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Abstract: In this paper, the formation of rhombic ZnO microrods surrounded by ZnO nanorods was
realized on the surfaces of zinc foils using a hydrothermal method. The photocatalytic degradation
of Rhodamine B solution was used to test the photocatalytic performance of the prepared samples.
Compared with the rhombic Zn(OH)F and ZnO microrods grown on zinc foils, the hierarchical
micro/nanostructures formed by ZnO nanorods surrounding the surfaces of rhombic ZnO microrods
have better photocatalytic performance. The experimental results are mainly due to the fact that
the hierarchical ZnO micro/nanostructures formed by ZnO nanorods surrounding the surface
of the rhombic ZnO microrods have a larger surface area compared with the rhombic Zn(OH)F
and ZnO microrods. More importantly, the photocatalytic circulation experiments indicate that
ZnO nanorods grown on rhombic ZnO microrods can be recycled and have a relatively stable
photocatalytic performance.
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1. Introduction

With the increasingly serious pollution problem, a variety of methods were used to
solve the problem of environmental pollution [1-8]. Among the methods used for solv-
ing the environmental pollution problem, photocatalytic technology has attracted much
attention because of the fact that clear and renewable solar energy can be used to degrade
pollutants [3-8]. Thus far, a variety of semiconductor materials, such as TiO,, ZnO, WOs,
CuO, CeOy, and their composites, have been widely studied for photocatalysis applica-
tions [9-28]. Among these materials, ZnO has been widely studied because it is non-toxic
and easy to synthesize [18-28]. Up to now, powdery ZnO in various morphologies, includ-
ing nanowires, spherical structures, and hierarchical structures, have been successfully
prepared and used to study their photocatalytic properties [18-28].

At present, those micro- and nanostructures used for photocatalytic applications are
mainly in powdery form. The problem with powdery materials is that they are difficult to
separate after photocatalysis, so the powdery photocatalytic materials are difficult to be
reused. This problem can be solved by preparing ZnO micro/nanostructures on the surfaces
of substrates. Silicon, glass, aluminum foil, and nickel foam have been used for ZnO
growth [29-32]. The obtained samples have been successfully applied in photocatalysis.
Zn0O prepared on the surfaces of those substrates is usually a single structure of nanowire
or nanorod, which has been studied widely [31,32]. However, the fabrication of hierarchical
ZnO micro/nanostructures on the substrate surface for photocatalysis applications has
rarely been reported.

In this paper, the synthesis of Zn(OH)F on the surface of zinc foils was first real-
ized, and then the preparation of hierarchical ZnO micro/nanostructures is realized by
the growth of ZnO nanorods from the ZnO seed introduced on the surface of rhombic
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ZnO microrods, which is formed by calcinating Zn(OH)F microrods. The prepared ZnO
nanorods grown on rhombic ZnO microrods have been successfully applied to photo-
catalysis. The photocatalytic performance test results show that the hierarchical ZnO
micro/nanostructures grown on the surfaces of zinc foils have better photocatalytic per-
formance than the Zn(OH)F and ZnO microrods grown on the surfaces of zinc foils. The
cyclic experiment shows that the photocatalytic performance of hierarchical ZnO mi-
cro/nanostructures decreases slightly through three cyclic experiments.

2. Materials and Methods
2.1. Materials

All the chemical reagents used for the fabrication of the ZnO seed layer, Zn(OH)F
microstructures, and ZnO nanorods are of analytical grade. Ammonium fluoride was
purchased from Sinopharm Chemical Reagent Co., Ltd. (Shanghai, China). Zinc acetate,
ethanolamine, zinc nitrate hexahydrate, and hexamethylenetetramine (HMT) were bought
from Sigma-Aldrich (Steinheim, Germany). No further purification was carried out for all
the chemical reagents during the experimental process.

2.2. Preparation of Zn(OH)F Microstructures

The zinc foils were cleaned with deionized water and ethanol alternatively. The above
process was repeated three times. The cleaned zinc foils were transferred in a 300 mL
solution. The composition of the solution is 0.025 M zinc nitrate hexahydrate and 0.05 M
ammonium fluoride. The hydrothermal process was carried out at 120 °C for 4 h.

2.3. ZnO Nanorods Grown on Rhombic ZnO Microrods

In order to convert the obtained Zn(OH)F microstructures to ZnO ones and simultane-
ously form a layer of ZnO seed layer on the surface of the synthesized microstructures, the
obtained sample in the first step was immersed in an ethanol solution consisting of zinc
acetate and ethanolamine. After being totally dried, the sample was calcinated at 350 °C
for 1.5 h.

After the samples were cooled naturally to room temperature, they were transferred
into a solution containing 25 mM zinc nitrate and 25 mM HMT at 92 °C for 3 h. Before char-
acterization, the samples were washed with deionized water, dried at room temperature
and finally calcinated at 350 °C for 1.5 h.

2.4. Characterization

The morphologies of the samples obtained during the experimental process were
observed by a field emission scanning electron microscope (FESEM; Quanta 250 FEG,
Thermo Fisher Scientific, Waltham, MA, USA). The compositions of the samples were
confirmed by an energy-dispersive X-ray spectrometer (EDX; INCAX-Max 20; Oxford, UK).
X-ray diffraction (XRD) measurements were carried out on a Bruker AXS D8 ADVANCE
X-ray diffractometer, Billerica, Germany.

2.5. Photocatalytic Activity Tests

The photocatalytic decolorization of the rhodamine B (RhB) solution was used to
evaluate the photocatalytic activities of the samples. The absorbance of the photode-
graded RhB solution was recorded on a Shimadzu UV-3600 UV-Vis spectrophotometer.
During the experimental process, rod-like Zn(OH)F, rod-like ZnO, and hierarchical ZnO
micro/nanostructures grown on zinc foils with a diameter of 8 cm were placed at the
bottom of a photoreactor and immersed in 80 mL RhB solution with a concentration of
10 mg/L. The samples immersed in RhB solution were first kept in the dark environment
for 30 min to establish the adsorption—desorption equilibrium, and then the RhB solution
was placed under simulated light. The distance between the light source and sample is
16 cm. The simulated light source used in the experiment was provided by a PLS-SXE300C
Xenon lamp. In recycling experiments, the used sample was washed with deionized water,
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dried at room temperature, and reused two additional times to assess the reusability of
the catalyst.

3. Results and Discussion

The surface morphology of the zinc foil cleaned with deionized water and ethanol
is shown in Figure 1a, from which it can be seen that the surface of the zinc foil is clean.
The EDX result displayed in Figure 1b further indicates that the zinc foils used in this
experiment are very pure. The Au signal observed in the spectrum comes from the gold
film sputtered on the sample surface for SEM characterization. The XRD spectrum in
Figure 1c indicates that the diffraction peaks agree well with the hexagonal phase of Zn
(Joint Committee for Powder Diffraction Standards (JCPDS) No. 04-0831) [33,34].
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Figure 1. (a) SEM image of zinc foil, (b) EDX spectrum, and (c) XRD diffraction patterns of zinc foil.

After transferring the cleaned zinc foils into the prepared chemical solution, the
solution was then sealed in an autoclave equipped with a Teflon liner, and finally, the
autoclave was placed in a drying oven, and the autoclave was heated at 120 °C for 4 h.
Rod-like Zn(OH)F was prepared on the surface of zinc foil through the hydrothermal
reaction. The results are shown in Figure 2a,b. From the high-magnification SEM image
shown in Figure 2b, it can be seen that rhombus-shaped cross-sectional Zn(OH)F microrods
were synthesized. We believe that the growth mechanism of Zn(OH)F microrods can be
described as follows: Zn(OH)F nanoparticles generated by the hydrothermal reaction in
the solution first heterogeneously nucleated onto the surface of zinc foil, and then the
rhombus-shaped Zn(OH)F grows from the crystal nucleus to form rod-like Zn(OH)F, as
shown in Figure 2b [35].

After rod-like Zn(OH)F was grown on the surface of zinc foil, the composition of the
obtained samples was analyzed. The EDX spectrum is shown in Figure 2c. Compared with
the EDX spectrum in Figure 1b corresponding to the zinc foil, the new peaks of F and O
elements appearing in this spectrum should come from the growth of rod-like Zn(OH)F
on the surface of the zinc foil. From Figure 2c, it can be seen that the weight percentages
of Zn, O, and F are 58.87%, 11.09%, and 13.47%, respectively. The calculated atomic ratio
of O to F is about 1. To further investigate the crystal structure of the prepared samples,
XRD analysis was carried out, and the results are shown in Figure 2d. Compared with
the XRD spectrum demonstrated in Figure 1c, some new diffraction peaks appear. Except
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for those diffraction peaks from zinc foil, the newly appeared diffraction peaks arise from
orthorhombic Zn(OH)F (JCPDS No. 32-1469). No other diffraction peak appears; we believe
that the product prepared on the surface of zinc foil is orthorhombic Zn(OH)E.
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Figure 2. (a) Low- and (b) high-magnification SEM images of Zn(OH)F synthesized on zinc foil,
(c) EDX spectrum, and (d) XRD diffraction patterns of zinc foil with Zn(OH)F grown on its surface.

In order to further analyze the composition of the prepared products, EDX element
mapping was used to analyze the samples. The results are shown in Figure 3a—d. From
the EDX elemental mappings of Zn, O, and F, which are respectively demonstrated in
Figure 3b—d, one can clearly see the distribution of elements.

 5¢c..... 1
25pm f 25pm

Figure 3. SEM-EDX elemental mapping images: (a) the elemental distribution image of zinc foil with
Zn(OH)F grown on its surface; the elemental distribution data of (b) Zn, (c) O, and (d) F elements.
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In order to realize the preparation of hierarchical micro/nanostructures, a ZnO seed
layer was introduced onto the surface of the prepared rod-like microstructures. The
samples corresponding to that shown in Figure 2a were first dipped into an ethanol
solution prepared with zinc acetate and ethanolamine. The sample was then taken out
and totally dried. Finally, the obtained sample was calcinated at 350 °C for 1.5 h. The
morphology of the yielded sample is shown in Figure 4a. Compared with Figure 2a, no
significant morphology changes were observed. From the high-magnification SEM image
presented in Figure 4b, it can be clearly seen that some nanoparticles appear on the surfaces
of the rod-like microstructures. We believe that these newly formed nanoparticles are
ZnO. The introduction of these nanoparticles provides the necessary conditions for the
subsequent preparation of ZnO nanorods on the surface of the rod-like microstructure.
The composition and crystal structures of the calcined samples were analyzed. The results
are shown in Figure 4c,d. From Figure 4c, it can be seen that the peak corresponding to
element F disappears. We believe that the rod-like Zn(OH)F has been decomposed into
ZnO. From the XRD results demonstrated in Figure 4d, it can be seen that all the diffraction
peaks are consistent with those of hexagonal wurtzite ZnO (JCPDS No. 36-1451), and
there are no other impurity peaks. These results further prove that rod-like Zn(OH)F is
decomposed into ZnO by calcination, and ZnO nanoparticles are introduced on the surface
of the obtained rod-like ZnO.
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Figure 4. (a) Low- and (b) high-magnification SEM images of rod-like ZnO with ZnO seed layer
loaded on its surface; (c) EDX spectrum and (d) XRD diffraction patterns of rod-like ZnO.

The introduction of ZnO nanoparticles on the surface of rod-like ZnO makes it possible
to prepare hierarchical ZnO micro/nanostructures. Transferring zinc foils with rod-like
ZnO on their surfaces into a solution containing 25 mM zinc nitrate and 25 mM HMT,
the solution was then sealed in an autoclave equipped with a Teflon liner, and finally,
the autoclave was placed in a drying oven, and the autoclave was heated at 92 °C for
3 h. After the hydrothermal reaction, the hierarchical ZnO micro/nanostructures can
be prepared. The results are shown in Figure 5a,b. From the high-magnification SEM
image demonstrated in Figure 5b, it can be seen that ZnO nanorods were grown on the
surfaces of rod-like ZnO, and the synthesis of hierarchical ZnO micro/nanostructures
was realized. The composition and crystal structures of the prepared hierarchical ZnO
micro/nanostructures were analyzed. The EDX results are shown in Figure 5c. From the
results, it can be seen that no other impurity elements can be observed. The XRD results
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shown in Figure 5d further prove that the prepared hierarchical ZnO micro/nanostructure
is hexagonal wurtzite ZnO.
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Figure 5. (a) Low- and (b) high-magnification SEM images of hierarchical ZnO micro/nanostructures;
(c) EDX spectrum and (d) XRD diffraction patterns of hierarchical ZnO micro/nanostructures.

In order to study the photocatalytic performance of the prepared samples, the prepared
rod-like Zn(OH)EF, rod-like ZnO with ZnO seed layers on their surfaces, and hierarchical
ZnO micro/nanostructures were used to test the photocatalytic performance. The pho-
todegradation of the RhB solution was applied to evaluate the photocatalytic activity of the
prepared products. During the experimental process, a small amount of the RhB solution
was taken out of the degradation solution every 20 min to test the absorbance of the solution.
Figure 6a—c, respectively, shows the absorbance of the solutions obtained by degradation of
the RhB solution with zinc foils with rod-like Zn(OH)F, rod-like ZnO, and hierarchical ZnO
micro/nanostructures on their surfaces at different time intervals. From the comparison of
the results demonstrated in Figure 6a,b, it can be seen that the photodegradation rate of
RhB with rod-like Zn(OH)F is lower than that with rod-like ZnO.

The photodegradation experiment can be divided into two stages [36]. In the first
stage, the sample was immersed in thodamine B solution, and the solution was kept in a
dark environment. During this process, a small part of the dye will be adsorbed by the
catalyst surface. This process is physical adsorption and does not involve photodegradation.
In the second stage, under the irradiation of the simulated light source, the catalyst will
absorb photon energy to generate electron-hole pairs, and the photogenerated electrons
will interact with adsorbed O, molecules to form *O, ™. Moreover, the holes can react with
OH™ or H,O to form active *OH radicals [37,38]. The produced *O,~ and *OH radicals can
degrade dye molecules for the formation of HyO, CO,, and less dangerous products [39].

As we all know, the photocatalytic performance of a catalyst is related to the dimen-
sion, morphology, and surface area of micro/nanostructures [40]. Previous studies have
shown that the band gap of Zn(OH)F and ZnO is about 3.2 eV [41,42]. Consequently, the
band gap of Zn(OH)F before and after heat treatment does not change too much [41,42].
In addition, compared with the rhombic Zn(OH)F microrods shown in Figure 2b, the
morphology of ZnO microrods demonstrated in Figure 4a does not change significantly.
Therefore, the band gap and morphology of Zn(OH)F microrods before and after heat
treatment do not change much, which should not be the main reason for the improvement
of photocatalytic activity. Yang et al. have reported that Zn(OH)F has photocatalytic activity,
and its photocatalytic ability is affected by heat treatment temperature [41]. When Zn(OH)F
is thermally decomposed into ZnO, the photocatalytic performance of the obtained mi-
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cro/nanostructure is improved [40]. Thus, we believe the increase in photocatalytic activity
may be due to the structural changes induced by calcination [40].
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Figure 6. The absorbance of the solutions obtained by the degradation of the RhB solution with
(a) rod-like Zn(OH)F, (b) rod-like ZnO, and (c) hierarchical ZnO micro/nanostructures. (d) The kinetic
curves corresponding to the photodegradation of RhB with different micro/nanostructures. (e) The
three cycling runs of the photodegradation ability of the hierarchical ZnO micro/nanostructures.

By comparing the results demonstrated in Figure 6b,c, it can be seen that the photo-
catalytic performance of ZnO micro/nanostructures is improved after the growth of ZnO
nanorods on the surface of rhombic ZnO microrods. We believe that the growth of ZnO
nanorods on the surfaces of rhombic ZnO microrods can increase the amount of ZnO loaded
on the surface of zinc foil. The surface area of hierarchical ZnO micro/nanostructures is the
sum of the surface area of rhombic ZnO microrods and the surface area of ZnO nanorods.
Therefore, compared with the rhombic ZnO microrods shown in Figure 4a, the surface area
of hierarchical ZnO micro/nanostructures demonstrated in Figure 5a is increased. There-
fore, the photocatalytic performance of the prepared hierarchical ZnO micro/nanostructure
is improved. This study provides a new way to improve the photocatalytic performance of
ZnO micro/nanostructures.

In order to further demonstrate the degradation ability of the obtained micro/
nanostructures (rod-like Zn(OH)F, rod-like ZnO, and hierarchical ZnO micro/nanostructures),
the kinetic curves corresponding to the photodegradation of RhB with different micro/
nanostructures are fitted by the following equation, In(Cy/C) = Kt. In this equation, Cy
and C are the initial and real-time concentrations of the RhB solution. The results are
demonstrated in Figure 6d. The slope of the fitted line shown in Figure 6d represents
the photocatalytic performance of the sample. From the results demonstrated in this
figure, it can also be seen that the photocatalytic activity of the obtained samples is ac-
cording to the following order: rod-like Zn(OH)F < rod-like ZnO < hierarchical ZnO
micro/nanostructures.

It is worth mentioning that the samples used in this work were all grown on zinc
foils. Therefore, the obtained samples can be easily recycled and reused. The conventional
powdery photocatalyst needs to be separated from the solution if it needs to be reused,
which is disadvantageous for practical applications. In order to study the reusability and
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stability of the obtained photocatalysts, photocatalytic circulation experiments were carried
out. The results corresponding to the three cycling runs of the photodegradation ability of
the hierarchical ZnO micro/nanostructures are shown in Figure 6e. From these results, it
can be seen that the photocatalytic performance of the prepared samples does not decline
too much through the three cycling runs of the photodegradation of RhB. The results
indicate that the obtained products are suitable for photocatalytic applications.

4. Conclusions

In summary, rod-like Zn(OH)E, rod-like ZnO, and hierarchical ZnO micro/nanostructures
were prepared on zinc foils. The photocatalytic properties of the obtained micro/nanostructures
were compared and studied. The hierarchical ZnO micro/nanostructures have better pho-
tocatalytic properties. The preparation of hierarchical ZnO micro/nanostructures increases
the amount of ZnO loaded on the surface of the zinc foil. Therefore, the unique structural
characteristics of hierarchical ZnO micro/nanostructure make it have a significantly enhanced
photocatalytic performance. In addition, the hierarchical ZnO micro/nanostructures prepared
on the surface of zinc foil also have the characteristics of reusability and stability.

Author Contributions: Conceptualization, Writing—review and editing, Y.Z.; Funding acquisition,
J.Y.; Methodology, L.Z. and L.F. (L.Z. carried out optical spectroscopy experiments; L.F. carried out
the XRD experiments). All authors have read and agreed to the published version of the manuscript.

Funding: This work was supported by the Undergraduate Innovation and Entrepreneurship Training
Program of Huaiyin Institute of Technology (grant number 202211049354X]) and Qing Lan Project of
Jiangsu Province.

Acknowledgments: The authors thank T. Y. Ma, Z. H. Zhu, and Y. Yang for their help in conducting
the experiments.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.  Beni, A.A.; Jabbari, H. Nanomaterials for Environmental Applications. Results Eng. 2022, 15, 100467. [CrossRef]

2. Moshood, T.D.; Nawanir, G.; Mahmud, F; Mohamad, F.; Ahmad, M.H.; AbdulGhani, A. Sustainability of Biodegradable Plastics:
New Problem or Solution to Solve the Global Plastic Pollution? Curr. Res. Green Sustain. Chem. 2022, 5, 100273. [CrossRef]

3.  Zhang, R; Zhang, A.; Yang, Y.; Cao, Y.; Zhou, Y. Surface Modification to Control the Secondary Pollution of Photocatalytic Nitric
Oxide Removal Over Monolithic Protonated G-C3Ny/Graphene Oxide Aerogel. J. Hazard. Mater. 2020, 397, 122822. [CrossRef]

4. Nuifo, M,; Pesce, G.L.; Bowen, C.R.; Xenophontos, P.; Ball, R.J. Environmental Performance of Nano-structured Ca(OH), /TiO;
Photocatalytic Coatings for Buildings. Build Environ. 2015, 92, 734-742. [CrossRef]

5. Tsang, CH.A,; Li, K.; Zeng, Y.; Zhao, W.; Zhang, T.; Zhan, Y.; Xie, R.; Leung, D.Y.C.; Huang, H. Titanium Oxide Based
Photocatalytic Materials Development and Their Role of in the Air Pollutants Degradation: Overview and Forecast. Environ. Int.
2019, 125, 200-228. [CrossRef]

6. Naghizadeh, M.; Taher, M.A.; Tamaddon, A.M. Facile Synthesis and Characterization of Magnetic Nanocomposite ZnO/CoFe,Oy
Heterostructure for Rapid Photocatalytic Degradation of Imidacloprid. Heliyon 2019, 5, e02870. [CrossRef]

7. Yao, Z.; Sun, H.; Hu, Y.; Liu, X,; Zhang, Y. Construction of Direct Z-scheme BPQDs-modified BiOBr Thin Film for Enhanced
Photocatalytic Performance Under Visible Light Irradiation. . Mater. 2021, 7, 122-1130. [CrossRef]

8. Huang, R; Wu, J.; Zhang, M,; Liu, B.; Zheng, Z.; Luo, D. Strategies to Enhance Photocatalytic Activity of Graphite Carbon
Nitride-based Photocatalysts. Mater. Des. 2021, 210, 110040. [CrossRef]

9. Lim, C,; An, H-R;; Lee, H; Lee, R.; Choi, Y,; Park, J.-I.; Yoon, J.; Lee, H.U.; Lee, Y.S. Carbon-Titanium Dioxide Heterogeneous
(Photo)catalysts (C-TiO,) for Highly Efficient Visible Light Photocatalytic Application. Compos. B Eng. 2022, 241, 109997.
[CrossRef]

10. Ucker, C.L.; Riemke, E.; Goetzke, V.; Moreira, M.L.; Raubach, C.W,; Longo, E.; Cava, S. Facile Preparation of Nb,O5/TiO,
Heterostructures for Photocatalytic Application. Chem. Phys. Impact 2022, 4, 100079. [CrossRef]

11.  Orsetti, ER.; Bukman, L.; Santos, ].S.; Nagay, B.E.; Rangel, E.C.; Cruz, N.C. Methylene Blue and Metformin Photocatalytic Activity
of CeO,-Nb,Os5 Coatings is Dependent on the Treatment Time of Plasma Electrolytic Oxidation on Titanium. Appl. Surf. Sci. Adv.
2021, 6, 100143. [CrossRef]

12. Wolski, L.; Grzelak, K.; Muriko, M.; Frankowski, M.; Gryzb, T.; Nowaczyk, G. Insight into Photocatalytic Degradation of

Ciprofloxacin over CeO,/ZnO Nanocomposites: Unravelling the Synergy Between the Metal Oxides and Analysis of Reaction
Pathways. Appl. Surf. Sci. 2021, 563, 150338. [CrossRef]


http://doi.org/10.1016/j.rineng.2022.100467
http://doi.org/10.1016/j.crgsc.2022.100273
http://doi.org/10.1016/j.jhazmat.2020.122822
http://doi.org/10.1016/j.buildenv.2015.05.028
http://doi.org/10.1016/j.envint.2019.01.015
http://doi.org/10.1016/j.heliyon.2019.e02870
http://doi.org/10.1016/j.jmat.2021.01.009
http://doi.org/10.1016/j.matdes.2021.110040
http://doi.org/10.1016/j.compositesb.2022.109997
http://doi.org/10.1016/j.chphi.2022.100079
http://doi.org/10.1016/j.apsadv.2021.100143
http://doi.org/10.1016/j.apsusc.2021.150338

Nanomaterials 2022, 12, 3085 90of 10

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

Rathna, T.; JagadesshBabu, P.E.; Sudhakar, D.R. Fabrication of Visible-Light Assisted TiO,-WO3-PANI Membrane for Effective
Reduction of Chromium (VI) in Photocatalytic Membrane Reactor. Environ. Technol. Innov. 2021, 24, 102023. [CrossRef]

Khan, M.Y.; Ahmad, M.; Sadaf, S.; Igbal, S.; Nawaz, E; Igbal, J. Visible Light Active Indigo Dye/Graphene/WO3; Nanocomposites
with Excellent Photocatalytic Activity. Journal of Materials Research and Technology. J. Mater. Res. Technol. 2019, 8, 3261-3269.
[CrossRef]

Kubiak, A.; Bielan, Z.; Kubacka, M.; Gabala, E.; Zgola-Grzeskowiak, A.; Janczarek, M.; Zalas, M.; Zielinska-Jurek, A.; Siwinska-
Ciesielczyk, K.; Jesionowski, T. Microwave-assisted Synthesis of a TiO,-CuO Heterojunction with Enhanced Photocatalytic
Activity Against Tetracycline. Appl. Surf. Sci. 2020, 520, 146344. [CrossRef]

Ibarra-Rodriguez, L.I.; Pantoja-Espinoza, ].C.; Luévano-Hipdlito, E.; Garay-Rodriguez, L.F.; Lopez-Ortiz, A.; Torres-Guerra, L.M.
Formic Acid and Hydrogen Generation from the Photocatalytic Reduction of CO, on Visible Light Activated N-TiO, /CeO, /CuO
Composites. . Photochem. Photobiol. 2022, 11, 100125. [CrossRef]

Song, F.; Sun, H.; Ma, H.; Gao, H. Porous TiO, /Carbon Dot Nanoflowers with Enhanced Surface Areas for Improving Photocat-
alytic Activity. Nanomaterials 2022, 12, 2536. [CrossRef]

Loka, C.; Lee, K.-S. Enhanced Visible-Light-Driven Photocatalysis of Ag/Ag,O/ZnO Nanocomposite Heterostructures. Nanoma-
terials 2022, 12, 2528. [CrossRef]

Li, J.; Zhao, F; Zhang, L.; Zhang, M.; Jiang, H.; Li, S.; Li, ]J. Electrospun Hollow ZnO/NiO Heterostructure with Enhanced
Photocatalytic Activity. RSC Adv. 2015, 5, 67610-67616. [CrossRef]

Kovacs, Z.; Molnar, C.; Gyulavari, T.; Magyari, K.; Téth, Z.-R.; Bia, L.; Pap, Z.; Hernddi, K. Solvothermal Synthesis of ZnO Spheres:
Tuning the Structure and Morphology from Nano- to Micro-meter Range and its Impact on their Photocatalytic Activity. Catal.
Today 2022, 397-399, 16-27. [CrossRef]

Mediouni, N.; Guillard, C.; Dappozze, F; Khrouz, L.; Parola, S.; Colbeau-Justin, C.; Amara, A.B.H.; Rhaiem, H.B.; Jaffrezic-
Renauld, N.; Namour, P. Impact of Structural Defects on the Photocatalytic Properties of ZnO. J. Hazard. Mater. Adv. 2022, 6,
100081. [CrossRef]

Kumaresan, N.; Ramamurthi, K.; Babu, R.R.; Sethuraman, K.; Babu, S.M. Hydrothermally Grown ZnO Nanoparticles for Effective
Photocatalytic Activity. Appl. Surf. Sci. 2017, 418, 138-146. [CrossRef]

Yu, C; Tong, Z.; Li, S.; Yin, Y. Enhancing the Photocatalytic Activity of ZnO by Using Tourmaline. Mater. Lett. 2019, 240, 161-164.
[CrossRef]

Muoz-Fernandez, L.; Gomez-Villalba, L.S.; Miloevi, O.; Rabanal, M.E. Influence of Nanoscale Defects on the Improvement of
Photocatalytic Activity of Ag/ZnO. Mater. Charact. 2022, 185, 111718. [CrossRef]

Vasei, H.V.; Masoudpanah, S.M. Structural, Optical and Photocatalytic Properties of Cuboid ZnO Particles. . Mater. Res. Technol.
2021, 11, 112-120. [CrossRef]

Mendoza-Mendoza, E.; Nunez-Briones, A.G.; Garcia-Cerda, L.A.; Peralta-Rodriguez, R.D.; Montes-Luna, A.]. One-step Synthesis
of ZnO and Ag/ZnO Heterostructures and their Photocatalytic Activity. Ceram. Int. 2018, 44, 6176—-6180. [CrossRef]

Peychev, B.; Vasileva, P. Novel Starch-Mediated Synthesis of Au/ZnO Nanocrystals and their Photocatalytic Properties. Heliyon
2021, 7, e07402. [CrossRef]

Wang, S.; Kuang, P.; Cheng, B.; Yu, J.; Jiang, C. ZnO Hierarchical Microsphere for Enhanced Photocatalytic Activity. J. Alloys
Compd. 2018, 741, 622-632. [CrossRef]

Peng, F.; Wang, H.; Yu, H.; Chen, S. Preparation of Aluminum Foil-supported Nano-sized ZnO Thin Films and its Photocatalytic
Degradation to Phenol Under Visible Light Irradiation. Mater. Res. Bull. 2006, 41, 2123-2129. [CrossRef]

Jafari, A.J.; Kalantari, R.R.; Kermani, M.; Firooz, M.H. Photocatalytic Degradation Data of Benzene and Toluene by ZnO Coated
on Glass Plates Under Simulated Sunlight. Data Brief 2018, 20, 490-495. [CrossRef]

Zeng, Y.; Chen, X.E; Yi, Z.; Yi, Y.; Xu, X. Fabrication of P-N Heterostructure ZnO/Si Moth-eye Structures: Antireflection, Enhanced
Charge Separation and Photocatalytic Properties. Appl. Surf. Sci. 2018, 441, 40-48. [CrossRef]

Zhu, Y.F; Zhou, L.; Jiang, Q.S. One-dimensional ZnO Nanowires Grown on Three-dimensional Scaffolds for Improved Photocat-
alytic Activity. Ceram. Int. 2020, 46, 1158-1163. [CrossRef]

Khan, W.S,; Cao, C.; Zhong, J.; Liu, Y.; Igbal, M.A. Synthesis of Metallic Zn Microprisms, their Growth Mechanism and PL
Properties. Mater. Lett. 2010, 64, 2273-2276. [CrossRef]

Wang, S.; Liu, J.; Cui, G.; Yao, B.B.; Zhang, M. Novel ZnO Parallel Ordered Arrays with Lamellar Structure: Fabrication and
Characterization. Mater. Lett. 2013, 94, 186-188. [CrossRef]

Luo, L.; Wei, T.; Hu, X,; Xiao, T.; Heng, B.; Huang, W.; Wang, H.; Han, H.; Jiang, Q.; Wang, J.; et al. Mesoporous F-Doped ZnO
Prism Arrays with Significantly Enhanced Photovoltaic Performance for Dye-Sensitized Solar Cells. . Power Sources 2011, 196,
10518-10525. [CrossRef]

Qian, C.; Yin, J.; Zhao, J.; Li, X.; Wang, S.; Bai, Z.; Jiao, T. Facile Preparation and Highly Efficient Photodegradation Performances
of Self-Assembled Artemia Eggshell-ZnO Nanocomposites for Wastewater Treatment. Colloids Surf. A Physicochem. Eng. Asp.
2021, 610, 125752. [CrossRef]

Wang, Y,; Xu, H.; Zan, G.; Wu, T.; Wu, Q. A Pie-like Structure Double-sidedly Assembled with ZnO-nanodisks Vertically on
Cu-nanoplates and Its Photochemical Properties. Chemosphere 2020, 259, 127292. [CrossRef]

Choi, Y.I; Jung, HJ.; Shin, W.G.; Sohn, Y. Band Gap-engineered ZnO and Ag/ZnO by Ball-milling Method and Their Photocatalytic
and Fenton-like Photocatalytic Activities. Appl. Surf. Sci. 2015, 356, 615-625. [CrossRef]


http://doi.org/10.1016/j.eti.2021.102023
http://doi.org/10.1016/j.jmrt.2019.05.015
http://doi.org/10.1016/j.apsusc.2020.146344
http://doi.org/10.1016/j.jpap.2022.100125
http://doi.org/10.3390/nano12152536
http://doi.org/10.3390/nano12152528
http://doi.org/10.1039/C5RA08903D
http://doi.org/10.1016/j.cattod.2022.03.004
http://doi.org/10.1016/j.hazadv.2022.100081
http://doi.org/10.1016/j.apsusc.2016.12.231
http://doi.org/10.1016/j.matlet.2018.12.109
http://doi.org/10.1016/j.matchar.2021.111718
http://doi.org/10.1016/j.jmrt.2021.01.003
http://doi.org/10.1016/j.ceramint.2018.01.001
http://doi.org/10.1016/j.heliyon.2021.e07402
http://doi.org/10.1016/j.jallcom.2018.01.141
http://doi.org/10.1016/j.materresbull.2006.03.029
http://doi.org/10.1016/j.dib.2018.08.040
http://doi.org/10.1016/j.apsusc.2018.02.002
http://doi.org/10.1016/j.ceramint.2019.09.084
http://doi.org/10.1016/j.matlet.2010.07.034
http://doi.org/10.1016/j.matlet.2012.12.059
http://doi.org/10.1016/j.jpowsour.2011.08.011
http://doi.org/10.1016/j.colsurfa.2020.125752
http://doi.org/10.1016/j.chemosphere.2020.127292
http://doi.org/10.1016/j.apsusc.2015.08.118

Nanomaterials 2022, 12, 3085 10 of 10

39.

40.

41.

42.

Sohrabnezhad, S.; Mogaddamy, S. Zinc Oxide Nanorods Incorporated Magnetic Isoreticular Metal-Organic Framework for
Photodegradation of Dyes. J. Mol. Struct. 2022, 1247, 131353. [CrossRef]

Wang, M.; Sun, T,; Tang, Y.; Jiang, G.; Shi, Y. Template-free Synthesis and Photocatalytic Properties of Flower-Like ZnOHF
Nanostructures. Mater. Lett. 2015, 160, 150-153. [CrossRef]

Yang, Y.; Meng, S.; Zheng, X.; Wu, H.; Chen, S. The Morphology and Photocatalytic Performance of Zn(OH)F Under Different
Synthetic Conditions. J. Fluor. Chem. 2020, 237, 109600. [CrossRef]

Mirzaei, A.; Haghighat, F.; Chen, Z.; Yerushalmi, L. Sonocatalytic Removal of Ampicillin by Zn(OH)F: Effect of Operating
Parameters, Toxicological Evaluation and By-products Identification. . Hazard. Mater. 2019, 375, 86-95. [CrossRef] [PubMed]


http://doi.org/10.1016/j.molstruc.2021.131353
http://doi.org/10.1016/j.matlet.2015.07.114
http://doi.org/10.1016/j.jfluchem.2020.109600
http://doi.org/10.1016/j.jhazmat.2019.04.069
http://www.ncbi.nlm.nih.gov/pubmed/31054533

	Introduction 
	Materials and Methods 
	Materials 
	Preparation of Zn(OH)F Microstructures 
	ZnO Nanorods Grown on Rhombic ZnO Microrods 
	Characterization 
	Photocatalytic Activity Tests 

	Results and Discussion 
	Conclusions 
	References

