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Abstract: Chromium (Cr)-doped zinc oxide (ZnO) nanorods with wurtzite hexagonal structure were
prepared through a thermal decomposition technique. The concentration effect of the Cr doping
on the structural, morphological, and optical properties of the ZnO nanorods was established by
correlating various measurements: transmission electron microscopy (TEM), photoluminescence
(PL), X-ray diffraction (XRD), X-ray photoelectron spectroscopy (XPS) and several UV-visible studies.
The obtained nanorods were investigated as photocatalysts for the photodegradation process of
methyl orange (MO), under UV-vis light illumination. Different weights and time intervals were
studied. A 99.8% photodegradation of MO was obtained after 100 min in the presence of 1 wt.%
Cr III acetate hydroxide and zinc acetate dehydrate “ZnO-Cr1”. The kinetic rate constant of the
reaction was found to be equal to 4.451 × 10−2 min−1 via a pseudo-first order rate model. Scavenger
radicals demonstrated the domination of OH• radicals by those of O•−2 superoxide species during
the photodegradation. The interstitial oxygen site Oi is proposed to play a key role in the generation
of holes in the valence band under visible irradiation. The ZnO-Cr1 photocatalyst displayed good
cycling stability and reusability.

Keywords: ZnO nanorods; Cr-doping; oxygen vacancies; charge separation; photocatalysis

1. Introduction

Application of organic pollutants like dye molecules, cadmium (Cd), and chromium
(Cr) is common in industry [1–10]. Their effluent contains various colored combinations
that are difficult to manage [11]. This greatly impacts the natural water surface and
causes several side effects for living creatures [10]. Therefore, organic pollutants require
appropriate treatment before being discharged into the water [12].

Different studies have been performed to obtain clean and cost-effective methods of
solving dye wastewater problems. Earlier techniques addressing this problem succeeded
in realizing a partial degradation of water pollutants [13]. This limitation has been resolved
through a new technique, i.e., the photolytic method, that guarantees effective degradation
of dye molecules [14]. The photolytic process refers to the rapidity of the photoreaction
in the presence of semiconductors as catalysts [15]. This technique is low-cost, non-toxic,
and safe environmentally, which makes it promising for the dyes industry [10]. Indeed,
photocatalytic degradation ensures a significant decolorization of dye wastewater. These
unique properties of the photocatalytic method have attracted a lot of interest where the
desire for a better environment exists.
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The innovative physical properties associated with ZnO nanostructures have attracted
a lot of interest due to their good performances in various applications. The size and shape
of ZnO nanostructures play a major role in generating new application domains [16]. This
greatly affects the physical properties like photoluminescence, transmittance and conduc-
tance as well as the photocatalytic activity and potential window measurements. Indeed,
zinc oxide (ZnO) displays distinctive characteristics such as: large band gap, elevated
chemical stability, facile synthesis, high excitonic energy, good surface reactivity, photo-
sensitivity and non-hazardous nature [11,16,17]. This expands its use as a photocatalyst in
the photodegradation process of pollutants. Nevertheless, there are some limitations to its
application as a photocatalyst, such as the high probability of the recombination process
between photoinduced electrons and holes [17]. Previous studies have aimed to ameliorate
the separation rate of the photo-induced charge carriers via changing the electronic proper-
ties of ZnO, i.e., the band structure. This was achieved through metallic ion doping [17–19].
A slight doping using metallic ions enables energy traps formation through reserving the
host phase-structure and the original vital properties of the photocatalysts. The increase
in the trap centers and the transfer of photoinduced charge carries of the pollutant will
accelerate the photodegradation process [20]. Such morphological and structural changes
greatly affect its properties, leading to new electrochemical applications.

Metal ion doping remains one of the major factors affecting the photocatalytic response
of ZnO. Further factors have a significant impact on the photocatalytic response of ZnO such
as the morphology control of the photocatalyst. The proper determination of the adequate
size and shape of photocatalysts is essential, to optimize their properties and give better
results. This requires a non-toxic, low cost, high yield synthesis technique of photocatalyst
semiconductor materials. The thermal decomposition method using zinc acetate dihydrate
is one of these promising techniques. It is a reasonable, facile, cost effective, highly yielding
and rapid method for pure ZnO nanocrystals production [21,22]. This technique has
demonstrated its efficiency in earlier studies [23–25]. Indeed, nickel-doped ZnO nanorods
have been successfully synthesized by thermal decomposition technique and introduced
into a spintronics application [26]. Recently, a new thermal decomposition synthesis
technique has been developed to obtain chromium (Cr)-doped ZnO nanorods as cool
nano-pigments, which was shown to have good efficiency and properties [27].

Furthermore, dye molecules are one of the most hazardous and polluting waste
materials today. Their high stability in normal environmental conditions is the major reason
for this. In particular, wastewater effluent that is rich in these molecules remains a challenge
facing natural water sources and our ecosystem. The application of these molecules extends
to cover various domains, particularly, the optoelectronic domain. This is related to their
promising optical response in the visible domain. Such molecules belong essentially to the
AZO group of molecules, i.e., components formed by the “R–N=N–R’” function, such as
congo red (CR) and methyl orange (MO). Several studies have addressed the physical and
chemical methods of dye molecule hindrance [28]. Nevertheless, these methods remain
unable to stop dye contamination of the environment and stop their transformation into
adsorbents. One of the promising paths to achieve a complete degradation of these dye
molecules is photocatalysis. This latest technique ensures complete destruction of the
pollutants by turning them into mineral organic dyes such as H2O and mineral acids.

A wide range of photocatalysts descend from various semiconductors like TiO2 [29],
SnO2 [30], Zn2SnO4 [31], CdS [32], and ZnS [33]. Such photocalyst-based materials are cost-
efficient and eco-friendly. Zinc oxide (ZnO) exhibits high efficiency in the photocatalytic
degradation of some organic dyes compared to other material [34–36]. ZnO dye molecules
are promising materials for reducing environmental contamination.

In this paper, we will consider the performances of Cr-doped ZnO nanorods on
photodegradation. We studied the weight ratios of different Zn and Cr precursor salts.
These were used as photocatalysts in the UV-photodegradation of methyl orange (MO),
as an example of an organic dye pollutant. Different UV-vis studies were developed.
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This study opens the door to (Cr)-doped ZnO nanorod functionalization for a future
optoelectronic application.

2. Materials and Methods
2.1. Synthesis Route of Cr-Doped ZnO Nanorods

Pure and Cr-doped ZnO nanorod samples were synthesized using the thermal decom-
position technique. The typical synthesis route of Cr-doped ZnO followed the procedure
given in our previous work [11]. Zinc acetate dihydrate “Zn (CH3COO)2. 2H2O” (Winlab,
purity: 99.999%) and chromium (III) acetate hydroxide “(CH3CO2)7Cr3(OH)2” (Sigma–
Aldrich, St. Louis, MO, USA) were used as precursors for synthetization of Cr-doped ZnO
nanorods. The thermal decomposition route process can be summarized as follow. Prior to
adding chromium (III) acetate hydroxide “Cr III OAc hydroxide, (CH3CO2)7Cr3(OH)2”,
zinc acetate dihydrate “Zn OAc dehydrate, Zn (CH3COO)2 2H2O” was grinded for 2 h via
a single vibrating mill machine with agate mortar and a milling ball (3 cm in diameter). Then, the
milled powder was subjected to another 2 h of grinding after adding the desired amount for each
sample from chromium (III) acetate hydroxide. The obtained fine powder was introduced
into a covered 50 mL alumina crucible and placed in an oven for 4 h at 350 ◦C for the
decomposition process. The weight ratio of (CH3CO2)7Cr3(OH)2: Zn (CH3COO)2 2H2O
varied from 0 to 5 wt.%. A summary of the prepared samples is given in Table 1.

Table 1. Cr-doped ZnO nanorod description: weight concentration of Cr III OAc hydroxide and zinc
acetate dihydrate changes in percentage of the investigated sample ZnO-Cr0, ZnO-Cr1, ZnO-Cr3 and
ZnO-Cr5 photocatalytic reaction sample treatment.

Sample
Weight Concentration of Cr III OAc

Hydroxide and Zinc Acetate Dihydrate in
Percentage (%)

Photocatalytic Reaction:
Methyl Orange (MO)

ZnO-Cr0 0
165 mL from 10 ppm aqueous of methyl orange

+
3.3 mg from each sample

Appl. Sci. 2021, 11, x FOR PEER REVIEW 4 of 16 
 

 
Then stirred for 10 min 

followed by 5 min sonication 
until adsorption-desorption 

equilibrium. 
 

A 3 mL of each solution was 
filtered than examined each 

10 min 

2.2. Photocatalytic Reaction during the Photodegradation Process of the Methyl Orange 
In order to perform the photocatalytic reaction, 165 mL from 10 ppm aqueous dye 

molecule methyl orange (MO, Fluka Analytical) was mixed with 3.3 mg from each sample 
of the synthesized Cr-doped ZnO nanorods. To ensure the fine dispersion of catalysis (Cr-
doped ZnO nanorod powder), the mixed solution was stirred for 10 min followed by 5 
min sonication to reach adsorption-desorption equilibrium (see Table 1). Then, a 12 (UV-
Vis) lamp (253.7 nm wavelength) enclosed in silica tube was immersed in the solution of 
the photocatalytic reaction. We isolated the photocatalytic reaction unit using a suitable 
cover to avoid all hazardous UV radiation. The mixed solutions were continuously agi-
tated during the UV-illumination. About 3 mL from the solution was extracted each 10 
min and then filtered with a 0.2 μm pore size of PTFE-membrane syringe filter to remove 
the freed catalyst powder. The absorption of the filtered solutions was examined, as per 
our previous work [11], via a UV–vis spectrophotometer at the maximum characteristic 
peak of MO (≈464 nm wavelength). Figure 1 represents a schematic graph of the photo-
catalytic experiment. 

 
Figure 1. Schematic representation of the photocatalysis process every 10 min. 

3. Results 
3.1. XRD Measurements 

XRD measurements of the synthesized ZnO-Cr samples are represented in Figure 2. 
The ZnO diffractograms confirmed the hexagonal phase crystallinity of the entire samples 
[37]. No changes in the structure phase were noticed after adding Cr ions. The absence of 
impurity phases shows the proper localization of the Cr ions on the sites within the ZnO 
lattice. However, the minor shift position changes of the diffraction peaks to a lower angle 
by Cr doping reflects the substitution of Zn ions with those of Cr. Nevertheless, the full 

Then stirred for 10 min followed by 5 min
sonication until adsorption-desorption

equilibrium.

Appl. Sci. 2021, 11, x FOR PEER REVIEW 4 of 16 
 

 
Then stirred for 10 min 

followed by 5 min sonication 
until adsorption-desorption 

equilibrium. 
 

A 3 mL of each solution was 
filtered than examined each 

10 min 

2.2. Photocatalytic Reaction during the Photodegradation Process of the Methyl Orange 
In order to perform the photocatalytic reaction, 165 mL from 10 ppm aqueous dye 

molecule methyl orange (MO, Fluka Analytical) was mixed with 3.3 mg from each sample 
of the synthesized Cr-doped ZnO nanorods. To ensure the fine dispersion of catalysis (Cr-
doped ZnO nanorod powder), the mixed solution was stirred for 10 min followed by 5 
min sonication to reach adsorption-desorption equilibrium (see Table 1). Then, a 12 (UV-
Vis) lamp (253.7 nm wavelength) enclosed in silica tube was immersed in the solution of 
the photocatalytic reaction. We isolated the photocatalytic reaction unit using a suitable 
cover to avoid all hazardous UV radiation. The mixed solutions were continuously agi-
tated during the UV-illumination. About 3 mL from the solution was extracted each 10 
min and then filtered with a 0.2 μm pore size of PTFE-membrane syringe filter to remove 
the freed catalyst powder. The absorption of the filtered solutions was examined, as per 
our previous work [11], via a UV–vis spectrophotometer at the maximum characteristic 
peak of MO (≈464 nm wavelength). Figure 1 represents a schematic graph of the photo-
catalytic experiment. 

 
Figure 1. Schematic representation of the photocatalysis process every 10 min. 

3. Results 
3.1. XRD Measurements 

XRD measurements of the synthesized ZnO-Cr samples are represented in Figure 2. 
The ZnO diffractograms confirmed the hexagonal phase crystallinity of the entire samples 
[37]. No changes in the structure phase were noticed after adding Cr ions. The absence of 
impurity phases shows the proper localization of the Cr ions on the sites within the ZnO 
lattice. However, the minor shift position changes of the diffraction peaks to a lower angle 
by Cr doping reflects the substitution of Zn ions with those of Cr. Nevertheless, the full 

A 3 mL of each solution was filtered than
examined each 10 min

ZnO-Cr1 1

ZnO-Cr3 3

ZnO-Cr5 5

The characterization of the final powder confirmed the formation of wurtzite hexag-
onal phase without other ZnO phases, or any phases based on chromium as discussed
elsewhere [11]. This refers to the stability of the host structure of ZnO crystal, although
with the addition of Cr atoms due to substituting the Zn sites in the lattices by Cr, which
is usually suggested for a low concentration of Cr [11]. The morphological and structural
properties of the synthetized Cr-doped ZnO nanorod were shown via transmission electron
microscopy “TEM” (type JEOL-JEM-1230). PL measurements were obtained through an
He-Cd laser of 325 nm excitation wavelength. XRD was performed using monochromatized
CuKα radiation (λ = 1.5418 Å). X-ray photoelectron spectroscopy (XPS) measurements were
analyzed via ESCALSB 250 electron spectrometer under ultra-high vacuum (p < 10−9 mbar).
The data were collected at normal incidence, i.e., the sample surface was vertical to the emis-
sion angle. A mono-chromatic AlKα source (1486.6 eV) functions using a power of 420 W
(30 mA and 14 kV), where the C1s core (284.6 eV) was used as reference to calibrate the peak
positions of other elements. The photocatalytic activity (PAC) of the synthesized Cr-doped
ZnO nanorods was inspected under UV-vis irradiation via a UV–vis spectrophotometer
(Unico UV-2100, Waltham, MA, USA).
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2.2. Photocatalytic Reaction during the Photodegradation Process of the Methyl Orange

In order to perform the photocatalytic reaction, 165 mL from 10 ppm aqueous dye
molecule methyl orange (MO, Fluka Analytical) was mixed with 3.3 mg from each sample
of the synthesized Cr-doped ZnO nanorods. To ensure the fine dispersion of catalysis
(Cr-doped ZnO nanorod powder), the mixed solution was stirred for 10 min followed
by 5 min sonication to reach adsorption-desorption equilibrium (see Table 1). Then, a
12 (UV-Vis) lamp (253.7 nm wavelength) enclosed in silica tube was immersed in the so-
lution of the photocatalytic reaction. We isolated the photocatalytic reaction unit using a
suitable cover to avoid all hazardous UV radiation. The mixed solutions were continu-
ously agitated during the UV-illumination. About 3 mL from the solution was extracted
each 10 min and then filtered with a 0.2 µm pore size of PTFE-membrane syringe filter to
remove the freed catalyst powder. The absorption of the filtered solutions was examined,
as per our previous work [11], via a UV–vis spectrophotometer at the maximum charac-
teristic peak of MO (≈464 nm wavelength). Figure 1 represents a schematic graph of the
photocatalytic experiment.
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Figure 1. Schematic representation of the photocatalysis process every 10 min.

3. Results
3.1. XRD Measurements

XRD measurements of the synthesized ZnO-Cr samples are represented in Figure 2.
The ZnO diffractograms confirmed the hexagonal phase crystallinity of the entire sam-
ples [37]. No changes in the structure phase were noticed after adding Cr ions. The absence
of impurity phases shows the proper localization of the Cr ions on the sites within the ZnO
lattice. However, the minor shift position changes of the diffraction peaks to a lower angle
by Cr doping reflects the substitution of Zn ions with those of Cr. Nevertheless, the full
width at half-maximum “FWHM” of the main diffraction peaks also increases by increasing
Cr doping, highlighting their good incorporation. This demonstrates the effective doping
process given here. Thus, the XRD measurements demonstrated the high crystallinity of
the various studied samples.
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3.2. TEM Characterization of Cr-Doped ZnO Nanorods

The morphological characteristics of the Cr-doped ZnO were investigated byTEM.
Figure 3 shows an image obtained for the ZnO-Cr1 sample as an example of the grown
nanorods. It displays homogenous nanorod structures, where cylindrical forms ending
with a spherical termination were observed. Here, the growth temperature plays the major
role in the nanorod growth. The elevated temperature used during the growth process
(of about T ≈ 350 ◦C) facilitates the nanorods’ crystal growth through the c axis. This
confirms earlier studies where 1D nanostructure shapes, i.e., nanorods, were obtained
through thermal decomposition [11,37].
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3.3. XPS Analysis

The surface composition and chemical states were analyzed via XPS for the ZnO-Cr1.
Here, binding energies of the various elements present in the Cr-doped ZnO nanorods
are given. The obtained survey shows the signature of Zn, O and Cr elements only in
the synthetized nanorods (Figure 4a). High-resolution imaging of the Zn2p, O1s and
Cr2p peaks was performed. Figure 4b exhibits two highly symmetric peaks located at
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1021.70 eV and 1044.8 eV, assigned respectively to the Zn2p3/2 and Zn2p1/2 states. These
peaks are commonly identified in ZnO nanomaterials [37,38]. Indeed, the narrow Zn
2p3/2 band originates from the Zn2+ ions in an oxygen-deficient ZnO lattice [39,40]. This
also demonstrates the dominance of the Zn2+ state for the Zn ions present on the surface.
Figure 4c shows a peak positioned at 530.7 eV ascribed to the O1s. The broadening of this
peak reflects the increase of oxygen defects or chemisorbed groups (OH) in oxygen ions
usually bonded to Zn ions forming the nanorods [39,40]. The Cr doping here is established
by the location of the two symmetrical peaks at 576 eV and 586 eV, assigned to Cr2p3/2 and
Cr2p1/2, respectively (Figure 4d). The separation energy between these two peaks is about
10 eV, which is related to Cr dopants integrated into the ZnO lattice, i.e., on Zn sites, as Cr3+

ions instead of Cr2+ ions [41,42].
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3.4. Photoluminescence Analysis

Photoluminescence (PL) analysis illustrated the electronic structure of the undoped
and Cr-doped ZnO samples, further to the energy states of the impurities and defects. PL
measurements were obtained using an He-Cd laser at 325 nm excitation wavelength. A
sharp PL spectrum was located at the limited domain of UV, which covered the entire
visible range for the different investigated samples, i.e., undoped and Cr-doped ZnO
samples (Figure 5). The PL band located in the UV-domain could be attributed to both the
free exciton recombination affecting the near band emission [43] and the donor–acceptor
transition [14,44–47]. Such a band is kept at the same energy position, which is in good
agreement with the weak change of the band gap energy Eg with Cr doping as was reported
in our previous work [11]. Eg was found to be equal to 3.238, 3.221, 3.206 and 3.202 (eV)
respectively for ZnO-Cr0, ZnO-Cr1, ZnO-Cr3 and ZnO-Cr5 [11]. A large decrease in the PL
band intensity was observed by enhancing Cr doping, which is related to the degradation
of the crystalline quality as revealed by XRD analysis. Various sharp peaks were also found
in each spectrum. An intense violet band appeared at 419 nm, originating from the stacking
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faults as well as the transition occurring from the conduction band to deep energy levels
in the band gap related to Zn vacancies [39,48]. A blue emission at 469 nm was observed
due to interstitial Zn (Zni) defects [47]. Large and relatively intense green bands are related
to different ionized oxygen vacancies, i.e., VO+, VO++, and anti-site oxygen (OZn) [47]. A
typical yellow emission is also observed at 561 nm. This is related to the interstitial oxygen
sites Oi, where its energy level is located at approximately 2.28 eV from the conduction
band [47]. Finally, the red emission observed here is induced by oxygen vacancies (VO) [47].
These peaks demonstrate the Cr doping effects on the emergence of various origins of
defects in the ZnO host for undoped and Cr doped samples. From these emissions, any
compound with a long PL lifetime will be interesting for photocatalysis application since
the separation of electrons and holes will be easy.
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Figure 5. PL spectra of undoped and Cr-doped ZnO nanorods using an He-Cd laser of 325 nm
excitation wavelength.

4. Photocatalytic Properties
4.1. Photocatalytic Activity of Methyl Orange

The PCA of the synthesized Cr-doped ZnO samples was examined using UV-photode
gradation of MO as a function of time. Figure 6 displays the variations in the concentration
ratio (C/Co) as a function of time during the PCA reaction. Here, C and Co are the
concentrations of the MO molecule at different times of reaction (t) and t = 0, respectively.
This ratio refers to the photodegradation of the absorption band of MO positioned at
~464 nm [11]. The ZnO-Cr1 sample exhibited the best catalytic activity with degradation
of MO, where it reached 99.8% after 100 min of the reaction. The degradation of MO
was about 77.5%, 58.97% and 50.1% after 120 min for the samples ZnO-Cr0, ZnO-Cr3 and
ZnO-Cr5, correspondingly. Here, the high PCA observed for the ZnO-Cr1 sample could be
assigned to a possible high-density defect in the nanorods’ structure [49,50]. This increases
the density of the photoinduced electron traps [51].
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Figure 6. Photodegradation of MO, 10 ppm in aqueous solution, performed under UV irradiation in
the presence of the synthesized Cr-doped ZnO nanorods.

The photodegradation time is quite long even for the ZnO-Cr1 sample (100 min to
obtain 99.8% degradation). We studied the PCA reaction without adding any promotion
factor for the reaction such as the addition of hydrogen peroxide (H2O2) or even adjusting
the pH value of the reaction. Indeed, the use of H2O2 could increase the •OH radicals
in the reaction where they react with dye molecules (i.e., MO) to become a major factor
in the degradation process [19]. In addition, controlling the acidic level (pH value) has a
significant effect on the degradation process parameters. It provides a fast decomposition of
the H2O2, and also removes the formed inorganic elements derived from the decomposition
of the dye molecule [22]. Here, we limited our study to the effect of photocatalytic nanorods,
without adding any catalytic factors, i.e., H2O2 and pH level, on the photodegradation
reaction. This allowed us to avoid any hazardous effect on the environment. Thus, we
designed sample prototypes that could be used in eco-friendly photocatalytic reactions.

4.2. Kinetic Study of Photocatalytic Degradation of MO

As shown in Figure 7, the experimental data are well described with the pseudo-
first order kinetic law [21] since the curves of Ln(A0/A) versus irradiation time are well
adjusted with linear fitting. The ZnO-Cr1 photocatalyst was the most effective with a
kinetic rate constant k of 4.451 × 10−2 min−1 for the photodegradation of MO. The other
photocatalysts are less effective and the calculated constant k estimated for the ZnO,
ZnO-Cr3 and ZnO-Cr5 photocatalysts, respectively, was 1.274 × 10−2, 0.775 × 10−2 and
0.608 × 10−2 min−1.
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Figure 7. Kinetic study of the photocatalytic degradation of MO, 10 ppm in aqueous solution, using
Cr-doped ZnO nanorods.

4.3. Mechanism of the Photocatalytic Activity

The photocatalytic activity (PAC) of the synthesized Cr-doped ZnO nanorods was
inspected under UV-vis irradiation. During this process, the photocatalyst absorbs the
irradiated light to generate electron hole (e−/h+) pairs. Indeed, the irradiation on its surface
may have an equal or higher energy than the studied Cr-doped ZnO nanorods band gap
resulting in (e−/h+) pairs. A new charge redistribution appears where the generated (e-/h+)
pairs are on the photocatalyst surface. This will free the methyl orange (MO) molecules via
a redox reaction. The effect of dopant concentration is very important in describing PAC.
Different rates of the MO degradation for various time intervals under light irradiation
were noticed. In particular, good degradation was observed for the pure ZnO sample, i.e.,
ZnO-Cr0. This is related to excitation λ < 390 nm, which generates electron-hole pairs in
ZnO photocatalysts [52]. These electron-hole pairs on the surface of the photocatalyst pass
through a series of oxidation–reduction reactions affecting the aromatic rings of the MO
molecules. This results in degradation of MO for the case of ZnO-Cr0. However, specific
ZnO catalysts showed effective degradation compared to ZnO-Cr0. ZnO-Cr1 showed a
maximum degradation efficiency of 99.8% of the MO in 100 min. Here, the photocatalytic
process involves an advanced chemical reaction, ensuring MO degradation, as denoted
above. The generated holes in the valence band of the Cr-doped ZnO nanorods can react
with surface OH- groups to yield the highly reactive hydroxyl radical (OH•). At the same
time, electrons remaining from the (e-/h+) pair will interfere with local oxygen adsorbed at
the surface of the nanoparticles and produce the superoxide (O•−2 ). Therefore, as oxygen
vacancies increase, better absorption of O2 will occur. O2 is also converted into superoxide
radicals (O•−2 ) through its interaction with the photoinduced electrons on oxygen defects
via an ionisation process [53]. These O•−2 and OH• oxidizing radicals decompose and
mineralize the adsorbed organic compounds into CO2, H2O and different minerals. Such
a complex chemical process ensures a proper photodegradation of the methyl orange
molecule bonded to Cr-doped ZnO nanorods [54,55]. In addition, the local Cr2+ ions
reinforce the interstitial oxygen defect effect, where they trap electrons and separate the
charges to prevent their recombination. Nevertheless, ZnO-Cr3 and ZnO-Cr5 display
opposite photodegradation responses despite the increase in the dopant concentration. The
degradation efficiency reached 58.97% and 50.1%, respectively, for ZnO-Cr3 and ZnO-Cr5
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after 120 min. Such a reduction could be related to the increased density of Cr interstitials
compared to the Cr substitutional in the ZnO lattice, which will act as recombination
centers for the photogenerated e-/h+ pairs and, consequently, reduce the generation
process of OH• and O•−2 radicals [43]. Thus, ZnO-Cr1 is the optimal doping giving the best
photodegradation efficiency of MO compared to the other synthesized catalysts.

4.4. Change of Reaction Rate in the Presence and Absence of a Quenching Agent

To clarify the major active species in the photodegradation process, we used the
trapping experiments to investigate the change in the photodegradation rate. For this
purpose, 10% of ethanol and benzoquinone were added separately into the reaction system
to quench the OH• radicals and O•−2 superoxides, respectively. As shown in Figure 8,
the addition of ethanol induced a slight reduction in the photodegradation (up to 20%),
indicating that the photoexcited holes of the photocatalyst and the subsequent OH• radicals
are minor factors. However, a relatively large reduction in the dye photodegradation (up to
46%) in the presence of BQ agent demonstrated superoxide quenching and established that
the O•−2 superoxide is the main active species for the dye photodegradation in the presence
of the ZnO-Cr1 photocatalyst.

Appl. Sci. 2021, 11, x FOR PEER REVIEW 10 of 16 
 

Cr5 after 120 min. Such a reduction could be related to the increased density of Cr inter-
stitials compared to the Cr substitutional in the ZnO lattice, which will act as recombina-
tion centers for the photogenerated e-/h+ pairs and, consequently, reduce the generation 
process of OH• and O2•− radicals [43]. Thus, ZnO-Cr1 is the optimal doping giving the 
best photodegradation efficiency of MO compared to the other synthesized catalysts. 

4.4. Change of Reaction Rate in the Presence and Absence of a Quenching Agent 
To clarify the major active species in the photodegradation process, we used the trap-

ping experiments to investigate the change in the photodegradation rate. For this purpose, 
10% of ethanol and benzoquinone were added separately into the reaction system to 
quench the OH• radicals and O•  superoxides, respectively. As shown in Figure 8, the 
addition of ethanol induced a slight reduction in the photodegradation (up to 20%), indi-
cating that the photoexcited holes of the photocatalyst and the subsequent OH• radicals 
are minor factors. However, a relatively large reduction in the dye photodegradation (up 
to 46%) in the presence of BQ agent demonstrated superoxide quenching and established 
that the O•  superoxide is the main active species for the dye photodegradation in the 
presence of the ZnO-Cr1 photocatalyst. 

 
Figure 8. Change in the reaction rate in the presence and absence of a quenching agent. 

The various entities composing the mixture undergo various reactions under UV-
visible irradiation (Figure 9). These reactions can be summarized as follows: ZnO + hυ → ZnO(e + h ) (1)e + O →  O•  (2)h + H O → OH• +H   (3)O• / OH• + Methyl Orange →  CO + H O (4)

Under visible light irradiation, it is anticipated that such levels appearing among 
those detected by PL could be the origin of the observed improvement in the photocata-
lytic activity of modified ZnO nanorods. Actually, the interstitial oxygen site Oi is the 
dominant defect observed at 2.28 eV, and it could act as a deep donor with an energy level 
located at 2.28 eV, above the top of the valence band. Therefore, the energy position of Oi 
is optimal for the generation of holes in the valence band under visible irradiation (less 

No Scavanger BQ Ethanol
0

20

40

60

80

100

80 %

D
eg

ra
da

tio
n 

ra
te

 (%
)

54 %

Figure 8. Change in the reaction rate in the presence and absence of a quenching agent.

The various entities composing the mixture undergo various reactions under UV-
visible irradiation (Figure 9). These reactions can be summarized as follows:

ZnO + hυ→ ZnO
(
e− + h+) (1)

e− + O2 → O•−2 (2)

h+ + H2O→ OH•+ H+ (3)

O•−2 /OH•+ Methyl Orange→ CO2 + H2O (4)
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Under visible light irradiation, it is anticipated that such levels appearing among those
detected by PL could be the origin of the observed improvement in the photocatalytic
activity of modified ZnO nanorods. Actually, the interstitial oxygen site Oi is the dominant
defect observed at 2.28 eV, and it could act as a deep donor with an energy level located at
2.28 eV, above the top of the valence band. Therefore, the energy position of Oi is optimal
for the generation of holes in the valence band under visible irradiation (less than 2.95
eV). The created holes can systematically help the photodegradation of RhB through the
following reaction:

O+
i + e− hν<2.95eV→ Oi + h+ (5)

H2O + h+ → OH• + H+ (6)

It is worth noting that a direct interaction between MO dye and light could transform
MO to MO* excited. Thus, MO* excited can transfer electrons to the conduction band (or a
surface state) of ZnO nanorods. Finally, two pathways are feasible: the injected electrons
react with O2 molecules adsorbed on the ZnO surface to yield O•−2 radical anion, while h+

in VB moves to the backside of the ZnO nanorods’ surface and reacts with either H2O or
OH− to produce an active species such as OH radicals; or mineralization of MO takes place
through the reaction of the active species, which could be considered a very efficient way
to degrade MO.

4.5. Temperature Effect

We studied the temperature effect on the photodegradation of MO. Figure 10 shows
the variation of C/Co with time of the photocatalytic reaction for the ZnO-Cr1 sample at
room temperature (RT) and at 45 ◦C. Here, PCA decreased with increasing temperature, as
did the degradation percentage of MO. The latter reached 53% at 45 ◦C after 100 min, which
is lower than that obtained after the same time at RT (≈98.8%). This dramatic detraction
is mainly due to less adsorption of dye molecules on the surface of the photocatalyst. In
fact, when the temperature increases, the exothermic adsorption of reactants becomes
disfavored, thus limiting the photodegradation reaction [56]. In addition, with increasing
temperatures, the enhanced kinetic energy of dye molecules might allow them to escape
from the photocatalyst surface [24], leading to decreased photodegradation efficiency.
On the other hand, it is known that for semiconductor photocatalysts like ZnO, the PL
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intensity decreases with increasing temperature due to the dissociation of excitons (thermal
quenching), which also leads to less generation of electrons and holes that contribute
to the creation of an OH• radical and O•−2 superoxide. Therefore, a limitation of the
photodegradation process is obtained.
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Figure 10. Temperature effect on the photodegradation of MO, 10 ppm in aqueous solution, per-
formed under irradiation using the ZnO-Cr1 sample.

4.6. MO Concentration Dependency of the Photodegradation

The removal efficiency is significantly affected by the initial concentration of the pollu-
tant [25]. In this respect, we compared the photodegradation levels for different initial MO
concentrations ranging from 5 ppm to 30 ppm with a constant ZnO-Cr1 sample concentra-
tion of 20 mg/L (Figure 11). The photocatalytic activity decreased with increasing initial
concentrations of MO. The recorded removal percentages of MO after 30 min were 100%,
77%, 37.7%, and 23.9% for the initial concentrations of 5, 10, 20 and 30 ppm, respectively.
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Figure 11. Photodegradation of MO at different initial concentrations after 30 min under UV irradia-
tion using the ZnO-Cr1 sample.

4.7. Study of the Photocatalyst Stability

A recycle experiment was used to inspect the photostability of the photocatalyst, as
reported in several studies [57–59]. The used ZnO-Cr1 nanoparticles were centrifuged,
washed and then dried for the next experiment. As shown in Figure 12, even after five
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runs, the photocatalytic activity of the ZnO-Cr1 sample was not affected. It exhibited good
performance and stability during all runs. These results suggest high recyclability of the
ZnO-Cr1 photocatalyst and its reusability for the photodegradation of organic pollutants
under visible light irradiation.
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Figure 12. Stability experiment in the presence of ZnO-Cr1.

Motivated by the ZnO-Cr1 photocatalyst answer, we investigated its photo effect
recyclability. ZnO-Cr1 nano-powders were recovered from the solution and dried, and their
XRD patterns were measured. The latter were almost identical to the XRD pattern of the
ZnO-Cr1 powders without undergoing photodegradation. Interestingly, the FWHM of the
peaks were not changed (Figure 13). This demonstrates how the photocatalyst crystallinity
is unchanged after 5 (cycles) runs, establishing its high stability and reusability.
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Figure 13. XRD of ZnO-Cr1 before and after the cycling experiment.

5. Conclusions

The optical and morphological characterizations confirmed the stability of the host
structure, i.e., ZnO after exchanging Zn2+ ions with Cr3+ ions. The synthesized Cr-doped
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ZnO nanorods, synthesized using a thermal decomposition technique, were introduced
as photocatalyst materials. The ZnO-Cr1 sample exhibited promising results in the photo-
catalysis process with MO removal and showed good stability and reusability. The O•−2
superoxide was identified as the main active species for the dye photodegradation. An
increase in temperature had an adverse effect on the studied photocatalysis process that was
attributed to the enhancement of the activity of the surface area of the synthesized nanorod.
This resulted in a decrease in the adsorption of MO molecules. This study opens the door
to functionalization of Cr-doped ZnO nanorods for future optoelectronic application.
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