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ABSTRACT: Herein, Cellulose-templated Zn1−XCuXO/Ag2O nanocomposites were
prepared using biological renewable cellulose extracted from water hyacinth (Eichhornia
crassipes). Cellulose-templated Cu-doped ZnO catalysts with different amounts of Cu as
the dopants (1, 2, 3, and 4%) were prepared and denoted CZ-1, CZ-2, CZ-3, and CZ-4,
respectively, for simplicity. The prepared catalysts were tested for the degradation of
methylene blue (MB), and 2% Cu-doped ZnO (CZ-2) showed the best catalytic
performance (82%), while the pure ZnO, CZ-1, CZ-3, and CZ-4 catalysts exhibited MB
dye degradation efficiencies of 54, 63, 65, and 60%, respectively. The best catalyst (CZ-
2) was chosen to further improve the degradation efficiency. Different amounts of
AgNO3 (10, 15, 30, and 45 mg) were used for the deposition of Ag2O on the surface of
CZ-2 and denoted CZA-10, CZA-15, CZA-30, and CZA-45, respectively. Among the
composite catalysts, CZA-15 showed remarkable degradation efficiency and degraded
94% of MB, while the CZA-10, CZA-30, and CZA-45 catalysts showed 90, 81, and 79%
degradation efficiencies, respectively, under visible light within 100 min of irradiation. The enhanced catalytic performance could be
due to the smaller particle size, the higher electron and hole separation and charge transfer efficiencies, and the lower agglomeration
in the composite catalyst system. The results also demonstrated that the Cu-doped ZnO prepared with cellulose as a template,
followed by the optimum amount of Ag2O deposition, could have promising applications in the degradation of organic pollutants.

1. INTRODUCTION
Recently, the effluents of persistent organic pollutants in the
environment, due to industrialization have become major
sources of water pollution.1 Particularly, the discharge of toxic
organic pollutants into the environment could have adverse
effects on human health.2,3 For these reasons, wastewater
treatment strategies using appropriate methods, such as
adsorption, chemical redox reaction, photocatalytic degrada-
tion, and electrooxidation, have been implemented.4−7 Among
them, advanced oxidation processes (AOPs) are promising
methods in which a complete degradation of emerging
contaminants into carbon dioxide and water can be
achieved.8,9 For this purpose, different strategies such as
ozonation, Fenton-based reactions, and photocatalysis meth-
ods have been utilized.10−13

Recently, photocatalysis has attracted tremendous attention
in environmental remediation technology.14,15 Different types
of photocatalysts have been utilized for wastewater treatment
using photocatalysis systems.16−19 Among them, ZnO is the
most studied semiconductor due to its high stability, low cost,
and nontoxicity.20 However, the wider band gap and higher

recombination rates of the photogenerated charge carriers
hinder its photocatalytic activity under visible light.21 Hence,
the modification of ZnO with different techniques such as
doping or heterojunction formation to inhibit the photo-
generated charge carrier recombination rates and expand the
visible light absorption ranges have been reported.22−24

According to previous reports, doping with copper is the
best technique to improve photocatalytic efficiencies because
of its unique interaction properties with ZnO.25 In addition to
doping, heterojunction formation with different semiconduc-
tors has been also reported.26−28 Among them, the p-type
Ag2O semiconductor is a promising candidate due to its
narrow band gap energy and facile preparation method.29

However, Cu doping into ZnO or the formation of only Ag2O/
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ZnO may not be sufficient to improve the catalytic
performance of ZnO. Hence, metal doping together with
heterojunction formation in the ZnO semiconductor catalyst
system could help improve the catalytic efficiency. Not only
doping or heterojunction formation, but also the utilization of
biological renewable resources as templates have been reported
to improve the catalytic performance of the photocatalyst.30 As
reported, the utilization of biological renewable resources in
the preparation of the catalysts prevents agglomeration and
decreases the particle size.31,32

Recently, ZnO has been prepared using biological renewable
resources.33−37 Among the biological renewable resources,
cellulose is the best candidate due to its high hydroxyl
functional groups in its structure. For example, Ag2O/TiO2-
nanotubes with natural cellulose were fabricated.38 Similarly,
Cu-doped ZnO was also prepared by using Whatman filter
paper as a template through the combustion method.39

However, it is recommended that the sources of cellulose be
cheap and unwanted plants, such as water hyacinth. As
reported, water hyacinth is a very recent spreading weed in a
water environment and has become a dangerous plant for the
survival of water bodies. However, it is important to convert
this unwanted plant into more useful products and
applications.40,41 Based on the above considerations, we
aimed to design a cellulose-templated metal-doped ZnO/
Ag2O nanocomposite for the degradation of organic pollutants.

Herein, we prepared a Zn1−XCuXO/Ag2O nanocomposite
using natural cellulose extracted from hyacinth water as the
template. The prepared catalysts were characterized and tested
for MB degradation under visible light irradiation. Moreover,
the effect of calcination temperature on the degradation
efficiency was also studied. It is expected that the Zn1−XCuXO/
Ag2O nanocomposite prepared with optimum amounts of Cu
as a dopant, followed by Ag2O deposition, would have a higher
catalytic efficiency. The enhanced catalytic efficiency could be
due to the smaller particle size, the higher electron and hole
separation and charge transfer efficiencies, and the lower
agglomeration in the composite catalyst system.

2. MATERIALS AND METHODS
2.1. Chemicals and Reagents. Zinc nitrate hexahydrate

(Zn (NO3)2·6H2O; Sigma-Aldrich, 98%), copper nitrate
trihydrate (Cu(NO3)2·3H2O; Loba Chemie, 95%), silver
nitrate (AgNO3; Loba Chemie, 99%), sodium hydroxide
(NaOH; Sigma-Aldrich, 98%), Methylene Blue (C16H18ClN3S;
Loba Chemie, 95%), ethanol (CH3CH2OH; 99%), and sodium
chlorite (NaClO2; Loba Chemie, 98%) were obtained. All
chemicals and reagents were used without further purification.

2.2. Extraction of Cellulose. Water hyacinth was
collected from Lake Koka, Ethiopia. The collected sample
was washed with distilled water, dried in an oven at 60 °C for
three consecutive days, and crushed into a powder. The
powder was used for the extraction of cellulose according to a
literature report with modifications.42 In the extraction process,
34 g of water hyacinth powder was dewaxed with a 2:1 (v/v)
mixture of toluene/ethanol solution for 6 h. The dewaxed
powder was bleached with 3% sodium chlorite solution under
acidic conditions, maintained for 3 h at 80 °C, and then
allowed to settle overnight. The process was repeated twice
and washed with distilled water until a neutral pH was reached.
Hemicellulose was removed by treatment with 1 wt % NaOH
solution at 60 °C for 24 h. The sample was washed with
distilled water. Lignin was also removed by further treatment

with 1 wt % sodium chlorite solution under acidic conditions
with stirring at 75 °C for 48 h. The sample was washed with
distilled water. The remaining hemicellulose was also removed
by treatment with a 5% NaOH solution at 55 °C for 24 h
under continuous stirring. Finally, the mixture was centrifuged
and washed with distilled water until it was free from alkali.

2.3. Preparation of Cellulose-Templated Cu-Doped
ZnO. Cu-doped ZnO (Zn1−xCuxO) catalysts (x = 0.01, 0.02,
0.03, and 0.04) were synthesized by a green coprecipitation
method using cellulose as a template and denoted CZ-1, CZ-2,
CZ-3, and CZ-4, respectively. In a particular procedure, 0.5 g
of cellulose was mixed with 100 mL of distilled water under
stirring for 10 min. Then, 7.20 g of Zn (NO3)2·6H2O and 0.12
g of Cu (NO3)2·3H2O were added to the mixture containing
the cellulose template. The mixed solution was then stirred
under a magnetic stirrer for 1 h to form an aqueous solution.
Then, a 2 M NaOH solution was added dropwise until the pH
of the solution reached 10. The obtained precipitate was
centrifuged, washed with distilled water and ethanol, and dried
in an oven at 80 °C for 24 h. Finally, the obtained powder was
calcined at 600 °C for 2 h to obtain the desired CZ-2
(Zn0.98Cu0.02O) catalyst. The same procedure was used to
obtain all CZ-1, CZ-3, and CZ-4 catalysts, except that the
amounts of precursors were varied. Pure ZnO and
Zn0.98Cu0.02O without cellulose were synthesized via the
same procedure for comparison purposes. Calcination at 500
and 700 °C was also performed for optimization purposes.

2.4. Synthesis of Cellulose-Templated Zn1−XCuXO/
Ag2O Nanocomposite Catalysts. Zn0.98Cu0.02O/Ag2O
nanocomposite catalysts were synthesized by a simple
coprecipitation method. In a particular procedure, 100 mg of
Zn0.98Cu0.02O powder was dispersed in 2.5 mL of distilled
water and sonicated for 30 min. Then, 15 mg of AgNO3 was
dissolved in another 2.5 mL of distilled water, dropped into the
Zn0.98Cu0.02O dispersed solution, and continuously stirred for
30 min. Then, 10 mL of 0.06 M NaOH was dropped under
continuous stirring for about 10 min. The resulting powder
was collected via centrifugation, washed, and dried at 80 °C for
24 h. The resulting composite catalyst was denoted CZA-15.
Similarly, different amounts of AgNO3 (10, 30, and 45 mg)
were loaded onto Zn0.98Cu0.02O and denoted CZA-10, CZA-
30, and CZA-45, respectively. Furthermore, pure Ag2O was
also synthesized using the same procedure for comparison.

2.5. Characterization. Fourier transform infrared spec-
troscopy (FTIR-6600 type A) was used to examine the
bonding and functional groups of the samples in the range of
4000−400 cm−1. An X-ray diffractometer (Shimadzu XRD-
7000) with Cu Kα radiation (λ = 1.5406 Å), operating in the
range of 2θ = 20−80°, was used to determine the crystallinity
and phases of the samples. The morphologies of the samples
were examined by field-emission scanning electron microscopy
(FE-SEM, JSM 6500F, JEOL) and transmission electron
microscopy (TEM) (FEG TEM Tecnai G2 F30). X-ray
photoelectron spectroscopy (XPS) (ESCALAB 250) was used
to examine the chemical states of the sample. A Shimadzu-
3600 plus UV−vis spectrophotometer was used to analyze the
concentration of the MB dye at a maximum wavelength of 664
nm. A Shimadzu-3600 plus UV−vis spectrophotometer was
used to measure UV−vis diffuse reflectance spectra (DRS) by
using BaSO4 as a reference.

2.6. Electrochemical Measurements. Electrochemical
impedance spectroscopy (EIS) measurements were performed
using a potentiostat SP-300 logic instrument in the frequency
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range of 10 mHz−100 kHz. Ag/AgCl and Pt were used as
reference and counter electrodes, respectively. Then, 5 mg of
the prepared catalyst was dispersed in the Nafion solution and
ultrasonicated to prepare the working electrode. After that, 100
μL of the prepared ink was dropped onto a glassy carbon
electrode and dried at room temperature. Mott−Schottky
(M−S) measurements were also performed using a potentio-
stat SP-300 logic instrument at a frequency of 7 kHz.

2.7. Photocatalytic Activity Measurements. The
photocatalytic experiments were conducted according to a
literature report.43 Typically, 25 mg of the catalyst was
dispersed in 125 mL of MB dye (10 ppm). The solution was
stirred for 30 min in the dark to reach adsorption/desorption
equilibrium between the catalyst and pollutant. Then, the
solution was irradiated under visible light illumination (150 W
halogen lamp) with continuous stirring. In every 20 min time
interval, aliquots were withdrawn and centrifuged. Finally, the
concentration of MB dye was analyzed using a UV−vis
spectrophotometer (UV−vis-3600 plus Shimadzu).

The reusability of the catalyst was determined as follows. In
a particular procedure, 125 mg of CZA-15 was dispersed in a
1000 beaker containing MB solution (10 ppm, 625 mL). The
reaction was allowed for a 30 min adsorption−desorption

process. Then, the reaction took place for 100 min under
visible light irradiation, which is the same procedure used for
the degradation of MB dye mentioned above. After the first
run, the catalyst was recovered from the mixture by
centrifugation, washed, and dried before the next cycle was
performed. The recovered catalyst was reused in the second
run of the photodegradation of MB under a similar procedure.
The same procedure was followed for the next run. Then,
aliquots were withdrawn after a 100 min reaction for each
cycle. Then, the aliquot was centrifuged and analyzed by using
a UV−vis spectrophotometer.

3. RESULTS AND DISCUSSION
3.1. Characterization. The phase and crystal structures of

the pure ZnO, CZ-1, CZ-2, CZ-3, and CZ-4 samples were
examined, and are shown in Figure 1a. The diffraction peaks
corresponding to (100), (002), (101), (102), (110), (103),
(200), (112), and (201) planes at 2θ values of 33, 35, 36, 48,
57, 63, 68, 70, and 77° matched those of the hexagonal
wurtzite structured ZnO (JCPDS no. 036-1451). However, the
incorporation of Cu ions caused a marginal shift in the
prepared ZnO XRD peaks toward higher angles (Figure 1b).
This phenomenon is due to the shrinkage of the ZnO crystal

Figure 1. (a, b) XRD peaks and enlarged diffraction peaks of the pure ZnO and cellulose-templated Zn1−XCuXO samples. (c) XRD peaks of the
pure Ag2O and cellulose-templated Zn1−XCuXO/Ag2O nanocomposites.
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lattice as a result of the substitution of Zn2+ (0.074 nm) with
smaller Cu2+ (0.072 nm). The results were also further
confirmed with the incorporation of Cu2+ into the crystal
lattice of ZnO.44,45 As we have seen from the XRD analysis,
there were no additional Cu-related phases in the CZ-1, CZ-2,
and CZ-3 samples in which the proper substitution of Zn2+

with Cu2+ without altering the ZnO lattice structure was
successful.25 However, additional peaks were observed after the
addition of an excess amount of Cu (CZ-4). The XRD
diffraction peaks corresponding to CuO were observed at 2θ
values of 31 and 39°.

Based on the catalytic performance of the Zn1−XCuXO
samples, 2% Cu-doped ZnO (CZ-2) was used for further
deposition of Ag2O. The XRD diffraction patterns of pure
Ag2O, CZ-2, CZA-10, CZA-15, CZA-30, and CZA-45 samples
are shown in Figure 1c. As indicated by the XRD results, the
cubic Ag2O peaks located at 2θ values of 32, 38, 55, and 66°
were clearly observed (JCPDS no. 041-1104). It was also
demonstrated that there were no phase changes after the
deposition of Ag2O onto Cu-doped ZnO. However, the XRD
peaks for Ag2O were not clearly observed for the CZA-10 and
CZA-15 samples, in which the amount of Ag2O deposited was
smaller. Consequently, as the amount of Ag2O deposited
increased (CZA-30 and CZA-45), Ag2O peaks were clearly
observed at 2θ values of 33 and 38°. The results further
confirmed that the preparation of the Zn0.98Cu0.02O/Ag2O
nanocomposite catalyst was successful.

The morphologies of the CZA-15 catalysts prepared with
and without templated cellulose were examined, as shown in

Figure 2a,b, respectively. The SEM images of the CZA-15
catalyst prepared with cellulose as a template showed a
representative rod-like structure with smaller sizes (Figure 2a).
However, the catalyst synthesized without cellulose as a
template showed an agglomerated morphology with large
particle sizes (Figure 2b). The results further demonstrated
that the utilization of cellulose as a template prevents
agglomeration and reduces the particle size to a smaller one.
Moreover, energy dispersive X-ray spectroscopy (EDS)
analysis also clearly showed representative Zn, Ag, and O
elements in the CZA-15 composite catalyst (Figure 2c).

TEM characterization was also performed in order to further
examine the morphology of the prepared catalyst. Figure 3a−c
shows TEM images of the cellulose-templated CZA-15 catalyst
at lower, medium, and higher magnifications, respectively. As
indicated by the TEM images, rod-like morphologies were
observed, which are also similar to the SEM images in Figure
2a. Moreover, high-resolution TEM (HRTEM) image of the
CZA-15 sample was also obtained (Figure 3d). The lattice
fringe with a d-spacing of 0.26 nm for the (002) plane showed
the presence of ZnO in the composite sample. The results also
indicated that a good crystalline structure was obtained, which
was also confirmed by the XRD analysis shown in Figure 1.
However, the lattice fringe for Ag2O was not clearly observed
since the amount of Ag2O deposited was smaller.

XPS analysis was also conducted to determine the chemical
composition of the catalyst. Figure 4a−d shows the XPS
spectra of Zn 2p, Ag 3d, Cu 2p, and O 1s peaks. As indicated in
Figure 4a, the binding energies of Zn 2p3/2 and Zn 2p1/2 at

Figure 2. SEM images of CZA-15: (a) templated with cellulose and (b) without cellulose. (c) EDS analysis of the CZA-15 sample templated with
cellulose.
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1022.51 and 1045.60 eV, respectively, were due to the
presence of Zn2+ in ZnO.46,47 Moreover, the binding energies
of Ag 3d5/2 and Ag 3d1/2 at 367.75 and 373.86 eV, respectively,
were due to the presence of Ag+ in Ag2O (Figure 4b).48 The
binding energies of Cu 2p3/2 and Cu 2p1/2 at 933.60 and
955.42 eV, respectively, showed Cu2+ in the composite
catalyst.49 However, the peaks for Cu 2p3/2 and Cu 2p1/2
were not intense because the amount of copper ions
incorporated into the sample was smaller (Figure 4c).
Moreover, Figure 4d indicates the O 1s spectral peaks. The
peaks located at binging energies of 530.1, 531.3, and 532.4 eV
were ascribed to lattice oxygen, oxygen vacancy, and hydroxyl
oxygen, respectively.30

FTIR measurements were also performed to identify the
functional groups of cellulose and the other prepared samples.
The peaks observed at 3442 cm−1 indicated the O−H
stretching bonds, which may be attributed to the absorbed
water and the presence of α-cellulose.50 The peak at 2908 cm−1

for both cellulose (Figure 5a) and CZ-2 (uncalcined) (Figure
5b) samples indicated the presence of C−H stretching in
cellulose.51,52 Moreover, the FTIR peaks located at 1631 cm−1

indicated bound H2O in all samples. Similarly, the C−H and
C−O bendings for cellulose are located at 1058 and 1376
cm−1, respectively.53 Moreover, the peak at 1398 cm−1

indicates the Ag2O vibration in the CZA-15 sample (Figure
5b).54

The optical properties of the pure ZnO, Ag2O, CZ-2, and
CZA-15 samples were determined, and are shown in Figure 6.
The measurement for pure ZnO showed a higher reflectance,
which indicated that it had insignificant absorption in the
visible light region.23 However, CZ-2 showed lower reflectance
than ZnO and better absorption in the visible light region.
Moreover, the reflectance for CZA-15 was lower than that for
both pure ZnO and Cu-doped ZnO samples, which indicated
that it could have a higher absorption property in visible light.
However, compared to all samples, Ag2O had a higher
absorbance in the visible light region (Figure 6a). Although
Ag2O had higher visible light absorption, the higher electron
and hole recombination rates limit its photocatalytic
activities.55 According to the Kubelka−Munk function, the
optical band gap values for ZnO, CZ-2, and CZA-15 samples
were calculated.56 The band gap values of pure ZnO, CZ-2,
and CZA-15 were 3.21, 3.19, and 2.99 eV, respectively (Figure
6b). These results indicated that the optical band gap shifting
was attributed to the induced defects in the Cu-doped ZnO
sample.56 The loading of Ag2O on Cu-doped ZnO played a
significant role in shifting the band gap of Cu-ZnO into the
more visible light region (Eg = 3.19 to Eg = 2.99 eV).
Furthermore, the band gap for Ag2O was also calculated as
1.26 eV (Figure 6c). The results further proved that the
composite catalyst was successfully synthesized.

Figure 3. (a−c) TEM images of the cellulose-templated CZA-15 sample at low, medium, and high magnifications. (d) HRTEM image of the
cellulose-templated CZA-15 sample.
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Electrochemical impedance spectroscopy (EIS) measure-
ments were conducted to determine the charge separation
efficiencies of the photocatalysts. Figure 6d shows the EIS
measurements of the pure ZnO and CZA-15 nanocomposite.
As demonstrated by the EIS results, the CZA-15 nano-
composite catalyst had a smaller arc radius. The smaller arc
radius of the catalysts resulted in the lowest charge transfer

resistance and higher charge transfer rates.57 The results also
further demonstrated that the CZA-15 nanocomposite catalyst
had higher charge transfer rates than pure ZnO. This could
facilitate hindering the electron and hole recombination rates
due to the doping of Cu in the ZnO lattice and the
heterojunction formation between ZnO and Ag2O.

Figure 4. XPS spectra of (a) Zn 2p, (b) Ag 3d, (c) Cu 2p, and (d) O 1s for the cellulose-templated CZA-15 catalyst.

Figure 5. FTIR spectra of (a) cellulose, (b) CZ-2 (uncalcined), CZ-2 (calcined), and CZA-15 samples.
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The M−S measurement was performed at 7 kHz to
determine the photoinduced charge transfer pathway and the
types of semiconductors in the composite catalyst. Figure 6e
demonstrates the M−S plots of the CZA-15 composite
catalyst. The M−S plot exhibited both a positive and negative
slope together, which implies the n-type (ZnO) and p-type
(Ag2O) behavior of semiconductors, respectively.58 This
demonstrates that the successful synthesis of the p−n junction
in the Zn0.98Cu0.02O/Ag2O (CZA-15) composite catalyst was
achieved.59 Moreover, the tangent intercepts of the x-axis at
−0.04 and +1.06 eV in the composite catalyst represented
ZnO and Ag2O semiconductors, respectively. It is expected
that the prepared CZA-15 composite catalyst could have a
higher photocatalytic performance than pure ZnO and Ag2O

due to the p-n heterojunction formation and electron and hole
separation efficiencies.

3.2. Photocatalytic Activities. To evaluate the photo-
catalytic performance of the prepared catalysts, MB dye was
used as a model organic pollutant. The photocatalytic
performance of pure ZnO and Cu-doped ZnO (CZ-1, CZ-2,
CZ-3, and CZ-4) was evaluated. Figure 7a shows the change in
the concentration of the MB dye at different time intervals in
the presence of the CZ-2 catalyst prepared with cellulose as a
template. Moreover, Figure 7b shows the Ct/C0 ratios (where
C0 is the initial concentration and Ct is the concentration of
MB at time t (in min)). As indicated in Figure 7b, a higher
catalytic efficiency was observed in the presence of CZ-2,
which degraded 82% of the MB dye, while pure ZnO, CZ-1,
CZ-3, and CZ-4 catalysts degraded 54, 63, 65, and 60% of MB,

Figure 6. (a) UV−vis absorption for ZnO, CZ-2, CZA-15, and Ag2O, (b, c) band gap plots for ZnO, CZ-2, CZA-15, and Ag2O, respectively. (d)
EIS plots for ZnO and CZA-15 samples. (e) M−S plot of the CZA-15 sample.
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respectively. However, the degradation of MB without a
catalyst was not successful, and only 6% of the dye was
degraded within 100 min. The results demonstrate that the

incorporation of Cu ions into the ZnO lattice significantly
enhanced the catalytic performance. Based on the above
considerations, 2% Cu-doped ZnO (CZ-2), which has higher

Figure 7. (a) UV−vis absorption spectra of MB degradation with CZ-2, and (b) Ct/C0 plots for blank (without catalyst) and pure ZnO, CZ-1, CZ-
2, CZ-3, and CZ-4 catalysts under visible light irradiation.

Figure 8. (a) UV−vis absorption spectra of MB degradation with CZA-15. (b) Ct/C0 plots for CZ-2, CZA-10, CZA-15, CZA-30, CZA-45, and
Ag2O catalysts. (c) The first-order kinetic plot, and (d) the rate constants of blank (without catalyst), ZnO, CZ-1, CZ-2, CZ-3, CZ-4, CZA-10,
CZA-15, CZA-30, CZA-45, and Ag2O catalysts under visible light irradiation.
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catalytic performance, was chosen to further improve the
catalytic efficiency.

To further improve the catalytic performance of Cu-doped
ZnO (CZ-2), deposition of Ag2O was performed. Figure 8a
shows the change in the concentration of the MB dye at
different time intervals in the presence of CZA-15. Here,
different amounts of AgNO3 (10, 15, 30, and 45 mg) were
used for the deposition of Ag2O on the surface of CZ-2 and
denoted as CZA-10, CZA-15, CZA-30, and CZA-45,
respectively. Among the composite catalysts, CZA-15 showed
a higher degradation efficiency and degraded 94% of MB, while
the CZA-10, CZA-30, and CZA-45 catalysts showed 90, 81,
and 79% degradation efficiencies, respectively, under visible
light irradiation (Figure 7b). As seen from the data, increasing
the Ag2O content will enhance the catalytic activity toward the

degradation of organic pollutants. However, at higher Ag2O
contents, the photocatalytic performance of the catalysts
decreased. The results could be due to the full coverage of
CZ-2 surfaces with Ag2O particles.60 Therefore, CZA-15 (with
10.2% Ag2O) was the optimum amount of the Ag2O loaded
onto the CZ-2 sample. On the other hand, the photo-
degradation efficiencies of individual n-type ZnO and p-type
Ag2O oxides were ineffective. However, the Cu-doped ZnO/
Ag2O was much better due to the formation of the p−n
junction, which can inhibit the electron−hole recombination
rates.61

The degradation kinetics curves and the rate constants over
different samples for the photocatalytic degradation of MB are
shown in Figure 8c,d. The rate expression is given by ln (Ct/
C0) = −kt, where Ct is the concentration at time t, C0 is the

Table 1. Comparison of the Photocatalytic Degradation Performance of the CZA-15 Photocatalyst with the Other Reported
Catalysts

catalysts catal. (mg) conc. of MB (ppm) light time (min) deg. (%) ref

NiFe2O4/ZnO 50 5 UV 80 91.36 63
ZnO/Bi2WO6−CC 10 10 UV 100 96.9 64
Ag/GO/ZnO 300 15 UV 180 85.72 65
ZnO/Ag 70 10 sunlight 120 90.2 66
ZnO-NPs 25 20 UV 140 88 67
Cu-doped ZnO 100 20 sunlight 180 89 68
Cu-doped ZnO 10 10 Vis 100 82 this work
CZA-15 10 10 Vis 10 94 this work

Figure 9. (a, b) Effects of calcination temperature and pH, (c) reusability test for the CZA-15 sample.
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initial concentration of the MB dye, and k is the apparent first-
order rate constant.48 The photocatalytic degradation reaction
showed pseudo-first-order kinetics according to kinetic
fitting.62 The rate constants (k) for blank, ZnO, CZ-1, CZ-2,
CZ-3, CZ-4, CZA-10, CZA-15, CZA-30, CZA-45, and Ag2O
catalysts were found to be 0.00032, 0.0063, 0.007, 0.016, 0.009,
0.008, 0.018, 0.023, 0.015, 0.012, and 0.014 min−1,
respectively. The highest kinetic rate was found to be 0.023
min−1 for the CZA-15 sample. The results confirmed that the
photodegradation efficiency of the CZA-15 composite was
much higher than those of the individual ZnO and Ag2O
photocatalysts under visible light irradiation. The catalytic
efficiency of the Zn0.98Cu0.02O/Ag2O (CZA-15) composite
catalyst was also compared with those previously reported. As
demonstrated in Table 1, our catalyst system is comparable
with those reported in the literature.

The effect of calcination temperature on the CZ-2 catalyst
was also optimized, as shown in Figure 9a. The photocatalytic
performance of cellulose-templated metal oxide heterostruc-
tures mainly depends on the calcination temperature at which
the cellulose is burned out and removed from the synthesized
metal oxide heterostructure.38 The photocatalytic degradation
efficiency of the CZA-15 catalyst calcined at 500, 600, and 700
°C was tested for MB degradation under visible light
illumination. The catalyst calcined at 600 °C showed a higher
photocatalytic performance and degraded 94% of the MB dye,
while the photocatalytic performance at calcination temper-
atures of 500 and 700 °C decreased and showed 72 and 78%
degradation efficiencies, respectively. The higher photocatalytic
degradation calcined at 600 °C may be due to defects and the
higher active sites of the semiconductor.69 Moreover, the lower
catalytic activity at 500 °C could be due to the fact that most of
the carbon-based polymeric structures may not be removed at
relatively low temperatures.70 On the other hand, at relatively
high temperatures (700 °C), the porosity will be narrowed as
they are ceramics, and may be a decrease of active sites owing
to diminished surface areas.71

The pH of the solution is also a key factor for the
photocatalytic degradation reaction.72 The catalytic perform-
ance at neutral pH had a 94% degradation efficiency (Figure
9b). However, in basic media (pH = 11.5), complete
degradation of the MB dye was achieved within 40 min of
irradiation, while only 42% of MB degradation was achieved
within 100 min of irradiation in acidic media (pH = 3.5) with
the CZA-15 catalyst. According to previous reports, when the
pH of the dye solution became more basic, the surface tends to
acquire a negative charge, thereby resulting in increased
adsorption of dyes because of the increasing electrostatic
attraction between the positively charged dye and the
negatively charged catalyst.73

The reusability of the CZA-15 composite photocatalyst was
also investigated with three consecutive tests within 100 min
under visible light irradiation. As demonstrated in Figure 9c,
the CZA-15 composite catalyst remained active after three
consecutive reactions and degraded 78% of the MB dye.
Therefore, the CZA-15 composite catalyst is a promising
photocatalyst that can be useful for wastewater treatment
applications.

3.3. Photocatalytic Degradation Mechanism. Based on
the above characterization results and literature reports, a
possible photodegradation mechanism for MB dye degradation
was demonstrated, as shown in Figure 10. To deduce the
degradation mechanism of the organic dye, the energy levels of

ZnO and Ag2O are required. As demonstrated, ZnO is an n-
type semiconductor with a wide band gap, while Ag2O is a p-
type semiconductor with a narrow band gap.29 Moreover, the
VB and CB of ZnO and Ag2O can be estimated theoretically
by Mulliken’s empirical equations74

= +E E x E0.5VB g e (1)

=E E ECB VB g (2)

where χ is the Pearson electronegativity, Eg is the optical band
gap energy, and Ee is the free electron energy (4.5 eV). The χ
values for ZnO and Ag2O are ∼5.79 and 5.29 eV,
respectively.74 Therefore, the calculated EVB and ECB values
for ZnO are 2.90 and −0.32 eV, while the EVB and ECB values
for Ag2O are 1.42 and 0.16 eV, respectively.

According to the calculated results mentioned above, the
photocatalytic degradation mechanism of MB under visible
light irradiation with a Zn0.98Cu0.02O/Ag2O (CZA-15)
composite catalyst is demonstrated and shown in Figure 10.
The electron transfer from the VB to the CB of ZnO is not
easy under visible light irradiation due to the large band gap
energy of ZnO (3.21 eV). Moreover, the Fermi level in pre-
equilibrium for the n-ZnO and p-Ag2O semiconductors was
exhibited at different positions. According to the formation
theory of the p−n heterojunction, the Fermi level of n-type
ZnO is moved down while the Fermi level of p-type Ag2O is
moved up until an equilibrium state is formed.75 In the
photocatalysis process, the electrons can be transferred from n-
ZnO to the p-Ag2O semiconductor until the system reaches
equilibrium through Fermi-level alignment.61 Moreover, the
carrier concentration gradients were formed, and a built-in
electric field at the p-Ag2O/n-ZnO heterojunctions.76 At
equilibrium, the p-type Ag2O semiconductor has a negative
charge at the junction, while the n-type ZnO semiconductor
has a positive charge. This results in the transfer of holes from
the VB of ZnO to the Ag2O region, while the electrons from
the CB of Ag2O to the ZnO region are due to the internal
electric field.77 The p−n heterojunction formation and
electron transfer efficiencies of the CZA-15 composite catalyst
were also proved from the M−S plot (Figure 6e) and EIS
measurements (Figure 6c), respectively.

During the transfer of the photogenerated e− to the Ag+ sites
in the photocatalysis system, in situ partial reduction of Ag2O

Figure 10. Schematic diagram for the degradation mechanism of MB
using the Zn0.98Cu0.02O/Ag2O catalyst.
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to metallic Ag0 occurs on the surface of Ag2O. The
photogenerated e− accumulation on the surface of the Ag0

can reduce O2 to •O2
− (O2 + e− = •O2

−, −0.046 eV vs
NHE).78 Moreover, the holes in the VB of Ag2O cannot
oxidize H2O or OH− to produce •OH since the Ag2O redox
potential (1.42 V vs NHE) is less positive than that of the
H2O/•OH (+2.72 eV) and OH−/•OH (+2.69 eV) to produce
•OH. Therefore, the holes in the VB of Ag2O can directly
oxidize the MB dye. Similarly, since the redox potential of ZnO
(2.90 V vs NHE) is more positive than that of H2O/•OH
(+2.72 eV) and OH−/•OH (+2.69 eV), it can produce •OH.79

Therefore, h+, •OH, and •O2
− are active species for the

degradation of organic pollutants.80

4. CONCLUSIONS
Herein, cellulose-templated Cu-doped ZnO catalysts with
different amounts of Cu dopants were prepared and tested for
the degradation of MB. Among the prepared catalysts, 2% Cu-
doped ZnO (CZ-2) showed the best catalytic performance and
degraded 82% of the MB dye, while pure ZnO degraded only
54% of the MB dye. The CZ-2 photocatalytic efficiency was
also further improved by the deposition of an optimum
amount of Ag2O, and the Zn0.98Cu0.02O/Ag2O (CZA-15)
nanocomposite catalyst degraded 94% of the MB dye. The
results demonstrated that Cu-doping with an optimum amount
into the ZnO lattice followed by p−n junction formation
between Ag2O and ZnO further improved the catalytic
performance. The higher photocatalytic efficiencies of the
CZA-15 nanocomposite catalysts could be due to an increase
in the number of active sites, inhibition of the electron and
hole recombination rates, higher charge transfer efficiency, and
higher visible light absorption properties of the catalyst.
Therefore, a cellulose-templated catalyst with an optimum
amount of Cu-doped ZnO and further deposition with an
optimum amount of Ag2O on the surface of Cu-doped ZnO
could have promising applications in the degradation of
organic pollutants.
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