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Abstract: The H; /air-fed proton exchange membrane fuel cell (PEMFC) has two major problems: cost
and durability, which obstruct its pathway to commercialization. Cell reversal, which would create
irreversible damage to the fuel cell and shorten its lifespan, is caused by reactant starvation, load
change, low catalyst performance, and so on. This paper will summarize the causes, consequences,
and mitigation strategies of cell reversal of PEMFC in detail. A description of potential change in the
anode and cathode and the differences between local starvation and overall starvation are reviewed,
which gives a framework for comprehending the origins of cell reversal. According to the root factor
of cell starvation, i.e., fuel cells do not satisfy the requirements of electrons and protons of normal
anode and cathode chemical reactions, we will introduce specific methods to mitigate or prevent fuel
cell damage caused by cell reversal in the view of system management strategies and component
material modifications. Based on a comprehensive understanding of cell reversal, it is beneficial to
operate a fuel cell stack and extend its lifetime.
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1. Introduction

At present, the proton exchange membrane fuel cell is the most promising energy system used
in commercialized electric vehicles; it has the following advantages: low-temperature operation
(50-100 °C), high power density (40%-60%), nearly zero pollutants compared to conventional internal
combustion gasoline vehicles, simple structure, and so on [1,2]. However, during the PEMFC
technological development, there are two primary barriers to commercialization—durability and
cost [3].

Cell polarity reversal occurs frequently in standard fuel cell operating conditions. In such a
condition, there is some irreversible damage to fuel cell stack material, including flow field plate,
membrane electrode assembly (MEA), and other constructional elements, which seriously affects the
durability of PEMFC. There are two principal approaches to solving this problem. The first is a system
control strategy whereby specially designed software would monitor anode and cathode outlet exhaust
gas composition, cell voltage, and local density variation response. The software would then regulate
fuel/air stoichiometry, cell temperature, current density, water management, and any other operating
parameters to minimize fuel cell reversal damage [4-6]. Although the system control strategy can be
an effective and efficient method to extend a fuel cell’s lifespan, it would require a peripheral sensor to
monitor and feedback information, and even to regulate the system parameters for steady operation.
In fact, it does not take long for cell reversal damage to occur. The extra equipment involved would
not only increase system complexity and decrease cost efficiency, but also cannot address cell reversal
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in time. Therefore, there is a second more direct strategy, system hardware material modification.
Because all forms of cell reversal damage eventually lead to system material degradation, optimized
materials would minimize cell reversal and improve fuel cell durability in nature. This paper presents
the causes, types of damage, and improvement approaches related to cell reversal in a fuel cell.

2. PEMFC Cell Reversal Description

In a single fuel cell or fuel cell stack system, electrode potential drives chemical reactions, including
hydrogen oxidation reaction (HOR), oxygen reduction reaction (ORR), carbon corrosion, and water
electrolysis. In normal operations, there are excess hydrogen and air supplied to the anode and cathode,
respectively. HOR and ORR take place in the anode and cathode, respectively, to produce sufficient
amounts of electrons and protons. Nevertheless, there are many extreme operations or conditions,
such as insufficient supply of reactant [5-7], low catalyst performance, uneven gas distribution, drastic
current load change, and startup or shutdown operations [8], which would result in potential change.
In PEMEC cell reversal, the experiment polarity curve shows that the anode potential increases and
the cathode potential decreases, narrowing the electric potential difference and even reversing for
several seconds. The fuel cell stack cannot work normally anymore and will consume energy instead
of supplying energy. As a result, hydrogen and oxygen would be present in the wrong electrode
components of fuel cell, which induces a corresponding potential change. In each cavity, all kinds
of matter spontaneously recombine and react with each other to make the system right. However,
because of the wrong initial conditions, the result cannot match what the fuel cell should be.

As shown in Figure 1, the fuel cell was subjected to cell reversal test experiment (hydrogen
starvation). Figure 1 illustrates the time-dependent change in the anode and cathode potentials versus
RHE in hydrogen starvation. The cell terminal voltage quickly changed to a negative voltage, from 1.0
to —2.0 V [6]. This will be discussed in more detail in Section 3.1.1.
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Figure 1. Anode and cathode potential change experienced cell reversal caused by hydrogen starvation.
Reproduced with permission from [6]. Copyright Elsevier, 2004.

In the case of air starvation, there is another type of cell reversal detected in currency to voltage
(I-V) image. In Figure 2, we can see that cell voltage decreased rapidly to become negative when the
cell reversal experiment started (air starvation). After the initial drop, the anode potential, cathode
potential, and cell voltage all reached constant values but remained near zero [5].
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Figure 2. Anode and cathode potential change in cell reversal caused by oxygen starvation. Reproduced
with permission from [5]. Copyright Elsevier, 2008.

Fuel starvation results in a markedly different level of cell reversal compared to air starvation.
Cell terminal voltage is much larger with low fuel feed compared to low air feed. The damage to
material under low potential is less serious than the high potential caused by hydrogen starvation.
From this point, we can understand that the damage of fuel starvation could be caused by gas supply
and flow field diffusion. In view of keeping reactant diffusion steady, and considering gas diffusion
layer design, flow field design, and membrane gas permeation, the assembly of different layers should
attract more attention. In the meantime, how to eliminate interface effect is also a point to be researched.
Steadier system operation conditions will mean a longer lifetime.

Due to the carbon corrosion in cell reversal, polarity curve, gas chromatography (GC) and
differential electrochemical mass spectrometry (DEMS) can be the main in situ measurements to
analyze the extent of carbon corrosion, the exhaust gas compositions, and the anode or cathode outlet
contents [9-11]. These techniques can realize online detection of carbon dioxide generated by carbon
corrosion. After cell reversal, energy dispersive X-ray analysis (EDX), transmission electron microscopy
(TEM) [6], scanning electron microscopy (SEM), X-ray diffraction (XRD), electrochemical impedance
spectrum (EIS), inductively coupled plasma (ICP), and Raman Spectroscopy are the main means
used to characterize the status of the catalyst layer (CL), catalyst nanoparticles sintering, and carbon
corrosion extent [10,12-15]. These methods analyze CL morphology, catalyst distribution, elemental
content, atomic structure, and impedance, respectively.

In a fuel cell reversal system experiment, there is a three-step protocol to test and categorize the
electrode’s reversal tolerance [16]. The point of this protocol is to build fuel starvation by replacing Hj
content with humidified N, to measure the performance of MEA after cell reversal. Specifically, Step 1,
MEA should be in the condition of cell reversal for a long time, with a period of H; supply. Step 2,
MEA is in the cycle between cell reversal and normal Hy supply every 30 s. Step 3, MEA would be in
cell reversal until the cell potential is —2.0 V. In the whole test procedure, the anode outlet air would
be measured for the concentration of CO, and O;.

To simulate and design cell reversal experiment, sub-stoichiometric reactant feeding is the first
step. Then, regulating the fuel and air ratio should take a more important place for cell reversal data
image. The data collection should include I-V image, different electrode potential of time-dependent
like Figures 1 and 2, localized current and potential change across the electrode plane, and so on.
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3. Causes and Consequences of Cell Reversal

3.1. Causes of Cell Reversal

The main cause of cell polarity reversal is that the fuel cell cannot satisfy the requisition of the
electron and proton from the normal anode and cathode chemical reactions [17]. This key factor occurs
in some improper or nonstandard operations, such as fuel and air sub-stoichiometric feeding, rapid
load change, low catalyst performance, control module failure, and so on. During a sudden load
change or incorrect operation, such as start-up or artificial reasons, fuel and oxidant starvation would
occur. Li et al. [18] found that the cell performance loss was induced by the rapidly changing load
frequencies resulting in catalyst particles” growth and agglomeration in the anode. This is a typical
example where the mass transfer rate cannot match the load change rate.

In the fuel cell stack or galvanostatic operation of a single cell, other cells with sufficient reactant
or the single cell system would electrolyze the sick cell for the specified electron and proton or location
of saturated fuel supply electrolyze sub-saturated area. There are three key points to define the sick
fuel cell: (1) low electrode performance; (2) low fuel supply; (3) low air or oxygen supply. By filling
the current requirements, the sick cell would be self-abandoned to conduct some different reaction
under high potential, like carbon oxidation, water oxidation in an anode, or hydrogen evolution in a
cathode [17]. Hydrogen evolution occurs in the cathode catalyst layer, close to the proton exchange
membrane; hydrogen re-oxidization is in the other part of the cathode catalyst layer; and ORR occurs
between the cathode catalyst layer and the cathode gas diffusion layer.

Sanyo Electronics previously studied the performance degradation of fuel cell caused by fuel
starvation [19]. Then, Kim et al. [20] researched the effect of stoichiometry on the dynamic behavior of
a PEMFC during load change, and found a vacuum effect in fuel starvation. Hydrogen utilization was
significant to overshoot or undershoot behaviors. Taniguchi et al. [6] designed an experiment using a
single cell to simulate cell reversal in a stack.

An abrupt change in oxygen demand at the cathode, like start-up operation, load change, or water
management failure, would induce air starvation. Rao et al. [21] developed a distributed dynamic
model including three layers (the gas flow channel, the diffusion layer, and the reaction layer) in a
cathode to discuss the problem of gas starvation. There are many reports about current distribution
and degradation caused by air starvation [5,22,23]. In these papers, current distribution is relevant to
matter diffusion. The different reactant combinations in different layers have various reactant reaction
modules. Due to reaction spontaneity and external drive, electron transfer and high potential occur at
the same time.

All of the experiments reported above show that reactant starvation would change anode or
cathode reaction conditions and lead to abnormal chemical reactions in high potential. These reasons
would complicate the situation of the electrode surface. The following section will discuss in detail the
specific situation, causes, and effects in view of a PEMFC anode and cathode.

3.1.1. PEMFC Anode

Compared to air starvation, complete hydrogen starvation will induce high potential to lead to
carbon corrosion. Generally speaking, its impact on fuel cell is more far-reaching and thorough. So we
pay more attention to cell reversal caused by hydrogen starvation.

In normal operations, excess hydrogen and air are supplied to the anode and cathode, respectively,
whereby hydrogen and air distribution in the two compartments meet the mass transportation
requirement. However, local fuel starvation induced by heterogeneous fuel distribution and
complete fuel starvation in the whole anode have different effects in the whole anode. These two
hydrogen-deficient conditions are similar but the damage to the fuel cell is completely different, and
in fact heterogeneous fuel distribution cannot cause cell reversal but current reversal [24]. Local fuel
starvation, or partial hydrogen coverage, damages the air electrode and induces oxygen migration
across the membrane from the cathode [25,26]. There are two mathematical guides to help us
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distinguish between and get a clear picture of these two situations by demonstrating electron diffusion
and gas flow.
Complete hydrogen starvation:
N < I/(2F) (1)

Equation (1) depicts the practical status of fuel cell operations in the whole fuel starvation. In this
equation, N is the molar flow of hydrogen, I is the practical current, and F is Faraday’s constant.
Without enough hydrogen to support the required current, the cell has to oxidize other cell system
materials such as water and carbon at the fuel electrode to produce electrons and protons. Obviously,
the fuel cell must be a single cell during galvanostatic operation or in a fuel cell stack where other cells
have excess hydrogen supply.

Partial hydrogen coverage:

I
N > I/(2F) but = > lim 2

Equation (2) shows the local hydrogen starvation. Here, A is the active area and Iy;, is the limiting
current density on active area. According to the equation, enough hydrogen is fed to the anode to
satisfy the necessary current, but the fuel distribution is uneven in the gas distribution layer (GDL).
Finally, the partial electrode area is not fed with adequate fuel. Oxygen in the cathode is permitted to
migrate to the anode across the membrane to form the potential in some fuel-deficit areas to produce
electrons, resulting in the average current value being higher than the limiting current. Some active
areas have the same cell potential difference as a normal fuel cell, about 0.8 V. Nevertheless, other
negative regions’ cell potential is lower than 0.8 V but more than 0. This potential difference between
the anode and cathode can be due to partial pressure discrepancy. So this situation cannot induce
cell reversal but it will cause current reversal. Patterson and Darling studied the damage caused by
local fuel starvation to the cathode catalyst [27]. The experiment showed that the situation of local fuel
starvation is not similar to cell reversal caused by fuel starvation.

Only when the low hydrogen stoichiometry is less than 1 can the fuel cell polarity be reversed in
the condition of a single-cell galvanostatic operation or a fuel cell stack where other cells have excess
hydrogen supply. Obviously, all mechanisms and consequences of local fuel starvation would also
occur at some location of the CL during overall fuel complete starvation [15]. In fact, the relationship
between local fuel starvation and complete hydrogen starvation is just a qualitative change induced by
a different hydrogen degree.

Different fuel flow fed to the anode provokes different phenomena on its electrode surface.
Fuel starvation induced uneven currency diffusion, which had an increasing trend in the anode inlet
and a decreasing trend in the outlet [4]; hydrogen oxidation reaction and water oxidation occurred at
different regions of the electrode simultaneously. Due to the lack of hydrogen supply, which cannot
satisfy the fuel cell system’s electron requirements, the fuel cell system would spontaneously increase
the anode potential as a result of an abnormal reaction or cell performance degradation, such as water
oxidation, carbon corrosion, and so on, to obtain extra electrons [28]. In a galvanostatic operation or
fuel cell stack, it will decompose the electrode material or the sick cell, like an electrolytic cell.

Therefore, in this condition, oxygen is simultaneously reduced in the cathode while oxygen is
produced in the anode. The final consequence is that oxygen is pumped from cathode to anode while
water moves in the opposite direction. The cell is similar to an “oxygen pump”. We can use GC to test
the anode production online [23]. The electrode half reactions and the overall reaction are listed below:

Anode: 2H,0 (a) — O, (a) + 4H* + 4e™ (3)

Cathode: O, (c) + 4H* + 4™ — 2H,O (c) 4)
Overall: O, (¢) + 2H,0O (a) — 2H,0 (c) + O5 (a) 5)
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Water oxidation is the initial main reaction in a fuel cell, caused by fuel complete starvation in the
anode. While the cell reversal experiment proceeds, the cell voltage becomes more and more negative.
In Figure 1, we can see that the anode potential could be more than 1.5 V and the cathode is about
0.85V at the first decreased stage. So the cell voltage is less than —0.65 V. At the next stage, the anode
potential would become so high that carbon could be corroded gradually, especially with a platinum
(Pt)-based catalyst, which would promote carbon corrosion. Finally, the cell voltage would get close to
—2.0 V until the fuel cell cannot function.

According to Equations (3), (10), and (11), corrosion in the anode, water oxidation, and carbon
would produce heat to dehydrate the anode ionomer and membrane electrolyte. When the cell voltage
reaches —2.0 V, the membrane would be completely degraded by dielectric breakdown [16]. We can
judge which cell reversal strategy is best based on the time it takes the cell to reach —2.0 V in order to
avoid cell reversal causing irreversible damage. The better strategy should have a longer time to reach
—2.0V of cell potential.

Aside from the cell polarity change, local current density and temperature also have special
distribution across the CL in cell reversal. Zhang and his team analyzed dynamically the local current
densities and temperatures in proton exchange membrane fuel cells during reactant starvations [7].
The dynamic variations of local current densities with cell voltage and local temperatures during
hydrogen starvation are studied. In this experiment, the hydrogen flow rate was held at 50 NmL-min~!
(equal to average current density of 450 mA-cm~2). In the average current controlled operation, it
was set to increase from 440 to 470 mA-cm~2 to mimic fuel starvation. We can see that at the initial
stage in this experiment, about 10 to 20 s, carbon corrosion is less than water oxidation, as indicated
by a relatively stable current density variation. Then the local current densities began to diverge.
The closer the location is to the anode inlet, the larger the current density. The outlet area had the
completely opposite case. The local temperature variation was similar to local current density. Without
a stable —0.2 V cell voltage during fuel starvation [16,29], current density and temperature would be
so divergent that the MEA would fail. The temperature and current density show a relatively clear
picture to explain the electrode reaction.

In addition, cell reversal caused by hydrogen starvation would induce an abnormal oxidation
reduction reaction at the electrode surface plane. There are different situations in different hydrogen
feeding stoichiometry.

Akira Taniguchi et al. discussed and analyzed electrocatalyst degradation in PEMFC caused
by cell reversal during fuel starvation [6]. The ruthenium dissolution occurred in the anode catalyst
layer and the outlet had more severe degradation. There was also surface activity area loss in the
cathode. The standard potential of transition metal couple is smaller than the electrode surface
potential. Hence, some transition metal dissolution and redeposition are likely to occur. This is why
the catalyst particle size becomes bigger than before cell reversal. In fuel starvation, the anode reaction
is complex, involving hydrogen oxidation, water oxidation, carbon corrosion, and oxygen reduction.
All of these reactions involve proton and electron transfer, which promote potential difference across
the electrode plane. Reaction correspondence cannot be executed across the anode plane. It would
simply get worse and worse until the system is dead.

Liang et al. focused their attention on a single cell under different degrees of fuel starvation [30].
They measured some electric parameters, such as cell voltage, current distribution, cathode and
anode potentials, local interfacial potentials between anode and membrane, and so on, by means of a
specially constructed segmented fuel cell. Experimental results showed that the current distribution
was extremely uneven during fuel cell reversal, due to starvation or high local interfacial potential near
the anode outlet. Hydrogen and water were oxidized at different areas of the anode. Anode carbon
corrosion was proven to occur by monitoring its outlet’s CO, concentration. Figure 3 shows that the
anode potential became higher and higher with the decrease of hydrogen stoichiometry, and water
oxidation gradually took on an important role in the current contribution. Simultaneously, carbon
corrosion was more and more serious than before. The comparison between cell reversal voltage
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and anode potential under different hydrogen conditions is shown in Table 1. Different hydrogen
stoichiometry creates different terminal cell potential.

1.5
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Figure 3. Changes of the anode potentials over time under different hydrogen stoichiometry. From 1
to 4, hydrogen stoichiometry is 1.09, 0.91, 0.73, and 0.55, respectively. Reproduced with permission
from [30]. Copyright Elsevier, 2009.

Table 1. Different times for cell reversal in different hydrogen stoichiometry.

Hydrogen Time for Cell Cell Voltage Anode Potential Reference
Stoichiometry Reversal (s) V) V)
0.8 Experiment started About —0.7 1.3 [6]
0.8 About 300 -2.0 2.5
1.09 26 —0.718 0.955
0.91 10 —1.125 1.313 [30]
0.73 6 —1.689 1.821
0.55 4 —1.951 2.058

With the change of cell voltage over time, fuel cell system would begin to search reaction balance.
In the anode, a compromise between hydrogen oxidation, water oxidation, and carbon corrosion move
anode reaction from chaos to relative balance. Hydrogen stoichiometry has a different influence on the
anode when it is lower than its satisfied supply. However, the experimental result is also affected by
the fuel cell test device. Taniguchi’s test result was not steady even 300 s after the experiment started,
as compared to Liang’s. It involves support material, test device design, sealing, and so on.

They also proposed that the hydrogen stoichiometry would shift the position of the lowest
current [31]. With a comparatively high hydrogen feed, the position of the lowest current was closer to
the anode outlet, where the fuel feed would encounter the gas drawn back from the outlet manifold
and fuel starvation first occurred. The inadequate hydrogen supplied and “vacuum effect” would
mix in the fuel cell. In this situation, researchers could analyze the area of fuel starvation in the anode
according to the hydrogen stoichiometry to design a catalyst layer of anisotropy to avoid or mitigate
the fuel starvation caused by inadequate fuel feed.



Catalysts 2016, 6, 197 8 of 21

3.1.2. PEMEFC Cathode

When the real-time current exceeds the limiting current for ORR, air starvation occurs. In this case,
the cathode voltage approaches the potential of reversible hydrogen due to the existence of hydrogen
evolution. The potential of the cell is slightly negative in this condition, which is smaller than the
hydrogen starvation. At this comparatively low potential value, it is hard to corrode carbon material.

In the PEMFC cathode, oxidation supply and the obstruction of gas channels caused by water
flooding or freezing are the main causes of cell reversal. The causes also include control system failure
and incorrect operation. Water flooding or ice would block the access of the reactant gases to the
electrocatalyst surface and result in a slower mass transport rate compared to the oxygen reduction
reaction and a relative absence of cathode reactant. There are three ways for the PEMFC cathode
to generate excess water, i.e., humidified hydrogen and air to optimize the interaction between the
interface and reactant, the reaction product in the cathode, and water migrating across the membrane
by electro-osmotic drag with protons [5].

Combined with Figure 2, it is evident that the final cell voltage in cell reversal caused by air
starvation was close to —0.1 V, which is much lower than the fuel starvation including anode and
cathode voltage. Because potential is the driving force of electrochemical reaction, with high potential it
is easier to realize carbon corrosion, catalyst metal dissolution, and sinter. Fuel starvation at the PEMFC
anode results in irreversible damage to the PEMFC after several minutes under higher potential and is
more critical than improper gas supply or distribution at the cathode [15].

When oxidation starvation happens, protons and electrons produced in the anode enter into the
cathode. Simultaneously, hydrogen is consumed in the anode and produced in the cathode. Protons
act as a “hydrogen pump” [23]. The electrode half reactions and the overall reaction are listed below:

Anode: H, (a) — 2H"* + 2e~ (6)
Cathode: 2H* +2e~ — H, (¢) (7)
Overall: H, (a) — Hj (c) (8)

Regarding air starvation, researchers have focused on its causes, its dynamic characteristics across
the anode plane, and the relationships between air feed and fuel cell degradation. Tiiber et al. focused
on the water flooding phenomenon at the fuel cell cathode caused by an accumulation of H,O [32].
They analyzed the effect of air flow, humidity, temperature, and flow-field type on flooding.

Zhang et al. also detected the dynamic characteristics of local current densities and temperatures
in proton exchange membrane fuel cells during air starvation under current controlled and voltage
controlled operation [7]. Their experimental results were obtained at different times and relative
positions. This paper demonstrated that the local temperature changes followed the local current
density changes during experimental operation. It is similar with hydrogen starvation. Due to reactant
starvation, anode and cathode chemical reactions cannot follow normal operations. It refers that
a mixture of gas evolution, reactant oxidation, and reduction reaction occur in anode or cathode.
According to different reactions’ energy change, there must be a relationship between electrode
temperature and current density.

Taniguchi et al. researched degradation in PEMFC caused by cell reversal during air starvation [5].
They detected catalyst samples by means of cell reversal experiment and analyzed electrochemical
performance, such as electrochemical surface area (ECSA) and current-potential character, using TEM
images to illustrate that the size of catalyst particles increased, agglomerated, and recrystallized.
Obviously, this degradation effect caused by air starvation was smaller than fuel starvation. It is
shown in Figure 4 that ECSA shrinks as a function of time. In high electrode potential, it is easier to
make catalyst particles dissolve and agglomerate. Similarly, it also will impact fuel cell durability and
performance. Improving catalyst electrode surface diffusion is a feasible method to mitigate its sinter.
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Figure 4. Change in the electrochemically active surface by a cell-reversal experiment: (a) before
experiment; (b) after 5 min of experiment; (c) after 10 min of experiment; and (d) after 120 min of
experiment. Reproduced with permission from [5]. Copyright Elsevier, 2008.

Natarajan et al. researched the relationship between cell temperature, anode and cathode gas
streams humidity, and oxidant flow rate and current density distribution in a single-channel PEM fuel
cell using a segmented collector setup [33]. The relationship between various oxidant flow rates and
current densities in segment downstream was studied specifically. However, this setup also had its
limitations in that this result did not include data from when the test temperature is over 55 °C. A local
current density map at various test conditions is an accurate experimental measurement. With this
method, we can analyze and understand the chemical reaction situation at the local electrode surface
and the layer interface.

3.2. Consequences of Cell Reversal

There are some specific situations in anode and cathode above. Then, we put more attention on
fuel starvation due to the permanent damage caused to the fuel cell. Hydrogen and air starvation
are the main factors in cell reversal. Compared to air starvation, anode potential is increasing in fuel
starvation. Once anode potential rises over 0.207 V, or further to over 1.23 V with fuel consumption,
water electrolysis and carbon oxidation would occur at the anode to provide the protons and electrons
required for the load and the ORR at the cathode [16].

Anode : 2H,O — O +4H" +4e” E); o = 1.23V (vs. RHE) )

Anode : C +2HyO — CO; +4H" +4e™ E9s oc = 021V (vs. RHE) (10)

There are some other reactions happening under higher potential, like carbon reacting with
water [34].
Anode : C+HyO — CO+2HT +2e™ E) o =052V (vs. NHE) (11)

As an indispensable component of the fuel cell system, carbon supports tend to corrode with water
to produce CO; at high potential [28]. Thanks to a large number of micropores, catalyst particles can be
physically segregated by carbon supports to prevent particle sintering and catalyst dissolution, which
can improve catalyst particles” specific surface area [35,36]. On the other hand, under cell reversal
conditions, the advantages presented above would be reversed due to the degradation of the catalyst
layer structure. Without integrated carbon support structure, three degradation effects would occur:
(1) Pt particle agglomeration and particle growth; (2) Pt loss and redistribution; and (3) poisonous



Catalysts 2016, 6, 197 10 of 21

effects caused by contaminants [13]. Due to the inherent tendency of catalyst nanoparticles to
agglomerate to reduce the surface energy, without the limit of support carbon it would promote
deterioration of catalyst performance. Low catalyst performance would inhibit electron and proton
production for the anode. With the low chemical reaction rate, the anode would only seize carbon and
water as reactant material for ORR. This creates a vicious cycle that leads to fuel cell degradation and
obsolescence. In the end, the fuel cell would be in a dynamic balance for several chemical reactions on
the cathode and anode plane or interface.

However, in air starvation conditions, because of the lower anode and cathode potential, 0.05 V
at anode and 0.85 or 0.05 V at cathode (localized ORR and HOR, respectively), carbon corrosion is
unlikely to occur [24]. Instead, the mixture of oxygen and hydrogen may damage the fuel cell, due to
the large hydrogen explosion ranging from 4% to 75.6% that is likely to occur at room temperature in a
narrow and airtight space. Elsewhere, with the reduction of water and high cell voltage, the membrane
would be completely degraded and broken apart. Air starvation does not have a direct or serious
effect on electrodes compared to fuel starvation.

4. Mitigation Strategies

In the case of cell reversal, there are many approaches to attenuate or solve this question, such as
system management and material modification. This review will discuss two ways to summarize
cell reversal failures. System strategies mainly monitor operation parameters and feed it back by
adjusting gas flow and load change, and controlling gas humidity and system temperature. Because
the system management method should consider material features, we mainly pay attention to the role
of electrode material and catalyst layer design. The quality and design of fuel cell installation are key to
solving fuel cell system failure. Thus, in terms of materials, we focus on three parts: high performance
catalysts, carbon support materials, and water oxidation reaction. Because the damage caused by
air starvation is less than that caused by fuel starvation, we focus on the design and structure of the
anode CL. For the cathode, researchers [37] adjusted the porosity of GDL to improve gas diffusion and
changed the supported material to optimize the transformation of oxygen and water.

4.1. System Management Strategies

System management mitigates catalyst degradation by regulating fuel cell system operation
parameters such as pressures, cell temperature, humidity levels, and current density [38]. With
auxiliary equipment, researchers can detect reverse cell potential by monitoring cell voltages of
individual cells or groups of cells in the stack [39]. Combined with current density distribution and
temperature distribution detected by electrode segmentation technology [40], researchers can also
understand the situation of cell starvation specifically. Furthermore, by setting an alarm value on
the monitored cell voltage, the system can adjust operation parameters such as reactant flow rate,
operation load, and water management data, and so on to avoid cell reversal or system halt situations.
For instance, a sensor in the cell test system activates a switch that plays the role of removing the stack
load the instant the sensor detects a precipitous loss of voltage [41].

Vahidi et al. proposed a fast-responding auxiliary power source to prevent oxygen starvation in
a fuel cell during rapid current transitions [42]. In the oxidation starvation experiment of increasing
stack power, the reactant starvation was less than 1% in the hybrid installation. An image of the hybrid
installation follows. In the schematic, a capacitor was used to provide deficit current when the power
sensor gives a signal. With capabilities of model predictive control, it can mitigate cell reversal damage
in air starvation. However, it is transitory for fuel starvation to make carbon corrosion. This auxiliary
installation cannot support adequate current in fuel starvation.

4.2. System Material Modification

Compared to the system management strategy, the design and composition of a fuel cell structure
are more important, especially in terms of preventing cell reversal. While there are additional accessory
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costs, improving corrosion resistance naturally increases the fuel cell lifespan. Due to the high potential,
slow reaction rate, and reactant transfer rate, which cannot meet current density in fuel cell stacks and
in galvanostatic operations, researchers focused on the three aspects previously discussed—catalyst,
carbon material, and water oxidation reaction.

Specifically, there are four approaches used to attenuate performance degradation and extend
fuel cell lifespan [11,15,37].

High catalyst activity and homogenous distribution;
Corrosion-resistant support material;
Water oxidation catalysts to promote water oxidation instead of carbon corrosion;

L .

Increasing anode gas humidity.

4.2.1. High-Performance Catalyst

Low-performance catalysts would induce low anode and cathode reaction rates without sufficient
protons and electrons supported in cell stacks and galvanostatic operations. However, in normal
operation, Pt-based catalysts could meet the requirements of HOR and ORR due to their excellent
catalyst performance [43].

Catalyst dissolution and agglomeration would occur via carbon support material corrosion [44],
Pt loss [13,45], and surface energy reduction during standard fuel cell operations. Generally, the
dissolution of Pt in the anode was more stable than in the cathode because of the electrode potential;
the Pt particles” dissolution follows Equations (12) and (13) into Pt?*, and the standard equilibrium
potential is +0.88 V vs. RHE [46]. However, in cell reversal, the potential polarity is changed so that
catalyst metals have high ORR potential with carbon support corrosion.

Pt + H,O — PtO + 2H* + 2e™ (12)
PtO + 2H' + 2e~ +» Pt** + H,O (13)

Pt-based catalyst dissolution is more common during cell reversal in the anode. According to the
metal couple potential, different catalyst metal dissolution and redeposition occur. Furthermore, the
catalyst particle size becomes bigger as a result of the electrochemical surface area decreasing. Then, it
also would induce activity degradation and the potential would grow higher and higher. Obviously,
this is another vicious cycle.

High durability and catalyst activity are the keys to solving this problem. Pt-alloy catalysts have
better activity and stability compared to traditional Pt/C catalysts, like Pt-Co and Pt-Cr-Ni [47].
The different alloy elements and the larger size of catalyst particles show excellent properties [48].
With high catalyst activity to decrease ORR or HOR activity energy, the basic electrode reaction rate
can occur even in poor operating conditions such as bad fuel or air transfer operation. As to the
durability, the non-noble metals in the Pt alloy catalysts are more sensitive to the ionomer phase by
XRD analysis. These non-noble metals can partially lose to induce (111) Pt skin to increase catalyst
activity [49]. It indirectly improves fuel cell catalyst durability.

Various kinds of alloy metals have already proved to be capable in a fuel cell operating
environment, including Co, Cr, Fe, Ni, and V. Due to its advantage of stability, researchers paid
more attention to Pt-Co/C recently [50,51]. Adzic et al. [52] showed that the durability of Pt-based
catalyst could be improved with the addition of gold (Au) clusters. The above reports showed that the
Pt alloy could not only use a second metal to replace unavailable Pt to reduce costs, but also could
use other metals to stabilize the Pt skin and frame structure to increase its lifespan. However, in cell
reversal, catalyst performance only adds brilliance to its present splendor. Its root is reactant supply
and material corrosion resistance.
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4.2.2. Carbon Support Material

As to material corrosion resistance, carbon is commonly used in PEMFC as a catalyst support,
in GDLs, and as a bipolar-plate material [24]. Carbon support has many basic features, such
as high specific surface area, good electrical conductivity, and chemical stability in a fuel cell
system [53]. The stronger the interaction between carbon material and catalyst particles is, the better
the performance of catalyst particles that is not prone to sinter is [36]. However, carbon oxidation
reaction (COR) has a direct relationship with electrocatalytic material stability, and thermodynamically
the reaction would happen at the cathode, because the reaction oxidation potential is 0.207 V (vs. RHE
at T = 298 K). In the case of cell reversal, high potential in both the anode and cathode could electrolyze
carbon material. Furthermore, with the existence of Pt-based catalyst, carbon corrosion would be
easier [10,54].

Different kinds of carbon material have an impact on corrosion resistance. As a new carbon
material, graphene has special optical, chemical, and mechanical properties. Due to its high surface
area, high conductivity, and unique graphitized basal plane structure, it has potential to serve as a
fuel cell catalyst support material to overcome the problem of corrosion [55]. Considering the strong
interaction between graphene and nanoparticles with functional groups, it is hard for Pt-based catalyst
nanoparticles to dissolve or sinter [56]. Graphene increases a Pt-based catalyst metal’s dissolution
potential. Guo and Sun developed a facile solution-phase self-assembly method to deposit FePt
NPs on a graphene surface [43]. This experiment mainly shows that graphene as a carbon support
could have an effect on carbon corrosion in harsh conditions. Although graphene has influence on
improving catalyst activity and durability, easily stacking between graphene sheets, the effects of
surface functional groups should be intensively investigated.

Generally, graphitic content is a point to be researched. Luis Castanheira and coworkers proposed
that the structure of carbon material, including high-surface area carbon (HSAC), Vulcan XC72, or
reinforced-graphite (RG) with identical Pt (40 wt %), was the key to carbon corrosion caused by the
hydrogen/air interface [10]. Results showed that there were 60% and 80% ECSA loss for Pt/ Vulcan
and Pt/HSAC, respectively. However, Pt/RG only had 25%. Compared to other disorganized carbon
material, graphitic carbon is more robust against carbon corrosion.

Similarly, Artyushkova et al. [57,58] found a relationship between carbon material structure and
chemical parameters. Good electrochemical activity of ORR but poor activity of COR were seen with
high amounts of graphite carbon, small specific surface area, less carbon surface oxides, and many
large-sized pores. In fact, it is a contradiction that graphite carbon has less surface deficit, which makes
it resistant to corrosion, and has weak interaction with catalyst particles. ORR and COR should be
in balance only if we consider carbon material surface factor. Carbon material surface structure and
function can be a method of improving this situation. This paper [58] introduced the relationship
between different carbon material structural features, corrosion resistance, and hydrophobicity or
hydrophilicity. According to this relationship, we have a path to manufacture and synthesize ideal
carbon material.

Carbon surface porosity plays a role in corrosion resistance and wettability. Wlodarczyk [59]
suggested that carbon could show good corrosion resistance with a porosity value in excess of 10%,
because its wettability decreased with the value of porosity.

Apart from graphene, other carbon materials have also attracted researchers’ attention.
Oh et al. [60] focused on the performance of various carbon support materials including carbon
black [44,61], carbon nanofiber [62,63], and carbon nanocage [64]. The electrochemical data about
Pt-based catalyst supported by these three different types of carbon materials before and after corrosion
are shown in Figure 5 and Table 2 [60]. Among these carbon materials, the amorphous carbon black
was more susceptible to corrosion compared to carbon nanofiber (CNF) and carbon nanocage (CNC).
In addition, CNC exhibited better performance than CNF in carbon corrosion resistance and preventing
Pt particle aggregation, because of the balance between hydrophobicity and surface roughness [60].
Different three-dimensional carbon materials also lend corrosion resistance and physical segregation.
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By combining these two points—carbon surface and spatial structure, we can design the desired carbon
material structure to optimize a fuel cell.

Figure 5. Three different types of carbon materials: (a) carbon black; (b) carbon nanofiber; (c) carbon
nanocage. Reproduced with permission from [60]. Copyright Elsevier, 2009.

Table 2. Changes in different types of carbon materials’ electrical data before and after
corrosion experiments.

Active Surface Membrane Charge Transfer = CO, Emission
Condition Area (m?.g~1) Resistance Resistance (uL) Reference
Before After Before After Before After 30 min@1.4 V
Pt/XC-72
(1200 cycle) 62.2 40.0 - - - - - [44]
Pt/BP2000 59.9 26.7 - - - - - -
Pt/Carbon Black
(up o 4000 cycle) 41.7 15.2 0.016 0.025 0.039 0.328 651 [60]
Pt/CNF 30.1 27.7 0.016 0.016 0.054 0.058 49 -
Pt/CNC 33.6 329 0.016 0.016 0.04 0.041 4 -

There are some specific examples to show various kinds of carbon material durability performance.
Vinod et al. made an effort to test graphite carbon support [65]. In the accelerated stress test (AST),
graphite Pt/C catalyst had better carbon corrosion resistance relative to the untreated carbon sample.
They tested ECSA, cell performance, charge transfer resistance by CV, cell polarization, and resistance,
respectively. In the PEMFC cathode, graphite Pt/C catalyst electrical performance deteriorated by 10%
after 70 h AST compared to 77% of untreated carbon support, as shown in Figure 6 [65].

Zhao et al. evaluated the change in nanostructure through the various heat treatments of
carbon materials and their durability for the startup/shutdown operation of PEFC [66]. This paper
had a similar result in that great catalyst support should have a high graphitization degree and
good interaction with the catalyst. It gave an optimum heat treatment temperature of 1600 °C for
best durability.

Generally, carbon material corrosion is caused by high electrode potential, which induces a
reaction between carbon material and water. Carbon material surface defects are the most influential
factor in corrosion. The purpose of carbon material graphite is to reduce surface defects for a more
compact surface. Different types of carbon materials, like CNT, CNC, graphene, and so on, due
to their unique surface structures, have different properties that have yet to be fully investigated.
To achieve good ORR activity and carbon corrosion resistance, one must consider the balance between
the graphitic level, the amount of surface oxide, surface roughness, pore size, and hydrophobicity.
With the consideration of the important relationship among catalyst layer effective properties, ORR
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performance, and durability, it would prove useful to set design rules to produce and optimize the
structure carbon material and MEA in order to satisfy various kinds of fuel cell operation conditions.
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Figure 6. Steady-state performance curves for PEFCs with (a) Pt/Non-GrC and (b) Pt/GrC cathodes
prior to AST and after 50 or 70 h of AST with Hy-O, at 60 °C. Reproduced with permission from [65].
Copyright WILEY-VCH, 2011.

4.2.3. Water Oxidation Reaction

In fuel cell reversal, water oxidation occurs in combination with carbon corrosion among abnormal
reactions. Like the sacrificial anode preventing metal corrosion, water oxidation would occur more
prevalently to minimize carbon oxidation. Some papers [11,37] also propose that the promotion of
water oxidation over carbon through anode structure and component modification would mitigate the
catalyst degradation. Obviously, there are two kinds of approaches to promoting chemical reaction:
(1) increasing the amount of reactant and (2) reducing water oxidation reaction’s activation energy.
In Equations (9) and (10), we can see that reducing the water oxidation reaction’s over-potential and
increasing its kinetic rate instead of the protons and electrons produced by carbon corrosion can protect
the fuel cell system. These two methods are reported in detail as follows.



Catalysts 2016, 6, 197 15 of 21

Water Oxidation Catalyst

Catalysts can increase or decrease reaction activity energy to promote chemical reactions in
directions we expect. Adding catalysts to boost water oxidation and reduce carbon corrosion would be
an effective method of decreasing cell reversal.

Ralph et al. [16] added 20 wt % RuO; to 20% Pt and 10% Ru catalysts supported on Vulcan XC
72R with PTFE. The time to achieve —2.0 V increased from 22 to 32 min. As Table 3 shows, three water
oxidation catalysts, RuO,, RuO,-TiO,, and RuO,-IrO;, had different effects on cell reversal with the
increasing reactivity RuO,-IrO; > RuO,-TiO, > RuO;.

Table 3. The catalysts effect in anodes on the cell reversal tolerance in Step 3 of the protocol. Reproduced
with permission from [16]. Copyright ECS, 2006.

Anode Design with Different Catalyst Time (min)

20% Pt, 10% Ru/Shawinigan anode catalyst 0.25

Anode Catalyst* + RuO, /Shawinigan 45
Anode Catalyst* + RuO,-TiO; (90:10 atomic ratio Ru/Ti)/Shawinigan 24
Anode Catalyst* + RuO,-IrO; (90:10 atomic ratio Ru/Ir)/Shawinigan 48
20% Pt, 10% Ru/Shawinigan+ RuO,-IrO; (90:10 atomic ratio Ru/Ir) 74
40% Pt, 20% Ru/Shawinigan 167

40% Pt, 20% Ru/Shawinigan + RuO,-IrO, (90:10 atomic ratio Ru/Ir) 1630

Ralph and coworkers made a series of investigations into electrochemical catalyst loading for
water oxidation both unsupported and supported on various kinds of carbon materials. In the
three-step protocol presented above, it is easy to recognize the performance of electrochemical catalysts
according to the time it takes to get —2.0 V of cell potential, as listed in Table 3. The time to get to
—2.0 V can partially demonstrate the effect of a water oxidation catalyst. Combined with CV, TEM,
or SEM imaging before and after cell reversal experiment, we can analyze the morphology of carbon
support and catalyst particles generally.

Jang et al. [67] studied the effect of water oxidation catalyst added into cathode to weaken
carbon corrosion. In Figure 7, compared with commercialized Pt/C catalyst, the electrochemical
carbon corrosion decreased by 76% with 2 wt % IrO, (0.016 mg-cm’z) under 1.6 V (vs. NHE) and
70 °C. CO, monitoring showed that the water oxidation catalyst had the effect of mitigating carbon
corrosion. Carbon dioxide is produced by carbon corrosion in a fuel cell. The decrease of carbon
dioxide production means the amount of COR is reducing. Theoretically, a water oxidation catalyst
could also be used in anodes to decrease carbon corrosion.

Jang et al. [68] also studied the performance of IrO, and IrO,/C mixed with Pt/C on cathode
durability during fuel starvation. In an accelerated fuel starvation test, with varying amounts of
IrO, (2.5, 5, 10, or 20 wt %), the peak power densities of the cell cathode catalyst were decreased by
10.21%, 6.52%, 2.93%, and almost 0, respectively. This shows that IrO, plays an important role in
maintaining cell performance under extreme operation conditions. However, due to the screening
effect, IrO, particles in the cathode surface mixed with the commercial Pt/C would reduce the activity
of the Pt-based catalyst. Therefore, IrO, /C was chosen as the mixture of cathode catalyst. As a water
electrolysis catalyst, with the IrO, /C increasing, the durability of the fuel cell became better and better
due to the rapid decomposition of water molecules. According to the screening effect and catalyst
durability, 10 wt % IrO, /C with Pt/C catalyst is a better choice.

In the case of water oxidation, the most important points are the design of catalyst layers mixed
between Pt-based catalysts and water oxidation catalysts. Some papers [16,67,68] proposed that the
water oxidation catalyst has a positive effect on water electrolysis over and above carbon corrosion
and the degradation of carbon support material. It is obvious that water oxidation catalyst improves
the cell reversal tolerance with increasing effect (RuO,-IrO, > RuO,-TiO; > RuOy).
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Figure 7. MEA-CO, mass spectrum (a) without IrO,; (b) with 2 wt % IrO,. Reproduced with
permission from [67]. Copyright American Chemical Society, 2010.

Control Humidity and Holding Water Volume

Enhancing water retention is another way to promote water oxidation over carbon corrosion, due
to the increase of reactant resources. However, humidity has a negative relationship with fuel cell
performance in some ranges. More does not mean better. Some patents and papers [42,69,70] focused
on cell reversal prevention over its performance and lifetime mitigation due to its irreversible damage.
Therefore, a hydrophobic agent is a way to hold more water in the anode when cell reversal occurs
induced by fuel starvation, which is always used in the gas diffusion layer to improve reactant gas
diffusion and water management [71].

Ralph et al. [16] changed the water supply at the anode in their fuel cell reversal mimic
experiment [72], in which the anode was fed with humidified N, and the cathode fed with Os.
When the cell current was set at 120 A, the current density was 0.5 A-cm~2 and the cell potential
was more than —1.0 V (when the cell potential is less than —2.0 V, the polymer membrane can be
completely degraded by dielectric breakdown). This experiment demonstrated that water supply
played an important role in sustaining the cell potential and preventing MEA deterioration.

Besides increasing fuel humidity, the other method is to add hydrophobic materials into the
catalyst layer, like PTFE. It could slow down the rate of water and increase the water contact angle
by keeping water in the anode without shrinking the contact area between the catalyst layer and the
membrane. Due to its key role in water retention, it is hoped that a hydrophobic agent would promote
water oxidation reactions to solve the issues caused by cell reversal, resulting in less carbon component
oxidation [16]. As Figure 8 depicted, Ralph et al. [16] put four Ballard cell stacks under cell reversal
condition. When the cell potential got to —2.0 V, the one added PTFE was increased to 22 from 3 min,
which is the time the standard anode took.
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Figure 8. The effect of anode catalyst layer structure and composition in Ballard four-cell stack tests.
Reproduced with permission from [16]. Copyright ECS, 2006. The anode contains 20 wt % Pt and
10 wt % Ru supported on Vulcan XC72R at an electrode loading rate of ca. 0.3 mg-Pt-cm~2 with the

water oxidation electrocatalyst added at a loading rate of ca. 0.1 mg-Ru-cm—2.

Numerous research papers have studied the effect of hydrophobic agent content and species,
including polytetrafluoroethylene (PTFE), polyvinylidene fluoride (PVDE), and fluorinated ethylene
propylene (FEP), in GDL on the performance of fuel cells [73-75]. Given their excellent characteristics,
hydrophobic agents can be used in the anode catalyst layer to hold more water.

5. Conclusions

Fuel starvation, inadequate air supply, water flooding, load change, low catalyst performance, etc.
can induce cell reversal when the current rate exceeds the limiting mass transfer rate. Because these
factors cannot produce sufficient electron and proton feeds to match current stack requirements and
achieve current value balance, the fuel cell voltage could reverse and some other abnormal chemical
reactions might occur to make up for the deficit. In these abnormal operating conditions, there is
irreversible damage to the PEMFC system, including carbon support corrosion, catalyst and sinter
agglomeration, and membrane degradation. In fact, gross fuel starvation is different from localized fuel
starvation in terms of causes, carbon corrosion area, cell voltage, and current phenomena. Generally,
cell reversal caused by overall fuel starvation is more critical than in a cathode and is induced by
improper gas supply, flooding, and any other factors that obstruct the flow field and catalyst layer;
therefore, the design of the anode catalyst layer and the catalytic performance have drawn more
attention to cell reversal. Due to the existence of hydrogen in cathodes or oxygen in anodes, cell
reversal can cause permanent damage to a fuel cell.

To solve this problem or mitigate the harm to fuel cells, two approaches have been used in
recent years. First is the system management strategy, where auxiliary monitoring equipment is used
to determine necessary adjustments to operation parameters to avoid cell reversal, such as adding
reactant flow rate, change operation load, water management, and so on. The second is system material
modification to resist cell reversal. Specifically, there are three approaches to attenuate performance
loss and extend fuel cell lifespan. Researchers have placed attention on high-performance catalysts,
carbon support materials, and water oxidation reactions. In addition, heat-resistant membranes also
attract more attention for their ability to reduce water flooding in a cathode, but they would decrease
the proton transfer rate and catalyst efficiency.
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Obviously, there are still several problems in need of further study, such as (1) understanding
the effects of different types of carbon materials’ surface forms and structure; (2) developing a novel
catalyst layer assembly including a high-performance catalyst, corrosion-resistant carbon material,
a water oxidation catalyst, and hydrophobic agents; and (3) distinguishing the specific electrode
reaction caused by the phenomenon of hydrogen pump and oxygen pump. Compared to a fuel cell
system of water and heat management, this is simpler and more critical to catalyst layer design, and
would make system management more efficient by diminishing several controlling limitations.
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