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ABSTRACT: Developing low-cost and robust hydrogen oxidation
reaction (HOR) electrocatalysts is urgent for anion exchange
membrane fuel cells (AEMFCs). Herein, we report an efficient Ni-
based catalyst for HOR in alkaline electrolyte, which features an
ultrafine Ni nanoparticle (3.7 nm) core and an ultrathin N-doped
carbon shell (0.36 nm). The optimized catalyst exhibits both
excellent activity (24.4 A g”'\; @ 17 = S0 mV and exchange current
density of 38 uA cm™2;) and superior stability for the HOR.
Theoretical calculations reveal that the d-band state of Ni
encapsulated in ultrathin N-doped carbon shell is downshifted,
with optimal binding energies of OH,4 and H,4, leading to a low
limiting energy pathway for HOR.
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Anion exchange membrane fuel cells (AEMFCs) have
attracted increasing attention, owing to their potential to
utilize nonplatinum group metal (NPGM) electrocatalysts and
thus reduce the cost of fuel cells.'™ Although the hydrogen
oxidation reaction (HOR) is quite fast in acidic media over Pt,
it is kinetically 2 orders of magnitude slower in alkaline media,
which becomes the bottleneck for the development of
AEMFCs."™® Therefore, it is urgent to develop low-cost yet
highly efficient and stable HOR electrocatalysts in alkaline
media.

For the HOR process in alkaline media, an H, molecule first
dissociates with the formation of surface H,4 via either a Tafel
step (H, + 2 M = 2M-H_4) or a Heyrovsky step (H, + OH™ +
M = M-H,4 + H,O + e7) and then undergoes a Volmer step
(M-H,y + OH™ = H,0 + e- + M).”'” On the basis of the
Sabatier principle, a moderate binding energy of reaction
intermediates over catalyst surfaces (i.e., hydrogen binding
energy (HBE) and hydroxide binding energy (OHBE)) is
preferred to achieve a high activity."'~'” Ni-based catalysts
have attracted plenty of interest because of a reasonable HOR
activity and abundant resources on earth. However, the Ni
surface is known to be too active for both hydrogen and
oxygen, so the strong binding with H,4 and OH,4 results in
considerable activity disparity between the state-of-the-art Ni
catalyst and the commercial Pt benchmark, and poor stability
associated with surface passivation. To suppress the strong
interaction of the 3d orbital of Ni with the intermediates (i.e.,
H,;, OH,4), some strategies, such as alloying, nitriding,
heterostructured design, and strain engineering, have been
proposed.ls_25 Recently, it has been reported that HBE over
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Ni surface could be modulated by tuning the d band states of
Ni via manipulating the Ni—support interaction.”*™>* Yan’s
group demonstrated that Ni nanoparticles (NPs) supported on
N-doped carbon nanotubes are highly active for the HOR in
alkaline media.”” Furthermore, first-principles calculations
confirmed the enhanced interaction between metal and
heteroatom-doping graphene leads to downshift of the d
band center of Ni and thus weakened adsorption of
intermediates, and it was consequently predicted that the
interfacial sites of Ni/N-graphene were most active for HOR.”
According to these findings, presumably there is a great chance
to obtain highly active Ni catalysts with modulated d band
states by minimizing Ni particle size, taking advantage of
abundant interfacial active sites and optimized electronic
structure.

To address the stability issue of the Ni catalyst,
encapsulation of transitional metal NPs into a protected shell
is considered a promising approach. Gao et al. reported that
hexagonal boron nitride (h-BN) shell encapsulated Ni NPs
displayed more promising HOR catalytic activity and stability
than pure Ni’° The Zhuang group also demonstrated
improved antioxidation capability of Ni particles (16 nm) in
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Figure 1. Ilustration of preparation route for Ni@NC/PEI-XC.
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a Ni-carbon composite with a core—shell structure.”’ Taken
together, integrating ultrafine and highly uniform Ni NPs
encapsulated in a N-doped carbon shell is reasonably expected
to deliver favorable HOR catalytic behavior. However, most of
the traditional encapsulated metal catalysts are synthesized by
mixing transitional metal precursors and carbon sources
together, followed by a thermal treatment.””*® These
approaches could not simultaneously control the metal particle
size and the carbon shell thickness. To the best of our
knowledge, ultrafine Ni NPs smaller than 5 nm encapsulated in
ultrathin heteroatom-doped carbon have never been synthe-
sized for electrocatalyzing HOR. Herein, we fabricate a unique
core—shell structured Ni catalyst with ultrafine Ni NPs (3.7
nm) as the core and N-doped carbon as the shell (denoted as
Ni@NC/PEI-XC). Such a distinctive structure enables both a
large specific surface area and moderate HBE and OHBE,
leading to a high HOR activity. Moreover, the ultrathin
heteroatom-doped carbon shell protects the metallic Ni against
oxidation, resulting in satisfactory stability.

The preparation route for the Ni@NC/PEI-XC catalyst is
illustrated in Figure 1. First, colloidal Ni particles were
synthesized by a modified polyol method referred to previous
works.””** To obtain well-dispersed Ni NPs on the carbon
support, carbon black (Vulcan XC72, abbreviated as XC) was
modified previously by polyethylenimine (PEI), which is a
cationic polymer with abundant amino groups. After
depositing Ni NPs on the PEI modified XC (PEI-XC), the
sample experienced a polydopamine (PDA) coating process,
followed by a thermal treatment, to obtain the Ni@NC/PEI-
XC catalyst. For comparison, Ni/XC (without PEI mod-
ification and PDA coating) and Ni/PEI-XC (without PDA
coating) were also synthesized (see the Experimental Section
in the Supporting Information for details).

The Ni particles in both Ni@NC/PEI-XC and Ni/PEI-XC
distributed uniformly on the carbon support, as displayed in
the TEM images in Figure 2a and Figure Sla, benefiting from
the abundant amino groups in PEI, which can anchor metals.
In contrast, Ni NPs in Ni/XC (Figure S1b) show obvious
agglomeration with a larger particle size of 7.2 nm. The
particles in Ni@NC/PEI-XC with a coating time of 15 min are
as small as 3.7 nm on average, and a further high-resolution
TEM (HRTEM) image (Figure 2b) clearly exhibits a Ni-core/
carbon-shell structured particle. The carbon shell is about 0.36
nm, and the core is metallic Ni based on the interplanar
spacing of 0.20 nm corresponding to Ni (111) planes (Figure
2c). The core—shell structure is more obvious for Ni@NC/
PEI-XC-30 min and Ni@NC/PEI-XC-60 min, as shown in
panels d and e, respectively, of Figure 2, with an increase in
thickness of the carbon shells to 1.00 and 1.43 nm, together
with a larger average particle size (4.8 and 5.0 nm). If the PDA
coating time is shortened to 5 min, the core—shell structure is
indistinguishable (Figure S2). Hence, it shows clearly that the
thickness of the carbon shell could be controlled by varying the
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Figure 2. (a) TEM image of Ni@NC/PEI-XC. The inset is the
histogram distribution of particle size. (b) HRTEM image of a single
particle in Ni@NC/PEI-XC. (c) Enlarged view of the selected area of
(b). (d) HRTEM image of a single particle in Ni@NC/PEI-XC-30
min (e) HRTEM image of a single particle in Ni@NC/PEI-XC-60
min (f) XRD patterns of Ni@NC/PEI-XC, Ni/PEI-XC, and Ni/XC
catalysts (g) High-resolution Ni 2p XPS spectra of Ni@NC/PEI-XC,
Ni/PEI-XC, and Ni/XC. (h) High-resolution N 1s XPS spectrum of
Ni@NC/PEI-XC and Ni/PEI-XC.

PDA coating time. The X-ray diffraction patterns (Figure 2f,
Figure S3) confirm metallic Ni with a face-centered cubic (fcc)
structure (JCPDF#040850) exists in all the Ni-based catalysts,
with the diffraction peaks at 44°, 51° and 76° assigned to
(111), (200), (220) planes, respectively, and the peak at 25° is
assigned to graphitic carbon (JCPDF#261079). Compared
with Ni/XC and Ni/PEI-XC, Ni@NC/PEI-XC samples
possess much broader diffraction peaks, indicating smaller Ni
particles, due to the protection of the PDA coating layers
avoiding Ni aggregation during the post thermal-treatment,
which is agreeable to the TEM results. The X-ray photo-
electron spectrum (XPS) in Figure S4 reveals the coexistence
of elements C, N, O, Ni in the Ni@NC/PEI-XC. The high-
resolution Ni 2p;,, XPS spectrum of Ni@NC/PEI-XC (Figure
2g) could be deconvoluted into four peaks locating at 852.9,

https://doi.org/10.1021/acscatal.1c01284
ACS Catal. 2021, 11, 74227428


https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acscatal.1c01284/suppl_file/cs1c01284_si_001.pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig1&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.1c01284?fig=fig2&ref=pdf
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.1c01284?rel=cite-as&ref=PDF&jav=VoR

ACS Catalysis

pubs.acs.org/acscatalysis

854.1, 855.8, and 861.4 eV, assigned to Ni’, Ni** in NiO and
Ni (OH),, and the satellite peaks, respectively. Compared with
Ni/XC and Ni/PEI-XC, the Ni’ peak of Ni@NC/PEI-XC
shifts toward higher binding energy by 0.1 eV, indicating a
stronger metal—support interaction by electrons transferring
from Ni to the support.'” The presence of Ni** species in both
samples are attributed to Ni oxides that formed inevitably in
the air due to surface oxidation. The ratio of Ni° to Ni** on the
surface of Ni@NC/PEI-XC is 20.4%, which is similar to that of
Ni/XC (19.0%), indicating the similar initial states of Ni
species. The high-resolution N 1s spectrum of Ni@NC/PEI-
XC displays a peak centered at 400.02 eV (Figure 2h)
corresponding to pyrrolic N in the PDA derived carbon shell.*®
Comparatively, Ni/PEI-XC exhibits two peaks located at 398.5
and 400.3 eV, which are attributed to the C=N and amine N
species from PEL*%*’

The electrocatalytic activities of the Ni-based catalysts for
the HOR were evaluated by using a rotating disk electrode
(RDE) in H,-saturated 0.1 M KOH electrolyte. Figure 3a
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Figure 3. (a) HOR LSV curves of Ni@NC/PEI-XC, Ni/PEI-XC, Ni/
XC catalysts, and Pt benchmarks in H,-saturated 0.1 M KOH at a
scan rate of 1 mV s™' and rotation rate of 2500 rpm The loading of
the Ni-based catalyst is 255 ,ugcatcmgeo_z. (b) Polarization curves of
Ni@NC/PEI-XC at different rotation rates. Inset is the corresponding
Koutecky—Levich plot at SO mV. (c) The corresponding Tafel plots.
(d) Comparison of mass normalized kinetic current densities and
specific exchange current densities of Ni@NC/PEI-XC to some
reported Ni catalysts.

shows the HOR polarization curves of the Ni-based catalysts. A
Pt bulk electrode with a diameter of S mm and 20%Pt/C
(Johnson Matthey) were used as the benchmark. The Pt
loading on the GC electrode was 12.5 ﬂgptcmgeo_z. The HOR
current density increases following the sequence of Ni/XC <
Ni/PEI-XC < Ni@NC/PEI-XC. Ni@NC/PEI-XC exhibits the
highest HOR activity, which is superior to that of the Pt bulk
electrode (diameter of S mm) and competitive with the
commercial Pt/C catalyst with low catalyst loading. We note
that the different apparent HOR activities between the two
benchmark Pt catalysts should be attributed to their differences
in Pt surface area (Figure SS). The HOR current density of
Ni@NC/PEI-XC increases with the rotation rates (Figure 3b).
As shown in the inset of Figure 3b, by fitting the Koutechy—
Levich plots (data collected at #7 = SO mV), a straight line with
a slope of 13.22 cm®* mA™2 rpm'/? could be obtained, which is
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in good accordance with the values reported in literature.*®
The kinetic current density (j) of the HOR over Ni@NC/
PEI-XC determined from the reciprocal of the y-intercept of
the fitting line is 2.12 mA cm_zgeo. By normalizing the HOR
currents to the mass of Ni determined by the inductively
coupled plasma-optical emission spectroscopy (ICP-OES)
(Table S1), the HOR activity of Ni@NC/PEI-XC is 24.4 A
g '\y making it among the most active Ni-based electro-
catalysts reported to date (Table 52)."*~*"*7*%* Furthermore,
the exchange current densities, which reflect the intrinsic HOR
activity, were acquired from the Tafel plots (Figure 3c)
according to the Bulter—Volmer equation. Ni@NC/PEI-XC
exhibits an exchange current density of 7.84 A g~'y;, which is
more than twice that of Ni/XC (Figure S6). Moreover, the
electrochemical surface area (ECSA) of the catalysts were
estimated from the base CVs of Ni@NC/PEI-XC and Ni/XC
(Figure S7) based on the cathodic peak of a-Ni(OH),
reduction by assuming a monolayer with specific charge of
514 uC cm 2" Ni@NC/PELI-XC exhibits a high ECSA of
2041 m’g 'y, as compared with 9.37 m?g~'y; for Ni/XC,
demonstrating abundant active sites exposing, taking advantage
of the ultrafine Ni NPs. Even excluding the influence from the
ECSA, the j, of Ni@NC/PEI-XC (38 pA cm™2) is also
higher than most of the reported Ni-based catalysts for HOR.
(Table S2) As shown in Figure 3d, Ni@NC/PEI-XC in this
work exhibits superior HOR performance in both mass activity
and specific activity. To demonstrate the practical application
of the Ni@NC/PEI-XC catalyst, a membrane electrode
assembly (MEA) using Ni@NC/PEI-XC as the anode
electrocatalyst was fabricated and evaluated. The discharge
and power density curves are shown in Figure S8. The H,—0O,
AEMFC exhibits an open circuit voltage (OCV) of 1.02 V and
a peak power density of 241 mW cm ™%, which is among the
best PGM-free anode based AEMFCs, demonstrating the
promisin§ potential application of the Ni@NC/PEI-XC
catalyst," 3!

The carbon shell thickness influences the HOR activity.
According to the HOR polarization curves and the Tafel
slopes, the ECSA in Figure S9, and the ECSA normalized
exchange current density of the Ni@NC/PEI-XC catalysts
with different carbon shell thicknesses in Figure S10, it is
concluded that thinner carbon shells result in higher HOR
activity. The carbon shell thickness as well as particle size,
specific activity, and mass activity of HOR on the all the Ni
catalysts in this work are summarized in Table S3, showing that
as the carbon layer thickness decreases from three to one layer,
the intrinsic HOR activity increases by more than 100%. It is
reasonable considering the interaction between metal and
carbon layers would decline with increasing shell thickness.*” It
should be mentioned that the ultrathin carbon shell of the Ni@
NC/PEI-XC catalyst was derived from the pyrolysis of
polydopamine, which is porous and permeable to the reactant
gas molecules and ions. To verify this, SCN™, a strong metal-
coordination agent, was employed to detect the Ni active sites.
The HOR polarization curves were tested in H,-saturated 0.1
M KOH electrolyte containing S mM KSCN on Ni/PEI-XC
(without PDA coating), Ni@NC/PEI-XC, and Ni@NC/PEI-
XC-60 min catalysts. (Figure S11) All the catalysts exhibit a
decreased HOR activity after introducing SCN~ in the
electrolyte, demonstrating the critical role of Ni-related active
sites. As shown in Figure S12, Ni@NC/PEI-XC retains 29% of
the activity in the SCN™ containing electrolyte, which is almost
equal to that of Ni/PEI-XC, indicating the efficient SCN™
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transport across the ultrathin carbon coating layer. Ni@NC/
PEI-XC-60 min with the thickest carbon shell retains 80% of
the activity, suggesting that carbon shells might restrict the ion
transport if they are too thick. The results suggest that the
unique architecture of the core—shell Ni@NC/PEI-XC
catalyst is efficient in mass transfer.

To investigate the stability of Ni@NC/PEIL-XC catalyst, an
accelerated degradation test (ADT) was carried out in H,-
saturated 0.1 M KOH electrolyte by scanning from —4—100
mVyyg for 6000 cycles. The HOR polarization curves on Ni@
NC/PEI-XC, Ni/PEI-XC and Ni/XC during the ADT test
were recorded (Figure 4a, Figure S13a and S13b). Taking the
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Figure 4. (a) Polarization curves of Ni@NC/PEI-XC during ADT
test in H,-saturated 0.1 M KOH with a scan rate of 1 mV s™' and a
rotation rate of 2500 rpm. (b) Current density taken at S0 mV for Ni/
XC and Ni@NC/PEI-XC catalyst during the ADT test. (c) High-
resolution N 1s XPS spectra of Ni@NC/PEI-XC after ADT (denoted
as Ni@NC/PEI-XC-aging) (d) High-resolution N 1s XPS spectra of
Ni/XC after 2000 cycles of ADT (denoted as Ni/XC—aging).

current density at # = 50 mV, for example, after the ADT test,
Ni@NC/PEI-XC shows a mitigated degradation, retaining
67% of the activity. For comparison, the HOR activity of Ni/
PEI-XC is at 58% the original density, while Ni/XC activity
dramatically reduced by more than 60% after 6000 cycles
(Figure 4b). The improved stability of Ni@NC/PEI-XC is also
confirmed by the anodic oxidation peak at around 0.2 V in the
CV profiles, related to the OH™ oxidative adsorption. As
shown in Figure S14, the anodic peak is more positive for Ni@
NC/PEI-XC than that for Ni/XC, indicating the improved
antioxidation ability and thus better stability for the carbon-
layered enveloped catalyst. Further, XPS analysis of the catalyst
after 2000 cycles of ADT was conducted. As shown in Figure
4c,d, most Ni° was retained in Ni@NC/PEI-XC, while only
11.4% of Ni® was left in Ni/XC after the aging test. This
provides clear evidence that the N-doped carbon shell
effectively protects the surface Ni° against oxidation during
the electrochemical process. The corresponding XRD (Figure
S$15) and (HR)TEM (Figure S16) images after the aging test
confirmed the morphology and phase structure of Ni@NC/
PEI-XC remained, demonstrating the robustness of the Ni@
NC/PEI-XC catalyst.

To understand the superior activity of Ni@NC/PEI-XC
catalyst, density functional theory (DFT) calculations were
performed. A set of confined models with overlayers (graphene
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and N-doped graphene), as well as the pristine Ni (111)
surface, were structured to study the HOR activity trend,
namely, Ni-Gr, Ni-NGr (graphitic N), Ni-NGr-1 (pyridinic
N), Ni-NGr-2 (pyrrolic N), and Ni (111). The optimized
lattice constant of graphene and Ni is 2.46 and 3.524 A, which
is consistent with experimental values.*”* For Ni-Gr, Ni-NG,
and Ni-NGr-1, a (5§ X 3) Ni (111) supercell with (5 X 3)
graphene overlayer was used for calculations. For Ni-NGr-2, a
(5 x 5) Ni (111) supercell with (5 X 5) graphene overlayer
was used for calculations. For Ni, a (5 X 3) Ni (111) supercell
was used for calculations. The Monkhorst—Pack k-point of 2 X
2 X 1 was used for Ni-NGr-2, and a Monkhorst—Pack k-point
of 2 X 4 X 1 was used for all the other structures. All the
theoretical structures are shown in Figure S17. The calculated
adsorption energies of all intermediates on all surface models
are listed in Table S4. We have considered two major reaction
paths (see Theoretical calculations part in Supporting
Information for details), and the G, jH* and G_4H,0* were
chosen as two independent descriptors. Therefore, the
adsorption energies of OH*could be correlated with those of
H* and H,0* (Figure Sa), in the format of G,4OH* = 3.02 X
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Figure 5. (a) The scaling relations for adsorption energies. (b) The
projected d-band states of Ni atoms of Ni and Ni-NGr-2. (c) The
projected sp-states of H atom of H/Ni and H/Ni-NGr-2. (d) Two-
dimensional reaction phase diagram displaying an activity map for
HOR. (e) Free energy diagrams of HOR on Ni and Ni-NGr-2.

G, H* + 040 X G4H,0% + 1.28 (R* = 0.96). To further
investigate the effect of N-doped graphene overlayer, the
projected density of states (PDOS) was calculated for Ni-NGr-
2 and Ni (Figure Sb,c). We found a downshift (—1.23 eV to
—1.25 eV) of the d-band center of Ni atoms of the Ni-NGr-2
interface and an upshift in sp-states of the H atom of H/Ni-
NGr-2 structures, which explain the weaker adsorption energy
with the addition of N-doped graphene.”* The weakened
hydrogen adsorption on Ni@NC/PEI-XC to Ni/PEI-XC has
also been experimentally evidenced by H, adsorption
isotherms measurements. As depicted in Figure S18, Ni/PEI-
XC exhibits stronger adsorption than Ni@NC/PEI-XC at
chemisorption dominated the low-pressure region, indicating a
stronger binding energy of hydrogen on Ni/PEI-XC than Ni@
NC/PEI-XC. The above results are in good accordance with
the XPS spectra, in which the upshifted binding energy of Ni
2p of Ni@NC/PEI-XC suggests an interfacial electron transfer
from Ni to supports. Such metal—support interaction has also
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been observed on P—Rh/C, NiN;/C, and other catalysts.l‘)’38
The decrease in electron density of Ni might cause a downshift
of the d band center, which consequently weakened the HBE
and OHBE. For an accurate description of the HOR activity, a
two-dimensional reaction phase diagram was established
(Figure 5d), as the reaction free energies (AG) of all
elementary steps could be linearly correlated with G,4 H*
and G,q H,O0*.** The activity map shows that the adsorption
energies are weakened on the confined structures, which is
consistent with previous theoretical and experimental
works.***® The activity map contains two regions with Ni-
NGr-2 exhibiting a higher HOR activity, which represents two
different reaction pathways, as shown in panels a and b,
respectively, of Figure S19. This is in good agreement with our
experimental results showing the Ni@NC/PEI-XC outper-
forms the Ni/XC catalyst toward HOR. The strain on the
graphene overlayer and Ni substrate is uniform (0.64% and
—0.64%, respectively) because of lattice mismatch. This strain
will change slightly the absolute adsorption energy (AE,JH* =
0.01 eV; AE,,OH* = 0.03 eV; AE,H,0* = 0.01 eV), while
the relative energy variation is still valid to understand the
confined effect of the N-doped graphene overlayer. Further-
more, the free energy diagram (Figure Se) shows the optimal
pathway of HOR on Ni and Ni-NGr-2, derived from reaction
phase diagram analysis. A bifunctional mechanism is
considered for Ni/XC, since two intermediate OH* and H*
are involved in the reaction pathways. However, HBE is
dominant on Ni@NC/PEI-XC because of the much weaker
OH adsorption. It is interesting to note that the AG-
determining steps are different for Ni and Ni-NGr-2. The
AG-determining step for Ni is H,O0* — H,0 + *, while the
AG-determining step for Ni-NGr-2 is H* + OH™ — H,0 + *
+ e”. Further, the AG of the AG-determining step on Ni-NGr-
2 is just 0.18 eV, which is much smaller than that on Ni (0.39
eV). This result suggests the enhanced performance of Ni@
NC/PEI-XC is mainly delivered from the modulated electronic
structure by confinement of N doped carbon layer, which
effectively optimized the adsorption of H,4 and OH,4 and led
to small limiting energy during the HOR process.

In summary, we synthesized ultrathin layered N-doped
carbon encapsulated ultrafine nickel nanoparticles as small as
3.7 nm (Ni@NC/PEI-XC). The unique core—shell architec-
ture of the Ni@NC/PEI-XC catalyst endows it an extra-
ordinary intrinsic activity toward HOR in alkaline electrolyte,
with a high current density of 24.4 A g™'y; at the overpotential
of 50 mV and a large exchange current density of 38 pA
cm™%y;. Most of all, Ni@NC/PEI-XC presents good stability
for the HOR in the 6000 cycles of the ADT test. Combining
both the experimental results and theoretical calculations, the
remarkable activity and stability of Ni@NC/PEI-XC are
attributed to both the abundant active sites in the ultrafine
Ni particles and the advantageously modulated electronic
structure in the unique core—shell structure. This work not
only provides an effective strategy to design highly active and
stable NPGM anodic electrocatalysts for AEMFCs but also
sheds light on the underlying structure—activity relationship of
HOR electrocatalysts.
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