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N-doped catalytic graphitized 
hard carbon for high-performance 
lithium/sodium-ion batteries
Ning Wang1, Qinglei Liu1, Boya Sun1, Jiajun Gu1, Boxuan Yu2, Wang Zhang1 & Di Zhang   1

Hard carbon attracts wide attentions as the anode for high-energy rechargeable batteries due to its 
low cost and high theoretical capacities. However, the intrinsically disordered microstructure gives 
it poor electrical conductivity and unsatisfactory rate performance. Here we report a facile synthesis 
of N-doped graphitized hard carbon via a simple carbonization and activation of a urea-soaked self-
crosslinked Co-alginate for the high-performance anode of lithium/sodium-ion batteries. Owing to the 
catalytic graphitization of Co and the introduction of nitrogen-functional groups, the hard carbon shows 
structural merits of ordered expanded graphitic layers, hierarchical porous channels, and large surface 
area. Applying in the anode of lithium/sodium-ion batteries, the large surface area and the existence of 
nitrogen functional groups can improve the specific capacity by surface adsorption and faradic reaction, 
while the hierarchical porous channels and expanded graphitic layers can provide facilitate pathways 
for electrolyte and improve the rate performance. In this way, our hard carbon provides its feasibility to 
serve as an advanced anode material for high-energy rechargeable lithium/sodium-ion batteries.

In the past two decades, lithium-ion batteries (LIBs) have occupied the main market of energy storage devices 
owing to their light weight, high energy density and long cycle life1–5. However, with the explosive growing mar-
ket of portable electronics and electrical vehicles, the scarcity and maldistribution of lithium resources make 
the future of LIBs full of challenges. Sodium-ion batteries (SIBs), as an alternative for LIBs, have attracted much 
attention recently, due to the low cost and earth abundance of sodium resources6–14. Being in the same main 
group, sodium owns similar electrochemical properties compared to lithium, only with its radius a little larger 
than lithium (1.02 nm for Na+ vs. 0.76 nm for Li+)15. Therefore, it is meaningful to develop advanced electrode 
materials available for both LIBs and SIBs.

Graphitic carbon, now commonly used as the anode of commercial LIBs, using its long range ordered gra-
phitic layers to store lithium (theoretical capacity 372 mAh g−1), cannot supply enough energy for electric vehi-
cles10,16,17. One proposed solution is hard carbon, usually synthesized by pyrolysis of polymers. Hard carbon 
consists mainly of single graphene layers randomly packed in a disordered arrangement18–24. This structure usu-
ally provides not only broad parallel carbon layers but also numerous nanopores for Li+/Na+ intercalation, thus 
giving larger specific capacities25–27. However, the highly disordered structure of hard carbon bear defects of 
low conductivity and poor electrochemical stability, which lead to poor rate performance and cyclic stability10. 
Pervious works mainly focused on introducing a graphitic component16,28 or creating a more ordered graphene 
morphology29,30, but the product still retained its disordered structure.

In this work, we present a facile solution to improve the electrochemical performance of hard carbon by an 
in-suit catalytic graphitization and N-doping method. By simple carbonization and activation of a urea soaked 
self-crosslinked catalytical metal-alginate, we successfully synthesized a N-doped graphitized hard carbon 
(N-GHC). The obtained N-GHC owns merits of ordered broad interlayer distance (0.36 nm), hierarchical porous 
channels, large surface area (1008 m2 g−1), as well as abundant nitrogen and oxygen functional groups. When 
applied in the anode of LIBs and SIBs, the large surface area and abundant nitrogen and oxygen functional groups 
can help generate high lithium and sodium storage capacity through surface adsorption and faradic reaction31–36, 
while the expanded graphitic layers and hierarchical porous channels can accelerate the transportation of electro-
lyte and improve the rate performance.
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Results and Discussion
Microstructure of the N-GHC.  The N-GHC was synthesized by carbonization and activation of a urea-
soaked catalytical metal-alginate precursor. The natural polymer alginate can self-crosslink with multivalent 
metal ions including the catalytical metal ions like Co2+, Ni2+, Fe3+, etc. to form the uniform metal-alginate 
gels37. Among the various catalytical metal ions, the divalent Co2+ with strong crosslinking nature with alginate 
and relatively high catalytical graphitization effect was chosen as a represent. Briefly, sodium alginate solutions 
were added into a Co(NO3)2 solution to crosslink with Co2+ and make the Co-alginate. Then the Co-alginate 
was freeze-dried and immersed into a urea solution. After drying and carbonization, a N-Co/C composite was 
obtained. Then the N-Co/C was activated by KOH and washed with HCl to remove the Co catalyst and get the 
final N-GHC.

Figure 1 shows the TEM images of the as-prepared N-Co/C and N-GHC samples. During carbonization, the 
Co2+ in the urea-Co-alginate turned into dense Co particles with diameter of 5–10 nm, while the organic chains 
turned into carbon matrix. Due to the catalytic graphitization of Co, the carbon texture near Co particles was 
rearranged into ordered graphitic layers38–40, as seen in Fig. 1a–c. These Co particles were tightly protected by 
the ordered graphitic layers and cannot be removed by simply acid washing (Figs S1 and S2). To remove the Co 
particles and get the N-GHC, an activation of KOH and further acid washing of HCl were employed. The results 
shown that all the Co particles were moved away, only leaving the hollow graphitized carbon layers, as seen in 
Figs 1d–f and S3. These graphitized carbon layers are about 5–10 layers in thickness, and the interlayer distance 
is 0.36 nm. Unlike the smooth graphitic layers in graphite, the graphitized carbon layers in our sample are wrin-
kled due to the activation of KOH. KOH activation also broaden the interlayer distance and bring in porous 
channels in between the graphitic layers34, which may facilitate Li+/Na+ diffusion and storage. Furthermore, the 
bright-field scanning transmission electron microscopy (STEM) image (Fig. 1g) and corresponding elemental 
mapping (Fig. 1h–j) of the N-GHC show that oxygen and nitrogen heteroatoms are uniformly distributed in 
the carbon material. The existence of these heteroatoms may contribute to the Li+/Na+ storage capacity through 
faradic reactions.

Figure 2a shows the XRD patterns of the N-Co/C and N-GHC. For N-Co/C sample, the sharp peaks at 44.2, 
51.5, and 75.8° are ascribed to the diffraction of metallic Co, while the peak at 25° corresponds to the (002) 
diffraction of the graphitic layer-to-layer structure. As for N-GHC, the peaks for metallic Co disappeared, only 

Figure 1.  TEM images of the N-Co/C (a–c) and N-GHC (d–f). STEM image (g) and corresponding C- (h), 
O- (i) and N- (j) elemental mapping of the N-GHC.
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leaving two peaks at 25° and 44°, corresponding to the (002) and (101) plane of graphite. Based on the Bragg 
equation (2dsinθ = λ) and the position of (002) peak, the interlayer distance of graphitic carbons is calculated 
to be 0.36 nm24, which is in accordance with the HR-TEM (Fig. 1f). The Raman spectrum of N-GHC in Fig. 2b 
indicates the coexistence of ordered and disordered carbons. The Raman peak at 1583 cm−1 (G-band) corre-
sponds to the sp2 orbital structure of the ordered graphitic layers, while the peak at 1343 cm−1 (D-band) rep-
resents the lattice defects and disordered carbons41,42. The IG/ID value is calculated to be 0.92, representing a 
relatively high degree of graphitization. XPS measurement demonstrates that the weight percentage of C, O, and 
N in our N-GHC are 94.33%, 4.35% and 1.32%, respectively. Figure 2c shows the high resolution XPS spectra of 
C1s and N1s. The C1s peak is fitted into four peaks centered at 284.8, 286.0, 287.5, and 289.2 eV, corresponding 
to the C-C, C-O, C=O, and O-C=O bonds, respectively. The N1s peak of N-HPC is composed of pyridinic N 
(399.9 eV) and N-oxides (401.5 eV). The existence of these O- and N- functional groups can add the wettability 
of the electrode and provide extra faradic capacity43,44. N2 adsorption-desorption measurement indicates that the 
N-GHC owns a hierarchical porous structure (Fig. 2d). In the isotherm, the N2 adsorption in low relative pressure 
is ascribed to micropores, the big hysteretic loop in middle relative pressure corresponds to the capillary conden-
sation of mesopores, while the N2 adsorption over high relative pressure represents the existence of macropores. 
The Brunauer-Emmett-Teller (BET) specific surface area is calculated to be 1008 m2 g−1. The corresponding pore 
size distribution inserted in Fig. 2d exhibits abundant micropores below 2 nm, and large numbers of mesopores 
at 2–50 nm. These small mesopores and micropores were produced by metallic Co removal and KOH activation. 
Such hierarchical porous structure can provide fast transportation channels for electrolyte ions to access into the 
graphitic carbon layers, and give extra capacity through surface adsorption43,45.

For comparison, the N-GHC catalyzed by Ni, Fe and Cu were also synthesized by the same method, donating 
as N-GHC-Ni/Fe/Cu (Figs S4–S10). The N-GHC-Ni also shows mesoporous and highly graphitized nanostruc-
ture like N-GHC-Co (Fig. S4). This is mainly because of the close crosslink ability and catalytic graphitization 
ability of Ni and Co. The N-GHC-Fe exhibits microporous structure with lower degree of graphitization as com-
pared to the N-GHC-Co (Fig. S6). This should be attributed to the weaker catalytical graphitization of Fe3O4. 
As for the Cu catalyst, the N-Cu/C hybrid shows relatively high degree of graphitization, since there are thick 
graphitic carbon layers around the Cu particles in the TEM images (Fig. S8) and obvious (002) peak for graphitic 
carbons in the XRD pattern (Fig. S9). However, after activation with KOH and acid washing with HCl, the Cu cat-
alyst turns into complex mixture of metallic Cu, Cu2O, CuCl and other Cu-containing chemicals, which cannot 
be easily removed. Therefore, using Cu as catalyst to make the N-doped graphitized hard carbon in this method 
remains to be modified for the removal of Cu catalyst.

Figure 2.  Characterizations of the N-GHC. (a) XRD patterns. (b) Raman spectrum. (c) High-resolution XPS 
spectra of the C1s and N1s peak. (d) N2 sorption isotherm and pore size distribution.
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Electrochemical performance of N-GHC in LIBs.  The N-GHC catalyzed by Co was chosen as a repre-
sent to show the electrochemical performance. For the lithium storage performance test, the N-GHC was assem-
bled into Li half-cells and measured in the voltage window of 0.005–3 V. Figure 3a shows the first two and sixth 
CV curves at scan rates of 0.1 mV s−1. In the first cathodic process, the sharp peak near 0.5 V corresponds to the 
irreversible decomposition of electrolyte and formation of solid electrolyte interphase (SEI) film29,46, while the 
higher peak below 0.1 V represents Li+ intercalation into the broad graphitic layers in the N-GHC. In the follow-
ing cycles, the cathodic peak at 0.5 V disappeared, and the sharp Li+ intercalation peak below 0.1 V remains. In 
the anodic process, the broad peak near 0.2 V corresponds to Li+ extraction out of the graphitic carbon layers, 
which is the inverse process of Li+ intercalation. In addition to the Li+ intercalation and extraction peaks below 
0.2 V, the near rectangular CV shape over 0.2–3 V is attributed to the surface adsorption of Li+ by micropores, as 
well as the surface faradic reactions between Li+ and N-, O-functional groups. Figure 3b shows the first two and 
sixth GCD profiles at current density of 50 mA g−1. In the discharge curves, the plateau below 0.1 V corresponds 
to Li+ intercalation into graphitic layers, while the slope above 0.1 V represents Li+ storage by surface adsorption 
and faradic reactions, which are in good accordance with the CV curves.

Figure 3c shows the rate performance of N-GHC with current densities ranging from 50 to 5000 mA g−1. In 
the first cycle at 50 mA g−1, a relatively high discharge capacity of 1797 mAh g−1 is obtained and it quickly drops 
to 831 mAh g−1 in the second cycle. This is mainly caused by the irreversible electrolyte decomposition and SEI 
formation in the first cycle. In the latter cycles, the specific capacity slightly decreases to 710 mAh g−1 in the 
tenth cycle. The specific capacity of the N-GHC at 100, 200, 500, and 1000 mA g−1 are calculated to be 517, 413, 
329, and 256 mAh g−1, respectively. Even at a high current density of 2000 mAh g−1, it still delivers capacity of 
180 mAh g−1. The specific capacity of our N-GHC is higher than most reported literatures, like graphene nano-
sheets (GNS)47, CNT48, GNS/CNT49, GNS/C60

49, potato derived hard carbons50 and pitch modified hard carbon51, 
as listed in Table S1. The high specific capacity and good rate performance is ascribed to the hierarchical porous 
channels, broad interlayer distance, and abundant surface functional groups. The hierarchical porous channels 
can facilitate the transportation of electrolyte ions at high current densities and provide abundant surface area 
for the adsorption of Li+. The broadened interlayer distance of our N-GHC can accelerate the Li+ intercalation in 
between the graphitic layers and improve the specific capacity. The abundant surface functional groups can store 
lithium through faradic reactions. Thus, high specific capacity and good rate performance are obtained. Figure 3d 
shows the cycling performance at 100 mA g−1. After 100 cycles, the capacity remains high value of 389 mAh g−1, 
which is 77% of the tenth cycle (507 mAh g−1). This excellent cycling stability of our N-GHC is mainly ascribed to 
its rational porous transportation channels and physical robust nanostructure.

Figure 3.  Electrochemical performance of N-GHC in LIBs. (a) First two and sixth CV curves at 0.1 mV s−1. (b) 
First two and sixth GCD profiles at 100 mA g−1. (c) Rate performance at various current densities. (d) Cycling 
performance at 100 mA g−1.
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Electrochemical performance of N-GHC in SIBs.  The sodium storage performance of N-GHC was 
tested in sodium half-cells within voltage window of 0.005–3 V. Figure 4a shows the first two and sixth CV curves 
at scan rate of 0.1 mV s−1. In the first cycle, the two cathodic peaks at 1.0 and 0.4 V are ascribed to the electrolyte 
decomposition and SEI formation7,8,52. In the following cycles, the sharp cathodic peaks at 0.1 V and broad anodic 
peaks near 0.2 V correspond to the Na+ intercalation/extraction into/out of the broad graphitic carbon layers, 
which are in similar with those in LIBs. Compared to the CV curves for N-GHC in LIBs, the CV peaks in SIBs are 
broader and weaker. This is related to the larger radius of Na+ than Li+ and the more sluggish Na+ intercalation 
in between the graphitic carbon layers17,53,54. The GCD profiles in Fig. 4b shows smooth slopes without apparent 
plateaus, which matches well with the broad CV peaks.

Figure 4c exhibits the rate performance of N-GHC at various current densities. The specific capacity in the 
first cycle is 1039 mAh g−1 and it quickly drops to 414 mAh g−1 in the second cycle. This is mainly caused by 
the irreversible electrolyte decomposition and SEI film formation in the first cycle, the same with the situation 
in LIBs. In the tenth cycle, a lower but stable specific capacity of 227 mAh g−1 is obtained. The specific capacity 
of the N-GHC in the anode of SIBs at 100, 200, 500, and 1000 mA g−1 are calculated to be 186, 152, 122, and 
104 mAh g−1, respectively. After 70 cycles at various current densities, a high specific capacity of 166 mAh g−1 is 
still recovered in the 71th cycle, as current density turns back to 100 mA g−1. The specific capacity of our N-GHC 
in SIBs is higher than natural graphite55, N-carbon nanofibers56, and is comparable to other reported literatures, 
like expanded graphite57, ion-catalyzed hard carbon10, carbon nanofibers58, defective graphene59 etc. as listed in 
Table S2. The reasonable specific capacities and good rate performance of our N-GHC in SIBs are also attributed 
to the hierarchical porous channels, broad interlayer distance and abundant surface functional groups. Figure 4d 
shows the cycling performance in 100 mA g−1. After 300 cycles, the specific capacity remains 136 mAh g−1, which 
is 76% of the tenth capacity (178 mAh g−1), indicating excellent cycling stability.

Despite of the reasonable specific capacities and good rate performance compared with previous works, the 
specific capacities of N-GHC in SIBs are still much lower than in LIBs in the same current density. Various 
dual-role anode materials have been reported with lower capacity in SIBs than in LIBs10,60, but the reason for this 
remains unclear. To better study the sodium storage and lithium storage processes in the N-GHC based electrode, 
EIS data were measured after six CV cycles in LIBs and SIBs. As shown in the Nyquist plots in Fig. 5, the intersec-
tions in the X-axis at high frequency region represent the electronic connection resistance of cells (Rs), which are 
very close for N-GHC in LIBs and SIBs. The diameter of the semicircles at medium frequency region stand for the 
charge-transfer resistance (Rct) in the interfaces of electrode and electrolyte. The much lower Rct for N-GHC in 
LIBs indicates that the Li+ transfer from electrolyte to the surface of electrode is much easier than Na+. The slope 
of the Nyquist plots at low frequency region corresponds to the diffusive resistance (Zw, Warburg impedance) of 
electrolyte ions inside the electrode. The higher slope for N-GHC in LIBs indicates that Li+ bear less resistance 
during diffusing inside the N-GHC electrode as compared to Na+. Through the EIS analysis, we have found out 

Figure 4.  Electrochemical performance of N-GHC in SIBs. (a) First two and sixth CV curves at 0.1 mV s−1. (b) 
First two and sixth GCD profiles at 50 mA g−1. (c) Rate performance. (d) Cycling performance at 100 mA g−1.
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that compared to Li+, Na+ intercalation in and extraction out from the N-GHC electrode suffers from larger 
charge-transfer impedance and diffusion impedance. This may lead to worse reactive kinetics and lower capacities 
of N-GHC in SIBs than in LIBs.

Conclusions
In conclusion, we have demonstrated a facile synthesis of N-GHC through simple carbonization and activation 
of urea-soaked self-crosslinked Co-alginate. Owing to the catalytic graphitization of Co, activation of KOH, and 
nitrogen functional groups introduction of urea, the obtained N-GHC owns merits of ordered expanded graphitic 
layer structure, hierarchical porous channels, large surface area, and abundant functional groups. Applying in 
the anode of LIBs and SIBs, the large surface area and the existence of nitrogen functional groups can improve 
the specific capacity through surface adsorption and faradic reaction, while the hierarchical porous channels and 
expanded graphitic layers can provide facilitate pathways for electrolyte and improve the rate performance. In this 
way, our hard carbon provides its feasibility to serve as an advanced anode material for high-energy rechargeable 
lithium/sodium-ion batteries.

Methods
Material synthesis.  Sodium alginate was dissolved into deionized water to form a 1.5 wt.% aqueous solution. 
Then 400 mL of the sodium alginate solution was added into 500 mL of 5 wt.% cobalt nitrate solution to obtain the 
Co-alginate hydrogel. Then the Co-alginate hydrogel was frozen by liquid nitrogen and dried in a freeze-dryer for 
24 h. The dried Co-alginate was soaked into a urea solution for 12 h under a weight ratio of mCo-alginate:murea = 1:2. 
The obtained urea-Co-alginate was dried in a blast drier, and then carbonized under N2 atmosphere at 600 °C for 
1 h to obtain N-doped Co/C sample. To remove the metallic Co particles and bring in pores, the N-doped Co/C 
samples were first mixed with KOH with weight ratio of 1:4, and then heated under 750 °C for 1 h in N2 atmos-
phere. The obtained sample was washed with hydrochloric acid to remove Co particles and alkaline substances, 
and then washed with deionized water to obtain to final N-GHC. The N-GHC-Ni, -Fe and -Cu were synthesized 
by the same way as N-GHC-Co, only changing the solution of Co(NO3)2 to Ni(NO3)2, FeCl3 and CuCl2.

Material characterization.  Microstructures of the obtained N-metal/C hybrids and N-GHCs were 
observed by a scanning electron microscope (SEM, FEI Quanta FEM 250) and a transmission electron micro-
scope (TEM, JEOL JEM-2100F). Chemical compositions of the obtained samples were analyzed by X-ray diffrac-
tion (XRD, Rigaku D/Max-2550, Cu-Kα radiation), Raman spectrum (Renishaw Via-reflex spectrometer), and 
X-ray photoelectron spectroscopy (XPS, PHI 5700 ESCA). Pore characteristics of the N-GHC were studied by 
nitrogen adsorption-desorption isotherm on a Quantachrome Autosorb-iQ at 77 K. The corresponding pore size 
distribution of the N-GHC was calculated by the density function theory (DFT) method.

Electrochemical measurements.  Electrochemical performance of the N-GHC was measured in the 
Li-half cells and Na-half cells. For the electrode preparation, active material (N-GHC) was mixed with Super P 
(conductive additive) and poly-(vinyl difluoride) (PVDF, binder) under the weight ratio of 8:1:1 in the solution of 
N-methyl-pyrrolidone (NMP) and stirred for 24 h to make a uniform slurry. Then the mixture slurry was coated 
on a copper foil with coating thickness of 100 μm. The coated copper foils were then dried at 110 °C for 12 h in 
vacuum, and then cut into disks with diameter of 11 mm. These disks were latter pressed at 5 MPa for 1 minute and 
dried for another 12 h. The average loading of active materials is 0.8~1 mg cm−2. The dried electrodes were trans-
ferred to Ar glove box for battery assembling. For Li-half cells, the counter electrode was lithium foil, the separator 
was the Celgard 2500, and the electrolyte was a 1 M LiPF6 in mixture of dimethyl carbonate (DMC) and ethylene 
carbonate (EC) (v/v = 1:1). As for Na-half cells, the counter electrode was sodium foil, the separator was the glass 
fibers from Whatman (GF/D), while a 1 M NaClO4 in mixture of ethylene carbonate (EC) and propylene carbonate 
(PC) (v/v = 1:1) was employed as the electrolyte. The electrochemical performance of the Li-half cells and Na-half 

Figure 5.  The Nyquist plots of the N-GHC electrode in LIBs and SIBs.
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cells was evaluated through Galvanostatic charge-discharge (GCD) measurement, cyclic voltammetry (CV) meas-
urement and electrochemical impedance spectroscopy (EIS) plots. The GCD were conducted on a Land CT2001A 
(China), while the CV and EIS were measured using a VMP3 electrochemical working station (France).

References
	 1.	 Melot, B. C. & Tarascon, J. M. Design and preparation of materials for advanced electrochemical storage. Acc. Chem. Res. 46, 1226 

(2013).
	 2.	 Kang, B. & Ceder, G. Battery materials for ultrafast charging and discharging. Nature 458, 190–193 (2009).
	 3.	 Huang, X. L. et al. Homogeneous CoO on Graphene for Binder‐Free and Ultralong‐Life Lithium Ion Batteries. Adv. Funct. Mater. 

23, 4345–4353 (2013).
	 4.	 Ma, D. L. et al. Three-dimensionally ordered macroporous FeF and its homogenous polymerization coating for high energy and 

power density lithium ion batteries. Energy Env. Sci. 5, 8538–8542 (2012).
	 5.	 Wang, Z. L., Xu, D., Wang, H. G., Wu, Z. & Zhang, X. B. In situ fabrication of porous graphene electrodes for high-performance 

energy storage. Acs Nano 7, 2422–2430 (2013).
	 6.	 Zhao, Q., Lu, Y. & Chen, J. Advanced Organic Electrode Materials for Rechargeable Sodium-Ion Batteries. Adv. Energy Mater. 7, 

1601792 (2017).
	 7.	 Zhang, F. et al. High Temperature Carbonized Grass as a High Performance Sodium Ion Battery Anode. Acs Appl. Mater. Interfaces 

9, 391–397 (2017).
	 8.	 Yoon, H. J. et al. Hierarchically nanoporous pyropolymer nanofibers for surface-induced sodium-ion storage. Electrochim. Acta 242, 

38–46 (2017).
	 9.	 Hou, H. S. et al. Large-Area Carbon Nanosheets Doped with Phosphorus: A High-Performance Anode Material for Sodium-Ion 

Batteries. Adv. Sci. 4, 1600243 (2017).
	10.	 Yu, Z.-L. et al. Ion-Catalyzed Synthesis of Microporous Hard Carbon Embedded with Expanded Nanographite for Enhanced 

Lithium/Sodium Storage. J. Am. Chem. Soc. 138, 14915–14922 (2016).
	11.	 Balogun, M.-S., Luo, Y., Qiu, W., Liu, P. & Tong, Y. A review of carbon materials and their composites with alloy metals for sodium 

ion battery anodes. Carbon 98, 162–178 (2016).
	12.	 Yuan, S. et al. Pure Single‐Crystalline Na1.1V3O7.9 Nanobelts as Superior Cathode Materials for Rechargeable Sodium‐Ion Batteries. 

Adv. Sci. 2 (2015).
	13.	 Yuan, S. et al. Surfactant-Free Aqueous Synthesis of Pure Single-Crystalline SnSe Nanosheet Clusters as Anode for High Energy- and 

Power-Density Sodium-Ion Batteries. Adv. Mater. 29 (2017).
	14.	 Zhang, X. et al. P3-type K0.33Co0.53Mn0.47O2•0.39H2O: Novel Bifunctional Electrode for Na-Ion Batteries. Mater. Horiz. 4, 1122–1127 

(2017).
	15.	 Kang, H. Y. et al. Update on anode materials for Na-ion batteries. J. Mater. Chem. A 3, 17899–17913 (2015).
	16.	 Chen, Y. M. et al. Hollow Carbon-Nanotube/Carbon-Nanofiber Hybrid Anodes for Li-Ion Batteries. J. Am. Chem. Soc. 135, 

16280–16283 (2013).
	17.	 Valvo, M., Philippe, B., Lindgren, F., Tai, C. W. & Edstrom, K. Insight into the processes controlling the electrochemical reactions of 

nanostructured iron oxide electrodes in Li- and Na-half cells. Electrochim. Acta 194, 74–83 (2016).
	18.	 Bai, Y. et al. Hard Carbon Originated from Polyvinyl Chloride Nanofibers As High-Performance Anode Material for Na-Ion Battery. 

Acs Appl. Mater. Interfaces 7, 5598–5604 (2015).
	19.	 Jian, Z., Xing, Z., Bommier, C., Li, Z. & Ji, X. Anode Materials: Hard Carbon Microspheres: Potassium‐Ion Anode Versus Sodium‐

Ion Anode (Adv. Energy Mater. 3/2016). Adv. Energy Mater. 6, 1501874 (2016).
	20.	 Komaba, S. et al. Electrochemical Na insertion and solid electrolyte interphase for hard‐carbon electrodes and application to Na‐Ion 

batteries. Adv. Funct. Mater. 21, 3859–3867 (2011).
	21.	 Slater, M. D., Kim, D., Lee, E. & Johnson, C. S. Sodium-Ion Batteries. Adv. Funct. Mater. 23, 947–958 (2013).
	22.	 Li, Z. F. et al. Hard carbon anodes of sodium-ion batteries: undervalued rate capability. Chem. Commun. 53, 2610–2613 (2017).
	23.	 Jian, Z. L. et al. Insights on the Mechanism of Na-Ion Storage in Soft Carbon Anode. Chem. Mater. 29, 2314–2320 (2017).
	24.	 Xiao, L. et al. Hard carbon nanoparticles as high-capacity, high-stability anodic materials for Na-ion batteries. Nano Energy 19, 

279–288 (2015).
	25.	 Stevens, D. A. & Dahn, J. R. High Capacity Anode Materials for Rechargeable Sodium-Ion Batteries. J. Electrochem. Soc. 147, 

1271–1273 (2000).
	26.	 Gotoh, K. et al. NMR study for electrochemically inserted Na in hard carbon electrode of sodium ion battery. J. Power Sources 225, 

137–140 (2013).
	27.	 Xu, J. et al. High‐Performance Sodium Ion Batteries Based on a 3D Anode from Nitrogen‐Doped Graphene Foams. Adv. Mater. 27, 

2042 (2015).
	28.	 Yang, X., Zhang, L., Zhang, F., Huang, Y. & Chen, Y. S. Sulfur-Infiltrated Graphene-Based Layered Porous Carbon Cathodes for 

High-Performance Lithium-Sulfur Batteries. Acs Nano 8, 5208–5215 (2014).
	29.	 Huang, X. et al. Lithium-Ion Batteries: Ultrahigh Rate Capabilities of Lithium-Ion Batteries from 3D Ordered Hierarchically Porous 

Electrodes with Entrapped Active Nanoparticles Configuration. Adv. Mater. 26, 1295–1295 (2014).
	30.	 Fang, Y. et al. Two-dimensional mesoporous carbon nanosheets and their derived graphene nanosheets: synthesis and efficient 

lithium ion storage. J. Am. Chem. Soc. 135, 1524 (2013).
	31.	 Zhao, G. G. et al. Rose-like N-doped Porous Carbon for Advanced Sodium Storage. Electrochim. Acta 240, 24–30 (2017).
	32.	 Liu, H. et al. Nitrogen-doped carbon/graphene hybrid anode material for sodium-ion batteries with excellent rate capability. J. Power 

Sources 319, 195–201 (2016).
	33.	 Zhang, K. L. et al. Nitrogen-doped porous interconnected double-shelled hollow carbon spheres with high capacity for lithium ion 

batteries and sodium ion batteries. Electrochim. Acta 155, 174–182 (2015).
	34.	 Yang, Y. J. et al. “Protrusions” or “holes” in graphene: which is the better choice for sodium ion storage? Energy Env. Sci. 10, 979–986 

(2017).
	35.	 Yang, J. Q., Zhou, X. L., Wu, D. H., Zhao, X. D. & Zhou, Z. S-Doped N-Rich Carbon Nanosheets with Expanded Interlayer Distance 

as Anode Materials for Sodium-Ion Batteries. Adv. Mater. 29 (2017).
	36.	 Wang, H. G. et al. Nitrogen‐Doped Porous Carbon Nanosheets as Low‐Cost, High‐Performance Anode Material for Sodium‐Ion 

Batteries. ChemSusChem 6, 56–60 (2013).
	37.	 Lee, K. Y. & Mooney, D. J. Alginate: properties and biomedical applications. Prog. Polym. Sci. 37, 106–126 (2012).
	38.	 Liu, Y. et al. Highly porous graphitic materials prepared by catalytic graphitization. Carbon 64, 132–140 (2013).
	39.	 Sevilla, M. & Fuertes, A. B. Catalytic graphitization of templated mesoporous carbons. Carbon 44, 468–474 (2006).
	40.	 Torad, N. L. et al. Direct Synthesis of MOF‐Derived Nanoporous Carbon with Magnetic Co Nanoparticles toward Efficient Water 

Treatment. Small 10, 2096–2107 (2014).
	41.	 Li, Y. et al. Freeze-drying assisted synthesis of hierarchical porous carbons for high-performance supercapacitors. J. Mater. Chem. A 

3, 21016–21022 (2015).
	42.	 Fengyu, Z. et al. A 3D hierarchical hybrid nanostructure of carbon nanotubes and activated carbon for high-performance 

supercapacitors. J. Mater. Chem. A 2, 3505–3512 (2014).



www.nature.com/scientificreports/

8SCiEnTifiC REPOrtS |  (2018) 8:9934  | DOI:10.1038/s41598-018-28310-3

	43.	 Lee, H. W. et al. Mechanism of sodium adsorption on N-doped graphene nanoribbons for sodium ion battery applications: A density 
functional theory approach. Carbon 119, 492–501 (2017).

	44.	 Jiang, J. et al. Highly ordered macroporous woody biochar with ultra-high carbon content as supercapacitor electrodes. Electrochim. 
Acta 113, 481–489 (2013).

	45.	 Kang, D. et al. “Egg-Box” Assisted Fabrication of Porous Carbon with Small Mesopores for High Rate Electric Double Layer 
Capacitors. ACS nano 9, 11225 (2015).

	46.	 Huang, X. et al. Ultrahigh rate capabilities of lithium-ion batteries from 3D ordered hierarchically porous electrodes with entrapped 
active nanoparticles configuration. Adv. Mater. 26, 1296–1303 (2014).

	47.	 Wang, G., Shen, X., Yao, J. & Park, J. Graphene nanosheets for enhanced lithium storage in lithium ion batteries. Carbon 47, 
2049–2053 (2009).

	48.	 Pol, V. G. & Thackeray, M. M. Spherical carbon particles and carbon nanotubes prepared by autogenic reactions: evaluation as 
anodes in lithium electrochemical cells. Energy Env. Sci. 4, 1904–1912 (2011).

	49.	 Yoo, E. J. et al. Large Reversible Li Storage of Graphene Nanosheet Families for Use in Rechargeable Lithium Ion Batteries. Nano Lett. 
8, 2277–2282 (2008).

	50.	 Li, W., Chen, M. & Wang, C. Spherical hard carbon prepared from potato starch using as anode material for Li-ion batteries. Mater. 
Lett. 65, 3368–3370 (2011).

	51.	 Wang, J., Liu, J. L., Wang, Y. G., Wang, C. X. & Xia, Y. Y. Pitch modified hard carbons as negative materials for lithium-ion batteries. 
Electrochim. Acta 74, 1–7 (2012).

	52.	 Zhang, J. et al. 3D free-standing nitrogen-doped reduced graphene oxide aerogel as anode material for sodium ion batteries with 
enhanced sodium storage. Sci. Rep. 7, 4886 (2017).

	53.	 Wang, X. J., Liu, X. J., Wang, G., Xia, Y. & Wang, H. One-dimensional hybrid nanocomposite of high-density monodispersed Fe3O4 
nanoparticles and carbon nanotubes for high-capacity storage of lithium and sodium. J. Mater. Chem. A 4, 18532–18542 (2016).

	54.	 Lu, K. et al. Cation Intercalation in Manganese Oxide Nanosheets: Effects on Lithium and Sodium Storage. Angew. Chem., Int. Ed. 
55, 10448–10452 (2016).

	55.	 Kim, H. et al. Sodium Storage Behavior in Natural Graphite using Ether-based Electrolyte Systems. Adv. Funct. Mater. 25, 534–541 
(2015).

	56.	 Wang, Z. et al. Functionalized N-doped interconnected carbon nanofibers as an anode material for sodium-ion storage with 
excellent performance. Carbon 55, 328–334 (2013).

	57.	 Wen, Y. et al. Expanded graphite as superior anode for sodium-ion batteries. Nat. Commun. 5, 4033 (2014).
	58.	 Luo, W. et al. Carbon nanofibers derived from cellulose nanofibers as a long-life anode material for rechargeable sodium-ion 

batteries. J. Mater. Chem. A 1, 10662–10666 (2013).
	59.	 Pramudita, J. C. et al. Mechanisms of Sodium Insertion/Extraction on the Surface of Defective Graphenes. Acs Appl. Mater. Interfaces 

9, 431–438 (2017).
	60.	 Li, W. H., Li, M. S., Adair, K. R., Sun, X. L. & Yu, Y. Carbon nanofiber-based nanostructures for lithium-ion and sodium-ion 

batteries. J. Mater. Chem. A 5, 13882–13906 (2017).

Acknowledgements
This research was supported in part by the National Key R&D Program of China No. 2017YFB1201005; the 
National Natural Science Foundation of China No. 51772187 and 51572169; Key Program for International 
S&T Cooperation Program of China No. 2017YFE0113000; Shanghai Science and Technology Committee No. 
17ZR1441400, 16520710900 and 18JC1410500.

Author Contributions
N. Wang and B.Y. Sun carried out the experiments, Q.L. Liu and J.J. Gu designed the experiments, B.X. Yu, W. 
Zhang and D. Zhang contributed to the manuscript preparation and results discussion. All the authors reviewed 
and improved the paper.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-28310-3.
Competing Interests: The authors declare no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2018

http://dx.doi.org/10.1038/s41598-018-28310-3
http://creativecommons.org/licenses/by/4.0/

	N-doped catalytic graphitized hard carbon for high-performance lithium/sodium-ion batteries

	Results and Discussion

	Microstructure of the N-GHC. 
	Electrochemical performance of N-GHC in LIBs. 
	Electrochemical performance of N-GHC in SIBs. 

	Conclusions

	Methods

	Material synthesis. 
	Material characterization. 
	Electrochemical measurements. 

	Acknowledgements

	Figure 1 TEM images of the N-Co/C (a–c) and N-GHC (d–f).
	Figure 2 Characterizations of the N-GHC.
	Figure 3 Electrochemical performance of N-GHC in LIBs.
	Figure 4 Electrochemical performance of N-GHC in SIBs.
	Figure 5 The Nyquist plots of the N-GHC electrode in LIBs and SIBs.




