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anocrystals decorated in situ on
heteroatom-doped mesoporous carbon
nanosheets used for an efficient oxygen reduction
reaction in both alkaline and acidic media†

Xueyan Xu, Chengxiang Shi, Rui Chen and Tiehong Chen *

Oxygen reduction catalysts based on heteroatom-doped mesoporous carbon nanosheets loaded with

highly crystalline FeP nanoparticles (FeP@FePNCs) were fabricated using a simple, one-step

carbonization–phosphization methodology. The obtained FeP@FePNCs exhibited outstanding catalytic

activity and durability towards the oxygen reduction reaction (ORR) in alkaline media. Moreover, the

FeP@FePNCs also displayed high-performance in acidic media. The remarkable ORR activity originates

from the synergetic effects between the embedded FeP nanoparticles and the heteroatom-doped

carbon structures. Moreover, the porous structure, high specific surface area, and electron conductivity

can contribute to enhance the ORR performance.
Introduction

Fuel cells as electrochemically friendly energy storage and
conversion devices are very important in the green energy eld
due to their high efficiency, scalability, reversibility and reduc-
tion of the negative impact of climate change.1,2 In particular,
polymer electrolyte membrane fuel cells (PEMFCs) are currently
regarded as one of the most reliable sustainable energy
conversion devices for transport, stationary, and portable
applications.3–6 However, the sluggish oxygen reduction reac-
tion (ORR) at the cathode presents a bottleneck to the large-
scale commercialization of PEMFCs.7,8 Tremendous efforts
have been devoted towards the discovery and design of highly
efficient and sustainable electrocatalysts for the ORR. To date,
Pt-based electrocatalysts9,10 have been considered as the most
suitable electrocatalysts for the ORR; however, several draw-
backs have seriously hindered their wide application, including
their high-cost, scarce reserves, poor durability, and low toler-
ance to fuel crossover. Thus, exploring non-precious metal
catalysts (NPMCs) with high efficiency and robust durability has
attracted much attention.

Among the various NPMCs, one of the research interests
could be heteroatom (N, P, S, B, O, or their combination) doped
carbon materials.11–26 These catalysts show promising electro-
catalytic activities, long term stability and good conductivity,
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which are attributed to doping the carbon materials with
heteroatoms that modify the electronic structure (such as the
charge and/or spin density redistribution) of carbon and create
active sites favorable for the adsorption of O2 molecules and
thus facilitates the ORR process.27,28 However, few catalysts have
exhibited promising potential as alternatives to the commer-
cialized Pt/C catalysts in regard to the aspects of the typical 4e�

process and positive onset potential etc, particularly in acidic
media. The involvement of transition metals will enable to
signicantly improve the ORR catalytic activity due to the
synergetic effects between the different active species. Recently,
it has been found that Fe-containing species embedded in the
carbon matrix exhibit enhanced catalytic activity for the ORR,
such as iron nitrides,29 iron carbides,30–32 iron oxides33,34 and
metallic iron.35,36 Recent study by Zhang et al. reported a type of
novel bifunctional catalyst used for the oxygen reduction and
evolution reactions based on N and P dual-doped porous carbon
nanosheets comprising uniform FeP nanoparticles (NPs)
embedded in the carbon layers.37 This provides a new idea for
the application of iron phosphides in the ORR. However, this
catalyst worked only in alkaline media, which limited its
application in PEMFCs because the electrolyte used in the cells
is an acidic solution. Consequently, it is highly desirable to
incorporate FeP NPs into heteroatom doped carbon nano-
structures to harvest more active sites, enhance the synergetic
effects between them and thus, greatly improve their catalytic
activity in the ORR.

Herein, we present a facile and effective route to prepare
a catalyst with highly crystalline FeP NPs embedded in situ in
the N and P dual-doped mesoporous carbon nanosheets
(FeP@PNC); the catalyst is prepared via a simple pyrolysis step
RSC Adv., 2017, 7, 22263–22269 | 22263
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without post-treatment, including acid leaching and a second
heat treatment, which drastically shortens the time required for
the simple preparation. The electrocatalytic activities of the
resulting FeP@PNC composites were evaluated towards the
ORR in both alkaline and acidic media. The experimental
results indicated that the FeP@PNC pyrolyzed at 900 �C
exhibited a superior ORR activity and high stability, which was
comparable to that of the commercial Pt/C catalyst.

Experimental
Chemicals and materials

All reagents were of analytical grade and used without further
purication. Furthermore, 1, 10-phenanthroline monohydro-
chloride monohydrate (Phen), FeSO4$7H2O and (NH4)2HPO4

were obtained from Aladdin Chemical (China). Melamine
(Mela) and Pt/C (20% by wt., Pt nanoparticles on a Vulcan XC-72
carbon support) catalyst were purchased from Alfa Aesar.
Naon solution (5% in a mixture of lower aliphatic alcohols and
water) was obtained from Sigma Aldrich.

General synthesis of the catalysts

In a typical procedure, 0.54 g of Phen was mixed with 0.21 g of
FeSO4$7H2O in 10 mL of ethanol with a Phen/Fe molar ratio of
3 : 1 at room temperature. Then, 1.0 g of (NH4)2HPO4 and 4.0 g
of Mela was added to the abovementioned mixture. Aer stir-
ring for about 5 min, this mixture was dried at 60 �C for 12 h;
aer evaporation of the ethanol, the obtained FeP@PNC
precursor was ground and subsequently carbonized at 800, 900,
and 1000 �C in high-purity nitrogen atmosphere for 2 h. The
products were referred to as FeP@PNC-T (with T denoting the
annealing temperature).

FeP@PNC-900 was ground using a ball-milling machine and
agitated at 800 rpm for 4 h. Aer milling, the catalyst was
leached in 0.5 M H2SO4 at 90 �C for 12 h to remove the FeP NPs.
The resulting sample was named FeP@PNC-900-BL.

Characterization

Transmission electron microscopy (TEM) was carried out on
a Philips Tecnai F20 microscope operated at 200 kV. All the
samples subjected to TEM measurements were ultrasonically
dispersed in ethanol and dropped onto copper grids covered
with a carbon lm. Raman spectra were obtained on a Lab
RAMHR Raman spectrometer using laser excitation at 514 nm.
Powder X-ray diffraction (XRD) patterns were recorded on a D/
max-2500 diffractometer (Rigaku, Japan) using Cu Ka radia-
tion (l ¼ 1.5406 Å). X-ray photoelectron spectroscopy (XPS)
measurements were performed on a Thermo Fisher Scientic
ESCLAB 250Xi spectrometer. Nitrogen adsorption and desorp-
tion isotherms were measured on a BELSORP-mini II sorption
analyser at liquid nitrogen temperature of 77 K. Prior to the
measurements, the samples were degassed at 300 �C for 4 h.
The surface areas were calculated using the multipoint Bru-
nauer–Emmett–Teller (BET) method. The total pore volumes
were estimated from the volume adsorbed at a relative pressure
(P/P0) of 0.98. The pore-size distribution was calculated from the
22264 | RSC Adv., 2017, 7, 22263–22269
adsorption branch using the Barrett–Joyner–Halenda (BJH)
method.
Electrochemical measurements

In order to prepare the working electrode, 4 mg of sample was
dispersed in 1 mL of H2O by sonication for at least 30 min. Prior
to use, the glassy carbon rotating disk electrode (5 mm in
diameter, 0.196 cm2 in surface area) was polished mechanically
with 1.0 mm to 0.05 mm alumina powder to obtain a mirror-like
surface and then washed with distilled water and allowed to dry.
Then, 20 mL of the resulting homogeneous suspension was
carefully dropped onto a rotating disk electrode (RDE) using
a pipette, and the suspension was air-dried to allow the solvent
to evaporate. Aer drying at room temperature, 3 mL of a 5 wt%
Naon solution was further dropped to form a protection layer
against the catalyst detaching from the electrode surface; the
loading was 410 mg cm�2. High-purity O2 was purged for 30 min
at least before each test. For comparison, the benchmark
commercial Pt/C (20 wt% Pt on Vulcan XC-72) catalyst was also
fabricated into electrodes using a similar procedure. The
loading amount was 41 mg Pt cm�2 in both alkaline and acidic
media.

All electrochemical experiments were conducted on a RRDE-
3A (ALS, Japan) device in conjunction with a CHI660D electro-
chemical workstation at room temperature. The three-electrode
system included a glassy carbon RDE coated with catalysts,
a platinum wire auxiliary electrode, and a Ag/AgCl (3 M KCl)
reference electrode. Before each ORR experiment, the electro-
lyte was purged with O2 for at least 30 min. A ow of O2 was
maintained over the electrolyte during the recording of the
electrochemical measurements in order to ensure its contin-
uous O2 saturation. The ORR activity was evaluated by cyclic
voltammetry (CV) and linear sweep voltammetry (LSV) on RDE
in O2-saturated 0.1 M KOH and 0.5 M H2SO4 electrolytes. All the
CV measurements were conducted at a scan rate of 10 mV s�1,
and the LSV curves were recorded at a scan rate of 5 mV s�1. The
chronoamperometric measurement (i–t) was used to investigate
the electrode stability at a bias potential of �0.5 V and 0.3 V (vs.
Ag/AgCl) in O2-saturated 0.1 M KOH and 0.5 M H2SO4 solutions,
respectively, with a rotation rate of 1600 rpm. Then, the toler-
ance to the methanol crossover was tested by adding 3 M
methanol into the O2-saturated electrolyte solution. On the
basis of the RDE data, the overall electron transfer number per
oxygen molecule involved in the oxygen reduction reaction can
be determined using the Koutechy–Levich (K–L) equation:

1/J ¼ 1/JK + 1/JL ¼ 1/JK + 1/Bu1/2

where J is the measured disk current density. JK and JL represent
the kinetic and diffusion limiting current densities, respec-
tively. u is the electrode rotating rate. B is determined from the
slope of the K–L plots based on the Levich equation as given
below:

B ¼ 0.2nF(DO2
)2/3y�1/6CO2

JK ¼ nFkCO2
This journal is © The Royal Society of Chemistry 2017
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where n represents the transferred electron number per oxygen
molecule, F is Faraday constant (F ¼ 96 485 C mol�1), DO2

is the
diffusion coefficient of O2 in 0.1 M KOH (DO2

¼ 1.9 � 10�5 cm2

s�1), y is the kinetic viscosity (y ¼ 0.01 cm2 s�1), CO2
is the bulk

concentration of O2 (CO2
¼ 1.2 � 10�6 mol cm�3), and k is the

electron-transfer rate constant.38 The values of C, D and y are the
same in both the 0.1 M KOH and 0.5 M H2SO4 solutions.39
Results and discussion

The FeP@PNC was synthesized via the polymerization of
[Fe(Phen)3]

2+ with Mela using (NH4)2HPO4 for P doping and
a subsequent carbonization step under an inert atmosphere at
different temperatures. The generation of carbon and the cor-
responding composite can be veried by powder X-ray diffrac-
tion (XRD) analysis. The wide-angle XRD patterns in Fig. 1a
show a broad diffraction peak centered at 2q ¼ 26.5� for
FeP@PNC-800, which was attributed to the carbon (002) peak
and is typical of graphitic carbon materials with a low degree of
graphitization.40 Upon increasing the pyrolysis temperature,
a series of strong diffractions can be indexed to the FeP phase
(JCPDS No. 71-2262), conrming the successful formation of
highly crystalline FeP NPs. The remarkable suppression of the
intensity of the carbon (002) peak in FeP@PNC-900 and
FeP@PNC-1000 can be related to the loading of FeP on the
carbon matrix with high density and dispersion.

Raman spectroscopy is an effective characterization tech-
nique used for investigating carbon materials. In Fig. 1b, two
distinctive peaks, designated as the D and G band, can be seen
at 1348 and 1591 cm�1, respectively. The D band originates
from the hybridized vibrational mode associated with the edges
of the carbons and is referred to as the disorder or defect band,
whereas the G band is attributed to the tangential oscillations
and vibrations of the sp2-hybridized carbon atoms.41–43 The peak
intensity ratio of D to G band (ID/IG) can be used to measure the
level of disorder in a graphitic structure, signifying higher
disorder for a higher ID/IG value. The ID/IG values were 2.28, 1.49
and 1.23 for the FeP@PNC-800, FeP@PNC-900 and FeP@PNC-
1000 samples, respectively (Fig. 1b). These results indicate an
increase in the degree of graphitization of carbon upon
increasing the pyrolysis temperature and may be favorable for
electron transfer during electrocatalysis.

TEM was conducted to assess the ne structures of the
carbonaceous materials. For the FeP@PNC-800 sample, no
Fig. 1 (a) The XRD patterns and (b) Raman spectra of the FeP@PNC
catalysts synthesized at different temperatures.

This journal is © The Royal Society of Chemistry 2017
detectable metal NPs were found (Fig. 2a), which was in agree-
ment with the XRD results. The TEM images show the presence
of nearly transparent carbon nanosheets, which indicate the thin
thickness of FeP@PNC-900 (Fig. 2b). Moreover, highly crystalline
FeP NPs and nanorods were embedded in the carbon nano-
sheets. Notably, the high-resolution TEM (HR-TEM) image
(Fig. 2c) shows that the FeP NPs were uniformly encapsulated by
the graphitic carbon shells, forming a well-dened metal oxide
phosphide-graphitized carbon core–shell structure. The
connement of the FeP NPs by the outer carbon shells can
enhance the close interaction between the FeP NPs and
conductive carbon shells, and restrain the dissolution and
agglomeration of the FeP NPs, thus enhancing the electro-
catalytic activity and durability. At the same time, the lattice
spacing of 0.27 nm was ascribed to the (011) plane of FeP
(Fig. 2c). STEM-EELS mapping analysis (Fig. 3) further demon-
strates the uniform distribution of both the Fe and P elements in
the FeP NPs, which are successfully embedded in the carbon
nanosheets. When the pyrolysis temperature was increased to
1000 �C, as seen in Fig. 2d, the carbon coated FeP NPs were still
uniformly embedded in the carbon nanosheets.

N2 adsorption–desorption measurements were conducted to
provide additional insights into the textual properties of
FeP@PNC-900 (Fig. S1†). The sorption isotherm is of type IV
with distinct hysteresis loops of H3-type for all the FeP@PNC
samples, which are characteristic of mesoporous materials. The
BET surface area and total pore volume of the FeP@PNC-900
nanosheets were determined to be 724 m2 g�1 and 1.62 cm3

g�1, respectively, which are much larger than those observed for
FeP@PNC-800 and FeP@PNC-1000. Such porous characteristics
endow FeP@PNC with accessible inner active sites to allow good
contact with the electrolyte and easy electrolyte diffusion, which
Fig. 2 The TEM images of (a)FeP@PNC-800, (b and c) FeP@PNC-900
and (d) FeP@PNC-1000.

RSC Adv., 2017, 7, 22263–22269 | 22265
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Fig. 3 The STEM image of FeP@PNC-900 and the corresponding
EELS mapping images of Fe, P, C and N.
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are favorable for the improvement in the electrochemical cata-
lytic activity of FeP@PNC.

To further elucidate the doped elements and bonding
congurations, XPS measurements (Fig. 4) were conducted on
FeP@PNC-T. The surface survey XPS spectrum shows the pres-
ence of C, N, O, P and Fe in the samples (Fig. S2†). The presence
of oxygen was probably due to the physicochemically adsorbed
oxygen and the residual oxygen-containing species from the
precursor. Furthermore, the high-resolution C 1s spectrum
(Fig. S3a†) can be deconvoluted into four single peaks corre-
sponding to 284.8 eV (C1, C]C), 285.8 eV (C2, C]N and C–O),
287.6 eV (C3, C–N and C]O) and 289.2 eV (C4, O–C]O),
indicating the existence of the heteroatoms in the hybrids.44

Remarkably, the signicant difference in the sp2-hybridized
carbon atom (C1 type; 47.1 at%, 58.3 at%, and 67.1 at% at
800 �C, 900 �C and 1000 �C, respectively; Table S3†) clearly
Fig. 4 The high-resolution (a) C 1s, (b) N 1s, (c) P 2p and (d) Fe 2p
spectra of the FeP@PNC-T.

22266 | RSC Adv., 2017, 7, 22263–22269
demonstrates an improvement in the degree of graphitization
for the obtained FeP@PNC upon increasing the temperature. As
shown in Fig. S3b,† the N 1s spectra can be deconvoluted into
three peaks at 398.8, 401.1, and 403.3 eV, indicating the pres-
ence of pyridinic-N, graphitic-N, and oxidized-N, respectively.45

Furthermore, the total N content decreased from 29.04 at% to
3.10 at% when the annealing temperature was increased from
800 �C to 1000 �C (Table S2†), due to the instability of the N
dopant at elevated temperature. The content of N in various
congurations is listed in Table S3.† These nitrogen functional
groups are indicative of the carbons that contain N atoms
inserted in the carbonaceous backbone. The high-resolution P
2p spectrum of FeP@PNC-900 (Fig. S3c†) shows three decon-
volved peaks at 129.6 eV, 130.4 eV and 133.4, which reveal the
presence of P 2p3/2, P 2p1/2 and P–C bonds, respectively.46 The
results indicate that P atoms have been successfully incorpo-
rated into the N-doped carbon nanosheets in all the FeP@PNC
samples; this triggers the synergistic effects for catalyzing the
oxygen redox reactions. In the Fe 2p spectrum shown in Fig. 4d,
the two peaks at 707.2 and 720.3 eV are ascribed to the 2p3/2 and
2p1/2 of Fe0 in FeP@PNC-900 and FeP@PNC-1000, while the
high resolution spectra of Fe 2p for FeP@PNC-800 can be
deconvoluted into two pairs of peaks for Fe3+ (714.3 and 728.6
eV) and Fe2+ (711.3 and 724.2 eV). The peaks at 707.2 and
129.6 eV are close to the binding energy of Fe and P in FeP.
These results indicate the successful synthesis of FeP particles
in FeP@PNC-900 and FeP@PNC-1000.

The electrocatalytic activities of the catalysts obtained at
different pyrolysis temperatures were measured in an O2-satu-
rated 0.1 M KOH aqueous solution using RDE at room
temperature. As shown in the CV measurements (Fig. 5a), the
Fig. 5 (a) The CV curves obtained for the FeP@PNC-T samples and Pt/
C catalysts in an O2-saturated 0.1 M KOH solution at a scan rate of
10 mV s�1. (b) The linear sweep voltammograms (LSVs) of FeP@PNC-T
and Pt/C at a scan rate of 5 mV s�1 and a rotation rate of 1600 rpm. (c)
The LSV curves obtained for FeP@PNC-T at a rotation rate from 900 to
2500 rpm. (d) The K–L plots and electron transfer number (in the
legend) for the FeP@PNC-900 catalyst in an O2-saturated 0.1 M KOH
solution.

This journal is © The Royal Society of Chemistry 2017
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Fig. 6 (a) The CV curves obtained for the FeP@PNC-T samples
prepared at different carbonization temperatures and the commercial
Pt/C catalyst in an O2-saturated 0.5 M H2SO4 solution at a scan rate of
10 mV s�1. (b) The LSVs of FeP@PNC-T and Pt/C at a scan rate of 5 mV
s�1 and a rotation rate of 1600 rpm. (c) The LSV curves obtained for
FeP@PNC-900 at a rotation rate from 400 to 2500 rpm. (d) The K–L
plots and electron transfer number (in the legend) of the FeP@PNC-
900 catalyst in an O2-saturated 0.5 M H2SO4 solution.

Fig. 7 The LSVs of FeP@PNC-900 and FeP@PNC-900-BL at a scan
rate of 5 mV s�1 and a rotation rate of 1600 rpm in an O2-saturated (a)
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ORR peaks were found at �0.095, �0.382, �0.134 and �0.149 V
in the O2-saturated 0.1 M KOH solution for Pt/C, FeP@PNC-800,
FeP@PNC-900 and FeP@PNC-1000, respectively. FeP@PNC-900
had the most close cathodic reduction peak potential compared
to that of commercial Pt/C, indicating its high ORR catalytic
activity. Linear sweep voltammograms (LSVs) of FeP@PNC-900
for the ORR in an O2-saturated 0.1 M KOH solution at a rota-
tion rate of 1600 rpm were displayed in Fig. 5b. FeP@PNC-900
displayed higher ORR onset potential (�0.054 V) and half-
wave potential (�0.138 V) values than FeP@PNC-800 and
FeP@PNC-1000 (Table S4†), suggesting the high intrinsic ORR
activity and active site density of FeP@PNC-900. With a loading
of 410 mg cm�2, the ORR half-wave potential of FeP@PNC-900
was 17 mV more than that of the commercial Pt/C (with the
loading of 41 mg Pt cm�2), which was comparable with the best
values obtained for the non-precious metal catalysts reported in
the literature.47,48 It was noticed that the ORR current density (J)
with FeP@PNC-900 was larger than that found with Pt/C in the
high potential regions (>�0.3 V), indicating its high catalytic
properties for the ORR. The corresponding K–L plots within the
potential range from�0.35 to�0.60 V exhibited a good linearity
with a rather constant slope (Fig. 5d), suggesting rst-order
reaction kinetics for ORR with respect to the concentration of
dissolved oxygen and similar transferred electron numbers (n)
at different electrode potentials (Fig. 5d).49,50 The electron
transfer number calculated from the slope of the K–L plots for
FeP@PNC-900 catalyst is shown in the legend of Fig. 5d, sug-
gesting that it favored a dominant 4e� reduction process.

The ORR catalytic behavior of FeP@PNC-T was also evalu-
ated in acidic media. The cathodic reduction current peaks in
the CV measurements were found at 0.553, 0.074, 0.468 and
0.457 V in an O2-saturated 0.5 M H2SO4 solution for Pt/C,
FeP@PNC-800, FeP@PNC-900 and FeP@PNC-1000, respec-
tively. Fig. 6b and Table S5† show that FeP@PNC-900 had
signicantly high ORR activity and its half-wave potential was
only 60 mV negative than that found for the Pt/C catalyst
(0.547 V vs. Ag/AgCl). In addition, the ORR current density (J)
with FeP@PNC-900measured at 1600 rpmwas larger than those
with Pt/C at high potential regions (>0.4 V). The K–L plots
(Fig. 6d) for FeP@PNC-900 derived from Fig. 6c also exhibited
good linear relationships, suggesting a rst-order reaction
towards the dissolved O2. Based on Fig. 6d, the electron transfer
number was calculated to be around 4 over the potential range
from 0 V to 0.20 V, implying a four-electron ORR process in
0.5 M H2SO4 solution. These facts veried that FeP@PNC-900
can efficiently reduce oxygen in a direct four-electron pathway
in both alkaline and acidic media.

It is reported that the integration of heteroatoms can break
the electroneutrality of the carbon surface structure, reduce the
adsorption barrier, and facilitate the oxygen adsorption
process.51 In this study, the N and P dual-doping in the carbon
nanosheets should effectively disturb the electroneutrality of
the carbon surface. Furthermore, the effective utilization of the
inhomogeneous electronic structures of the doped carbon
materials will be favorable towards the reduction process of the
oxygen molecules.
This journal is © The Royal Society of Chemistry 2017
To investigate the impact of FeP NPs embedded in the N and
P dual doped carbon nanosheets in the ORR, the FeP@PNC-900
catalyst was further ground by ball-milling to destroy the
protective carbon shells around the iron nanoparticles. Aer the
milling step, the catalyst was leached in 0.5 MH2SO4 at 90 �C for
12 h to remove or substantially diminish the FeP NPs. The
resulting sample was named FeP@PNC-900-BL. Fig. S4 and
Table S2† show that the total Fe content of FeP@PNC-900 was
1.24 at%, while the value decreased to 0.78 at% for FeP@PNC-
900-BL. Moreover, the signicant decrease in the P 2p3/2 peak
(129.6 eV; 29.08 at% and 5.60 at% for FeP@PNC-900 and
FeP@PNC-900-BL, respectively; Fig. S3c, and S5c†) clearly
demonstrates that few FeP NPs remained in the sample. The
TEM image (Fig. S6†) further conrmed that less FeP NPs were
found aer the acid leaching step. As a result, the FeP@PNC-
900-BL showed a decreased ORR activity in both alkaline and
acid media (Fig. 7). The abovementioned results demonstrate
0.1 M KOH and (b) 0.5 M H2SO4 solution, respectively.
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the signicant effects of the embedded FeP NPs on the ORR
process. Although the encased FeP NPs seemed not to be in
direct contact with the reactants during the ORR process, they
still played a key role in the catalysis. A previous report by Hu
et al. showed that encased Fe3C NPs play a synergetic role in
activating the surrounding graphitic layers, making the outer
surface of the carbon layer active towards the ORR.31 Combined
with this, the high activity of FeP@PNC-900 in the ORR can be
attributed to the presence of the synergetic effects between the
FeP NPs and outer heteroatom doped carbon layer.

Based on the structural characterization and electrochemical
tests, it can be inferred that the degree of graphitization in
carbon, the specic surface area and nitrogen and iron content
are factors that contribute to the electrocatalytic properties of
the catalysts. Increasing the pyrolysis temperature from 800 to
900 �C increased the degree of graphitization in the carbon
substrate, as well as increased the surface area. However,
further increasing the temperature to 1000 �C resulted in
a decreased doped nitrogen content, surface area and iron
content. A suitable pyrolysis temperature is very important to
control the balance between all the structural factors, and
consequently the balance between the catalytic active site
density and electron conductivity is in favor of the ORR. The
catalyst obtained at a pyrolysis temperature of 900 �C exhibited
the highest ORR catalytic activity in both alkaline and acidic
conditions, which is very important for an ORR electrocatalyst
for practical applications.

A high tolerance towards fuel oxidation during the cathodic
reactions is of great importance in developing low-temperature
fuel cells. The impact of methanol on the cathodic current was
observed in the chronoamperometric responses on the Pt/C and
FeP@PNC-900 catalysts in O2-saturated 0.1 M KOH and 0.5 M
H2SO4 solutions, respectively (Fig. 8a and b). For Pt/C,
Fig. 8 The chronoamperometric responses during the ORR on the
FeP@PNC-900 catalyst and commercial Pt/C catalyst modified elec-
trodes inO2-saturated (a) alkalinemedia and (b) acidmedia, respectively.
Durability test of the FeP@PNC-900 and commercial Pt/C catalysts at
a rotation speed of 1600 rpm with an applied potential of �0.5 V in O2-
saturated (c) alkaline media and 0.3 V in (d) acidic media, respectively.
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a remarkable decrease in the ORR current density was
observed due to methanol oxidation, i.e., the poisoning of the
noble metal catalyst. In sharp contrast, a small activity change
due to the addition methanol was observed with the FeP@PNC-
900 catalyst, suggesting its excellent tolerance ability to the
methanol crossover effect.

In addition to its high activity and high selectivity,
FeP@PNC-900 exhibited a strong durability as observed from its
chronoamperometric response (Fig. 8c and d). A relative current
of 93.14% for the ORR on FeP@PNC-900 in 0.1 M KOH (Fig. 8c)
and 89.82% in 0.5 M H2SO4 solution (Fig. 8d) was retained aer
30 000 s. In contrast, the ORR current on Pt/C declined to
approximately 89.72% in 0.1 M KOH and 64.14% in 0.5 M
H2SO4 solution measured under the same conditions. The high
stability of FeP@PNC-900 can be attributed to the uniformly
distributed iron nanoparticles with graphitized carbon outlayer
embedded in the carbon matrix, avoiding the aggregation or
dissolution of the iron phosphide NPs.

Conclusions

In summary, a high-performance non-precious metal phos-
phide catalyst used for the ORR in alkaline and acid medium
was developed by pyrolysis of a mixture of [Fe(Phen)3]

2+, Mela
and (NH4)2HPO4 at different carbonization temperatures. The
FeP@PNC catalysts were composed of N and P dual-doped
carbon nanosheets and graphitized carbon coated FeP NPs.
This catalyst exhibited excellent ORR activity and stability in
both acidic and alkaline media. The good ORR performance of
the catalyst is attributed to the synergetic effects between the
embedded FeP NPs and the heteroatom-doped carbon struc-
tures, the porous structure as well as the good integration
between the catalytic active site density and electron conduc-
tivity. Moreover, the FeP@PNC-900 catalyst exhibited excellent
methanol-resistance and good durability towards the ORR in
both alkaline and acidic media. Our study will be valuable in
providing a novel approach for the design and development of
low cost and abundant non-precious metal-containing hetero-
atom doped carbon materials used as cathode catalysts in
PEMFCs.
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