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ABSTRACT: We report the hydrothermal synthesis of the N-
doped carbon-coated NiO nanocrystals (N—C—NiO NCs)
with tunable N/C atomic ratios using the nitrogen-containing
ionic liquids (ILs) as new carbon precursor, and the N-doped
carbon layer composition-dependent performances of N—C—
NiO NCs anode for lithium-ion batteries (LIBs). The results
indicate that the N-doped carbon coating can significantly
enhance the electronic conductivity, effectively avoid the
problems of cracking or pulverization of the NiO, and prevent
the aggregation of the active materials upon cycling. These
properties make the synthesized material a promising anode
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material for LIBs. The N—C—NiO NCs with the N/C atomic ratio of 21.2% in the N-doped carbon layer show a high specific
capacity of ~710 mAh g™ at a current rate of 0.3 C (very closed to the theoretical capacity of 718 mAh g™* for NiO), a high rate
capability (still able to deliver a discharge capacity of ~430 mAh g™" at a current density of 10 C), and good capacity retention
upon cycling (maintains at 710 mAh g~' at least up to the SOth cycle) compared with those of pristine NiO nanoparticles.
Moreover, the electrochemical performances of the N—C—NiO NCs depend on the composition (N/C atomic ratios) in the N-
doped carbon layer and are enhanced with increasing of the N/C ratios. Our approach offers an effective and convenient
technique to improve the specific capacities and rate capabilities of highly insulating electrode materials for batteries and may also
provide general and effective approach toward the synthesis of other metal oxides coated with N-doped carbon layer.
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1. INTRODUCTION

With the increasing environmental problem caused by the
extensive utilization of conventional energy sources and the
gradual depletion of oil and coal resources around the world,
the development of clean and highly efficient energy storage
system is becoming an even more urgent need. As an
electrochemical energy storage device, lithium-ion batteries
(LIBs), which show the highest energy density of rechargeable
batteries, have attracted significant attention within the past few
decades and have exhibited a wide range of applications ranging
from consumer devices and portable electronics to electric
vehicles, hybrid electric vehicles, and large-scale stationary
energy storage.' ' However, the performance of current LIBs
cannot meet the requirements in these areas in terms of high
power density, long cycle life, and safety.

Because the charge—discharge of LIBs is achieved through
the intercalation—extraction process of lithium ions in the
electrodes, the nature of electrode materials acting is crucial to
the performance of the battery. Graphite has been widely used
as the anode material in commercial LIBs due to its natural
abundance and stable cycling performance. However, its
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theoretical specific capacity is relatively low (e.g,, ~372 mAh
g~', based on the formation of LiC)'® and cannot meet the
requirements of the next-generation LIBs. To enhance the
battery performance, alternative electrode materials are
required. Recently, transition metal oxides have been widely
investigated as anode materials for LIBs and have attracted
great interest because of their low cost, high theoretical
capacities (500—1000 mAh g7'), environmentally friendly
synthesis processes, and structural stability and
diversity.”'’~>' However, metal oxide-based anode materials
always suffer from rapid capacity fading and unsatisfactory rate
performance caused by the poor conductivity and the severe
pulverization occurring in the cycling process.”> >> The
pulverization problem is mainly due to the large volume
changes and consequent local strain generated during the
lithium ion intercalation-extraction process. This pulverization
simultaneously leads to the interruption of the ionic and
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electronic conduction pathways in the electrode. The most
effective way to improve capacity retention and the rate
performances is coating/hybridizing the metal oxide with a thin
layer of conductive material (such as carbon)?%?7313673% o1 the
preparation of a small and homogeneous particle size
distribution with a designed morphology (such as hollow
structures, porous structures etc.).”****>*! The reduction of
particle size (for example nanometer scale particles) can
partially suppress the expansion and shrinkage of the electrode
materials, shorten the diffusion pathways for both electrons and
lithium ions, and increase the electrode—electrolyte contact
area, so that the electroactivity and the rate capacity of the
electrode can be improved. The coating/hybridizing metal
oxide with conducting carbon, for example, amorphous carbon
shell, carbon nanotubes (CNTs), or graphene sheets can
improve the surface electronic conductivity and the electric
contact between electrode materials and conducting agents,
and, in turn, leads to an improvement of LIBs. Conventional
surface carbon-coating approach includes pyrolysis of sugar,*
and polymer*** etc. However, these methods need high
temperature treatment or involve complex processes and/or
equipment. Moreover, most of the previous efforts have been
paid to tune the crystallinity, thickness and uniformity of the
carbon-coating. There are few reports on tuning the
composition of the carbon-coating and studying the carbon-
coating composition-dependent performances of electrode
materials to optimize the electrochemical performance of LIBs.
This work reports the synthesis of the nitrogen-doped (N-
doped) carbon-coated nickel oxide nanocrystals (denoted as
N—C—NiO NCs) with the tunable N/C atomic ratios using the
nitrogen-containing ionic liquids (ILs) as new carbon
precursor, and the N-doped carbon layer composition-depend-
ent performances of N—C—NiO NCs anode in LIBs. We used
NiO as a model system because it is one of the most promising
anode materials with high safety, environmental benignity, low
cost, and outstanding theoretical capacity of 718 mAh g~1.3**
The use of N-containing ILs as carbon precursors has several
advantages.**™>° Compared with conventional solid carbon
precursors, ILs can coat the surface of the materials easily
because of their fluidic properties. The pyrolysis of ILs with
very low vapor pressure can occur in the wide temperature
range of 400—1000 °C without drastic solvent evaporation.**°
This is favorable for forming a thin uniform coating layer on
material surface. In addition, the composition of the coating
layer can easily be tuned by selecting ILs containing different
N/C atomic ratios. More importantly, the properties of the
interphase formed between the active substrate and the coating
layer, which is essential for material design and optimization,
can also be easily tuned.*® We first synthesized and
characterized N—C—NiO NCs, and then studied their
improved performances as anode in LIBs. Finally, we compared
the performances of the N—C—NiO NCs anode material at
different N/C atomic ratios in the N-doped carbon coating and
highlighted the carbon coating composition-dependent per-
formances of the N—C—NiO NCs. We believe this work opens
a new and exciting possibility for enhancing the performance of
anode of LIBs, and our method can provide a highly effective
approach that can be readily scaled up for real application.

2. EXPERIMENTAL SECTION

2.1. Synthesis of N—C—NiO NCs. The chemicals we used were
analytical grade and purchased from Shanghai Chemical Reagent Co.
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Ltd. (Shanghai, China). EMImBF, (99%), BMImBF, (99%), and
HMImBF, (99%) were from Sigma-Aldrich and used as received.

The Ni(HCO,), precursors were prepared from Ni** ions in
ethylene glycol (EG) by solvothermal method. NiCl,-6H,0 (~0.9 g)
was dissolved into 20 mL of EG containing 1.2 g of CH;COONa and
1.2 g of urea.®>" The solution was stirred under 250 rpm for 5 h at an
ambient temperature. After complete dissolution, the solution was
transferred into a Teflon-lined autoclave (40 mL) with autoclave
capacity of less than 80%. After it was sealed, the autoclave was heated
to 180 °C and maintained at this temperature for 22 h, and then
allowed to naturally cool to an ambient temperature. Ni(HCO;),
precursors were collected by centrifugation at 10 000 rpm for 15 min,
washed with ethanol and deionized water for at least three times, and
dried overnight at 80 °C.

For synthesizing the N—C—NiO NCs, we ultrasonically dispersed
the Ni(HCO;), precursors (0.03 g) into S mL of EMImBF, for ~10
min. Then, the mixture was transferred into a Teflon-lined autoclave
(20 mL). The autoclave was heated to 180 °C and maintained at the
temperature for 4 h. After the autoclave was cooled naturally to an
ambient temperature, the EMImBF,-coated Ni(HCO,), nanostruc-
tures were collected by centrifugation at 10000 rpm, washed with
ethanol and deionized water for three times, and dried overnight at 60
°C under vacuum. The N—C—NiO NCs were obtained by calcination
of the EMImBF,-coated Ni(HCO3), nanostructures at 350 °C under
Ar atmosphere for 3 h and then at ~280 °C in air for 2 h.

With the use of similar procedures, the BM—N—C—NiO NCs and
HM~-N-C-NiO NCs were also synthesized by replacing the
EMImBF, with BMImBF, and HMImBEF,, respectively. The pristine
NiO nanoparticles (NiO NPs, without coating with carbon layer) were
prepared by calcining the Ni(HCO,), precursor (without coating with
ILs) using the similar procedures as depicted above.

2.2. Instruments. Scanning electron microscopic (SEM) images
were recorded using a JSM-7600F field-emitting scanning electron
microscope. The transmission electron microscopic (TEM) and high-
resolution TEM (HRTEM) images were carried out on a JEM—2100F
transmission electron microscope. X—ray diffraction (XRD) patterns
were measured using Rigaku/Max-3A X-ray diffractometer with Cu Ka
radiation (4 = 0.15418 nm). X-ray photoelectron spectroscopy (XPS)
was recorded on an ESCALAB 250 XPS spectrometer (VG Scientifics)
using the monochromatic Al Ko line at 1486.6 eV. The binding
energies were calibrated with respect to the C (1s) peak at 284.6 eV.
The peak was analyzed based on curve-fitting with a mixed Gaussian—
Lorentzian line shape using the XPS PEAK program (version 4.0). The
thermogravimetric analysis (TGA) was carried out on a PerkinElmer
Diamond instrument in air at a ramping rate of 2 °C min™".

2.3. Electrochemical Measurements. The electrochemical
performance of the N—C—NiO NCs as an anode for LIBs was
evaluated in coin-type half cells (202S-type) at an ambient
temperature. The half cells were assembled in the high-purity argon-
filled glovebox (IL-2GB, Innovative Technology) with the synthesized
N—C—NiO NCs as the working electrode materials. The working
electrodes were prepared by dispersing the synthesized products (80
wt %), acetylene carbon black (Super-P, 10 wt %), and poly(vinylidene
fluoride) binder (PVDF, 10 wt %) in N-methyl-2-pyrrolidone (NMP)
solvent to form a slurry. The slurry was then pasted onto a Cu foam
current collector and was dried at 120 °C for 12 h under vacuum. Thin
Li foil was employed as the counter electrode, and a polypropylene
membrane (Celgard 2400) was used the separator. The electrolyte
solution was 1 M LiPF dissolved in a mixture of ethylene carbonate
(EC) and dimethyl carbonate (DMC) with a volume ratio of 1:1.
Cyclic voltammograms (CVs) and electrochemical impedance spec-
troscopy (EIS) were measured on a using an Autolab PGSTAT302N
electrochemical station (Metrohm) at ambient temperature. CVs were
recorded in the potential range of 0—3.0 V (vs Li*/Li redox couple) at
a potential scan rate of 0.1 mV s™', and EIS was measured over the
frequency range from 100 kHz to 0.01 Hz. The galvanostatic charge—
discharge measurements were conducted on LAND battery test
system (CT2001A) at different current densities between cutoff
potentials of 0—3 V (vs Li*/Li redox couple). The discharge and
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charge capacities were calculated based on the total mass of NiO NCs
and N-doped carbon layer in the materials.

3. RESULTS AND DISCUSSION

3.1. Synthesis of the N—C—NiO NCs. To synthesize the
N—C—-NiO NCs, we first prepared the Ni(HCOs;), precursors
from Ni*" ions in urea-contained ethylene glycol (EG) solution
by solvothermal method at 180 °C. The formation Jprocess of
Ni(HCO;), precursors can be depicted as follows:®

CO(NH,), + 3H,0 — 2NH,-H,0 + CO, (1)
NH,-H,0 - NH," + OH"~ (2)
CO, + 20H™ - CO,’” + H,0 3)
CO,*” + H,0 + CO, — 2HCO;~ )
Ni** + 2HCO,” — Ni(HCO;), (s)

When the urea-contained EG solution is heated to 180 °C,
urea undergoes hydrolysis and releases CO, and OH™ ions
through reactions 1 and 2. The generated CO, will be
transformed into CO5>” ions according to reaction 3. When the
concentration of urea is high (1 M in this work), the large
amount of CO, produced from reaction 1 would further react
with CO,*” ions to form HCO,™ ions, which then react with
Ni** to generate Ni(HCO;), precursor (reaction S). As the
reaction proceeds, the concentration of Ni(HCOs;), in the
solution will reach saturation, forming Ni(HCOs;), crystal
nuclei and subsequently growing into nanostructures (please
refer to Figure S1 for the detailed characterization of the
prepared Ni(HCO,), precursors).

After the precursors were coated with EMImBF, (1-ethyl-3-
methylimidazolium tetrafluoroborate) at 180 °C for 4 h, they
were calcined at 350 °C under Ar atmosphere for 3 h and then
at ~280 °C in air for 2 h to obtain the EM—N—C—NiO NCs
(to distinguish the N—C—NiO NCs prepared using different
ILs, we denoted them as EM—N—C—NiO NCs, BM—N—-C—
NiO NCs, and HM—N—-C—NiO NCs for the N—C—NiO NCs
prepared using EMImBF,, BMImBF, (1-butyl-3-methylimida-
zolium tetrafluoroborate), and HMImBF, (1-hexyl-3-methyl-
imidazolium tetrafluoroborate), respectively). XRD patterns of
the EM—N—C—NiO NCs depicted in Figure 1A (curve a)
show that all of the diffraction peaks are the same as those for
pristine NiO nanoparticles (curve b. For comparison, we
prepared NiO nanoparticles (NiO NPs) with the size of ~20
nm (Figure S2) by calcining the Ni(HCO;), precursor
(without coating with ILs) using the similar procedures as
those for EM—N—C—NiO NCs). These characteristic peaks
((111), (200), (220), (311), and (222)) can be indexed to
cubic NiO (JCPDS No. 071-1179). The diffraction peaks are
sharp, implying high crystalline of the NiO NCs. However, the
(002) diffraction peak of carbonaceous materials typically
located at ~25°* is not observed in patterns of EM—N—C—
NiO NCs (curve a, Figure 1A). This is probably due to the low
content of carbon layer in the synthetic materials (~10.7% in
weight, please refer to the discussion presented below) and the
diffraction of carbon layer is quite weaker as compared to the
well-crystalline NiO NCs. To confirm the presence of N-doped
carbon layer, Raman spectra of the EM—N—C—NiO NCs were
recorded. We found the characteristic Raman peaks of NiO
(~482 cm™'. The Raman spectrum of pristine NiO NPs is
depicted in curve b in Figure 1B) and characteristic peaks of
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Figure 1. XRD patterns (A), Raman (B), TGA curve (C), and XPS
survey spectra (D) of the EM—N—C—NiO NCs (curve a) and pristine
NiO NPs (curve b). (E and F) High-resolution XPS spectra of N 1s
(E) and C 1s (F), and their related curve-fitted components. The black
line represents the measured data, and the red line represents the
curve-fitted data.

carbonaceous materials at ~1592 cm™ (G-band, originating
from the in-plane stretch vibration of carbon atoms) and 1356
cm™' (D-band, originating from the breathing-vibration of
carbon atoms) (curve a, Figure 1B), confirming the existence of
carbon in the prepared materials. The content of N-doped
carbon was determined by TGA measurements, which show
the product consisting ~10.7% N-doped carbon and ~89.3%
NiO in weight (Figure 1C).

We used XPS to characterize the detailed information about
the elemental compositions of N-doped carbon layer. The
survey scan spectrum for EM—N—C—NiO NCs shows C 1s (at
~284.6 eV), N 1s (at ~399.0 eV), O 1s (at ~531.9 eV), and Ni
2p peaks (at ~855.1 eV) with the N/C atomic ratio of ~21.2%,
which is estimated from N 1s and C 1s peaks (curve a in Figure
1D). However, XPS survey spectra of pristine NiO NPs only
shows the presence of C 1s, O 1s, and Ni 2p peaks, the N 1s
signal is too low to be certainly detected (curve b in Figure
1D). These results suggest the presence of N in the coating
layer. Deconvoluting N 1s peak can provide more detailed
information on nitrogen functional groups. It is widely
established that incorporation of nitrogen atoms into carbon
materials can result to the formation of different kinds of
nitrogen functionalities such as pyrrolic, pyridinic, and nitrile
groups®** etc. The nitrogen atom can also substitute for a
carbon atom forming substitutional or graphitic nitrogen. The
existence of these functionalities depends on the experimental
conditions. For the EM—N—C—NiO NCs, the N peak can be
deconvoluted into three peaks (Figure 1E): the peaks at
binding energies of 398.6, 400.6, and 402.0 eV, which can be
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ascribed to C—N, C=N, and N—O bonds,>* respectively. The
nitrogen atomic compositions of C—N, C=N, and N-O are
~57.4%, 35.4%, and 7.2%, respectively (note that we cannot
exclude the possibility of the existence of the C = N bond,
because its binding energy is very close to that of the C—N
bond). These results indicates different configurations of
nitrogen in N-doped carbon layer: pyridine-like nitrogen with
a C—N bond together with a C=N bond, graphite-like
nitrogen with three C—N bonds, and oxidized nitrogen with
two C—N bonds and a N—O bond.

The carbon functionalities and their distribution in the N-
doped carbon layer are also identified by deconvoluting the C
1s peak into its relative components (Figure 1F). Two main
peaks at ~284.6 and 286.8 eV are ascribed to C—C and C-O
(includes epoxide and hydroxyl) bonds, respectively. The peaks
at ~287.7 and 289.6 eV are assigned to C=0 and O—C=0,
respectively. In addition, the C—N peak (~285.8 €V),** and
C=N (~2882 €V)* can be certainly identified, further
demonstrating the formation of the N-doped carbon layer on
the surface of NiO NCs.

The morphologies and structures of the EM—N—C—NiO
NCs were observed from TEM and SEM. High-magnification
TEM image shows a nearly uniform size distribution of NiO
NCs with an average size of ~10—15 nm (Figure 2A). The NiO

0.21 . nm
5 nm

0.21 nm

Figure 2. TEM (4, C, and D), HRTEM (B), and SEM images (E and
F) of the prepared EM—N—C—NiO NCs. The inset in (C) shows the
SAED pattern of NiO NCs. The EM—N—C—NiO NCs are assembled
to form hollow structured cluster networks with sizes of ~250—300
nm.

NCs are coated with a layer of N-doped carbon. The high-
resolution TEM (HRTEM) image of single NiO NC (Figure
2B) identifies the lattice spacing of 0.24 and 0.21 nm, which
correspond to the interspaces of the (111) and (200),%
respectively, planes of NiO. HRTEM image also indicates the
amorphous nature of the N-doped carbon layer (Figure 2B).
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The elected area electron diffraction (SAED) pattern (inset in
Figure 2C) shows concentric rings composed of bright discrete
diffraction spots, indicating that the NiO NCs have a high
degree of crystallinity. These NiO NCs are typically assembled
to form cluster networks with sizes of ~250—300 nm (Figure
2C). The formed clusters have a hollow structure (Figure 2C,
D), which is clearly revealed by the contrast between the shells
and hollow interiors (Figure 2D). The thickness of the shell is
about 20 nm. The hollow nature of the clusters can also be
demonstrated by some broken clusters, as observed in SEM
image (Figure 2E). Another feature of the formed clusters is
that their surfaces are rough and consist of many nanoparticles
with a size of ~10 nm as revealed by the high-magnification
SEM image (Figure 2F). These characteristics make the EM—
N—-C—NiO NCs be good anode materials in LIBs because the
small size of the NiO NCs can reduce the traveling path for
electrons and Li" ions, facilitating Li* ion exchange across the
interfaces. The N-doped carbon coating and the assembled
hollow structures of the cluster can tolerate the large volume
change in the electrodes during the course of extraction and
insertion of Li* ions. These features result in the enhancement
of the kinetics and the improvement of structural stability of the
materials for lithium storage.

The morphologies of the EM—N-C—-NiO NCs is
significantly affected by the time of the heat treatment of the
Ni(HCO;), precursors in EMImBF,. When the precursors are
treated in EMImBE, for 3—4 h at 180 °C and then calcined at
350 °C for 3 h under Ar atmosphere, we obtain the hollow-
structured clusters, which are generated by the assembly of the
NiO NCs (Figure S3B, C). When the heat treatment time in
EMImBEF, is less than 3 h (for example 2 h), we cannot obtain
hollow-structured clusters. Instead, the solid clusters are
produced as observed from TEM images (Figure S3A).
However, long time treatment of the precursors in EMImBF,
(for example S h) causes the complete breakage of the clusters
(Figure S3D). Therefore, the heat treatment of the Ni(HCO;),
in EMImBE, for 3—4 h can ensure the formation of the hollow-
structured cluster under our experimental conditions. We also
studied the effects of heat treatment temperature of Ni-
(HCOs), precursors in EMImBF, on the morphologies of the
products. We obtain the hollow-structured assembly of the
EM—N—-C—-NiO NCs when we change the heat treatment
temperature in the range of 120—200 °C (Figure S4), implying
the treated temperature has a negligible effect on the
morphologies of the products in our experimental temperature
range.

The compositions (refer to N/C atomic ratios) of the N-
doped carbon layer on NiO NC s surface can be tuned by heat
treatment of the Ni(HCO;), precursors in different ILs. We
obtained the BM—N—-C—NiO NCs and HM—-N-C-NiO
NCs by treating the precursors in BMImBF, and HMImBE,,
respectively. The presence of the N-doped carbon layer is
verified by XPS (Figure 3A), Raman spectra (Figure 3B), and
the observation from high-magnification TEM images (Figure
SSA and S6A). Similar to the case of EM—N—C—NiO NCs,
XRD patterns show that the prepared NiO NCs have cubic
structures (Figure S7A), which are further verified by HRTEM
images because the lattice spacing of 0.24 and 0.21 nm,
corresponding to the interspaces of (111) and (200),
respectively, planes of the cubic NiO, is clearly observed
(Figure SSB and S6B). The NiO NCs also assemble to the
hollow-structured clusters with a size of ~250—300 nm
(Figures SSC,D and S6C,D). The TGA measurements show
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Figure 3. XPS survey spectra (A) and Raman spectra (B) of BM—N—
C—NiO NCs (curve a) and HM—N—C—NiO NCs (curve b). (C and
D) High-resolution XPS spectra of N 1s and their related curve-fitted
components for BM—N—C—NiO NCs (C) and HM—N—C-NiO
NCs (D). The black line is the measured data, and the red line is the
curve-fitted data.

the content of the N-doped carbon is ~13.4 and 11.6% (by
weight) in BM—N—C—NiO NCs and HM—N—-C-NiO NCs,
respectively (Figure S7B).

XPS shows that the N/C atomic ratios in the N-doped
carbon layer are ~12.5 and 8.4% for BM—N—C—NiO NCs and
HM—-N-C—NiO NCs, respectively. Deconvoluting the N peak
shows that the surface nitrogen contains C—N, C=N, and N—
O components in both the BM—N—C—NiO NCs and HM—
N—C—NiO NCs, in good agreement with the EM—N—C—NiO
NCs. The atomic compositions of C—N, C=N, and N-O
components are ~46.5%, 44.4%, and 9.1%, respectively, for
BM—N-C-NiO NCs (Figure 3C). These values change to
~50.4%, 38.5%, and 11.1% in HM—N—-C—NiO NCs (Figure
3D). We also analyze the carbon functionalities and their
distribution in the N-doped carbon layer, which shows the
presence of C—C, C—0O, C=0, O—C=0, C-N, and C=N
components (Figure S8A,B). These results demonstrate that we
can synthesize the N—C—NiO NCs with tunable N/C atomic
ratios in the N-doped carbon coating by simply selecting
different ILs.

3.2. Electrochemical Performances of the EM—N—C—
NiO NCs. Having characterized the N—C—NiO NCs, we study
the electrochemical performances of these prepared materials in
LIBs in coin-type half cells (2025-type) at an ambient
temperature. We first present the electrochemical performances
of the EM—N—C—NiO NCs. For comparison, electrodes made
of pristine NiO NPs were also measured under the same
conditions. CV of the EM—N—-C—NiO NCs exhibits two
cathodic peaks (~0.77 and 0.12 V) and two anodic peaks
(~1.73 and 2.41 V) in the first potential scanning cycle (Figure
4A). These peaks are typical indications of the initial reduction
of NiO to Nij, and the electrochemical formation of Li,O and a
surface electrolyte interphase (SEI) layer, which results in
irreversible capacity loss. The cathodic peak at ~0.77 V
corresponds to the structure transition induced by lithium
intercalation into crystalline NiO NCs (NiO + xLi* + xe™ —
Li,NiO), and the peak at ~0.12 V is attributed to the reduction
of Li,NiO to Ni(0) with the formation of Li,O (LiNiO + (2—
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Figure 4. Typical CV responses of the EM—N—C—NiO NCs (A) and
pristine NiO NPs (B) in a voltage range of 0—3 V (vs Li*/Li) at a
potential scan rate of 0.1 mV s™". (C and D) Voltage profiles of the
first and second discharge—charge cycles for the EM—N—C—NiO
NCs (C) and pristine NiO NPs (D) at a current rate of 0.3 C (~200
mA g"). (E) Capacity retention (a and b) and Coulombic efficiency
(c and d) at a current rate of 0.3 C for the EM—N—C—NiO NCs (b
and d) and pristine NiO NPs (a and c). (F) Rate capability of the
EM—N-C-NiO NCs (b) and pristine NiO NPs (a) at different
current rates (0.3—10 C).

x)Li* + (2—x)e” — Li,O + Ni).* Two anodic peaks at ~1.73
and 2.41 V correspond to the partial decomposition of the SEI
and Li,O accompanying with the oxidation of metallic Nij,
respectively, leading to the reformation of NiO. In the
subsequent cycles, redox reactions of lithium ions insertion/
extraction are highly reversible, where the cathodic lithium
insertion occurs at ~0.82 V and the anodic lithium extraction
occurs at ~2.41 V (Figure 4A). These characteristics are similar
to those of the pristine NiO NPs (Figure 4B).

Lithium storage properties of EM—N—C—NiO NCs were
evaluated by galvanostatic discharge—charge cycling. The first
and second discharge—charge curves of the EM—N—C—NiO
NCs and pristine NiO NPs at a current rate of 0.3 C (~200 mA
g~') are presented in Figure 4, panels C and D, respectively. A
voltage plateau appears at ~0.76 V during the first discharge
process for the EM—N—C—NiO NCs (Figure 4C), which is in
good agreement with the CV results. The initial discharge and
charge capacities are ~1205 and 952 mAh g™, respectively.
This values are much higher than the theoretical one (718 mAh
g™!), which is mainly attributed to the SEI film formation®®*’
and additional storage of Li" ions in the defects®®™? (Figure 2B)
or the pores of the hollow-structured clusters formed by
assembly of NiO NCs (Figure 2E, F). Indeed, we can see the
presence of crystal defects in NiO NCs from the HRTEM
image in Figure 2B. Although the first discharge capacity of the
EM—N—-C—-NiO NCs is slightly lower than that of pristine
NiO NPs, which deliver specific capacities of ~1232 and 838
mAh g~' in the first discharge and charge process, respectively
(Figure 4D), its Coulombic efficiency (~79%) is higher than
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Figure S. (A) Electrochemical impedance spectra of the electrode (EM—N—C—NiO NCs) at Oth (a), Sth (b), and S0th (c) discharge—charge cycle
(at current rate of 0.3 C) in a coin half cell over the frequency range from 100 kHz to 0.01 Hz. (B and C) Low-magnification TEM (B) and HRTEM
images (C) of the EM—N—C—NiO NCs after SO discharge—charge cycles at a current rate of 0.3 C. The inset in (B) shows the SAED pattern of the

NiO NCs.

that of pristine NiO NPs (~68%), indicating that the
discharge—charge kinetics of the EM—N—-C—NiO NCs is
improved by coating the N-doped carbon layer. The fast
kinetics of the EM—N—C—NiO NCs are due to the small size
of the NiO NCs and the unique hollow-structured cluster
networks, which shortens the diffusion path for both electrons
and Li* ions. Moreover, the intimate interaction between the
highly conductive N-doped carbon layer and the NiO NCs
makes the EM—N—-C—NiO NCs electrochemically active
because the charge carriers can be effectively and rapidly
conducted back and forth between the NiO NCs and the
current collector through the highly conducting N-doped
carbon layer. The Coulombic efficiency of the EM—N—C—NiO
NCs approaches 100% in the following cycle (Figure 4C),
implying a facile lithium ions insertion—extraction associated
with efficient transport of ions and electrons in the materials
due to the higher surface electronic conductivity of the N-
doped carbon layer.

The discharge—charge stability of the EM—N—C—NiO NCs
was estimated and compared with that of pristine NiO NPs.
The discharge capacity of the EM—N—C-NiO NCs is ~784
mAh ¢! at the second discharge—charge cycle, and then
saturates to ~710 mAh g~ (almost the same as the theoretical
capacity of NiO (718 mAh g™')) at the third discharge—charge
cycle, and maintains at this reversible value at least up to the
S0th cycle (curve b, Figure 4E). However, the discharge
capacity of the pristine NiO NPs decreases significantly with
the increasing of the discharge—charge cycles and is ~80 mAh
g~! after S0 cycles (curve a, Figure 4E), which is ~9 times lower
than that of the EM—N—-C—-NiO NCs. The Coulombic
efficiencies of the EM—N—C—NiO NCs are stable and remain
~98—99% (curve d, Figure 4E), while the pristine NiO NPs
shows obviously lower Coulombic efficiencies in the fifth—20th
cycles (curve c, Figure 4E). The superior cycling performance
of the EM—N—-C—NiO NCs should be due to that the
presence of N-doped carbon coating on the surface of NiO
NCs because the N-doped carbon layer with higher
conductivity can not only buffer the volume change but also
prevent the aggregation of the active materials upon cycling. In
contrast, the large volume change, poor electronic conductivity,
and aggregation of NiO NPs during the charge—discharge
cycles can lead to the inferior cycling performance of pristine
NiO NPs.

The high-rate capability of the EM—N—C—NiO NCs was
also studied to examine its feasibility for future battery
applications, such as in electric vehicles that require high
power density during operation. The discharge capacities were
measured from current rate of 0.3 to 10 C for five cycles at each
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current rate. The discharge capacities of the pristine NiO NPs
decrease rapidly with the increasing of the current rates (curve
a, Figure 4F). Although the discharge capacities of the EM—N—
C—NiO NCs also decease with the increasing of the discharge
current rates (curve b, Figure 4F), their capacities are higher
than those of the pristine NiO NPs at every discharge current
rate. For example, the EM—N—C—NiO NCs is still able to
deliver a discharge capacity of ~430 mAh g' at a current
density of 10 C, which is much higher than the pristine NiO
NPs (~100 mAh g™'), indicative of good capacity retention of
the EM—N—C—NiO NCs at a high current rate. Moreover, the
reversible capacity of the EM—N—C—NiO NCs is retained
upon cycling at all rates tested. A capacity of ~695 mAh g™' ata
current rate of 0.3 C is retained after 50 discharge—charge
cycles at various current rates (curve b, Figure 4F), indicating
good cycling stability.

The high rate capacity and good cycling stability of the EM—
N—C—NiO NCs are also due to the small size of the NiO NCs
and the unique hollow-structured cluster networks, which
shortens the diffusion path for both electrons and Li* ions,
ensures a high electrode—electrolyte contact area, offers more
active sites for electrochemical reactions, and effectively handles
the volume change during discharge—charge processes. In
addition, the highly conductive N-doped carbon layer makes
the EM—N—C—NiO NCs electrochemically active because the
charge carriers can be effectively and rapidly conducted back
and forth between the NiO NCs and the current collector
during the intercalation-extraction processes of lithium ions.

To understand the interfacial behavior of the EM—N—C—
NiO NCs during the cycling processes, electrochemical
impedance spectroscopy (EIS) was recorded at the different
discharge—charge cycles (at the zeroth, fifth, and SOth cycle).
The Nyquist plots for the electrode at the zeroth, fifth, and S0th
cycle show similar intercepts (~8 €, curves a—c, Figure SA)
with the real impedance axis (Z' axis). This resistance
represents ohmic resistance from the contact, electrode, and
electrolyte.* This value is about half of that for the pristine
NiO NPs (~17 €, Figure S9), indicative of the high surface
electronic conductivity of the N-doped carbon layer. With
frequency decreases, the Nyquist plot exhibits a semicircle
corresponding to the charge transfer resistance of the
electrochemical process. Before discharge—charge cycle (fresh
electrode), the EM—N—C—NiO NCs electrode shows a
smaller diameter of the semicircle (~6S Q, curve a, Figure
SA) than the pristine NiO NPs (~160 €, Figure S9),
suggesting that the EM—N—C—NiO NCs possess smaller
charge transfer resistance and therefore a facile lithium ions
insertion/extraction. The charge transfer resistance increases to
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be ~170 Q after S cycles (curve b, Figure SA), which is caused
by the formation of SEL** The charge transfer resistance,
however, decreases to be ~130 € after 50 discharge—charge
cycles (curve ¢, Figure SA), implying that the electron
conduction and ion diffusion pathways in the material are not
affected by forming SEI during cycling. This nature is
supported by the fact that the electrode can still retain high
capacities after SO discharge—charge cycles (Figure 4E). This
feature has been seldom achieved using traditional electrode
structure for transition metal oxide anodes.

The slope in the low-frequency region after the semicircle
reflects the diffusion resistance of the electrolyte ions into the
electrode material.®" After 5 discharge—charge cycles, the slope
at the low-frequency region is decreased (curves a and b, Figure
SA), indicating an increased diffusion resistance, which is also
caused by the formation of SEI layer. However, the slope shows
a similar feature to the fresh electrode after S0 cycles (curve c,
Figure SA), suggesting that facile lithium diffusion channels can
be produced during the reversible insertion/extraction
processes.

After the S50 discharge—charge cycles, the morphology and
structure of the EM—N—C—NiO NCs were examined by TEM
and compared with that before cycling (Figure SB,C). It reveals
that the EM—N—C—NiO NCs almost retain their original
morphologies, demonstrating the long-term stability of the
prepared materials as anode in LIBs. The NiO NCs are
embedded in the N-doped carbon layer (Figure SB), which can
provide space for buffering volume changes upon cycling. In
particular, the aggregation of the NiO NCs is avoided under the
protection of the N-doped carbon layer. HRTEM image shows
the lattice spacing of 0.24 and 0.21 nm for interspaces of (111)
and (200), respectively (Figure SC), which are the same as
those for NiO NCs before discharge—charge cycling (Figure
2B). The corresponding SAED pattern shows concentric rings
composed of bright discrete diffraction spots (Figure SD),
indicating that the electrode material still remains the high
degree of crystallinity after 50 discharge—charge cycles. These
features suggest a highly reversible conversion reaction of the
prepared material. For transition metal oxides as anode
materials, large volume change and stresses accompanying the
phase transition upon lithium ions intercalation-extraction
usually cause pulverization of the electrode, which leads to
weak contact of the materials and fast decay in capacity upon
cycling. Our prepared EM—N—C—NiO NCs can effectively
avoid the problems of cracking or pulverization and exhibit
long-term stability and integrity upon cycling.

3.3. N/C-Atomic-Ratio-Dependent Performances of
N—C—NiO NCs. We next studied the effects of N/C atomic
ratios of the N-doped carbon layer on the electrochemical
performances of the N—C—NiO NCs. We compared the
discharge—charge stability (at 0.3 C) and the high current rate
capacities of the EM—N—C—NiO NCs, BM—N—C—NiO NCs,
and HM—N—-C-NiO NCs. The N/C ratios in the N-doped
carbon layer are ~21.2, 12.5, and 8.4% (by weight) for EM—
N-C—-NiO NCs, BM—N—-C—-NiO NCs, and HM-N—-C—
NiO NCs, respectively. The initial discharge capacity is almost
independent of the compositions of the N-doped carbon
coating, and is ~1210 mAh g™* for the EM—N—C—NiO NCs,
BM—-N-C-NiO NCs, and HM—N—-C—NiO NCs (Figure 6A.
Note that, for better comparison, the potential profile of
discharge process for the EM—N—C—NiO NCs is also depicted
in Figure 6A; therefore, curve a in Figure 6A is the same as
curve b in Figure 4E). The discharge capacities decrease rapidly
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Figure 6. (A) Capacity retention (curves a—c) and Coulombic
efficiency (curves c—e) at a current rate of 0.3 C for the EM—N—C—
NiO NCs (curves a and d), BM—N—C—NiO NCs (curves b and e),
and HM—N—C—NiO NCs (curves c and f). (B) Rate capability of the
EM—N-C-NiO NCs (curve a), BM—N—C—NiO NCs (curve b),
and HM—N—C—NiO NCs (curve c) at different current rates (0.3—10
Q).

with the increasing of the discharge—charge cycles, and saturate
to a stable value after 3 cycles. The reversible discharge capacity
increases with the increasing of the N/C ratios in the carbon
coating. They are ~710, 690, and 680 mAh g_1 for the EM—
N-C—-NiO NCs, BM—N—-C—-NiO NCs, and HM-N—-C—
NiO NCs, respectively (curves a—c, Figure 6A). However, the
Coulombic efficiencies are almost independent of the N/C
ratios in the N-doped carbon coating and are ~99% for the
EM—-N—-C—NiO NCs, BM—N—-C—NiO NCs, and HM—N—
C—NiO NCs (curves d—f, Figure 6A). The high-rate capability
was also measured from current rate of 0.3 to 10 C for five
cycles at each current rate. The discharge capacities at each
discharge current rate are slightly increased with the order of
the EM—N—-C—NiO NCs, BM—N—C—NiO NCs, and HM—
N—C—-NiO NCs (Figure 6B), implying that capacity retention
of the N—C—NiO NCs at high current rate is enhanced with
increasing of N/C ratios in the N-doped carbon layer.
Moreover, the reversible capacity is retained upon cycling at
all rates tested. A capacity of approximately 690, 670, and 650
mAh g™' at a current rate of 0.3 C is retained for EM—N—C—
NiO NCs, BM—N—C—NiO NCs, and HM—N—-C—-NiO NCs,
respectively, after 50 discharge—charge cycles at various current
rates (Figure 6B), indicating cycling stability is also enhanced
with increasing of the N/C ratios in the N-doped carbon layer.

The high electrochemical performances of the N—C—NiO
NCs at the high N/C atomic ratios in the N-doped carbon
coating may be probably due to the enhancement of the
electronic conductivity of the carbon coating after nitrogen
doping. Our previous results (based on DFT calculations)
indicated that the N atom is quite negative in the N-doped
carbon layer (used graphene as a calculation model), resulting
from the consequence of N atoms having a more electro-
negative and strong electron-accepting ability than carbon.’*®*
Most of the compensating positive charge is distributed on the
adjacent carbon atoms; therefore, the charges of the carbon
atoms adjacent to the doped N atom have significant
enhancement in comparison with those in the case of pure
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carbon. In contrast, the carbon atoms in the undoped carbon
layer are almost neutral except that those carbon atoms at the
edge of the carbon plane having a very weak negative charge.
The doped nitrogen-induced charge enhancement of the
carbon atoms adjacent to the N atom and charge delocalization
could be favorable for the improvement of the electronic
conductivity of the N-doped carbon layer. This improvement
will be further enhanced with the increasing of the N level in
the N-doped carbon layer. Moreover, our previous results
indicated that the doped N atom can also alter the distribution
of electrostatic potential (EP), which expresses the net
electrical effect of the electrons and nuclei of a system on the
surrounding space and is a useful property for analyzing and
predictinsg a wide range of microscopic properties of chemical
systems, - on carbon atoms. The EP distributes uniformly on
the each carbon atom for the undoped carbon system. Nitrogen
doping produces an obvious positive EP region for the carbon
atoms around the doped nitrogen atom. The presence of the
positive EP region can enhance the ability of N-doped carbon
to donate electrons, which is helpful for the intercalation—
extraction process of lithium ions.*

4. CONCLUSIONS

In conclusion, we have synthesized N-doped carbon-coated
NiO nanocrystals (N—C—NiO NCs) with use of the nitrogen-
containing ionic liquids (ILs) as new carbon precursor. The
compositions (N/C ratios) in the N-doped carbon layer can be
easily tuned by selecting different ILs. When evaluated as anode
for LIBs, the synthesized EM—N—C—NiO NCs (with the N/C
ratio of 21.2% in the N-doped carbon layer) show good
electrochemical performance with a high specific capacity
(~710 mAh g™ at a current rate of 0.3 C), a high rate capability
(still delivers a discharge capacity of ~430 mAh g™ at a current
density of 10 C), and good capacity retention upon cycling (the
discharge capacity remains almost unchangeable after S50
discharge—charge cycles at 0.3 C). Moreover, the electro-
chemical performances of the N—C—NiO NCs are enhanced
with increasing of the N/C ratios in the N-doped carbon layer.
These improved electrochemical properties of the N—C—NiO
NCs are primarily attributed to that the presence of N-doped
carbon coating on the surface of NiO NCs, which can
significantly enhance the electronic conductivity, effectively
avoid the problems of cracking or pulverization of the NiO, and
prevent the aggregation of the active materials upon cycling. All
of these properties make this synthesized material a promising
anode material for LIBs. Considering that NiO is cost-effective
and easy production of ILs has been realized, such material
holds great potential for real application. Our approach offers
an effective and convenient technique to improve the specific
capacities and rate capabilities of highly insulating electrode
materials for batteries and may also provide general and
effective approach toward the synthesis of other metal oxides
coated with N-doped carbon layer.
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The detailed characterization (including XRD, TGA, XPS,
SEM, and TEM) of Ni(HCO;), precursor, BM—N—C—NiO
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