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Herein, we report a melamine and metal-salt based pyrolysis technique for synthesizing metal encap-
sulated N-doped carbon nanotube (CNTs) in form of bamboo-like CNTs and multi walled CNTs (MWCNT).
Sulfur doping during synthesis greatly influenced the physio-chemical properties of the material formed.
X-ray diffraction (XRD) analysis confirms NiCo alloy (NiCo@CNT) formation that transformed into a
hybrid NiCo/Co3Ni6S8/Co3O4 nanocomposite (NiCoS@CNT) in presence of sulfur. A detailed study was
conducted on the mechanism of the formation of metal-encapsulated N-doped CNT structures from the
polymerization of melamine. The unique NiCoS@CNT structure renders high specific surface area
(232.2 m2/g), large pore volume (0.92 cm2/g), and high lattice defect with abundant oxygen vacancies
resulting in excellent performance for OER and HER in alkaline medium. The hybrid catalyst requires
over-potentials of 198 mV and 295 mV to deliver a current-density of 10 mAcm�2, respectively for HER
and OER. A cell voltage of only 1.53 V was required to deliver a long-term stable current-density of
10 mAcm�2 for water splitting when NiCoS@CNT was used as both anode and cathode. Superior per-
formance of NiCoS@CNT could be ascribed to high surface area, abundant active sites, fast charge-transfer
rate, high pyridinic-N content and the presence of highly conductive CNT architecture.
© 2020 The Author(s). Published by Elsevier Ltd. This is an open access article under the CC BY license

(http://creativecommons.org/licenses/by/4.0/).
1. Introduction

As theworld advances, the demand for energy consumption also
increases. Electricity, the primary driver of the economy of the
world, is mainly obtained by the burning of fossil fuels. This gives
rise to a large scale emission of greenhouse gases into the atmo-
sphere which in turn results in global warming [1,2]. An alternative
method, which is environmentally friendly, clean and, economi-
cally efficient, is in great demand for the production of electricity.
During the last few decades, there has been a wide range of studies
targeting the conversion of renewable energies; such as solar en-
ergy, wind energy, blue energy, etc. Into electricity. The basic
challenge with the renewable energy sources is that they are
intermittent and require an economical and efficient storage solu-
tions for uninterrupted delivery. Water splitting is considered as a
sustainable method to convert such energies into the form of
ier Ltd. This is an open access arti
chemical fuels (i.e. hydrogen and oxygen) with no carbon emission
that can then be stored and used later as desired [3,4].

Two half-reactions, oxygen evolution reaction (OER) at the
anode and hydrogen evolution reaction (HER) at the cathode, occur
during the water splitting. Hydrogen and oxygen, produced during
the HER and OER respectively, find many applications in our
growing industries. Hydrogen has been deemed a promising en-
ergy carrier with zero carbon content to satisfy our need for po-
tential fuel applications [5,6]. Hence, the production of hydrogen by
water splitting has been of great demand over the last few decades,
nonetheless, some challenges persists before starting a large-scale
production plant. The theoretical thermodynamic potential for
overall water splitting is about 1.23 V, however, the commercial
water electrolyzer need more potential because of the high over-
potential required in presence of available catalysts and sluggish
reaction kinetics of OER and HER [7e13]. Therefore we need an
efficient electrocatalyst to reduce the overpotential and accelerate
the hydrogen and oxygen production, with high stability, in a wide
range of pH to be of any practical significance. Generally, Ru and Ir
based oxides (i.e. RuOx and IrOx) are reported to be effective
cle under the CC BY license (http://creativecommons.org/licenses/by/4.0/).
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catalysts for OER [14e16]. Whereas for HER, Pt-based catalysts
show high activity and stability in acidic medium. For large scale
applications, these electrocatalysts would result in excessive cost
for hydrogen production due to the scarcity of these elements; in
addition to the challenges associated with the compatibility of Pt
and Ru/Ir with each other in a single electrolytic system. As a result,
extensive studies have been performed by researchers to find
alternative electrocatalysts that are effective in terms of cost,
availability, activity and stability, that can work at a wide range of
pH value. To improve the activity of electrocatalysts, many meth-
odologies have been explored that include: increasing the active
site centers, improving conductivity by doping with conductive
elements, modulating the electronic structure, creating vacancies,
altering the morphology, providing support, etc [17,18]. Recently,
transition metals in various forms have gained attention as
bifunctional catalysts towards overall water splitting. Transition
metal oxides, layered double hydroxides (LDH), chalcogenides, ni-
trides, carbides, perovskites, etc. have been found to be of particular
research interest [19e23].

The inclusion of more abundant transition metals, such as nickel
or cobalt, to form nickel and cobalt-based sulfide catalysts showed
excellent activity towards overall water splitting [24e26]. Wenxin
Zhu et al. grew a microsphere film of NiS on nickel foam (NiS/NF)
through a sulfurization reaction, resulting in a Janus catalyst that
delivered 158mV overpotential for HER at 20mA cm�2 and 335mV
overpotential at 50 mA cm�2 for OER under 1 M KOH electrolyte
[27]. The bifunctional electrode showcased 1.64 V towards overall
water splitting at 10 mA cm�2 current density which can be applied
on a large-scale hydrogen production. Changing the electronic
structure by doping with other elements have been found to in-
crease the activity of the electrocatalyst significantly. In a different
study, the same team fabricated bimetallic Fe-Ni sulfide nanowall
arrays supported on a foam of nickel (Fe11.1%-Ni3S2/NF) through
wet chemistry topotactic conversion from its LDH precursor.
Fe11.1%-Ni3S2/NF, under 1 M KOH, exhibited 1.60 V overall cell
voltage to gain 10 mA cm�2 for overall water splitting [28]. During
the same year, Geng Zhang and team studied the effect of Fe doping
onto Ni3S2 whichwas vertically anchored on 3DNF. They found that
the Fe addition significantly increased the electrochemically active
surface area, conductivity and the water adsorption ability of the
catalyst, which resulted in a low cell potential value of 1.54 V at
10 mA cm�2 as well as high durability [29]. Cobalt sulfide (Co3S4)
shows high activity for HER in acidic media and for OER in alkaline
media [30,31]. A hydrophilic 2D Co3S4 nanosheet bifunctional
catalyst was synthesized by Mingchao Zhu and co-workers using
hydrophilic solvent and precursors. An overall cell potential of
1.63 V at 10 mA cm�2 current density towards water splitting was
observed [32]. Subhasis Shit et al. created cobalt sulfide-anchored
nickel sulfide on a foam of nickel (CoSx/Ni3S2@NF) via hydrother-
mal process, using NF as the nickel precursor. Due to the better
charge transfer efficiency and a fall in the number of H� and O�

species CoSx/Ni3S2@NF showcased an exceedingly low cell voltage
value of 1.573 V at 10 mA cm�2 [33].

In this work, we followed a single step cost effective pyrolysis
technique for the synthesis of metal encapsulated carbon nanotube
network by using melamine as the source of carbon and nitrogen.
The metal nitrate not only acts as a source for the metal nano-
particle for encapsulation, it also acts as a catalytic active site for the
formation of N doped carbon nanotubes with different alignments
of graphene layer including bamboo CNT and multi walled CNT
(MWCNT). Here in we propose a growth mechanism of the for-
mation of bamboo like structure encapsulated with metal nano-
particle and g-C3N4 as intermediate on the basis of transmission
electron microscopic analysis. We have shown the effect of the
presence of sulfur during the synthesis that causes the formation of
hybrid NiCo nanoparticle; whereas in absence of sulfur, the resulted
metal phase was pure NiCo alloy. To the best of our knowledge, this
is the first work on the formation of NiCo alloy and hybrid NiCo
nanostructure embedded in a bamboo like CNT that have been used
for the electrochemical HER and OER reaction.

2. Experimental procedure

2.1. Synthesis method

Typically, cobalt nitrate (Co(NO3)$6H2O, 0.5 g, 99.9%, Sigma
Aldrich), nickel nitrate (Ni(NO3)$6H2O, 0.5 g, 99.9%, Sigma Aldrich),
melamine (4 g, 99%, Sigma Aldrich) and thioacetamide (1 g,�99.0%,
Sigma Aldrich) were mixed and finely ground using a hand motor
for 10 min. The well mixed precursors were loaded in the quartz
boat crucible that was placed inside a horizontal furnace to heat
under continuous N2 flow of 10 sccm at 900 �C for 2 h at a ramp of
4 �C/min. The black powder left over the crucible was measured to
be 0.256 g. The obtained powder was washed alternately with DI
water, ethanol and acetone in order to remove any impurities and
dried under vacuum at 80 �C for overnight. The resulting powder
was ground to obtain uniform particle and named it as NiCoS@CNT.
To achieve the insight on the effect of sulfur doping in electro-
catalytic activity and for comparative studies, NiCo@CNT without
sulfur was also synthesized by following the same procedure in
absence of thioamide.

2.2. Material characterization

Crystalline nature of the particles being synthesized were
measured using a desktop X-ray powder diffractometer (XRD,
Rigaku MiniFlexII) with Cu-Ka radiation of 0.154056 nm wave-
length, within a scan range of 10e90�. HighScore Plus was used for
the analysis of the XRD data and to identify the individual phases
from the diffraction peaks. Scanning Electron Microscope (Nova
Nano 450, FEI), with magnification of up to 200 kx coupled with
EDX was used to identify the morphology and elemental compo-
sition. FEI Talos F200X TEM with an accelerating voltage 200 kV
coupled with EDS (FEI SuperX EDS system) was used to analyze the
particles size and shape and construct nanoscale phase mapping of
the synthesized nanoparticles. X-Ray Photoelectron Spectroscopy
(XPS, Kratos AXIS Ultra DLD) was utilized to understand the
bonding configuration and surface elemental analysis. Calibration
of XPS measurement was performed with respect to C 1s as stan-
dard. BET surface area and pore size analysis of the as-synthesized
particles was measured using AimSizer (AS-3012). DXR Thermo-
scientific Raman spectrometer in the range of 10 cm�1 to
4000 cm�1 with a step size of 1.5 cm�1 and step time of 20 s at a
wavelength of 514.53 nmwas used for the detailed examination of
carbon formed.

2.3. Electrochemical characterization

The electrochemical tests were performed using a 3-cell elec-
trode system with PINE instrument biopotentiostat (Wave Driver
20) system at room temperature with 1 M KOH as an electrolyte
medium. A Teflon supported 5 mm glassy carbon disc as working
electrode, Pt coil and an Ag/AgCl (4 M saturated KCl) were used as
counter and reference electrodes, respectively. Typically, the
preparation of the working electrode was as follows: A 5 mg of
catalyst was dispersed in 300 ml of isopropyl alcohol and 30 ml
Nafion (as a binder), followedwith 30min sonication to achieve the
homogeneity. Finally, a 5 ml of homogenous suspension was loaded
over 5 mm glassy carbon electrode that was allowed to dry in air at
room temperature. Initially, the working electrode is treated
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electrochemically through a multiple oxidation/reduction cycles
(100 cycles) in the potential window of 0.4 to �1 V at 500 mVs�1

scan rates in order to remove any impurities. The electrochemically
stable cathode was further analyzed with the cyclic voltammetry
(CV) in the same potential at 50 mVs�1 scan rates to understand the
oxidation/reduction behavior of the catalysts. The polarization
curves of catalysts were obtained using linear sweep voltammetry
(LSV) at 5 mVs �1 scan rate. All potential reported here were con-
verted into standard reversible hydrogen electrode (RHE) using the
Nernst equation (ERHE ¼ EAg/AgCl þ 0.197 þ 0.0591 � pH). Electro-
chemical impedance spectroscopy (EIS) was measured using Zah-
ner Elektrik IM6 at different potentials with frequencies ranging
from 0.1 Hz to 100 kHz and an amplitude of 5 mV. The electro-
chemical parameters of the EIS spectrum was extracted by fitting
the EIS spectrum using Thales, Equivalent Circuit Simulation &
Model Fit (SIM).

Overall water splitting: The overall water splitting experiment
was conducted using NiCoS@CNT (or NiCo@CNT) loadedmaterial as
anode and cathode in 1 M KOH electrolyte. The electrolyte was
purged with N2 for 30 min before conducting the electrochemical
analysis. The electrodes were prepared using a 1 cm � 3 cm carbon
cloth that was pretreated alternately using HNO3, ethanol and DI
water a number of times in order to remove the contaminants.
Typically, a 3 mg of catalyst was dispersed in a mixture of DI water
(1 ml), iso-propyl alcohol (0.5 ml) and Nafion solution (0.03 ml) by
sonication for 30 min. A 35 ml of thus prepared ink was dropped
carefully over both the side of 1 cm � 1 cm portion of carbon cloth
and allowed for drying in an oven kept at 40 �C. The fabricated
electrode was used electrochemical purpose without any further
treatment.

3. Results and discussion

3.1. Synthesis and characterization

XRD analysis of as-synthesized samples are shown in Fig. 1a. In
Fig. 1. a) XRD pattern of as-synthesized NiCo@CNT and NiCoS@CNT. SEM microimage of b)
NiCo@CNT profile, the broad peak at 26.1� corresponds to the
crystal planes of (002) attributed to the presence of graphitic car-
bon arises from CNTs. Additional sharp peaks at 44.2�(111),
51.6�(200) and 75.9�(220) attributed to the existence of single
phase NiCo alloy phase. While, the introduction of sulfur in NiCo
completely changes the phases of the particles synthesized. NiC-
oS@CNT shows the existence of NiCo alloy as in NiCo@CNT sample,
whereas other peaks at 15.4�, 29.7�, 31.1�, 39.4�,42.5�, 47.3�, 55.3�,
78.6� can be assigned to (111), (311), (222), (331), (422), (511), (442)
and (733) crystal planes of Co3Ni6S8. In short, NiCoS@CNT shows
the presence of NiCo alloy and Co3O4 along with the significantly
strong diffraction signals of Co3Ni6S8, which confirms the suc-
cessful impregnation of sulfur over NiCo lattice. The XRD analysis
shows the presence of hybrid NiCo/Co3Ni6S8/Co3O4 structure after
the addition of sulfur into the lattice sites of NiCo. The average
crystallite size for NiCo alloy at 44.2� using Scherer formula was
calculated to be 44 nm for both samples, shows that there is no
change in average particle size after sulfur doping. SEM images of
as-synthesized material in Fig. 1b and c shows the presence of
metal encapsulated carbon nanotubes that are tangled with each
other in the length of several nanometer to micrometer range. A
close investigation of some nanotubes shows the existence of
bamboo like structure with the compartments of tube joined
together.

EDX spectrum and corresponding elemental analysis (of the
entire SEM area in Fig. 1b and c) presented in Fig. S1 reveals the
presence of nickel and cobalt in 1:1 ratio, both, in presence and
absence of sulfur. Moreover, the significant amount of nitrogen
indicates that the carbon tubes formed were successfully doped
with nitrogen during the synthesis. Noticeably, the atomic per-
centage of carbon in NiCo@CNT (96.43%) is higher than NiCoS@CNT
(82.14). The presence of C and N was further confirmed using CHN
analysis, where NiCo@CNT shows the C and N % to be 67.762% and
4.32% respectively and for NiCo@CNT the value was found to be
42.82% (C) and 3.93% (N). SEM-EDX and CHN analysis confirms the
presence of more carbon content in the NiCo catalyst synthesized in
NiCo@CNT and c) NiCoS@CNT. (A colour version of this figure can be viewed online.)
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absence of sulfur.
Raman spectroscopy of as-synthesized carbon rich samples was

used to measure the degree of graphitization and disorderness of
the sample. The broad peak around 648 cm�1 in NiCo@CNT
attributed to the Aig vibrational mode of NiCo alloy and the slight
shift of the peak to 656 cm�1 in NiCoS@CNT could be due to the
doping of sulfur in the NiCo lattice [34]. The two significant peaks in
Raman spectrum for any carbon-based samples at approximately
1340 cm�1 and 1500 cm�1 correspond to the well-defined D and G
band of carbon, respectively. The lattice defects in the carbon
nanotube correspond to the D-band, whereas the G-band arise
from the in-plane vibration of sp2 carbon atoms, and the 2D peak
(at 2690 cm�1 for NiCo@CNT) belongs to the double structure
reference on the band structure of the graphene layer. The intensity
ratio of D and G band (ID/IG) determines the degree of structural
disorder in the carbon material, where higher the ratio indicates
more defects [35,36]. Fig, 2a shows the raman spectrum of the as-
synthesized sample. The ID/IG ratio for NiCo@CNT and NiCoS@CNT
was measured to be 0.9182 and 0.757 respectively. The relatively
strong 2D peak in NiCo@CNT shows the formation of a well crys-
talline graphene layer, whereas the weak 2D peak (almost
completely suppressed) for NiCoS@CNT could be due to the large
number of defects introduced into the graphene layer. It is worth
mentioning that addition of sulfur in the reactive mixture during
synthesis improves the surface defect and microstructural rear-
rangement of carbon atom in NiCoS@CNT, preferably due to the
hybrid S and N atom doping on CNTs [8].

The porous nature and surface area of the produced sample was
investigated using BET N2 adsorptionedesorption isotherms as in
Fig. 2b. The specific surface area of NiCoS@CNT was found to be
232.2 m2/g with 0.92 cm2/g pore volume, while NiCo@CNT possess
much lower surface area vale of 124.09 m2/g having pore volume of
0.529 cm2/g. Sulfur is introduced using thioacetamide (CH3CSNH2)
as a precursor. During the thermal decomposition process leading
to the synthesis of solid metal sulfides, other gaseous products such
as CO2, N2, H2O vapor etc. are also be released, which contribute
towards furthering the porous nature of the solid as these gases
form channels while escaping. Presence of thioacetamide in the
synthesis mixture results in more gases during synthesis as
compared to just the metal nitrate decomposition leading to NiCo
synthesis, leading to higher surface area and more porosity (Fig. 2b
and S2).

The pore size distribution profile (Fig. S2) shows the presence of
pores in the size range of 1.5e2.5 nm for the two samples, right at
Fig. 2. a) Raman spectrum and corresponding ID/IG ratio, b) BET isotherms of sy
the border of micro and mesoporous regions. The results also
clearly depicts the role of sulfur doping during the synthesis to
improve the surface area and pore volume to almost twofold, that
could enhance the electrocatalytic properties of the synthesized
materials. Generally, higher the surface area smaller the particle
and shorter will be the electron diffusion length that can helps in
expediting electron transfer during electrochemical reactions.

In-depth analysis on the morphology of particle formed in
NiCo@CNT was conducted using transmission electron microscopy
(TEM) as in Fig. 3. The TEM image reveal the presence of particles in
the size of 10e50 nm incorporated on different form of carbons
including graphene layer, bamboo like carbon nanotube, and
multiwalled CNT. Graphene sheet (Fig. S3) consist of multiple layers
of graphene where particles in the range of 20e50 nm are
dispersed. Moreover, carbon nanotubes with multiple graphene
layer (10e15 layers) aligned parallel to the tube axis were also
formed during the pyrolysis of melamine as shown in Fig. S3.
Interestingly, presence of bamboo-like carbon tubes with multiples
compartments in the size of 10 nm, that are dividedwith 7e9 layers
of graphene are also observed. The thickness of the carbonwall was
measured to be around 2.6 nm, corresponding to 8e10 layers of
non-uniform graphene layer. The disorderness and uniformity on
the walls to tubular carbon structure is due to the structural defects
arising from the doped nitrogen in the carbon network. The length
of the bamboo-CNTs is in the range of hundreds of nanometers to
several micrometers with straight and uniformmorphology, where
NiCo alloyed particles are incorporated in between the compart-
ment with an average size of 10e15 nm in spherical or ellipsoidal
shape. A close observation of the bamboo CNT shows two types of
morphologies, one with inner diameters that completely bridge,
and others with a partial growth of graphene layers between the
tubewalls as illustrated in Fig. S4. HRTEM in Fig. S5 shows that each
nanoparticle is encapsulated with multi-layered graphene sheets.
Moreover, the crystal lattice spacing of 0.24 nm represents the (111)
crystal plane of NiCo alloy and the surrounded layer with inter layer
spacing of 0.32 nm confirms the existence of graphene lattice with
(002) crystal plane as observed in XRD profile. The adsorption and
decomposition of carbonaceous species on the catalyst surface that
reaches to its supersaturation and large amount of carbon atom
incorporated to the nanoparticle form a metal-carbide intermedi-
ate phase [37]. Based on the previous studies, there should be some
evidence of carbide formation in NiCo surface as well. However, any
kind of metal carbide phase was not identified in our catalyst using
TEM or XPS analysis could be due to the background signal of
nthesized samples. (A colour version of this figure can be viewed online.)
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carbon structure beneath the particle [38].
HAADF-STEM image in Fig. 3b and the corresponding elemental

mapping in Fig. 3ceg validates the presence of Ni, Co, C and N on
the surface of the catalyst. The elemental phase mapping of Ni and
Co where the color composition is uniform everywhere reaffirms
the bimetallic NiCo and consistent with XRD and SEM-EDX analysis.
Moreover, the presence of N2 during pyrolysis confirms the suc-
cessful formation of N doped graphene network that enhances the
formation of highly mesoporous to provide highly active sites in the
graphene lattice. The metal salt used as a precursor for synthesis
not only act as a source of metal nanoparticle encapsulated on the
CNT network, but also impart the site for the development of N
doped carbon nanotube framework. Xiaoping et al. conducted an
experiment without Co2þ and the obtained particle contain only
carbon nitride sheets, and no sign of CNT formation. This indicates
that metal nanoparticle is essential for the exfoliation of carbon
nitride formed into well-defined CNTs [39]. Nonetheless, the type
of carbon nanotube formed vary based on the metal encapsulated,
particle morphology (size, shape, oxidation state and crystal
structure), reaction parameters, reaction environment and carbon
source.

To provide further insight into the transition of melamine to
CNTs, herein we propose a growth mechanism based on the
detailed TEM analysis and previous reports. Based on the ordering
of graphene layers and the position of graphene layer with respect
to the tubular axis, carbon nanotubes can be categorized as four,
namely, cup-stacked carbon nano fibers (CNF), singlewalled carbon
nanotubes (SWCNTs), multi walled carbon nanotubes (MWCNTs)
and bamboo-like carbon nanotubes (BCNTs) [40e44]. Schematics
of the formation of bamboo like structure in NiCo@CNT is shown in
Fig. 4. During the in-situ polymerization of melamine, the phase
transformation starts at 350 �C and during that period the pre-
cursor is in crystalline melamine. The solid-state reaction of mel-
aminewith a rise in temperature facilitates the formation of melem
(C6N7(NH2)3), where the tris-triazine rings are ended with -NH2

group, that are the base material for carbon nitride. Melem was
further transformed into melon, a repeated tris-triazine ring upon
the elimination of ammonium molecule [45]. When the tempera-
ture rises to 400 �C, it gets been transformed into a crystallite or an
amorphous graphite like carbon nitridewith release of protons, and
the further increase in the temperature to 500 �C converts thejdhse
metastable compounds to g-C3N4. Thus formed g-C3N4 act as a
source of carbon for the formation of CNT and also a source of
dopant nitrogen. Meanwhile, the nitrates of nickel and cobalt are
decomposed into their amorphous metallic forms and get con-
verted into metal alloy above 600 �C. The presence of metal
nanoparticle (NiCo) catalyzes the dissolution of amorphous carbon
from C-N bond of C3N4 and triggers the formation of graphene
layer. The continuous increase in the surface temperature further
converts the graphene into different form of CNTs. This observation
suggest that the crystallization or graphitization of CNTs was
mediated by NiCo metal phase, and the formation of NiCo@CNT
process can be termed as “metal-mediated graphitization”. Lin et al.
studied the growth dynamic of bamboo-like CNT through the cat-
alytic decomposition of C2H2 over Ni catalyst and developed a gas-
solid based reaction mechanism for the formation of CNT [46]. The
growth of CNT results from the diffusion of carbon atoms and fol-
lowed by nucleation and growth. The as-mentioned diffusion can
be of two ways, i.e., surface diffusion or bulk diffusion to the
boundary of metal-graphene interface layer, that further causes the
formation of outer graphene layer. During the formation of bamboo
like CNT, the stacked inner layer graphene is formed through the
diffusion of C atom into the interface of NiCo/Graphene layer. The
dominating route for the formation of graphene layer parallel to the
tube axis is through the nucleation of C atoms on the base of the
symmetric NiCo nanocatalysts. The elongation of the bamboo is
through the surface diffusion of C atoms at the NiCo-graphite edge.
The continuous accumulation of C atoms at the base of NiCo-
graphene interface causes asymmetric change in the particle and
more atoms are nucleated on the edge and bottom of the deformed
particle, with the formation of bamboo knots over the outer layer as
in Fig. 4i. The base diameter of the NiCo particle shrinks with the
elongation of the particle with an effective expansion in the
interface and surface area of the catalyst (Fig. S6). The asymmetric
elongation of the catalyst develops a strain energy on the particle
surface. The graphene layers fully encapsulates the lower part of
the catalyst and seals the CNT walls internally by making a
compartment. A restoring cohesive force developed through an
increase in surface tensional force and as well as the compressive
stress from the growth walls of the CNTs, provokes the catalytic
particle to be released from the newly formed graphene layer and
the growth process is repeated to form a complete bamboo like
structure with multiple knots (Fig. 4 iii). Based on the knot for-
mation of bamboo CNT, it can be of two types: a) complete knot



Fig. 4. Schematic representation showing the polymerization of melamine into bamboo like CNT in presence of NiCo nanoparticle. (A colour version of this figure can be viewed
online.)
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formation and b) incomplete knot formation. A full formation of
inner graphene layers and a successful division of each compart-
ment results a complete knot formation. In case of incomplete knot
formation, the inner graphene layers are not completely bridged
with leaks in between each compartment. Our anticipatory
mechanism shows a clear reason for the formation of complete
bamboo knot as the full formation of graphene layer before the
migration of the catalyst nanoparticle owing to the restoring
cohesive forces, and on other hand, the release of particle before the
complete graphene layer ends with an incomplete knot formation
(Fig. 4iv-vi). The growth mechanism of CNT is specifically different
from bamboo CNT and can be described through a chain of
adsorption-decomposition-diffusion-nucleation, as highly favor-
able route. The nucleated carbon atoms that are excreted through
the surface of the catalyst and form multiple graphene layer that
are in line with the diameter of the catalytic nanoparticle, form
MWCNTs.

The growth mechanism of CNT in NiCoS@CNT is same as dis-
cussed above, with only difference being the formation of a
different alloyed particle. TEM of NiCoS@CNT (Fig. S7) shows the
formation of bamboo like CNTs encapsulated with hybrid nano-
particles in the range of 5e20 nm. Interestingly, no clear formation
of MWCNTs are visible. The particles are incorporated either on
bamboo like CNT or into carbon tubes with no clear graphene walls
parallel to the axis. The HAADF-STEM in Fig. 5 shows the presence
of particle with different contrast attributed to the presence of
hybrid NiCo/Co3Ni6S8/Co3O4 on NiCoS@CNT. The phase mapping of
sulfur (S) shows the successful doping not limited on the surface of
the metal catalyst and present on the carbon layer as well. The non-
uniform overlapping of multiple colors in Fig. 5h affirms the pres-
ence of hybrid particles encapsulated in different carbon structure.

X-ray photoelectron spectroscopy (XPS) analysis was used as a
surface sensitive technique to understand the elemental composi-
tion and oxidation state of the synthesized material. Surface
elemental composition from XPS analysis is given in Table S1. Ni 2p
spectrum in Fig. 6a consist of two spin orbital doublet centered at
855.3 ± 0.4 eV and 873.3 ± 0.3 eV corresponding to Ni 2p3/2 and Ni
2p1/2 orbitals respectively, along with two other weak satellite
peaks at 861.9 ± 0.2 eV and 880.8 ± 0.4 eV [47e49]. The deconvo-
lution of each peak shows the existence of two sub-peaks attrib-
uted to the existence of Ni2þ and Ni3þ valence state of Ni. In the Co
2p XPS spectrum shown in Fig. 6b, there appears two intense peak
due to the spin orbital splitting of Co 2p3/2 and Co 2p1/2 with 15.8 eV
energy separation [50,51]. The fitted Co 2p spectrum confirms the
existence of Co in þ3 and þ 2 oxidation state. Moreover, there
appears an intense satellite peak around 6 eV greater than themain
peak that can be ascribed to the spin orbital of Co2þ. A difference in
the ratio of Co2þ/Co3þ for NiCoS@CNT and NiCo@CNT were
observed, with calculated values being 0.52 and 0.38 respectively. A
higher ratio of Co2þ/Co3þ is reported to be an indication of higher
oxygen vacancies [52,53]. These results confirm the co-existence of
Co and Ni in their mixed oxidation state of Ni2þ, Ni3þ, Co2þ and
Co3þ. However, a close observation of each peak suggests a shifting
towards higher binding energy for NiCoS@CNT compared to NiC-
o@CNT as indicated by dotted lines in Fig. 6a and b. These pro-
nounced peak shifts could be due to a strong migration of electron
cloud induced by the doping of a higher electronegative S atom into
themetallic lattice that particularly improves the electron coupling.

The core level XPS spectrum of O 1s in NiCo@CNT and NiC-
oS@CNT are shown in Fig. 6c and d, which can be classified into
three oxidation states of oxygen. OL peak observed at 529.8 eV
corresponds to O2

� oxidation state that are bonded to the metal
lattice on the surface. OV peak centered at 531.4 eV are related to
the non-stoichiometric oxygen that originate from the oxygen va-
cancies on the surface, which are specifically significant for elec-
trochemical applications. The peak OC around 532.8 eV refers to the
presence of hydroxyl group or moisture oxygen adsorbed on the
particle surface from the surrounding environment (O2, -CO3 and
-OH) [54,55]. Both the sample have these three peaks in the vari-
ation of ±0.2 eV. The relative area of Ov/OT, where OT is the sum of
areas of OL, OV and OC, can be used to measure the level of oxygen
vacancy defects on the surface lattice through the distortion of the
crystal structure. The ratio of Ov/OT improved from 0.67 to 0.79 for
NiCo@ CNT and NiCoS@CNT respectively. The calculated results
reveals that the presence of sulfur during doping improves the
amount of oxygen vacancies on the surface, which could enhance



Fig. 5. a) HAADF STEM mapping and b-h) EDX mapping result of NiCoS@CNT. (A colour version of this figure can be viewed online.)

Fig. 6. XPS deconvolution spectrum of a) Ni 2p b)Co 2p and c-d)O 1s of NiCo@CNT and NiCoS@CNT. (A colour version of this figure can be viewed online.)

A. Ashok et al. / Carbon 170 (2020) 452e463458
the ability to adsorb the reactants/intermediates during electro-
chemical reactions.

XPS C1s profile of NiCo@CNT and NiCoS@CNT with different
bonding configuration of C atom are shown in Fig. S8. In NiCo@CNT,
the main peak at 284.9 eV corresponds to the presence of sp2 hy-
bridized C-C bond on the graphitic honeycomb structured lattice
[56,57]. The carbon atoms that are bonded with N atoms on the
surface of the graphitic lattice could appear at higher binding en-
ergy owing to the bonding of lower electronegative C atom (2.55) to
higher electronegative N atoms (3.04) [58]. The secondary peak at
285.6 eV can be designated to the sp2 hybridized C atom bonded to
the N atom on graphene lattice, which corresponds to either pyr-
idinic N or graphitic N bond. The ternary peak centered at 286.8 eV
corresponds to sp2 hybridized carbon atoms bonded to the N atoms
in Pyrrolic N bonded lattice network. The broad weak peak around
290.56 eV can be ascribed to the formation of C-O bond from the
physiosorbed oxygen on the graphene lattice.

XPS deconvolution of N 1s spectrum in Fig. S9 consists of three
characteristics peaks corresponding to Pyridinic N, Pyrrolic N and
Pyridinic N-O centered at 399.1 eV (399.1 eV), 401.56 eV (401.26 eV)
and 403.2 eV (403.3 eV) respectively for NiCo@CNT (NiCoS@CNT).
These results suggest that N atoms are covalently bonded to the
graphene network. Fig. S9a shows the schematic diagram of gra-
phene lattice bonded with N atoms in four different ways. Pyridinic
N bonding originates from the p bonding of sp2 hybridized N atoms
with two neighboring sp2 hybridized C atoms that contributes one
p-electron at the edges (or defects) of graphene network [59e61].
Pyrrolic N bonding corresponds to N atoms that integrate in a five
membered heterocyclic ring using a p bond with two p-electrons.
The characteristic peak at high binding energy (~403.2 eV) can be
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attributed to pyridinic N oxide [62]. Out of these bonding, the six-
membered cyclic ring structure of pristine graphene lattice was
interrupted by Pyrrolic N bonding and forms a sp3 hybridization
and defect doping [63]. XPS deconvolution spectrum shows that
Pyrrolic N bonding for NiCoS@CNT (33.85%) is higher than NiC-
o@CNT (24.31%). Moreover, nitrogen atom in pyridinic state are
more prominent than other oxidation states of nitrogen. Graphitic
N bonding formed by the substitution of carbon I atom in a hex-
agonal ring with sp2 hybridized N atom and is bonded to the
neighboring three sp3 hybridized carbon atoms that would possibly
be present between 400.1 and 403 eV, is not visible here. This in-
dicates that the sample is dominated by Pyridinic N bonding and
the presence of graphitic N bonding is very limited. This result
confirms that the C 1s peak in Fig. S8 at 285.6 eV could be ascribed
to the N- sp3 C bond (pyridinic N) rather than N-sp2 C bond
(graphitic N). Notably, the higher Pyridinic N acts as an active
anchoring site for in-situ growth of metal nanoparticles. The
greater N content (6.92%) and the higher percentage Pyridinic N
peak (58.3%) significantly improves the electrochemical properties
in NiCoS@CNT [64].

XPS spectrum of S 2p in Fig. S10 can be fitted into five peaks: two
major peaks at 162.0 eV and 163.4 eV with a splitting energy of
1.4 eV are respectively assigned to the S 2P3/2 and S 2P1/2, resulted
from the sulfur atoms doped on the metal surface of Co3Ni6S8. The
XPS peaks at 164.9 eV, 168.43 eV and 167.7 eV corresponding to
C¼S, C-SO2-C and C-SO3-C respectively, confirm that S atoms are
successfully incorporated into the C atoms in the graphene lattice.

3.2. Electrochemical analysis

Fig. 7a show the LSV polarization profile of NiCo@CNT, NiC-
oS@CNT and commercial Pt/C (20%) in an electrolyte of 1 M KOH.
When compared with commercial Pt/C, the NiCo@CNT which
needed 330 mV overpotential to produce 10 mAcm�2 current
density, where NiCoS@CNT shows significantly better enhance-
ment in HER performance and needed only 198 mV to achieve the
same current density. The obtained Tafel slope of 148 mVdec�1 and
87 mVdec�1 for NiCo@CNT and NiCoS@CNT respectively exhibited
higher HER kinetics for sulfur doped NiCo particles. The durability
and stability of NiCoS@CNT towards HER was calculated through
multiple cyclic voltammetry run and long-term electrolysis at
constant potential. The long-term current-time profile at a constant
potential of 0.26 V shows that the current density was maintained
at around 10 mAcm�2 without any noticeable degradation for 38 h.
The inset Fig. 7c(i) of working electrode signifies that the catalyst is
very active for HER with higher number of H2 bubbles produced on
the surface of the electrode. Moreover, NiCoS@CNT in inset
Fig. 7c(ii) shows no obvious degradation on the LSV when
compared to the initial LSV profile, even after a continuous 1000
cycle run between þ0.2 and �0.4 V vs RHE at 50 mVs�1 scan rates.
The superior activity of NiCoS@CNT compared to NiCo@CNT was
further demonstrated by EIS analysis as in Fig. 7d. The two semi-
circular loops in the Nyquist plot confirm that no mass transport
limitations exist on the measured potential for both the catalyst.
The shorter diameter of the Nyquist plot for NiCoS@CNT corre-
sponds to a decrease in the barrier for the HER performance than
NiCo@CNT. Intriguingly, these results confirm that NiCoS@CNT
works as an excellent catalyst for HER without compromising the
stability and durability. The superior HER activity of NiCoS@CNT
could be attributed to the synergetic effect between the macro-
scopic morphological characteristics and microscopic atomic scale
features.

The electrocatalytic performance of the as-prepared catalysts
for OER was further studied in an electrolyte of 1 M KOH. OER
polarization curve in Fig. 8a presents an intense peak around 1.26 V
in NiCoS@CNT corresponding to the oxidation of Ni(II)/Ni(III) or
Co(II)/Co(III) which have been studied in detail in many Ni or Co
based catalyst [65,66]. The magnified OER plot between 1.2 and
1.45 V in Fig. S11 shows a narrow increase in the current density for
NiCo@CNTas well, but much lower than the NiCoS@CNT. This result
signifies the presence of more Co3þ content in NiCoS@CNT (XRD in
Fig. 1a), acting as an electrophilic agent that effectively facilitates
the formation of CoOOH and also enhances the adsorption of OH�

ions from the alkaline solution. Thus the formation of Co3þ is more
likely the reason for the higher OER activity. The current density of
NiCoS@CNT is higher than NiCo@CNT at any applied potential, and
NiCoS@CNT (295 mV) requires much lower overpotential to reach
10 mAcm�2 current density than NiCo@CNT (350 mV), which
suggests than sulfur based NiCo catalyst shows higher intrinsic
electrochemical OER property than the un-doped catalyst. More-
over, the kinetic parameters of OERwere further deducted from the
Tafel plot in Fig. 8b, where, NiCoS@CNT shows considerably lower
Tafel slope of 78 mVdec�1 than NiCo@CNT holding a value of 92
mVdec�1 demonstrating a faster charge transfer reaction in
NiCoS@CNT.

To understand the various resistance related to the charge
transfer process and the enhancement in the electron transport
during electrochemical OER one can refer to the EIS analysis in
Fig. 8c. Importantly, the semicircular loop diameter of NiCoS@CNT
is much smaller than NiCo@CNT at 1.55 V underlining the lower
contact impedance and faster charge transfer of hybrid sulfur doper
NiCo material anchored over the carbon tubes. A simple Randle
circuit model (inset Fig. 8c) comprising of a series resistance (Rs),
constant phase element (CPE) and charge transfer resistance (Rct)
can be used to fit the obtained Nyquist plot. The series resistance Rs
corresponds to the overall electrolyte resistance that includes the
contact resistance and the bulk material resistance that can be
measured from the intercept of the Nyquist plot with y-axis at
higher frequency. The charge transfer resistance Rct, at the catalyst-
solution interface can be identified from the diameter of the
Nyquist plot at a region of higher frequency. The constant phase
element (CPE) is a replacement of double layer capacitive effect of
the OER in the entire system that provides insights of the structural
reconstruction and the oxide layer conductivity. The series resis-
tance (Rs) fitted from EIS Nyquist profile gives a resistance value of
12.3 U and 7.5 U respectively for NiCo@CNT and NiCoS@CNT,
whereas the fitted Rct values following a similar trend (Rct-
NiCo@CNT¼ 42U and Rct-NiCoS@CNT¼ 29U) undoubtedly confirm
the faster charge transfer in NiCoS@CNT greatly influences the su-
perior activity and reaction kinetics of OER as indicated in Tafel plot.
Moreover, the double layer capacitive value (Cdl) of NiCoS/CNT
(calculated to be 6.23 mFcm�2) and NiCo/CNT (4.6 mFcm�2) sug-
gest that NiCoS/CNT possesses more active sites exposed to the
electrolyte that facilitate a faster charge transfer reaction between
the catalyst-electrolyte interface for the electrochemical reactions.
The inset Figure shows that the EIS profile of NiCoS@CNT at
different potential exhibits a decrease in the diameter of the semi-
circular loop with an increase in the applied potential, indicating a
reduction in the barrier of the interfacial OER mechanism. The
fitted values of Rs, Rct and Cdl at different potentials are represented
in Table S1. Rs, shows an unexpected increase in the resistance
value, which could be due to the presence of oxygen bubbles on the
electrode surface that resist the passage of OH� adsorption and
electron transfer [67].

The durability of the NiCoS@CNT was measured using the
multiple CV run for 2000 cycles, presented in Fig. 8d, shows
negligible loss in the current density. The absence of oxidation peak
after the stability run at 1.26 V could be due to some surface
modifications of the catalyst as reported elsewhere [67e69]. As the
peak is possibly associated with Co2þ/Co3þ (based on XRD, Fig. 1a),



Fig. 7. a) LSV polarization curve and b) Tafel plot of NiCo@CNT, NiCoS@CNT and commercial Pt/C (20%) for HER in a KOH solution of 1 M at 5 mVs�1 scan rate c) time dependent
current density curve of NiCoS@CNT under constant potential of 0.26 V for 38 h. The inset (i) shows the glassy carbon working electrode loaded with NiCoS@CNT for the HER
operation at 0.4 V with H2 bubbles generated at electrode surface (ii) polarization curve recorded for NiCoS@CNT before and after 1000 cycle of CV stability run d) EIS spectrum
at �0.3 V for NiCo@CNT and NiCoS@CNT. (A colour version of this figure can be viewed online.)
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a possible change in Co3O4 phase is anticipated after the stability
test; nonetheless the catalytic activity is not significantly compro-
mised, which indicates the other phases to be responsible for high
activity as compared to the Co3O4. Also a slight improvement in
current density can be seen after the multiple cycle, which could be
due to the restructuring of the catalyst surface to a more active and
stable phase after several continuous oxidation and reduction cycle.
Collectively, these results suggest the excellent OER performance of
NiCoS@CNT with superior activity and durability. According to
previous reports, Co3þ is the active site of OER, and DFT analysis
shows that the two electrons close to the oxygen vacancy that are
related to oxygen 2p orbital will enable the nearby Co3þ atoms by
delocalization and thereby activate the low-coordinated Co3þ ions
for an effective adsorption of H2O. Moreover, the excitation of the
delocalized electrons near to oxygen vacancy enhances the con-
ductivity and electrochemical properties of the catalyst. The strong
oxidation peak in the LSV of NiCoS@CNT (Fig. 8a), not observed in
NiCo@CNT, facilitates the oxidation of Co3þ to Co4þ over highly
conductive carbon network to enhance the OER process. The sur-
face dominated adsorption and formation of OH�, O2� and OOH�

intermediates are mediated by utilizing the Co3þ ions embedded in
the conductive carbon framework. The oxidation of Co3þ to Co4þ

improves the electrophilicity of the catalyst surface and promotes
the adsorption of nucleophilic species such as OH� for the
conversion to OOH� intermediates [54]. Additionally; the high
surface area and porosity, greater degree of lattice surface defect,
more Pyridine N content, and high oxygen vacancies improved the
electronic conductivity of carbon nanotubes. The abundance of
active sites and wettability also contribute towards the outstanding
OER performance in NiCoS@CNT.

Next, a two-electrode configuration was developed, using the
highly active and stable catalysts for HER and OER as cathode and
anode respectively to perform water splitting reaction in nitrogen-
saturated 1 M KOH electrolyte as displayed in the schematic of
Fig. 9a inset. Interestingly, NiCoS@CNT reaches the 10 mAcm�2

current density at 1.53 V cell voltage, that is 120 mV lower than for
NiCo@CNT. The inset image in Fig. 9b confirms the overall water
splitting performance of NiCoS@CNT with large amount of H2 and
O2 gas evolved during the HER and OER performance respectively.
The chronoamperometric test of NiCoS@CNT at a fixed potential of
1.53 V for 24 h displays an excellent stable performance with a
constant current density of 10 mAcm�2 for the entire evaluation
period. The remarkable electrocatalytic performance including
high activity and stability of hybrid NiCoS@CNTmakes it a potential
replacement for HER and OER commercial catalyst.

The current state-of-the-art of some selected Ni-Co based
catalyst for OER, HER and water splitting processes are detailed in
Table S3. The superior electrocatalytic performance of NiCoS@CNT



Fig. 8. a) OER polarization curve, b) Tafel plot of NiCo@CNT and NiCoS@CNT in 1 M KOH, c) EIS measurement at 1.55 V on NiCo@CNT and NiCoS@CNT. Inset shows the impedance
spectrum of NiCoS@CNT at different potential and the equivalent circuit diagram consist of a series resistance (Rs), a charge transfer resistance (Rct) and constant phase element
(CPE) d) LSV curve of NiCoS@CNT before and after 2000 cycle of CV stability run. (A colour version of this figure can be viewed online.)

Fig. 9. a) LSV plot of water electrolysis of NiCo@CNT and NiCoS@CNT in a two-electrode configuration with 2 mVs�1 scan rate. Inset schematic diagram of an electrolyzer b)
Chronoamperometric (CA) analysis of NiCoS@CNT at 1.53 V in an electrolyte of 1 M KOH. Inset image displays the presence of gas bubbles corresponding to the H2 and O2 pro-
duction. (A colour version of this figure can be viewed online.)
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on overall water splitting is ascribed to the synergetic effects of the
particles incorporated with the CNT framework and the unique
macroscopic structural characteristics. The synthesized particles
show exceptionally high active surface area to facilitate the
adsorption of reactive species and their subsequent electro-
chemical reaction. Well defined mesoporous morphology allows a
better penetration of electrolyte and thereby efficient utilization of
active sites. The N and S dopant on the surface also contribute to the
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electrocatalytic performance to a great extent. The abundant oxy-
gen vacancies play a key role in promoting the surface interactions.
While taking the benefit of a unique hierarchical architecture, the
electrochemical performance of both HER and OER are significantly
improved. Looking at the lowconcentrations of Ni and Co (<0.5% for
NiCo@CNT and <1.5% for NiCoS@CNT), the formation of single
atoms doped CNT and their contribution towards electrocatalytic
performance enhancement could be significant. A detained study
on the synthesis and optimization of single atoms density is plan-
ned for future to understand the catalytic properties of single atom
doped CNT acting as active sites as compared to the nanoparticles
present on CNT.

4. Conclusion

To summarize, a hybrid S-doped NiCo particle incorporated in N
doped carbon nanotubes with high surface area and enriched ox-
ygen vacancies are successfully synthesized using an economical
way of pyrolysis of melamine as a source of carbon. The same
experimental procedure was followed without adding a sulfur
source with the alloyed NiCo nanoparticles embedded on carbon
nanotube. The presence of sulfur thereby changed not only the
morphological characteristics, but also tuned the electrochemical
properties. The as-synthesized hybrid material demonstrated
excellent activity and durability towards both HER and OER. The
NiCoS@CNT as a cathode catalyst, shows significantly better
enhancement in HER performance with an overpotential of 198 mV
to reach 10 mAcm�2 and a small Tafel slope of 87 mVdec�1. The
NiCoS@CNTas an anode catalyst displayed an excellent OER activity
with an overpotential of 295 mV to reach 10 mAcm�2 with a small
Tafel slope of 78 mVdec�1. While considering NiCoS@CNT as both
anode and cathode catalysts in an overall water splitting reaction,
the catalyst only required 1.53 V cell voltage to deliver a current
density of 10 mAcm�2 and exhibited a long-term stability in bulk
water electrolysis under alkaline conditions. Based on the results,
we believe that this facile, simple and cost-effective pyrolysis of
melamine-metal salt synthesis strategy could be useful for the
development of highly efficient electrocatalyst in many electro-
chemical reactions with a potential for large-scale industrial
applications.
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