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ABSTRACT: Both vanadium nitride and carbon are the important negative
materials for capacitors electrodes, while effectively dispersing vanadium
nitride into the surface of carbon materials would highly enhance the
utilization of active materials. In this article, we find out a valid dispersion
method of vanadium nitride nanoparticles into the porous carbon networks,
which is derived from a synthesized block copolymer of polyacrylonitrile-b-
poly[2-(methacryloyloxy)ethyl]trimethylammonium chloride-b-polyacryloni-
trile together with the absorbed ammonium metavanadate. With the
superiority of the designed structure, the fabricated materials are used as
negative materials for capacitors electrodes and show outstanding electro-
chemical performance with a specific capacitance of 195.7 F/g and a prior
cycle stability of 75% retention. In addition, the effect of the ratio of
copolymer to ammonium metavanadate on the electrochemical performance
of the product is also investigated in detail.

1. INTRODUTION

For the clean renewable energy, both opportunities and
challenges come with the gradually exhausted nonrenewable
energy resources. It is generally known that most clean
renewable energy is unevenly distributed and intermittent.
The best way to solve these problems is to transfer the energy
into an electric one. This made the electrical energy storage
(EES) play a more and more important role in our daily
lives.1−6 EES technologies include capacitors, batteries, and
others; however, both of them have limitations. Although a
battery has high energy density, but compared to a capacitor, its
power density is low. Furthermore, the cycle life, rate
performance, and safety of a battery are also barely satisfactory.
As a comparison, capacitors show high rate performance, good
cycle life, and high power density, although its energy density is
still low.7−15

As we all know, the energy density of capacitors is highly
related to the specific capacitance and the square of voltage
window in the electrochemical process. Thus, the most efficient
methods to enhance energy density include increasing the
ability of charge storage and widening the ultimate work
potential.16−18 The working potential is decided by both
electrolyte and electrode materials including positive and
negative ones. Considering it in an economic viewpoint, the
aqueous electrolyte is still the best choice for the capacitors.19,20

Thus, enhancing the performance of electrode materials is one
of the best ways to overcome the limitation. Up to now, an
overwhelming majority of researches for electrode materials
focus on positive electrode materials, such as transition-metal
oxides, metal sulfide, conducting polymers, and so on.21−26 The
most used negative materials for capacitors are mainly
concentrating on carbon materials because of their low weight
and low cost, high power density, fast charging/discharging
kinetics, long cycle life, and bipolar operational flexibility.27−31

Nevertheless, the charge storage and work potential of carbon
materials as negative electrode are still limited.
As negative materials, transition-metal nitrides are a good

choice for capacitors; especially, vanadium nitride (VN) has an
impressive specific capacity and large work potential in an
aqueous environment.32,33 Hence, various types of VN
nanostructures have been constructed as negative electrodes,
such as nanoparticle, nanofiber, and nanotube.34−36 However,
effectively dispersing these vanadium nitrides into the surface of
carbon materials is the best method to highly enhance the
utilization of the active materials. Up to now, the main
synthesis method for preparing VN/carbon composites
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materials is chemical deposition of transition-metal nitrides
onto porous carbon materials or simple physical composition.
In this article, we found out a valid dispersion method of VN
nanoparticles into the surface of porous carbon materials, which
was derived from a synthesized block copolymer of
polyacrylonitrile-b-poly[2-(methacryloyloxy)ethyl]trimethylam-
monium chloride-b-polyacrylonitrile (PAN-b-PDMC-b-PAN)
absorbed with ammonium metavanadate (NH3VO3). With the
superiority of the designed structure, the fabricated materials
were used as negative materials for capacitors electrode and
showed outstanding electrochemical performance. In addition,
the effect of the ratio of copolymer to NH3VO3 on the
electrochemical performance of the product was also
investigated in detail.

2. EXPERIMENTAL SECTION
2.1. Chemicals. [2-(Methacryloyloxy)ethyl]trimethylam-

monium chloride (DMC, analytical reagent) and acrylonitrile
(AN, analytical reagent) were purchased from Aladdin, and
subjected to distillation treatment prior to use. Ammonium
metavanadate (NH4VO3, analytical reagent), azobisisobutyr-
onitride (AIBN), dimethylformamide (DMF, analytical re-
agent), and dimethyl sulfoxide (DMSO, analytical reagent)
were purchased from Sinopharm Chemical Reagent Co. Ltd.,
and used as received. The reversible addition−fragmentation
chain transfer polymerization (RAFT) agent of trithiocarbonate
(BDMAT) was synthesized according to the literature.37

2.2. Synthesis of PAN-b-PDMC-b-PAN. In a typical
synthesis, 0.014 g of AIBN (8.5 × 10−5 mol), 0.0282 g of
BDMAT (0.001 mol), 4.8 g of AN (0.09 mol), and 5 mL of
DMF were mixed together in a 50 mL single-neck round-
bottom flask at room temperature under magnetic stirring in a
nitrogen atmosphere. The mixture was then degassed by a four
freeze−pump−thaw cycle in order to get rid of oxygen, and
then heated to 70 °C in a nitrogen atmosphere where
polymerization took place for 7 h. After the reaction, the
resulting polyacrylonitrile (PAN) was precipitated by methyl
alcohol with water, and dried at 60 °C under vacuum for 12 h.
For copolymerization of AN, and DMC, the prepared PAN was
further used as macro-RAFT agent. Typically, PAN (1 g),
AIBN (4 mg, 2.44 × 10−5 mol), and a specific amount of DMC
were mixed into 25 mL of DMF, which was heated in a water
bath and reacted at 75 °C in a nitrogen atmosphere for 12 h.
The block polymer PAN-b-PDMC-b-PAN was obtained by
being precipitated in ether and dried at 60 °C under vacuum for
48 h.

2.3. Loading Vanadium-Containing Group on Poly-
mer Micelles. Polymer micelles was prepared by dissolving 0.2
g of block polymer PAN-b-PDMC-b-PAN obtained above into
18 mL of DMSO under a magnetic stirring, into which 6 mL of
H2O was dropwise added in half an hour. The mixture was then
stirred for another half an hour in order to form a uniform
micellar solution and promote the cross-linking of block
copolymer. After that, excessive NH4VO3 was added under
natural light while maintaining stirring, and the loading reaction
was carried out for another 72 h.

2.4. Preparation of Carbon and Vanadium Nitride
Composite Materials (VN/C). The polymer micelle/NH4VO3
system was centrifuged to get the purple colloidal in the
interlayer, which was heated in an oven at 30 °C for 24 h and
taken a preoxidation at 250 °C under air flow for 6 h; after
being cooled down, a thermal treatment was carried out at 800
°C in a tube furnace under a N2/NH3 gas mixture (40/100
sccm) atmosphere for 1 h at a temperature ramp of 5 °C/min.
The obtained product of VN/C was preserved in rotary dryer
for use.

2.5. Materials Characterization. The microstructures and
morphology were examined by scanning electron microscopy
(SEM, Hitachi S-4800) and transition electron microscopy
(TEM, JEOL JEM2010) measurements. The crystal structure
was analyzed by X-ray diffraction (XRD Bruker, D8 Advance,
Germany). X-ray photoelectron spectroscopy (XPS) (V.G.
ESCA Laboratory 210) was used as characterization method of
composite components reflecting the composite distribution of
microstructural components. The VN contents in composite
materials were measured by using a thermo gravimetric analyzer
(TGA) and differential thermal analysis (DTA) tests.

2.6. Electrochemical Measurements. Three-electrode
cells were assembled to measure the electrochemical properties
of the materials. To prepare a working electrode, carbon/VN
(80 wt %), carbon black (5 wt %), acetylene black (5 wt %),
and polytetrafluoroethylene (10 wt %) were mixed to make a
homogeneous black paste. The resulting slurry was spread onto
a piece of nickel foam, which served as a current collector. The
nickel foam was heated at 60 °C for 10 h in air. Each electrode
contained 4 mg of electro-active material and had a geometric
surface area of about 1 cm2.
Electrochemical performances, i.e., cycle voltammetry,

galvanostatic charging/discharging measurements, and elec-
trical impedance spectroscopy, were carried out by using a
CHI660E (Shanghai, China) in a three-electrode system in 2 M
KOH aqueous electrolyte at room temperature. A platinum

Scheme 1. Schematic Representation for Fabrication Strategy
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gauze electrode served as the counter electrode, and a saturated
calomel electrode served as the reference electrode. Cycle-life
test for the symmetric cell used a battery test system (Land
CT2001A model). The specific capacitance (C) was calculated
by the following equation

= = Δ Δ ×C I E t m I E t m/[(d /d ) ] /[( / ) ] (F/g) (1)

where I, Δt, m, and ΔE are constant discharging current, the
time period for a full discharging, the mass of the
corresponding active electrode material, and the electrode
potential change after a full discharging, respectively.

3. RESULTS AND DISCUSSION
The block copolymer of PAN-b-PDMC-b-PAN was synthesized
by RAFT polymerization, and the detailed process is provided
in the Experimental Section. The fabrication procedure of
carbon/vanadium nitrides (C/VN) nanocomposites could be

illustrated as Scheme 1. In the first step, the block copolymer of
PAN-b-PDMC-b-PAN was put into DMSO to get stretching
polymer chains. Then, H2O was dropped into the solution to
make the polymer chains be self-assembled: hydrophobic
segments of −PAN shrank and intertwined with each other; at
the same time, the hydrophilic segments of −PDMC kept
stretching. In this process, the self-assembled micelles decided
the final product feature: −PAN block formed the carbon
skeleton, and −PDMC chains were sacrificed, leaving the
cellular structure. Second, after adding NH4VO3 powder into
the solution, the formed VO3

− ions can be trapped by −PDMC
chains in the aqueous environment. This process effectively
made the product of VN combined on the surface of the carbon
skeleton, so as to achieve good electronic transmission
efficiency. Third, the polymer micelle/NH4VO3 system was
centrifuged to get the purple colloidal in the interlayer and
remove the excess NH4VO3 and solvents to guarantee saturated

Figure 1. (a) XRD pattern, (b) SEM, (c and d) TEM, and (e) TGA (axis on left) and DTA (axis on right) analysis of VN/C.

Figure 2. XPS data of (a) V 2p3, (b) N 1s, (c) O 1s, and (d) C 1s for VN/C.
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loading of the VO3
− on −PDMC chains. Finally, the colloidal

was heat-treated at ammonia to get the VN/C nanocomposites.
The fabricated VN/Cs with the various polymer/NH4VO3
ratios of 1:3, 1:4, 1:5, 1:6, and 1:7 were named as VN/C-1:3,
VN/C-1:4, VN/C-1:5, VN/C-1:6, and VN/C-1:7.
The prepared VN/C nanocomposites were characterized,

and the results are shown in Figure 1. The XRD pattern was
identical to the PDF file of 35-0768, which presented the cubic
VN and the Bragg peaks indexed to the diffractions of (111),
(200), (220), (311), and (222) (Figure 1a). This can be
demonstrated that VO3

− ions were caught by −PDMC and
have successfully converted into VN. The background bump
before 30° was the characteristic peak of carbon, and these of
sharp little peaks were the evidence of the admixture of
vanadium oxide and vanadium nitride, which can be further
proved by the XPS data. Our designed structure can be clearly
seen from the SEM images (Figure 1b), which showed a
connected carbon skeleton with a rich pore structure. Thanks
to the sacrificed part of hydrophilic chains in the block
copolymers, there were lots of micropores in the carbon
skeleton (Figure 1c). These hierarchical porosity structures not
only released the compound body mass but also provided the
ion buffer pool for the quick charge transfer from/to the
electrolyte. Meanwhile, the connected carbon skeleton with the
rich pore structure made the specific surface of the material be
fully utilized during the electrochemical process. In the
elements mapping images, one can find that vanadium
distributed into the carbon skeleton surface, and there was
partial oxidation on the surface of VN. The distribution of
nitrogen was the same as carbon, which was caused by nitride
doping of carbon source derived from −PAN chains. From the
HRTEM pattern (Figure 1d), one can find the definite
boundary of the carbon skeleton and VN-involved layer. In
the VN layer, there were some quantum sized dots with the size

of about 5−10 nm, which were surrounded by an amorphous
structure carbon. This “carbon shell” was good for the VN dots
to keep its shape and helped enhance the electrochemical cycle
life.38 TGA and DSC were further tested in air condition, and
the calculated mass ratio of VN to carbon was 25/75 (wt/wt)
(Figure 1e). Before 300 °C, the cavern trend was caused by the
decomposition of oxygen-containing (include the bound water)
and nitrogenous groups.39 Followed by this, a dramatic loss
took place owing to the combustion of carbon into CO2.
However, in the DSC curve, the line displayed an obvious
fluctuation because of the transformation of VN into V∼N∼O
and finally to V2O5.

40

Figure 2 provides the XPS data performed to accurately get
the element valences and bonding details. V 2p1 and V 2p3

appeared to be a sum of the special lines from several valence
states of vanadium (Figure 2a). The binding energies for V3+,
V4+, and V5+ species were three Gaussian distributions with a
statistical deviation of WBE = 0.25 eV centered at 515.6, 516.5,
and 517.3 eV, respectively. In this point, it means a probability
of 70% binding energy was in the reported range of δ ± 0.25
and a probability of 90% within the range of δ ± 0.5.40,41 In
Figure 2b, the binding energy of 398.2 eV was associated with
the value for VN,42 and the binding energy of 400.8 eV is for
the pyrrolic (N-5) bond.43 This was caused by the heat
treatment under an ammonia atmosphere and the nitrogen-rich
carbon source from −PAN chains. In addition, the character-
istic peak at 403.3 eV corresponded to N∼O formed in the
surface of the oxide layer of vanadium nitride. In the O 1s
spectrum in Figure 2c, the characteristic peak was fitted into
two main peaks at 532.2 and 533.8 eV also due to the surface
oxidation of vanadium nitride. The peak at 532.2 eV was mainly
from vanadium oxide and the other one was from the
V∼N∼O.43 The peak of C 1s was easily to be distinguished
that the 284.8 eV was typically fitted for the highly oriented

Figure 3. Electrochemical properties of VN/C in 2 M KOH electrolyte: (a) CV curves at the rate of 30 mV/s, (b) charging/discharging curves, (c)
Nyquist plots, and (d) capacitance retention at various current densities.
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pyrolytic graphite (HOPG), and the 286.3 eV was echoed to
the nitrogen in the pyrrolic (N-5) bond (Figure 2d).
A three-electrode system in 2 M KOH electrolyte with a Hg/

Hg2Cl2 reference electrode and a Pt counter-electrode was used
to investigate the electrochemical performance of the product.
The working electrode was prepared by pressing together the
active-material powder and conductive additives into Ni foam.
In Figure 3a, the CV curves showed approximately a
rectangular mirror image at the scan rate of 30 mV/s, reflecting
an ideal capacitive behavior and fast charging propagations
within the electrodes. Also, most of the CV curves had a
potential window of 1.2 V, except the sample of VN/C-1:7.
This result accorded with our original design that, with the
different ratio of the sacrificed chain in the block copolymer,
there will be two extreme phenomena. If the ratio was low, the
VN content in the final material was also low (Figure S1a).
However, if the ratio was too high, the specific capacitance did
not grow anymore. This was because the sacrifice chains were
in the middle of the block copolymer, and too long of the
sacrifice chains led to a too thin carbon skeleton, which even
broke (Figure S1b). In this case, the vanadium-containing
groups would fall down. Meanwhile, a pair of peaks were
observed in the CV curves for all the samples, indicating that
the oxidation of the VN surface led to a reversible redox
reaction of vanadium. The distinguishable redox peak was
nearly from −0.84 to −0.57eV; in this area, vanadium
underwent a redox reaction that spans the II and III ionization
states in a strong alkali environment.44−46 The sweep-rate
dependence of the response current is drawn in Figure 3b to
further identify the fact described above. It has the same
tendency with the CV curves that the specific capacitance
offered upgraded first then descended. The shapes of the
galvanostatic charging−discharging curves of VN/C-1:7 co-
incided with that of the VN/C-1:3. The carbon mass of all the
materials was the same, while that of VN was different. After
calculation with the galvanostatic charging−discharging curves,
the specific capacitances of VN/C-1:3, VN/C-1:4, VN/C-1:5,
VN/C-1:6, and VN/C-1:7 were 93.3, 108.2, 156.8, 195.7, and
128.3 F/g. For VN/C-1:7, the contribution of the specific
capacitance by VN in the composite was estimated up to 782.8
F/g. EIS measurements were further employed to study the
electrochemical impedance of the prepared electrode materials.
As shown in Figure 3c, all the samples almost had the same
intrinsic impedance, except for VN/C-1:7 due to the highest
carbon content. Figure 3d shows the capacitance retentions at
various currents. Even though all the samples still presented
good properties at high current density, however, the specific

capacitance of the pure VN materials without any carbon
content displayed only about 70 F/g, which was lower than
those of the above composites (Figure S2a,b).
The detailed electrochemical performance of VN/C-1:6 in

the 2 M KOH is shown in Figure 4. The cyclic voltammetry
curves were rectangular-like at a relatively low scan rate and
retained the shape with the scan rate reaching up to 50 mV/s
(Figure 4a). This is because the connected structure of the
carbon skeleton and the appropriate content of VN made the
charging transfer fast and interfacial reaction sufficient. The
galvanostatic charging−discharging test performed at different
current densities is shown in Figure 4b. The good symmetrical
characteristic of charging/discharging curves further revealed
that this compound material had excellent electrochemical
capability and electrochemical reversibility. Also, there was no
platform, indicating that the prepared material was a kind of
capacitive material.
The fabricated material of VN/C had the unique structure,

which involved the carbon skeleton that served as abundant ion
buffer pools that made the charging and discharging process
quick and sufficient, and well-dispersed VN nanoparticles on
the surface of porous carbon that made the active materials
effective. In this way, the material of VN/C had a good cycling
stability with high capacitance retention of 75% and nearly
100% Coulombic efficiency after 5000 cycles, as shown in
Figure 5.

Figure 4. Electrochemical properties of VN/C-1:6 in 2 M KOH electrolyte: (a) CV curves at various scan rates (5−50 mV/s), and (b) charging/
discharging curves at various current densities.

Figure 5. VN/C-1:6 in 2 M KOH electrolyte cycling life at the current
density of 5 A/g.
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4. CONCLUSIONS
In summary, we reported a kind of preparation approach to
gain the nanohybrid material of vanadium nitride/carbon by
using the block copolymer of PAN-b-PDMC-b-PAN as
precursor. With the unique structure of vanadium nitride
nanoparticles dispersed in the surface of porous carbon, the
fabricated material showed outstanding electrochemical per-
formance with the high specific capacitance of 195.7 F/g. Also,
a good cycling stability with a capacitance retention of 75% and
nearly 100% Coulombic efficiency after 5000 cycles were
obtained.
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