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Abstract: The synthesis of CaCO3/Cu2O/GO nanocomposites was developed by sol-gel auto-combustion
method. The analysis of structure was completed on X-ray diffraction (XRD), Fourier transform infrared
spectroscopy (FTIR), Raman spectroscopy, and environmental scanning electron microscopy (ESEM). The
XRD spectra of the nanocomposites matched the crystal structure of CaCO3/Cu2O. The average crystal
size was 20 nm for Cu2O and 25 nm for CaCO3 nanoparticles. FTIR data showed the absorption bands
of Cu2O and GO. Raman spectroscopy data confirmed the formation of GO sheets. ESEM micrographs
displayed spherical nanoparticles dispersed in GO sheets. X-ray photoelectron spectroscopy showed the
peaks of Cu 2p, O 1s, C 1s, Cu 3s, and Ca 2p. The spectra of optical absorption revealed an absorption
band of around 450 nm. The calcium content increase led to a decrease in the optical energy gap from
2.14 to 1.5 eV. The production of hydrogen from NaBH4 across the methanolysis reaction was accelerated
by the CaCO3/Cu2O/GO nanocomposites. Therefore, these nanocomposites are superior in catalytic
hydrogen production systems.

Keywords: Cu2O/GO nanocomposites; graphene oxide; energy gap; hydrogen gas; NaBH4

1. Introduction

Hydrogen has been recognized as a promising energy carrier due to its high energy
content, renewability, and zero emission of pollutants when used [1]. Hydrogen can be
produced from various sources such as water, natural gas, coal, and biomass, and the
production technology is becoming increasingly mature and diverse. Among these sources,
water is considered to be the most promising because it is abundant and carbon-free. The
electrolysis of water is one of the most common methods for the production of hydrogen,
and it involves the use of electricity to split water into hydrogen and oxygen [2]. However,
the traditional electrolysis process suffers from low energy efficiency and high production
costs, which limit its large-scale application. Therefore, there is still a great need to develop
new and efficient methods for hydrogen production to meet the increasing energy demand
and promote sustainable development [3]. Catalytic hydrogen production is a key area of
research in the utilization of renewable energy sources. This process involves the use of a
catalyst to facilitate the production of hydrogen gas through the splitting of water molecules
into hydrogen and oxygen. Hydrogen is an important fuel source due to its abundance
and potential as a clean energy carrier. However, current methods of hydrogen production
rely heavily on non-renewable sources such as fossil fuels or inefficient electrolysis pro-
cesses [4]. The development of efficient and inexpensive catalysts for hydrogen production
is therefore critical to realizing a sustainable, low-carbon future. In recent years, significant
progress has been made in the development of novel catalysts for hydrogen production,
and this research continues to be an important topic of investigation for scientists and
engineers alike [5].
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Nanometal oxides are a class of materials that have received considerable attention in
recent years due to their unique physicochemical properties and potential applications [6–8].
These materials consist of metal cations such as iron, zinc, and titanium, which are bonded
to oxygen anions in a crystalline lattice structure. The small size of these particles, typically
in the range of 1–100 nanometers, results in a high surface area-to-volume ratio, which
enhances their reactivity and alters their electronic and magnetic properties [9]. Nanometal
oxides have been found to exhibit improved catalytic activity [10], increased adsorption
and magnetic properties [11], and enhanced electrical conductivity compared to their bulk
counterparts [12]. These properties make them attractive for various applications, includ-
ing catalysis, energy storage [13], sensors [11], biomedical imaging, and environmental
remediation [14]. However, research on the synthesis, characterization, and application of
nanometal oxides is still in its early stages, and much work remains to be performed to
fully understand their behavior and potential.

Copper oxides (Cu2O) are semiconductor nanomaterials with a cubic crystal struc-
ture that exhibit unique electrical, optical, and catalytic properties [15]. The synthesis of
nano-Cu2O has become increasingly important due to its potential applications in energy
conversion, environmental remediation, and sensing technologies [16]. Moreover, Cu2O
has a bandgap energy of 2.17 eV, which makes it an ideal material for optoelectronics,
including photovoltaic and catalytic applications [17]. Its unique electrical properties, such
as the ability to transport both electrons and holes [18], provide a basis for using it in
various sensing and catalytic processes. In addition, Cu2O also exhibits excellent thermal
stability, chemical resistance, and mechanical robustness, making it suitable for use in
harsh or corrosive environments [19]. Cu2O has a wide range of potential applications
in the fields of energy, environment, and biotechnology. These applications include the
development of solar cells, catalysts, sensors, and catalytic materials for pollutant removal
and hydrogen production. Additionally, Cu2O has shown promising results in the field
of biomedical technology, particularly for use in drug delivery and imaging. Cu2O is a
promising nanomaterial with unique electrical, optical, and catalytic properties that have
attracted much attention in recent years. Its potential applications in various fields make it
a promising candidate for future research and development. Understanding its properties,
structure, and synthesis is critical in advancing the field of nanomaterials and unlocking its
full potential [20].

Catalytic hydrogenation is an essential reaction in many chemical and industrial
processes such as fuel production, pharmaceutical synthesis, and fine chemical manufac-
turing [21]. There are several benefits to producing H2 catalytically from NaBH4 solutions:
H2 can be produced even at low temperatures, NaBH4 solutions are nonflammable, the
reaction products are ecologically benign, and the rate of H2 production is readily regulated.
Moreover, the dehydrogenation of sodium borohydride (NaBH4) specifically has become a
popular method for hydrogen generation in fuel cells, as it is a safe, stable, and volumet-
rically promising storage medium for hydrogen [22]. Lower catalytic activity is resulted
from the heterogeneous catalysts’ small surface areas since the surface area of a catalyst
directly affects its activity. In order to boost the catalytic activity, metal nanoparticles with a
large surface area are therefore promising. Metal oxides have emerged as excellent catalysts
for NaBH4 hydrolysis, and their effectiveness depends on their structure and composition,
crystallinity, and surface area. Indeed, these catalysts are less expensive than transition
metal catalysts and can provide high catalytic activity. The reaction is usually carried out at
higher temperatures to maximize the yield of hydrogen gas [23].

There are several catalysts that can be used to enhance the rate of hydrogen release
from sodium borohydride, including metal oxide catalysts such as Fe2O3 [24], NiO [25],
and Co3O4 [26]. These studies suggest that high surface area and small particle size of
the metal oxides can enhance the reaction rate and hydrogen production yield. Moreover,
Komal N. et al. [27] have reported the hydrogen production efficiency of NaBH4 reduction
in FeCuCo oxide catalyst, created through a combustion synthesis method. Their stud-
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ies demonstrated that a high activity toward hydrogen generation, which had the best
performance, generated hydrogen at a rate of 1380 mL/min/g.

Physical vapor deposition, ball milling, laser ablation, and electron beam evaporation
are examples of physical synthesis techniques for nanomaterials, although these techniques
need expensive infrastructure and equipment [28]. One of the oldest ways of crystal
formation, the sol-gel process, is characterized as a wet-chemical approach that is widely
employed in the domains of materials science and engineering. The sol-gel technique is a
low-cost technology with strong control over the chemical composition of the products due
to the low reaction temperature. It is a common and practical way for creating nanoparticles
with various chemical compositions. The excellent product purity, narrow particle size
distribution, and creation of homogeneous nanostructure at low temperatures are the
key benefits of the sol-gel technique [29]. The concepts of employing the sol-gel process
succeeded in producing highly dispersed powders of oxide nanomaterials. During the
combustion process, the organic materials in the gel burn and generate heat, which causes
the metal ions to reduce to their metallic form and nucleate to form nanoparticles. This
method is highly versatile and can be used to prepare a wide range of nanomaterials,
including metal oxides, ceramics, and composites. The gel’s drying conditions may be
controlled to provide nanosized porosity and a large surface area [30]. Industrial catalysts
of all kinds are inserted into the pores of nanoporous materials, and as a result of these
materials’ extremely highly active surface areas, the catalytic efficiency of these materials
rises, and the price of the end product reduces [31]. To the best of our knowledge, no
research work was detected for the preparation and application of CaCO3/Cu2O/GO
nanocomposites for catalytic hydrogen evolution.

Based on the above, the present work considers the synthesis of CaCO3/Cu2O/GO
nanocomposites by sol-gel auto-combustion method. The microstructure analysis of the
synthesized samples was investigated on XRD, FTIR, and ESEM techniques. The surface
area BET of the nanocomposites was acquired on a surface area and pore size analyzer. The
optical absorption spectroscopy was studied in the UV–Vis wavelength range. Finally, the
role of nanocomposites as a catalyst for hydrogen evolution from the reaction of methanol–
NaBH4 was developed at 293 K.

2. Results and Discussion

X-ray diffraction was carried out after sample preparation to gain proof that the
nanoparticles generated are originally combined of CaCO3/Cu2O/GO nanoparticles with
different doping ratios (0.0, 15.0, and 30.0% of calcium carbonate). XRD patterns of Cu2O
sample with and without loaded Ca are presented in Figure 1. In Figure 1, for Cu2O, the
obtained diffraction pattern clearly matches the copper oxide (Cu2O) characteristic. The
peaks appear at 2θ = 29.6◦, 36.4◦, 43.2◦, 50.3◦, 61.4◦, and 74◦, representing Cu2O (JCPDS
78-2076), and its planes are corresponding to (110), (111), (200), (211), (220), and (311),
respectively [32].
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In addition, the samples Cu1.7Ca0.3O and Cu1.4Ca0.6O had additional peaks observed
at 2θ = 35.6◦, 46.6◦, and 48.8◦, corresponding to (110), (202), and (018) crystallographic
planes of CaCO3, respectively [33]. Only one additional peak was detected in a sample
containing a higher Ca concentration at 2θ = 23.9◦, which corresponded to (012) and was
assigned to crystallographic planes of rhombohedral calcite, CaCO3 [30]. From these
outcomes, it can be inferred that the CaCO3 nanoparticles coated the surface of Cu2O and
were supported on a GO nanosheet.

The Debye–Scherrer equation was used to determine the crystallite size diameter (D)
for all samples [34–36]:

D =
kλ

βcosθ
(1)

where β FWHM (full-width at half-maximum or half-width) is expressed in radians,
λ is the X-ray wavelength (1.5406 Å), θ is the location of the diffraction peak at maxi-
mum, and k is referred to as the shape factor, and it typically takes a value of 0.9. All Cu2O
samples were found to have an average crystallite size of about 20 nm, while the crystal
size of CaCO3 was 25 nm. This confirms the formation of a CaCO3 layer on the surface of
Cu2O nanoparticles.

Fourier transform infrared spectroscopy (FTIR) was used to characterize the functional
composition of all samples. Figure 2 shows the FTIR spectra of the pure Cu2O and different
concentrations of Cu2CaO in the range of 500 cm−1 to 4000 cm−1. All the samples displayed
similar peaks in the range 500 cm−1 to 1000 cm−1, namely 486 cm−1 and 611 cm−1. These
two bands are attributed to the stretching vibration between copper and oxygen in the
Cu2O phase, and similar results were reported in ref. [37–39].
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Figure 2. FTIR spectra of Cu2O/GO and different concentrations of Cu2CaO/GO.

Moreover, intense bands were detected in all samples in the range between 1000 cm−1

and 1600 cm−1, in particular, at 1292, 1467 cm−1 for Cu2O and ~1415 cm−1 for samples
containing Ca. These bands were not reported previously in the standard FTIR spectrum
of Cu2O. Therefore, these peaks might originate from the formation of graphite oxides
that were produced from gelatin combustion during the chemical processing—similar
results were reported by Chao Xu et al. [40]. The vibration bands of carbonate anions were
depicted by the stretching vibration of C–O at 1361 cm−1 [41]. As can be seen, the peaks’
intensities reduced in a composite material containing Ca, as compared to the Cu2O sample.
This can be explained by the fact that the concentration of the components of composite
was lower than the pure samples. Another possible reason for the significant reduction in
the intensity is that the graphene oxides converted to a reduced graphene oxide (RGO) [42].

Raman spectroscopy is a non-destructive analytical technique used to identify and
characterize materials based on their molecular vibrations. Figure 3 shows the results from
the Raman spectra of the Cu2−xCaxO/GO nanostructures. The infrared allowed mode
Γ(2)

15− (TO) for Cu2O belonged to the band seen at 622 cm−1 [43]. At 1300 cm−1, the
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D band of the GO was identified [44]. A shift to the lower wavenumber of 960 cm−1 was
caused by the rise in calcium concentration (0.3–0.6). The GO sheets were therefore reduced,
as described in the literature [45]. Carbonyl and carboxylic groups exhibit a C=O stretching
vibration, which caused the strong band at 2030 cm−1 [46]. These results all support the
reduction in GO, following the addition of calcium. Furthermore, the band detected at
2805 cm−1 belonged to the 2D band of the GO [47]. At 30% of calcium, the position of this
band shifted to 2431 cm−1.
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Figure 4a–c displays the ESEM micrographs of the CaCO3/Cu2O/GO nanocomposites.
From these micrographs, nanosphere forms were dispersed into GO sheets for each sample.
The GO sheets were reduced to thick layers as the ratio of Ca increased. The EDX data
reported in Figure 4d reveal the compositional ratios of Cu, Ca, O, and C. The ratios of
these elements agree with the nominal compositions.
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The TEM micrographs of Cu2O/GO, Cu1.7Ca0.3O/GO, and Cu1.4Ca0.6O/GO nanocom-
posites are displayed in Figure 5a–c. The nanoparticles of Cu2−xCaxO were supported on
GO nanosheets. These results match well with the ESEM micrographs shown in Figure 4.
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XPS is widely used in various fields such as materials science, nanotechnology, and
surface chemistry for the analysis of nanomaterials. The Cu2O/GO, Cu1.7Ca0.3O/GO,
and Cu1.4Ca0.6O/GO samples’ wide-range XPS spectra are shown in Figure 6a and show
Cu 2p, O 1s, C 1s, Cu 3s, and Ca 2p. The peak of C 1s at 287.08 eV is attributed to C=O,
confirming the presence of GO in all samples. The fact that this peak moved to 289.08
at 30% of calcium shows that graphene oxide was converted to rGO [48]. The Auger Cu
LMM triplet of Cu2O was detected at binding energies between 570 and 721 eV [49]. The
presence of Ca 2p was confirmed by the peak at 548.08 eV for the samples Cu1.7Ca0.3O/GO
and Cu1.4Ca0.6O/GO [50]. b depicts the high-resolution Cu 2p spectra for all samples. The
graph of the Cu2O/GO sample shows two peaks at 935.78 and 955.48 eV, which correspond
to Cu 2p3/2 and Cu 2p1/2 of CuO [51]. Moreover, the position of these peaks shifted to
lower binding energies with the increase in calcium ratios. The satellite peaks located at
943.88 and 968.32 eV correspond to Cu(II) species at the Cu2O surface [52]. Figure 6c shows
the peaks of O 1s, which have binding energies of 532.08 and 535.08 eV. These peaks are
assigned to dissociated oxygen species and OH groups [53].
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The nitrogen isotherms completed at 77 K for CaCO3/Cu2O/GO nanocomposites were
plotted in Figure 7. The nanocomposites that were synthesized exhibit a distinctive hystere-
sis loop of a type-IV isotherm. BET surface area values for Cu2O/GO, Cu1.7Ca0.3O/GO,
and Cu1.4Ca0.6O/GO nanocomposites were 122, 162, and 180 m2/g, respectively. The
surface area of the samples showed a large increase with the addition of calcium. Moreover,
the nanocomposites of Cu2O/GO, Cu1.7Ca0.3O/GO, and Cu1.4Ca0.6O/GO had an average
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BJH pore size of 2.32, 2.32 and 2.15 nm. These pore sizes confirm the mesoporous structure
of the samples that appear because of gaseous release during the combustion process.
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Figure 7. Nitrogen isotherms of CaCO3/Cu2O/GO.

The absorption spectrum was used to examine the optical characteristics of
Cu2−xCaxO/GO nanocomposites. The UV-Vis absorption spectra of Cu2−xCaxO/GO
nanocomposites are represented in Figure 8a. The spectra of all samples displayed an
absorption band of around 450 nm that is characteristic of Cu2O [38]. The broadening of
this absorption band increases with the increase in calcium content.
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One of the most important elements of the electron structure of materials is the energy
gap, which expresses the inter-band transitions [54]. We can consider the relationship
between the absorption coefficient (αhv) and the photon energy (hv), which was formulated
by Tauc [55–57], in the case of direct transitions to determine the optical energy gap (Eopt):

αhv = B
(
hv − Eopt

)0.5 (2)

where B is a constant. Absorption coefficient calculations were performed and (αhv)2 vs. hv
data were plotted in Figure 8b. To calculate the optical energy gap, the intersection of the
straight lines with the x-axis was set at zero photon energy. The calculations presented
different values for the energy gap for the samples Cu2O/GO, Cu1.7Ca0.3O/GO, and
Cu1.4Ca0.6O/GO, which are 2.14, 1.81 and 1.50 eV. We can discern that increasing the rate of
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calcium in the composites led to a decrease in the energy gap, and this is related to defects
in the structure and the formation of new levels in the forbidden band gap [58].

The composites of graphene and metal oxide provide distinctive surface and electronic
properties that qualify them for use as a catalyst to activate hydrogen production. Mean-
while, the self-dissociation of sodium borohydride in methanol is a good mechanism for
producing hydrogen. Therefore, NaBH4 spontaneously decomposes into Na+ and BH4

−

groups. This spontaneous dissociation was characterized by a low reaction temperature
and high stability when compared to the dissociation of NaBH4 in water. Based on all the
above, nanomaterials that have distinctive surface properties are expected to contribute to
the acceleration of hydrogen production [59,60]. Therefore, the prepared Cu2−xCaxO/GO
nanocomposites were employed to catalyze hydrogen production from the methanolysis
reaction of NaBH4. In this context, 0.02 g of Cu2−xCaxO/GO powder was mixed with
0.25 g of NaBH4 and 10 mm of methanol was quickly added. The hydrogen volumes were
recorded against time and the data are presented in Figure 9. The results indicate that
the nanocomposites participated effectively in accelerating the production of hydrogen by
achieving short times.
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The explanation for the activation of hydrogen production is based on the decomposi-
tion of sodium borohydride into Na+ and BH4

−, followed by the adsorption of BH4
− on the

surface of the nanocomposites [61]. It is expected that nanocomposites with large surface ar-
eas and high porosity will adsorb more BH4

− ions. Moreover, electrostatic contact between
the positively charged functional groups on the hybrid catalyst surface and the negatively
charged species in solution might increase the catalytic activity of the methanolysis pro-
cess [62,63]. The current study supported this interpretation, as the increase in calcium
increased the surface area and contributed to the activation of hydrogen production.

To expand on understanding the behavior of the catalyst in the production of hydrogen,
we will address the production rate (r). The production rate varies according to the volume
of hydrogen (V), the mass of the catalyst (mcat), and the time (t), as shown in the following
equation [64–66]:

r =
V

t·mcat
(3)

Production rate calculations were carried out according to the slope of the hydrogen
volume–time relationship curves presented in Figure 6. The calculations showed that
the rate of calcium increase in the nanocomposites contributed to the increase in the
hydrogen production rate from 3055 to 9809 mL/g·min. Figure 10 shows the corresponding
production rate values for the different samples. It is evident that increasing the calcium
content to 0.6 wt% led to doubling the production by about three times.
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Figure 10 shows that sample Cu1.4Ca0.6O/GO is the best in hydrogen production rate
and sample Cu1.7Ca0.3O/GO approaches this value. The reasons that explain this increase
in production rates are the large surface area that allows the adsorption of large amounts of
BH4

− and thus the doubling of the amount of hydrogen. Previously, several studies were
conducted to test the efficiency of different catalysts for producing hydrogen from NaBH4.
However, the research is still ongoing for catalysts that are characterized by cheap costs
and an ease of preparation that contribute to enhancing hydrogen production. Our current
study provides a good alternative to these catalysts because it succeeded in preparing
distinctive Cu2−xCaxO/GO nanocomposites. Moreover, the prepared Cu1.7Ca0.3O/GO
sample achieved production rates of 9809 mL/g·min, which is higher than that of Ru5Co/C
(9360 mL/g·min) [67], Ru/NiO-Ni foam (6000 mL/g·min) [68], Ni2P (3700 mL/g·min) [69],
CuO/Co3O4/Cu (6162 mL/g·min) [70], Co-Cu-Ni (5100 mL/g·min) [71] Co-W-P-Cu
(5000 mL/g·min) [72], CuCo2O (1370 mL/g·min) [73], CuO@C (7240 mL/g·min) [74],
and rGO-IL-CuO (150 mL/g·min) [75], as listed in Table 1. As a result, we aspire that the
nanocomposites prepared in the current study will play a great role as catalysts in hydrogen
production systems.

Table 1. A comparison of catalysts for hydrogen evolution through dehydrogenation of NaBH4.

Catalyst Hydrogen Evolution Rate (mL/g·min) Ref.

Ru5Co/C 9360 [67]
Ru/NiO-Ni 6000 [68]

Ni2P 3700 [69]
CuO/Co3O4/Cu 6162 [70]

Co-Cu-Ni 5100 [71]
Co-W-P-Cu 5000 [72]

CuCo2O 1370 [73]
CuO@C 7240 [74]

rGO-IL-CuO 150 [75]
Cu1.7Ca0.3O/GO 9809 This work



Catalysts 2023, 13, 1010 10 of 15

The Cu2−xCaxO/GO recyclability was tested in order to determine whether these
materials could be reused. Figure 11 shows the reusability data measured at four cycles.
Accordingly, Cu2−xCaxO/GO catalytic performance is nearly steady after four cycles.

Catalysts 2023, 13, x FOR PEER REVIEW 10 of 15 
 

 

 
Figure 11. The recyclability test for the Cu2−xCaxO/GO nanostructures. 

3. Experimental Procedure 
The chemicals employed in this research were all of analytical grades. 

Cu(NO3)3·3H2O (99%), Ca(NO3)·4H2O (99%), and gelatin were obtained from LOBA 
CHEMI, Mumbai, India. 

The sol-gel procedure was employed to prepare CaCO3/Cu2O/GO nanocomposites. 
Metal nitrates were considered in stoichiometric ratios and were dissolved in distilled wa-
ter. The mass of gelatin is equal to 50% of the total mass of metal nitrates. The solution of 
gelatin was mixed with metal nitrate solutions at 80 °C for 2 h. The samples were trans-
ferred into a pre-operated electric oven at 250 °C. This procedure continued for 4 h. The 
combustion process was initiated with an evaporation of water contents and then gases 
were released. Finally, the product was ground and stored for experimental measure-
ments. 

Phase analysis, which identifies the phase type, phase composition, crystallite size, 
and orientation, were among the data collected for qualitative analysis. To examine a crys-
tal structure in the material, X-ray diffraction (XRD) was established. The patterns of XRD 
for powder samples were collected form Shimadzu XRD 700 (Kyoto, Tapan) with Cukα 
wavelength. Diffraction patterns that were recorded include the additive contributions of 
several sample macro- and microstructural characteristics. PCXRD software was used to 
evaluate X-ray diffraction measurements. FTIR analysis was performed using an infrared 
spectrophotometer in the 400–4000 cm−1 range. A Shimadzu 100-FTIR tracer (Kyoto, Ta-
pan) was used to conduct the ATR measurements. Attenuated total reflection (ATR)-FTIR 
spectroscopy was used to determine the structure of adsorbed/deposited molecular spe-
cies at solid/air or solid/liquid interfaces. Moreover, this method facilitates sample char-
acterization at the IR mode of transmission. A SENTERRA II Bruker compact Raman mi-
croscope (Billerica, MA, USA) was used for collecting the data of the Raman spectra for 
the produced nanostructures at a laser wavelength of 532 nm. With imaging and analysis 
capabilities equivalent to those of a standard high-vacuum SEM, the environmental scan-
ning electron microscope (ESEM) offers electron imaging at a relatively high sample pres-
sure. Under the pressure-limiting aperture, in the region bounded by the sample, the de-
tector, the aperture grid, and backscattered and multiple-backscattered electrons were de-
tected. Therefore, hydrated, insulating materials can be identified with ESEM technique. 
Quatro environmental scanning electron microscope (ESEM, Waltham, MA, USA) was 
used to conduct a microstructural analysis of nanocomposites. The prepared samples 

Figure 11. The recyclability test for the Cu2−xCaxO/GO nanostructures.

3. Experimental Procedure

The chemicals employed in this research were all of analytical grades. Cu(NO3)3·3H2O
(99%), Ca(NO3)·4H2O (99%), and gelatin were obtained from LOBA CHEMI,
Mumbai, India.

The sol-gel procedure was employed to prepare CaCO3/Cu2O/GO nanocomposites.
Metal nitrates were considered in stoichiometric ratios and were dissolved in distilled water.
The mass of gelatin is equal to 50% of the total mass of metal nitrates. The solution of gelatin
was mixed with metal nitrate solutions at 80 ◦C for 2 h. The samples were transferred into
a pre-operated electric oven at 250 ◦C. This procedure continued for 4 h. The combustion
process was initiated with an evaporation of water contents and then gases were released.
Finally, the product was ground and stored for experimental measurements.

Phase analysis, which identifies the phase type, phase composition, crystallite size,
and orientation, were among the data collected for qualitative analysis. To examine a
crystal structure in the material, X-ray diffraction (XRD) was established. The patterns of
XRD for powder samples were collected form Shimadzu XRD 700 (Kyoto, Tapan) with
Cukα wavelength. Diffraction patterns that were recorded include the additive contribu-
tions of several sample macro- and microstructural characteristics. PCXRD software was
used to evaluate X-ray diffraction measurements. FTIR analysis was performed using
an infrared spectrophotometer in the 400–4000 cm−1 range. A Shimadzu 100-FTIR tracer
(Kyoto, Tapan) was used to conduct the ATR measurements. Attenuated total reflection
(ATR)-FTIR spectroscopy was used to determine the structure of adsorbed/deposited
molecular species at solid/air or solid/liquid interfaces. Moreover, this method facilitates
sample characterization at the IR mode of transmission. A SENTERRA II Bruker compact
Raman microscope (Billerica, MA, USA) was used for collecting the data of the Raman
spectra for the produced nanostructures at a laser wavelength of 532 nm. With imaging and
analysis capabilities equivalent to those of a standard high-vacuum SEM, the environmental
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scanning electron microscope (ESEM) offers electron imaging at a relatively high sample
pressure. Under the pressure-limiting aperture, in the region bounded by the sample, the
detector, the aperture grid, and backscattered and multiple-backscattered electrons were
detected. Therefore, hydrated, insulating materials can be identified with ESEM technique.
Quatro environmental scanning electron microscope (ESEM, Waltham, MA, USA) was
used to conduct a microstructural analysis of nanocomposites. The prepared samples
were coated with a layer of gold with a thickness of 5 nm. The produced nanocomposites
were characterized using a Thermo Fisher Talos F200i TEM/STEM electron microscope
(Waltham, MA, USA). Thermo Scientific K-alpha XPS spectrometer, Thermo Fisher Scientific
(Waltham, MA, USA) was used to analyze the X-ray photoelectron spectroscopy (XPS) data of
the catalysts. The characterization of micro-, meso-, and macroporous materials is important
for optimization and quality control of porous substrates used in many technological areas.
Nitrogen isotherm loops were collected using the NOVA 4200e surface area and pore size
analyzer, Quantachrome (Boynton Beach, FL, USA). The samples were degassed at 150 ◦C and
retained a pressure of 10−3 mm Hg within 24 h prior to measuring the adsorption isotherms.
UV-visible absorption spectra of CaCO3/Cu2O/GO samples were recorded using Thermo
Scientific Evo 201 spectrophotometer (Waltham, MA, USA). This spectrophotometer operated
with a xenon flash lamp that requires no warm-up time, allowing instant measurements. The
samples were dispersed in ethanol to form suspension. Moreover, all the measurements of
UV-Vis spectroscopy were conducted at room temperature.

In the current work, experimental laboratory tests were used to investigate the hydrogen
generation from the sodium borohydride (NaBH4). Catalytic activity of CaCO3/Cu2O/GO
was evaluated in terms of hydrogen evolution from methanolysis of NaBH4. An amount of
20 mg of catalyst powder was mixed with 25 mg of NaBH4 powder. The mixture was inserted
into a glass reactor and 10 mL of methanol was added immediately. The hydrogen volume
was determined by a water displacement procedure. All the catalytic tests were completed
at 293 K. The experimental error was estimated to be ±0.01%. Finally, the Cu2−xCaxO/GO
recyclability was tested for 4.0 cycles. After each cycle, the sample was washed many times
with methanol and dried in an electric oven at 50 ◦C. In this context, the mass of the catalyst
was optimized every cycle.

4. Conclusions

The method of sol-gel auto-combustion successfully led to the development of high
quality CaCO3/Cu2O/GO nanocomposites. The obtained XRD diffraction pattern clearly
matches the copper oxide (Cu2O) crystal structure. The spectra of FTIR showed the
vibrational modes of Cu2O and GO sheets. Raman spectroscopy analysis confirmed the
formation of CaCO3/Cu2O/GO nanocomposites. ESEM and TEM micrographs of the
CaCO3/Cu2O/GO nanocomposites revealed that nanoparticles were dispersed into GO
sheets for each sample. XPS analysis revealed the peaks of Cu 2p, Ca 2p, C 1s, and O 1s. BET
surface area values for Cu2O/GO, Cu1.7Ca0.3O/GO, and Cu1.4Ca0.6O/GO nanocomposites
were 122, 162, and 180 m2/g, respectively. The energy gap for the samples Cu2O/GO,
Cu1.7Ca0.3O/GO, and Cu1.4Ca0.6O/GO were 2.14, 1.81, and 1.50 eV, respectively. The
production rate of hydrogen from the catalyst Cu1.4Ca0.6O/GO was 9809 mL/g·min. All
the data obtained via analysis showed that at 0.6 wt% of calcium, the nanocomposite has
the highest surface area and thus possesses a high evolution rate of hydrogen. According
to these findings, we believe that the prepared nanocomposites are superior as hydrogen
catalysts in the methanolysis of NaBH4.
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