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Abstract
The development of high-performance anode materials is critical to meeting the growing
demands for long-life and high-capacity lithium-ion batteries (LIBs). In this study, we report a
novel nanocomposite composed of doped graphene and spinel cobalt oxide (Co0:04)
nanoparticles, designed to harness synergistic effects that enhance electrochemical
performance. The doped graphene acts as a highly conductive matrix, facilitating rapid electron
transport and accommodating volume changes during cycling, while the uniformly dispersed
Cos04 nanoparticles contribute high theoretical capacity and redox activity. The intimate
interfacial contact between Co:Os and the doped graphene matrix not only stabilizes the
electrode structure but also accelerates lithium-ion diffusion. Electrochemical testing reveals
that the composite exhibits remarkable cyclie. stablllty, superior rate capability, and high
reversible capacity over extended chﬁrge dlscharge ycles These results underscore the
potential of doped graphene/Cos;Os nanocomposites as ne}gt generation anode materials for
durable and efficient LIBs (oT/erlng a promlsmg route toward sustainable energy storage
solutions. ™ — o
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Introduction
The rapidly increasing demand for efficientand long-lasting energy storage systems has driven
significant research into the development of advanced lithium-ion batteries (LIBs). Among the
various components of a LIB, the anode plays a pivotal role in determining the battery's overall
performance, including its energy density, cycle life, rate capability, and safety. Graphite, the
conventional anode material, has limitations such as low theoretical capacity (372 mAh/g) and
structural degradation during prolonged cycling, which restrict its application in next-
generation high-performance batteries. To overcome these limitations, transition metal oxides
(TMOs), especially spinel-type cobalt oxide (Cos0.), have attracted substantial attention due
to their high theoretical capacity (~890 mAh/g), natural abundance, and multiple oxidation
states that facilitate reversible redox reactions.
However, the practical application of CosO4 as an anode material is hindered by its poor
electrical conductivity and significant volume changes during lithiation/delithiation, leading to
rapid capacity fading. To address these challenges, hybridization of CosOs with conductive
carbon-based materials has emerged as an effective strategy. Among various carbon materials,
graphene—a two-dimensional sheet of sp2-bonded carbon atoms—has emerged as a highly
promising support material due to its exceptional electrical conductivity, large surface area,
high mechanical strength, and ability to buffer volume changes. Furthermore, doping graphene
with heteroatoms (such as nitrogen, sulfur, or boron) can significantly enhance its surface
reactivity, electronic properties, and interaction with metal oxides.
In this context, the synthesis of doped graphene/CosOs+ nanocomposites offers a synergistic
pathway to enhance the electrochemical properties of LIB anodes. The doped graphene matrix
not only improves the electronic conductivity but also stabilizes the CosO4 nanoparticles and
provides more active sites for lithium storage. The resulting composite material is expected to
exhibit enhanced lithium-ion diffusion kinetics, improved structural integrity, and prolonged
cycle life. Additionally, the strong coupling between CosO4 and the doped graphene network
facilitates faster charge transfer and better utilization of active materials. This study focuses on
the design and fabrication of a doped graphene/CosO4+ nanocomposite and its evaluation as an
anode material for lithium-ion batteries. The aim is to investigate the synergistic effects of the

hybr structure on the electrochemical performance, including spe(:|f|c capacity, rate
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capability, and cyclic stability. The findings of this research could pave the way for the
development of advanced anode materials for high-performance energy storage systems.
Related Work

In recent years, a considerable number of studies have been devoted to improving lithium-ion
battery (LIB) performance by developing advanced anode materials with high capacity, good
rate capability, and long cycle life. Transition metal oxides, particularly spinel-type CosOsa,
have gained significant attention due to their high theoretical capacity and rich redox chemistry.
However, their poor electrical conductivity and structural instability during charge-discharge
cycling limit their standalone application. To address these drawbacks, numerous researchers
have explored composite strategies involving conductive carbon matrices, especially graphene-
based materials.

Zhang et al. (2016) synthesized CosO4 nanoparticles anchored on reduced graphene oxide
(rGO), reporting enhanced electrochemical performance due to improved electron transport
and mechanical buffering. Similarly, Liu et al. (2018) demonstrated that nitrogen-doped
graphene improved lithium storage capacity and cycling performance when composited with
Cos0s4, attributing the improvement to increased. -active sites and enhanced conductivity
provided by the doped graphene neIWOrk Doping graﬁhene with heteroatoms like nitrogen or
sulfur has proven to tailor |ts/e’rectron|c structure, increase Surface wettability, and facilitate
stronger bonding with metal ‘oxides, leading to-superior composue anodes.

Wang et al. (2019) developed a sangwrch -structured composite of CosO« nanosheets between
layers of N-doped graphene, achieving excellent rate capablllty and high reversible capacity
after 500 cycles. This architecture showed how structural design combined with material
synergy can overcome volume expansion issues.in metal oxides. In another study, Zhao et al.
(2020) prepared a CosO4/graphene composite-using a one-pot hydrothermal method and found
that uniform dispersion of nanoparticles on graphene sheets significantly boosted the cycling
stability and rate performance. Additionally, the introdtction of porous or hollow structures in
the composite has been shown to further accommodate volume changes and shorten lithium-
ion diffusion paths.

Further advancements have included the integration of conductive polymers or dual doping
(e.g., N and S co-doped graphene) to enhance electron transfer kinetics. Research by Chen et
al. (2021) explored multi-component hybrid systems combining CosOa4, doped graphene, and
carbon nanotubes to leverage their combined advantages. These approaches indicate that
synergistic effects from the composite structure—particularly through graphene doping and
morphological control of CosO.—are crucial for achieving long-life and high-performance LIB
anodes.

Methodology

The methodology for synthesizing and evaluating the doped graphene/CosO4 nanocomposite
for lithium-ion battery anodes involved multiple stages, including material synthesis,
characterization, electrode fabrication, and electrochemical testing. Each step was meticulously
designed to ensure uniform dispersion, strong interfacial contact, and enhanced
electrochemical properties.

1. Synthesis of Doped Graphene: Doped graphene was prepared via a modified
Hummers’ method followed by thermal reduction and heteroatom doping. Graphite powder
was oxidized to graphene oxide (GO) using concentrated H.SOs, KMnOs, and NaNOs. The
resulting GO was washed, dried, and then thermally treated in an ammonia atmosphere (for
nitrogen doping) at 800°C for 2 hours. This process resulted in nitrogen-doped reduced
graphene oxide (N-rGO), featuring enhanced conductivity and active surface functional
groups.

2. Synthesis of Cos04 Nanoparticles: CosO4 nanoparticles were synthesized using a
simple hydrothermal method. Cobalt nitrate hexahydrate [Co(NOs).:6H20O] was dissolved in
deionized water, followed by the addition of a small quantity of urea to initiate slow

pre(ci\p@on. The solution was transferred to a Teflon-lined autoclave and heated at 180°C for
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12 hours. The resulting precursor was filtered, washed, dried, and then calcined at 300°C for 3

hours to obtain crystalline CosO4 nanoparticles.

3. Fabrication of Doped Graphene/Co:0+ Nanocomposite: A uniform nanocomposite

was obtained by dispersing the synthesized CosO4 nanoparticles into an aqueous suspension of

doped graphene. The mixture was ultrasonicated for 1 hour and then stirred for 12 hours to

ensure homogeneous mixing. The resulting product was vacuum-filtered, dried at 60°C, and

annealed at 300°C in an argon atmosphere to strengthen the interface between CosOa4 and the

doped graphene matrix.

4. Material Characterization: The structure, morphology, and composition of the

composite were characterized using several techniques:

o X-ray Diffraction (XRD) for phase identification.

o Scanning Electron Microscopy (SEM) and Transmission Electron Microscopy (TEM)
for morphology and particle size.

o Raman Spectroscopy for structural analysis of graphene.

o X-ray Photoelectron Spectroscopy (XPS) to confirm doping elements and oxidation
states. TN

o Brunauer-Emmett-Teller (BET) analy5|s for surface area and porosity.

5. Electrode Preparation and Cell Assembly: ~The active material (doped

graphene/Cos04 composite) was mixed with carbon black andfpolyvmyl idene fluoride (PVDF)

in an 8:1:1 weight ratio using N-methyl<2- pyrrohdone\(Nll\/lP) as the solvent to form a slurry.

The slurry was coated on copper foil, dried under vacuum at 100°C, and cut into circular

electrodes. CR2032-type coin cells were assembled in an fargon-filled glovebox using lithium

metal as the counter electrode, a microporous separator, and 1 M LiPFs in EC/DMC (1:1 v/v)

as the electrolyte.

6. Electrochemical Testing: “The electrochemical performance of the assembled cells

was evaluated using:

o Galvanostatic charge—discharge cycllng atvarious current densities.

o Cyclic Voltammetry (CV) to study redox behavior.

o Electrochemical Impedance Spectroscopy (EIS) to analyze internal resistance and ion
transport properties.

Data Analysis & Results

The electrochemical performance of the doped graphene/CosO4 nanocomposite was evaluated

in comparison to pristine CosO4 and undoped graphene/Cos0s composites. The data analysis

focused on specific capacity, cycling stability, rate performance, and impedance

characteristics, with measurements taken over multiple cycles at various current densities.

1. Galvanostatic Charge—Discharge Analysis

At a current density of 0.1 A/g, the doped graphene/CosO4 nanocomposite exhibited an initial

discharge capacity of 1280 mAh/g and a charge capacity of 980 mAh/g, indicating an initial

coulombic efficiency of 76.5%. After 100 cycles, the composite retained a reversible capacity

of 910 mAh/g, significantly higher than CosOs alone (510 mAh/g) and undoped

graphene/Co304 (740 mAh/g).

2. Rate Performance

Rate capability testing at increasing current densities (0.1 to 5 A/g) showed excellent stability

and recovery:

e At0.1 A/g: ~980 mAh/g

e At0.5A/g: ~860 mAh/g

e At1A/g: ~760 mAh/g

e At2 A/g: ~650 mAh/g

e At5A/g: ~510 mAh/g

Upon returning to 0.1 A/g, capacity was restored to ~950 mAh/g, demonstrating structural

integrity and excellent rate capability.
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3. Cyclic Voltammetry (CV)
CV curves showed consistent redox peaks for Co?*/Co** and Co°/Co?* conversion reactions.
Doped graphene enhanced reversibility and lowered the polarization voltage, suggesting faster
kinetics due to improved conductivity and active surface area.
4. Electrochemical Impedance Spectroscopy (EIS)
Nyquist plots revealed lower charge transfer resistance (Ret = 65 Q) for the doped
graphene/Cos04 composite compared to Cos04 (Ret = 142 Q) and undoped composite (Ret =
92 Q), confirming enhanced electron transport and interfacial charge dynamics.

Table: Comparative Electrochemical Performance of Anode Materials

Undoped Doped
Parameter Cos04 Graphene/Co0304 Graphene/Co0304
Initial Discharge Capacity
(mAh/g) 980 1120 1280
Reversible Capacity after 100 510 A 240 910
cycles N
| Capacity Retention (%) || 52% | 66%-_ | 71% |
| Rate Capacity at 5 A/g (mAh/g) H 280 H 400 | 510 |
Coulombic Efficiency (1st 11’% — Hﬂ%{ 6.5%
cycle) _ '
Charge Transfer Resistance '
(Ret, Q) 142 92 65

The data clearly indicate that doping graphene-in the CosO4 composite significantly improves
lithium-ion storage properties. The composite exhibits excellent cycling stability, high capacity
retention, and fast charge/discharge response. The improved performance is attributed to the
synergistic effect of heteroatom-doped graphene, which enhances conductivity, structural
flexibility, and interfacial contact with CosO4 nanoparticles. These results establish the doped
graphene/Co03:04 nanocomposite as a promising anode material for high-performance lithium-
ion batteries.

Discussion

The results confirm that the doped graphene/Cos;O4 nanocomposite outperforms both pure
Co0s04 and undoped composites in terms of capacity, rate performance, and cyclic stability.
This enhancement is primarily due to the synergistic interaction between the highly conductive
doped graphene and the high-capacity CosOs nanoparticles. The doped graphene provides a
flexible and conductive matrix that accommodates volume changes and facilitates faster
electron and ion transport. The improved electrochemical kinetics, as indicated by lower charge
transfer resistance and stable CV profiles, suggest better electrode—electrolyte interaction. The
uniform dispersion of CosO4 on the doped graphene surface ensures effective utilization of
active materials. These factors collectively result in enhanced lithium storage performance and
long-term cycling durability, making this composite highly suitable for next-generation
lithium-ion battery applications.

Conclusion

In this study, a doped graphene/CosOs nanocomposite was successfully synthesized and
evaluated as a high-performance anode material for lithium-ion batteries. The incorporation of
heteroatom-doped graphene significantly enhanced the electrical conductivity, structural
stability, and lithium-ion diffusion of the composite. Electrochemical analysis demonstrated
that the nanocomposite exhibited a high initial discharge capacity, excellent rate capability,
and outstanding cyclic stability over prolonged cycles. The synergistic effects between doped
graphene and Cos;Os nanoparticles—such as improved electron transport, effective stress
accommodation, and enhanced interfacial interaction—played a pivotal role in the improved
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candidate for next-generation LIB anodes, offering a sustainable and efficient approach to meet

future energy storage demands.

Reference

1. Zhao, J., Li, Y., Zhang, C., & Yu, M. (2020). “Enhanced lithium storage performance of N-
doped graphene/Cos0. composite as anode material for lithium-ion Dbatteries.”
Electrochimica Acta, 354, 136737.

2. Chen, X, Liu, Y., Li, Z., & Sun, X. (2019). “A high-performance CosO4/N-doped graphene
composite anode for lithium-ion batteries.” Journal of Power Sources, 412, 1-9.

3. Wang, F., Xu, X., Wang, K., & Zhang, M. (2019). “Sandwich-like N-doped graphene/C0s04
composites for high-performance lithium-ion battery anodes.” ACS Applied Energy
Materials, 2(1), 291-298.

4. Liu, H.,, Zhang, Y., & Liu, Y. (2018). “Cos04 nanoparticles supported on nitrogen-doped
graphene as superior anode material for lithium-ion batteries.” Journal of Alloys and
Compounds, 747, 1124-1132.

5. Kong, L., Zhang, Z., Li, J., & Zhai, T. (2018) “Porous Co304 nanocubes anchored on
graphene for long-life and hlgh -rate Ilthmm |oh\b\tter1es ” Nano Energy, 50, 540-548.

6. Zhou, Y., Su, L., Chen, J., & Zﬁang, X. (2017)\‘\Ea01le synthesis of CosOa/graphene
composite with superior hthmﬁ storage capacity.” Electrochjmlca Acta, 246, 980-988.

7.Sun, Y., Xu, C, & Song, H\(2017),,“Syﬂth_@ils of,G(stzt/graphene composites with
enhanced electrochemical perfor[naﬁce as lithium- mbattery anode materials.” Materials
Letters, 205, 127-130.

8. Zhang, L., Zhao, H., & Zhu, M. (2016). “Graphene- “based C0s0s nanocomposites with high
lithium storage capaC|ty and cycling stability.”” Journal of Materials Chemistry A, 4(14),
5120-5126. ,

9. Zhang, C., Zhou, Y., & Wang; H. (2016). “Preparation and characterization of C0:Oa
nanosheets on graphene for lithium=ion battery anodes.” Materials Chemistry and Physics,
174, 1-7.

'Q International Advance Journal of Engineering, Science and Managenrent (AJESM)
%m Mutidisciplinary, Multilingual, Indexed, Double-Blind, Open Access, Peer-Reviewed, Refereed- 245
Qualily O Werk... Hever Ended... International Journal, Inpact factor (SJIF) =8152



