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Cobalt and nitrogen codoped carbon nanotubes
derived from a graphitic CsN,; template as an
electrocatalyst for the oxygen reduction reactiony
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Sluggish oxygen reduction reaction kinetics have been a main obstacle for commercial application of fuel
cells. To replace Pt-based noble metal electrocatalysts, it is crucial to develop economical materials as
electrocatalysts. Herein, we provide a strategy to prepare Co and N codoped carbon nanotubes for

efficient oxygen reduction reaction. The composites are synthesized by hydrothermal reaction followed

by calcination at 900 °C. Graphitic carbon nitride is used as a template and nitrogen source, and citric
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acid and cobalt nitrate hexahydrate are used as carbon and cobalt sources, respectively. Due to the

synergistic effect of Co and N codoping and increased specific surface area, the resulting Co and N
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1. Introduction

The increasing energy demand and the impact of traditional
energy on the environment highlight the need to pursue clean
and renewable energy supply."” An environmentally friendly
solution is fuel cell technology, which provides clean and
sustainable electricity.>* But the sluggish oxygen reduction
reaction (ORR) kinetics at the cathode of a fuel cell limits its
commercial application. Traditionally, platinum (Pt) has been
considered as the best ORR catalyst.>® However, Pt is expensive
and prone to methanol poisoning when used as an ORR cata-
lyst. Therefore, the development of an environmentally friendly,
efficient and stable catalyst to replace Pt-based catalysts has
become an urgent need.””®

Currently, metal-free nitrogen-doped carbon materials are
popular materials for research globally. As some of ORR's most
promising non-noble metal catalysts, they have good catalytic
activity, low cost, high stability and environmental friendli-
ness.'*™ Furthermore, N-doped carbon materials have received
great attention due to their simple preparation methods and
structural characteristics. The introduction of N atoms in
carbon materials could significantly enhance electrocatalytic
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codoped carbon nanotubes exhibit excellent catalytic performance. The present results provide
experimental support for further development of electrocatalysts.

activity, thus inducing efficient ORR."*"” In addition, previous
reports have indicated that doping carbon materials with
transition metals such as Co, Fe, Ni, etc. is also an effective way
to improve the catalytic performance of the catalyst.'®> In spite
of the great efforts dedicated to ORR research, obtaining effec-
tive ORR catalytic materials comparable to the commercial Pt/C
catalyst remains a challenge.

From the above discussion, it can be deduced that it is
possible to develop a transition metal and N codoped material
system for efficient ORR, and several groups have reported
related results.”*?® g-C3N, is a typical two-dimensional (2D)
conjugated polymer material. As a cheap, non-metal, visible
light-responsive photocatalyst, it has attracted widespread
attention in terms of electrochemistry.>»** It has the advantages
of high physical and chemical stability, easy preparation, non-
toxicity, abundant raw materials, and high nitrogen content,
and has become one of the well-known nitrogen-rich
compounds.** Most importantly, various 2D or 3D struc-
tures can be obtained by controlling the synthesis conditions.
The synthesis temperature of nitrogen-doped carbon materials
is usually higher than 800 °C, which can meet the requirements
for template removal.***® Therefore, g-C;N, containing only
carbon and nitrogen elements can be used to synthesize an N-
doped carbon material.*”~*° In the present work, we developed
a facile method to prepare Co and N codoped carbon nanotubes
(CNTs) as electrocatalysts. The composites are synthesized by
hydrothermal reaction followed by calcination at 900 °C.
Graphitic carbon nitride (g-C3N,) is used as a template and
nitrogen source, and citric acid (CA) and cobalt nitrate hexa-
hydrate are used as the carbon and cobalt sources, respectively.
The resulting Co and N codoped CNTs exhibit high specific
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surface area (523 m* g~ ') and high nitrogen content (5.71%),
showing excellent ORR activity, durability, and resistance to
methanol.

2. Experimental
2.1 Synthesis of g-C;N,

15 g of urea was placed in a ceramic crucible with a cover,
heated to 550 °C and kept at this temperature for 4 h. Then, the
product was naturally cooled to room temperature and ground
to obtain a bright yellow g-C;N, powder.

2.2 Synthesis of Co, N-CNT

Typically, 0.5 g g-C3N, and 0.1 g Co(NOs);-6H,0 were added
into 20 ml of CA (0.15 M) aqueous solution under ultra-
sonication for 4 h. Then, the prepared suspension was trans-
ferred into a Teflon autoclave and kept at different temperatures
(100 °C, 120 °C, 140 °C, 160 °C, and 180 °C) for 10 h. The
resulting samples were collected by centrifugation, washed and
dried at 60 °C overnight, and the samples are denoted as g-
C3N,@PCA-T (T is the hydrothermal temperature). After that, g-
C;N,@PCA-T was calcined at 900 °C for 1 h in a nitrogen
atmosphere to obtain Co and N codoped CNTs, and the samples
with different hydrothermal temperatures are denoted as Co, N-
CNT-T, respectively.

3. Results and discussion

The synthesis procedure of the Co, N-CNT samples is shown in
Fig. 1. CA was used as a carbon source and cobalt nitrate
hexahydrate provided the cobalt element. The g-C3N, nano-
sheets were used as templates and nitrogen sources. There are
three reasons for the two-step heat treatment for the synthesis
of Co, N-CNTs. Firstly, g-C3;N, has a hierarchical structure and it
could completely disappear after calcination at 900 °C.
Secondly, use of CA as a carbon source is mainly due to the wide
source of raw materials. The product obtained by chemical
reaction of CA with g-C;N, can strengthen the connection
between the carbon source and nitrogen source. CA could
polymerize and cover the calcined g-C;N, surface during
carbonization. Finally, after high-temperature treatment,
Co(NO3);-6H,0 provides Co atoms and forms a high nitrogen
content Co, N-CNT structure, which provides abundant active
sites for the ORR.
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Fig. 2 (a) SEM and (b) TEM images of g-CzN4; (c) SEM and (d) TEM
images of g-CsN4@PCA-140; (e) SEM and (f) TEM images of Co, N-
CNT-140.

Fig. 2(a) and (b) show the original g-C;N, scanning electron
microscope (SEM) and transmission electron microscope (TEM)
images, and the lamellar structure of g-C3N, can be clearly
observed. After adding CA and cobalt nitrate hexahydrate, the
hydrothermal treatment was performed at 140 °C to obtain g-
C;3;N,@PCA-140 with a sheet-like structure, where g-C;N, was
coated by PCA. This can be observed from Fig. 2(c) and (d). After
high temperature calcination at 900 °C, as shown in Fig. 2(e)
and (f), Co, N-CNT-140 with carbon nanotube structures could
be acquired. A possible reason for this is that the lamellar
structure is transformed into a carbon nanotubular structure
during the high-temperature carbonization process and the
black part in the transmission image represents cobalt nano-
particles with some layered structures. The SEM and TEM
images of g-C;N,@PCA-T and Co, N-CNT-T obtained at other
hydrothermal temperatures are shown in Fig. S1 and S2,}
respectively. It can be seen that at hydrothermal temperatures
of 120, 140, and 160 °C, the sheet structure in g-C;N,@PCA-T
can be observed. When hydrothermal treatment was performed
at 180 °C, the lamellar structure collapsed into a fragmented
structure, which failed to be a lamellar template. After high
temperature treatment, for Co, N-CNT-120, a partial CNT
structure is acquired. Co, N-CNT-140 exhibits the best CNT
morphology. Upon further increasing the hydrothermal
temperature, this structure begins to collapse. When it reaches
180 °C, the CNT structure is completely destroyed. This may be
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Fig.1 The synthetic procedure of Co, N-CNT electrocatalysts.
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the main reason for the worse catalytic performance with the
higher hydrothermal temperature.

Fig. 3(a) shows the XRD curves of Co, N-CNT-T. After high-
temperature carbonization, a broad graphite-like peak
appeared at around 23.30°. In addition, cobalt nitrate hexahy-
drate was reduced to elemental cobalt after a high temperature
treatment at 900 °C, and the standard peaks of cobalt appeared
at 44.32°, 52.12°, and 76.20°, corresponding to (111), (200), and
(220) crystal planes, respectively.** Compared with the standard
map (PDF89-4307),* it is a-Co with a face-centered cubic
structure and formed on the surface of CNTs after high-
temperature treatment. With increasing hydrothermal temper-
ature, the diffraction peak of Co becomes narrower, and the
intensity gradually increases. This indicates that the size of Co
crystal grains increases as the temperature increases. This is
further confirmed by FT-IR and Raman measurements.

The functional groups existing on the surface of Co, N-CNT-T
were analyzed by FT-IR spectroscopy. Fig. 3(b) shows the FT-IR
spectra of g-C;N, and g-C;N,@PCA-T, indicating that these
samples include similar carbon and oxygen containing func-
tional groups.** The series of peaks in the region of 1200-
1650 cm ™! originate from the typical stretching vibrations of CN
heterocycles. The broad bands at 3200-3400 cm ™' are ascribed
to the adsorbed H,O molecules or the N-H vibration. After high-
temperature carbonization, two obvious peaks remain for Co, N-
CNT-140 at 1500-1700 em ™" and 2980 cm ™" in Fig. 3(c), which
are ascribed to the C-C, C=C and C-N vibrations. This shows
that high temperature carbonization destroys O-H, N-H and
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other chemical bonds, while C-N bonds are relatively stable,
thereby ensuring that nitrogen can be effectively doped. For the
Raman spectra of Co, N-CNT-T in Fig. 3(d), the peaks at 1350
and 1580 cm ™' correspond to the D and G bands, respectively.**
The relative intensity ratio of D and G bands (Ip/Ig) decreases
from 1.12 to 1.01 with increasing hydrothermal temperature,
indicating an increased graphitization degree. The decrease in
Ip/Ig proves that the structures become more ordered. XPS
further proves this conclusion in Fig. S3.f The characteristic
Raman peak of Co corresponds to a wavelength of about
680 cm ™~ *,* and the intensity of the peak becomes more obvious
as the hydrothermal temperature increases. This is consistent
with reports in the literature. At the same time, the doping of Co
and N elements changed the surface structure of the material.

The hydrothermal temperature has a great influence on the
specific surface area of the material and the structure of the
pores. We measured the N, physical adsorption capacity of all
samples. The adsorption isotherms of pure g-C;N, and Co, N-
CNT-T (120 °C, 140 °C, and 160 °C) are shown in Fig. 4.
According to the classification criteria, it can be seen that the N,
adsorption isotherm curves of all samples showed a type IV
shape, and the relative pressure appeared near p/p, = 0.9,
indicating a mesoporous structure. From the BET curves, it can
be concluded that the specific surface areas of g-C;N, and Co, N-
CNT-T (120 °C, 140 °C, and 160 °C) are 85, 480, 523, and 230 m>
g, respectively. Co, N-CNT-140 has the largest specific surface
area. The inset of the graphs shows the pore size distribution of
the samples. Samples of g-C3N, and Co, N-CNT-T (120 °C,
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(@) XRD patterns of Co, N-CNT-T (120 °C, 140 °C, 160 °C, and 180 °C); (b) FT-IR spectra of g-CzN4, g-C3N4@PCA-120, g-CsN,@PCA-140,

and g-C3sN4@PCA-160; (c) FT-IR spectra of g-C3Ng4, g-CsN4@PCA-140, and Co, N-CNT-140; (d) Raman spectra of Co, N-CNT-T (120 °C, 140 °C,

160 °C, and 180 °C).
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(a) N, adsorption/desorption isotherms of g-C3N,. Inset: pore size distribution of g-CzN4. (b—d) N, adsorption/desorption isotherms of

Co, N-CNT-T (120 °C, 140 °C, and 160 °C). Inset: pore size distribution of Co, N-CNT-T (120 °C, 140 °C, and 160 °C).

140 °C, and 160 °C) have pore size distributions in the range of
micropores and mesopores. Such porous cobalt-nitrogen
codoped carbon nanotubes are more favorable for oxygen
transmission and further increase the active sites for the ORR.
Moreover, a large amount of gas generated during the process of
removing the template g-C3N,; may introduce additional pore
structures, which is beneficial for the ORR.

As shown in Fig. S3,f we used XPS to determine the
elemental composition of Co, N-CNT-T' (120 °C, 140 °C, and 160
°C). The XPS spectrum showed the presence of C1s, Nis, O1s
and Co2p XPS peaks in all N-CNT-T samples, which is consis-
tent with the results obtained by XRD. It can be seen from Table
1 that as the hydrothermal temperature increases, the content
of carbon atoms decreases, and the content of nitrogen and
cobalt increases.

It can be seen from Fig. 5 that the XPS spectra of C1s of all
samples can be fitted to four peaks at 284.7 eV, 285.5 eV,
286.1 eV, and 287.1 eV. As shown in Fig. 5(a), (d) and (g), the
peak located at about 284.7 eV corresponds to the C=C bond.
The peaks with higher binding energies were at 285.5 eV (C-N),
286.1 eV (C-0), and 287.1 eV (C==0). It can be seen that with the

Table1 Elemental composition and content of Co, N-CNT-T (120 °C,
140 °C, and 160 °C)

Sample C [at%] N [at%] Co [at%]
Co, N-CNT-120 96.35 3.14 0.51
Co, N-CNT-140 94.35 4.58 1.07
Co, N-CNT-160 87.75 9.81 2.44

3966 | Nanoscale Adv., 2020, 2, 3963-3971

increase of the hydrothermal temperature, the strength of the
C=C bond decreases significantly while the strength of C-N
and C-O increases significantly. The main reason is that as the
hydrothermal temperature increases, the thickness of carbon
layer formed due to citric acid carbonization increases slightly,
and the carbon nanotube structure is formed by high temper-
ature heat treatment. The corresponding high-resolution N1s
spectra are shown in Fig. 5(b), (e) and (h), which confirm the
successful doping of N into CNTs. The XPS peaks of N1s are
divided into pyridinic-N, pyrrolic-N, graphitic-N, and oxidized-N
with the corresponding binding energy positions at 398.7 eV,
399.7 eV, 401 eV, and 403.3 eV, respectively. It can be seen from
Table 2 that with increasing hydrothermal temperature, the
content of different types of nitrogen increases too. It is worth
noting that the main nitrogen states in Co, N-CNT-T are
pyridinic-N and graphitic-N, which are recognized as active sites
during the ORR and provide good electrical conductivity.
Therefore, a high N content is preferred. The high-resolution
XPS spectra for Co2p are shown in Fig. 5(c), (f) and (i). The
Co2p,, peaks are at 780.6 eV and 796.2 eV (Co2p,,,), and those
of Co2ps,, are at 785.9 eV and 802.6 e€V. Co2p,,, is produced by
the exposed metals Co and Co,O,, which may be derived from
the raw material cobalt nitrate hexahydrate to form elemental
Co and Co oxides at high temperatures.*®*” Co2p;, is attributed
to Co-N, groups, partly derived from N in the raw materials, and
partly due to the heat treatment under an atmosphere of N,,
forming Co-N, groups. After adding Co, the catalytic activity of
the product is significantly improved, so Co-N, and Co,O,, are
expected to be the additional active sites for the ORR.*** This is
due to the synergy between metals, metal oxides, metal nitrides,

This journal is © The Royal Society of Chemistry 2020
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Fig. 5 (a—c) Cls, N1s, and Co2p XPS spectra of Co, N-CNT-120; (d-f) Cls, N1s, and Co2p XPS spectra of Co, N-CNT-140; (g-i) C1s, N1s, and

Co2p XPS spectra of Co, N-CNT-160.

Table 2 Content of different types of nitrogen in Co, N-CNT-T (120 °C, 140 °C, and 160 °C)

Sample N [at%] Pyridinic-N [at%] Pyrrolic-N [at%] Graphitic-N [at%] Oxidized-N [at%]
Co, N-CNT-120 3.14 1.06 0.80 0.90 0.34
Co, N-CNT-140 4.58 1.81 1.17 1.17 0.42
Co, N-CNT-160 9.81 5.00 2.70 1.60 0.53

etc. and CNTs. With increasing hydrothermal temperature, the
intensity of the Co peaks in the different samples increased,
which is consistent with the results of XRD.

The CV curve of Co, N-CNT-140 is shown in Fig. 6(a). By
comparing the N, atmosphere and the O, atmosphere, it can be
deduced that Co, N-CNT-140 does not show a significant oxygen
reduction peak under the nitrogen atmosphere. The oxygen
reduction peak of Co, N-CNT-140 shows a rectangular shape. It
indicates that the material has very good conductivity and
excellent capacitance current. Under oxygen conditions,
a significant CV peak was observed due to the oxygen reduction
reaction, and the voltage relative to RHE is 0.801 V. In Fig. 6(b)
and S4,t we further verify the stability of the material. After
adding 3 M methanol solution, the oxygen reduction peak of the
material does not change significantly, which indicates that Co,
N-CNT-140 has good methanol resistance. The CV curves at
different hydrothermal temperatures are shown in Fig. 6(c) and
S5.7 Clear oxygen reduction peaks were observed for all Co, N-

This journal is © The Royal Society of Chemistry 2020

CNT-T samples, and the voltages relative to RHE are 0.736 V (Co,
N-CNT-120), 0.815 V (Co, N-CNT-140), 0.836 V (Co, N-CNT-160),
and 0.723 V (Co, N-CNT-180), respectively. As the hydrothermal
temperature increases from 120 to 140 °C, the position of the
reduction peak moves closer to that of the Pt/C catalyst, but the
catalytic performance begins to decrease with further
increasing the hydrothermal temperature to 160 and 180 °C.
The most likely reason is that the structure of carbon nanotubes
is destroyed with increasing hydrothermal temperature. At
180 °C, the structure of carbon nanotubes is completely
destroyed and fragmented to small layer structures. This
structure may cause the material to have poor conductivity and
few active sites, which is not conducive to the progress of the
ORR.

To further determine the kinetics of the ORR, we used
a rotating disk electrode (RDE) to characterize Co, N-CNT-T in
O, saturated 0.1 M KOH, and compared it with commercial Pt/
C. It can be seen from Fig. 6(e) that as the rotation speed

Nanoscale Adv., 2020, 2, 3963-3971 | 3967
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Fig.6 (a) CV curves of Co, N-CNT-140 in N, and O, saturated 0.1 M KOH aqueous solution with a scan rate of 100 mV s . (b) CV of Co, N-CNT-
140 in O,-saturated 0.1 M KOH solution with 3 M CHzOH. (c) CV curves of Co, N-CNT-T (120 °C, 140 °C, 160 °C, and 180 °C) in O, saturated
0.1 M KOH aqueous solution with a scan rate of 100 mV s7%. (d) LSV curves of Co, N-CNT-T (120 °C, 140 °C, 160 °C, and 180 °C) at 1600 rpm
rotating speeds. (e) LSV curves using a rotating-disk electrode; (f) number of transferred electrons of Co, N-CNT-140 at different potentials.

increases, the limiting current density increases continuously.
Therefore, we chose a stable speed of 1600 rpm to determine the
initial voltage, half-peak voltage and limiting current density of
the sample, and the results of the other samples are shown in
Fig. S6.7 It can be deduced that the initial voltages of Co, N-
CNT-120, Co, N-CNT-140, Co, N-CNT-160, and Co, N-CNT-180
samples were 0.874, 0.877, 0.868 and 0.844 V, respectively.
The limiting current densities for the ORR were 3.55, 3.57, 3.13,
and 1.97 mA cm ', respectively. This trend can also be deter-
mined from the half-peak voltages (0.814, 0.830, 0.868 and
0.789 V, respectively).

By comparison, it can be concluded that Co, N-CNT-140
shows the best performance in terms of limiting current
density, half-peak voltage, and cycling stability (Fig. S7 and S87).
The ORR theoretically proceeds by two processes (4e~ and 2e™),
so we further studied the number of transferred electrons of Co,

3968 | Nanoscale Adv., 2020, 2, 3963-3971

N-CNT-140. The K-L curve can be obtained by analyzing the LSV
curve, and the number of transferred electrons in the sample
can be further determined. Fig. 6(f) shows that the K-L curve of
Co, N-CNT-140 has an obvious linear relationship. The calcu-
lated number of transferred electrons of the sample is 3.91 and
corresponds to a four-electron process of the ORR. At the same
time, in order to explore the effect of different hydrothermal
temperatures on the performance of the catalyst, we performed
linear scan voltammetry curve and K-L curve analysis of
samples at different temperatures as shown in Fig. S4.7 It can be
seen from Fig. S4(a), (c) and (e)} that the limiting current
density of the samples at different temperatures increases with
the increase of the rotation speed. The number of electrons
transferred from Co, N-CNT-120, Co, N-CNT-160, and Co,
N-CNT-180 in Fig. S4(b), (d) and (f)} is 2.5, 4.7, and 2.6,
respectively. It can be seen that the electrocatalysis behavior of

This journal is © The Royal Society of Chemistry 2020
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Co, N-CNT-140 is a typical four-electron reaction. The samples
obtained at other hydrothermal temperatures are mixed
processes of two electrons and four electrons in the catalytic
reaction. This is consistent with the results of the CV test. The
main reason is that Co, N-CNT-140 has a carbon nanotube
structure. This structure provides a large specific surface area
with high pyridinic nitrogen content, which may provide
a larger contact area and more active sites for the oxygen reac-
tion, thereby accelerating the reaction process. The perfor-
mance of the catalyst requires not only a correct reduction
potential, but also good stability. It can be seen from Fig. S5(a)-
(c)t that the peak of the CV curve of each sample does not
change significantly after the addition of methanol. This shows
that Co, N-CNT-T has good methanol resistance and excellent
stability. Co, N-CNT-140 exhibits catalytic properties compa-
rable to those of Pt/C catalysts, and it is more tolerant to
methanol than Pt/C.

4. Conclusion

In summary, we synthesized Co, N-CNT-T by a facile two-step
method. First, the precursor of g-C;N,@PCA was hydrother-
mally synthesized, and then Co, N-CNT was obtained by high
temperature heat treatment at 900 °C in a N, atmosphere. The
good catalytic performance of the Co, N-CNT composite mate-
rials in alkaline media is mainly due to the following aspects:
firstly, CNT structures are formed, which helps to increase the
specific surface area of the material. Secondly, the addition of
Co element provides more active sites for the ORR. Finally, after
the high temperature treatment, the content of pyridinic
nitrogen and graphitic nitrogen increases, which is more
helpful for the 4e™ process with catalytic reaction. This experi-
mental result helps us to design a desired structure in the
reaction process without using the existing framework directly,
and obtain an ORR catalyst with more excellent performance. At
the same time, it also helps us use the same method to obtain
catalysts with similar structures.
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