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Metal—nitrogen—carbon materials (Fe—N/C) have been extensively studied as one of the most excellent
electrocatalysts with good catalytic activities and cheap price towards the oxygen reduction reaction
(ORR). The rational design of metal—organic framework (MOF) derived carbon materials with rapid mass
transport ability and good stability is a great challenge to achieve. Herein, intensive research of Fe—N/C
catalysts prepared from assembling MOFs with cheap iron phthalocyanine (FePc) for the ORR is
innovatively carried out. A series of Fe—N/C nano-architectures are simply synthesized by a convenient
assembling method under different temperatures (800 to 1000 °C). The assembly method at high
temperatures tunes the number of FeN, active sites and intensifies the exposure of interior active sites.
The highly dispersing Fe20-N/C electrocatalyst treated at 900 °C exhibits remarkable stability and
excellent ORR activities with a half-wave potential of 0.866 V (vs. RHE) in alkaline solution, which is
higher than that of commercial Pt/C (0.838 V vs. RHE) under the same test conditions. X-ray
photoelectron spectroscopy results illustrate that incorporated MOFs interact with the active centre of
FePc, tend to enhance the electron transition and to promote the kinetics of the ORR. Overall, highly
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1 Introduction

With the increase in energy demands and environmental
pollution problems, fuel cells have been emerging as one of the
most promising alternatives to provide sustainable and clean
energy conversion ways. However, the oxygen reduction reac-
tion (ORR) is a four-electron or two-electron reaction and
kinetically sluggish, which is almost five orders magnitude
slower when using Pt electrocatalysts."” Moreover, take fuel
cells for instance, given the scarcity and expensiveness of Pt, it
can account for nearly 40% of the total cell cost.? Therefore, it is
being paid much more attention to develop cheap, abundant as
well as high active alternatives like non-precious group metal
catalysts (NPMCs) including metal oxides,*® perovskite
oxides,”** sulphides,*” carbides,'*** M-N/C (M = Fe)*™*° in the
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past decade. Among NPMCs mentioned above, Fe-N/C
composites are being regarded as most potential alternative
electrocatalysts due to their special electronical performances
and high atomic utilization efficiencies.?*>*

Metal-organic frameworks (MOFs) are excellent candidates
for metal-carbon nanocomposites due to containing a variety of
metal ions and organic ligands.>*** There is a strong interaction
between metal and N atoms, which could benefit from inducing
much more abundant N/C or M-N/C catalytic active sites. Gang
Wu et al.*® firstly reported a way to synthesize active Fe-N/C
catalysts that were characterized with well-uniform Fe distri-
bution. Fe was doped into zeolitic imidazolate framework (ZIF-
8). Fe-N/C electrocatalysts showed good ORR activity with half-
wave potential of 0.82 V under acidic condition. Qingtao Liu
et al? also recently reported that Fe(u)-doped ZIF-8 was
synthesized by one-step solid synthesis with no solvents, which
exhibited good ORR activity under alkaline and acidic condi-
tion. Although there have been paid much attention on MOF-
derived catalysts above, many MOF-derived catalysts still
suffered from poor stability for ORR. Hence, it is essential to
rationally design MOF-derived carbon materials with good mass
transport and porous structure.

Cheap iron phthalocyanine (FePc) exhibits excellent ORR
activity in M-N/C macrocycle molecules.”® Fe-N, is playing
a pivotal role in improving ORR activity of catalysts. However,

This journal is © The Royal Society of Chemistry 2020
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FePc molecules are easy to aggregate and their electron
conductivity does not facilitate electron transfer for ORR. Great
efforts have been made to solve these problems, for instance,
FePc has been supported on a wide variety of carbon materials
including carbon nanotubes, graphene and so on, in order to
improve its catalytic performance. Cheng et al.*® reported
a simple way to incorporate FeO, NCs by FePc functionalized
graphene, FeO,/FePc, and the obtained catalyst of FeO,/FePc
with 10 wt% FeO, NCs exhibited high ORR activity with a half-
wave potential of 0.888 V and current density of 37.6 A g~ ' at
0.9 V (vs. RHE). Recently, Guo et al® also revealed that
graphene-based preparation of FePc nanostructures were con-
structed by wet chemical method, and Fe(u)Pc/Fe(ur)Pc/reduced
graphene oxide nanocomposites exhibited good ORR activity
and durability under alkaline condition. Despite extensive
efforts mentioned above, synthetic methods still lack accurate
control of metals, resulting in a wide variety of multispecies like
metal oxides and so on.

Herein, we rationally designed a simple process that could
easily control the metallic species of the MOF-based electro-
catalysts with porous structure to enhance the mass transport.
FePc was assembled into ZIF-8 pore structure, and was treated
at high temperatures to form dispersed Fe-N, site. With
0.20 wt% Fe doped metal, Fe20-N/C catalyst treated at 900 °C
exhibited good ORR activity with half-wave potential (0.866 V vs.
RHE) under O,-saturated 0.1 M KOH alkaline condition, which
was higher than Pt/C-JM (0.838 V vs. RHE). X-ray absorption
spectroscopy a results illustrate that incorporated ZIF-8 inter-
acted with the active centre of FePc, enhanced the electron
transition and promoted the kinetics of the ORR. Moreover,
these highly dispersing Fe-N/C electrocatalysts fired at 900 °C
exhibited excellent stability in comparison with noble Pt/C
catalysts.

2 Experimental
2.1 Raw chemicals

Zinc nitrate hexahydrate, 2-methylimidazole were ordered at
Sigma-Aldrich, and phthalocyanine iron (FePc) was purchased
from Aldrich. Methanol, ethanol, KOH and H,SO, were all
ordered from Beijing Chemical Reagent Company, and they
were all analytical grade. Nafion solution (5 wt%) was purchased
from Alfa company. Ultrapure water was used. For comparison,
20 wt% Pt/C electrocatalyst (Johnson Matthey) was utilized.

2.2 Catalysts preparation

Typical preparation procedure of ZIF-8 can be found in the
previous paper.** The detailed preparation method of FePc-20/
ZIF-8 can be seen below. 3.6 mmol Zn(NOj3),-6H,0 dissolving
at methanol (40 mL) was mixed with 28.71 mmol 2-mim and
20 mg FePc dissolving in 40 mL methanol solution. Then they
were followed by stirring 24 h. The as-prepared powder was
centrifuged and washed by methanol, which was dried at 70 °C
for 24 h. For comparison, FePc-15/ZIF-8 (15 mg FePc) and FePc-
25/ZIF-8 (25 mg FePc) powders were also prepared under the
same experiment condition.
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FePc-20/ZIF-8 powder was put inside a furnace and heated at
800, 900 and 1000 °C at 5 °C min~* under N, flow for 3 h. Ob-
tained powders were treated by 0.5 M H,SO, acid wash for 24 h
at 70 °C, and they were followed by washing with ultrapure
water and obtaining Fe20-N/C-800 °C, Fe20-N/C-900 °C and
Fe20-N/C-1000 °C. Fe15-N/C-900 °C and Fe25-N/C-900 °C were
also obtained under the same condition above. For comparison,
ZIF-8 powder was put inside a furnace and heated by 800 °C at
5 °C min~ ! under N, flow for further 3 h.

2.3 Catalysts characterizations

The phase of prepared samples was characterized by XRD
(Bruker D8 Advance) in step scan mode of 5-80° (26) for 0.02°.
XPS was tested using ESCALAB 250Xi instrument from Thermo
Fisher. TEM analysis was tested on Titan G2 60-300 microscope.
STEM analysis was tested on Tecnai G2 F20 U-TWIN micro-
scope. BET specific surface areas were obtained by Micro-
meritics TriStar II instrument.

Electrochemical performances were tested by three electrode
method by Ivium work station. Inks were prepared by mixing
5 mg electrocatalysts and 1 mL ethanol-Nafion composite
solution, which were then dipped on 5 mm diameter glassy
carbon disc electrode. Pt wire was regarded as counter elec-
trode, moreover, Hg/HgO was used as reference electrode.

ORR of electrodes was tested by linear scan voltammetry
(LSVs) in 0,-0.1 M KOH with scan rate at 50 mV s~ due to
catalysts loadings of 0.38 mg cm ™. Oxygen gases were purged
for 30 min to make electrolyte saturated with oxygen. Linear
scan voltammetry was tested at 10 mV s~ under O,-saturated
0.1 M KOH from 400 rpm to 2500 rpm with same catalysts’
loadings. Chronopotentiometry tests were done at constant
potential (0.75 V) as well.

iR correction as well as corrected LSV curves including were
done, which were shown in the previous paper. Pt/C from
Johnson Matthey (Pt/C-JM) was studied for ORR under the same
condition. Potentials were given versus RHE reference electrode
(Erue = E(Hg/HEO) + Epgmgo + 0.059 x pH, where Eygpgo =
0.165 V vs. RHE at 20 °C).

Transferred electron number (n) was achieved by typical
Koutechy-Levich (K-L) equation shown:

1 1 1

- =+ 53
j Jk Bubs
Jx and w were kinetic current and rotating rate. B was achieved

from slope of K-L:

B = 0.2nF(Do,)" v " Co,

3 Results and discussions

3.1 The effect of composition on the structural and
morphology of the catalysts

FePc molecules were encapsulated into cavities of ZIF-8 during
assembling of Zn>* and 2-methylimidazole to form FePc-x@ZIF-
8 (x = 15, 20, 25 mg), respectively. FePc with the molecular size
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Fig. 1 XRD of ZIF-8, FePc-20@ZIF-8, FePc-15@ZIF-8 and FePc-25@ZIF-8 (a), SEM images of ZIF-8 (b).

of 14.6 A could break the ZIF-8 network with the diameter of
11.6 A, which played a pivotal role in the construction of mes-
opores and edge site engineering. Fig. 1 illustrates XRD patterns
of ZIF-8, FePc-x mg@ZIF-8 before firing (x = 15, 20, 25). It can be
easily seen that ZIF-8, FePc-15@ZIF-8, FePc-20@ZIF-8 and FePc-
25@ZIF-8 all exhibited well-defined diffraction peaks corre-
sponding to MOF (JCPDS no. 15-0806) in XRD (Fig. 1a). The
diffraction peaks didn't change with decreasing x, and results
can indicate that the effect of FePc amount had little influence
on the formation of ZIF-8, which was in accordance with
previous published papers.***® Fig. 1b clearly shows SEM image
of ZIF-8, and it demonstrated that the good dodecahedral shape
and uniform sizes of ZIF-8. The average particle size of ZIF-8 was
around 300-400 nm.

Fig. 2 shows XRD patterns for Fe20-N/C catalysts derived
from direct pyrolysis for FePc-20@ZIF-8 at 800 °C, 900 °C and
1000 °C (a-c). Obvious graphitized carbon (JCPDS: 41-1487)
peaks can be observed for three samples. Moreover, at 1000 °C,
very minor Fe,O3 peak can be found at 31 and 32° with JCPDS
number 49-1346 (Fig. 2c). That might be related to the reason
that the appearance of Fe,O; phase was related to the temper-
ature. Moreover, XRD patterns of Fel5-N/C and Fe25-N/C

catalysts fired at 900 °C were also exhibited in Fig. 2d and e. It
can be seen that graphitized carbon peaks were observed as
well, although the spectrums were not as smooth as those
detected in Fe20-N/C catalysts fired at different temperatures.
That might be related to the testing parameter difference when
collecting XRD data.

3.2 The element valence analysis of the catalysts

X-ray absorption spectroscopy analysis was performed to study
the chemical state and the coordination environment of Fe
active centre. The compositions of Fe20-N/C treated catalysts
derived from direct pyrolysis of FePc-20@ZIF-8 from 800 °C to
1000 °C were further investigated by XPS. The selected survey
scan of the catalysts was shown in Fig. S1a,t indicating the
presence of O, N and C elements. For samples treated at 800 °C,
a small peak with binding energy of 500 eV might was related to
the impurity substances occurred during the XPS test. Fig. S1b¥
shows the selected survey scan of Fel5-N/C and Fe25-N/C
catalysts firing at 900 °C, which can also indicate the presence
of O, N and C elements and they were the same as those
observed in Fig. Sla.}

80
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Fig.2 XRD patterns of Fe20—-N/C samples obtained from the pyrolysis of FePc-20@ZIF-8 fired at 800 °C (a), 900 °C (b), 1000 °C (c), Fe15-N/C
(d) and Fe25-N/C (e) samples obtained from pyrolysis of FePc-15@ZIF-8, FePc-25@ZIF-8 fired at 900 °C after acid treatment.
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Fig. 3 High resolution nitrogen 1s of XPS spectra of Fe20—-N/C samples fired at 800 °C (a), 900 °C (b) and 1000 °C (c), normalized ratios of
pyridinic, pyrrolic, graphitic N (d).
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Fig. 4 High resolution nitrogen 1s of XPS spectra of Fe15—N/C (a), Fe25-N/C (b) samples fired at 900 °C. Normalized ratios of pyridinic, pyrrolic,

graphitic N (c).

Fig. 3 shows deconvoluted N 1s peaks for Fe20-N/C treated
from 800 °C to 1000 °C. For three samples, pyridinic, pyrrolic as
well as graphitic N with binding energy of 398.46-398.85 eV, graphitic N in all nitrogen species bonds were clearly marked

This journal is © The Royal Society of Chemistry 2020

400.16-400.88 eV and 401.48-401.9 eV were clearly deconvo-
luted and content ratios of pyridinic, pyrrolic as well as

RSC Adv, 2020, 10, 27014-27023 | 27017
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Fig. 5 TEM image of Fe20—N/C samples fired at 800 °C (a), 900 °C (b) and 1000 °C (c).

for three samples in Fig. 3d. The high resolution
deconvoluted N 1s peaks for Fe15-N/C and Fe25-N/C treated at
900 °C were also shown in Fig. 4. Fig. 5c clearly shows content
ratios of pyridinic, pyrrolic and graphitic N in all nitrogen
species bonds. The high contents of pyridinic and graphitic N
was excellent due to be beneficial for generating higher positive
charge density carbon atoms nearby and increasing limiting
current density by benefiting from O, adsorption and weak-
ening of O=0 bonds. The change from the content of pyrrolic
to graphitic N with increasing from 800 °C to 1000 °C, which
was similar with published reports on N-doped carbon
materials.

Fig. S27 shows high resolution deconvoluted C 1s peaks for
Fe20-N/C treated catalysts derived from direct pyrolysis of FePc-
20@ZIF-8 from 800 °C to 1000 °C. Fig. S3t also shows decon-
voluted of C 1s peaks of Fe15-N/C and Fe25-N/C treated cata-
lysts fried at 900 °C. For three samples, C=0, C-N and C-C
peaks of binding energy 289.0-289.3 eV, 285.5-285.7 eV and
284.7-284.78 eV were clearly deconvoluted and the content ratio
of C=0, C-N and C-C were clearly marked for three samples in
Fig. S2d.} It can be observed that the content ratio of C-N in all
C species of the nanocomposites increased from 800 °C to
900 °C, and C-N decreased at 1000 °C, which could be related to
cleavage of C-N bonds during pore formation.

27018 | RSC Adv, 2020, 10, 27014-27023

3.3 The high-resolution morphology analysis of catalysts

The morphology of Fe20-N/C treated catalysts derived by direct
pyrolysis of FePc-20@ZIF-8 from 800 °C to 1000 °C were char-
acterized by TEM in Fig. 5. TEM analysis indicate that hexagonal
particle size was around 30 nm in dimension in Fig. 5a. By
increasing firing temperature to 1000 °C in the synthetic
process, the shape of the particles in the final catalysts gradually
changed from hexagonal to round particles. Elemental mapping
analysis of selected area of Fe20-N/C catalyst (big particle as
shown in Fig. 5b) fired at 900 °C was observed in Fig. 6. Iron
nanoparticles generated probably due to the additional amount
of FePc and some ruptures were formed in porous carbon after
firing at 900 °C. FePc was chosen as the metal nitrogen
precursor because it can not only create adjustable densities of
metal sites but also modulated the carbon pore size. Fig. 7
showed the N, adsorption/desorption isotherms of Fe20-N/C
treated catalysts derived from direct pyrolysis of FePc-20@ZIF-
8 from 800 °C to 1000 °C with BET of around 1000 m”> g~ . It
can be shown in Fig. 7d that the mesopores (pore width > 2 nm)
developed in Fe20-N/C with pore size around 3.31 nm to
32.5 nm. The construction of mesopore is mainly due to FePc
bursting the ZIF-8 cage for the sake of breaking the confinement
effect of micro-cavity.

This journal is © The Royal Society of Chemistry 2020
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Fig. 6 Elemental analysis of Fe20—-N/C samples fired at 900 °C and corresponding element mapping files. (a) STEM image.

3.4 The electrocatalytic performance of the catalysts

ORR activity of Fe-N/C nanoarchitectures electrocatalyst was
tested by rotating disk electrode measurements under O,-
saturated 0.1 M KOH solutions. The activity of Fe20-N/C treated
catalysts obtained from direct pyrolysis for FePc-20@ZIF-8 at
800 °C, 900 °C, 1000 °C and Pt/C electrodes were studied by LSV
under O,-saturated 0.1 M KOH solutions at 10 mV s ' from
400 rpm to 2500 rpm (Fig. 8). When the rotation rate was
1600 rpm, onset potential was 0.95 V, while half-wave potential
of Fe20-N/C-800 °C was 0.818 V, respectively. Moreover, Fe20-
N/C-900 °C exhibited much better ORR performance (onset
potential 0.98 V and half-wave potential 0.866 V). And it was
48 mV more positive than Fe20-N/C-800 °C, which can indicate
the obvious effect of temperature on electrochemical perfor-
mance of catalysts. However, when temperature increased to
1000 °C, onset potential negatively shifted to 0.95 V, half-wave
potential changed to 0.772 V (Fig. 8d). Noticeably, half-wave
potential of Fe20-N/C-900 °C was 28 mV more positive than
Pt/C-JM. So, Fe20-N/C-900 °C exhibited excellent ORR perfor-
mance under this testing condition. Half-wave potential value
(0.866 V) was relatively higher in NPMCs reported in Table 1.
Chen et al. reported an atomically Fe-N/C and exhibited onset
potential (0.95 V) and half-wave potential (0.85 V) due to catalyst
loading of 0.6 mg cm™ >3

This journal is © The Royal Society of Chemistry 2020

K-L curves (Fig. S47) illustrated first order reaction kinetics
towards concentrations. All samples exhibited quite low H,0,
yield and electron transfer number of 4 (Fig. 8). This suggests
that 4e” reduction was dominant in ORR activity of Fe20-N/C-
800 °C, 900 °C and Fe20-N/C-1000 °C, with higher n and lower
H,0, %. The excellent ORR performance of Fe20-N/C-900 °C
was supported by Fig. 9c. The cathodic current density of Fe20-
N/C-900 °C was 1.61 mA cm ™%, which was 0.91 mA cm > higher
than 20 wt% Pt/C. ORR activity was 0.5 mA cm > and 0.87 mA
em™> higher than Fe20-N/C-800 °C and Fe20-N/C-1000 °C,
respectively.

The effects of different amounts of FePc on ORR activity of
Fex-N/C (x = 15 mg, 20 mg and 25 mg) treated catalysts derived
from the direct pyrolysis of FePc-x mg @ZIF-8 at 900 °C were
studied by LSV under O,-saturated 0.1 M KOH from 400 rpm to
2500 rpm (Fig. 9). It is worth mentioning that Fe20-N/C-900 °C
showed significantly better ORR performance than Fe15-N/C
and Fe25-N/C, which exhibited onset potential (0.98 V) as well
as for half-wave potential (0.866 V). It can indicate the optimum
amount of FePc loading was 20 mg and it could exhibit a posi-
tive effect on the electrochemical performance of catalysts.

Stability for the Fe20-N/C treated at 900 °C and Pt/C for ORR
were studied at constant potential for 0.75 V by chro-
nopotentiometry (Fig. 10). Fe20-N/C-900 °C displayed remark-
able stability for ORR, achieving potential for 0.75 V of 5.1 mA

RSC Adv, 2020, 10, 27014-27023 | 27019
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activity for Pt/C were investigated, the initial current was 4.3 mA  C, respectively. Our results demonstrate that Fe20-N/C-900 °C
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Fig. 8 Liner sweep voltammetry (LSV) for oxygen reduction of Fe20—-N/C samples fired at 800 °C (b), 900 °C (c), 1000 °C (d) for 3 h and Pt/C (a)

in O,-0.1 M KOH at different rotation speeds with scan rate (5 mV s™%). The loading of catalysts was 0.38 mg cm™2.
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Table 1 ORR activities for NPMCs reported in literature®
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Testing condition ORR
Materials Electrolyte (0.1 M KOH) Loading (mg cm™?) Eonset Ehalfwave References
FePc/rGO 0.1 M 0.53 0.940 0.855 35
Co/N-C 0.1 M ~0.25 0.834 0.75 36
Atomically dispersed Fe-N-C 0.1 M 0.6 0.95 0.85 34
Co-N/C 0.1 M 0.6 0.95 0.85 31
Fe20-N/C-900 °C 0.1 M 0.38 0.98 0.866 In this paper
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Fig. 9 LSV for oxygen reduction of Fe15-N/C, Fe20—-N/C (a), and Fe25-N/C (b) samples fired at 900 °C, Pt/C in O,-0.1 M KOH with different
rotation speeds with scan rate (5 mV s7%). The loading of catalysts was 0.38 mg cm™2. Half-wave potential and exchange current density obtained
at 0.9 V for Pt/C, Fe20—N/C samples fired at 800 °C, 900 °C, 1000 °C and Fel5-N/C, Fe20-N/C, and Fe25-N/C samples fired at 900 °C (c).

(0.38 mg cm™?) exhibited more excellent performance than Pt/
C. These results demonstrated remarkable performance of
Fe20-N/C-900 °C electrode as nonprecious group metal cata-
lysts with excellent ORR activity and stability.

3.5 Discussion

Highly dispersing Fe20-N/C electrocatalysts fired at 900 °C
exhibited remarkable stability and excellent ORR activities due
to the assembling effect of FePc and MOFs. There are several
reasons that can account for this. One of the main reasons was
probably related to the structure of FePc and ZIF-8. FePc with
the molecular size of 14.6 A could break the ZIF-8 network with
the diameter of 11.6 A, which played a pivotal role in the
construction of mesopores and edge site engineering. As it can
be shown in XRD results, the effect of FePc amount had little
influence on the formation of dodecahedral ZIF-8. By rationally

This journal is © The Royal Society of Chemistry 2020
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Fig. 10 Current time chronoamperometric curves of Fe20-N/C
catalyst fired at 900 °C as well as Pt/C at 1600 rpm in O,-0.1 M KOH at

0.75 V. The catalyst loading was 0.38 mg cm~2.
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design of FePc molecules encapsulating into cavities of ZIF-8
could result in good nanoarchitecture Fe-N/C catalysts with
improved stability.

Another reason may be due to the results that incorporated
ZIF-8 interacted with the active centre of FePc, Fe-N,, could
enhance the electron transition and promoted the kinetics of
the ORR, and the high contents of pyridinic and graphitic N was
excellent due to be beneficial for generating higher positive
charge density carbon atoms nearby and increasing limiting
current density by benefiting from O, adsorption and weak-
ening of O=0 bonds, which was confirmed by the XPS decon-
volution result.

4 Conclusion

The engineering for highly dispersing Fe-N, sites embedded in
porous carbon was reported in this study. We have demon-
strated that incorporating the ultrafine Fe-N/C electrocatalyst
with hexagonal nanostructures can improve ORR activity of
FePc-based electrocatalysts. Fe20-N/C firing at 900 °C was
demonstrated to be excellent non-precious group metal oxygen
catalysts, achieving onset potential as well as half-wave poten-
tial of 0.98 V and 0.866 V, which was better than Pt/C catalysts.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

The authors acknowledge the facilities, the scientific and tech-
nical assistance of the Imaging Facility at the Centre for
Microscopy, Characterization & Analysis of School of Advanced
Materials from Peking University Shenzhen Graduate Research
School. The authors also acknowledge the supports 2019 Youth
Innovative Talents Project by Education Department of
Guangdong Province (2018GkQNCX018), Shenzhen Science and
Technology Plan Project (JCYJ20180305164033934) and Sichuan
science and technology program project (2020YJ0501) and the
project of Civil Aviation Flight University of China (J2020-045).

References

1 H. Zhang, H. Osgood, X. Xie, Y. Shao and G. Wu, Engineering
nanostructures of PGM-free oxygen-reduction catalysts using
metal-organic frameworks, Nano Energy, 2017, 31, 331-350.

2 M. Shao, Q. Chang, J.-P. Dodelet and R. Chenitz, Recent
Advances in Electrocatalysts for Oxygen Reduction
Reaction, Chem. Rev., 2016, 116, 3594-3657.

3 M. K. Debe, Electrocatalyst approaches and challenges for
automotive fuel cells, Nature, 2012, 486, 43.

4 Z. Zhang, Y. Jiang, M. Chi, Z. Yang, G. Nie, X. Lu, et al.,
Fabrication of Au nanoparticles supported on CoFe,O,
nanotubes by polyaniline assisted self-assembly strategy
and their magnetically recoverable catalytic properties,
Appl. Surf. Sci., 2016, 363, 578-585.

27022 | RSC Adv, 2020, 10, 27014-27023

View Article Online

Paper

5 W. Yan, X. Cao, J. Tian, C. Jin, K. Ke and R. Yang, Nitrogen/
sulfur dual-doped 3D reduced graphene oxide networks-
supported CoFe,O, with enhanced electrocatalytic activities
for oxygen reduction and evolution reactions, Carbon,
2016, 99, 195-202.

6 H. Zhang, H. Li, H. Wang, K. He, S. Wang, Y. Tang, et al.,
NiCo,0,4/N-doped graphene as an advanced electrocatalyst
for oxygen reduction reaction, J. Power Sources, 2015, 280,
640-648.

7 K. Nishio, S. Molla, T. Okugaki, S. Nakanishi, I. Nitta and
Y. Kotani, Oxygen reduction and evolution reactions of air
electrodes using a perovskite oxide as an electrocatalyst, J.
Power Sources, 2015, 278, 645-651.

8 A. Safakas, G. Bampos and S. Bebelis, Oxygen reduction
reaction on LaggSry,Co.Fe; ,Os-delta perovskite/carbon
black electrocatalysts in alkaline medium, Appl. Catal., B,
2019, 244, 225-232.

9 H. Lin, P. Liu, S. Wang, Z. Zhang, Z. Dai, S. Tan, et al., A
highly efficient electrocatalyst for oxygen reduction
reaction: three-dimensionally ordered macroporous
perovskite LaMnO3, J. Power Sources, 2019, 412, 701-709.

10 R. Jacobs, J. Hwang, Y. Shao-Horn and D. Morgan, Assessing
Correlations of Perovskite Catalytic Performance with
Electronic Structure Descriptors, Chem. Mater., 2019, 31,
785-797.

11 Y. Bu, H. Jang, O. Gwon, S. H. Kim, S. H. Joo, G. Nam, et al.,
Synergistic interaction of perovskite oxides and N-doped
graphene in versatile electrocatalyst, J. Mater. Chem. A,
2019, 7, 2048-2054.

12 C. Du, P. Li, F. Yang, G. Cheng, S. Chen and W. Luo,
Monodisperse Palladium Sulfide as Efficient Electrocatalyst
for Oxygen Reduction Reaction, ACS Appl. Mater. Interfaces,
2018, 10, 753-761.

13 L. Song, T. Wang, Y. Wang, H. Xue, X. Fan, H. Guo, et al.,
Porous Iron-Tungsten Carbide Electrocatalyst with High
Activity and Stability toward Oxygen Reduction Reaction:
From the Self-Assisted Synthetic Mechanism to Its Active-
Species Probing, ACS Appl. Mater. Interfaces, 2017, 9, 3713~
3722.

14 Y. Liu, T. G. Kelly, J. G. Chen and W. E. Mustain, Metal
Carbides as Alternative Electrocatalyst Supports, ACS
Catal., 2013, 3, 1184-1194.

15 C.-L. Zhang, B.-R. Lu, F.-H. Cao, Z.-Y. Wu, W. Zhang,
H.-P. Cong, et al., Electrospun metal-organic framework
nanoparticle fibers and their derived electrocatalysts for
oxygen reduction reaction, Nano Energy, 2019, 55, 226-233.

16 Z. Guo, Z. Zhang, Z. Li, M. Dou and F. Wang, Well-defined
gradient Fe/Zn bimetal organic framework cylinders
derived highly efficient iron- and nitrogen- codoped
hierarchically porous carbon electrocatalysts towards
oxygen reduction, Nano Energy, 2019, 57, 108-117.

17 Q. Cheng, S. Han, K. Mao, C. Chen, L. Yang, Z. Zou, et al., Co
nanoparticle embedded in atomically-dispersed Co-N-C
nanofibers for oxygen reduction with high activity and
remarkable durability, Nano Energy, 2018, 52, 485-493.

18 G. Wu, K. L. More, C. M. Johnston and P. Zelenay, High-
Performance Electrocatalysts for Oxygen Reduction Derived

This journal is © The Royal Society of Chemistry 2020


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d0ra03468a

Open Access Article. Published on 20 July 2020. Downloaded on 1/12/2026 9:29:28 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

from Polyaniline, Iron, and Cobalt, Science, 2011, 332, 443—
447.

19 L. Zhang, D. P. Wilkinson, Y. Liu and J. Zhang, Progress in
nanostructured (Fe or Co)/N/C non-noble metal
electrocatalysts for fuel cell oxygen reduction reaction,
Electrochim. Acta, 2018, 262, 326-336.

20 X. Wan, X. Liu, Y. Li, R. Yu, L. Zheng, W. Yan, et al., Fe-N-C
electrocatalyst with dense active sites and efficient mass
transport  for  high-performance proton exchange
membrane fuel cells, Nat. Catal., 2019, 2, 259-268.

21 A. Zitolo, V. Goellner, V. Armel, M.-T. Sougrati, T. Mineva,
L. Stievano, et al., Identification of catalytic sites for oxygen
reduction in iron- and nitrogen-doped graphene materials,
Nat. Mater., 2015, 14, 937.

22 X. Wan, X. Liu, Y. Li, R. Yu, L. Zheng, W. Yan, et al., Fe-N-C
electrocatalyst with dense active sites and efficient mass
transport  for  high-performance proton exchange
membrane fuel cells, Nat. Catal., 2019, 2, 259-268.

23 Q. Wei, G. Zhang, X. Yang, R. Chenitz, D. Barham, L. Yang,
et al., 3D Porous Fe/N/C Spherical Nanostructures As High-
Performance Electrocatalysts for Oxygen Reduction in Both
Alkaline and Acidic Media, ACS Appl. Mater. Interfaces,
2017, 9, 36944-36954.

24 S.Yuan, L. Feng, K. Wang, J. Pang, M. Bosch, C. Lollar, et al.,
Stable Metal-Organic Frameworks: Design, Synthesis, and
Applications, Adv. Mater., 2018, 30, 1704303.

25 L. Jiao, Y. Wang, H.-L. Jiang and Q. Xu, Metal-Organic
Frameworks as Platforms for Catalytic Applications, Adv.
Mater., 2018, 30, 1703663.

26 X. J. Wang, H. G. Zhang, H. H. Lin, S. Gupta, C. Wang,
Z.X. Tao, et al., Directly converting Fe-doped metal organic
frameworks into highly active and stable Fe-N-C catalysts
for oxygen reduction in acid, Nano Energy, 2016, 25, 110-119.

27 Q. Liu, X. Liu, L. Zheng and ]. Shui, The Solid-Phase
Synthesis of an Fe-N-C Electrocatalyst for High-Power
Proton-Exchange Membrane Fuel Cells, Angew. Chem., Int.
Ed., 2018, 57, 1204-1208.

28 Y. Jiang, Y. Lu, X. Lv, D. Han, Q. Zhang, L. Niu, et al,
Enhanced Catalytic Performance of Pt-Free Iron

This journal is © The Royal Society of Chemistry 2020

View Article Online

RSC Advances

Phthalocyanine by Graphene Support for Efficient Oxygen
Reduction Reaction, ACS Catal., 2013, 3, 1263-1271.

29 Y. Cheng, J. Liang, J.-P. Veder, M. Li, S. Chen, J. Pan, et al.,
Iron Oxide Nanoclusters Incorporated into Iron
Phthalocyanine as Highly Active Electrocatalysts for the
Oxygen Reduction Reaction, Chemcatchem, 2018, 10, 475-
483.

30 J. Guo, X. Yan, Q. Liu, Q. Li, X. Xu, L. Kang, et al, The
synthesis and synergistic catalysis of iron phthalocyanine
and its graphene-based axial complex for enhanced oxygen
reduction, Nano Energy, 2018, 46, 347-355.

31 Y. Liang, J. Wei, Y. X. Hu, X. F. Chen, J. Zhang, X. Y. Zhang,
et al, Metal-polydopamine frameworks and their
transformation to hollow metal/N-doped carbon particles,
Nanoscale, 2017, 9, 5323-5328.

32 R. Jiang, L. Li, T. Sheng, G. Hu, Y. Chen and L. Wang, Edge-
Site Engineering of Atomically Dispersed Fe-N4 by Selective
C-N Bond Cleavage for Enhanced Oxygen Reduction
Reaction Activities, J. Am. Chem. Soc., 2018, 140, 11594-
11598.

33 M. Wang, T. Qian, J. Zhou and C. Yan, An Efficient
Bifunctional Electrocatalyst for a Zinc-Air Battery Derived
from Fe/N/C and Bimetallic Metal-Organic Framework
Composites, ACS Appl. Mater. Interfaces, 2017, 9, 5213-5221.

34 P. Chen, T. Zhou, L. Xing, K. Xu, Y. Tong, H. Xie, et al.,
Atomically  Dispersed  Iron-Nitrogen  Species  as
Electrocatalysts for Bifunctional Oxygen Evolution and
Reduction Reactions, Angew. Chem., Int. Ed., 2017, 56, 610-
614.

35 T. Taniguchi, H. Tateishi, S. Miyamoto, K. Hatakeyama,
C. Ogata, A. Funatsu, et al.,, A Self-Assembly Route to an
Iron Phthalocyanine/Reduced Graphene Oxide Hybrid
Electrocatalyst Affording an Ultrafast Oxygen Reduction
Reaction, Part. Part. Syst. Charact., 2013, 30, 1063-1070.

36 Y. Su, Y. Zhu, H. Jiang, J. Shen, X. Yang, W. Zou, et al., Cobalt
nanoparticles embedded in N-doped carbon as an efficient
bifunctional electrocatalyst for oxygen reduction and
evolution reactions, Nanoscale, 2014, 6, 15080-15089.

RSC Adv, 2020, 10, 27014-27023 | 27023


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d0ra03468a

	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a

	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a

	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a
	Highly active electrocatalysts of iron phthalocyanine by MOFs for oxygen reduction reaction under alkaline solutionElectronic supplementary information (ESI) available. See DOI: 10.1039/d0ra03468a


