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Hollow nanostructures of metal 
oxides as next generation electrode 
materials for supercapacitors
Vikas Sharma1, Inderjeet Singh  2 & Amreesh Chandra1,2

Hollow nanostructures of copper oxides help to stabilize appreciably higher electrochemical 
characteristics than their solid counter parts of various morphologies. The specific capacitance values, 
calculated using cyclic voltammetry (CV) and charge-discharge (CD) studies, are found to be much 
higher than the values reported in literature for copper oxide particles showing  intriguing morphologies 
or even composites with trendy systems like CNTs, rGO, graphene, etc. The proposed cost-effective 
synthesis route makes these materials industrially viable for application in alternative energy storage 
devices. The improved electrochemical response can be attributed to effective access to the higher 
number of redox sites that become available on the surface, as well as in the cavity of the hollow 
particles. The ion transport channels also facilitate efficient de-intercalation, which results in the 
enhancement of cyclability and Coulombic efficiency. The charge storage mechanism in copper oxide 
structures is also proposed in the paper.

Till a decade or two back, fossil fuel based sources were expected to meet the increasing demand for energy owing 
to rapid urbanization. Then came the evidences, proving the limited reserves of fossil fuels and their long-term 
devastating impact on the climate. Consequently, worldwide research saw a paradigm shift and renewed vigor 
towards finding socio-economical renewable energy sources for grid and off-grid applications1–3. Initially, solar 
and fuel cells attained prominence before other renewable energy sources such as wind, tidal, bio-, etc. became 
competitive4–8. To ensure energy security and tackle the intrinsic limitation of “intermittent availability”, two stor-
age technologies, which have remained most investigated and/or used are: Li-batteries and supercapacitors9–13. 
Supercapacitors are also considered as viable shield to save the expensive Li-batteries from transients or shocks, 
associated with sudden change in demand or supply14. The long cycle life (>few tens of thousands) has also made 
supercapacitors attractive for applications in automobiles, electric locomotives, smart phones, soldier shoes, sen-
sors, load leveler, etc15–17.

Based on the charge storage mechanism, supercapacitors are broadly classified as electric double layer capac-
itor (EDLC) and pseudocapacitors18. Initially, EDLCs were fabricated using several forms of carbon such as: 
activated carbon, CNTs, graphene-like, graphite, etc19–22. The low specific capacitance, energy density and tedious 
processes involved to achieve high surface area active material(s) have mostly led to saturation in the device 
performance. Consequently, transition metal oxides (TMOs) based pseudo-capacitors started to overshadow 
EDLCs even though the cost or environmental impact were higher23. In comparison, pseudo-capacitors fabri-
cated using various metal-oxides, hydro-oxides or conducting polymers generally exhibit much higher specific 
capacitances than EDLCs. Knowing the fact that the pseudocapacitor’s capacitance is driven by the faradaic redox 
reactions at the material surface, their performance can also be increased by incorporating redox additives into 
the electrolyte24.

Mostly, the strategy of using various intriguing morphologies of a metal oxide to tune the deliverable specific 
capacitance is employed. These include nanoflowers, nano-ribbons, core-shell, etc25–27. Once the power density 
obtained using a particular solid metal oxide with various morphologies indicate saturation, attempts start to 
investigate the next metal oxide. This is somehow leading to duplication and/ or monotonous approaches, without 
achieving the ultimate target of bringing quantum jump in the specific capacitance while reducing the carbon 
footprint28–30.
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RuO2 was amongst the first metal oxides, which brought pseudo-capacitors to the forefront, as very high 
specific capacitance values could be obtained31. Very soon, its high cost and toxicity forced researchers to look 
for alternatives. Consequently, less expensive and environmentally compatible transition metal oxides (TMOs) 
have become industrially acceptable, as the cost factor and climate mitigation laws are two major concerns for the 
manufacturers. The alternative TMOs include MnO2, V2O5, SnO2, Fe2O3, Co3O4, etc32–37. Another simpler TMO 
(with much higher functionality, useful for both - batteries and supercapacitors), which has been investigated, 
is copper oxide (Cu2O and CuO). Its particle with many interesting morphologies such as nano/microcubes, 
nanocage, nano-flower, etc. have been employed38,39. Out of two copper oxides, CuO has been more widely used. 
However, Cu2O remains an ignored member of copper based oxide family even though it has a theoretical specific 
capacitance of 2250 F g−1 and significant faradaic response40–42.

In this paper, using these two conventional and simple oxides of copper viz., Cu2O and CuO, it is shown that a 
hitherto ignored strategy of using hollow nanostructures can bring quantum jump in the electrochemical perfor-
mance of TMOs. These materials, owing to low mass and high electrochemical response, may also help to reduce 
the weight of the final device, a factor extremely critical for most industries. Till date, hollow nanostructures have 
mostly been thought to be more useful for applications such as catalysis, sensors, solar cells, nanoscale chemical 
reactors, drug delivery, etc43–47. Low diffusion length and high ionic percolation associated with rough and porous 
surface boost the EDLC behavior. It is shown that copper (I) oxide hollow structures return nearly 70–80% higher 
specific capacitance than the corresponding solid particles. The discussed Cu2O hollow structures also augments 
cyclic stability and can serve as pure negative electrode material in a wide potential window. The results, when 
compared with relevant literature, suggest that forming composites with other expensive components such as 
graphene, reduced graphite oxide, etc. may not be required, if the hollow particles are carefully tuned and used as 
active electrode materials.

Results and Discussions
Characterization and growth mechanisms. X-ray diffraction (XRD) clearly showed the formation of 
pure Cu2O with cubic (Pn 3 m) crystal structure. No impurity peaks were observed in both the XRD profiles and 
corresponding indexing of the X-ray diffractograms is given in Fig. S1 of the supporting evidence. XRD profile of 
CuO hollow nanostructures was similar to those reported earlier43. Energy dispersive Analysis of X-Rays (EDAX) 
spectra were taken for both Cu2O hollow nanostructures (Cu(HN))/Cu2O octahedrons (Cu(OCT)) and the 
related results are discussed in detail in the supplementary information. (Fig. S2(a,b) and Table S1). The data 
confirmed the expected concentration of the constituents.

It is now well accepted that the electrochemical behavior of the TMOs is strongly affected by the particle mor-
phologies. Figure 1a–d, show the scanning electron microscopy (SEM) and transmission electron microscopy 
(TEM) micrographs, which clearly indicated the formation of two morphologies (hollow and solid) of Cu2O. 
Nearly uniform sized hollow nano-spheres, with diameter of ~200–300 nm and cavity dimension of ~ 150 nm 
were discernible (Fig. 1a,b). The hollow nanospheres had rough exterior shell. As the precursor concentration 
was carefully varied, solid Cu(OCT) could be obtained. These had smooth and curved corners with longest axis 

Figure 1. (a,c) SEM, (b,d) TEM images and (e,f) particle size distribution of Cu(HN) and Cu(OCT), 
respectively.
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of ~400 nm. Some smaller octahedrons were also present, which could be attributed to the nucleation, growth 
and subsequent Ostwald type process, that is discussed later (Fig. 1c,d). Different area TEM micrographs are also 
shown in the supporting information regarding the Cu(HN), which further confirmed the uniform distribution 
of hollow particles (see Fig. S3(a–f)). Confirmation of CuO hollow nanostructures can be done from the detailed 
explanation by Singh et al.43. Particle size distributions in the Cu2O samples used in the present studies are given 
in Fig. 1e,f. N2 adsorption-desorption isotherm is also depicted in Fig. S4. The Brunauer–Emmett–Teller (BET)
analysis showed that the effective surface area of Cu(HN) (~10 m2/g) was more than two times higher than that 
of Cu(OCT) (~4 m2/g). The significance of this observation is also presented in the supporting evidence. Fig. S5 
shows the particle size distribution for CuO hollow nanostructures.

Transformation from hollow (HN) to solid (OCT) type Cu2O can be explained as a convoluted phenomenon 
of thermodynamically driven nucleation and Ostwald ripening type growth mechanism. In the present case, 
the growth of the particles seems to be a convoluted picture of two mechanisms viz., diffusion and aggregation. 
In the growth of the overall crystal structure, growth of every single facet is important. According to Gibbs- 
Wulff energy minimization theory, every crystal organizes itself in the state of lowest surface Gibbs free energy. 
Moreover, according to Bravais law, all crystal faces develop along the planes defined by the points in a particular 
lattice. Combining both the laws, the growth of the crystal takes place along the various crystal planes which leads 
to the formation of morphology that has the minimum overall surface Gibbs free energy48. This would vary as the 
concentration of precipitating agent i.e. NaOH will change because the rate of nucleation is strongly dependent 
on the supersaturation state.

In case of cuprites like Cu2O, the growth is preferred along the crystallographic [100] and [111] planes. But the 
overall surface energy of 111 plane is lower than 100 plane (111 < 100 < 110). Therefore, the crystal unit cell tries 
to transform from 100 unstable plane to 111stable plane49. Figure 2a shows the evolution of 111 plane from 100 
plane, owing to the increase in the growth-determining factor (GDF). Higher concentrations of GDF, leads to the 
stabilization of nearly spherical morphology, due to the refinement of edges generated by the (111) plane (making 
them curved rather than sharp). At lower concentrations, morphology terminates at any of the earlier step. In 
the present case, during the formation of Cu(HN), the concentration of NaOH was much higher in comparison 
to the synthesis protocol for Cu(OCT). So, the rate of nucleation is expected to be higher in the case of hollow 
nanospheres. Therefore, the evolution of particle morphologies can be expected as under:

 (i) Due to the higher concentration of NaOH, rate of nucleation (ϒN) > rate of growth (ϒG). Precipitation of 
Cu(OH)2 nanoparticles starts. These nanoparticles form aggregates at the interface of dextrose molecules 
and the solution. Along with this, presence of the reducing agent i.e., dextrose, in high concentration, 
will enforce the peeling of Cu(OH)2 consistently, both from inside/outside and stabilization of aggregated 
nanoparticles in thermodynamically preferable 111 planer orientation, as seen in Fig. 2b1–b4.

 (ii) With time, a concentration gradient of dextrose can be expected that would vary the extent of peeling. 
Near the area of high concentration, a cavity would form, which would be forced to grow further because 
the fluidic reducing agent will get entrapped in it. This would lead to formation of hollow particles, which 
are shown in Fig. 2b4.

 (iii) In the case of Cu(OCT), the concentration of NaOH was low, which would lead to the scenario where 
ϒN ≤ ϒG. Therefore, the particle growth would be predominantly controlled by the diffusion process.

 (iv) Finally, due to the presence of dextrose, the particles will be isotropically reduced from all sides with 
much lesser probability of cavity formation. The preferred growth would be along [100] with subsequent 
evolution along [111] direction. With increasing reaction time, Ostwald type ripening will occur and larger 
sized particles will stabilize (see Fig. 2c1–c4).

The growth mechanism for CuO nanostructures was already discussed in detail by Inderjeet et al.43.

Electrochemical studies. It is clear from the previous sections that two very different morphologies of 
copper oxides can be stabilized. The importance of one morphology over other can only be claimed provided it 
shows significant improvement in physical properties. This section will show appreciable improvement in the 
electrochemical performance that can be achieved using hollow structures. While determining the electrochemi-
cal performance using a three-electrode assembly, mass of the active material was kept same for both Cu(HN) and 
Cu(OCT) viz., 1 mg cm−2. Figure 3a,b shows the evolution of CV profiles as a function of scan rates. The closed 
CV curves were similar to those expected in materials, which show predominant pseudocapacitive behavior50. 
The comparative study proved beyond doubt that the hollow structures had much high electrochemical behavior. 
The electrochemical response in hollow structures would be controlled by surface reactions as well as the diffu-
sion of electrolyte ions within the cavity. This will logically be higher in comparison to solid structures, where 
only the surface reactions will play the dominant role. Zeta potential values also justified the claim of higher 
number of active surface sites for ion adsorption and intercalation in hollow structures.

Cu2O is known to show negative zeta potential51. Typical Zeta potential curves for copper oxide samples are 
shown in Fig. 4. During chemical reaction, electropositivity of the surface is determined by the overall pH of 
the solution. As the material gets dispersed, the oppositely charged ions i.e., OH− ions in de-ionized (DI) water, 
would get attracted towards the surface and form a layer52. On the other hand, the released H+ ions reduce the pH 
of the solution and zeta potential shifts towards the positive regime. From Fig. 4, zeta potential values for Cu(HN) 
and Cu(OCT) were estimated as −24.1 mV and −41.8 mV, respectively. Hollow nanostructures returned higher 
electropositivity, which can only happen when there is increased volume to facilitate OH− accommodation. This 
qualitative estimation was found to be in accordance with the inferences drawn using CV profiles, which showed 
the hollow structures had higher electrochemical response.
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CV profiles for both Cu2O based materials show two anodic peaks at −0.4 V and −0.15 V, as in Fig. 3a,b. These 
peaks could be attributed to the formation of CuO and Cu(OH)2.One broad cathodic peak (having two smaller 
peaks) at −0.45 V was related with the reformation of Cu2O from CuO and Cu(OH)2. Chemically, the anodic and 
cathodic reactions could be represented as50:

+ ↔ + +− −Cu O OH uO H O eC1
2

1
2 (1)2 2

+ + ↔ +− −Cu O H O OH Cu OH e1
2

1
2

( ) (2)2 2 2

+ ↔ + +− −CuOH OH CuO H O e (3)2

Figure 2. (a) Artificial crystal morphologies of Cu2O crystal explaining growth of Cu(HN) and Cu(OCT), (b1-
b4) Growth mechanism Cu(HN) and (c1-c4) Cu(OCT).
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CuOH OH Cu OH e( ) (4)2+ ↔ +− −

It is now believed that estimation of contributing active sites is more important than determination of initial 
surfaces areas of the materials, which is generally reported. This is because the effective surface area in the final 
device is much lower than the starting value as the surface of the active material gets coated with polymers like 
PVDF, etc53. To determine the contributing active sites, determination of voltammetric charge of the material is 
critical. This is directly related to the available surface area of the coated material on the electrode. The voltam-
metric charge (q*) is obtained using the following relation54:

q
dE

AV
i

(5)
∫=⁎

Figure 3. CV profiles of (a) Cu(HN), (b) Cu(OCT) at different scan rates, (c) Voltammetric charge at different 
scan rates for Cu(HN) and Cu(OCT) and (d) voltammetric charge q* plot as a function of V−1/2, where V is scan 
rate. The double layer charge (q0) is determined at the V−1/2 = 0 corresponding to the intercept of the fitting line.

Figure 4. Zeta potential curves for Cu(HN) and Cu(OCT).
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where, V, i, E and A denote the scan rate, voltammetric current (mA), potential (mV) and geometric area of the 
electrode (cm2), respectively. In addition, q* can also be calculated by using the relation54:

⁎q q kV (6)0
1/2= + −

where, q0 is the charge contribution by double layer. This approach can also be employed to extract information 
pertaining to the relative surface area of the coated portion on the electrode.

Figure 3c shows the q* vs V curve for Cu(HN) and Cu(OCT). The curve clearly indicated towards consistently 
decreasing adsorbed charges on the surface of both the electrodes, with increasing scan rate. This behavior has 
also been observed in systems based on other metal oxides with pseudocapacitive behavior like RuO2, IrO2, etc54–

56. Higher interaction of ions with active sites of the electrode material leads to enhanced adsorption of charges on 
the electrode surface. This would result is faradaic response along with the formation of double layer capacitance. 
Therefore, at lower scan rates, redox peaks would become prominent, before diminishing at higher scan rates. In 
the present case, the adsorbed charge was ~0.27 C cm−2 at 10 mV s−1 for the Cu(HN) which was nearly double the 
value obtained for Cu(OCT) i.e., ~0.15 C cm−2.

Figure 3d shows the curve between q* and V−1/2 and the intercept of the curve gives the value of q0. The 
value of q0 was ~0.22 mC cm−2 and ~0.13 mC cm−2 for Cu(HN) and Cu(OCT), respectively. Similarly, the 
surface charge contribution for hollow nanospheres was found to be 1.7 times greater than that obtained for 
Cu(OCT). This corroborated the inferences drawn using the zeta potential measurements and CV profiles, that 
the charges present at the electrode surface are more in case of Cu(HN). The increased charge collection at the 
electrode-electrolyte interface will increase the EDLC driven specific capacitance (enforce higher area under the 
CV curve). The above results clearly showed that increased surface charge adsorption capacity, owing to higher 
number of active sites, enhances the electrochemical response. Based on the above discussions, the charge storage 
mechanism in hollow structures can be schematically explained using Fig. 5.

The specific capacitance values were estimated using the relation:

C
MS V

I dV1
2 (7)CV

r V

V

 ∫= .
−

+

where M, Sr, ΔV and ∫ .
−

+ I dV
V

V  represents the mass of the active material, scan rate, potential window and abso-
lute area under the CV curve, respectively. The values of the specific capacitance as a function of varying scan 
rates are listed in Table S2. The maximum specific capacitance values obtained at scan rate of 10 mV s−1, using 
hollow spheres (164 F g−1) were nearly 70% higher than that observed using solid octahedron particles (97 F g−1).

For commercialization of supercapacitors, charge-discharge performance is required, as it provides the 
quantitative estimation of the deliverable specific capacitance. Figure 6a,b shows the charge discharge profiles of 
Cu(HN) and Cu(OCT). During the charging cycle, at lower scan rates, two distinguishable regions were evident, 
which were also distorting the linearity of the profiles. These two portions could be linked to the redox reactions 
(similar to those visible in the CV profiles)48. In a battery material, these redox functions assisted modulations are 

Figure 5. Schematic scheme of the ion interaction with electrode for Cu(HN) and Cu(OCT) as electrode 
materials.
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generally longer and lead to higher energy density. In the present case, at current densities >1 Ag−1, the compli-
cated features associated with different redox reaction were considerably suppressed. The charge-discharge profile 
regained its triangular shape, which reconfirmed the usefulness of Cu2O as a supercapacitor electrode material.

Similar type of behavior was observed in both the Cu(HN) and Cu(OCT). On comparing the discharge times 
of both the materials at different current densities, it was clear that the hollow nanostructures were better suited 
for ion adsorption and intercalation. The specific capacitance values were calculated by using the relation:

C I dt
M V IR( ) (8)CD =

.
. −

where I/m, dt, V and IR denote current density, discharge time, operating potential window and voltage drop 
found at the interface of charging and discharging profile, respectively. The values of specific capacitance were 
144/115 F g−1 and 105/ 90 F g−1 for Cu(HN) and Cu(OCT), respectively, at current density of 1 /2 A g−1.

Figure 7a shows the variation of specific capacitance values with scan rate. It clearly showed that, increase in 
the scan rate, leads to reduced specific capacitance. With the increase in scan rate, the faradaic capacitance con-
tribution decreases and EDLC type specific capacitance dominates. This happens because, at high scan rates, the 
electrolyte ions do not have enough time to intercalate or de-intercalate.

For a worthwhile device application, the capacitance retention determination is critical. It was found to be 
~85% and 79% for Cu(HN) and Cu(OCT), respectively (Fig. 7a), with much higher rate capability in the case of 
Cu(HN). This further showed that the curved surfaces of the hollow nanostructures, formed by the aggregation 
of nanoparticles were able to provide sufficient channels for directing the ions towards the inner cavity, even at 
high scan rate of 200 mV s−1. But, in case of Cu(OCT), only the exterior smooth surface was available for ions 
adsorption and desorption. The values of specific capacitances with current densities are listed in Table S3 and 
a bar graph showing the comparison of the specific capacitances for both the Cu2O materials at different cur-
rent densities is shown in Fig. 7b. The capacitance retentions at 10 A g−1 were 49.4% for Cu(HN) and 47.6% for 
Cu(OCT), respectively.

The charge transport kinetics of the electrode can be studied by electrochemical impedance spectroscopy 
(EIS) measurements. Using Nyquist plots, information pertaining to electrode-electrolyte interactions, interfa-
cial effects, equivalent series resistance (ESR), etc. can be extracted10,21,34. Figure 7c show that the ESR values for 
Cu(HN) and Cu(OCT) were ~1.26 Ω and ~1.46 Ω, respectively. If a semicircle is present at the higher frequency 
region, it gives the information regarding charge transfer kinetics. In our case, distorted semicircle was observed 
in the high frequency zone, which confirmed low charge transfer resistance at the working electrode and elec-
trolyte interface. This further indicated that the ESR value in Cu(HN) was lower than in case of Cu(OCT). From 
the lower frequency region, typical Warburg type capacitive response was observed in both the morphologies of 

Figure 6. CD curves of (a) Cu-HN and (b) Cu-OCT at different current densities.
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Cu2O. It has been seen that for a flat sheet like electrodes, the Warburg slope remains at 45°and is proportional 
to 1/CD1/2 where ‘C’ and ‘D’ represent concentration of diffusive species and hydrogen diffusion co-efficient, 
respectively57. However, in electrodes based on porous electrodes and the systems, which involve a sequence of 
reactions this relation does not hold true. At lower frequencies, both the materials showed nearly similar kind of 
capacitive behavior in which the slope for Cu(HN) is near to 45° and slightly higher for Cu(OCT). This further 
indicated about the better electrochemical performance Cu(HN) based electrodes. Moreover, it is well known that 
hollow structures provide shorter diffusion length for electron and ion transport39. This leads to lowering of the 
ESR value of Cu2O hollow nanospheres than thesolid octahedrons. This reaffirmed that Cu(HN) was simulating 
better ion intercalation, adsorption and desorption.

The cyclic stability of the electrode materials was investigated at a current density of 5 A g−1. Figure 7d shows 
that the capacitance retention after 3000 cycles was ~99% and 97% in Cu(HN) and Cu(OCT), respectively. The 
typical cycling curves for last 10 cycles are shown in Fig. S6(a, b). This further proved that the materials could be 
used as electrodes of a supercapacitor. The EIS curves indicate slight increase in the ESR values after 3000 cycles, 
as shown in Fig. S7(a,b). The values of ESR increased from ~1.26 Ω to ~1.84 Ω in Cu(HN) and from ~1.46 to 
~2.10 Ω in Cu(OCT). This increase in the ESR values can happen due to electrode degradation as a function of 
cycling. From the lower frequency regions in Fig. S7(a,b), it is clear that the capacitive behavior was reduced in 
case of solid structures whereas it remains constant in Cu(HN) without any considerable degradation.

The electrochemical results obtained from Cu(HN) were compared with some of the recent results on Cu2O 
and their composites (Table 1). The advantages of curved surfaces, low diffusion length, high availability of 

Figure 7. (a) Specific capacitance vs scan rate, (b) bar graph comparing specific capacitance with current 
densities, (c) EIS plots and (d) specific capacitance variation for 3000 subsequent cycles at 5 A g−1 for Cu(HN) 
and Cu(OCT).

Electrode Material
Current density 
(A g−1)

Specific capacitance 
(F g−1) Reference

Cu2O nanoparticle-MWCNT 2.5 132 69

Cu2O microstructures 0.1 144 70

Cu2O/CuO/rGO 1 173 41

Cu2O/rGO 0.1 31 71

Cu2O hollow nanospheres 1.0 144 Present work

Table 1. Comparison of present electrochemical result with some recent results on Cu2O based electrode 
materials.



www.nature.com/scientificreports/

9SCIentIfIC REPORtS |  (2018) 8:1307  | DOI:10.1038/s41598-018-19815-y

surface adsorption sites due to the hollow cavity and pure crystalline nature proved that Cu(HN) would be better 
than the solid counterparts, for supercapacitor applications. The electrochemical performance of synthesized 
CuO hollow nanostructures was also tested (Fig. S8(a–d)and S9(a,b)). The specific capacitance values, at different 
scan rates and current densities, are listed in Table S4. The results showed similar behavior as observed in case of 
Cu(HN), with an appreciable increase in the specific capacitance in comparison to solid counter parts. The values 
are listed in Table 2. There are some reports that deal with the use of other CuO/Cu2O-based composites with 
similar or even higher specific capacitance values58–60. These reports claimed that, with the use of other metal 
oxides or polymers as composite components with CuO/Cu2O, higher values can be achieved. But these studies 
failed to address the aspect cost escalation that would occur due to the use other more expensive components 
and also the problems of forming stable composites in large scale. In addition, there are also some other reports 
that have claimed the enhancement in the specific capacitance by adding suitable conducting elements in the bare 
metal oxides61–65. These conducting elements not only increases the cost of the overall device but also needs tedi-
ous, time consuming and costly processes to form the composite structures with metal oxides. Our work clearly 
shows that hollow morphologies of the same metal oxide can enhance the electrochemical properties without 
the need of any extra additives. This is significant for the industries, as they would prefer to work with simpler, 
conventional, robust, abundant and cost effective metal oxides.

Conclusions
The results clearly indicate that using hollow nanostructures of copper oxide can bring appreciable jump in the 
electrochemical performance in supercapacitors. A simple and scalable one step strategy has been established 
for the synthesis of hollow and solid Cu2O nanoparticles, making it viable for industrial applications. Specific 
capacitance obtained using hollow nanostructures was nearly 70% higher than what could be achieved using 
solid structures (from the CV curves). The associated high cyclability can be directly linked to higher surface 
adsorption sites in hollow structures, along with enhanced channels for electrolyte ion adsorption-desorption. 
This would lead to efficient redox activities and ensure more than 90% coulombic efficiency, which makes the 
material useful for supercapacitors.

Methods
There are many approaches for stabilizing hollow nanostructures. These include hard template based, soft tem-
plate micro/miniemulsions, chemical etching, self-assembly, etc66–68. Direct synthesis of hollow nanostructures, 
at low temperature, is non-trivial and needs specially designed protocols. The synthesis processes used to obtain 
Cu2O and CuO are presented below:

Synthesis of Cu2O materials. Analytical grade reagents, without further purification, were used as raw 
materials. For the synthesis of Cu2O hollow particles (Cu-HN), 2 g of Cu(NO3)2. 6H2O was initially taken in 
80 mL of deionized (DI) water and stirred until a clear blue colored solution was obtained. The solution was then 
heated upto 70 °C and NaOH together with the reducing agent viz., dextrose, were added. The overall concentra-
tion of NaOH and dextrose in the solution were kept at 0.86 M and 0.16 M, respectively. On addition of NaOH 
and dextrose, solution’s color changed to dark blue that, after few minutes, turned to brick red. The solution was 
kept stirring for 60 min to ensure complete reaction. The obtained precipitate was subsequently centrifuged and 
washed three times using de-ionized (DI) water and ethanol. The final precipitate was dried at 80 °C for 12 h in 
vacuum.

To obtain solid Cu2O particles (Cu-OCT), experimental procedure similar to above was followed but with 
reagents concentrations reduced to half. 1 g of Cu(NO3)2.6H2O was mixed with 0.43 M of NaOH and 0.08 M of 
dextrose. Rest of the processes for initiating reaction, purification and annealing were similar.

Cu2O formation in both the cases can be written as:

Cu OH Cu OH2 ( ) (9)2
2+ →+ −

Cu OH C H O H O Cu O C H O H O2 ( ) 3 (10)2 6 12 6 2 2 6 12 7 2+ + → + +

Electrode Material Scan rate (mV s−1) Specific capacitance (F g−1) Reference

CuO nanoparticles 10 76 72

CuO-PAA thin films 40 30 73

CuO nanostructures 5 96 74

CuO nanoflower-rGO 5 136 74

CuO nanoparticles 10 20 75

CuO nanoparticles-rGO 10 80 75

CuO hollow 
nanostructures 10 140 Present work

Table 2. Comparison of present electrochemical result with some recent results on CuO based electrode 
materials.



www.nature.com/scientificreports/

1 0SCIentIfIC REPORtS |  (2018) 8:1307  | DOI:10.1038/s41598-018-19815-y

Synthesis of CuO hollow nanostructures. For the synthesis of hollow CuO, a strategy reported earlier 
by our group was used43.

Characterization techniques. The phase formation of the synthesized materials was confirmed by analyzing the 
powder XRD profiles in the 2θ range 15–80° using the PAN Analytical diffractometer with Cu-Kα (λ = 0.15406 nm) 
as the incident wavelength. Scanning Electron Microscopy (SEM CARL ZEISS SUPRA 40) and transmission electron 
microscopy (TEMFEI-TECHNAI G220S-Twin operated at 200 kV) were used for undertaking the morphological anal-
ysis. Elemental analysis was done by analyzing EDAX spectra obtained using SEM CARL ZEISS SUPRA 40.Zeta poten-
tial and particle size measurements were performed using a Horiba Scientific Nano Particle Analyzer SZ-100.The BET 
surface area calculation and N2 adsorption-desorption data were obtained from Quantachrome Novatouch surface area 
analyzer. The artificial crystal morphological studies were performed using the SHAPE V7.3 software.

Electrochemical measurements. Electrochemical measurements were performed using a three-electrode con-
figuration having Ag/AgCl as the reference electrode and a platinum rod as the counter electrode. 2 M KOH aqueous 
solution was utilized as electrolyte. Slurries for both the Cu(HN) and Cu(OCT) were prepared separately. For the slurry 
preparation, 80 wt% of active material (Cu(HN)/Cu(OCT)), 10 wt% of activated carbon, and 10 wt% polyvinylidene 
fluoride were mixed using acetone as the mixing media. For homogenization, the mixture was stirred at 80 °C for 
5 h. The slurry was drop casted onto a graphite sheet (1 cm × 1 cm) and electrochemical measurements such as: cyclic 
voltammetry, galvanostatic charge–discharge and electrochemical impedance spectroscopy were performed using the 
MetrohmAutolab (PGSTAT302N). EIS measurements were performed in the frequency range from 0.01 Hz to 100 kHz.

References
 1. Vineetha, C. P. & Babu, C. A. Economie analysis of off grid and on grid hybrid power system. IEEE exp., 473–478 (2014).
 2. Ataei, A., Nedaei, M., Rashidi, R. & Yoo, C. Optimum design of an off-grid hybrid renewable energy system for an office building. 

IRESR7, 053123 (2015).
 3. Dunn, B., Kamath, H. & Tarascon, J. M. Electrical energy storage for the grid: a battery of choices. Science 334, 928–935 (2011).
 4. Walsh, A., Padure, N. P. & Il Seok, S. Physical chemistry of hybrid perovskite solar cells. Phys. Chem. Chem. Phys. 18, 27024–27025 

(2016).
 5. Eberle, U., Müller, B. & von Helmolt, R. Fuel cell electric vehicles and hydrogen infrastructure: status 2012. Energy Environ. Sci. 5, 

8780 (2012).
 6. Grätzel, M. Dye-sensitized solar cells. J. Photochem. Photobiol. 4, 145–153 (2003).
 7. Singh, I. & Chandra, A. Need for optimizing catalyst loading for achieving affordable microbial fuel cells. Bioresour. Technol. 142, 

77–81 (2013).
 8. Pimentel, D. Biofuels, Solar and Wind as Renewable Energy Systems. Springer Netherlands, 1–504 (2008).
 9. Singh, A. & Chandra, A. Significant Performance Enhancement in Asymmetric Supercapacitors based on Metal Oxides, Carbon 

nanotubes and Neutral Aqueous Electrolyte. Sci. Rep. 5, 15551 (2015).
 10. Singh, A., Akhtar, M. A. & Chandra, A. Trade-off between capacitance and cycling at elevated temperatures in redox additive 

aqueous electrolyte based high performance asymmetric supercapacitors. Electrochim. Acta 229, 291–298 (2017).
 11. Goodenough, J. B. & Park, K. S. The Li-ion rechargeable battery: a perspective. J. Am. Chem. Soc. 135, 1167–1176 (2013).
 12. Choi, J. W. & Aurbach, D. Promise and reality of post-lithium-ion batteries with high energy densities. Nat. Rev. Mat. 1, 16013 

(2016).
 13. Armand, M. & Tarascon, J. M. Building better batteries. Nature 451, 652–657 (2008).
 14. Obreja, V. V. N. On the performance of supercapacitors with electrodes based on carbon nanotubes and carbon activated 

material—A review. Physica E Low Dimens. Syst. Nanostruct. 40, 2596–2605 (2008).
 15. Zhi, M., Xiang, C., Li, J., Li, M. & Wu, N. Nanostructured carbon–metal oxide composite electrodes for supercapacitors: a review. 

Nanoscale 5, 72–88 (2013).
 16. Wang, G., Zhang, L. & Zhang, J. A review of electrode materials for electrochemical supercapacitors. Chem. Soc. Rev 41, 797–828 (2012).
 17. Chandra, A. Supercapacitors: An Alternate Technology for Energy Storage. P. NATL. A.SCI. INDIA A 82, 79–90 (2012).
 18. Conway, B. E. Electrochemical supercapacitors: scientific fundamentals and technological applications. (Springer Science & Business 

Media, 2013).
 19. Zhang, L. L. & Zhao, X. Carbon-based materials as supercapacitor electrodes. Chem. Soc. Rev 38, 2520–2531 (2009).
 20. El-Kady, M. F. & Kaner, R. B. Scalable fabrication of high-power graphene micro-supercapacitors for flexible and on-chip energy 

storage. Nat. Commun. 4, 1475 (2013).
 21. Cheng, Q. et al. Graphene and carbon nanotube composite electrodes for supercapacitors with ultra-high energy density. Phys. 

Chem. Chem. Phys. 13, 17615–17624 (2011).
 22. Ji, J. et al. Advanced Graphene-Based Binder-Free Electrodes for High-Performance Energy Storage. Adv. Mater. 27, 5264–5279 (2015).
 23. Cottineau, T., Toupin, M., Delahaye, T., Brousse, T. & Belanger, D. Nanostructured transition metal oxides for aqueous hybrid 

electrochemical supercapacitors. Appl. Phys. A 82, 599–606 (2006).
 24. Singh, A. & Chandra, A. Enhancing Specific Energy and Power in Asymmetric Supercapacitors - A Synergetic Strategy based on the 

Use of Redox Additive Electrolytes. Sci. Rep. 6, 25793 (2016).
 25. Ye, J. et al. Facile Synthesis of Hierarchical CuO Nanoflower for Supercapacitor Electrodes. J. Electron. Mater. 45, 4237–4245 (2016).
 26. Yin, B. S. et al. In Situ Growth of Free-Standing All Metal Oxide Asymmetric Supercapacitor. ACS Appl. Mater. Interfaces 8, 

26019–26029 (2016).
 27. Radhamani, A. V., Shareef, K. M. & Rao, M. S. ZnO@MnO2 Core-Shell Nanofiber Cathodes for High Performance Asymmetric 

Supercapacitors. ACS Appl. Mater. Interfaces 8, 30531–30542 (2016).
 28. Xiong, S., Yuan, C., Zhang, X., Xi, B. & Qian, Y. Controllable synthesis of mesoporous Co3O4 nanostructures with tunable 

morphology for application in supercapacitors. Chemistry 15, 5320–5326 (2009).
 29. Lang, X., Hirata, A., Fujita, T. & Chen, M. Nanoporous metal/oxide hybrid electrodes for electrochemical supercapacitors. Nat. 

Nanotechnol. 6, 232–236 (2011).
 30. Chittofrati, A. & Matijević, E. Uniform particles of zinc oxide of different morphologies. Colloids Surf. 48, 65–78 (1990).
 31. Subramanian, V. Mesoporous anhydrous RuO2 as a supercapacitor electrode material. Solid State Ion. 175, 511–515 (2004).
 32. Saravanakumar, B., Purushothaman, K. K. & Muralidharan, G. Interconnected V2O5 nanoporous network for high-performance 

supercapacitors. ACS Appl. Mater. Interfaces 4, 4484–4490 (2012).
 33. Sun, S. et al. Identifying pseudocapacitance of Fe2O3 in an ionic liquid and its application in asymmetric supercapacitors. J. Mater. 

Chem. A 2, 14550–14556 (2014).
 34. Kim, M., Choi, J., Oh, I. & Kim, J. Design and synthesis of ternary Co3O4/carbon coated TiO2 hybrid nanocomposites for asymmetric 

supercapacitors. Phys. Chem. Chem. Phys. 18, 19696–19704 (2016).



www.nature.com/scientificreports/

1 1SCIentIfIC REPORtS |  (2018) 8:1307  | DOI:10.1038/s41598-018-19815-y

 35. Yang, C., Zhou, M. & Xu, Q. Three-dimensional ordered macroporous MnO2/carbon nanocomposites as high-performance 
electrodes for asymmetric supercapacitors. Phys. Chem. Chem. Phys. 15, 19730–19740 (2013).

 36. Ren, S. et al. Fabrication of high-performance supercapacitors based on hollow SnO2 microspheres. J. Solid State Electrochem. 18, 
909–916 (2013).

 37. Huang, M., Li, F., Dong, F., Zhang, Y. X. & Zhang, L. L. MnO2-based nanostructures for high-performance supercapacitors. J. Mater. 
Chem. A 3, 21380–21423 (2015).

 38. Kumar, R., Rai, P. & Sharma, A. Facile synthesis of Cu2O microstructures and their morphology dependent electrochemical 
supercapacitor properties. RSC Adv. 6, 3815–3822 (2016).

 39. Shinde, S. K., Dubal, D. P., Ghodake, G. S. & Fulari, V. J. Hierarchical 3D-flower-like CuO nanostructure on copper foil for 
supercapacitors. RSC Adv. 5, 4443–4447 (2015).

 40. Zhao, J. et al. Construction of CuO/Cu2O@CoO core shell nanowire arrays for high-performance supercapacitors. Surf. Coat. 
Technol. 299, 15–21 (2016).

 41. Wang, K., Dong, X., Zhao, C., Qian, X. & Xu, Y. Facile synthesis of Cu2O/CuO/RGO nanocomposite and its superior cyclability in 
supercapacitor. Electrochim. Acta 152, 433–442 (2015).

 42. Chen, L. et al. Copper Salts Mediated Morphological Transformation of Cu2O from Cubes to Hierarchical Flower-like or 
Microspheres and Their Supercapacitors Performances. Sci. Rep.5, (2015).

 43. Singh, I., Landfester, K., Chandra, A. & Muñoz-Espí, R. A new approach for crystallization of copper(ii) oxide hollow nanostructures 
with superior catalytic and magnetic response. Nanoscale 7, 19250–19258 (2015).

 44. Lee, J.-H. Gas sensors using hierarchical and hollow oxide nanostructures: overview. Sens. Actuator B-Chem. 140, 319–336 (2009).
 45. Lou, X. W., Wang, Y., Yuan, C., Lee, J. Y. & Archer, L. A. Template-Free Synthesis of SnO2 Hollow Nanostructures with High Lithium 

Storage Capacity. Adv. Mater. 18, 2325–2329 (2006).
 46. Cao, S.-W., Zhu, Y.-J., Ma, M.-Y., Li, L. & Zhang, L. Hierarchically nanostructured magnetic hollow spheres of Fe3O4 and γ-Fe2O3: 

preparation and potential application in drug delivery. J. Phys. Chem. C 112, 1851–1856 (2008).
 47. Chetia, T. R., Barpuzary, D. & Qureshi, M. Enhanced photovoltaic performance utilizing effective charge transfers and light 

scattering effects by the combination of mesoporous, hollow 3D-ZnO along with 1D-ZnO in CdS quantum dot sensitized solar cells. 
Phys. Chem. Chem. Phys. 16, 9625–9633 (2014).

 48. Cao, Y., Fan, J., Bai, L., Yuan, F. & Chen, Y. Morphology Evolution of Cu2O from Octahedra to Hollow Structures. Cryst. Growth Des. 
10, 232–236 (2010).

 49. Wang, X., Chen, M., He, Y. & Zhu, J. Shape-controlled preparation of Cu2O crystals and their growth mechanism. J. Alloys Compd. 
628, 50–56 (2015).

 50. Zhang, W. et al. Rose rock-shaped nano Cu2O anchored graphene for high-performance supercapacitors via solvothermal route. J. 
Power Sources 318, 66–75 (2016).

 51. Behera, M. & Giri, G. Green synthesis and characterization of cuprous oxide nanoparticles in presence of a bio-surfactant. MATER 
SCI-POLAND32 (2014).

 52. Akhtar, M. A., Sharma, V., Biswas, S. & Chandra, A. Tuning porous nanostructures of MnCo2O4for application in supercapacitors 
and catalysis. RSC Adv. 6, 96296–96305 (2016).

 53. Roberts, A. J. & Slade, R. C. T. Effect of specific surface area on capacitance in asymmetric carbon/α-MnO2 supercapacitors. 
Electrochim. Acta 55, 7460–7469 (2010).

 54. Sun, W., Song, Y., Gong, X. Q., Cao, L. M. & Yang, J. Hollandite Structure K(x approximately 0.25)IrO2 Catalyst with Highly Efficient 
Oxygen Evolution Reaction. ACS Appl. Mater. Interfaces 8, (820–826 (2016).

 55. Ardizzone, S., Fregonara, G. & Trasatti, S. “Inner” and “outer” active surface of RuO2 electrodes. Electrochim. Acta3 5, 263–267 
(1990).

 56. Sugimoto, W., Kizaki, T., Yokoshima, K., Murakami, Y. & Takasu, Y. Evaluation of the pseudocapacitance in RuO2 with a RuO2/GC 
thin film electrode. Electrochim. Acta 49, 313–320 (2004).

 57. Wang, X. Impedance studies of nickel hydroxide microencapsulated by cobalt. Int. J. Hydrog. Energy 24, 973–980 (1999).
 58. Zhang, Y. X., Kuang, M. & Wang, J. J. Mesoporous CuO–NiO micropolyhedrons: facile synthesis, morphological evolution and 

pseudocapcitive performance. CrystEngComm 16, 492–498 (2014).
 59. Chen, H., Zhou, M., Wang, T., Li, F. & Zhang, Y. X. Construction of unique cupric oxide–manganese dioxide core–shell arrays on a 

copper grid for high-performance supercapacitors. J. Mater. Chem. A 4, 10786–10793 (2016).
 60. Du, D. et al. Preparation of a hybrid Cu2O/CuMoO4 nanosheet electrode for high-performance asymmetric supercapacitors. J. 

Mater. Chem. A 4, 17749–17756 (2016).
 61. Tang, P.-Y. et al. Synergistic effects in 3D honeycomb-like hematite nanoflakes/branched polypyrrole nanoleaves heterostructures as 

high-performance negative electrodes for asymmetric supercapacitors. Nano Energy 22, 189–201 (2016).
 62. Zhao, X. et al. Incorporation of manganese dioxide within ultraporous activated graphene for high-performance electrochemical 

capacitors. ACS Nano 6, 5404–5412 (2012).
 63. Wu, P. et al. A Low-Cost, Self-Standing NiCo2O4@CNT/CNT Multilayer Electrode for Flexible Asymmetric Solid-State 

Supercapacitors. Adv. Funct. Mater. 27, 1702160 (2017).
 64. Ji, J. et al. Nanoporous Ni(OH)2 thin film on 3D Ultrathin-graphite foam for asymmetric supercapacitor. ACS Nano 7, 6237–6243 

(2013).
 65. Ji, W. et al. Polypyrrole encapsulation on flower-like porous NiO for advanced high-performance supercapacitors. Chem. Commun. 

(Camb) 51, 7669–7672 (2015).
 66. Zhao, Y., Chen, M. & Wu, L. Recent progress in hollow sphere-based electrodes for high-performance supercapacitors. 

Nanotechnology 27, 342001 (2016).
 67. Lou, X. W., Archer, L. A. & Yang, Z. Hollow Micro-/Nanostructures: Synthesis and Applications. Adv. Mater. 20, 3987–4019 (2008).
 68. Singh, I., Landfester, K., Munoz-Espi, R. & Chandra, A. Evolution of hollow nanostructures in hybrid Ce1-xCuxO2 under droplet 

confinement leading to synergetic effects on the physical properties. Nanotechnology 28, 075601 (2017).
 69. Haniff, M. A. S. M. et al. Nitrogen-doped multiwalled carbon nanotubes decorated with copper(I) oxide nanoparticles with 

enhanced capacitive properties. J. Mater. Sci. 52, 6280–6290 (2017).
 70. Chen, L. et al. Copper salts mediated morphological transformation of Cu2O from cubes to hierarchical flower-like or microspheres 

and their supercapacitors performances. Sci. Rep. 5, 9672 (2015).
 71. Li, B., Cao, H., Yin, G., Lu, Y. & Yin, J. Cu2O@reduced graphene oxide composite for removal of contaminants from water and 

supercapacitors. J. Mater. Chem. 21, 10645 (2011).
 72. Gholivand, M. B., Heydari, H., Abdolmaleki, A. & Hosseini, H. Nanostructured CuO/PANI composite as supercapacitor electrode 

material. Mater. Sci. Semicond. Process. 30, 157–161 (2015).
 73. Shaikh, J. S., Pawar, R. C., Moholkar, A. V., Kim, J. H. & Patil, P. S. CuO–PAA hybrid films: Chemical synthesis and supercapacitor 

behavior. Appl. Surf. Sci. 257, 4389–4397 (2011).
 74. Sudhakar, Y. N., Hemant, H., Nitinkumar, S. S., Poornesh, P. & Selvakumar, M. Green synthesis and electrochemical characterization 

of rGO–CuO nanocomposites for supercapacitor applications. Ionics 23, 1267–1276 (2016).
 75. Bu, I. Y. Y. & Huang, R. Fabrication of CuO-decorated reduced graphene oxide nanosheets for supercapacitor applications. Ceram. 

Int. 43, 45–50 (2017).



www.nature.com/scientificreports/

1 2SCIentIfIC REPORtS |  (2018) 8:1307  | DOI:10.1038/s41598-018-19815-y

Acknowledgements
The authors acknowledge the financial support received from DST (India) under the MES scheme to pursue work 
under the project entitled: “Hierarchically nanostructures energy materials for next generation Na-ion based 
energy storage technologies and their use in renewable energy systems”.

Author Contributions
All the experiments and measurements reported for Cu2O nanostructures were performed by Mr. Vikas Sharma. 
Work related to CuO was performed by Mr. Inderjeet Singh as part of his Ph.D program. Both the Ph.D students 
(VS and IS) worked under the direct supervision of Prof. Amreesh Chandra, who also planned the projects 
and contributed equally at each step of data analysis. All the authors have carefully checked and finalized the 
manuscript.

Additional Information
Supplementary information accompanies this paper at https://doi.org/10.1038/s41598-018-19815-y.
Competing Interests: The authors declare that they have 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/s41598-018-19815-y
http://creativecommons.org/licenses/by/4.0/

	Hollow nanostructures of metal oxides as next generation electrode materials for supercapacitors
	Results and Discussions
	Characterization and growth mechanisms. 
	Electrochemical studies. 

	Conclusions
	Methods
	Synthesis of Cu2O materials. 
	Synthesis of CuO hollow nanostructures. 
	Characterization techniques. 
	Electrochemical measurements. 

	Acknowledgements
	Figure 1 (a,c) SEM, (b,d) TEM images and (e,f) particle size distribution of Cu(HN) and Cu(OCT), respectively.
	Figure 2 (a) Artificial crystal morphologies of Cu2O crystal explaining growth of Cu(HN) and Cu(OCT), (b1-b4) Growth mechanism Cu(HN) and (c1-c4) Cu(OCT).
	Figure 3 CV profiles of (a) Cu(HN), (b) Cu(OCT) at different scan rates, (c) Voltammetric charge at different scan rates for Cu(HN) and Cu(OCT) and (d) voltammetric charge q* plot as a function of V−1/2, where V is scan rate.
	Figure 4 Zeta potential curves for Cu(HN) and Cu(OCT).
	Figure 5 Schematic scheme of the ion interaction with electrode for Cu(HN) and Cu(OCT) as electrode materials.
	Figure 6 CD curves of (a) Cu-HN and (b) Cu-OCT at different current densities.
	Figure 7 (a) Specific capacitance vs scan rate, (b) bar graph comparing specific capacitance with current densities, (c) EIS plots and (d) specific capacitance variation for 3000 subsequent cycles at 5 A g−1 for Cu(HN) and Cu(OCT).
	Table 1 Comparison of present electrochemical result with some recent results on Cu2O based electrode materials.
	Table 2 Comparison of present electrochemical result with some recent results on CuO based electrode materials.




