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Atomically dispersed Co–N–C electrocatalysts
synthesized by a low-speed ball milling method
for proton exchange membrane fuel cells†

Tao Liu, Feng Sun, Meihua Huang* and Lunhui Guan *

Atomically dispersed cobalt–nitrogen–carbon (Co–N–C) catalysts have appeared as potential substitutes

to costly noble-metal catalysts for the oxygen reduction reaction (ORR) in proton exchange membrane

fuel cells (PEMFCs). After carrying out research for a period of time, great progress has been made in

preparing atomically dispersed catalysts by pyrolysis of the ZIF-8 precursor. However, the current

synthesis method has many disadvantages, such as low reaction conversion, pollution and high cost. To

overcome these shortcomings, a low-speed ball milling method was applied to synthesize the precursor

of Co–N–C catalysts. The conversion efficiency of the precursor and metal doping rate were greatly

improved by ball milling in a micro-solvent environment. Moreover, the environmentally friendly

synthesis process does not involve a large amount of organic solvent and metal ions. In addition to the

detailed characterization of the single-atom properties of the catalyst by the X-ray absorption fine

structure and other means, and a thorough electrochemical characterization demonstrates its ORR

capacities (E1/2 = 0.78 V) in acidic media. The test of PEMFCs proved a promising maximum power

density (450 mW cm�2) and long-term stability. This work provides a new method and idea for the

efficient and green synthesis of high-performance catalysts for commercial application of PEMFCs.

Introduction

The efficient utilization of energy through electrochemical
equipment such as proton exchange membrane fuel cells
(PEMFCs) and metal–air batteries1,2 brings hope to humanity
for reducing greenhouse gas emissions produced by fossil fuel
combustion and alleviating the shortage of energy. Neverthe-
less, the sluggish oxygen reduction reaction (ORR) at the
cathode in fuel cells relies heavily on platinum and other
precious metal catalysts, which extremely hinder the large-
scale commercialization of the fuel cells.3,4 In recent years,
dramatic breakthroughs have been made by using atomic non-
precious metal catalysts dispersed or/and supported on carbon
nano-materials as a result of the high atomic utilization and
flexible adjustment between the metal and substrate.5 Metal–
organic frameworks (MOFs), such as ZIF-8, are a kind of utility
porous material characterized with a massive porous structure,
great tunable functionality and constitutive properties,
which are expected to be promising as sacrificial templates of

metal–nitrogen–carbon for ORR electrocatalysts.6 In recent
years, significant progress has been made in the synthesis of
atomically dispersed catalysts using ZIF-8 as a template for the
ORR, which have become the most promising material to
replace commercial Pt-based electrocatalysts.7–9 However, tra-
ditional methods for the synthesis of a metal atomically dis-
persed ZIF-8 template, such as liquid phase synthesis, have a
lot of shortcomings. Firstly, a large number of organic solvents
are employed in the reaction process, which seriously aggra-
vates the environmental burden and energy consumption.10

Moreover, in the reaction of zinc ions and 2-methylimidazole,
the added amount of 2-methylimidazole, as a kind of chemical
raw material with high cost, is often far greater than the
stoichiometric number, which will cause wastage of a lot of 2-
methylimidazole.11 At the same time, due to the low conversion
rate, a large amount of waste liquid containing metal ions and
organic matter is produced, which will also be a huge challenge
for harmless treatment. Undoubtedly, the traditional methods
produce a huge obstacle to the large-scale production and
promotion of single atomic catalysts, and diverge from to the
green direction of hydrogen energy.

The synthesis of ZIF-8 structures doped with large amounts
of transition metals (e.g., Co) in a solvent-free or micro solvent
environment while maintaining a high yield is an ideal
approach. Mechanochemical synthesis has been widely studied
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recently because of its advantages such as stability, high
efficiency and high yield12 and has been implemented in
miscellaneous fields, such as mineral dressing and synthesis
of chemical compounds, and currently it is experiencing a
revival because of its successful realization of the synthesis of
organic–inorganic nanomaterials.13–15 Nowadays, mechano-
chemistry has become a cogent and quite widespread method
for the preparation of multifarious materials.16,17 The synthesis
of ZIF-8 with mechanized methods has been widely
developed,18,19 but it mostly involves relatively extreme synth-
esis parameters such as high rotation speed,20 and high
pressure.21 If the reaction is carried out under mild conditions,
it will lead to a long reaction time and incomplete reaction and
other disadvantages. According to the report described by
Tanaka et al.,22 if the low-speed ball milling method (around
200 revolutions per minute (rpm)) was used, a large amount of
ZnO was not converted to ZIF-8 even after 240 hours reaction
time, let alone additional metal doping. Therefore, it is of
practical significance and theoretical value to synthesize transi-
tion metal-rich ZIF-8 structures for single-atom catalyst pre-
cursors by a relatively mild mechanochemical method.

In this work, we presented a method to synthesize Zn–Co–
MOFs by ball milling with micro-solvent and low speed (250
rpm) as the sacrificial templates of Co–N–C electrocatalysts.
The typical synthesis procedure is illustrated in Fig. 1. This
method has the advantages of a high yield of over 80%, a barely
organic solvent involved in the whole reaction process, a
convenient reaction and scale-up production. Electrochemical
measurements showed that the optimized Co–N–C catalyst (see
the ESI† for more details), synthesized by ball milling had a
high onset potential and half-wave potential of 0.88 V and
0.78 V in harsh acidic media. It also showed excellent stability
with 21 mV decay after 10 000 accelerated durability tests (ADT).
The refreshing catalyst also showed a promising maximum
power density (450 mW cm�2) in the PEMFCs. Furthermore,
thanks to the rich Co–N structure, the maximum power density
of the fuel cell was reduced by only 50 mW cm�2 after 10 000
cycles of durability tests.

Results and discussion

Scanning electron microscopy (SEM) was employed to probe
the morphology and configuration of Co-120. As revealed in
Fig. 2A, the sample retained an intact crystal structure of ZIF-8,
after repeatedly annealing.23 At the same time, it can be seen
that the MOF precursor of Co-120, Co-40 and NC has a typical
XRD peak of ZIF-8 (Fig. S4, ESI†), so the original crystal
structure of the catalyst has been maintained before and after
pyrolysis without carbon adhesion and obvious breakage which
can be proved in the large-scale pre- and post-pyrolysis SEM of
Co-120 (Fig. S3, ESI†).24 In addition, the TEM image did not
show any metallic or nonmetallic particles other than carbon
(Fig. 2B). Besides, the distributions of C, N, O, Co and Zn in
Co-120 are also studied by the EDS mapping analysis. As
illustrated in Fig. 2D and F, the uniform distributions of C
and N images revealed the homogeneous embedded N atoms
into the carbon framework.25 Meanwhile, the high dispersion
of Co was also proven by Fig. 2G–I, and Fig. S1 and S2 (ESI†)
show that the cobalt site density and nitrogen density in the Co-
120 catalyst were significantly increased with the increase of
cobalt chloride input.

The crystal textures of Co-120, Co-40 and NC were also
probed by way of XRD. As revealed in Fig. 3A, the XRD patterns
only showed two peaks centered around 231 and 431, attributed
to the [002] and [100] planes of graphite, separately. And no
metal crystals were formed in the above samples.26 Also the
patterns match the HAADF-STEM image (Fig. D–I), which
conjointly demonstrated the uniform distribution of Co on
the carbon skeleton.27 However, as shown in Fig. S5 (ESI†),
the XRD pattern of Co-200 showed significant peaks of cobalt
metal and cobalt oxide, which strongly proved that when the
addition of cobalt chloride reached 200 mg, the atomically
dispersed properties of Co were lost, so Co-200 was not further
characterized.

The configuration defects and graphitization level of the
synthesized samples were accurately tested by Raman spectro-
scopy. In this spectrum, both Co-120 and Co-40 reveal two main
bands at 1350 and 1580 cm�1(Fig. 3B). And the former was
ascribed to the disruption of the graphitic structure and the
latter was ascribed to the graphitic G band. As is well known,
the intensity ratio (ID/IG) is inversely proportional to the size of
the graphitic crystal.28 Transparently, the Co-120 had an almost
equal intensity ratio to Co-40, reflecting similar edge sites and
graphitic grains. Therefore, the defect degree of Co-120 does
not increase with the increase of the proportion of Co.29

The pore structure and surface character of the samples
were tested by N2 adsorption–desorption BET methods.30 As
shown in Fig. 3C and Table S1 (ESI†), the BET surface area of
Co-120 is 956.9 m2 g�1, 36.7% higher than that of Co-40
(700.1 m2 g�1). The pore size distribution analysis displayed
that the intensive surface area of Co-120 was due to the
improved mesoporous structure (Fig. 3D). This might be attrib-
uted to the extra fracturing of the MOF precursor due to the
more amount of Co added during the pyrolysis process at high
temperature.31Fig. 1 Schematic illustration of the synthesis of Co-120.
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XPS was used to ulteriorly measure the elemental valence
states and compositions of the Co-120 sample.32 The survey
spectrum identified the proportion of C (82.23%), N (7.46%), O
(9.3%), Zn (0.47%), and Co (0.54%) as depicted in Fig. 4D and
Table S2 (ESI†). It also displays the successful insertion of Co
into a N doped carbon material. The peaks at 782.5 and
780.5 eV in the Co 2p spectrum (Fig. 4C) were associated with

the Co2+ and Co3+ sorts of Co 2p3/2, while those at 795.9 and
798.0 eV were associated with the Co2+ and Co3+ sorts of Co
2p1/2.33 Moreover, the two satellite peaks at 786.2 and 802.6 eV
revealed the existence of Co–N groups. As mentioned above, the
zeroth order signals of Co were not observed in the patterns,
which exactly overlapped with the XRD and EDS mapping data.
The Co–N groups originated from the strong interactions

Fig. 2 (A) SEM image. (B) TEM image. (C) STEM image. (D–I) HAADF-STEM-EDS elemental mappings of Co-120.

Fig. 3 (A) XRD patterns of Co-120, Co-40 and NC. (B) Raman spectra, (C) N2 adsorption–desorption isotherms, and (D) the corresponding pore size
distribution plots based on DFT analysis of Co-120 and Co-40.
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between the N-doped carbon and Co.34 Fig. 4A reveals the C 1s
XPS portion, which could be decomposed into three peaks
appearing from CQO (287.7 eV), C–N (286.2 eV), and C–C
(285.0 eV), meaning the effective insertion of N into the carbon
substrate. Moreover, there were four peaks at 404.1, 401.1,
400.0, 398.8 eV in the N 1s XPS portion (Fig. 4B), and were
attributed to oxidized N, graphitic N, pyrrolic N and pyridinic
N, separately. Among them, pyridinic N with a single electron
pair would not only stimulate the ambient carbon atoms, but
also enhance the electrochemical strength of the ORR.35

Besides, it should be observed that the binding energies of

the nitrogen bound to Co is very low to be probed; therefore,
peaks at 399.98 and 398.80 eV could also be attributed to the
presence of Co–N.36 Previous research results have shown that a
much higher percentage of pyridinic N was generally correlated
with the edge rich Co–N4 sites in the samples. In order to study
whether the increase of cobalt content in the catalyst affected
the number of Co–N structures, the above materials were
further explored. It is worth noting that pyridinic N was
invariably the main component of Co-120, Co-40 and NC
(Fig. 4E and F). And it is obvious that the Co-120 material has
a higher pyrrolic N content, which is largely due to the

Fig. 4 High-resolution C 1s (A), N 1s (B), Co 2p (C), and survey (D) XPS spectra of Co-120. (E) High-resolution N 1s XPS spectra of products obtained at
different amounts of Co added. (F) The corresponding N species with different contents.
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contribution of a large number of Co–N structures.37 By XPS
comparison of Co-120 and Co-40 materials (Fig. S6 and Table
S2, ESI†), it is found that increasing the amount of Co resulted
in the increase in the density of Co sites in the catalyst (from
0.44% to 0.54%), and also caused a jump in the nitrogen
content of the material (from 6.32 at% to 7.46 at%). The results
also confirmed the existence of the Co–N structure from the
side. It can be seen that the Co doping amount of ball milling
precursors reached the amount of traditional monatomic
synthesis method,38 and has many advantages, such as high
yield, green environmental protection and so on. Moreover, it is
worth mentioning that Co-120 and Co-40 have a super high
nitrogen content of about 7 at%, and a higher N content means
more defects, which would provide a broad application space
for this material.39

For further analyzing the active site of catalyst, synchrotron-
radiation-based X-ray absorption fine structure (XAFS) methods
were employed to identify the refined structure of Co-120 and
Co-40 samples.40 As shown in Fig. 5A, the Fourier transform
(FT) extended X-ray absorption fine structure (FT-EXAFS) of Co-
120 and Co-40 revealed a major peak at approximately 1.4 Å,
which were classified as the backscattering between Co and
light atoms (N and O). However, EXAFS cannot distinguish
between adjacent coordination elements in the periodic table
such as Co–N and Co–O. The FT-EXAFS peak at 2.2 Å from the
Co foil is connected with Co–Co coordination.6 The weak
existence of the Co–Co scattering path in Co-120 proved that
most of the Co in Co-120 was in the form of isolated single
atoms. At the same time, the result also proved that the ball
milling method proposed in this paper could realize the green
and efficient preparation of atomically dispersed Co–N cata-
lysts. In order to further prove the single atom dispersion of Co

in the synthesized samples, the wavelet transform (WT) ana-
lyses were implemented, which could distinguish the back-
scattering atoms and supply the cogent resolution ratio in both
K and R spaces. As revealed in Fig. 5B, the WT skeleton maps of
Co-120 and Co-40 introduce one intensity maximal value at
around 3.5 Å�1, which could be attributed to the impact from
the backscattering between Co and light atoms. Besides, con-
trasted with the Co foil, the intensity maximum at about 6.7 Å�1

attributed to the Co–Co coordination was not detected in Co-
120 and Co-40. The aforesaid evidence well revealed that Co
species were atomically dispersed in synthesized samples.38

Quantitative least-squares EXAFS curve-fitting operation was
performed to check the coordination construction. Two meth-
ods of fitting were carried out simultaneously, in which method
b introduced O atoms. Method b obtained better fitting results.
As revealed in Fig. 5C, D and Table S2 (, ESI†), the first
coordination shell of Co-120 and Co-40 might be fitted by a
hybrid of Co–N and Co–O coordination paths, with coordinate
numbers of 3.9 � 1.8 (3.6 � 0.9) and 1.6 � 0.4 (2.6 � 0.9),
separately. This means that the centric Co sites in the samples
possess a CoN4O2 configuration (as shown in the structure
diagram in Fig. 5C). The X-ray absorption measurements thus
confirmed that the precursors synthesized by the ball milling
method contained abundant N, and more Co active sites
appeared with the increase of the Co input. At the same time,
it could be seen that the increase of Co input was not propor-
tional to the increase of Co content in the catalyst. So, it could
be considered that the matching number between Co and N in
the precursor has reached or close to saturation when 120 mg
cobalt chloride was added. X-ray absorption near-edge structure
(XANES) spectroscopy could also present the electronic state of
the metal. Fig. 5E reveals the XANES data of Co-120, Co-40 and

Fig. 5 (A) Co K-edge FT-EXAFS spectra and (B) Co K-edge WT-EXAFS contour plots of Co-120, Co-40 and reference samples. (C) Co K-edge EXAFS
fitting results for Co-120 and Co-40 in R space and (D) K space. The inset in (C) shows a CoN4O2 moiety used to fit the EXAFS data (the pink, blue, and red
spheres represent Co, N, and O, respectively). (E) Co K-edge XANES spectra.
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Co-foil samples, which possessed a quite high distinguishabil-
ity to the three-dimensional configuration of atoms around the
metal center.41 The Co K-edge absorption positions for Co-120
and Co-40 were far away from the Co-foil, showing that the
valence state of cobalt in the sample was very different from
that of the cobalt element with zero valence.

Cyclic voltammetry was implemented to evaluate the elec-
trochemical ORR performances of Co-120 in 0.1 M HClO4

electrolyte solution. As seen in Fig. 6A, the Co-120 catalyst
demonstrated an excellent sharply demarcated cathodic peak
in the O2-saturated atmosphere in comparison with the N2-
saturated environment, showing the remarkable catalytic

competence toward the ORR.42 The linear sweep voltammetry
(LSV) curves were collected to further survey the catalytic
performance of the Co-120 catalyst for the ORR.33 Fig. 6B shows
that the Co-120 had more positive Eonset of 0.88 V (vs. RHE) and
E1/2 of 0.78 V (vs. RHE) than Co-40 (Eonset = 0.88 V, E1/2 = 0.76 V
vs. RHE) and NC (Eonset = 0.77 V, E1/2 = 0.52 V vs. RHE) and the
comparable catalytic property compared to the commercial Pt/
C (Eonset = 0.98 V, E1/2 = 0.82 V vs. RHE). Co-120 showed obvious
strengthening in the catalytic property over Co-40 and NC,
which was basically derived from the more active sites of Co–
N construction. In addition, by comparing Co-120 and Co-40,
the similar onset potential indicated that the two had similar

Fig. 6 (A) CV curves of Co-120 in N2 and O2 saturated in 0.1 M HClO4 electrolyte at 50 mV s�1. (B) LSV plots of the catalysts recorded in the O2 saturated
acid electrolyte at 1600 rpm and a scan rate of 10 mV s�1. (C) Tafel plots of the samples. (D) LSV curves of Co-120 at different rotation rates. (E) K–L plots
of Co-120 at different potentials. (F) LSV curves of the Co-120 before and after 10 000 cycles at 10 mV s�1.
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overpotential in the ORR. It could be seen that the improve-
ment of the performance of the Co-120 catalyst was completely
due to the improvement of the limited diffusion current
density, which indicated that more Co active sites were bene-
ficial to enhance the kinetics of the reaction. Meanwhile, the
catalytic features of Co-120 are also superior to many other Co-
based ORR catalysts in a harsh acidic medium (Table S4,
ESI†).43

The wonderful ORR performance of Co-120 could be more-
over confirmed via the Tafel slope (Fig. 6C). Clearly, Co-120
showed a lower Tafel slope of 73.08 mV dec�1 in contrast to
Co-40 (75.98 mV dec�1), NC (129.79 mV dec�1) and Pt/C
(90.89 mV dec�1), which provided evidence of the reinforced
activity and electron transfer potency of Co-120 for the ORR.44

Fig. 6D shows the LSV curves recorded at different rotating
speeds to evaluate the ORR dynamics of Co-120. The K–L plots
(Fig. 6E) put forward the linear connection in the potential
scope of 0.25–0.65 V (vs. RHE). Explicitly, the electron transfer
number of the Co-120 catalyst was close to 3.88, showing that a
nearly four-electron ORR pathway occurred at the catalyst.45

Furthermore, the durability of Co-120 was highly significant for
a mature catalyst product. After uninterruptedly scanning for
10 000 cycles (Fig. 6F), the E1/2 of Co-120 showed a tiny negative
shift of 21 mV under extremely harsh acidic conditions.9

Based on the excellent ORR performance and catalytic
durability, Co-120 is considered to have great application pro-
spects in proton exchange membrane fuel cells. Peak power
density is an important index to evaluate electrocatalysts in

PEMFCs.7 Therefore, membrane electrode assemblies (MEA) of
Co-120 and Co-40 catalysts were prepared, and the fuel cell
polarization curve was tested to characterize the maximum
power density of the PEMFCs. Different from the traditional
non-precious metal based fuel cell test equipment, a commer-
cial test fixture (Fig. 7A), so as to restore the real working
conditions of the vehicle fuel cell as far as possible.46 The
schematic diagram of the fuel cell is shown in Fig. 7B. When
the oxygen or hydrogen enters the fuel cell from the cathode
and anode, respectively, the reaction occurs in their respective
catalyst layers and the final reaction product is water. Fig. 7C
shows the polarization curves of Co-120 and Co-40 catalysts. It
could be seen that compared with the Co-40 catalyst, the Co-120
catalyst has a maximum power density close to 450 mW cm�2,
and the leading level is reached among similar catalysts
(Table S5, ESI†). At the same time, the polarization curve does
not show severe voltage loss due to insufficient mass transfer in
the high current region, which is related to the high meso-
porous proportion of Co-120. And the role of mesopores in the
fuel cell catalyst layer has been widely proved.47 Different from
the durability test of the rotating disc electrode, the durability
of fuel cells has more practical significance.48 The durability of
the cathode catalyst was surveyed by ADTs in the scanning
electric potential range from 0.6–1.0 V at 80 1C. Fig. 7D shows
impressive durability results of the fuel cell, showing that the
maximum power density decreased by only 60 mW after 10 000
ADT cycles. Fuel cell assembly and testing of commercial
platinum carbon (Pt/C 20%) were carried out under the same

Fig. 7 (A) The diagram of a single cell in PEMFCs. (B) Schematic diagram of a proton exchange membrane fuel cell. (C) Polarization and power density
plots of PEMFCs in 1.5 bar H2–O2 of Co-120 and Co-40. (D) Fuel cell polarization plots with Co-120 before and after 10 000 ADT cycles.
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test conditions, and a maximum power density close to
580 mW cm�2 was obtained (Fig. S7, ESI†). Similarly, heavy
losses (about 120 mW cm�2) occurred after 10 000 durability
cycles. Compared with commercial platinum carbon, the Co-
120 catalyst has excellent durability in fuel cells, mainly
because it is difficult to dissolve or collapse the highly dis-
persed or nearly single-atom dispersed Co–N structure under
the harsh acidic conditions of fuel cells compared with metal
nanoparticles or atomic clusters.49 Although the Co-120 catalyst
showed a relatively reasonable power density in fuel cells, it still
had a certain gap with platinum-based catalysts such as com-
mercial platinum carbon. This is mainly due to the fact that the
non-noble metal catalyst still has a large gap in mass activity
compared with the platinum-based catalyst, and the PEMFC
performance of non-noble metal catalysts can only be improved
by increasing the load, namely the load of the membrane
electrode, to obtain a greater power density. However, the
higher load means that the thickness of the catalyst layer in
the membrane electrode suddenly increases (four to six times
the thickness of a similar platinum-based catalyst). Therefore, a
thicker catalyst layer means that the proton transport path is
more rugged, which is mainly reflected in the fact that the
water generated in the cathode catalyst layer cannot be
removed in time and finally causes flooding.50 A thicker catalyst
layer means a more rugged proton transport path, which not
only increases the internal resistance but also affects the output
performance of the fuel cell, such as cathode flooding and
oxygen transport obstruction.51

Conclusions

In this paper, a strategy for obtaining an atomically dispersed Co
catalyst from a Zn–Co–MOF synthesized by low-speed ball milling
was proposed, which has the advantages of high yield, environ-
mental friendliness, high metal doping and high nitrogen content.
It was further proved that the catalyst had excellent ORR perfor-
mance and stability, and the doping amount of Co is optimized. In
addition, the synthesized materials had been assembled and tested
for proton exchange membrane fuel cells, and the results showed
that the Co-120 exhibited superior H2–O2 PEMFC performance and
durability. The method for preparing an atomically dispersed cobalt
catalyst by ball milling proposed in this paper provides a new way
for mass production and commercialization of atomically dispersed
catalysts.
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19 T. Friščić, I. Halasz, P. J. Beldon, A. M. Belenguer, F. Adams,
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