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1. Introduction

The H, economy has emerged as a promising step towards
a carbon-neutral society." Fuel cells that convert H, into
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Catalytic approaches towards highly durable
proton exchange membrane fuel cells with
minimized Pt use

*
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Proton exchange membrane fuel cells (PEMFCs) produce electricity from H, without carbon emission, and
they are considered as environmentally benign energy conversion devices. Although PEMFCs are mature
enough to find themselves in a few commercial automobiles such as Hyundai Nexo and Toyota Mirai,
their durability should be enhanced, especially under transient conditions, and Pt use should be reduced
significantly to expand their market. Herein, we introduce examples of how catalysts can contribute to
enhancing the durability of PEMFCs while minimizing Pt use. Numerous electrocatalysts have been
reported claiming superior activity in a half-cell setup, but they often fail to show the same
enhancement in a single cell setup due to various transfer problems, impurity poisoning, etc. This
perspective focuses on catalysts tested in a membrane-electrode-assembly (MEA) setup. As examples to
obtain durability under transient conditions, catalysts used in reversal-tolerant anodes (RTAs) and
selective anodes are explained. RTAs can endure sudden H, starvation, and selective anodes can operate
properly when O, is unexpectedly mixed with H, in the anode. As examples with high durability in long-
term operation, Pt-based nanoparticle catalysts encapsulated with carbon shells are explained.
Interestingly, PtCo nanoparticles supported on Co-N-C or PtFe nanoparticles encapsulated with
a carbon shell presented a superior cell performance in spite of <1/10 Pt use in an MEA setup. Non-Pt
group metal (PGM) catalysts used in an MEA setup are also briefly explained. With these highly durable
catalysts which can respond properly under transient conditions with minimum Pt use, PEMFC
technology can bring about a more sustainable society.

electricity without emitting pollutants are expected to play
a pivotal role in the H, economy. Proton exchange membrane
fuel cells (PEMFCs) have the features of low operating temper-
ature (60-200 °C), high efficiency, and zero-emission, and they
are applied in power generation and transportation.>* However,
an excessive amount of Pt must be used, which leads to up to
43% of the total stack cost.* Extensive efforts are being put into
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enhancing the catalytic activity to minimize the use of Pt cata-
lysts.>” Also, PEMFCs used in automobiles are constantly
exposed to various harsh conditions on the road. The current
status of fuel cell durability is still far below the targets set by
the U.S. Department of Energy (DOE).® To design highly active
and durable catalysts for PEMFCs, it is critical to understand
the reactions occurring at the electrode under various transient
conditions.

Pt loading used in Mirai, which is a fuel cell electric vehicle
(FCEV) produced by Toyota, was 0.05 mgp cm > for the anode
and 0.315 mgp, cm 2 for the cathode.” These values are very
high compared to the DOE target, which is 0.025 mgp cm ™2 at
the anode and 0.1 mgp. cm > at the cathode.' The specifica-
tions of FCEVs currently available on the market are shown in
Table 1. The Pt content used for FCEVs is in the range of 10-
80 g. Internal combustion engine vehicles (ICEVs) also use Pt
group metals (PGM) such as Pt, Pd, and Rh to convert pollutants
of NO,, CO, and H,C, into N,, CO,, and H,0O, and the typical
PGM amount used in ICEVs is known to be 2-4 ¢."* FCEVs would
be much more cost-competitive if the Pt loading could be
reduced by an order of magnitude.

PEMFCs can encounter changes in power demand and gas
distribution at the electrodes. To ensure their stable operation
in PEMFC vehicles, various systematic approaches have been
sought: local current densities of the segmented cell can be
monitored," outlet gas composition can be monitored, or fuel
supply can be regulated using a proportional-integral-
differential (PID) controller.”” To remove air from the anode
compartment, in which only H, is supposed to flow, high-flow
gas purging can be employed before and after the start-up/
shut-down of the engine.”® However, these methods are both
time and energy-consuming. Receiving feedback about the fuel
supply might not be swift enough, and installing extra sensors
would lower the system efficiency. Catalytic approaches to
ensure durability even under transient operating conditions can
be more promising.

Although remarkable progress has been made within these
few decades to develop better fuel cell catalysts, those efforts did
not result in better PEMFC performances. Electrocatalysts are
typically tested in a half-cell setup, which consists of a working
electrode, a reference electrode, and a counter electrode. Very
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small amounts (<50 pg) of the catalyst are deposited on the tip
of the working electrode. Intrinsic activity can be measured
excluding the effect of transfer limitations. However, many
studies reporting high activity in a half-cell setup failed to show
good performance in a single cell."** A PEMFC single cell
consists of a membrane-electrode-assembly (MEA). In the MEA,
the current-voltage (I-V) polarization curve can be divided into
three parts: (1) the low current density region corresponding to
catalyst activation, (2) the linear region attributed to ohmic
losses, and (3) the high current density region corresponding to
mass transport of reactants and products.>® The activation
overpotential can be reduced by enhancing the intrinsic activity
or increasing the surface area of the catalyst. The ohmic and
mass transfer overpotential can be reduced by modifying ion-
omer distribution or the porous structure of the electrodes.
Particularly, the three-phase boundary (TPB) where electrons,
protons, and reactants meet together should be formed effi-
ciently; otherwise, the electrode reaction would not occur effi-
ciently despite the high intrinsic activity.

In this perspective, we will introduce how catalytic
approaches can enhance PEMFC performances, and especially
focus on the studies reporting MEA cell data. Fig. 1 summarizes
the conditions which fuel cell catalysts should satisfy for effi-
cient MEA operation. For the anode, various transient condi-
tions that potentially degrade the cell performance will be
discussed, and how the durability under such transient condi-
tions can be improved by modifying the catalyst will also be
explained. For the cathode, catalysts that showed better activity
and durability in a single cell will be discussed. Particularly,
recent reports showing ultra-low Pt loading with high activity
and durability in a single cell will be explained. Non-PGM
catalysts and their applications in a single cell (if they exist)
will also be addressed.

2. Durable anode catalysts under
transient conditions

Fast kinetics of the hydrogen oxidation reaction (HOR: H, —
2H" +2e7) at the anode enables facile reaction even with a small
amount of Pt. Therefore, cathode catalysts have mainly been
studied to enhance the sluggish kinetics of the oxygen reduc-
tion reaction (ORR: O, + 4H" + 4e~ — 2H,0). However, PEMFCs
can suffer from transient operating conditions such as frequent
load changing, idling, start-up/shut-down, and cold start,
especially in automotive applications,*** and many problems
can occur at the anode under these conditions. This section will
focus on a strategy to design durable anode catalysts under
various transient conditions.

2.1 Reversal-tolerant anodes under H, starvation

Fig. 2a illustrates the reactions occurring at each electrode
during PEMFC operation. Under normal operating conditions,
the anode potential stays near the reversible hydrogen electrode
(RHE) potential due to the very small HOR overpotential.
However, when the H, supply is not sufficient to meet the
requirements during load changes or if there is uneven H,
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Table 1 Specifications of FCEVs currently available on the market
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FCEV model Stack power (kw)**?
Toyota Mirai 114
Honda Clarity 103
Hyundai Tucson 100
Hyundai Nexo 95

Active & Durable
Cathode

@ Inherent activity
(ultralow Pt, high
ECSA)

@ Facile H*
transfer (ionomer
pathway)

® Facile mass
transfer

( )

Fig. 1 Illustrative description that fuel cell catalysts should satisfy for
MEA operation.

Tolerant Anode '
Against ‘.
@ H, starvation
@ O, presence

® CO presence

5
3

distribution, H, starvation occurs at the anode. To provide
protons needed at the cathode, the anode potential readily rises
to reach the potential for the carbon oxidation reaction (COR: C

Stack power density (kW L™ ")"° Total Pt content (g)"***
3.10 30
3.12 1
1.65 78
3.10 56

+ 2H,0 — CO, + 4H" + 4e7).*** Due to the very high over-
potential of the COR, the cell voltage is reversed. Carbon in the
catalyst layer or gas diffusion layer is corroded by the reaction
with water causing pore structure collapse,* Pt catalyst loss,**
and even pinhole formation on the MEA.>*° The pinholes can
be particularly dangerous because gas mixing of H, and O, can
lead to an explosion. This irreversible damage by cell voltage
reversal should be avoided. Various efforts have been made to
develop a reversal-tolerant anode (RTA).

Corrosion-tolerant supports were introduced to enhance the
durability of the anode under cell reversal. Highly graphitized
carbon showed better reversal tolerance.** Metal oxides®* and
carbides® were used as supports instead of carbon. To protect
the carbon from reacting with water to be oxidized, a hydro-
phobic coating such as polytetrafluoroethylene (PTFE) was
applied to repel water.”® In addition, an oxygen evolution reac-
tion (OER: 2H,0 — O, + 4H" + 4e") catalyst was added onto the

anode so that water dissociation dominates carbon
(@) <Normal Operation> <H, Starvation> (b) o5
Cathod Cathod 0.0/ PtIr0,/C —— TKK HSA
athode athode 2_0_5 — TKKV
, [
(X ) ' s ‘ 9-1.0 ~;,JM
° k . > h e 5'1'5 Ty
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ORR %¢° ORR ®¢® | Cell = 7. \
Membrane Membrane ' voltage g
HOR ®,COR © a
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Pt loss o
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Fig. 2

Defects removed .Irox

(a) Schematic illustration of electrode reactions occurring in normal operation (left) and under H,-starved conditions (right). The white,

red, grey and turquoise spheres represent O, H, C, and Pt atoms, respectively. (b) Reversal tolerance test results of Pt—IrO, supported on different
types of carbon (top) and CO, emission monitored concurrently (bottom). Commercial Pt/C (TKK high surface area (HSA), TKK Vulcan (V),
Johnson Matthey (JM)) was used to immobilize IrO, clusters. Longer reversal time indicates better durability. (c) Schemes of Pt/C and Pt-IrO,/C
under H,-starved conditions. Reproduced from ref. 30 with permission, copyright 2021, Elsevier.
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oxidation.*®**3%% Ag one way to estimate the reversal tolerance
of the catalyst, chronopotentiometry is performed at 0.2 A cm™>
with Ar flow instead of H, flow to simulate H,-starved condi-
tions.”>** The time taken for the cell voltage to reach —2.5 V is
denoted as the reversal time. Litster's group prepared an RTA by
physically mixing commercial Pt/C with IrO, synthesized by the
Adams fusion method.** When tested at a relative humidity
(RH) of 68%, which is typical for automotive PEMFCs, the
reversal time was 76 min. The reversal time was only 12 min at
a higher RH of 82% due to severe carbon loss. We previously
prepared monodisperse IrO, and deposited them onto
commercial Pt/C with a reversal time of 240 min at RH 100%.>*
The oxidation state and dispersion of Ir species were found to
be the key factors affecting the reversal tolerance. The oxidic Ir
species was more active for the OER with better reversal toler-
ance. When monodisperse Ir species were finely distributed on
the carbon surface, carbon corrosion could be prohibited more
efficiently.”® Particularly, a highly defective carbon support was
more advantageous to immobilize IrO, clusters uniformly with
better reversal tolerance.** While defective carbon is prone to
the COR, small IrO, clusters could be anchored onto those
defects better, facilitating the OER (Fig. 2c). As a result, the
reversal time could be significantly lengthened up to 44 h at RH
100% (Fig. 2b). Litster's group adopted a Ti layer between Pt
black and the gas diffusion layer (GDL).** Even when a carbon-
free catalyst such as Pt black is used at the anode, carbon
corrosion still occurs on the microporous layer side of the GDL.
By using a Ti protective layer, GDL degradation was prevented
and the cell reversal tolerance was improved. Non-Pt catalysts
were reported to have high activity for both HOR and OER in an
RTA. Pak's group reported an IrRu, catalyst supported on
graphitized carbon.’® They prepared an IrRu,/C catalyst with
a strong electronic interaction between Ir and Ru and showed
a reversal time of ~7 h at RH 50%. The IrRu/C series with
various compositions showed similar or higher cell perfor-
mance due to the excellent HOR activity. The test conditions to
evaluate the reversal tolerance should be refined further to
provide a general guideline.*”

2.2 Selective anodes in the presence of O,

Automotive PEMFCs also suffer from frequent start-up/shut-
down (SU/SD) cycles. After shut-down, atmospheric air inevi-
tably flows into an anode gas chamber through an exhaust
line.*® When H, is replenished to the anode upon starting up,
the remaining air and H, can be mixed. Also, O, crossover can
occur from the cathode to the anode through a thin
membrane.** Pt-based catalysts are commonly used in the
anode because of their high HOR activity. Since Pt catalysts are
also highly active in the ORR, the presence of air in the anode
can lead to the ORR at the anode, particularly during the SU/SD.
Then the high potential imposed at the cathode causes the
COR, severely damaging the catalyst layer (Fig. 3a).*

A selective anode, which catalyzes the HOR while hindering
the ORR, can minimize the degradation during the SU/SD
cycles. Whereas the o-bond of H, can be activated atop a Pt
atom, O, has a w-bond that is dissociated effectively on Pt

© 2022 The Author(s). Published by the Royal Society of Chemistry
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ensemble sites with a high coordination number.*> To selec-
tively promote the HOR and impede the ORR, various efforts
were put into covering the Pt ensemble sites. Markovic's group
reported calix[4]arene-modified Pt(111) to be tolerant against
the ORR and active towards the HOR.** They also applied calix
[4]arene on a 3 M nanostructured thin film (NSTF) and TKK
5 nm Pt/C with selective HOR activity, but these studies
remained to be half-cell tests.** Kim's group blocked Pt sites on
commercial Pt/C with 1-dodecanethiol and this chemically
modified catalyst presented less activity loss than bare Pt after
10 cycles of SU/SD test in a single cell.*” Jung and Yoo's groups
were able to form graphitized carbon shells on Pt nanoparticles,
which selectively allow H, to pass but block O, like a molecular
sieve (Fig. 3b).** Carbon-encapsulated Pt was formed by treating
oleylamine-attached Pt/C at 900 °C. The oleylamine was easily
detached after long-term reaction recovering the original ORR
activity, but the carbon shell could block the ORR stably,
enabling the HOR only. While bare Pt/C presented significant
degradation after SU/SD cycles, the Pt/C encapsulated with
a carbon shell experienced very little change during the single
cell test (Fig. 3c and d). Stithmeier's group also showed that the
Pt/TiO,/C catalyst, in which TiO, layers encapsulate Pt nano-
particles by a strong metal-support interaction (SMSI), had high
HOR activity with hindered ORR.*®

Blocking the surface Pt sites of Pt nanoparticles would waste
many Pt atoms occluded inside the nanoparticles. Single-
atomic Pt catalysts can maximize Pt utilization while cata-
lyzing the HOR only. Pt single-atom catalysts (SACs) can hinder
the ORR. Hashimoto and Nakanishi's groups prepared single-
atomic Pt supported on covalent triazine frameworks (Pt-CTF)
and showed ORR-tolerance of isolated Pt atoms.*” 2.8 wt% Pt-
CTF presented a cell performance comparable to that of
commercial 20 wt% Pt/C. Liao's group prepared highly
dispersed Pt on TiN with low ORR activity, but their HOR
activity was not good enough compared to commercial Pt/C
even in a half-cell setup.”® Additionally, the ORR on the Pt
SAC can induce a two-electron pathway producing H,0,.* The
H,0, formation is detrimental to PEMFC durability, because it
forms hydroxyl or hydroperoxyl ("OH or ‘OOH) radicals, which
chemically degrade the perfluorosulfonic acid ionomer or
membrane.>

The electrical conductivity of metal oxide semiconductors
can be changed under H, or air, and this feature was used to
develop efficient selective anodes. Kakinuma and Uchida's
groups showed that Pt/Ta-TiO, had an order of magnitude
higher conductivity in H, than in air.** The loss of electro-
chemically active surface area (ECSA) in the cathode was much
less in Pt/Tiy ¢Tay.10,_s compared to the value in Pt/C after 1000
cycles of the start-up. Kim's group reported Pt/H,WO; that
converts itself into an insulator when exposed to O, while
regaining its conductivity under H,.>> After 10 cycles of SU/SD
test by switching the anode gas from H, to air, the cathode
catalyst layer thickness decreased by only 10% and 71% of the
maximum power density was retained in the Pt/m-H,WO;
anode, whereas the cathode catalyst layer thickness decreased
by 65% and only 30% of the initial maximum power density was
retained in the commercial Pt/C anode. However, these metal
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(a) Schematic illustration of electrode reactions occurring under start-up/shut-down conditions. (b) Comparison of the oleylamine-

attached Pt catalyst and carbon-encapsulated Pt catalyst for selective HOR. Changes in the single cell performance of the (c) conventional MEA
and (d) HOR-selective MEA during start-up/shut-down cycles. Reproduced from ref. 41 with permission, copyright 2019, American Chemical

Society.

oxides typically lack surface area and Pt dispersion, and elec-
trical conductivity is often insufficient. Non-Pt catalysts such as
Ir/C, which shows HOR activity comparable to that of Pt/C but
hardly shows ORR activity, can be used.*

3. Durable cathode catalysts with
minimum Pt use

Avast amount of effort is being put into developing highly active
and durable cathode catalysts. In this section, we will focus on
how cathode catalysts should be designed to have better PEMFC
performance with a smaller amount of Pt use. Unlike many ORR
catalysts tested only in a half-cell setup, cathode catalysts
should work properly in a single cell setup and the conditions
that cathode catalysts should satisfy will be enumerated.
Recently, Pt catalysts encapsulated with carbon shells were re-
ported to have impressive durability in a single cell, and these
studies will be explained as means to enhance the durability.
Catalysts with ultra-low Pt contents were successfully used in
a single cell, showing cell performances similar to or even better
than that of commercial Pt/C despite <1/10 Pt use. These studies
will be introduced as examples to minimize Pt use.

6786 | Chem. Sci, 2022, 13, 6782-6795

3.1 Engineering catalyst layers in an MEA setup

There are many studies reporting high activity in electro-
chemical ORR, but they were usually tested in a half-cell setup
using a rotating disk electrode (RDE). As shown in Fig. 4a, there
is a significant discrepancy between the mass activities ob-
tained in a half-cell and a single cell.>*** In a half-cell test using
an RDE, reactants are continuously supplied to the surface
while the electrode is rotating (Fig. 4b). The reaction takes place
at the interface between the liquid-phase electrolyte and the
catalyst on the electrode. Mass transport is possible only by
diffusion and convection vertically to the working electrode,
which is facilitated by electrode rotation. If the activity is
measured in the low current density region, typically at 0.9 V,
the reaction kinetics can be investigated solely.**** This method
was devised to evaluate the intrinsic activity, but it does not
necessarily represent the activity in the high current density
region. In a single cell test using an MEA, the cell performance
is determined by combining activation, ohmic, and mass
transfer overpotentials.** The activation overpotential depends
on the intrinsic activity and ECSA of catalysts. Not only should
catalysts have high intrinsic activity, but they should also have
a high ECSA to minimize the activation overpotential. The

© 2022 The Author(s). Published by the Royal Society of Chemistry
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(a) Comparison of the catalytic activity measured in the RDE and MEA setup (PtzNi NFs,>* Mo—-PtzNi/C,%® PtPb nanoplates/C,*¢ J-PtMW,*”

LP@PF-2,58 PtNi BNCs,*® L15-CoPt/Pt,%° L1y-PtZn,%* cBCP-PtFe 900 °C,%2 CMC63-PtFe,®® and Pt/C®). This figure was modified from ref. 68 with
permission, copyright 2021, Nature Publishing Group. Schematic illustration of (b) a half-cell setup (WE: working electrode, CE: counter elec-
trode, and RE: reference electrode) and (c) MEA configurations. The inset shows the triple-phase boundary in the cathode layer, in which O,, H™,

and e~ meet together.

triple-phase boundary (TPB) is the region where gaseous O,
meets electrons and protons as shown in Fig. 4c, and it is
important to form this TPB efficiently to obtain a high ECSA.*®
The ohmic and mass transfer overpotentials can be reduced by
securing good conductivity and a highly porous network within
the electrode layer. Minimizing these overpotentials becomes
more important as the current density increases. Typically,
a thinner catalyst layer is more advantageous to achieving more
facile mass transfer.®”

Alloying Pt with 3d transition metals such as Co or Ni was
reported to enhance the activity in a single cell.**”° The Pt
electronic structure could be modulated by alloying, tuning the
adsorption energy of oxygen species, leading to higher ORR
activity.”*””* However, transition metals are easily dissolved and
leached out, contaminating the ionomer and membrane, which
all leads to poor cell durability.”»”> Catalysts were coated with
a silica or carbon shell to prevent metal dissolution and
agglomeration, but these shells also induced poorer conduc-
tivity or less active sites, leading to decreases in the cell
performance.”””

The ionomer network that provides proton pathways in the
MEA is often not homogeneous throughout the catalyst layer. Pt
sites that are not in close proximity to Nafion can only proceed
reaction with the aid of water transporting the protons. Func-
tionalizing the support surface, modifying the catalyst ink
composition, and controlling the support morphology have

© 2022 The Author(s). Published by the Royal Society of Chemistry

been tried to improve ionomer distribution. But direct contact
of the ionomer with Pt atoms can poison the Pt active sites with
-SO;~ or -O groups present in the Nafion ionomer.”®”” When
the amount of ionomer is excessive, the micropores can be
easily clogged and O, permeation would not occur through the
thick ionomer layer. 30-40 wt% of Nafion in the catalyst layer is
known to be the optimal ionomer content for the PEMFC
performance.** Chandezon and Gebel's groups reported a 3D
morphology of Nafion, showing that the average Nafion layer
thickness was ~7.2 nm when the Nafion content was 33%.*"
Suzuki's group reported an average ionomer thickness ranging
from 4.0 to 14.9 nm with Nafion content varying from 14 to
50%.%° The optimal cell performance was obtained with 33% of
the ionomer content with an ionomer thickness of 9.0 nm.
However, it is noteworthy that the ionomer thickness can vary
from 4 to 20 nm depending on the temperature and relative
humidity conditions.*” Orfanidi and Strasser's groups used the
coulombic interaction between sp> N-groups on the carbon and
ionomer to form a thin ionomer layer uniformly.*® Fujigaya's
group coated the carbon support with polybenzimidazole (PBI)
to have positive charges, and then the negatively charged Nafion
ionomer could be distributed more evenly.*

Controlling the pore structure is also very important to
facilitate mass transfer. Although the importance of accessible
pores, which can protect Pt from direct contact with the ion-
omer but allow access to protons and O,, was recently

Chem. Sci., 2022, 13, 6782-6795 | 6787
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emphasized,®* micropores are usually not beneficial to forming
an efficient TPB because the ionomer cannot form the proton
pathway inside these small pores.** Water flooding is the major
reason for degraded cell performance, especially in the high
current density region, blocking active sites and O, transport.*®
Evenly distributed macropores would be beneficial to relieve
water flooding. We recently could control the pore size of the
carbon support from 13 nm to 63 nm using block copolymers
and showed that 63 nm was the best with minimum mass
transfer overpotential. The detailed discussion will be provided
in Section 3.3. Macropores throughout the electrode with
additional accessible pores seem to be ideal. Cathode catalysts
should be designed not only to have high intrinsic activity but
also to form a TPB efficiently with minimized ohmic and mass
transfer overpotentials.

3.2 Enhanced durability by carbon shell encapsulation

As a distinct method to enhance durability for long-term
PEMFC operation, using carbon shell-encapsulated Pt cata-
lysts (Pt@C) has been reported. Sung and Hyeon's groups
prepared ordered face-centered tetragonal (fct)-PtFe nano-
particles coated with N-doped carbon shells.*” The PtFe nano-
particles were coated with polydopamine, and then annealed at
700 °C to allow the formation of N-doped carbon shells. After
100 h of MEA operation, the maximum power density decreased
by 3.4% for the encapsulated catalyst, whereas for the
commercial Pt/C, it decreased by 27%. Wang's group also re-
ported an fct-PtFe catalyst encapsulated with porous carbon
shells.?® Fe/C was first synthesized by pyrolyzing C,H, and
Fe(CO); together, and then the Pt precursor was added and
annealed at 900 °C. Although this catalyst showed better dura-
bility for the ORR performed in a half-cell test, its durability in
a single cell was not assessed. Lim, Sung, and Kwon's groups
synthesized Pt nanoparticles encapsulated by N-containing
carbon shells using aniline.** The Pt-aniline complex depos-
ited on carbon nanofibers was annealed at 900 °C. After 30 000
cycles in a single cell test, the maximum power density barely
changed for the encapsulated catalyst but decreased by ~30%
for commercial Pt/C.

Jung and Yoo's groups reported carbon-encapsulated PtFe
nanoparticles with various extents of Pt surface atom expo-
sure.” Pt and Fe precursors containing organic ligands were
pyrolyzed, and then carbon atoms absorbed inside the metal
alloys diffused to the surface, forming a carbon shell. Although
the carbon shell was too thick to enable the reaction initially, H,
treatment could remove the carbon shell partially; 5% H, could
preserve the carbon shell while enabling the reaction with high
durability, whereas 20% H, removed the carbon shell
completely (Fig. 5a). This work nicely showed a trade-off rela-
tion between activity and durability, which depended on the
carbon shell thickness. A thicker carbon shell presented better
durability, but the maximum power density was smaller due to
the smaller ECSA, and a thinner carbon shell showed poorer
durability, but the maximum power density was higher due to
more exposed Pt atoms (Fig. 5b-d). Because Pt-based nano-
particles are typically sintered during annealing for carbon shell
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formation, preserving the small nanoparticle size is important
to avoid sacrificing the activity. Controlling the thickness and
extent of porosity in the carbon shell is highly desired to
enhance both activity and durability.

3.3 Ultra-low Pt catalysts

High ORR activity in a half-cell does not guarantee good
performance in a single cell. Although the mass activity at 0.9 V
is typically used to compare the intrinsic activity in a single cell,
the current density is often undetected at 0.9 V, probably
because the TPB is not formed efficiently enough. Additionally,
even when the current density at 0.9 V is high, the current
density might drop suddenly in the intermediate voltage range
due to severe ohmic/mass-transfer resistance. This behavior is
often observed for ultra-low Pt loading catalysts. The catalyst
layer becomes much thicker due to low Pt loading, and then
transfer resistances become a hindrance to achieving high
current density as the voltage decreases, resulting in much
lower power density.®”** High intrinsic activity and facile
transport should be obtained together to reduce Pt amounts
significantly.

Pt catalysts combined with transition metals embedded in
nitrogen-carbon composites (M-N-C) have shown high activity
and durability in a single cell setup. Shui, Zheng, and Yu's
groups reported Pt single atoms grafted onto Fe-N-C.** This
catalyst showed better stability than Fe-N-C alone because Pt
single atoms prevented the Fe center from catalyzing the Fenton
reaction generating hydroxyl radicals, which was the main
reason for the poor durability of Fe-N-C catalysts. Liu's group
reported LP@PF catalysts in which PtCo nanoparticles, Co@g-
raphene, and Co-N-C co-existed.”® Despite the ultra-low Pt
loading of 0.035 mgp, cm ™2, this catalyst presented a much
higher maximum power density of ~1.4 W cm™ > than
commercial Pt/C with a loading of 0.35 mgp cm ™ with ~1.2 W
ecm~? in H,/O, flow. The mass activity at 0.9 V after 30 000 cycles
of durability test in a single cell was 0.26 A mgp, ', which meets
the DOE 2025 target of 0.26 A mgp, ' for mass activity after an
accelerated stress test (AST).** Myers, Xie, Spendelow, and Wu's
groups reported that Pt;Co nanoparticles dispersed on Fe-N-C
showed a high initial mass activity of 0.72 A mgp, " at 0.9 V with
a Pt loading of 0.1 mgp, cm >.** The mass activity at 0.9 V
decreased by 38% after 30 000 cycles of durability test, which
still exceeds the DOE target. Wang and Liu's groups reported Pt
alloy nanoparticles, which consist of an ordered intermetallic
Pt;M (M = Fe and Zn) core and a Pt shell, supported on Fe-N-
C.” The mass activity at 0.9 V was 0.45 A mgpf1 with 0.13 mgyp,
em > of cathode loading. The maximum power density was
1.31 W cm 2, whereas commercial Pt/C with the same Pt
loading showed 0.92 W cm 2.

We recently reported PtFe nanoparticles encapsulated with
carbon shells synthesized using a block copolymer-based mes-
oporous carbon support.®* With an ultra-low Pt loading of 0.01
mgp, cm 2, a high maximum power density of 0.96 W cm ™ > was
obtained, while the value for the commercial Pt/C was 0.98 W
ecm > with a Pt loading of 0.2 mgp, cm ™2 in H,/O, flow. The mass
activity at 0.9 V after 30 000 cycles of durability test in a single

© 2022 The Author(s). Published by the Royal Society of Chemistry
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cell was 0.81 A mgp, *. In a follow-up study, we were able to
control the diameter of pore channels from 13 nm to 63 nm
(Fig. 6a).*® The mesoporous carbon support was synthesized by
selectively carbonizing styrene domains of poly(styrene-block-
dimethylsiloxane) sphere particles. When the molecular
weights of these block copolymers became larger, the diameter
of the pore channels became larger. Despite 1/20 Pt use, cata-
lysts with 63 nm diameter showed even higher maximum power
density than commercial Pt/C in H,/air flow (Fig. 6b). Distinctly,
this catalyst also showed very high durability, probably due to
the presence of a carbon shell structure (Fig. 6¢). We confirmed
that there were no N species on the catalyst surface, excluding
the effect of Fe-N-C species. The effect of pore diameter was
evaluated by estimating the kinetic overpotential, electron
migration overpotential estimated from high frequency resis-
tance (HFR), proton migration overpotential, and mass transfer
overpotential separately at various O, concentrations (Fig. 6d).
The mass transfer overpotentials decreased as the diameter
became larger, enhancing the cell performance greatly. Further
study is still required to elucidate at which sites the surface
reactions occur.

4. Non-PGM electrode catalysts

Non-PGM catalysts have been extensively studied for the HOR
and ORR, but most of these studies are based on the half-cell
test. For the anode, non-PGM catalysts with a performance
similar to that of commercial Pt/C in a single cell could hardly
be found. Because PGM loading is typically very low, as small as

© 2022 The Author(s). Published by the Royal Society of Chemistry

0.05 mgp, cm 2 in the anode,” replacing Pt with a non-PGM
catalyst might not be urgent. Instead, non-PGM HOR catalysts
can be more durable against impurities such as CO unlike Pt
catalysts. While the current PEMFCs require high purity H,
(>99.97 mol%),”” non-PGM catalysts might be able to alleviate
this demand, which can potentially reduce H, prices signifi-
cantly. We will introduce CO-tolerant HOR catalysts here. For
the cathode, Fe-N-C or Co-N-C catalysts have been actively
investigated, and they actually showed similar performances to
the commercial Pt/C in a single cell test. However, the catalyst
layer is usually much thicker, resulting in poor performance in
the high current density region. Recent examples addressing
this issue will be introduced.

4.1 Non-PGM anode catalysts

Ni- or Co-doped metal oxides and metal carbides have been
developed for the HOR but they are easily dissolved under acidic
conditions.”®** Burstein's group reported that carbon-
encapsulated Ni crystals are stable in highly acidic solution
with a good HOR activity of 0.12 mA cm™ > at 0.27 V (vs. SHE).***
Koel's group reported that hafnium oxynitride (HfN,O,) has
high activity and durability for the HER and HOR under acidic
conditions.'” However, these catalysts have barely shown
promising performances in a single cell. They might have some
advantages as CO-tolerant HOR catalysts. H, is currently
produced from steam reforming of fossil fuel or biomass,
producing CO inevitably. Because a very small amount of CO
can poison Pt catalyst surfaces, CO should be completely

Chem. Sci., 2022, 13, 6782-6795 | 6789
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removed from H, by using additional reactions and adsorption
processes of water-gas shift reaction, preferential oxidation,
pressure-swing adsorption, etc.””*** CO-tolerant HOR catalysts
might enable the use of cheap impure H,. Burstein's group
showed that tungsten carbide (WC) is less susceptible to CO
poisoning in the HOR.' Jousselme and Artero's groups re-
ported a Ni complex with biomimetic organic ligands immo-
bilized on carbon nanotubes for the HER, showing no
degradation in the current density upon CO (50 ppm) expo-
sure.'® Nagai's group showed that metal carbides (Co-MoC) can
behave as an anode catalyst in a single cell, but the maximum
power density was very low at ~19 mW cm™>.° When the CO
concentration in H, increased from 0 to 600 ppm, the Co-MoC
presented less increase in the overpotentials compared to Pt/C.

4.2 Non-PGM cathode catalysts

Fe-N-C catalysts have been most extensively studied for the
ORR as non-PGM catalysts. Many good review papers can be
found, ¢ so we will focus on their MEA performance instead
of providing full description. The density of Fe-N-C active sites
is not high enough, which leads to a thick catalyst layer,
resulting in poor cell performance (Fig. 7a). Metal-organic
framework (MOF)-based carbon materials have been developed
to increase the density of active sites."*™*> Chang and Wu's
groups introduced (Fe, Co)-N-C, in which Fe-Co dual sites were

6790 | Chem. Sci, 2022, 13, 6782-6795

embedded on N-doped porous carbon.’® Fe** ions were adsor-
bed onto a Zn/Co bimetallic MOF, and then reduced forming
Fe-Co dual sites. The maximum power density was 0.98 W cm >
in H,/O, flow and 505 mW cm ™2 in H,/air flow, which was 76%
of the value obtained with commercial Pt/C. Litster's group
studied the effect of ionomer distribution on Fe-N-C catalysts
synthesized from Fe-MOFs."'® By using 100 nm-sized particles,
an efficient ionomer pathway could be obtained with
a maximum power density of 1.14 mW cm™ > in H,/O, flow and
610 mW cm ™2 in Hy/air flow. Smaller or larger particles rather
hindered the proton transfer. Wang and Zhou's groups reported
a very high maximum power density of 1.33 W cm™? in H,/O,
flow using Fe-N-C catalysts derived from zeolitic imidazolate
frameworks (ZIF-8) as shown in Fig. 7b and c.*** The perfor-
mance in the high current density region could be enhanced
further by enlarging the pores of Fe-N-C catalysts using mild
CO, etching.'**

Fe-N-C catalysts suffer from poor durability due to Fenton
reactions, producing H,0,, which degrades the cell signifi-
cantly." As an alternative, Wang, Litster, and Wu's groups
prepared Co-N-C catalysts derived from Co-doped ZIF-8 capped
with Pluronic F127 surfactants."™ The surfactant layers even-
tually formed carbon shells after pyrolysis. The Co-N-C catalyst
showed a high maximum power density of 0.87 W cm™2 in H,/
O, flow. The durability was tested at 0.7 V in an MEA for 100 h in
H,/air flow, and significant initial performance loss was

© 2022 The Author(s). Published by the Royal Society of Chemistry
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observed. Very recently, Shahbazian-Yassar, and Shao's groups
adopted Ta-TiO, nanoparticles as additives to Fe-N-C as scav-
engers of ‘OH radicals and H,0,."° The performance loss was
as small as 3% at 0.9 Vjzs.. after the accelerated degradation
test, whereas the degradation was 33% without the scavengers.
The durability test results for the M-N-C catalysts, as typically
obtained for Pt-based catalysts, are barely found in literature.

5. Summary and outlook

PEMFCs provide a promising way for energy conversion without
carbon emission. However, the real application of PEMFCs
requires durability under various operating conditions, such as
H, starvation and O, crossover. Additionally, the use of Pt
catalysts in PEMFCs is still too much, and the minimization of
Pt use is essential to expand the PEMFC market further. Among
the various methods to address these issues, we focused on
catalytic approaches and how electrode catalysts have been
developed to enhance the durability under harsh operating
conditions and to minimize Pt use. Particularly, we focused on
catalysts applied in an MEA setup. Although many electro-
catalysts have been reported with high activity and durability in
a half-cell setup, they often have various problems, leading to
them not showing good performance in an MEA setup.

More specifically, we introduced reversal-tolerant anode and
selective anode catalysts for enhancing the durability under
abnormal operating conditions. H, starvation can induce

© 2022 The Author(s). Published by the Royal Society of Chemistry

carbon corrosion in the anode, causing voltage reversal. Water
splitting reactions in the anode can prevent carbon corrosion in
the unexpected absence of H, fuel, so the reversal-tolerant
anode typically consists of Pt/C and OER catalysts such as Ir-
based catalysts. Uniform dispersion of fine IrO, catalysts on
carbon supports could be an effective way to prevent voltage
reversal. H, fuel can be mixed with O, in the anode, and
selective anodes which catalyze the HOR only without the ORR
can prevent the voltage loss. Because Pt ensemble sites are
required to catalyze the ORR, attempts were made to block the
ensemble sites by capping the Pt surface with organic moieties
or by using Pt single-atom structures. Modulating the conduc-
tivity of supports has also been used for selective anodes; while
the conductivity is good enough under reducing conditions
with H, only, the exposure to O, decreases the conductivity
significantly, blocking the electron transfer.

Massive amounts of Pt are still required to catalyze the
sluggish ORR in the cathode. While numerous novel structures
have been proposed with superior half-cell activities, only
a limited number of catalysts demonstrate enhanced perfor-
mance in an MEA setup. Particularly, when Pt use in the
cathode is minimized, long-term durability becomes much
worse. Innovative catalysts with minimum Pt use, but superior
durability, are highly required. Recently, Pt catalysts encapsu-
lated with carbon shells presented impressive durability for
long-term operation. Unique catalysts with PtCo nanoparticles
supported on Co-N-C or PtFe nanoparticles encapsulated with
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carbon shells exhibited very high performance while using only
less than 1/10 of Pt compared to commercial Pt/C.

Non-PGM catalysts have been actively investigated for
PEMFCs. While transition metals inherently suffer from poor
stability under acidic conditions, Fe-N-C catalysts have recently
become promising candidates as ORR catalysts in an MEA setup
for PEMFCs because of their excellent catalytic activity.
However, because the electrode thickness is typically much
thicker, the Fe-N-C catalysts suffer from mass transfer resis-
tance, showing poorer performance in H,/air flow than in H,/O,
flow. The durability for long-term reaction should also be
guaranteed further. Various non-PGM catalysts are also studied
for developing impurity-tolerant HOR catalysts, but most of
them remain as half-cell research.

Catalytic approaches are surely promising to address the
problems which the current PEMFC technology is faced with. It
cannot be emphasized enough that PEMFC catalysts should be
developed in an MEA setup. Understanding only the surface
reaction itself is not enough to promote the overall perfor-
mance. Catalysts can suffer from various transfer problems of
poor conductivity, ion transfer, and mass transfer while being
adapted in an MEA setup, and these issues should be addressed
together. With highly durable PEMFC catalysts using
a minimum amount of Pt, PEMFCs can become the most real-
istic engine to drive the current fossil-fuel-based society to
a more sustainable one.
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