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Engineering S-scheme CuO/ZnO heterojunctions
sonochemically for eradicating RhB dye from

wastewater under solar radiation

Ali Alsulmi,® Nagy N. Mohammed,® Ayman Soltan,”© M. F. Abdel Messih®

and M. A. Ahmed*®

In this research, S-scheme heterojunctions composed of different concentrations of CuO and ZnO

nanoparticles are fabricated for eradicating rhodamine B dye under solar radiation. ZnO nanoparticles

are designed through a facile sol-gel route employing Triton X-100. Spherical CuO nanoparticles of
15.2 nm and 1.5 eV band gap energy are deposited on ZnO nanoparticles in an ultrasonic bath of 300 W

intensity. The physicochemical performance of the photocatalyst is explored by HRTEM, SAED, BET,
XRD, DRS and PL. The in situ homogeneous growth of spherical CuO nanoparticles on ZnO active
centers shifts the photocatalytic response to the deep visible region and enhances the efficiency of

charge carrier separation and transportation. Among all heterojunctions, ZnCul0 containing 10 wt% CuO
displays the best photocatalytic rate for expelling 93% of RhB dye within 240 min, which is twenty-fold
higher than that of pristine ZnO and CuO. Reactive oxygen species are the predominant species in
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degrading the dye pollutant on the heterojunction surface, as shown from scrubber trapping

experiments and PL spectrum of terephthalic acid. Coupling ZnO as an oxidative photocatalyst and CuO
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1. Introduction

Organic pollutants emerging from the textile, dyestuff and
cosmetic industries are dangerous threats to human health and
aquatic life." These organic pollutants possess a stable aromatic
structure that resists decomposition by traditional routes or bio-
logical treatment.>™°. To tackle the shortcoming of the traditional
routes, photocatalysis employing low cost semiconductors and
solar radiation provide an auspicious route for complete destruc-
tion of organic pollutants. MoOj;, ZnO, MnO,, TiO,, CeO, and
SnO, nanoparticles degrade various organic dyes under UV light
irradiation.”™. In particular, ZnO is a biocompatible, non-toxic
and cost-effective starting material for generating a huge amount
of reactive oxygen species and hot charge carriers that expel
organic pollutants from wastewater.'”® The poor solar radiation
absorbability, fast electron-hole recombination and slow charge
transportation restrict the photocatalytic reactivity of ZnO. To
tackle the shortcoming of ZnO single photocatalyst, a hetero-
junction composed of two different semiconductors with an
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as a reductive photocatalyst generates an efficient S-scheme heterojunction with strong redox power in
destructing various organic pollutants.

aligned band gap structure is paid more attention in recent years.
The charge carrier diffusion across the interface boundary between
the two semiconductors is investigated by different electronic
mechanisms. The traditional routes such as straddling type I,
staggered type (II) and all types of Z-scheme fail in scrutinizing the
direction of electron-hole migration. The S-scheme mechanism is
an auspicious novel aspect for exploring the real direction of
charge transportation through the heterojunction circuit under
solar light illumination.?>**. The heterojunction is composed of
oxidative and reductive photocatalysts with different work func-
tions and Fermi level positions.**> The main universal condition
requires that the Fermi level and conduction band position of the
reductive photocatalyst be higher than those of the oxidative
photocatalyst. When the two semiconductors approach each other,
the electrons of the reductive photocatalyst transfer to the oxidative
photocatalyst. The Fermi levels of the oxidative and reductive
photocatalysts bend upward and downward, respectively, until the
two levels are equilibrated. At this contact point, the holes of the
reductive photocatalyst and electrons of the oxidative photocatalyst
are recombined and vanished by coulombic electrostatic force. On
the contrary, the positive holes of the oxidative photocatalyst and
electrons of the reductive photocatalyst with strong redox power
are consumed in the photocatalytic reaction. Coupling CuO with
ZnO nanoparticles is promising for constructing a successful
heterojunction for driving the photocatalytic response to the
visible region, decreasing the rate of electron-hole coulombic
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attraction force and increasing the lifetime of the charge carriers
compared with pristine ZnO and CuO nanoparticles.*** Zare et al.
prepared CuO/ZnO and Ag/CuO/ZnO through a quick co-
precipitation method for photodegradation of methylene blue
dye.* The experimental results reveal the successful degradation of
MB dye due to the role of Ag and CuO in limiting the rate of
electron-hole attraction. Ruan et al. synthesized CuO/ZnO by
a microwave assisted route for mitigation of acid orange 7 dye. The
decomposition of 80% of the toxic dye results from strong charge
transportation via the direct Z-scheme mechanism.* Hussain et al.
prepared CuO/ZnO/MoO; by a hydrothermal method for effective
destruction of 97% of RhB dye. The superior reactivity of the
ternary system is attributed to the matching in band gap structure
of the heterojunction constituents.*® Wang et al. prepared CuO/
ZnO nanowires by a thermal oxidation method for successful
decomposition of MB dye. The experimental results reflect that the
nanocomposite exhibits both photocatalytic and super-
hydrophobic features.” Fouda et al synthesized CuO/ZnO
through a green biosynthesis method for effective destruction of
97% of MB under visible light. The experimental work supports
that introduction of CuO reduces the crystallite size of the nano-
composite, which enhances the photocatalytic performance.”
Mendoza et al. recorded the high dispersion of CuO nanoparticles
on the ZnO surface enriched with hydroxyl groups synthesized by
a simple impregnation method for exceptionally eradicating MB
dye from aqueous solution.*® Harish et al. recorded that aggrega-
tion of CuO nanoparticles during the photocatalytic reaction
reduces the efficiency of the solid catalyst due to the pronounced
drop in the specific surface area and the number of active sites.*
Singh et al. prepared CuO/ZnO decorated with Ag nanoparticles by
a combined hydrothermal and chemical reduction route for pho-
tocatalytic decomposition of rhodamine 6G dye. The experimental
results imply that incorporation of various concentrations of silver
increases the decomposition of the dye from 40% over CuO-ZnO
to 90% over Ag/ZnO-CuO due to the influence of silver in
increasing the lifetime of the charge carriers.> Cao et al. prepared
novel tree-like ZnO/CuO composites by thermal oxidation and
hydrothermal routes for photodegradation of rhodamine dye. The
existence of Cu foam supplies a large surface area for the growth of
tree-like CuO/ZnO composites and acts as an effective frame to
support the catalysts.”® Engineering CuO/ZnO heterojunctions
through traditional operations such as precipitation, hydro-
thermal, microwave and thermal oxidation processes is energy
consuming and requires vigorous operating conditions, which
presumably deteriorate the metal oxide structure. The sono-
chemical route is an efficient, fast and green process for engi-
neering heterojunctions with strong chemical interactions
between their constituents. The sonochemical process is triggered
by ultrasonic irradiation that generates various bubbles, cavities,
shock waves and micro-jets in the reaction medium within few
microseconds. These phenomena enhance the chemical interac-
tion between the nuclei of ZnO and CuO to generate a successful
heterojunction. In this novel research, S-scheme CuO/ZnO heter-
ojunctions are well engineered with various concentrations of CuO
and ZnO through the sonochemical route for photocatalytic miti-
gation of rhodamine B dye. The heterojunctions are vividly inves-
tigated by XRD, HRTEM, SAED, DRS, PL and BET techniques. The
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photocatalytic efficiency of the heterojunction is well explored and
compared by following the mitigation of rhodamine B under solar
radiation. Scrubber trapping experiments and PL analysis of ter-
ephthalic acid were executed quantitatively to determine the type
of reactive oxygen species that is responsible for expelling RhB dye.
This research work shed light on engineering S-scheme hetero-
junctions of low cost and strong redox power for expelling various
organic dyes from wastewater.

2. Materials and methods

2.1. Materials

Zinc acetate, Triton X-100, copper sulphate, sodium hydroxide,
absolute ethanol, RhB dye, ammonium oxalate, isopropanol,
benzoquinone and terephthalic acid are obtained from Sigma-
Aldrich Company with purity = 99%.

2.1.1. Preparation of ZnO nanoparticles. 12 g of zinc
acetate with high purity is dissolved in distilled water with
constant stirring for one hour. An appropriate amount of Triton
X-100 is added with vigorous stirring for three hours to the
above solution. Afterwards, 1 M ammonia solution is added
dropwise to the above mixture to generate a milky zinc
hydroxide sol. Subsequently, the sol mixture is agitated for 6
hours under ambient conditions. The total mixture is trans-
ferred to a dark box and left for gelation for 5 days. A brilliant
white gel is generated after aging. Successive washing with hot
distilled water is introduced to eradicate any extra ions in the
solution medium. The wet gel is dried at 90 °C overnight for
excluding physisorbed ammonia and water. The dried solid is
finally annealed at 350 °C at a rate of 5 °C min~" for six hours.
Finally, ZnO nanoparticles are collected and ground in
a porcelain mortar and sieved to collect fine nanoparticles with
auspicious photocatalytic properties.

2.1.2. Preparation of CuO nanoparticles. 15.3 g of CuSO, is
dissolved in distilled water, followed by addition of a defined
amount of Triton X-100 with vigorous stirring for three hours. 1 M
sodium hydroxide is added drop by drop to the above solution and
the pH is adjusted at pH = 9. The brilliant bluish precipitate of
copper hydroxide suspended in the aqueous solution is agitated
for three hours with a constant rate. The solution mixture is left for
five days to spontaneous sol-gel transformation. The collected gel
particles are purified using a simple filtration system and washed
several times with distilled water to remove sulphate and sodium
ions. The wet gel is dried at 80 °C and annealed at 400 °C for five
hours. The resultant black solid is cooled to ambient temperature
overnight. The annealed solid is collected and ground carefully in
a porcelain mortar to homogenize the solid matrix without
destroying the crystalline structure.

2.1.3. Preparation of CuO/ZnO heterojunctions. Typically,
CuO/ZnO nanoparticles are synthesized through a low cost
sonochemical route. Various proportions of CuO and ZnO
nanoparticles dispersed in distilled water are mixed by certain
proportions to obtain 5, 10 and 15 wt% CuO/ZnO. Each of the
above mixture is subjected to an ultrasonic bath of 300 W
intensity for 40 minutes to enhance the chemical deposition of
CuO on the ZnO surface. Then, the sol mixture is filtered and
dried at 100 °C for 24 hours. Finally, the collected solid

© 2023 The Author(s). Published by the Royal Society of Chemistry
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specimen is ground in a porcelain mortar carefully to avoid
sample deterioration and stored in a Falcon tube. The photo-
catalysts are denoted as ZnO, CuO, ZnCu5, ZnCul0O, and
ZnCu15 for pristine ZnO, CuO and the heterojunctions con-
taining 5, 10 and 15 wt% CuO, respectively.

2.1.4. Photodegradation of rhodamine B dye. The photo-
catalytic decomposition of RhB dye under a solar simulator is
investigated on the surface of pristine ZnO and CuO as well as
the heterojunctions. Typically, 0.1 g of the photocatalyst is
dispersed in a glass reactor with 100 ml of 2 x 10~> M RhB dye
solution and the mixture is stirred vigorously with a rate of
300 rpm under dark conditions for one hour to achieve the
adsorption-desorption equilibrium. Then, a solar simulator
with an intensity of 300 W is switched on the above mixture for
four hours. At different interval times, 4 ml of the solution
mixture is taken out, centrifuged, and analyzed using a UV-
visible spectrophotometer.

2.2. Material characterization

A PANalytical X' PERT MPD diffractometer with Cu [Kot;/Ka,]
radiation is employed to investigate the crystalline properties of
the as-synthesized heterojunctions. The diffraction angle
ranges from 10° to 90° with a step of 0.02° and integration time
of 3 (s per step). The pore structure and surface area of the solid
specimens are explored by adsorption isotherms of N, gas on
the photocatalyst surface at 77 K. A high resolution trans-
mission electron microscope HRTEM JEOL 6340 elaborates the
nanostructure and size of the as-synthesized photocatalyst. The
diffuse reflectance spectrum was recorded using a JASCO
spectrometer (V-570) for exploring the optical properties of the
solid specimens. A Lumina fluorescence spectrometer (Thermo
Fisher Scientific) elaborates the separation efficiency of the
photogenerated electron-hole pairs. A Shimadzu UV-visible
spectrophotometer is employed to determine the change in
color intensity of RhB in the wavelength range (200-800) nm.

3. Results and discussion

3.1. Physicochemical characterization

XRD patterns of ZnO, CuO, ZnCu5 and ZnCul0 are well repre-
sented in Fig. 1 to investigate, with precise analysis, the dispersion
of ZnO and CuO crystalline phases with respect to each other.
Sharp characteristic peaks are detected at 2¢ = 31.66, 34.28 and
36.22 corresponding to the (100), (002) and (101) planes of the
wurtzite structure of ZnO (JCPDS card no. 79-0208). The diffraction
peaks of CuO single phase are detected at 26 = 32.4, 35.48° and
38.78° referred to the (110), (—111) and (111) diffraction planes of
monoclinic CuO nanoparticles (JCPDS card no. 89-2529). The
diffraction patterns of ZnCu5 and ZnCu10 show diffraction peaks
assigned to both ZnO and CuO, revealing the coexistence of both
semiconductor phases with different relative intensities depen-
dent on the composition of each phase. The small shift of the
diffraction peaks of ZnO and CuO to lower 2¢ values is clearly
observed. This shift in the diffraction peak positions can be
ascribed to the substitution of Zn®*" by Cu®** ions. The small
difference in the ionic radius of Zn** (0.74 A) and Cu®* (0.73 A)

© 2023 The Author(s). Published by the Royal Society of Chemistry
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manifests that Cu®" ions easily substitute Zn>* ions. The crystalline
dimensions detected by the Debye-Scherrer equation are 35.1,
15.4, 45.7 and 47.2 nm for ZnO CuO, ZnCu5 and ZnCulo0,
respectively.

Fig. 2 illustrates the adsorption-desorption isotherms of
nitrogen at 77 K on pristine ZnO and the ZnCu10 heterojunction.
The pore structure of ZnO and ZnCul0 is quantified by type II
isotherm with H3 hysteresis loop, which referred to a slit pore
structure. The surface areas of ZnO and ZnCu10 nanocomposites
calculated from the BET equation are 25 and 18 m*> g~'. The
depression in heterojunction surface area results from strong
deposition of CuO on the ZnO surface. This situation is further
elaborated by HRTEM and XRD analysis, which illustrates the
enlargement in the crystal dimension. The nanostructure and
chemical dispersions of heterojunction constituents are further
elaborated by HRTEM and the crystalline planes are well investi-
gated by SAED analysis [Fig. 3]. A perfect hexagonal structure of
wurtzite ZnO is recorded in Fig. 3a. The intimate contact of
spherical CuO nanoparticles on the ZnO surface in auspicious
arrangement without any agglomeration is illustrated in Fig. 3b.
HRTEM implies the existence of lattice fringes of spacing 0.246
and 0.23 nm, ascribed to ZnO (101) and CuO (111) nanoparticles,
respectively manifesting the successful construction of an S-
scheme heterojunction [Fig. 3c]. SAED analysis of ZnCu10 shows
various diffraction rings assigned to (100), (002) and (101) planes of
hexagonal ZnO in addition to the (111) plane of monoclinic CuO
nanoparticles [Fig. 3d]. The DRS spectrum is constructed for
analyzing the optical properties, determining the band energy and
elaborating the type of electronic transition of the as-synthesized
samples. The spectrum displays an absorption band edge at
410 nm assigned to the traditional ZnO intrinsic absorption
tendency [Fig. 4a]. The absorbability of ZnO directed its photo-
catalytic features under the UV region only, which restricts the
industrial and environmental applications with solar energy. CuO
exhibits a strong absorption band edge at 800 nm [Fig. 4b]
resulting from its intensive black color, which provides a strong
absorbability of CuO/ZnO heterojunctions in the deep visible
region [Fig. 4c]. This phenomenon indicates that ZnO nano-
particles coupled with CuO can absorb readily solar energy with
excellent photocatalytic performance. The band gap energy calcu-
lated from the Tauc equation is 3.05, 1.5 and 1.7 for ZnO, CuO and
ZnCu10, respectively [Fig. 4d—f]. The PL emission characteristics of
ZnO, ZnCu5 and ZnCul0 nanoparticles are measured at an exci-
tation wavelength of 350 nm [Fig. 5]. The emission signal is
reduced with introducing 5 and 10 wt% CuO nanoparticles,
implying the reduction in the rate of electron-hole coulombic
attraction force.

3.2. Photocatalytic degradation of RhB dye

Rhodamine B is an attractive cationic dye with an intensive
florescent red color and stable aromatic structure. In the food
and textile industries, RhB is the main component that provides
the final product with stable color intensity under light irradi-
ation. The strong chemical stability and complex aromatic
structure restrict the destruction of RhB dye through traditional
and biological routes. Photocatalytic destruction of RhB on

RSC Adv, 2023, 13, 13269-13281 | 13271
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Fig. 1 XRD of (a) CuO, (b) ZnO, (c) ZnCu5 and (d) ZnCul0.

a suitable semiconductor surface under light irradiation is
a promising route for wastewater remediation. Without a semi-
conductor, RhB is barely degraded and the amount of dye
decomposed after 3 hours under light irradiation does not
exceed 3% of the initial dye concentration. The photocatalytic
performance of pristine ZnO and heterojunctions containing
various concentrations of CuO (5-15) wt% is illustrated in Fig. 6.
Pristine ZnO and CuO nanoparticles display very low reactivity
in decomposing RhB under solar radiation due to the poor

13272 | RSC Adv,, 2023, 13, 13269-1328]1

absorbability of ZnO nanoparticles and ultra-fast recombina-
tion rate of electron-hole pairs of CuO. Compared with pristine
ZnO, all the heterojunctions with various concentrations of CuO
display an auspicious reactivity in decomposing RhB dye
[Fig. 6]. At the beginning of the photocatalytic reaction, 100 ml
of dye solution is mixed with 0.1 g of the photocatalyst in a black
box for one hour to estimate the adsorption capacity of the solid
specimens. The concentration of dye degraded under adsorp-
tion—-desorption aspects does not exceed 5% of the initial dye

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 N adsorption—desorption isotherm of (a) ZnO and (b) ZnCul0.

concentration due to the low surface area of ZnO and CuO
before and after mixing. Subsequently, on switching the visible
light radiation, the reactive oxygen radicals are generated on the
semiconductor surface, decomposing RhB dye into CO, and
H,O0. The heterojunction composed of 5 wt% CuO and 95% ZnO
degrades 90% of RhB dye compared with 18% removal on
pristine ZnO. Increased ZnO loading with 10 wt% of CuO elevate

p-n Heterojunction
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60 (b) A

the RhB decomposition to 93% [Fig. 7a]. Further loading ZnO
with 15 wt% CuO reduces the efficiency to 31% due to the
agglomeration of successive CuO screening layers that prevents
the interaction between light irradiation and the photocatalyst
surface. The pseudo first order rate constant for degrading RhB
dye is 0.0003, 0.0003, 0.0066, 0.0067 and 0.0009 min~" over the
surface of ZnO, CuO, ZnCu5, ZnCu10 and ZnCu1l5, respectively
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Fig. 3 HRTEM of (a) ZnO and (b) ZnCul0, (c) line space in ZnCul0 and (d) SAED of ZnCul0.
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[Fig. 7b]. The kinetic plot indicates that the photocatalytic rate
constant of RhB dye decomposition on the surface of the
ZnCu10 heterojunction is twenty-fold faster than that of pristine
ZnO [Fig. 7c]. The nature of reactive oxygen species and hot
electron-hole pairs is examined under visible radiation to shed
light on the mechanism of electron-hole transportation in the
circuit of CuO/ZnO heterojunctions. 1 x 10~ M concentration
of benzoquinone aqueous solution is introduced in a mixture of
RhB dye and 0.1 g of the photocatalyst as an efficient scrubber
for trapping superoxide radicals. Benzoquinone depressed the
decomposition rate of RhB dye, directing the attention to the
impulsive role of reactive oxygen species in mineralizing the
toxic dye solution [Fig. 8a]. The PL spectrum of terephthalic acid
under solar light irradiation follows up the production of
hydroxyl radicals from water oxidation by valence band hot
holes produced on either the ZnO or CuO surface. On exam-

550

ining Fig. 8b-d, one can notice the production of a well-defined
PL signal of hydroxyl terephthalic acid on ZnO and ZnCul0
nanoparticles. On the contrary, the poor signal recorded in the
PL spectrum of terephthalic acid on the CuO surface reveals the
weak production of hydroxyl radicals. These results manifest
that hydroxyl radicals are generated from oxidation of water on
the ZnO surface as the oxidative photocatalyst; however, CuO

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 The absorption spectrum of photocatalytic degradation of rnodamine B dye over the surface of (a) ZnO, (b) CuO, (c) ZnCu5, (d) ZnCul0

and (e) ZnCulbs.

plays a role of a reductive photocatalyst in the heterojunction
circuit. Total organic carbon [TOC], which is the actual
measurement of decomposition of RhB dye molecules, is
reduced from 79.1 mg L™ " to 7.4 mg L™ on the surface of the
ZnCu10 heterojunction, revealing the degradation of RhB dye
into eco-friendly species.

The charge transportation between two semiconductors is
explained by various mechanisms. Type II, Z-scheme and S-
scheme mechanisms are the popular routes for describing the

© 2023 The Author(s). Published by the Royal Society of Chemistry

charge migration between two different semiconductors. The
staggered type II heterojunction is unfavorable from dynamic,
thermodynamic and energetic points of view. Through the type
II heterojunction, electrons migrate from high to low conduc-
tion band and holes jump from low to high valence band. This
charge transportation depresses the redox efficiency of the
charge carriers. All types of Z-scheme cannot explain, with
precise analysis, the actual mechanism of charge trans-
portation. Recently, the S-scheme heterojunction is vividly
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Fig. 7

(a) The variation of removal of RhB dye with time of irradiation on the surface of ZnO, CuO, ZnCu5, ZnCul0 and ZnCul5, (b) pseudo-first

order plot of photocatalytic degradation of RhB dye on the surface of ZnO, CuO, ZnCu5, ZnCul0 and ZnCul5, and (c) the effect of the change in
concentration of the photocatalyst with pseudo first order rate constant of photocatalytic degradation of RhB dye.

a more precise route for predicting the charge transfer progress
between two different semiconductors under light illumination.
The S-scheme heterojunction is usually composed of two
semiconductors of different redox potential. The universal
parameter requires that the Fermi level and conduction band
position of the reductive photocatalyst be higher than those of
the oxidative photocatalyst. Concurrently, the work function of
the oxidative photocatalyst should be higher than that of the
reductive photocatalyst. The work functions reported in the
previous literature research of ZnO and CuO nanoparticles are

13276 | RSC Adv, 2023, 13, 13269-13281

5.17 eV and ~2.5 eV, respectively.”*** Accordingly, ZnO acts as
an oxidative photocatalyst and CuO is a reductive photocatalyst.
The reported values of the conduction band for CuO and ZnO
are approximately —0.92 and —0.27 eV, respectively.****5>%7
Likewise, the valence band potentials of ZnO and CuO are
positioned at 2.78 and 0.28 eV, respectively.******* As repre-
sented in Fig. 9, the Fermi level and the conduction band of
CuO are higher than those of ZnO. On hybridizing ZnO with
CuO sonochemically, electrons transfer from CuO to ZnO,
creating a positive charge on the CuO side and negative charge

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 8 (a) The spectrum of the photocatalytic degradation of RhB in the presence of 10~* M benzoquinone on the surface of ZnCul0, (b) PL
spectrum of terephthalic acid on ZnO, (c) PL spectrum of terephthalic acid on CuO and (d) PL spectrum of terephthalic acid on ZnCul0.

on the ZnO side. This charge transfer generates an accumula-
tion layer on the ZnO side and a depletion layer on the CuO side.
Concurrently, the Fermi levels of ZnO and CuO bend upward
and downward until the two Fermi levels are equalized [Fig. 9].
At this point, an internal electric field directed from CuO to ZnO
accelerates the electron transfer from the oxidative to reductive
photocatalyst. Upon light irradiation, the electrons are derived
from the conduction band of ZnO to the valence band of CuO to
vanish through the coulombic attraction force. On other hand
the positive holes in the valence band of ZnO (Eyg = +2.8 eV)
and electrons in the conduction band of CuO (Ecg = —0.92 €V)
are available for consumption in the photocatalytic reaction.
The mechanism of the charge transportation during photo-
catalytic reactions is also verified according to the radical
scavenging results and PL spectrum of terephthalic acid. The
valence band potential of ZnO is more positive than the oxida-
tion potential of water (Eomjon, = +2.4 €V),* generating a huge

© 2023 The Author(s). Published by the Royal Society of Chemistry

amount of hydroxyl radicals, as proved from PL emission of
terephthalic acid. Moreover, the conduction band potential of
CuO is more negative than the reduction potential of water (Eq,
o, = —0.34 eV), accounting for the production of superoxide
radicals as confirmed from benzoquinone trapping experi-
ments.”® The production of reactive oxygen species on the
photocatalyst surface implies the successful production of an S-
scheme CuO/ZnO heterojunction with strong redox power for
destructing organic dyes. Table 1 illustrates a comparative study
for RhB removal on CuO/ZnO nanoparticles synthesized in our
research and those reported in the previous research.***' The
literature data collected in Table 1 reveal that our as-synthesized
heterojunction is efficient in decomposing RhB dye under solar
radiation through simple operating conditions without
requiring a complicated mode of preparation that requires high
cost and more energy suppliers as reported in the previous
research.

RSC Adv, 2023, 13, 13269-13281 | 13277
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Fig. 9 S-scheme charge transportation mechanism between ZnO and CuO before and after contact.
Table 1 Comparative study of removal of organic dyes on CuO/ZnO nanoparticles
Photocatalyst Mode of preparation Organic dye Light source Degradation (%) Reference
CuO/ZnO Sonochemical Rhodamine B Visible light 95% Our research
Ag/CuO/ZnO Co-precipitation Methylene blue Metal halide lamp 95% 43
ZnO/CuO Microwave Acid orange 7 250W Xe lamp 80% 44
Zn0O/Cu0/Mo0; Hydrothermal Rhodamine B 300 W Xe lamp 90% 45
CuO/ZnO Thermal oxidation Methylene blue 300 W Xe lamp 92% 46
CuO/ZnO Green biosynthesis Methylene blue 500 W tungsten halogen 94% 47
CuO/ZnO Impregnation Methylene blue 400 W UV lamp 95% 48
CuO/ZnO Hydrothermal Methylene blue 500 W halogen lamp 96% 49
CuO/ZnO Hydrothermal Rhodamine 6G Sun light 40% 50
Ag/CuO-ZnO Hydrothermal-chemical reduction Rhodamine 6G Sun light 95% 50
CuO/ZnO Thermal oxidation Rhodamine B Xenon lamp 92% 51

4. Conclusions

In this novel research work, an S-scheme heterojunction is
successfully generated sonochemically by hybridizing a ZnO
oxidative photocatalyst and CuO reductive photocatalyst. The
novel sonicated CuO/ZnO heterojunction promotes the charge
separation and transportation and prohibits the photocatalytic

13278 | RSC Adv, 2023, 13, 13269-13281

reaction with charge carriers with strong redox potential. The
co-existence of ZnO and CuO diffraction peaks, reduced band
gap energy, depression in the PL signal and production of
reactive oxygen species manifest the successful production of
an S-scheme heterojunction. The heterojunction containing
10 wt% CuO and 90 wt% ZnO degraded 93% of RhB dye under
solar irradiation. The PL spectrum analysis of terephthalic acid

© 2023 The Author(s). Published by the Royal Society of Chemistry
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reveals the production of hydroxyl radicals by oxidation of water
by the hot holes of ZnO. However, superoxide radicals are
produced from water reduction by the hot electrons of the CuO
conduction band. The novel heterojunction is considered
a potential photocatalyst for expelling organic dyes from
wastewater under solar radiation.
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