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ABSTRACT: The mass activity of a Pt-based catalyst can be sustained
throughout the fuel cell vehicle life by optimizing its stability under the
conditions of an oxygen reduction reaction (ORR) that drives the cells.
Here, we demonstrate improvement in the stability of a readily available
PtCo core−shell nanoparticle catalyst over 1 million cycles by maintaining
its electrochemical surface area by regulating the amount of nitrogen doped
into the nanoparticles. The high pressure nitrogen-infused PtCo/C catalyst
exhibited a 2-fold increase in mass activity and a 5-fold increase in
durability compared with commercial Pt/C, exhibiting a retention of 80%
of the initial mass activity after 180 000 cycles and maintaining the core−
shell structure even after 1 000 000 cycles of accelerated stress tests.
Synchrotron studies coupled with pair distribution function analysis reveal
that inducing a higher amount of nitrogen in core−shell nanoparticles
increases the catalyst durability.
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■ INTRODUCTION

Extensive practical applications of the commercial hydrogen
fuel cell vehicle have been delayed because of the high cost and
limited durability of the membrane electrode assembly
(MEA).1−5 One of the main reasons for the high cost of the
MEA is the large amount of Pt used to catalyze the oxygen
reduction reaction (ORR) at the cathode of the proton
exchange membrane (PEM) fuel cell. In the past decade,
several studies investigated ORR electrocatalysts to reduce the
cost of the MEA. One of the main strategies is to add modifiers
to the Pt catalyst by changing the structure and morphology of
the PtM (metal) alloy catalyst,6−11 while others include
completely avoiding Pt usage by using various nonprecious
M−N−C moiety catalysts.12−16 Although the addition of
modifiers can drastically increase catalytic performance, it
cannot be sustained for prolonged periods, which is a major
factor impeding commercialization.17−19

To date, carbon-supported PtCo alloy nanoparticles have
emerged as the best alternative to Pt/C; original equipment
manufacturers are already using them in first-generation
hydrogen fuel cell vehicles.20,21 For better Pt utilization
efficiency throughout the fuel cell lifetime, an ideal catalyst
should be able to maintain its electrochemical surface area
(ECSA).22−24 Although earlier studies have corroborated
nitrogen’s role in stabilizing the catalyst,25,26 high pressures
doping of nitrogen in a controlled environment on industrial

scale core−shell nanoparticles was not achieved. Thus, in this
study, to obtain a highly stable and active ORR catalyst, a high-
pressure nitriding reactor that can infuse a controlled number
of nitrogen (N) atoms into the alloy nanoparticles was
developed. Varying the ratio of N atoms in the PtCo/C core−
shell nanoparticles can significantly affect the morphology of
the nanoparticles and simultaneously increase their stability
without impacting the activity. Herein, we report the
preparation of N-stabilized PtCo core−shell nanoparticles
with ultrastable configurations; the result is a highly durable
ORR catalyst that can withstand up to 1 000 000 cycles in
accelerated stress tests (ASTs), enabling rapid commercializa-
tion of fuel cell vehicles. To the best of our knowledge, thus far,
no catalysts have been reported that can last 1 million cycles.
The best configuration (Pt40Co36N24/C) retained 93% of its
ECSA, while its initial half-wave potential decreased by only 6
mV after 30 000 cycles. This confirms that the proposed
configuration is a suitable alternative to the commercial Pt/C
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catalyst, whose ECSA deteriorated by 40% under similar
conditions.

■ RESULTS AND DISCUSSION

Carbon-supported PtCo core−shell nanoparticles were pre-
pared by reducing platinum acetylacetonate [Pt(acac)2] and
cobalt acetylacetonate [Co(acac)2] via ultrasound-assisted
polyol synthesis. Transmission electron microscopy (TEM)
analysis showed that the as-synthesized PtCo nanoparticles
exhibited a core−shell structure with an average particle size of
∼2.3 nm (Figure S1). Scanning TEM (STEM) and energy-
dispersive X-ray spectroscopy (EDS) confirmed the core−shell
structure with 1−2 Pt monolayers on the Co-rich core (Figure
1B−D). The PtCo core−shell nanoparticles were annealed in
an argon/ammonia mixture (N2/NH33: 5/95) at 510 °C in
three pressurized environments (1, 40, and 80 bar). The
nanoparticles maintained their core−shell structures and

exhibited an increase in the particle size and a change in
composition (Figure 1F−H). As shown in Figure 1E, higher
pressure increases the N content in the nanoparticles but
ultimately decreases the particle size. On the basis of the N
content in the nanoparticles, the molar ratio changes
drastically; the resultant nanoparticles are denoted as
Pt5 2Co48/C, Pt5 3Co45N2/C, Pt4 4Co42N14/C, and
Pt40Co36N24/C (Table 1). For all samples, in-house X-ray
diffraction (XRD) patterns exhibit the typical face-centered-
cubic (fcc) structure, with no phase segregation, corresponding
to Pt and its alloys with transition metals (JCPDS, No. 87-
0646) (Figure 1A). The position of the (111) peak of PtCo/C
shifts to a higher angle compared with that of Pt/C, indicating
that Co atoms with relatively smaller atomic sizes are
incorporated into the Pt lattice, causing compressive strain.
Interestingly, the nitriding pressure directly affects the full
width at half-maximum (fwhm) and position of the (111)

Figure 1. Structure and chemical composition characterization of PtCoN nanoparticles. (A) In-house XRD patterns of N−PtCo/C nanoparticles
together with the magnified profiles of the first XRD peak. (B) Cross section of a 3D model of a Pt40Co36N24/C nanoparticle. (C, D) EDS line scan
and corresponding EDS maps of a Pt52Co48/C nanoparticle. (E) N content of nanoparticles determined from EA analysis. (F−H) EDS line scans of
Pt53Co45N2/C, Pt44Co42N14/C, and Pt40Co36N24/C. The insets show the corresponding STEM images.

Table 1. Physicochemical Properties of Catalyst Based on X-ray Diffraction, Tunneling Electron Microscopy, Elemental
Analyzer Studies, and Electrochemical Dataa

sample
particle size

(nm)
N content metal

(%)
molar ratio
Co/N

lattice const
(nm)

Pt−Pt dist
(nm)

ECSA
(m2/gpt)

SA
(μA/cm2

Pt)
MA

(A/mgPt)

Pt/C (JM) 3.1 0.3930 0.2780 54.0 418.6 0.226
Pt52Co48/C 2.3 0.3837 0.2713 81.9 600.6 0.492
Pt53Co45N2/C 4.2 0.05 23.63 0.3843 0.2717 65.5 889.6 0.572
Pt44Co42N14/C 3.9 0.52 3.0 0.3856 0.2726 67.2 716.5 0.482
Pt40Co36N24/C 3.7 0.91 1.56 0.3880 0.2743 53.7 847.6 0.455

aSA, specific activity; MA, mass activity.
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peak. In particular, the fwhm increases and the (111) peak
position gradually shifts to a lower angle with an increase in the
nitriding pressure. This suggests that the nitriding pressure
changes the atomic structure of the catalyst particles while
relaxing the lattice mismatch between Pt skin and cobalt
nitride core (Table 1). Furthermore, X-ray photoelectron
spectroscopy (XPS) studies indicate that, compared with
metallic Pt, the Pt 4f peak in all samples shifts to a lower
binding energy (BE), likely owing to the charge transfer from
Co to Pt (Figure S2). Additionally, no peaks (∼399.8 eV) for
imides/lactams/amides are observed, indicating that most N in
the samples exists in the form of nitrides.
To gain further insights about how the as-synthesized PtCo

core−shell nanoparticles maintain their structures while
incorporating N atoms, we carried out ab initio molecular
dynamics (AIMD) studies to simulate the formation of the
CoN nanophase in the nanoparticle core. Before the
conduction of AIMD, the NH3 molecules were packed into a
unit cell with cuboctahedral PtCo nanoparticles under
pressures of 1, 10, and 45 bar by use of the COMPASSII
force field.27−29 We considered the entropic effect to identify
the continuous reaction process incorporated at a finite
temperature of 783 K. In the case of a single PtCo
nanoparticle, it is found that N atoms from the NH3 molecules
cannot penetrate the Co core even at a high pressure of NH3,
as shown in Figure S3 and Movie S1. Therefore, we tested the
case of formation of PtCoN core−shell nanoparticles through a
particle growth process involving the agglomeration of the
preformed PtCo fragments into nitride cores that are
consequently covered by a Pt shell. The results shown in
Figure 2A indicate that this is the likely mechanism of the
particle size increasing from ∼2.3 nm for pure PtCo
nanoparticles to ∼4.2 nm for Pt53Co45N2/C (Table 1).
Interestingly, AIMD studies are appreciably consistent with

the observation that two Pt12Co1 nanoparticles at 10 bar of
NH3 (e.g., 28.7 bar at 783 K) can spontaneously merge
without any considerable activation barrier.
The simulations indicate the formation of irregular particles

with a compressed Pt−Pt distance depending on the location
of nearby N atoms, as revealed by the atomic pair distribution
function (PDF) analysis and the reverse Monte Carlo
modeling (discussed below), thereby increasing the number
of N atoms that exist near the Pt sublayer.
In situ Co K edge X-ray absorption near-edge structure

(XANES) spectra of Pt52Co48/C, Pt53Co45N2/C, Pt44Co42N14/
C, and Pt40Co36N24/C nanoparticles (Figure 2B) were
obtained in 0.1 M HClO4 at a potential of 0.42 V. As the N
concentration increases, the peak intensity at 7724 eV starts
decreasing; the highest peak at 7727 eV is observed at a N
concentration of >14 at%. This change can be ascribed to a
change in the electronic structures of Co due to N doping. As
shown in Figure S7, the XANES spectra of CoO (Co2+) and
Co3O4 (Co

2.67+) exhibit the highest peaks at 7725 and 7729
eV, respectively; meanwhile, the highest peak for Pt40Co36N24/
C lies between them. Thus, the N doping of PtCo catalysts
alters the electronic state of Co, resulting in an increase in the
oxidation state. The increase in the oxidation state with an
increase in the N content is also supported by the data shown
in the inset of Figure 2B; half-step energy values (at 0.5 of the
normalized absorption in the XANES spectra) increase with an
increase in the N concentration. Figure 2C shows the in situ Pt
L3 edge XANES spectra of the PtCo/C and N−PtCo/C
catalysts measured in 0.1 M HClO4 at a potential of 0.42 V.
The intensities of the white lines (first peaks in XANES data)
change with the variation in the N content in the N−PtCo/C
catalysts. As shown in the inset of Figure 2C, the intensity
increases with increase in N concentration; it is higher than
that of a Pt foil but lower than that of the PtCo/C catalyst. The

Figure 2. Molecular dynamics simulations and XANES analysis of PtCoN nanoparticles. (A) Ab initio molecular dynamics results showing the
agglomeration of two Pt12Co1 particles in an NH3 environment (e.g., 28.7 bar at 783 K). (B) In situ Co K edge XANES spectra of PtCo/C and N−
PtCo/C catalysts measured in 0.1 M HClO4 at 0.42 V. The inset shows the half-step energy values (at 0.5 of the normalized absorption in the
XANES spectra) of N−PtCo/C catalysts. (C) In situ Pt L3 edge XANES spectra of PtCo/C and N−PtCo/C catalysts measured in 0.1 M HClO4 at
a potential of 0.42 V. The inset shows the intensity of white lines of the XANES spectra plotted as a function of N concentration.
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change in white line intensity is related to the d-band structure
in Pt. It is well-known that higher intensities correspond to an
increase in d-band vacancy;30−32 that in turn lowers the
adsorption of the intermediate molecules (such as OOH and
OH) on the Pt surface.33,34 Thus, N doping can weaken the
interaction of the Pt surface with oxygen, compared with that
of bulk Pt. However, the effect is not as strong as that for the
PtCo/C catalyst as the white line intensity for the N−PtCo/C
catalysts is lower than that of PtCo/C and varies with the N
content. The XANES data suggest that N doping in N−PtCo/
C alters the electronic states of Co and Pt, resulting in
moderate adsorption strength of oxygen on the Pt surface.
To comprehensively understand the particle structure, high-

energy synchrotron XRD experiments coupled with atomic
PDF analysis were carried out. Experimental PDFs (Figure S8)
were fit with 3D models for the nanoparticles using classical
molecular dynamics (MD) simulations and were further
refined against the experimental PDF data by employing
reverse Monte Carlo modeling. Cross sections of the models
emphasizing the core−shell characteristics of the particles are
shown in Figure 3. The models exhibit a distorted fcc-type
structure and reproduce the experimental data in exceedingly
good detail (Figure S8). The bonding distances between the
surface Pt atoms and surface Pt coordination numbers
extracted from the models are also shown in Figure 3. As
observed, PtCo core−shell particles exhibit large structural
distortions (∼1.8%). The surface Pt−Pt distance in Pt53Co45N2
is 2.739 Å, which is approximately 1.5% shorter than the
surface Pt−Pt distances in bulk Pt (2.765 Å). Furthermore, the
surface Pt−Pt distance in PtCo is 2.731 Å, indicating 0.3%
more strain compared with the strain observed in the
Pt53Co45N2 particles. This indicates that N relaxes the
compressive stress in PtCo core−shell particles. Moreover,
the average surface Pt coordination number for the particles

with CoN cores increases and becomes more evenly
distributed than in the case of pure Pt particles; that is, the
surfaces of N-treated particles appear less rough (fewer
undercoordinated sharp edges and corners), which can affect
the binding strength of oxygen molecules to the particle surface
and accelerate the ORR kinetics. As expected, the N-treated
particles show an increased number of N atoms located near
the Pt shell, which explains the increased stability of the
nanoparticles compared with those of pure Pt and PtCo
particles.
The electrochemical performances of all the catalysts were

compared using cyclic voltammetry (CV) curves (Figure S4).
The incorporation of Co into the Pt nanoparticles increases
the ECSAs of the catalysts, while that of N into the PtCo
nanoparticles decreases their ECSAs (Figure 4A). A slightly
different trend was observed with respect to the specific and
mass activities of the catalyst (Figure 4B). The PtCo/C
catalyst with low nitrogen content shows the highest activity
among the catalysts; however, an increase in N content does
not drastically change its catalytic behavior. Our study was
mainly focused on achieving structural stability of the catalyst.
AST cycles at 0.6−0.95 V and 3 s hold were employed for each
catalyst. All N-infused PtCo/C catalysts showed higher
stability and activity compared with commercially available
Pt/C and PtCo/C catalysts (Figure S5). The catalyst with the
highest N amount (Pt40Co36N24/C) retained 93% of its ECSA,
with a decrease of only 6 mV in its initial half-wave potential
after 30 000 cycles. To further investigate the structural
integrity of all the catalysts, we cycled them until the ORR
activity decreased to half its initial value. As observed in Figure
4C, most of the N-infused catalysts retained their structures up
to 230 000 cycles; however, the catalyst with the highest
amount of N (Pt40Co36N24/C) retained its structural integrity
until 1 000 000 cycles and lost just 44 mV from its initial half-

Figure 3. Results from synchrotron XRD experiments coupled to atomic PDF analysis and 3D modeling. (A) Surface Pt−Pt distances and (B)
coordination numbers in PtCo core−shell particles extracted from (C) 3D models refined against experimental atomic PDFs. Pt, Co, and N atoms
are shown in gray, blue, and red, respectively.
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wave potential (Figure S6). Fuel cell (25 cm2) performance
tests with 0.1 mg cm−2 Pt content showed promising results
(Figure 4D,E). The Pt40Co36N24/C catalyst achieves the U.S.
Department of Energy durability target of a 30 mV voltage
drop at 0.8 A cm−2 after 30 000 ASTs (Figure 4H). Moreover,
considering the particle size growth after 30 000 ASTs, the
PtCo nanoparticles grew by 41% from their initial average size
(Figure 4F), whereas the N-infused PtCo nanoparticles grew
by 21%, confirming that N plays a key role in impeding
nanoparticle coarsening (Figure 4G). As previously reported,26

DFT-based studies clearly support the higher ORR activities of
nitride-stabilized Pt−metal electrocatalysts over Pt/C catalysts.
Their volcano-like trends show that the interactions of Pt/C
and PtCo/C with oxygen are significantly stronger and weaker,
respectively, compared with those of PtCoN/C. The out-
standing stability of high-pressure N-infused PtCoN/C
catalysts can be easily explained on the basis of our resent
DFT findings.10 The segregation effect of Pt facilitated by the
higher N concentration in turn facilitates the diffusion of Pt
atoms to the vacant sites of the outermost shell, preventing

Figure 4. Electrochemical performance and durability of the catalysts. (A) Electrochemical surface area and (B) specific and mass activity at 0.9 V.
(C) Normalized ECSA of the samples under ASTs. Inset shows EDS line scans of samples with varying N content (0.05−0.91 wt%) after ASTs.
Fuel cell performance and durability of (D) Pt52Co48/C and (E) Pt40Co36N24/C catalysts. (F, G) Nanoparticle size histograms of the catalysts
before and after 30 000 ASTs. (H) Fuel cell comparisons of the voltage drop in catalysts after 30 000 ASTs at various current densities.
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dissolution. Evidently, these results demonstrate the enhanced
catalytic stability of the Pt40Co36N24/C catalyst over the other
N-infused PtCo catalyst.

■ CONCLUSION
We exhibited that nanostructured core−shell materials with
high contents of N in their cores can be engineered to sustain
harsh and oxidative electrochemical environments during fuel
cell operation. X-ray experiments and PDF analyses revealed
that a high N content could protect the Co core against
dissolution. The sustainment of 1 million cycles after harsh and
corrosive ASTs without significant dissolution facilitates the
potential industrial scale application of the catalysts. This
strategy presents a promising approach to develop cheap and
ultradurable core−shell catalysts using other 3d transition
metal cores.
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