Industrial
Chemistry
& Materials

7 ROYAL SOCIETY
PN OF CHEMISTRY

View Article Online

View Journal | View Issue

Polyaniline-derived carbon nanofibers with a high
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At present, the catalysts commercially used for the oxygen reduction reaction of the cathode of proton
exchange membrane fuel cells (PEMFCs) are carbon-supported platinum-based catalysts. However, the
carbon supports are susceptible to corrosion under harsh working conditions, which greatly shortens the
life of the catalysts. Highly stable carbon supports are urgently required for high-performance PEMFCs. In
this work, we developed structure-stable and highly graphitized three-dimensional network carbon
nanofibers (CNF) derived from polyaniline by heat treatment at 1200 °C. The CNF-1200-based catalyst
(PtNi/CNF-1200) loaded with PtNi nanoparticles showed excellent stability. After 5000 cycles from 1.0 to
1.5 V in oxygen saturated 0.1 M HCLO,4 electrolyte, the losses in the half-wave potential and mass activity
were only 5 mV and 15%, respectively, far lower than those of commercial Pt/C. The high graphitization
degree of CNF-1200 promotes the corrosion resistance of the catalyst. In addition, nitrogen doping
effectively facilitates the catalyst-support interaction, stabilizes the highly dispersed PtNi nanoparticles, and
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1 Introduction

Proton exchange membrane fuel cells (PEMFCs) are favoured
for the commercialization of fuel cell vehicles owing to their fast
start-up speed, low operating temperature, and high energy
conversion efficiency. Moreover, the clean feedstocks and
products associated with PEMFCs play a pivotal role in
achieving carbon peak and neutrality targets.”> However, the
sluggish kinetics of oxygen reduction reaction (ORR) occurring
at the cathode is a critical factor hampering the commercial
deployment of PEMFCs.>® Presently, commercial oxygen
reduction catalysts for PEMFCs are mainly carbon-supported
platinum-based catalysts, which are composed of Pt or Pt alloy
nanoparticles dispersed on carbon materials.” Unfortunately, in
addition to the high price of platinum, carbon-supported
platinum-based catalysts have the disadvantages of low activity
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improves the stability and activity of PtNi/CNF-1200.

Keywords: Support stability; Graphitization degree; Nitrogen doping; Oxygen reduction reaction.

and poor stability.*'® Especially in terms of stability, current

commercial platinum-carbon catalysts is difficult to meet the
DOE target for support stability with respect to the loss of mass
activity (MA) <40% after 5000 cycles at the potential range of
1.0-1.5 V."*™® Therefore, improving the stability of platinum-
carbon catalysts is of great significance for its large-scale
application.

The decline in the activity of platinum-carbon catalysts
during ORR can be attributed to the dissolution and
agglomeration of Pt nanoparticles, as well as the corrosion of
carbon supports, both of which decrease the number of active
sites, thereby reducing the catalyst activity."*** The corrosion of
carbon support also hinders the transmission of proton,
electron, and gas, resulting in irreversible performance loss.*’
In order to improve the activity and durability of Pt-based
catalysts, a variety of approaches have been explored, including
constructing core-shell structures, and alloying Pt with
transition metals (M), especially the intermetallic PtM
nanoparticles.”’ > However, the issue of carbon support
corrosion has usually been ignored. Black Pearls 2000 and
KetjenBlack EC-600-JD are presently-used commercial carbon
supports, but they both possess amorphous carbon structure
with a low degree of graphitization, resulting in the
susceptibility to oxidation and corrosion under harsh operating
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conditions, ultimately leading to poor catalyst performance in
fuel cells.”®> Graphene is a promising carbon support due to its
high conductivity and specific surface area. However, it is prone
to agglomeration and poor dispersion.***” Carbon nanotubes,
on the other hand, have excellent electrical conductivity and
corrosion resistance, but they are difficult to anchor catalysts
due to their chemical inertness.”®?° Therefore, there is an
urgent need to develop corrosion-resistant carbon supports for
stabilizing Pt-based nanoparticle, which would facilitate the
creation of high-performance Pt-based catalysts.

Herein, we reported a three-dimensional network carbon
nanofibers (CNF) with a high degree of graphitization as a
robust carbon support for platinum-carbon catalysts. The CNF
network was fabricated via high temperature treatment of three-
dimensional network polyaniline (PANI) nanofibers synthesized
by the one-step hydrothermal method. After loading PtNi
nanoparticles, the PtNi/CNF-1200 catalyst exhibited a high
catalytic activity with a half-wave potential (E;/,) of 0.919 V and
mass activity (MS) of 0.52 A mgp, . Furthermore, the PtNi/CNF-
1200 catalyst demonstrated impressive stability, with only a 2.9
mV and 38% decrease in E,;;, and MS, respectively, after 30 000
cycles of low potential (0.6-1.0 V). These properties far exceeded
those of commercial Pt/C. More importantly, only 5 mV and
15% were observed in E;,, and MS of PtNi/CNF-1200 after 5000
cycles of high potential (1.0-1.5 V). The excellent stability of the
CNF-1200 was attributed to the high degree of graphitization,
which enhanced the corrosion-resistant ability at high oxidation
potentials. The three-dimensional network structure of CNF
together with its abundant N dopant facilitated the uniform
dispersion of nanoparticles and enhanced the anchoring effect
between the support and the nanoparticles.

2 Results and discussion

Fig. 1 illustrates the preparation process of the PtNi/CNF-
1200 catalyst introduced in this study. First, we synthesized
polyaniline (PANI) precursors by using ammonium persulfate
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Fig. 1 Schematic illustration of the fabrication of PtNi/CNF-1200.
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as an initiator along with aniline as the monomer. The PANI
fiber was further stabilized by the hydrothermal method. The
results of Fourier transform infrared (FTIR) spectroscopy
spectrum (Fig. Slat) and X-ray diffraction (XRD) pattern (Fig.
S1bf) confirmed the successful synthesis of PANI with a
uniform distribution and an average diameter of 30 nm (Fig.
Sict). Next, the PANI precursors were heat-treated under
argon flow at 1200 °C for 1 hour, resulting in the
transformation of the PANI precursors into carbon
nanofibers. The carbon nanofibers were later pickled with 0.5
M H,SO, to remove any impurities and heat-treated at 600 °C
for 2 hours to enhance the stabilization of the carbon
structure. The final product was labelled as CNF-1200 which
exhibited a three-dimensional network structure with an
average diameter of 29 nm (Fig. S1d¥). The XRD pattern (Fig.
S1bt) for CNF-1200 indicated the presence of two broad
diffraction peaks at ~25° and ~43°, corresponding to the
(002) and (100) faces of graphitic carbon (PDF#41-1487),
respectively, suggesting that the CNF-1200 exhibited certain
graphitization characteristics. Finally, PtNi/CNF-1200 was
synthesized by loading PtNi nanoparticles onto the CNF-1200
support.

To study the graphitization degree of the prepared carbon
samples, the Raman spectrum was conducted and the results
were compared in Fig. S2.f All these samples possessed
characteristic D and G bands at 1334 cm™* and 1580 cm *,
respectively, which correspond to the disordered and
defective carbon atoms (D-band) and sp* hybridized graphitic
carbon atoms (G-band).**”** The intensity ratio of Ip/I; for
CNF-1200 (Ip/Ig = 0.92) was lower than the CNF-800 (Ip/lg =
0.94), indicating a higher degree of graphitization. This result
revealed a higher heat treatment temperature can obtain a
higher degree of graphitization for the CNF. Commercial
Ketjenblack support ECP-600]D (KBC-600) (Ip/Ig = 1.14) had a
poor degree of graphitization with more disordered and
defective carbon. Furthermore, when these carbon materials
were loaded with PtNi nanoparticles, the graphitization
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Fig. 2 (a) HRTEM image and particle size distribution (inset) for PtNi/
CNF-1200; (b) HRTEM image for PtNi/CNF-1200, the inset shows the
corresponding information about lattice fringes; (c) HRTEM image and
(d-f) energy-dispersive X-ray spectroscopy (EDS) mapping for PtNi/
CNF-1200; (g) XRD patterns and (h) Raman spectra for PtNi/CNF-1200,
PtNi/KBC-600, and 20% Pt/C.

degree of PtNi/CNF-1200 (Ip/Ig = 0.94) was also better than
that of commercial 20% Pt/C (Ip/Ig = 0.96) and far better than
that of PtNi/KBC-600 (Ip/Ig = 1.12) (Fig. 2h). The high degree
of graphitization can enhance the corrosion resistance of
carbon supports, even under harsh working conditions.

Surface area and pore size distribution for CNF-1200 and
other reference samples were measured by nitrogen
adsorption and desorption isotherms (Fig. S31). The surface
area of CNF-1200 was much smaller than that of KBC-600.
After these carbon samples were loaded with PtNi
nanoparticles by one-step heat treatment with ammonia. The
surface area of PtNi/KBC-600 (765 m> g™') decreased sharply
compared to KBC-600 (964 m”> g™'). However, the surface area
of PtNi/CNF-1200 (96 m> g™') only decreased by 30 m> g™
compared to CNF-1200 (126 m* g™'), indicating that the
nanoparticles were mainly attached to the outer surface of
carbon nanofibers. The catalyst on the outer surface was
conducive to the exposure of the catalytic active site, which
was further confirmed by the relatively large electrochemically
active surface area (ECSA) of Pt (73 m® g™') for PtNi/CNF-1200
(Fig. 4a).

High-resolution transmission electron microscopy (HRTEM)
image (Fig. 2a) showed PtNi nanoparticles uniformly dispersed
on CNF-1200 with an average size of 4.5 nm. The average size of
PtNi nanoparticles loaded onto KBC-600 was only 3.5 nm.
however, some of the particles have agglomerated, resulting in
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unusually large sizes (Fig. S4at). The energy-dispersive X-ray
spectroscopy (EDS) mapping of PtNi/CNF-1200 (Fig. 2c-f) showed
that the elements Pt, Ni and N were evenly distributed on CNF-
1200, and the PtNi/KBC-600 had the same properties (Fig. S4c—
ff). It can be seen from Fig. S4f and 2f and Table S3} that the
content of the N element in PtNi/KBC-600 was significantly lower
than that in PtNi/CNF-1200. The N element in PtNi/KBC-600 was
mainly derived from the ammonia treatment process, while a
large part of the N element in PtNi/CNF-1200 came from the raw
aniline precursor. The nitrogen contents for PtNi/CNF-1200 and
PtNi/KBC-600 detected by X-ray photoelectron spectroscopy (XPS)
measurement also demonstrated that the former had a higher N
content (Table S17).

The XRD patterns (Fig. 2g) confirmed the successful
synthesis of intermetallic structures of PtNi (PDF# 65-2797)
on CNF-1200 and KBC-600. The peaks at ~24.6° and ~33.1°
for PtNi/CNF-1200 and PtNi/KBC-600 were attributed to the
(001) and (110) reflections of ordered structure. Compared to
the commercial Pt/C, the peak positions of PtNi/CNF-1200
and PtNi/KBC-600 shifted towards higher angles, which could
be attributed to Pt lattice contraction resulting from Pt-Ni
alloying since Ni has a smaller atomic radius than Pt.
Furthermore, it was found that the angle shift of PtNi/CNF-
1200 was slightly smaller than that of PtNi/KBC-600.
Additionally, for the (111) crystal plane, PtNi/CNF-1200
(Fig. 2b, d = 2.09 A) had a larger lattice constant than PtNi/
KBC-600 (Fig. S4b,i d = 2.06 A). This difference might result
from the high nitrogen content in PtNi/CNF-1200 that
facilitates charge transfer between N and PtNi, consequently
enhancing the interaction between the support and
PtNi.23’33’34

The XPS fine spectra of N 1s and Pt 4f for these catalysts
directly reflected the charge transfer between N and Pt. The
high-resolution Pt 4f spectra (Fig. 3a) showed that PtNi/CNF-
1200 shifted to higher binding energy compared to PtNi/KBC-
600. Moreover, it can be seen from the N 1s spectra (Fig. 3b)

o
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Fig. 3 (a) High-resolution Pt 4f XPS spectra for PtNi/CNF-1200, PtNi/
KBC-600, and 20% Pt/C; (b) high-resolution N 1s XPS spectra for PtNi/
CNF-1200 and PtNi/KBC-600.
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that the binding energy of N of PtNi/CNF-1200 was lower
than that of PtNi/KBC-600. This result suggested that PtNi/
CNF-1200 had more electron transfer from Pt to N relative to
PtNi/KBC-600. This is mainly due to the more N content in
PtNi/CNF-1200 than PtNi/KBC-600, and the N element has
relatively stronger electronegativity.

Ring disk electrode (RDE) tests were performed using a
typical three-electrode system in 0.1 M HCIO, electrolyte to
evaluate the catalytic performance of all catalysts, and all
potentials obtained from the RDE tests were calibrated relative
to RHE without iR compensation. Cyclic voltammograms (CVs)
were tested in an Ar-saturated solution at 50 mV s to calculate
the ECSAs of different catalysts by using the hydrogen under
potential adsorption/desorption charges. It can be seen from
Fig. 4a that PtNi/CNF-1200 had a high ECSA (73 m”> g ),
indicating a high utilization rate of Pt on CNF-1200. The
polarization curves were acquired by conducting measurements
at a scanning speed of 5 mV s~ and a rotational speed of 1600
rpm for rotating disk electrodes in an O,-saturated solution.
The half-wave potential of PtNi/CNF-1200 reached 0.919 V,
which was slightly higher than that of PtNi/KBC-600 (0.910 V)
and much higher than that of Pt/C (0.867 V). It indicated that
PtNi/CNF-1200 had higher kinetic activity (Fig. 4b). In addition,
the mass activity of PtNi/CNF-1200 is optimal (0.52 A mgp ).
The specific activity of PtNi/CNF-1200 was lower than that of
PtNi/KBC-600, mainly because of its larger ECSA (Fig. 4c).

Accelerated durability tests (ADTs) were conducted in a
high potential range from 1.0 to 1.5 V to evaluate the
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Fig. 4 (a) Cyclic voltammograms; (b) polarization curves and (c) mass
activity (MA) and specific activity (SA) for PtNi/CNF-1200, PtNi/KBC-
600 and 20% Pt/C; polarization curves for (d) PtNi/CNF-1200; (e) PtNi/
KBC-600 and (f) 20% Pt/C before and after 5000 cycles in a high
potential range of 1.0-1.5 V; (g) MA comparison of PtNi/CNF-1200,
PtNi/KBC-600, and 20% Pt/C before and after 5000 potential cycles;
(h) H,O, yield and electron transfer number.
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degradation of the carbon supports in the O,-saturated 0.1 M
HCIO, electrolyte. A low potential range (0.6-1.0 V) of ADTs
was conducted to evaluate the degradation of the PtNi and Pt
nanoparticles on different supports. After 5000 cycles (1.0-1.5
V), the E;;, of PtNi/CNF-1200 only decreased by 5 mV, while
that of PtNi/KBC-600 and Pt/C decreased by 13 mV and 41
mvV, respectively (Fig. 4d-f). In terms of mass activity change
(Fig. 4g), PtNi/CNF-1200 exhibited a decline of 15%, far lower
than PtNi/KBC-600 (36%) and Pt/C (70%). Based on the above
analysis, it is evident that the carbon support of Pt/C
experienced the most severe corrosion. This was further
confirmed by observing the Raman spectra, which showed an
obvious increase in the I,/I; value of Pt/C from 0.96 (Fig. 2h)
to 0.99 (Fig. S147) after the ADTs. The ECSA of Pt/C (Fig. S7d+)
decreased significantly after 5000 cycles, while PtNi/CNF-1200
(Fig. S5dt) and PtNi/KBC-600 (Fig. S6df) increased. This may
be due to negligible corrosion of PtNi/CNF-1200 and PtNi/
KBC-600 under high potential cycles. Meanwhile, trace
amounts of Ni dissolved from PtNi during ADTs benefited to
exposing more Pt sites. The high potential cycle test of PtNi/
CNF-800 was also carried out (Fig. S8t). The E,,, of PtNi/CNF-
800 decreased by 10 mV, and the MA decreased by 23.2%,
indicating that CNF-1200 with a high graphitization degree
had better stability and corrosion resistance. It can be seen
from the results of the low potential cycle test (Fig. S5-S7t)
that PtNi/CNF-1200 had almost no loss of ECSA after 30000
cycles, and the E;;, only decreased by 2.9 mV, which was
much lower than the attenuation of PtNi/KBC-600 (22.9 mV)
and Pt/C (38 mV). At the same time, we noted that the mass
activity of PtNi/CNF-1200 exhibited the least decline (38%).
These findings suggest that CNF-1200 is more effective in
enhancing the corrosion resistance of Pt-based catalysts.

To further examine the ORR reaction pathway and
selectivity of each catalyst, we conducted rotating ring disk
electrode (RRDE) testing to analyze the hydrogen peroxide
(H,0,) yield during ORR. Our results revealed that PtNi/CNF-
1200 exhibited the lowest H,O, yield (below 0.9%) over a
wide potential range. We also calculated the average number
of electron transfers at PtNi/CNF-1200 as approximately 3.98
in the potential range of 0.2 to 0.8 V, indicating that oxygen
was involved in the reaction through the 4 e transfer
pathway (as shown in Fig. 4h).

Fig. 5a and b display the morphology of PtNi/CNF-1200
and PtNi/KBC-600 following the high-potential cycles,
respectively. Meanwhile, Fig. S9-S121 provide an improved
depiction of lattice spacing and particle cell distribution.
Among the three catalysts, the morphological changes were
most pronounced in PtNi/KBC-600, where an average particle
size increase of 0.6 nm following the high-potential cycles
was documented. Additionally, a substantial aggregation of
nanoparticles was detected, with the size of larger particles
being close to 20 nm (as shown in Fig. 5b). The
morphological changes in Pt/C were secondary, with a
particle size increase from 3.0 nm to 3.3 nm after the high-
potential cycles (Fig. S11-S127). The average size of PtNi
particles in PtNi/CNF-1200 changed little (Fig. 5a).

Ind. Chem. Mater.,, 2023, 1, 458-464 | 461
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Fig. 5 HRTEM image and particle size distribution (inset) for (a) PtNi/
CNF-1200 and (b) PtNi/KBC-600 after 5000 cycles in a high potential
range (1.0-1.5 V); high-resolution C 1s XPS spectra for PtNi/CNF-1200,
PtNi/KBC-600, and 20% Pt/C before (c) and after (d) 5000 cycles in a
high potential range (1.0-1.5 V).

The XRD patterns of these samples before and after the
ADTs show that the crystal structure of these samples did not
change (Fig. S137). Nevertheless, it can be seen from the FTIR
spectra that the peak around 1200 em™' (C-O stretching
vibration peak) of the sample after ATDs was more
prominent, especially for PtNi/KBC-600, indicating that the
carbon support was oxidized at a high potential (Fig. S157).
Additionally, by comparing the high-resolution C 1s XPS
spectra before (Fig. 5¢) and after (Fig. 5d) the high-potential
ADTs, it is obvious that the areas of C-O and C=0 for PtNi/
KBC-600 significantly increased compared with that of PtNi/
CNF-1200, indicating that PtNi/KBC-600 was seriously
corroded. Table S21 displays the atomic content of different
types of C before and after the ADTs for PtNi/CNF-1200, PtNi/
KBC-600 and Pt/C according to XPS data. The atomic fraction
of C-C for PtNi/CNF-1200, PtNi/KBC-600 and 20% Pt/C all
decreased after ATDs, with PtNi/CNF-1200 decreasing the
least (4.1 at%).

3 Conclusions

In summary, the catalyst composed of PtNi nanoparticles
loading on CNF-1200 exhibited excellent activity and stability of
oxygen reduction. After 5000 cycles in the high potential interval
of 1.0-1.5 V in the 0.1 M HCIO, electrolyte, the E;/, of PtNi/CNF-
1200 only decreased by 5 mV, which was lower than that of
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PtNi/KBC-600 (13 mV) and commercial Pt/C (41 mV). The mass
activity retention rate of PtNi/CNF-1200 is 85%, which was
much better than PtNi/KBC-600 and commercial Pt/C with 64%
and 30% preservation, respectively. Through a comparative
analysis of microscopic morphology and elemental composition
before and after ADTs, it can be deduced that PtNi/CNF-1200
exhibited superior resistance to corrosion. This can be
attributed to the three-dimensional network structure of the
polyaniline-derived support, which had a high degree of
graphitization and structural stability. In addition, the N-doping
further enhanced the anchoring effect between the support and
PtNi nanoparticles, which further promoted the stability of the
catalyst. These results illustrate the importance of support
selection in improving the durability of Pt-based
electrocatalysts.

4 Experimental sections
4.1 Materials

Aniline (C¢H;N, >99.5%), p-phenylenediamine (C¢HgN,, AR,
97%), ammonium persulfate ((NH,4),S,0s, AR, 98.5%), phytic
acid solution (CgH;50,4Ps, 50% solution), ethanol (C,HeO,
99.7%), all purchased from Shanghai McLean Biochemical
Technology Co., Ltd. Platinum(n) acetylacetonate (C;oH;404-
Pt, Pt(acac),, 97%) and nickel(n) acetylacetonate (NiC;oH;404,
Ni(acac),, 98%) purchased from Shanghai Titan Technology
Co., Ltd. KetjenBlack EC-600-JD purchased from Hefei Kejing
Materials Technology Co., Ltd. 20% Pt/C purchased from
Sigma Aldrich (Shanghai) Trading Co., Ltd. The water (18 MQ
cm) used in all experiments was purified through a Millipore
system.

4.2 Synthesis of polyaniline nanofibers

Weigh 22 mg of p-phenylenediamine and 1.14 g of
ammonium persulfate and dissolve them in 5 ml and 10 ml
of water solution for use, then take 0.44 ml of aniline and
0.92 ml of phytic acid into 25 ml of polytetrafluoron lining,
then put the p-phenylenediamine solution into the lining
and stir evenly, and then pour the ammonium persulfate
solution into the lining quickly and stir continuously. The
temperature of this process was controlled at 0-15 °C. After
the reaction lasted for 30 min, the lining was put into the
reaction kettle for hydrothermal reaction at 180 °C for 3
hours in the blast drying oven. This step is to further fix the
morphology of polyaniline nanofibers. Finally, the product
was cleaned with water and ethanol, and freeze-dried in the
freeze-dryer.

4.3 Synthesis of CNF-1200 and CNF-800

The polyaniline nanofibers prepared above were ground into
powder and calcined twice in a tubular furnace. The first
calcination temperature was 1200 °C for 1 hour in flowing
argon gas with a heating rate of 5 °C min™'. Then acid-
washed with 0.5 M dilute sulfuric acid solution at 80 °C for
10 h under magnetic stirring, and then washed with water
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and dried. The second calcination temperature was 600 °C
for 2 h in flowing argon gas with a heating rate of 5 °C
min". The product treated in this process was named CNF-
1200. When the first calcination temperature was set at 800
°C and other conditions remained unchanged, the product
obtained was named CNF-800.

4.4 Synthesis of PtNi/CNF-1200, PtNi/CNF-800 and PtNi/KBC-
600

Weigh 100 mg of the above prepared CNF-1200 in 15 ml
ethanol, then add 65 mg Pt(acac), and 40 mg Ni(acac),, sonicate
for 15 min, and stir for 2 hours. Then dry in a 60 °C drying oven
for 12 h. The sample was then placed in a tubular furnace and
treated with ammonia at 570 °C for 9 h, with a heating rate of 5
°C min~". The heat-treated samples were pickled with 0.5 M
dilute sulfuric acid solution for 5 h at 80 °C under magnetic
stirring. Finally, the samples were dried in a vacuum drying
oven at 60 °C for 12 h. Final Pt and Ni loadings were 18% and
2.7%, respectively, measured by ICP-OES. The product was
designated as  PtNi/CNF-1200. For comparison, PtNi
nanoparticles deposited on KetjenBlack (denoted as PtNi/KBC-
600) and CNF-800 (denoted as PtNi/CNF-800) were also
synthesized following the same procedure.
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