictions.

[.124126 wwas applied to sets

The error analysis procedure described by Agarwal et a
of repeated impedance spectra. The procedure is illustrated in the subsequent sections
for five repeated impedance spectra, shown in Figure 4-3, collected at a current density of
0.2 A/cm? with the FC350.

4.2.1 Evaluation of Stochastic Errors

Following the procedure described by Agarwal et al.,'?> the measurement model
explained in equation (2-24) was fitted to each spectrum shown in Figure 4-3 using a
frequency-independent weighting. The number of parameters was constrained by the need
to have the same number of parameters for each spectrum and the requirement that no

parameter had a +20 (95.4 percent) confidence interval that included zero. Typically, 6

Voigt elements could be regressed to a spectrum. The standard deviation of the residual
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Figure 4-3: Five scans of impedance data collected at a current density of 0.2 A/cm? with
the FC350.

errors was used as an estimate for the standard deviation of the stochastic measurement
errors. The same procedure was applied to impedance measurements collected using the
Scribner 850C. The results are presented in Figure 4-4(a). Here, the comparison of results
of the error analysis is based on the impedance data collected at 0.2 A/cm? for both the
850C and the FC350.

The level of stochastic errors was very similar for the impedance collected using the
Gamry FC350 and the Scribner 850C. Standard deviations normalized by the modulus of
the impedance are presented in Figure 4-4(b). As shown in Figure 4-4(b), the noise level
of the measurements varied with frequency but was generally less than 0.3 percent of the
modulus.

A similar procedure was applied to determine the structure of stochastic errors in
impedance measurements collected at different currents along the polarization curve. For
a given system, an error structure model could be determined following the general model

210
L,

described by Orazem et a i.€.,

V| Z|?

Ry,

or = 05 = | Z;| + | Z:| + +0 (4-1)
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Figure 4-4: Comparison of error structures for the FC350 (filled symbols) and the 850C.
The o represents the standard deviation of the real part of the impedance, and the A
represents the imaginary part of the impedance. The dashed and solid lines represents
the empirical model of the error structure given by equation 4-1. a) standard deviations
in units of impedance; and b) standard deviations normalized by the modulus of the
impedance.
where R, is the current measuring resistor corresponding to a given current range and
«, B, 7, and J are constants determined for a given instrument and set of measurement
parameters. For the Gamry FC350, all adjusted parameters were equal to zero with the
exception of v = 0.679. For the Scribner 850C, all adjusted parameters were equal to zero
with the exception of & = 0.00213 and v = 0.679. Lines corresponding to equation (4-1)
are given in Figures 4-4(a) and 4-4(b). Equation (4-1) was used to weight subsequent
regressions to assess consistency with the Kramers-Kronig relations.
4.2.2 Evaluation of High-Frequency Bias Errors

In principle a complex fit of the measurement model could be used to assess the
consistency of impedance data. Sequential regression to either the real or the imaginary
parts was shown to provide greater sensitivity to lack of consistency.'?® The measurement
model approach developed by Agarwal et al.'?® was used to assess the consistency of
high-frequency data with the Kramers-Kronig relations. The Voigt model was fitted to the

real part of the measurement with a weighting based on the experimentally determined

stochastic error structure. The parameters so obtained were then used to predict the
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Figure 4-5: Regression of the Voigt model to the real part of the impedance corresponding
to the second of five scans given in Figure 4-3: a) fit to the real part of the measurement;
and b) prediction of the imaginary part. The o represents the experimental data, the
heavy solid line represents the measurement model fit, and the thin solid lines represent
confidence intervals.

imaginary part of the measurement, and a confidence interval for the prediction was
calculated based on the estimated confidence intervals for the regressed parameters.
Data that fell outside of the confidence interval were deemed to be inconsistent with the
Kramers-Kronig relations.

This process is illustrated in Figure 4-5 for the second impedance scan shown in
Figure 4-3. The fit to the real part of the impedance is given in Figure 4-5(a) where
the thin solid lines represent the confidence interval for the regression. The prediction
of the imaginary part of the measurement is given in Figure 4-5(b). The prediction
of the imaginary part of the impedance is excellent at intermediate frequencies, but a
discrepancy is seen in Figure 4-5(b) at both high and low frequencies. Regression to the
real part of the impedance generally provides fewer parameters than does regression to
the imaginary part. For this reason, the discrepancy seen at low frequencies was not
considered to be significant.!?® The discrepancy at high frequency is seen where the real
part of the impedance approaches asymptotically a finite value corresponding to a solution

resistance.
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Figure 4-6: Normalized residual errors for the regression presented in Figure 4-5: a) fit to
the real part, where dashed lines represent the +20 bound for the stochastic error; and b)
prediction of the imaginary part, where solid lines represent the 95.4% confidence intervals
for the model obtained by Monte Carlo simulations.

The discrepancy is seen more clearly in the plots of normalized residual error, given
in Figure 4-6(a) for the fitting errors and in Figure 4-6(b) for the prediction errors.
The normalization by the experimental value of the impedance causes the confidence-
interval lines shown in Figure 4-6(b) to tend toward +oo at the point where the imaginary
impedance changes sign. The analysis shows that the nine highest frequencies fell outside
the 95.4 percent confidence interval. These data were removed from the regression set.
The conclusion that these points were inconsistent with the Kramers-Kronig relations
is supported by the observation that the number of parameters that could be obtained
from a complex regression increased when the high-frequency data were removed. In other
words, deletion of data that were strongly influenced by bias errors increased the amount
of information that could be extracted from the data. The bias in the complete data set
induced correlation in the model parameters which reduced the number of parameters
which could be identified. Removal of the biased data resulted in a better conditioned

data set that enables reliable identification of a larger set of parameters.'?
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Figure 4-7: Detailed representation of impedance data showing the inconsistency observed
at high frequency: a) expanded view of Figure 4-5(b); b) expanded view of a Nyquist rep-
resentation (see Figure 4-3 for a complete spectrum). The filled symbols correspond to
data that were deemed inconsistent with the Kramers-Kronig relations.

A similar analysis was performed for the first and second measurements obtained
by both the FC350 and the 850C instruments. For all measurements, data measured
at frequencies above 1000 Hz were found to be inconsistent with the Kramers-Kronig
relations. These data were removed from the data used in subsequent regressions.

It is important to note that removal of data for which the imaginary impedance had
a positive value was not sufficient to eliminate inconsistency with the Kramers-Kronig
relations. As shown in Figure 4-7(a), the influence of the artifact extended well into the
domain in which the imaginary impedance had a negative value. The filled symbols in

Figure 4-7(a) correspond to data that were deemed inconsistent with the Kramers-Kronig

relations. The result may be seen as well in the Nyquist plot given as Figure 4-7(b).
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Figure 4-8: Regression of the Voigt model to the imaginary part of the impedance cor-
responding to the first of five scans given in Figure 4-3: a) fit to the imaginary part of
the measurement; and b) prediction of the real part. The o represents the experimental
data, the heavy solid line represents the measurement model fit, and the thin solid lines
represent confidence intervals.
4.2.3 Evaluation of Low-Frequency Bias Errors

To test the consistency of the impedance data at low frequency, the imaginary part
of the impedance data was fitted using a weighting strategy based on the empirical model
for error structure given as equation (4-1). The parameter set so identified was used to
predict the real part of the impedance. The confidence interval for the prediction was
obtained by a Monte Carlo simulation based on the confidence interval of the regressed
parameters. The procedure is described by Awarwal et al.!?°

The Voigt measurement model was regressed to the imaginary part of the impedance
data corresponding to the first scan of the impedance data presented in Figure 4-3. The
results, given in Figure 4-8(a), show that the measurement model could provide an
excellent fit to the imaginary part of the data, even at the low frequencies that revealed
inductive loops, characterized by positive values of imaginary impedance. The parameter
values obtained from regression to the imaginary part of the impedance were used to
predict the real part, as shown in Figure 4-8(b). The solid lines shown in Figure 4-8(b)

represent the upper and lower bounds of the 95.4 percent (20) confidence interval obtained
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Figure 4-9: Normalized residual errors for the regression presented in Figure 4-8: a) fit
to the imaginary part, where dashed lines represent the +2¢ bound for the stochastic er-
ror; and b) prediction of the real part, where solid lines represent the 95.4% confidence
intervals for the model obtained by Monte Carlo simulations.

for the model prediction. The low-frequency data that are outside the confidence interval
can therefore be considered inconsistent with the Kramers-Kronig relations.

A more precise view of the regression quality and the level of agreement with the
predicted values can be seen in plots of residual errors. The normalized residual error
for the regression to the imaginary part of the impedance is shown in Figure 4-9(a)
where the dashed lines indicate upper and lower bounds for the stochastic noise level
for the measurement. The dashed lines were calculated as +£20 where o was obtained
from equation (4-1). The normalization by the experimental value of the impedance
causes the dashed lines to tend toward 4oco at the point where the imaginary impedance
changes sign. The quality of the regression is indicated by the observation that the
residual errors for the regression fall within the noise level of the experiment. The
normalized residual errors for the predicted real value are shown in Figure 4-9(b), where
the solid line represents the upper and lower bounds of the 95.4 percent (20) confidence
interval obtained for the model prediction. A lack of agreement between predicted and

experimental values is seen for frequencies below 0.05 Hz. The data for the four lowest
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Figure 4-10: Normalized residual errors for the fit of the measurement model to the sec-
ond scan of impedance data presented in Figure 4-3: a) fit to the imaginary part, where
dashed lines represent the £20 bound for the stochastic error; and b) prediction of the
real part, where solid lines represent the 95.4% confidence intervals for the model obtained
by Monte Carlo simulations.

frequencies are seen to fall outside the confidence interval for the prediction. These points
can be described as being inconsistent with the Kramers-Kronig relations.

Similar bias error analyses were performed for subsequent impedance scans. Figure
4-10(a), for example, shows the normalized residual error for the imaginary part of the
second scan, and the Figure 4-10(b) shows associated predicted error in the real part
of the second scan. The agreement between predicted and experimental values is better
for the second scan, shown in Figure 4-10(b), than for the first, shown in Figure 4-9(b).
All data shown in Figure 4-10(b) fall inside the 95.4 percent confidence interval for
the prediction. The second and subsequent scans were found to be consistent with the
Kramers-Kronig relations.

The measurement model was also used to test the impedance data collected with
the 850C for consistency with the Kramers-Kronig relations. In this case as well, some
low-frequency data were found to be inconsistent with the Kramers-Kronig relations for

the first of a series of repeated measurements. All data in the second and subsequent

scans were found to be consistent with the Kramer-Kronig relations. The fit of the Voigt
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Figure 4-11: Regression of the Voigt model to the imaginary part of the impedance for
the second scan of the impedance data collected at 0.2 A /cm? with the 850C: a) fit to the
imaginary part of the measurement; and b) prediction of the real part. The o represents
experimental data, the thick solid lines represent the measurement model fit, and the thin
solid lines represent confidence intervals.
measurement model to the imaginary impedance data for the second scan of the series,
for example, is shown in Figure 4-11(a). The predicted value for the real part of the
impedance is compared to experimental values in Figure 4-11(b). The corresponding plots
of normalized residual error are given in Figures 4-12(a) and 4-12(b). The data were
found to be consistent with the Kramers-Kronig relations at all frequencies below 1000 Hz.
4.2.4 Impedance Response after Error Analysis

An example is presented in Figure 4-13 of the results of a complex regression of the
measurement model to a data set in which data were removed that were found to be in-
consistent with the Kramers-Kronig relations. The number of Voigt elements obtained by
the regression was increased from 6 to 8 by deleting the inconsistent data. The weighting
applied for the regression was based on the experimentally determined stochastic error
structure. The data were collected using the Scribner 850C at 0.2 A/cm?. The arrow in
Figure 4-13 shows the impedance estimated from the slope of the polarization curve at
the respective current density. The zero-frequency asymptote for the impedance can be

expected to be equal to the slope of the polarization curve at that current density so long
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Figure 4-12: Residual errors for the regression presented in Figure 4-11: a) fit to the imag-
inary part, where dashed lines represent the +20 bound for the stochastic error; and b)
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Figure 4-13: The results of complex regression of the measurement model to the second
scan of the impedance data collected at 0.2 A/cm? with the Scribner 850C. The o repre-
sents the experimental data and the solid line represents the measurement model fit.
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as the polarization curve is measured in such a way as to represent a steady-state behav-
ior. Kramers-Kronig-consistent low-frequency inductive loops were found at all current
densities for both instruments.

4.3 Discussion

The determination of error structure presented in this work involved two steps. In
the first, an estimate was obtained from replicated impedance scans for the standard
deviation of stochastic errors in the measurement. This error structure was used to weight
the regressions employed to check for consistency with the Kramers-Kronig relations.
Determination of the standard deviation of stochastic errors in the measurement can
be used to guide purchase of instrumentation or to guide selection of measurement
parameters. For the parameters selected here, the two impedance systems provided
comparable levels of noise.

The lack of consistency of high-frequency data with the Kramers-Kronig relations
was observed for all measurements. The inconsistency at high frequencies is likely due to
instrument and measurement system artifacts. As seen in Figure 4-7, the influence of the
artifact extended well into the domain in which the imaginary impedance had a negative
value. Removal of data with a positive imaginary impedance is not sufficient to eliminate
the influence of high-frequency instrument artifacts in impedance measurements.

The lack of consistency of low-frequency data with the Kramers-Kronig relations, seen
for the first impedance measurement in Figure 4-9(b), is likely associated with start-up
transients. As described in Section 3.2.2, impedance measurements were conducted after
repeated current-voltage cycling to hydrate the membrane. The first impedance scan
was then measured after the specified current had been set for thirty minutes and the
corresponding potential was stabilized. The impedance results indicate that the fuel cell
had not reached steady-state operation due perhaps to changes to the humidification of
the membrane and/or changes in consumption of reactants in the flow channels. The

second scan of the impedance data, see Figure 4-10(b), showed improved consistency
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of low-frequency data with the Kramers-Kronig relations. These data were collected
approximately after 3 hours of cell operation at the specified current.

The established start-up procedures,'? including stabilization of potential at a set
current, were not sufficient to ensure the steady-state condition. Impedance spectroscopy
is seen to be much more sensitive to the condition of the fuel cell. This work demonstrates
the utility of the measurement-model error analysis for identifying steady-state operation.

Not all low-frequency inductive loops were free of artifacts caused by nonstationary
behavior, but, once a steady-state operation was established, the low-frequency inductive
loops were found to be consistent with the Kramers-Kronig relations. The low-frequency
inductive loops in the fuel cell can therefore be attributed to the response of physical

processes occurring within the fuel cell.
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CHAPTER 5
INTERPRETATION OF IMPEDANCE RESPONSE

Impedance models were developed to interpret the impedance response presented in
Chapter 4. The models were formulated to account the fundamental processes of the fuel
cell. The model response were compared with the experimental results. The details of
ex-situ measurements used to support the proposed mechanism are presented in Chapter
6.

5.1 Introduction

In Chapter 4, the measurement model approach was used to demonstrate that, for the
fuel cell under steady-state operation, the low-frequency inductive loops were consistent
with the Kramers-Kronig relations. This work!?* demonstrated that, independent of the
instrumentation used, the low-frequency features could be consistent with the Kramers-
Kronig relations. Therefore, the low-frequency inductive loops could be attributed to
process characteristics and not to non-stationary artifacts.

The objective of this work was to identify chemical and electrochemical reactions that
could account for the low-frequency inductive impedance response and could therefore
be incorporated into mechanistic models for the impedance response of the fuel cell. The
model responses were compared to experimental results. Independent investigations were
also conducted to support the possibility of the formation of the intermediates identified
in the reaction mechanisms. The preliminary model development was reported in our
previous work.?!

5.2 Class of Model Development

Two classes of models, one with a cathodic reaction and intermediate involving
hydrogen peroxide formation, and other related to catalyst deactivation evoked by
platinum oxide formation, were considered in the work. More details about the reaction
mechanisms can be found in Section 2.3. Side reactions and intermediates involved in the
overall electrochemical reactions have been shown to result in low-frequency inductive

loops.?!? Kinetic models accounting for reaction intermediates were addressed in greater
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1213 and Epelboin et al.?'? Impedance response

detail in publication by Armstrong et a
for coupled reactions involving intermediate under potentiostatic control has been also
illustrated elsewhere.?!4
5.3 Model Framework

The development of impedance models for specific hypothesized reaction sequences
is presented in this section. The mass-transfer problem was simplified significantly
by assuming that the membrane properties were uniform, that issues associated with
flooding and gas-phase transport could be neglected, and that the heterogenous reactions
took place at a plane, e.g., the interface between the catalyst active layer and the the
proton exchange membrane. This preliminary approach does not account for the spatial
distribution of the catalyst particles in the catalyst layer, but this simplified treatment
is sufficient to explore the role of specific reaction on impedance features, such as the
low-frequency inductive loops.
5.3.1 Polarization Curve

The current density can be expressed as a function of electrode potential V', concen-

trations of reactants ¢;(0) at electrode surface, and surface coverage -, as

i= f(V,ci(0), ) (5-1)

The reactants and products were assumed to diffuse through ionomer agglomerates in
the catalyst layer. Concentrations of reactants and products at the reaction plane were
calculated from the bulk concentrations ¢;(00) and the mass-transfer-limited current

densities %, using

]

¢i(0) = ¢;(00) (1 — i (5-2)
where
i = %CZ(OO) (5-3)

0; is the diffusion film thickness, F' is Faraday’s constant, D; is the diffusivity of the

reactant through ionomer agglomerates in the catalyst layer, and n is the number of
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electron exchanged in the reaction. The steady-state surface coverage was calculated by
material balance of the intermediates involved in the proposed reaction mechanism.

The steady-state current for each reaction was calculated as function of overpotential
using the values of the steady-state surface coverage and concentrations. The total
steady-state current was calculated by adding current contributions from all participating
reactions at the cathode, and the total current at the anode was equated to the total
current from the cathode to calculate the anode overpotential 7,, i.e.,

1 i,

KHQCHQ(OO) (1 — gT—C>

Uim

(5-4)

where ET7C is the total cathode current, Ky, is the rate constant for the HOR defined as in
equation (5-18), cp, is the concentration of the hydrogen, and by, is the Tafel constant for

the HOR. The cell potential U was given by
U= Ueq. = Ne — (_77&) - ]Re (575)

where 7). is the cathode overpotential and R, is the frequency-independent ohmic resis-
tance.
5.3.2 Impedance Response

The Faradaic current density can be expressed in terms of a steady state contribution

i and an oscillating contribution i as
ir=1;+Re {’;f exp (jwt)} (5-6)

where j = \/—1, t is time, and w is the frequency in units of s™'. A Taylor series

expansion of equation (5-1) about the steady-state value yields

of
av

T

80@0

Zf:

]'03(0) +

] Ve (5-7)
Vici(0),vjk

where V ,¢i(0) and 7, were assumed to have small magnitudes such that the higher-order

o

ci(0),7 Vicj#i(0),7k

terms in the expansion can be neglected.
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An expression for ¢;(0) was found in terms of Zf using

8Ci

iy =nFD; 3 (5-8)
or
~ B iféi _ 1 B
A0 =FD, ( e;<o>) o

where 6.(0) represents the dimensionless gradient of the oscillating concentration 6 =

¢;/¢i(0). Under the assumption that mass transfer is through a Nernst stagnant diffusion

layer,
-1 tanh /7 K;
=2V (5-10)
0;(0) VIK;
where
wo?
K, == o-11
- (5-11)

The Faradaic current was calculated by summing contributions from all the reactions in
accordance with the reaction stoichiometry. The total current was found by summing the

interfacial charging current and the Faradaic current, i.e.,

dv
i=if+Cop (5-12)

where Cj is the interfacial capacitance. For a small-amplitude sinusoidal perturbation, the
total current was written as
Q=1+ jwCyV (5-13)

An analytical expression for impedance was calculated for each model using

U 1%
Z==%=R.+= (5-14)
1 1

where U is the cell potential, and V is the electrode potential.
5.4 Impedance Response for Proposed Reaction Mechanisms
The relationship between the fuel cell geometry and an equivalent circuit diagram

for proposed reaction sequences is presented in Figure 5-1, where the boxes represent
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membrane

Y
Cathode

Figure 5-1: A schematic representation of the relationship between the fuel cell geome-

try and an equivalent circuit diagram for proposed reaction sequences where the boxes
represent Faradaic impedances determined for specific reaction mechanisms.

Faradaic impedances that are to be determined for the specific assumed reaction mecha-
nisms. Three impedance models were investigated for the interpretation of low-frequency
inductive loops. Model 1 incorporates a single-step ORR at the cathode and a single-step
HOR at the anode. Model 2 treats hydrogen peroxide formation in a two-step ORR at the
cathode along with a single-step HOR at the anode, and Model 3 includes the single-step
ORR coupled with the platinum catalyst dissolution at the cathode along with a single-
step HOR at the anode. The literature suggests that the rate should be of the order of 3/2
with respect to proton concentration and of the order of 1 with respect to the oxygen con-

144 For the present work, the surface concentration of the proton was assumed

centration.
to be constant and was therefore incorporated into the effective reaction rate constant.
5.4.1 Model 1: Simple Reaction Kinetics

The ORR

Os + 4H' + 46~ — 2H,0 (5-15)
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was assumed to take place at the cathode. The steady-state current density expression

corresponding to this reaction was assumed to be

502 - _KO2602 (0) exXp (_b027702) (5716)

where Ko, = nFko,, ko, is the rate constant, n = 4 is the number of electron exchanged
in the reaction, by = oy F'/RT, oy is the apparent transfer coefficient for reaction k, R
is the universal gas constant, T' is absolute temperature, ¢(0) is the concentration at
electrode surface, n;, = V' — V., ;, n; is the surface overpotential, and V,, ; is the equilibrium
potential.
The single-step HOR
H, — 2H" + 2e~ (5-17)

was assumed to take place at the anode. The corresponding steady-state current expres-

sion was

sz - KH2EH2 (O) exp (sznH2) (5718)

where Ky, = nF'ky,, ku, is the rate constant, and n = 2.

The overall impedance was calculated as

1 1

Z = Re + 1 . + -1 .
(Rt7H2 + ZD7H2) + ]wCOJ a (Rt702 + ZD,OQ) + ]WCOJ &

(5-19)

where R, is the frequency independent ohmic resistance, Cy,. is the interfacial capacitance
at the cathode, Cy,, is the interfacial capacitance at the anode, R, o, is the charge-transfer

resistance for the ORR, i.e.,
_ -1
R0, = [Ko,€0,(0)bo, exp(—bo,To,)] (5-20)
Zp.0o, is the mass-transport impedance for the ORR, i.e.,

P 5o, —1
P02 ™ 0, (0)bo,4F Do, 6, (0)

(5-21)
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Ry, is the charge-transfer resistance for the HOR, i.e.,
Rt,HQ = [KH26H2 (O>bH2 eXp<bH2ﬁH2)} ! (5_22>

and Zp y, is the mass-transport impedance for the HOR, .e.,

P S, —1
P G, (0) b, 2F Dy, 6y, (0)

(5-23)
The term —1/6;(0) was given by equation (5-10). Equations (5-20-5-23) represent lumped
parameters that can be expressed in terms of parameters used to define the steady-state
polarization curve.

The impedance response for Model 1 can be expressed as the equivalent circuit shown
in Figure 5-2(a) for the anode where R, y, is given by equation (5-22) and Zp g, is given
by equation (5-23) and in Figure 5-2(b) for the cathode, where R; o, is given by equation
(5-20) and Zp o, is given by equation (5-21).

5.4.2 Model 2: Hydrogen Peroxide Formation

The ORR was assumed to take place in two steps in accordance to the reaction

scheme as discussed in the literature.® The first reaction
Oy + 2H' + 2~ — H,0, (5-24)
involves formation of hydrogen peroxide (HyO2) which reacts further to form water, i.e.,
Hy05 + 2H' + 2¢~ — 2H,0 (5-25)

Crossover of hydrogen to the cathode is reported to facilitate the reaction of oxygen and
hydrogen at the cathode, generating hydroxyl and hydroperoxyl radicals which react
further to produce hydrogen peroxide at the cathode.'® The hypothesis that HyO, may
be formed at the cathode of fuel cell is supported by the results of Inaba et al.”” They
reported that formation of peroxide by a two-electron path was favored over formation

of water by a four-electron path in ORR on nanoparticles of Pt supported on carbon at
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Figure 5-2: Equivalent circuit diagrams for proposed reaction sequences where the boxes
represent diffusion impedances or Faradaic impedances determined for specific reaction
mechanisms: a) anode for all models; b) cathode for Model 1; ¢) cathode for Model 2; and
d) cathode for Model 3.
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cathodic potential. While their work supports formation of peroxide at the cathode of

the fuel cell, peroxide formation at the anode is also possible due to O, crossover. A more
inclusive impedance model could be developed by accounting for peroxide formation at the
anode.

The steady-state current for reaction (5-24) can be expressed as

z02 = _K02602 (O) (1 - ’YH2O2) exXp (_b027702) (5726>

where Ko, = nFko, with the same notation defined for Model 1, n = 2, and 7,0, is the
fractional surface coverage of hydrogen peroxide. The current density corresponding to the

reaction (5-25) can be expressed as

gH2O2 = _KH2O2’7H202 eXp (_bH202nH202) (5727)

where Ky,0, = nFTky,0,, n = 2, and I' is the maximum surface coverage. The
electrochemical reaction at the anode was given as reaction (5-17), and the corresponding
current expression was given as equation (5-18). Diffusion of peroxide away from the
catalyst surface was ignored in the present work. Thus, the peroxide produced by reaction
(5-24) was subsequently consumed in reaction (5-25) to form water.

The overall impedance was calculated as

1 1
Z =R+ 7 . + R : (5-28)
Reyy +Zp 11, + jwCo,a  Zeg + T Fw—B + jwCy, ¢
where
1 1
Zet = + 5-29
! Rt702 + ZD,OQ Rt,HQOQ ( )
1 1 1 1
A= — - — - 5-30
|:(Rt,02 + ZD,OQ)<1 - 7H2O2> Rt,H2027H202:| |:Rt702 + ZD702 Rt’H202:| ( )

and

B=|; 1 | 5-31)

R0, + Zp,0.)(1 —Tmy0,)  Rina0.7m,0,
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In equation (5-29), R0, is the charge-transfer resistance for the first step of the ORR,
1.e.,

Rt,oz = [KOQEoz (O)b02 (1 - VHQOQ) eXp(_bOQWOQ)] - (5732)

Zp.o, 1s the mass-transfer impedance for the first step of the ORR, i.e.,

D02 = 502(0);;221?1)02 9;)_2(10) (5-33)
and Ry pn,0, is the charge-transfer resistance for the second step of the ORR, i.e.,
Ri 1,0, = [K1,0,b8,0, 71,0, eXp(—szozﬁHQOg)rl (5-34)
The steady-state surface coverage of the peroxide is given as:
T e00 = Ko,¢0,(0)bo, exp(—bo,7o,) (5-35)

K0,¢0,(0)bo, exp(—bo,7o,) + Kn,0,b1,0, eXP(—b1,0,71,0,)
Expressions for Ry, and Zpy, were given by equations (5-22) and (5-23), respectively,
as defined in Model 1.

The impedance response for Model 2 can be expressed as the equivalent circuit shown
in Figure 5-2(a) for the anode and Figure 5-2(c) for the cathode. The boxes in Figures
5-2(a) represent a diffusion impedance corresponding to transport of hydrogen, and the
boxes in Figure 5-2(c) represent the Faradaic impedances corresponding to the proposed

reaction sequence. The term Z, in Figure 5-1 is given by

1 1 \!
. = + 5-36
(Zoz ZH202) ( )

It should be emphasized that Zg, is not the sum of R, o, and Zp o, due to the surface

coverage. Similarly, Zy,0, cannot be considered to be a frequency-independent R, p,0,-
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5.4.3 Model 3: Platinum Dissolution
The platinum dissolution was assumed to occur by a reaction scheme similar to that

reported by Darling et al.,'° i.e., by an electrochemical reaction
Pt + HyO = PtO + 2H" + 2e~ (5-37)
in which PtO is formed, followed by a chemical dissolution reaction
PtO + 2H' — Pt™ + H,0 (5-38)

The model developed by Darling and Meyers resulted in an equilibrium oxide coverage
by PtO.1% A similar reaction scheme for Pt dissolution with PtO as an intermediate at
the cathodic potential of the fuel cell has also been reported by Dam et al.®! Also, Xu et
al.?'5 have reported two schemes for Pt oxidation at the cathode, both having PtO as an
intermediate.

The current density corresponding to reaction (5-37) was given by

gPt = KPt,f(l - ’YPtO) €xp (th,fTIPt,f) - KPt,b’YPto €xp (—th,bUPt,b) (5*39)

where Kpy = nFTkpy 5, Kpyp = nFkpyy, n = 2, I' is the maximum surface coverage, and
vpto is the fractional surface coverage by PtO. The dissolution of PtO was assumed to

occur according to

rpto = K37vpio (5-40)
and the corresponding material balance for the PtO was expressed as

0vpt0 _ ipy
ot 2F

= TPtO (5-41)

The formation of the platinum oxide was proposed to have an indirect influence on

the ORR at the cathode by changing the effective rate constant for the reaction. Thus,

K = Kpi + (Kpto — Kpt)Vpto (5-42)
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where Kp; is the rate constant on a platinum site and Kpip is the rate constant on a
platinum oxide site. The ORR was assumed to take place according to reaction (5-15)

with a steady-state current density given by

i0, = —KeiCo,(0) exp (—bo,n0,) (5-43)

where K¢ is defined by equation (5-42).

The overall impedance was calculated to be

1 1
Z=R.+—7 : + - : (5-44)
R+ Zpa, jwCo,a  Zeg + sFGor e T JwCo, ¢
where
1 1 1
Lo = + + 5-45
. Rio, +Zpo, Rpis Rpip ( )
Kpio — K 1 1 1 1
1 [0 = Kr) - () e
Kegbo, RPt,bet,f(l - 'tho) RPt,bth,WPto RPt,f RPt,b
and
1 1
B = — + — 547
RPt,bet,f(l - ’tho) RptpbpepVpio ( )
In equation (5-45), R0, is the charge-transfer resistance for the ORR, i.e.,
_ _ -1
Ri0, = [KetrCo,(0)bo, exp(—bo,7o,)] (5-48)
Zp.o, is the mass-transport impedance for the ORR, i.e.,
00 -1
ZD0y = — 2 - 5-49
P02 26,(0)b0,4F Do, 05, (0) (5-49)
Rpy 5 is the charge-transfer resistance for the forward reaction, i.e.,
_ _ -1
Rpyp = [Kpu,tbpo,s(1 = Tpio) exp(bp, fTipy 1 )] (5-50)
and Rpyy is the charge-transfer resistance for the backward reaction, i.e.,
_ _ ~1
Rpp = [KPt,bth,b’YPto eXp(—th,bUPt,b)] (5-51)
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The steady-state surface coverage of the platinum oxide is given as

Kpy,rbpe, g exp(bpe,s7py f)
Kpipbpi,p exp(bpe, fMpg ) + Kpipbpep exp(—bpippy ) + 2F K3

Ypto = (5-52)

Model 3 was derived for a general expression of K¢ as described in equation (5-42) but

for Kpio << Kpy, the expression for K.g reduces to

Keg = Kpi(1 — ypi0) (5-53)

which simplifies equation(5-46) to

1 1 1 1 1
A= |- - - - + > 5-54
(1 ="pi0)bo,  Bpesbpe (1 —Fpio) RPt,bth,b’VPt0:| (RPt,f Rpip (554
and equation (5-45) to
N _ -1

Rt,02 = [Kpt(l - VPtO)CO2 (O)boz eXP(—bozﬁoz)} (5755>

Expressions for Ry, and Zp n, were given by equations (5-22) and (5-23), respectively,
as defined in Model 1.
The impedance response for Model 3 can be expressed as the equivalent circuit shown

in Figure 5-2(a) for the anode and Figure 5-2(d) for the cathode. The term Z, in Figure

1 1\ !
7. = + —> 5-56
(ZOQ ZPt ( )

5-1 is given by

As was discussed for Model 2, the surface coverage of PtO influences the impedance
contributions of Zp, and Zpy.
5.5 Results
The experimental results of the steady-state and impedance measurements are
discussed in this section and compared to the impedance response generated by the three

mechanistic models discussed in previous sections.
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Figure 5-3: Electrochemical results obtained with Hy as reactant at the anode and air
as oxidant at the cathode. The anode and cell temperatures were 40 °C, and the cathode
temperature was 35 °C. a) Polarization curve; and b) impedance response with current
density as a parameter.
5.5.1 Experimental Polarization and Impedance Results

The polarization curve for the fuel cell is presented in Figure 5-3(a). The cell response
is strongly influenced by reaction kinetics at low current densities. The influence of the
Ohmic potential drop is evident at intermediate current densities, and the mass-transfer
limitations are evident at large current densities.

To explore the behavior of the fuel cell, the impedance was measured at several
points on the polarization curve. Typical impedance spectra are presented in Figure
5-3(b) for current densities chosen to be representative of the kinetic, ohmic, and mass-
transfer controlled regions of the polarization curve. The impedance spectra have a
general form consisting of one high-frequency capacitive loop and one incomplete low-
frequency inductive loop. Similar inductive loops were reported by Makharia et al.?%®
for small current densities in which kinetic limitations dominate. The present work
demonstrates that similar low-frequency inductive loops can be observed for all regions of
the polarization curve.

5.5.2 Model Response Analysis
Equations (5-19), (5-28), and (5-44) provide mathematical expressions for the

impedance response of a fuel cell associated with the reaction mechanisms described in
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Table 5-1: Parameters used to calculate the impedance response corresponding to Models

1, 2, and 3.

Parameters Model 1 | Model 2 | Model 3
Doy, mZ/s | 4x 101 [4x 10T [4x 101
Dy,, m?/s 4x107 | 4x 107 | 4x107°

Dy,0,, m?/s - 4x 1071 -
5, m 1x1076 | 1x107 | 1x10°°
R., Qcm? 0.135 0.135 0.135
Cy, F 0.212 0.212 0.212
by,, V1 65 40 40
boz, V1 27 27 45
br,0,, V! - 15 -
bps, V-1 - - 14
Ky,, Acm/mol 0.55 1.34 1.35
Ko,, Acm/mol 961.9 10900 10900
KH202, A/IﬂOl - 1900 -
Kpy, Acm/mol - - 6.2
Kpo, Acm/mol - - 0.01
K3, mol/s - - 0.01
Kpt,f,A/mOI - - 0.01
KPt,b7 A/cm2 - - 0.01

the previous sections. These models were compared to the experimental polarization

and impedance data. The method employed was to calculate the polarization curve that
matched closely the experimental results and then to use the same parameters to estimate
the impedance response at different currents. Direct regression was not employed as the
model does not account explicitly for the non-uniform reaction rates along the length of
the serpentine flow channels.

Model parameters are presented in Table 5-1. Constant values were assumed for the
interfacial capacitance, ionic resistance in the catalyst layer, membrane resistance, and
oxygen permeability through ionomer agglomerates in the catalyst layer. When appro-
priate, numerical values were taken from the literature.* The impedance response for all
simulations corresponded to a frequency range of 10 kHz to 0.001 mHz. Calculations at

low frequency were used to explore more fully the low-frequency inductive features.
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Figure 5-4: Polarization curve generated by Model 1 for 40 °C using parameters reported
in Table 5-1 and compared with the experimental data presented in Figure 5-3(a).
5.5.2.1 Model 1

The polarization curve generated from Model 1 is compared to experimental data in
Figure 5-4. The parameters used to generate the polarization curve were then used to
calculate the impedance response. The results for an intermediate-current (0.2 A/cm?) are
compared in Figure 5-5 to the experimental data. The impedance response for Model 1
consisted of one compressed capacitive loop with a straight-line portion at high frequency.
Similar impedance spectra have been reported in the literature.!°":6%216 The capacitive
arc can be attributed to the single-step ORR at the cathode. The straight-line portion
at the higher frequencies can be attributed to mass transport impedance associated with
diffusion of oxygen. Model 1 provides a reasonable representation of the capacitive loops,
but cannot account for the inductive loops seen at low frequency.

The inability of Model 1 to account for the low-frequency inductive loops is seen more
clearly in Figures 5-6(a) and 5-6(b), where the real and imaginary parts of the impedance
are presented, respectively, as functions of frequency. Model 1 provided similar agreement

to the experimental results at both lower and higher current densities. Thus, the model
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Figure 5-5: Impedance response for 0.2 A /cm? generated by Model 1 for 40 °C using pa-
rameters reported in Table 5-1 and compared with the experimental data presented in

Figure 5-3(b).
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Figure 5-6: Impedance response for 0.2 A/cm? generated by Model 1 for 40 °C using pa-
rameters reported in Table 5-1; a) real part of the impedance of the model response com-
pared with the experimental data presented in the Figure 5-3(b); and b) imaginary part of
the impedance of the model response compared with the experimental data presented in

Figure 5-3(b).
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Figure 5-7: Polarization curve generated by Models 2 and 3 for 40 °C using parameters re-
ported in Table 5-1 and compared with the experimental data presented in Figure 5-3(a).
that accounts for only the hydrogen oxidation and oxygen reduction reactions cannot
explain the inductive behavior at low frequencies.
5.5.2.2 Models 2 and 3

The polarization curves generated with Models 2 and 3 are presented in Figure 5-7.
The presence of the side reactions in the model has little discernable influence on the
polarization curve because these reactions are assumed to be taking place at a low rate
as compared to the dominant hydrogen oxidation and oxygen reduction reactions. The
relative contributions of the different reactions at the cathode are shown in Figure 5-8.
As shown in Figure 5-8(a), the two reduction steps in Model 2 contributed equally to the
total current because the desorption/loss of peroxide was not considered in the model
development. The contribution to total current by platinum dissolution shown in Figure
5-8(b) was found to be negligible as compared to oxygen reduction.

The impedance response for the model with the hydrogen peroxide formation (Model
2) consisted of one high-frequency capacitive loop and one low-frequency inductive loop.
The impedance response for the model accounting for platinum dissolution (Model 3)

also consisted of one high-frequency capacitive loop and one low-frequency inductive
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Figure 5-8: Relative contributions of two reactions to total current at the cathode: a)

Model 2; and b) Model 3.
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Figure 5-9: Impedance response for 0.05 A /cm? generated by Models 2 and 3 for 40 °C us-
ing parameters reported in Table 5-1 and compared with the experimental data presented
in Figure 5-3(b).

loop. A comparison between the model and experiment is presented in Nyquist-format

in Figure 5-9 for current densities in the kinetically controlled part of the polarization
curve. The real and imaginary parts of the impedance are presented as functions of
frequency in Figures 5-10(a) and 5-10(b), respectively. Similar results are shown in
Figures 5-11, 5-12(a), and 5-12(b) for the intermediate current density and in Figures
5-13, 5-14(a), and 5-14(b) for high current densities. Impedance measurements are much

more sensitive than polarization curves to the presence of minor reactions. Both Models 2
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Figure 5-10: Impedance response for 0.05 A/cm? generated by Models 2 and 3 for 40
°C using parameters reported in Table 5-1: a) real part of the impedance of the model
response compared with the experimental data presented in Figure 5-3(b); and b) imagi-
nary part of the impedance of the model response compared with the experimental data

presented in Figure 5-3(b).
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Figure 5-11: Impedance response for 0.2 A/cm? generated by Models 2 and 3 for 40 °C us-
ing parameters reported in Table 5-1 and compared with the experimental data presented

in Figure 5-3(b).
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Figure 5-12: Impedance response for 0.2 A /cm? generated by Models 2 and 3 for 40 °C us-
ing parameters reported in Table 5-1: a) real part of the impedance of the model response
compared with the experimental data presented in Figure 5-3(b); and b) imaginary part of
the impedance of the model response compared with the experimental data presented in

Figure 5-3(b).
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Figure 5-13: Impedance response for 0.3 A/cm? generated by Models 2 and 3 for 40 °C us-
ing parameters reported in Table 5-1 and compared with the experimental data presented

in Figure 5-3(b).
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Figure 5-14: Impedance response for 0.3 A/cm? generated by Models 2 and 3 for 40 °C us-
ing parameters reported in Table 5-1: a) real part of the impedance of the model response
compared with the experimental data presented in Figure 5-3(b); and b) imaginary part of
the impedance of the model response compared with the experimental data presented in

Figure 5-3(b).
and 3 were found to be capable of yielding low-frequency inductive loops at all portions of
the polarization curve.
5.6 Discussion

The inductive loops seen in low-frequency impedance measurements for the fuel cell
have gained recent attention in the literature. Several explanations have been proposed.
Models for impedance response are not unique, and many models can lead to specific
features such as the low-frequency inductive loops described in the present work. The
influence of carbon monoxide poisoning on the anode kinetics has been invoked by several
authors.106: 119,187,122 The cathode kinetics were limiting in the configuration employed
in the present experiments, which used a symmetric platinum loading. In addition, the
anode and cathode gases used were rated ultra-pure, so the influence of carbon monoxide
could be excluded for the present experiments. Wiezell et al.'*>2!7 have proposed that
non-uniform water transport in the anode could lead to low-frequency inductive loops due
to the influence of water on the anode kinetics. Such an explanation does not apply for

the present experiments as they were dominated by cathode kinetics.
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Figure 5-15: Fractional surface-coverage of the intermediates plotted a) as a function of
cell potential; and b) as a function of current density.

Several authors have proposed that the low-frequency inductive loops could be
attributed to relaxation of adsorbed intermediates species associated with cathodic
reactions.?%%144:209 The present work shows that cathodic reactions involving formation
of peroxide intermediates and reactions involving formation of PtO and subsequent
dissolution of platinum can result in low-frequency inductive loops. An interesting aspect
of Model 3 is that the inductive loop is controlled by formation of PtO. The corresponding
low-frequency inductive loops can be seen even at very low rates of Pt dissolution. These
interpretations are supported by a growing number of articles in the recent literature
describing evidence of peroxide formation and platinum dissolution under normal PEM
operating conditions.’7>9698,93,90,99

Models based on proposed reaction hypothesis can be used to gain insight into the
reaction mechanism. For example, Models 2 and 3, respectively, invoked surface coverage
by peroxide and PtO. The surface coverage predicted by these models is presented in
Figures 5-15(a) and 5-15(b) as function of potential and current density, respectively. As
shown in Figure 5-15(a), the fractional coverage of the intermediates in both the models

increased with the increase in the cell potential. The presentation in Figure 5-15(b) as
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a function of current density shows that the fractional coverage of the intermediates
decreases with increasing current.

The models presented in the present work, while based on plausible reaction mech-
anisms, are ambiguous. Both the reactions involving adsorbed peroxide and formation
of PtO were capable of predicting the low-frequency inductive loops observed in the
impedance response of the fuel cell. This work demonstrates the need to couple the
impedance measurements with supporting experiments to identify the reactions taking
place within the system.?'® Experimental results can be found in the literature that

support both reaction mechanisms.
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CHAPTER 6
RESULTS OF EX-SITU ANALYSIS

The evidence of the intermediates proposed for the model development in Chapter 5
is presented in this chapter.

6.1 Introduction

PEM fuel cells are electrochemical reactors that convert chemical energy into elec-
trical energy. These are promising energy converters in the 21*" century because of their
pollution free characteristic and high power density; however, several issues unresolved
which have limited commercialization of this technology on a large scale. Durability and
low performance is one of the issues which could arise from several factors such as side
reactions and intermediates invloving peroxide formation,” ® catalyst deactivation evoked
by platinum oxidation and dissolution,!® catalyst support loss due to carbon corrosion,'*
water management issues including flooding, and drying!? etc.

In Chapter 5, analytic impedance models were derived from consideration of specific
reaction sequences proposed to take place in the fuel cell.?!* Two class of models, one with
side-reaction and intermediate involving hydrogen peroxide formation, and other related
to catalyst deactivation evoked by platinum oxide formation, were considered in the work.
Both the models were capable of predicting the low-frequency inductive loops observed in
the impedance response of the fuel cell. The models presented in the work, while based on
plausible reaction mechanisms, are ambiguous. The work demonstrated the need to couple
the impedance measurements with supporting experiments to identify the reactions taking
place within the system.

The object of this work was to perform experiments which may provide an evidence
of the proposed reaction mechanisms. The surface characteristic and morphological de-
tails of catalyst particles of the MEA was studied with the scanning electron microscope
(SEM).101:31 The TEM was used for atomic-scale micro-structural and chemical charac-
terization of the MEA.100:94:33 XPS (X- ray Photoelectron Spectroscopy) was utilized to

study oxidation state of metals (platinum in catalyst layer). The XPS was used to inspect
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possible elements and compounds at the surface (5-15 atomic layers) of the MEA. The
performance of the fuel cell was also investigated with time in form of polarization curves
and impedance responses. ICP-MS (Inductively Coupled Plasma-Mass Spectroscopy) was
applied to estimate platinum concentration® in effluent water of the fuel cell.

6.2 Experimental

The experimental system and the impedance instrumentation used are presented in
this section.

6.2.1 Materials and Chemicals

The membrane electrode assembly (MEA) (purchased from Ion Power, Inc., New
Castle, DE) employed 0.0508 mm (2 mils) thick Nafion N112 with catalyst layers of
about 0.025 mm on both sides of the membrane. The active surface area was 5 cm?.

The catalyst layers were platinum supported on carbon with a Pt catalyst loading of 0.4
mg/cm? on both the anode and the cathode sides. The gas diffusion layer (GDL) used
has an an effective thickness of 0.284 mm, and was made of carbon cloth with uniform
macro-pores. The flow channel used was serpentine in configuration. The material of

the flow channel was graphite with the outlet lower than the inlet to facilitate removal

of condensed water. A torque of 45 inch-pounds was applied to the fuel cell assembly.
Hydrogen gas was used as fuel and a 79% Ny and 21% O, mixture was used as oxidant.
Compressed Ny, was used to purge the fuel cell before and after experiments. A Barnstead
E-Pure Water System with an ion resistivity of 14.9 MQcm was used as a source of
deionized water delivered to the anode and the cathode humidifiers.

An 850C fuel-cell test station (supplied by Scribner Associates, Southern Pines, NC)
was used to control reactant flow rates and temperatures. The test station was connected
to a computer by an interface for data acquisition. The gas flows were humidified to 100
percent relative humidity at the respective temperatures. The hydrogen flow rate was

0.1 liters/min, and the air flow rate was 0.5 liters/min. The maximum stoichiometry
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for hydrogen and air was 1.5 and 2.5, respectively, and the cell was operated at the
fully-humidified condition.
6.2.2 Electrochemical Impedance Measurements

Impedance measurements were performed with the 850C fuel-cell test station, which
contains an electronic load and impedance measurement capability. All electrochemical
measurements were performed with a two-electrode cell. The anode was used as a pseudo-
reference electrode. The impedance measurements were conducted in galvanostatic
mode for a frequency range of 10 kHz to 5 mHz with a 10 mA peak-to-peak sinusoidal
perturbation. The corresponding potential perturbation ranged from 0.04 mV to 0.4 mV.
The perturbation amplitude selected was the largest amplitude that did not cause visible
distortions in low-frequency Lissajous plots. The frequencies were spaced in logarithmic
progression with 10 points per frequency decade. Impedance scans were conducted in
auto-integration mode with a minimum of 2 cycles per frequency measured.
6.2.3 Aging Protocol for the Samples

The fresh sample was analyzed as received from the vendor. The aged sample was
used in the fuel cell for a period of 3 months operating at various steady current loads for
9 hours/day of a total period of 600 hours.
6.2.4 Surface Analysis

Several microstructural characterizations techniques were employed to study the
morphology, sintering, and oxidation state of elements in the cathode catalyst layer of the
MEA.
6.2.4.1 Scanning electron microscope

For sample preparation, a small portion from the center of the both fresh and used
MEA was cut with sharp razor and the SEM images were taken with the JOEL JSM 6400

available at MAIC in the University of Florida.
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6.2.4.2 Transmission electron microscope

The TEM study was performed with a JOEL JSM-2010F Field Emission Electron
Microscope available at MAIC in the University of Florida, which is equipped with an
energy dispersive spectrometer (EDS) for compositional analysis. The TEM micrographs
were taken at 200 kV accelerating voltage for several magnifications in bright field
mode (transmitted electrons). Samples were prepared following procedure reported
in literature.'® A small portion from the center of the both fresh and used MEA was
cut with sharp razor and was embedded on epoxy resin (Araldite 5002) for 48 hours at
60°C. Thin (90 nm) sections from the membrane-electrodes interfaces were cut with a
diamond knife on Reichert OMU3 ultramicrotome at room temperature. The samples were
mounted on Cu grid (mesh size 200) prior to TEM study.
6.2.4.3 X-ray photoelectron spectroscopy

The XPS was used to inspect possible elements and compounds at the surface
(5-15 atomic layers) of the MEA. For sample preparation, a small portion from the
center of the both fresh and used MEA was cut with sharp razor and the XPS scans
were taken with the PHI 5100 ESCA system by Perkin-Elmer available at MAIC in the
University of Florida. X-ray source was Mg anode with a work function 4.8 eV. The
emitted electrons were collected at 45 © with respect to the sample. The sample was
scanned at 300 watts power in energy range of 1000-0 eV (binding energy) with a step of
0.5 eV and 30 mSec/step. The survey (full scan) was generated at pass energy 89.45 eV
whereas narrow scans (high resolution) for several peaks were performed at pass energy
of 22.36 eV. The atoms were assigned according to binding energy of visible peaks and
atomic composition of elements were evaluated by relatives intensities of the peaks.

6.3 Results

The results obtained from the surface analysis of the cathode surface, and supporting

observation obtained from electrochemical response, and efluent analysis are presented in

this section.
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6.3.1 Microstructural Characterization

The full-scan XPS spectra is presented in Figure 6-1. It was discerned that the peak
intensities of F, C was reduced in the used sample whereas the intensities of Pt and O
were enhanced. The amount of carbon could decrease due to corrosion and enhanced
amount of oxygen can be ascribed to surface oxidation of Pt in electrodes. An increase
in the elemental composition of Pt and O was noticed in the used MEA, which could
support the formation of PtO in the used MEA. A peak of PtO was detected in the
spectra of used sample was recorded in during XPS investigation as shown in Figure 6-2.
The analysis of spectra presented in Figure 6-2 were performed by 11 point, 2nd order,
Savitsky-Golay smoothing followed by a Shirley background subtraction. This set the
ends of the spectrum to a zero baseline and then the spectra were normalized. The two
spectra were imported obtained from clean Pt(100) and 3 ML (monolayer) of atomic
oxygen on Pt(100) from data presented by Shumbera et al.??® XPS data does indicate
oxide formation in the 1 to 3 ML range.

It is worth noting that the Pt 4f shoulder from the 3 ML oxide is small because the
electron kinetic energy for that peak is large ( 1300 eV) when using a laboratory X-ray
source which may be due to reduced surface sensitivity at lower binding energy.

TEM was applied to study agglomeration of catalyst particles; high-resolution TEM
monograms presented in Figure 6-3 have showed bigger Pt particle size in case of used
MEA as compared to fresh one. In the TEM images of cross-section of MEAs migration
of Pt particles from cathode-membrane interface to membrane was observed. The TEM
image of cross-section of fresh and used MEAs are presented in Figure 6-4. Changes in
interface of the catalyst-membrane were evident.

The decrease in the surface area could be due to combined effect'® of (i) metal
catalyst cluster agglomeration or (ii) loss of support particles and metal cluster from
the catalyst layer. Due to weak bonding of platinum particles with the carbon support,

the formation of agglomerates of the catalyst particles are possible. The decreased
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Figure 6-1: Full-scan XPS spectrum of the used sample generated at pass energy 89.45
eV. XPS scans were taken with the PHI 5100 ESCA system by Perkin-Elmer available at
MAIC in the University of Florida. X-ray source was Mg anode with a work function 4.8
eV. The sample was scanned at 300 watts power in energy range of 1000-0 eV (binding
energy) with a step of 0.5 ¢V and 30 mSec/step.
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Figure 6-2: High resolution performed at pass energy of 22.36 eV of the XPS spectra

on Pt peaks. XPS scans were taken with the PHI 5100 ESCA system by Perkin-Elmer
available at MAIC in the University of Florida. X-ray source was Mg anode with a work
function 4.8 eV. The sample was scanned at 300 watts power in energy range of 1000-0 eV
(binding energy) with a step of 0.5 eV and 30 mSec/step.
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Figure 6-3: TEM images of cathode surfaces. TEM study was performed with a JOEL
JSM-2010F Field Emission Electron Microscope available at MAIC in the University of
Florida. The TEM micrographs of cathode surfaces were taken at 200 kV accelerating

voltage in bright field mode; a) fresh sample; and b) used sample.
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(a) (b)

Figure 6-4: TEM images of cross-section. TEM study was performed with a JOEL JSM-
2010F Field Emission Electron Microscope available at MAIC in the University of Florida.
The TEM micrographs were taken at 200 kV accelerating voltage in bright field mode;; a)
fresh sample; and b) used sample.

surface area has also been attributed to the platinum dissolution and redepositing at the
catalyst/ectrolyte interface.'” The migration of the platinum particles to the membrane
interface has also been reported.”* Once the catalyst particle has migrated into the
membrane, it would lose the electrical contact from the catalyst layer, which could also
cause the loss of the electrochemical active surface area.

The SEM images of MEA cross sections are presented in Figure 6-5, in which the
morphology changes in the interface of electrode-membrane can be clearly seen. Change
in surface features was observed in the SEM images of surface the fresh (Figure 6-5(a))
and the used (Figure 6-5(b)) catalyst layer. These type of changes have been described as
mud-cracking and surface erosion and have been explained as a result of catalyst particle
or recast Nafion ionomer loss from the catalyst surface due to particle dissolution.'!
6.3.2 Effluent Analysis

ICP-MS was used to analyze the efHuent from the cathode of the fuel cell under

operation at different points along the polarization curve. A trace amount of Pt was
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Figure 6-5: SEM micrographs of cathode cross-section were taken at 15 kV accelerating
voltage. The cross-section of the both fresh and used MEA was cut with sharp razor and
the samples were coated with Au-Pd; a) fresh sample; and b) used sample.

estimated at a level of 15 ppb for the used sample against 6 ppb for blank sample.

This result is in consistent with the literature. Xie et al. have also observed Pt in the
cathode efluent by ICP-MS, and have attributed this result to Pt dissolution.!%:1% The
dissolution is consistent with reaction scheme proposed by Darling et al.!’ which supports
the formation of the platinum oxide as an intermediate.

6.3.3 Electrochemical Response

The performance of the fuel cell was also investigated with time in form of polariza-
tion curves and impedance responses. As presented in Figure 6-6, the a sharp decrease
in the current density was observed with time especially apparent in the ohmic and mass
transport regimes of the polarization.

The impedance response obtained at 0.2 A/cm? is presented in Figure 6-7. An overall
increase in the impedance was recorded and also the different features in the impedance
spectra were observed. The effect of the microstructural changes due to deactivation of
the catalyst layer can be related to the observed performance loss in the polarization
curve and higher impedance seen for the used sample. Furthermore, interfacial capacitance
was estimated for the impedance data presented in Figure 6-7 following the procedure

described in Chapter 8. The interfacial capacitance for the fresh sample was found as
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Figure 6-6: Polarization curve generated from the steady-state measurement for different
time with 850C for Hy as reactant at the anode and air as oxidant at cathode. The anode
reactant stream and cell temperatures were set at 40 °C and the cathode reactant stream
temperature at 35 °C. The fuel cell was assembled with a serpentine flow channel, and a
uniform porous GDL.
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Figure 6-7: Impedance responses collected at at 0.2 A/cm? as a function of times a func-
tion of time with 850C for a function of time for Hy as reactant at the anode and air as
oxidant at cathode. The anode and the cell temperatures were set at 40 °C and the cath-
ode temperature at 35 °C. The fuel cell was assembled with a serpentine flow channel, and

a uniform porous GDL.

0.078 against 0.045 F/cm? for the used sample. The observed decrease in the interfacial

capacitance can attributed to decrease in electrochemical area due to processes such as

PtO oxide formation.

123

P T
35 4.0 45




CHAPTER 7
DETECTION OF ONSET OF FLOODING

Impedance spectroscopy in conjunction with the measurement model analysis
was used to gain an insight into the problem of flooding which adversely affects the
performance of the fuel cell. The approach demonstrates how the stochastic character
of flooding may be exploited to detect onset of flooding without the need to regress
impedance spectra. The research presented has potential to give guidelines for efficient
fuel-cell operation.

7.1 Introduction

Flooding increases the resistance associated with the gas diffusion layer and may
even block flow channels, reducing the availability of oxygen.!*® Condensed water may be
removed by gas flow. Thus, changes in reactant flow channel design have been proposed to
reduce the flooding.

The object of the present work was to explore how the stochastic character of flooding
can be exploited to improve sensitive of impedance spectroscopy to detect onset of
flooding. Impedance measurements were performed as a function of different parameters
such as current density, temperature, and time. A comprehensive model for base-level
noise in impedance measurements for normal conditions (non-flooded) was developed by

a measurement model analysis,!?4 125,221,222, 194

and stochastic errors were also assessed by
transient fixed-frequency measurements. A comparison of the actual noise to the base-level
noise was used to detect onset of flooding.
7.2 Results

The influence of flooding on the operation of the fuel cell was investigated us-
ing impedance spectroscopy. The results of frequency scan and single-frequency time-
dependent measurements are presented in following sections.
7.2.1 Impedance Response

A typical impedance response is presented in Figure 7-1 with current density as a

parameter. The size of the intermediate-frequency and the low-frequency arcs increased

124



T v T T T T !
40 Hz 14 Acm?
- o . cm -
0.1 GEQ]ODODOO.OOOOOO
& n o]
~ 5@ DD 0.4
g ARt e e 0
G 1.0
N- 0O0F 4 o13s E
0.01 kHz
" 1 " 1 1 1 1
0.00 0.10 0.20 0.30 0.40 0.50
Z1Q cm’

Figure 7-1: Impedance data recorded with the 850C with applied current density as a
parameter. The anode, cathode, and cell temperatures were set to 50 °C.
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Figure 7-2: Impedance data recorded with the 850C with applied current density as a
parameter. The anode, cathode, and cell temperatures were set to 70 °C.

with increasing current density, an effect which was suggested in the literature!®!7 to be
due partially to flooding. The impedance spectra were relatively smooth for low current
densities; however, the spectra have significant scatter at higher current densities where
flooding was probable. The scatter was particularly evident at low frequency, where

the spectra show jumps in value which may be associated with removal of condensed
water. Similar results were observed at other temperatures. The impedance measured

at 70 °C is presented in Figure 7-2 with current density as a parameter. Here also the
impedance data have greater degree of scatter at higher current densities, and this scatter

is particularly evident at lower frequencies.
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Figure 7-3: Single-frequency Impedance measurements recorded at 0.1 Hz, 70 °C, and 1.4
A/cm? as functions of time: a) real part; and b) imaginary part.
7.2.2 Stochastic Error in Impedance Response

The standard deviations of the stochastic errors were estimated from both impedance
spectra and single-frequency transients for dry, flooded, and non-flooded conditions.
7.2.2.1 Sensitivity to flooding

The impedance was recorded as a function of time for different current densities and
fixed-frequencies. For example, the real and imaginary parts of impedance at 0.1Hz and
1.4 A/cm? are presented as functions of time in Figures 7-3(a) and 7-3(b), respectively.
The standard deviations in the impedance data were calculated using a moving average
method to account for the systematic changes shown in Figure 7-3. The standard devia-
tions for the real and imaginary parts of the impedance response are presented in Figure
7-4(a) for a measured frequency of 100 Hz and in Figure 7-4(b) for a frequency of 1 Hz.
At low frequencies, Figure 7-4(b), the standard deviation of the real part of the impedance
is clearly larger than that of the imaginary part. The solid line given in Figure 7-4 rep-
resents the model value for the standard deviation, developed in a subsequent section for
non-flooded conditions.

The standard deviations for the real part of the impedance are presented as a

function of current density in Figure 7-5 for frequencies of 0.1, 10, and 100 Hz. The
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Figure 7-4: The standard deviation of the single-frequency Impedance measurements

recorded at 1.4 A/cm? and 70 °C as functions of time: a) at a frequency of 100 Hz; and b)
at a frequency of 1 Hz (as presented in Figure 7-3). The solid line represents the empirical

model developed for the error structure given by equation (7-1).
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current density with frequency as a parameter for cell operation at 70 °C.
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stochastic errors in the impedance increased with increasing current density, in particular
for the lower frequencies of 0.1 and 10 Hz. The standard deviation at lower frequencies are
higher than that at higher frequencies for any given current density.

The statistical nature of the error structure may be used to explain the larger
standard deviation observed at larger current densities. As shown in Figure 7-4(b),
the standard deviation of the real part of the impedance at 1 Hz was much higher as
compared to imaginary part. The results presented in Figure 7-4(a) indicate that at
100 Hz, the standard deviation of real and imaginary parts of the impedance were also
unequal, but the imaginary part of the impedance seems to have the larger standard
deviation. For causal systems which satisfy the Kramers-Kronig relations, the standard
deviation in the real and imaginary parts should be equal.??* The literature indicates
that, at low frequencies, the real part of the impedance is more sensitive to flooding;'% 116
therefore, the higher standard deviation of the real part of the impedance observed at low
frequencies may be attributed to onset of flooding.
7.2.2.2 Baseline error structure

To establish a baseline error-structure model for the standard deviation of impedance

measurements in the absence of flooding, a measurement model analysis!?4 125221194 o

s
applied to a large set of replicated impedance data. The measurement model was used
to filter small systematic changes from one measurement to the other. The standard
deviations for impedance response recorded at 0.4 A/cm?, presented in Figure 7-6, were
smaller than those observed at both larger and at smaller current densities. The real and
imaginary parts of the impedance were statistically indistinguishable at all frequencies,
in agreement with expectations for data that are consistent with the Kramers-Kronig
relations.

The model for error structure developed in previous work for a broad variety of

electrochemical and electronic systems!®*21% did not provide a good representation of

the error structure presented in Figure 7-6. The failure of the general model to apply
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Figure 7-6: Standard deviations for the impedance data obtained at a current density of
0.4 A/cm?. The solid line represents the empirical model developed for the error structure
given by equation (7-1). The dashed lines represent the asymptotic behavior of the model
at high and low frequencies.

to the present data was attributed to differences in the parameters used to make the

measurement. An empirical model was found to follow the form
or =0;=C+ | Zr max |(af_b) (7-1)

where a = 9 x 1075, b = 0.695, and ¢ = 3.5 x 107°. The model can be rationalized by
examination of the standard formula for propagation of stochastic errors, which can be

written for impedance as
oz o 0Z
oar +ovlgay!

I

0y =0} (7-2)

where AI, and AV are perturbations in current, and potential respectively, and Z is the

impedance given as
AV

7z —="
Al

(7-3)

129



T T T T T T -0.0010 —r T T T
0.366 |- %% - A N
@) N A AN % A
o -0.0012 } ™~ .
o é%@% MAA A 2R AAA AA AA é‘gﬁﬁ
g 0364 [ @@g‘i@ e N VS NS
o (&) A A AAALDD A A
c @%; c -0.0014 |- AAAA &XZAAAA VNV N A AT
= o m AAD A
- A A VA A
N~ 0362} %@% N AL A
S -0.0016 |- A A .
O%é AN
0360 1 2 1 2 1 1 i 1 1 1 1 1 1 1 1 1 1
0 100 200 300 400 0 100 200 300 400
Time /s Time /s

(a) (b)

Figure 7-7: Impedance measurement recorded at 0.4 A/cm? and 1 Hz as functions of time
at 70 °C: a) real part; and b) imaginary part.

Equation (7-2) can be written as

5 AV 5 1

oy = UI[E]Z Uv[E]Q (7-4)
or
o L g o [—]2 (7-5)
27 AL VIAT
For galvanostatic modulation at fixed amplitude, equation (7-5) takes the form
o7 = B|Z|+C (7-6)

where C', and B are constants.

The error structure identified for impedance spectra can be compared to that
obtained for single-frequency transient measurements such as presented in Figure 7-7
for impedance data collected at 0.4 A/cm? and 1 Hz. The standard deviations for the
real and imaginary parts of the impedance response are presented in Figure 7-8(a) for
a measured frequency of 100 Hz and in Figure 7-8(b) for a frequency of 1 Hz. The error
structure model represented by equation (7-1) is in good agreement with the standard
deviations obtained by transient single-frequency measurements. At 100 Hz, Figure 7-

8(a), the standard deviation of the real and imaginary parts of the impedance are equal;
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Figure 7-8: The standard deviation of the single-frequency Impedance measurements
recorded at 0.4 A/cm? and 70 °C as functions of time: a) at a frequency of 100 Hz; and b)
at a frequency of 1 Hz (as presented in Figure 7-7). The solid line represents the empirical
model developed for the error structure given by equation (7-1).

however, as shown in Figure 7-8(b), the standard devaitions for real and imaginary parts
are not equal at a frequency of 1 Hz. This result suggests that, even at a current density
of 0.4 A/cm?, where the error structure was the smallest, some flooding may be taking
place.

Equation (7-1) provided a good representation of the impedance error structure
obtained at a current density of 0.4 A/cm? under a broad variety of conditions. The error
structure for the impedance response collected at different temperatures is presented in
Figure 7-9(a) and the influence of anode/cathode back-pressure is explored in Figure
7-9(b). The model provided a good representation of the error structure for all cases
considered in Figure 7-9. Accordingly, equation (7-1) was used to represent the base-level
standard deviation for measurements unaffected by drying or flooding conditions.
7.2.2.3 Detection of flooded conditions

Impedance spectra were obtained at different current densities. The standard
deviations obtained at larger current densities are compared in Figure 7-10 to the values

obtained at 0.4 A/cm?. The standard deviations obtained for current densities of 1.0 and

131



3
10 3 e Ao )

o 10 cm?

T
Real Imaginary

10° E

il Al U il Al
o A 40°C Real Imaginary
C) A 50°C o A P=0.0barg

S A P=275barg

Figure 7-9: Standard deviations for the impedance data obtained at a current density of
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Figure 7-10: Standard deviations for the impedance data obtained at a current densities
of 0.4, 1.0, and 1.4 A/cm?. The solid line represents the empirical model for the error
structure given by equation (7-1).
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parameter.

1.4 A/cm? are clearly larger than that predicted by equation (7-1). The discrepancy may
be attributed to stochastic processes within the cell such as associated with flooding.

The standard deviations presented in Figure 7-5 were normalized by the base-
stochastic errors level calculated using the error structure presented by equation (7-1).
The result for the real part of the impedance is presented in Figure 7-11. As shown in
Figure 7-11, the standard deviation of the impedance data increased with an increase in
the operating current. The increased noise levels are seen at a frequency of 100 Hz as well
as at lower frequencies. At large current densities and at low frequencies, the standard
deviation calculated for the real part of the impedance was more than 20 times that
obtained in the absence of flooding. The standard deviation of the imaginary part of the
impedance had no clear dependency on flooding. The standard deviation of the real part

particularly at low frequency, however, can be used to detect onset of flooding.
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Figure 7-12: The impedance data recorded using the MEA with a uniform GDL. The
anode, the cathode, and cell temperatures were set at 50 °C.

Similar experiments and analysis were performed on the MEA with a uniform GDL.
The impedance response is presented in Figure 7-12 with current density as a parameter.
The scattering at higher current densities was more evident than observed for experiments
using the non-uniform GDL. Transient single-frequency impedance measurements were
used to obtain the standard deviations for real and imaginary parts of the impedance.
The standard deviation for the real part of the impedance is presented in Figure 7-13 as
a function of current density for frequencies of 0.1, 10, and 100 Hz. The base-line error
structure model used to normalize the data was calculated at a current density of 0.2
A/cm?.
7.2.2.4 Detection of dry conditions

The stochastic errors for small current densities are shown in Figure 7-14 for the
MEA with a non-uniform pore distribution. The empirical model given by equation (7—
1) provided a good description for the behavior at a current density of 0.4 A/cm?, but
the observed errors are much larger for lower current densities where dry conditions are
anticipated. This result is consistent with the experimental observations of Schneider et

155 who report impedance scans with large scatter at low frequencies for dry conditions.

al.
The standard deviation of the real part particularly at low frequency, however, can be

used as well to detect the presence of dry conditions.
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7.3  Discussion

Due to its influence on mass transfer and kinetics, the onset of flooding in the fuel cell
can be identified by a decrease in cell potential at fixed current or a decrease in current
at fixed potential. Similarly, the onset of flooding can be identified by an increase in the
cell impedance. In the present work, the increase in the low-frequency cell impedance
associated with flooding was on the order of 10 percent. The increase of 10 percent in the
cell impedance was accompanied by an increase in the standard deviation of the real part
of the impedance by 2000 or 3000 percent.

The increase in stochastic errors in the impedance measurement can be attributed to
the random character of the flooding process in which droplets of water are formed and
then removed by gas flow. In fact, the increase in stochastic errors provides verification
that the increased cell impedance was at least partially due to flooding. Impedance
spectroscopy has been shown to provide a more sensitive assessment of cell condition
than steady-state measurements of cell potential and current. The difficulty with using
impedance directly to detect flooding is that a baseline value for the impedance must be
established in the absence of flooding. This baseline must, however, change with time due
to systematic changes to catalyst and membrane properties that are not associated with
flooding. Thus, a baseline established when a cell is first commissioned will not be valid
throughout the lifetime of the cell.

In contrast, the model given by equation (7-1) for the standard deviation of the
impedance should be affected largely by instrumental settings, and, so long as the
impedance is measured in the same way, a baseline established for the standard devia-
tion of impedance measurements in the flooded condition should be valid throughout the
lifetime of the cell. In addition, the change in the standard deviation of the measurement
caused by flooding is 100 times larger than the corresponding change in the value of the
impedance. Thus, assessment of the standard deviation of impedance measurements will

provide a more sensitive indicator for the onset of flooding in a PEM fuel cell.
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Figure 7-15: Normalized standard deviations for the real part of the impedance measured
at 0.1 Hz for fuel cells containing two different MEAs as a function of current density. The
experiments for the uniform MEA were performed at 50 °C, and the experiments for the
nonuniform MEA were performed at 70 °C.

The standard deviation of the impedance measurements were sensitive to the prop-
erties of the MEA used in the experiment. A comparison of the normalized standard
deviations for the real part of the impedance is presented in Figure 7-15 with GDL prop-
erties as a parameter. The experiments for the uniform MEA were performed at 50 °C,
and the experiments for the nonuniform MEA were performed at 70 °C. The normalized
standard deviation increased at lower current densities for the GDL with a uniform pore
distribution. The value was closer to unity over a broader range for the GDL with a
nonuniform pore distribution. The results are consistent with the observation that a larger
maximum current density could be obtained with the nonuniform GDL. Micro-macro
porous GDLs are reported to provide better water management.* % The increase in

normalized standard deviation at low current densities observed for the non-uniform GDL

is likely due to drying of the membrane.'®*!? Similar experiments were not performed for

the uniform GDL.
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CHAPTER 8
EVALUATION OF INTERFACIAL CAPACITANCE

Graphical methods were used to extract values of CPE parameters and interfacial
capacitance from impedance data collected on a PEM fuel cell. The impedance data
were recorded as a function of current density, time, temperature, backpressure, and
flow channel and gas diffusion layer design. The value of the interfacial capacitance was
reduced when the cell was operated under dry or flooded conditions. The interfacial
capacitance decreased with time over a timescale consistent with the approach to a steady
state. In addition to providing an insight into physical processes, the parameters obtained
from graphical methods can be used for model reduction when regressing impedance
data. The methodology presented can be applied to any electrochemical system on which
impedance measurements can be conducted.

8.1 Introduction

Use of CPE parameters is frequent, though parameters estimated by fitting circuit
models to impedance data are not unique. The object of this work was to use the graph-
ical methods described by Orazem et al.??* to evaluate the influence of operation and
design parameters on the interfacial capacitance of a PEM fuel cell. The transient behav-
ior of CPE parameters was also investigated. The parameters obtained by the graphical
methods were used to explore processes such as flooding, drying, and catalyst deactivation
in the fuel cell.

8.2 Results

Typical impedance results are presented in Figure 8-1 with current density as a
parameter. The measurement model developed by Agarwal et al.'24125:221:222 was ysed to
analyze the error structure of the impedance data.'®#2?> As shown by Roy and Orazem,'%
data collected above a frequency of 1 kHz were inconsistent with the Kramers-Kronig
relations. This inconsistency was attributed to instrumental artifacts. Once a steady
operation had been achieved, the data collected at frequencies as low as 1 mHz were found

to be consistent with the Kramers-Kronig relations. Data found to be inconsistent with
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Figure 8-1: Impedance response recorded at 70 °C with current density as a parameter.
The fuel cell was assembled with a non-uniform GDL and an interdigitated flow channel.
the Kramers-Kronig relations were removed from the data set used for further analysis.
For the transient measurements obtained at 0.02 A/cm? (see Figure 8-11), the data at
frequencies above 500 Hz were inconsistent with the Kramers-Kronig relations. For all
other measurements, the data were consistent with the Kramers-Kronig relations at
frequencies below 1 kHz.
8.2.1 Application of Asymptotic Graphical Analysis

CPE parameters were estimated for data found to be consistent with the Kramers-
Kronig relations using the graphical methods illustrated by Orazem et al.??* The CPE
exponent a was calculated from the slope at high frequency of a logarithmic plot of the
absolute value of the imaginary part of the impedance as a function of frequency, shown
in Figure 8-2(a)). The resulting value of « is presented in Figure 8-2(b) as a function of
current density. An increase in a was observed with an increase in current density.

Given the value of a presented in Figure 8-2(b), the CPE coefficient Qe could be

calculated from

—1
Qe = sin(—

SRACIIIG (8-1)
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Figure 8-2: Representation of the graphical analysis of the data presented in Figure 8-1
to obtain the CPE exponent a: a) the magnitude of the imaginary part of the impedance
as a function of frequency with current density as a parameter; and b) CPE exponent
obtained from the slope of part (a) at high frequencies.

as proposed by Orazem et al.,?**

where Z; is the imaginary part of the impedance, and
f is the frequency in units of Hz. The value of Qg is presented in Figure 8-3(a) as a
function of frequency with current density as a parameter. The frequency dependence of
the apparent CPE coefficient, evident at frequencies below 50 Hz, is caused by Faradaic
and transport processes. Faradaic and transport processes have negligible influence at
higher frequencies. The value of Q). was obtained by estimating the high-frequency
asymptote of Figure 8-3(a) by calculating the average of the 10 values at the highest

frequencies.

The interfacial capacitance Ceg was calculated by

1

Ceff = [QeﬂRi_a] o (872)

158

as derived by Brug et al.,””® where R, is the electrolyte resistance calculated from the

high-frequency part of the impedance data presented in Figure 8-1. In a comparison

d?? and Brug et al.,'”® Huang et al.'™

of expressions developed by Hsu and Mansfel
found that equation (8-2) provided an excellent assessment of interfacial capacitance for
systems for which the CPE behavior originated from nonuniform current and potential

distributions along the electrode surface. Values of interfacial capacitance Cey obtained
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Figure 8-3: Representation of the graphical analysis of the data presented in Figure 8-1
to obtain the CPE coefficient Q. and the interfacial capacitance Coi: a) CPE coefficient
obtained from equation (8-1); and b) the interfacial capacitance obtained from equation
(8-2).

from equation (8-2) are presented in Figure 8-3(b) as functions of current density. A
decrease in Co was observed with increasing current density.

To investigate the influence of the state-of-health (drying and flooding) of the fuel
cell, similar analyses were performed over a broader range of current densities and as
a function of time. The corresponding values obtained for Q.g are presented in Figure
8-4 with time as a parameter. The CPE coefficient Q¢ was significantly lower at small
current densities, where localized drying of the MEA could be expected due to reduced
production of water at the cathode coupled with redistribution by electro-osmosis. The
CPE coefficient was also reduced at large current densities which are associated with
flooding. The largest value of Q¢ was found at intermediate current densities. At all
current densities for which the effect of time on Q).g was explored, the value of Qg
decreased with time.

The corresponding values for interfacial capacitance Cig, obtained from equation
(8-2), are presented in Figure 8-5 as a function of current density with time as a pa-
rameter. The behavior of the interfacial capacitance was consistent with that found for
the CPE coefficient. It should be noted, however, that the numerical value for interfacial

capacitance reported in Figure 8-5 is significantly different from the numerical value of the
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Figure 8-4: CPE coefficient Q¢ as a function of current density with time as a parameter.
The impedance data were obtained under the conditions described for Figure 8-1.
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conditions described for Figure 8-1.
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Figure 8-6: Electrochemical parameters obtained for the data presented in Figures 8-4 and
8-5 as a function of current density with time as a parameter: a) CPE exponent «; and b)
Ohmic resistance R..

CPE coefficient presented in Figure 8-4. The values of Q¢ are 4 to 10 times larger than
the values of Ceg.

The difference between the values of Q. and Ceg is closely related to the values
obtained for the CPE exponent « presented in Figure 8-6(a). At high and low current
densities, o approaches values close to 0.8. In these regions, Q¢ is about 4 times larger
than Ceg. At intermediate current densities, o has values near 0.6, and Q.g is about 10
times larger than Ceg. The Ohmic resistance, shown in Figure 8-6(b), also plays a role
in calculation of capacitance from equation (8-2). A significant increase R. was observed
at drying and flooding conditions. The observed increase in R, at drying and flooding
conditions are consistent with observations reported by Barbir et al.!®?

8.2.2 Effect of Operating Parameters

The influence of temperature on the impedance measurements is presented in Figure
8-7 for data obtained at a current density of 0.5 A/cm?. The impedance was smaller at
elevated temperatures, suggesting improved cell performance. The procedure described in

the previous section was used to obtain the interfacial capacitance presented in Figure 8-8

as a function of system temperature. An increase in interfacial capacitance was observed
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Figure 8-7: Impedance response recorded at a current density of 0.5 A /cm? with system

temperature as a parameter. The experimental system was the same as described in Fig-
ure 8-1.
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Figure 8-8: The interfacial capacitance Ceg, obtained from equation (8-2), as a function of
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Figure 8-9: The interfacial capacitance Ceg, obtained from equation (8-2), as a function
of backpressure applied for both the cathode and the anode. The impedance data were
recorded at 0.7 A/cm? at 70 °C. The experimental system was the same as described in
Figure 8-1.

at elevated temperatures, which may account partially for the better performance at
higher temperatures.

A similar investigation of the influence of backpressure was performed. The resulting
interfacial capacitance, obtained from equation (8-2), is presented in Figure 8-9 as a
function of backpressure applied for both the cathode and the anode. The impedance data
were recorded at 0.7 A/cm? at 70 °C. A significant increase in interfacial capacitance was
observed with an increase in the backpressure from 0 to 2 barg. Subsequent increases in
backpressure resulted in only small increases in interfacial capacitance.

8.2.3 Effect of Design Parameters

Impedance data recorded with different combinations of flow channels and gas-
diffusion layers were also analyzed to estimate the interfacial capacitance as presented in
Figure 8-10. The interfacial capacitance for MEAs assembled using a gas diffusion layer
with a nonuniform pore distribution was significantly larger than that obtained for MEAs
assembled using a gas diffusion layer with a uniform pore distribution. This difference

may be attributed to the improved water management properties of the gas diffusion

145



o777

A -A \Q O-0.....
0.15 |- Sa . -
. “o.
N .
) O ..
€ 012} © .
(@] ..
N , o
— -- O-- non-uniform GDL, Interdigitated
= 0.09 | /- -%--uniform GDL, Interdigitated .
@) O --A--non-uniform GDL, Serpentine
."*5
006F o -y _
- x
003 | | | | | M | M | M |

00 02 04 06 08 10 12 14

Current Density / A cm™

Figure 8-10: Interfacial capacitance as a function of current density for different combina-
tions of flow channels and gas-diffusion layers. The impedance data were recorded at 70

°C.
layer with a nonuniform pore distribution. The influence of flow channel design was much
less significant. For MEAs assembled using a gas diffusion layer with a nonuniform pore
distribution, the interfacial capacitance was larger for the interdigitated flow channel
as compared to the serpentine flow channel. The observation that the value of Cot was
found to be larger when using a gas diffusion layer with a nonuniform pore distribution
is consistent with the observation that these systems yielded a larger limiting current
density.
8.2.4 Transient Behavior

To explore the influence of time, sequential impedance spectra were recorded for a
variety of operating conditions. The resulting interfacial capacitance is reported in Figure
8-11 as a function of time with operating and system condition as a parameter.

The interfacial capacitance decreased with time for all impedance data, but the
dependence on time was smaller than was observed with current density. The decrease

in the interfacial capacitance can be attributed to the slow approach to steady state
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Figure 8-11: Interfacial capacitance as a function of time with operating and system con-
dition as a parameter. The impedance data were recorded at 70 °C using an MEA with a
non-uniform GDL.

operation, as reported by Roy and Orazem.'** The rate of decrease was smallest for
current densities least affected by flooding (0.2 A/cm? for the serpentine flow channel

and 0.4 A/cm? for the interdigitated flow channel). The interfacial capacitance was
smallest for the system affected by localized drying (0.02 A/cm? for the interdigitated flow
channel). The interfacial capacitance was somewhat smaller for the system affected by
flooding (1.0 A/cm? for the interdigitated flow channel).

The corresponding values of CPE exponent « are presented in Figure 8-12. The CPE
exponent increased with time for all impedance data and had values that ranged between
0.57 and 0.8. The value of a was largest for the systems most likely to be affected by
flooding or drying.

8.3 Discussion

System parameters are typically obtained from impedance data by regression of
models. Accordingly, the value of the parameters obtained depend on the suitability of
the model and on the quality of the regression. The graphical methods employed in the
present work provide information that is limited to the high-frequency portion of the

spectrum, where the Faradaic and transport processes do not influence the impedance
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Figure 8-12: CPE exponent « Interfacial-capacitance as a function of time corresponding
to the results presented in Figure 8-11.

response. The advantage of the graphical methods employed here is that the parameter
values do not depend on the suitability of the model and on the quality of the regression.
The values of the CPE parameters () and « can be obtained unequivocally; however, the
relationship between these parameters and the interfacial capacitance requires a model.
The formulas developed by Brug et al.??” were found to give good accounting for 2-D
distributions.!™ A similar verification has not been provided for 3-D distributions, though
the Brug formula has been invoked to describe the relationship between CPE parameters
and 3-D distributions in oxides.??

The values of o was found in the present work to range between 0.57-0.8, which is
consistent with the value of 0.8027 reported by Fouquet et al.'® The value of a can be
expected to result from a combined lateral distribution, associated with the distribution
of current and potential along the flow channels and between land and channel areas, and
an axial distribution associated with the porous character of the MEA. The decreased
value of « at low and high current densities may be attributed to increased heterogeneity
created by drying or flooding, respectively. Correspondingly, a decrease in the value of Ceg

was found under conditions associated with drying and flooding. The calculated interfacial
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capacitance is usually scaled to electrochemical active surface area of catalyst.??? A
decrease in effective surface area of roughly 60 percent was found under drying conditions,
and a decrease of roughly was found under flooding conditions.

The higher value estimated for the interfacial capacitance could contribute to the
improved performances of the fuel cell at elevated temperature? and elevated operating
pressure.!?® The sensitivity of interfacial capacitance to poor water management accounts
for the small values of capacitance when using a uniform GDL. The capacitance was
larger when using a micro-macro porous GDL, which is reported to provide better water
management.%* % The sharp decrease in C.g at low current densities observed for the
non-uniform GDL is likely due to drying of the membrane.'*!? Similar experiments were
not performed for the uniform GDL. The observation of a higher value of the interfacial
capacitance for the interdigitated flow channel is consistent with observation of higher
current densities and better fuel cell performance as compared to the serpentine flow
channel 200,206,207 A moderate decrease in the value of Ceg with time was observed.

The observed decrease in the interfacial capacitance can be converted into an equivalent
decrease in the electrochemical active surface area with time, which could be due to the

slow approach to steady-state operation.!?*
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CHAPTER 9
CONCLUSIONS

An integral approach comprised of error analysis, model interpretations and valida-
tions based on impedance response of the fuel cell was employed to investigate factors
influencing performance and lifetime. Use of impedance techniques was also explored to
gain an insight into the problem of flooding, drying in the fuel cell. The conclusions are
presented in the following sections.

9.1 Error Analysis of Impedance Response

The impedance data for the fuel cell were analyzed using a Voigt measurement model.
The inductive loops found at low frequency were found to be consistent with the Kramer-
Kronig relation once the fuel cell achieved steady-state operation. The formalism of the
measurement, model error analysis provides a means for determining whether a steady
state has been achieved.

This part of the work confirmed that the low-frequency inductive loops could be
attributed to processes occurring in the fuel cell. Kramers-Kronig consistent inductive
loops were observed in the entire range (current density) of operation of the fuel cell. The
results were independent of the impedance instrumentation used.

9.2 Interpretation of Impedance Response

Low-frequency inductive loops were observed in impedance measurements of the fuel
cell. These loops were found to be consistent with the Kramers-Kronig relations and were
observed for all parts of the polarization curve. Three analytic impedance models were
derived from consideration of specific reaction sequences proposed to take place in the
fuel cell. The model that accounted only for hydrogen oxidation and oxygen reduction
could not account for the low-frequency inductive loops observed in experimental data.
Models that accounted for additional reactions, i.e., formation of hydrogen peroxide and
formation of PtO with subsequent dissolution of Pt, could predict low-frequency inductive
loops. These models were supported by complementary experiments, and the results show

that either of these reaction mechanisms could account for the experimentally observed
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low-frequency inductive loops. These models can also be used to predict such variables as
the fractional surface-coverage of the proposed intermediates.
9.3 Ex-Situ Analysis

The formation of intermediates in the proposed reaction mechanisms were confirmed
by experimental investigations including XPS, TEM, SEM, and ICP-MS analysis. The
XPS studies indicate that after 600 hours of use, a layer of PtO was formed equivalent to
3 monolayer. The substantial hydrogen crossover through the membrane estimated by the
CV experiments supports peroxide formation. Thus, both reaction sequences proposed
in Models 2 and 3 are likely in the fuel cell under study, and both the reaction sequences
were found to yield low-frequency inductive loops in the impedance response. This work
suggests that quantitative analysis of low-frequency inductive loops may provide a useful
characterization of reactions which reduce the efficiency and operating life-time of the fuel
cell.

9.4 Detecting Onset of Flooding

The flooding of gas diffusion layer pores in the fuel cell has been associated with
increases in the internal cell resistance and in the impedance response of the fuel cell.
The formation and removal of water droplets is an inherently stochastic process which
increases the stochastic errors observed in impedance measurements. A measurement
technique oriented towards assessment of the stochastic errors can therefore be used to
identify the onset of flooding. In the present work, impedance spectroscopy was coupled
with a measurement-model-based error analysis to detect onset of flooding. This method
is particularly attractive because it is extremely sensitive and a well-defined baseline
stochastic error can be established for the non-flooding condition.

The onset of flooding was examined for a 5 cm? PEM fuel cell with an interdigitated
flow channel. At low current densities, the ratio of the observed standard deviation to the
expected non-flooded standard deviation was close to unity. At larger current densities,

the ratio for the real part of the impedance became quite large, with onset of flooding
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evident at current densities above 1 A/cm? for the MEA with a non-uniform GDL and at
current densities above 0.3 A/cm? for the MEA with a uniform GDL. Drying was evident
at current densities below 0.3 A /cm? for the MEA with a non-uniform GDL.

The work presented here demonstrates that the stochastic error structure of
impedance measurements may be used to detect operating conditions of the fuel cell
which induce flooding or drying. In this case, the flooding or drying phenomena con-
tribute stochastic errors which are superposed on those associated with the electronic
instrumentation.

9.5 Evaluation of Interfacial Capacitance

Graphical methods were used to interpret impedance spectra in terms of CPE pa-
rameters, and the formulas presented by Brug et al.??” were used to convert these into
effective interfacial capacitance. The effective interfacial capacitance was smallest at small
and large current densities and showed a maximum value at the intermediate current
densities. The decreases in interfacial capacitance with higher current density can be
attributed to an excess production of water resulting in flooding; whereas, at low current
density, the effect could be attributed to drying. The interfacial capacitance was depen-
dent on flow channel configuration, GDL properties, temperature, and backpressure. The
improved performance and larger interfacial capacitance observed for the interdigitated
flow channel and the non-uniform GDL could be attributed to the improved water man-
agement capabilities of these system designs. A smaller influence of time was observed
which could be associated with the long time required to achieve steady-state operation.'®

The use of graphical methods to extract physical properties is under-utilized in the
fuel cell literature. The method provides unequivocal values for the CPE exponent «,
the CPE coefficient @), and the Ohmic resistance R.. The interpretation of the resulting
parameters in terms of interfacial capacitance is, however, less clear. More work is needed
to confirm the suitability of the Brug formula for combined 2-D/3-D distributions present
in the PEM fuel cell.
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CHAPTER 10
FUTURE DIRECTIONS

Recommendations for the future research of this work are presented in this chapter.
To gain better understanding into the proposed mechanisms, the following research plan
can be employed as a future direction of this project.

10.1 Parameter Evaluation

The experimental data can be regressed to the impedance models developed to
extract meaningful parameters such as rate constants for reaction kinetics, and transport
properties like diffusivity of species. Moreover, other information such as exchange current
density, and limiting current density can also be evaluated.

10.2 Effluent, and Microstructure Analysis

More work needed to provide evidence to support or disprove proposed reaction
mechanisms. ICP-MS can be applied to estimate platinum concentration® in the efluent
water of the fuel cell. IC (Ion Chromatography) can be used to estimate fluoride emission
rate in the effluent. The Chemtrics Test Kit can be used to measure hydrogen peroxide
concentration,” and the Orion Test Kit can be used to measure fluoride ion concentration
in the effluent water. The information found from the microstructural analysis and the
effluent analysis can be used to validate the proposition of the reaction mechanisms for
the model development, e.g., the platinum dissolution and the peroxide formation. The
fluoride ion concentration in the fuel cell effluent will give the information about lifetime
of the membrane.

10.3 Omne-Dimensional Flow Channel

The pseudo 1-Dimensional flow channel investigated should be analyzed comprehen-
sively to improve the design further. Improved flow channel can be used to compare model
and experiment results in the search of kinetics and transport parameters important to

describe the fuel cell.
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APPENDIX A: COMPUTATIONAL ALGORITHM FOR MODEL 1
rl = 0.135; [Electrolyte resistance]
¢ = 0.212; [Double-layer capacitance]
a, = 0.5 [symmetry coefficient for ORR]
ap = (1 — a,); [symmetry coefficient for HOR]
V = 0.68; [operating voltage]
F = 96500; [Faradays constant]
R = 8.314; [Universal gas constant]
T = 298; [Temperature]
dh2 =9 % 107); [diffusivity for oxygen]
do2 = 3.69 x 10~ 12; [diffusivity for hydrogen]
delta = 1076; [film thickness]
ko = 2.63 x 10~2; [Rate constant for ORR]
kh = 3.6 * 10~ 4; [Rate constant for HOR]
iexp = [|; [export experimental datal
eexp = [|; [export experimental datal
C'mbulkh?2 [define bulk concentration for hydrogen]
Cmbulko2 [define bulk concentration for oxygen]
O = ko * exp(—(a,F'V)/(RT)); [Kinetic expression for ORR]
H = kh* exp(—(apFV)/(RT)); [Kinetic expression for HOR]
ilimh2 = (2. % F. x Dh2. x Cmbulkh2)./(delta); [limiting current of hydrogen)]

ilimo2 = (4. x F. x Do2. x Cmbulko2)./(delta); [limiting current of oxygen]

A=2.% Kh2.x F.x Dh2. x Cmbulkh2. x exp(bh2. x vh2); [lumped parameter for HOR]

B =4.% K02. % F. % Do2. * Cmbulko2. x exp(—bo2. x v02); [lumped parameter for ORR]

ih2 = (A. xilimh2)./(A + ilimh2); [current from HOR]
i02 = (B. % ilimo2)./(B + ilimo2); [current from ORR]

plot(io2, V) «'); [current from ORR]
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iT = 102; [current at cathode]

ih2 = iT’; [current at anode]

na = (log((iT)./(Kh2. * Cmbulkh2). * (1 — (iT./ilimh2))))./bh2; [equating current at
cathode and anode]

VT =V — (iT.* Ref f) + na; | cathode overpotential]

plot(iT, VT, —');

plot(iexp, eexp, d');

Rto = [(2(a,) F?*(1 — v)O)/(RT)]; [Charge-transfer resistance for ORR]

Rth = [(2(ap)F?(v)H)/(RT)]; [Charge-transfer resistance for HOR]

p0 = (2Fkoexp(—a,F'V/(RT))); [Mass-transfer impedance for ORR]

q0 = (2Fkhexp(—ap, FV/(RT))); [Mass-transfer impedance for HOR|

w = —6:.05: 6; [Frequency range]

w = 10.%;

pl = Rto;

Kh2 = (w * delta®)/dh2; [tangent hyperbolic for Hydrogen]

th2 = tanh(sqrt(i x Kh2))./(sqrt(i x Kh2));

Ko2 = (w. * delta®) /do2;

to2 = tanh(sqrt(i x Ko2))./(sqrt(i x Ko2));

Al = 1./(RtO2 + ZDO2 * to2);[lumped parameters for HOR]

Cl1=1./(RtH2+ ZDH2 x th2); [lumped parameters for HOR]

p2 = p0;
ql = Rth;
q2 = q0;

z1 = (pl —ql). * (p2 — ¢2);
22 = z1./((JwF2) — p2 — q2);
23 = 22 + (pl + q1) + (jwe);
24 =1./23;
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z = rl + z4; [overall impedance]
zr = real(z);

zi = 1mag(z);

plot(exzr, —exzj, o)
daspect([111])

y = [zr; zil;

fid = fopen(' M1EI1S90.tzt') w');

felose(fid);

156



APPENDIX B: COMPUTATIONAL ALGORITHM FOR MODEL 2
rl = 0.135; [Electrolyte resistance]
¢ = 0.212; [Double-layer capacitance]
a, = 0.5 [symmetry coefficient for ORR]
ap = (1 — a,); [symmetry coefficient for HOR]
V = 0.68; [operating voltage]
F = 96500; [Faraday constant]
R = 8.314; [Universal gas constant]
T = 298; [Temperature]
dh2 =9 % 107); [diffusivity for oxygen]
do2 = 3.69 x 10~ 12; [diffusivity for hydrogen]
dh202 = 4e — 15; [diffusivity for peroxide]
delta = 1076; [film thickness]
ko = 2.63 % 1072; [Rate constant for ORR1]
kh = 3.6 * 10~ 4; [Rate constant for HOR]
kh202 = 3.6 x 10~ 4; [Rate constant for ORR2)]
iexp = [|; [export experimental datal
eexp = [|; [export experimental datal
C'mbulkh?2 [define bulk concentration for hydrogen]
C'mbulko2 [define bulk concentration for oxygen]
ko = 2.63 x 10~2; [Rate constant for ORR]
kh = 3.6 * 10~ 4; [Rate constant for HOR]
O = kox exp(—(a,F'V)/(RT)); [Kinetic expression for ORR]
H = khx exp(—(a, F'V)/(RT)); [Kinetic expression for HOR]
v =[0/(O + H)J; [Surface coverage of hydrogen peroxide]
a = (1./ilimh202) — (1./ilimo2);
b= (1./ilimh202) — (1./B) — (1./C) — (1./ilimo2);
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c=1./C;

thetal = (b+ sqrt(b2 +4. % c. xa))./(2 x a);

ih2 = (A. x ilimh2)./(A + ilimh2); figure(2)plot(ih2, V' +');

102 = (B. % ilimo2. x (1 — theta2))./((B. * (1 — theta2)) + ilimo2);
ih202 = (C. % ilimh202. x theta2)./((C. % theta2) + ilimh202);

iT = ih2 + i02 + ih202; [Total current]

w = —6:.05: 6; [Frequency range]

w=10.";

Kh2 = (w * delta®)/dh2; bh2 = tanh(sqrt(i « Kh2))./(sqrt(i * Kh2));
Ko02 = (w. * delta®) /do2; bo2 = tanh(sqrt(i x Ko2))./(sqrt(i * Ko02));
Kh202 = (w. x delta®)/dh202;

b202 = tanh(sqrt(i x Kh202))./(sqrt(i x Kh202));

C1=1./(RtH2 + ZDH2 % bh2);

D1 =1./(RtO2+ ZDO2 % bo2);

D2 =1./((RtO2+ ZDO2 % bo2). x (1 — gamma));

El=1./(RtH202 + ZDH202  b202);

E2 =1./((RtH202 + ZDH?202 % b202). * gamma);

H = (D2—-FE2).%x (D1 —FE1)./(2%96500 % i %2 3.14 x w — D2 + E2);
z=re+(1./((C1+D1+E1)+H+(i%2%3.14xw=c)))+(1./((C1)+ (i%2%x3.14xw=*c)));
zr = real(z);

zi = imag(z);
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APPENDIX C: COMPUTATIONAL ALGORITHM FOR MODEL 3

rl = 0.135; [Electrolyte resistance]

¢ = 0.212; [Double-layer capacitance]

a, = 0.5 [symmetry coefficient for ORR]

ap = (1 — a,); [symmetry coefficient for HOR]

V = 0.68; [operating voltage]

F = 96500; [Faradays constant]

R = 8.314; [Universal gas constant]

T = 298; [Temperature]

ko = 2.63 x 10~2; [Rate constant for ORR]

kh = 3.6 x 10~ 4; [Rate constant for HOR]

O = ko * exp(—(a,F'V)/(RT)); [Kinetic expression for ORR]

H = kh* exp(—(a, V) /(RT)); [Kinetic expression for HOR]

v =10/(0O + H)]; [Surface coverage of hydrogen peroxide]

A=2.%Kh2. % F.x Dh2. x Cmbulkh2. x exp(bh2. x vh2);

k1l =4.% F.x Do2. x Cmbulko2. x exp(—bo2. x v02);

C1 = Kptf.xexp(bpt. x vpt);

C2 = —Kptb. x exp(—bpt. x vpt); k2 = C'1 — C2 + k3;

a = (Kpt. x k1. (ilimo2 4+ C1)) 4+ (C1. x ilimo2);

b= —((Kpt. x kL.« (ilimo2 + k2)) + ((k2 — (Kpto. x k1)). x ilimo2));

c = (k2. x kl). * (Kpt — Kpto);

thetal = (b+ sqrt((b.*) — (4. x c. % a)))./ (2 x a);

theta2 = C1./(k2); figure(1)plot(V,theta2);

ih2 = (A. xilimh2)./(A + ilimh2);

Ke = Kpt + ((Kpto — Kpt). x theta2);

B = Ke. x kl;i02 = (B. x ilimo2)./(B + ilimo2);

ipt = (C1. % (1 — theta2)) — (C2. x theta2);
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1" =102 + ipt;

na = (log((iT)./(Kh2. x Cmbulkh2). x (1 — (1. /ilimh2))))./bh2;

VT =V — (iT.x Ref f) — na;

y = [VT;iT;theta?];

w = —6:.05 : 6; [Frequency range]

w = 10.";

Ko2 = (w. * delta®) /do2;

bo2 = tanh(sqrt(i x Ko2))./(sqrt(i * Ko2));

O1=1./(RtH2 + ZDH2 % bh2);

Al = 1./(RtO2 + ZDO2  bo2);

A2 = 1. % g2./(RtO2 + ZDO2 * bo2);

Bl = 1.x (1./RtPtf) + (1./RtPtb);

B2 =1.%(f3+ f4);

T = ((A2+ B2). % (Al — B1))./(2% 96500 * i % 2 % 3.14 * w — B2 + A2 + f5);
z=re+(1./((A1+B1+C1)+T+ (i%2%3.14%w=c)))+(1./((Al) + (i%x2%3.14dxwx*¢)));
zr = real(z);

zi = imag(z);
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