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ARTICLE INFO ABSTRACT

Highly pure zinc oxide nanoparticles (ZnO NPs) and graphene-zinc oxide nanocomposites (G-ZnO NCs) were
synthesized via chemical precipitation method. The structure, morphology, and composition of the synthesized
ZnO NPs and G-ZnO NCs were characterized by using fourier transfer infrared spectroscopy, X-ray diffraction
spectroscopy, Raman spectroscopy, scanning electron microscopy and transmission electron microscopy (TEM).
The TEM images revealed that the diameter of ZnO NPs is 8-12 nm and homogeneously dispersed onto the
surface of graphene sheets. The photocatalytic degradation efficiency of the synthesized G-ZnO NCs against
rhodamine-B (Rh-B), methylene blue (MB) and methyl orange (MO) was quantified under visible light irra-
diation. The irradiation time required for complete removal of the dyes are dependent on dye molecules (MB,
MO and Rh-B) and their interaction with the prepared ZnO NPs and G-ZnO NCs. The synthesized NCs were
highly efficient for the removal of Rh-B compared to other tested dyes. Hence, the synthesized G-ZnO NCs could
be used for environmental dye remediation.
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drawbacks, however, not limited to the excessive recombination rate of
photogenerated electron-hole pairs, restrict the use of pure ZnO NPs for

1. Introduction

In recent years, organic and inorganic dye molecules and their waste
products from dye industries, along with fabric, paper and plastic have
been seriously contaminating the environment [1]. Most of those dye
molecules have excessive stability against light, temperature, chemical
substances, and microbial action [2-4]. Photocatalytic degradation,
however, has opened a brand new door for the removal of organic and
inorganic dye molecules from water [5-7]. Photocatalytic degradation
is based on the generation of electron hole pairs by the semiconductor
photocatalyst including ZnO NPs and TiO, NPs, that absorbs light, ex-
citing the electrons from valence band to conduction band [8].

The ZnO NPs are n-type and wide band hole (Eg = 3.37 eV)
semiconductors used in numerous applications including nano-scale
electronic and optoelectronic devices [9-11]. Due to its better photo-
sensitivity and huge band gap , ZnO NPs have been considered as a
promising photocatalyst alternative to TiO, NPs [12]. Several

photocatalytic applications [10]. Consequently, to improve the photo-
catalytic performance, it is essential to gradually bring down the re-
combination of the charge carriers. Previously, the decrease of re-
combination rate was adressed by linking the photocatalysts with other
substances including noble metals, semiconductors, and carbon mate-
rials was described [11].

Graphene, an atom-thick 2D layer nanomaterial is emerging as
unique morphological carbon material with excellent electrical and
mechanical properties [13]. These exciting properties make graphene a
more extreme electron transport material for photocatalysis than Cgg or
graphite [14,15]. It has been shown that graphene mixed with nano-
particles such as TiO,, ZnO, SnO, and CdS enhances photocatalytic
reduction, improved performance in solar cells, and fuel cells [16]. As
excited dye molecules can donate electrons to the conduction band of
the semiconductor, it is usually possible that the excited dye molecules
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Graphene

Scheme 1. Graphical representation of Graphene oxide converted to graphene using 80 °C, 3 h under constant stirring.

oxide

G-ZnO nanocomposite

Scheme 2. Schematic demonstration of the fabrication of graphene-ZnO na-
nocomposite.

can introduce electrons to graphene or graphene derivatives for better
redox reaction [17]. Since, graphene has excellent electron accepting
property [17,18], it can be anticipated that the introduction of gra-
phene will enhance the catalytic performance of the semiconductor.
Herring et al. [19] reported the photocatalytic activity of zinc
oxide/graphene (GZ) nanocomposites prepared by microwave synth-
esis. Ahmad et al. [20] investigated the photocatalytic performance of
solvothermally prepared GZ nanocomposites. Li et al. [1] synthesized
flower-like ZnO nanoparticles decorated onto graphene (G) sheets and
studied its photocatalytic degradation efficiency. Lv et al. [21] de-
monstrated photocatalytic degradation of methylene blue (MB) by
ZnO-reduced GO (RGO)-carbon nanotube (CNT) synthesized by mi-
crowave-assisted method. Yang and Liu [22] reported graphene oxide/
zinc oxide nanorods hybrid for potential multifunctional catalytic ap-
plications. One-step fabrication of macroscopic multifunctional gra-
phene-based hydrogels with robust interconnected networks showed
synergistic effects due to the reduction of graphene oxide sheets by
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ferrous ions and in situ simultaneous deposition of nanoparticles on
graphene sheets [23]. However, to our knowledge, studies involving in-
situ one step chemical synthesis of ZnO depositied onto graphene sheets
(G-ZnO composite) are scarce [24,25]. In the present report, it was
observed that the addition of graphene to ZnO NPs to form G-ZnO NCs
has high impact on photocatalytic degradation and removal of dye
molecules from water. The G-ZnO NCs presents remarkable catalytic
degradation of rhodamine-B (Rh-B), methylene blue (MB) and methyl
orange (MO) under visible light.

2. Material and methods
2.1. Materials

Graphite powder (99.95%) was purchased from Aladdin Industrial
Corporation, China. 37 wt% hydrochloric acid (HCL), 98 wt% sulfuric
acid (H»SO,), hydrogen peroxide (H,O,), potassium permanganate
(KMnOy,), zinc acetate dihydrate (Zn(CH3;COO)-2H,0), and hydrazine
hydrate (N,H,) were purchased from Sinopharm Chemicals and
Reagent Co. Ltd, China. All chemicals were used as received without
further purification. Deionized (DI) water was used throughout this
study.

2.2. Synthesis of ZnO nanoparticles

The ZnO NPs were synthesized by dissolving 0.2 M zinc acetate
dihydrate (Zn(CH5COO),-2H,0) in 100 mL of water. Then, the solution
was stirred for 3 h at room temperature to get transparent solution.
30 pL of hydrazine hydrate (N,H,4) was added to the above solution and
stirred at 80 °C for 3 h. The resulting precipitate was centrifuged and
washed with DI water several times and dried. Finally, the powder was
hardened at 450 °C for 4 h.

2.3. Synthesis of graphene oxide (GO)

Graphene oxide was synthesized by modified Hummer’s method
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Scheme 3. Molecular structures of Rh-B, MB and MO dye molecules.
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Fig. 1. UV-Visible absorption spectra (a) and PL spectra (b) of ZnO NPs and G-ZnO NCs.
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Fig. 2. FTIR spectra of (a) graphene, (b) ZnO NPs and (c) G-ZnO NCs.

[26]. Briefly, 1 g of graphite powder was added to 80 mL of H,SO,4
(80 wt%) and stirred in an ice bath. After 30 min, 6 g of KMnO4 was
slowly added to the above solution and stirred. Then, the ice bath was
replaced by an oil bath (30-35 °C) and the solution was stirred. After
overnight in oil bath, 100 mL of water was slowly added and stirred for
30 min. A mixture of H;O, (5 mL) and water (100 mL) was slowly
added to the above solution and stirred for 10 min. The solution gra-
dually turns from yellow to dark brown. The solution was then filtered
to get the precipitate. The residue was initially washed (3-4 times)
using HCI and then washed several times in DI water until neutral pH
was reached .

2.4. Synthesis of G-ZnO NCs

Dried GO powder was dispersed in 90 mL of DI water (10 mg/mL)

and sonicated for 30 min to obtain GO suspension. Subsequently,
300 mg of Zn(CH3CO0)»2H,0 was added to the GO suspension and
stirred for 3 h. Then, 30 pL of hydrazine hydrate (N,H,) was added to
the above solution and stirred for another 3 h at 80 °C. The solution
turned from black to brown color, indicating the reduction of GO to
graphene (Scheme 1). The precipitate was then centrifuged (3000 rpm)
for 30 min and washed several times using DI water and alcohol. Later,
the obtained powder was dried at 100 °C in an oil bath for 2 h and the
dried powder heated for 4 h (Scheme 2) at 450 °C.

2.5. Characterization of ZnO NPs and G-ZnO NCs

Powder XRD of the synthesized samples was recorded by Rigaku D/
max-RA X-ray diffractometer equipped with Cu-Ka radiation
(A = 1.54178 A). The structural morphology and chemical elemental
analysis of the samples were obtained using a scanning electron mi-
croscope (SEM, Hitachi S-4800) coupled with energy-dispersive X-ray
spectroscopy (EDS). The surface morphology and size of the samples
were investigated by transmission electron microscopy (TEM, Hitachi
JEM-2100). Raman spectral measurements were performed at room
temperature from 100 to 2000 cm™! using a inVia Reflex Raman
Microscope (Renishaw, United Kingdom). The room temperature pho-
toluminescence (PL) was measured using a fluorimeter (FLSP920,
Edinburgh Instruments, United Kingdom). UV-Vis absorption spectra
were recorded using a spectrophotometer (Shimadzu UV-2450, Japan).

2.6. Photocatalytic activity

The photocatalytic properties of the prepared samples (ZnO NPs and
G-ZnO NCs) towards MB, Rh-B and MO were quantified by UV-Vis
spectrophotometer (Shimadzu UV-2450). In each experiment, 50 mg of
photocatalyst, either ZnO NPs or G-ZnO NCs, was dispersed separately
in 100 mL aqueous solutions containing MB, Rh-B and MO (1 x 10~°
M). The suspension was magnetically stirred in dark condition for
30 min. Later, the solution was transferred to flask and exposed to
visible light irradiation at a regular time interval of 15 min. The ab-
sorption of the samples was recorded at respective peak maxima of 550,
660 and 450 nm for, respectively, Rh-B, MB and MO (Scheme 3).
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Fig. 3. Powder XRD patterns of (a) graphene, (b) ZnO NPs, (c) G-ZnO NCs and (d) high magnification pattern of G-ZnO NCs indicated the (1 0 0) plane of graphene.
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3. Results and discussion
3.1. Characterization of ZnO NPs and G-ZnO NCs

The absorption property of ZnO NPs and G-ZnO NCs is reported in
UV-Vis spectra in Fig. 1a). The ZnO NPs and G-ZnO NCs showed ab-
sorption peak in the UV region at ~389 nm and ~394 nm respectively,
which is similar to the distinctive peaks of ZnO NPs and G-ZnO NCs
reported by Jayabal et al. [25] and Azarang et al. [27]. In addition, G-
ZnO NCs absorption peak was slightly shifted to red region from ~389
to ~394 nm due to ZnO NPs being coated onto graphene sheet. Hence,
it is obvious that the addition of graphene is responsible for the little
shift in band gaps. The PL spectra of the ZnO NPs and G-ZnO NCs at
room temperature are displayed in Fig. 1b). The PL spectrum of pure

ZnO NPs displays a distinct broad yellow-green emission peak in the
450-510 nm area with band central point at 470 nm, which is due to
oxygen space in ZnO NPs arrangement [28]. The PL spectrum of G-ZnO
NCs was, however, shifted to blue region from the peak observed for
pure ZnO NPs. The ZnO NPs are good electron donor and graphene is an
excellent electron acceptor; in composite, the electron movement be-
tween the conductivity band of ZnO NPs and graphene may responsible
for the observed spectrum extinction [29]. From the result, it is con-
cluded that the notable electron movement might decrease the re-
combination of photogenerated electron-hole pairs [30], and thus the
synthesized G-ZnO NCs will display improved photocatalytic action
compared to pure ZnO NPs.

The FTIR spectra of graphene, ZnO NPs and G-ZnO NCs are illu-
strated in Fig. 2a)—c). The spectrum of pure graphene (Fig. 2a)) showed
FTIR features such as wide absorptions located at wavenumber posi-
tions of ~3410 and 1623 cm ™! owing to the vibrational motions of
hydroxyl groups of H,O molecules. The peaks located at wavenumber
postions of ~1723 and 1055 cm ™! are assigned to the vibrational
motions of C=0 and C-O-C groups respectively, and the two peaks
located at wavenumber positions of ~1379 and 1223 cm™! are as-
signed to O-H vibrational motions of C-OH groups [31]. FTIR spectrum
of the pure ZnO NPs (Fig. 2b)) showed, however, hydroxyl group vi-
brations at ~3435 and 1542 cm™'. The strong absorption peak ob-
served at a wavenumber of ~491 cm ™' is due to the vibrational mo-
tions of Zn-O [32]. When compared to the FTIR spectrum of graphene,
G-ZnO NCs (Fig. 2c)) showed a slight shift with a decrease in the in-
tensity of the O-H peak located at ~3437 cm ™~ *. However, the bands
located at ~1723, 1379, and 1055 cm ™~ related to C=0, O-H and
C-O-C functional groups disappeared in G-ZnO NCs. This confirms the
formation of ZnO NPs onto the surface of graphene following a partial
reduction of the graphene [31,33]. Furthermore, the FTIR spectra of G-
ZnO NGs, display an absorption band located at ~447 cm™!, which
corresponds to the E, vibrational mode of ZnO NPs [31]. For this
reason, the synthesized NCs contain ZnO NPs adorned onto graphene
sheet.

The XRD pattern of graphene, pure ZnO NPs, and G-ZnO NCs are
shown in Fig. 3. In the XRD pattern of graphene, two extensive bands
located at 20 values of 26° and 42° were allotted to (0 0 2) and (1 0 0)
planes of graphene, respectively (Fig. 3a)). The ZnO NPs XRD patterns
in Fig. 3b) showed ten important peaks at the 26 values of ~31°, 34°,
35°%, 47°, 56°, 62°, 66°, 67°, 68° and 77° related to the crystal planes of
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Fig. 5. Different magnification SEM images of ZnO NPs (a, b), G-ZnO NCs (c, d).

Fig. 6. Low and high magnification TEM images of ZnO NPs (a, b), G-ZnO NCs (c, d).

(100),(002),(101),(102),(110),(103),(200),(112),(201)
and (2 0 2), respectively. The peaks of ZnO NPs observed in XRD pat-
tern planes were in exact agreement with the JCPDS Card No: 36-1451
[25,34]. From the XRD pattern of G-ZnO NCs, it was obvious that the
content of ZnO NPs is higher and the depth associated with ZnO NPs
phase became larger [1]. A weak peak of graphene (0 0 2) at the 26

value of ~26° observed in the XRD pattern of G-ZnO NCs confirms that
the ZnO NPs were coated onto the surface of graphene (Fig. 3c)). The
graphene (1 0 0) peak at 20 value of ~42° in XRD of G-ZnO NCs was
hindered (Fig. 3c)). This may be due to the presence of high ratio of
ZnO NPs. However, by enlarging the XRD pattern of G-ZnO NCs, the
peak at the 20 value 42° related to the (1 0 0) plane of graphene could
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Fig. 7. EDX spectra of (a) ZnO NPs and (b) G-ZnO NCs.

be visualized Fig. 3d). This suggested that the ZnO NPs crowded over
the graphene surface. The XRD patterns has distinct diffraction peaks of
ZnO and graphene. confirming that the adopted method could synthesis
NCs devoid of impurities.

Raman spectroscopy is one of the suitable method to qualify carbon
based nanostructures [34]. Raman spectrum of graphene, ZnO and G-
ZnO NCs are reported in Fig. 4. The Raman spectrum of ZnO NPs was
found to be in regular Raman manner and the peaks were observed at
~330 (second-order vibration related to the E, (high)-E, (low)), 433
(E5 (high)), and 582 cm ™! (E; (LO)) [5,25]. In Raman scattering, the
backscattering geometry of ZnO NPs with spherical structure must show
photons of the symmetry E, (high) at 433 cm~! [35]. In the present
study, the E, (high) way decided by the Raman spectrum of the syn-
thesized ZnO NPs showed fabrication of wurtzite ZnO NPs as shown in
Fig. 4b). The Raman spectrum of graphene shown in Fig. 4a) has two
large peaks at ~1344 cm ™' (D band) and 1590 cm ™! (G band) indicate
the drying condition of k-factor photons of A;; symmetry and the pri-
mary order scattering of the Ex, phonon of sp® carbon atoms, respec-
tively [36]. The D/G ratio (greater than the D/G ratio of graphene)
indicate the existence of more morphological defects in the graphene
arrangement elicited by the hydrazine hydrate aided reduction of gra-
phene in the presence of ZnO NPs. This results in slightly aggregated
ZnO NPs due to their strong interchange with defect sites of graphene
sheets [19]. Fig. 4c) shows the Raman spectra of G-ZnO NCs and the G-
ZnO NCs showed the ZnO peak, defect peak of D-band, and extensive
deep G band. Since the concentration of ZnO NPs was higher, the in-
tensity of E; mode has accrued. For this reason, the formation of
wurtzite ZnO NPs and G-ZnO NCs could be confirmed through the
Raman spectral analysis.

The morphology of ZnO NPs and G-ZnO NCs are displayed in Fig. 5.
From the SEM images it is clearly visible that the ZnO NPs are spherical
in shape and homogenously dispersed. The Fig. 5a) and b) showed that
the ZnO particles are small and stick to one another. SEM images of G-
ZnO NCs are shown in Fig. 5¢) and d) showed that the individual ZnO
NPs are stuck onto the surface of graphene sheets (highlighted of G-ZnO
NCs) (Fig. 5d)). The SEM imagereported in Fig. 5c) display the shape of
graphene sheet that was importantly exfoliated, and looks like part of
flower with a dimension ranging from one hundred nm to several
hundred nm. In addition, the Fig. 5d) shows the upper view of G-ZnO
NCs confirms that ZnO NPs are decorated onto the surface of graphene
sheets [32]. The ZnO NPs are stuck onto each surface of graphene
sheets, which reduce the van der Waals forces among the graphene
layers. Hence, the graphene sheets did not join together even after
hardening [34].
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Morphological differences between ZnO NPs and G-ZnO NCs were
obtained from TEM and the images are displayed in Fig. 6. TEM images
showed distinctly visible and uniformly distributed spherical like
structure of ZnO NPs, which is portrayed in Fig. 6a), b). The TEM image
under low magnification (Fig. 6¢)) showed that ZnO NPs were deco-
rated onto graphene sheets, whereas high magnification image
(Fig. 6d)) showed that dense ZnO NPs were uniformly stick onto gra-
phene sheet surface. In the present study, during the TEM sample
preparation, G-ZnO NCs was subjected to sonication for a longer time.
However, even after long sonication period, the ZnO NPs decorated
onto the graphene sheet with a high density, which indicates the ex-
istence of strong interaction between ZnO NPs and graphene sheets.

The synthesized pure ZnO NPs and G-ZnO NCs were subjected to
EDX analysis to establish and verify the chemical composition of the
synthesized product and the results are shown in Fig. 7. The EDX
spectrum of ZnO NPs shown in Fig. 7a) depicted that the NPs has 51.45
an atomic percent of Zn and 48.55% of O and the densely agglomerated
region of the ZnO NPs. The G-ZnO NCs, however, has 50.46 atomic
percentage of carbon (C), and 32.76% of Zn and 16.77% of O and the
densely agglomerated region of the G-ZnO NCs are reported in Fig. 7b).
The synthesized ZnO NPs and G-ZnO NCs is free from other elemental
impurities and it consists of Zn, O, and C elements. Therefore, pure ZnO
NPs and G-ZnO NCs can be synthesized through this one-step simple
chemical technique.

3.2. Photocatalytic activity

The photocatalytic efficiency of the prepared ZnO NPS and G-ZnO
NCs were tested against MB, MO and Rh-B dye molecules in aqueous
solution as pollutant materials. The absorption of Rh-B, MB and MO dye
molecules were in the visible region and their respective absorption
maxima were 550, 660 and 450 nm. The time dependent UV-visible
absorption spectra of MB, MO and Rh-B dye molecules in the presence
of photocatalysts are displayed in Fig. 8. The intensity of the absor-
bance peak of Rh-B, MB and MO decreased upon increasing irradiation
time. Furthermore, the time required to completely the removal of each
dye molecule (MB, MO and Rh-B) differed for each dye, depending on
the interaction of dye molecules with prepared ZnO NPs and G-ZnO
NCs. The ZnO NPs and G-ZnO NCs interact differently with individual
dye molecules such as Rh-B and MB, MO and the 100% degradation was
reached at irradiation times of 180, 195, 195 min (Fig. 8a), c) and e))
and 90, 105, 120 min, respectively (Fig. 8b), d) and f)).

The photocatalytic degradation of MB, MO and Rh-B dye molecules
in the presence of ZnO NPs and G-ZnO NCs under light irradiation is
shown in Fig. 9. Compared to ZnO NPs the prepared G-ZnO NCs showed
higher photocatalytic activity towards the tested dye molecules. Ad-
ditionally, the photocatalytic effieciency of G-ZnO NCs was two times
higher than that of the ZnO NPs. This is mainly due to the movement of
electron motion from the conductivity band of ZnO NPs to graphene
which may lower the recombination of photocreated electron-gap
pairs. From the Fig. 9a) it is observed that the dye molecules samples
degradation efficiency was in the order of Rh-B > MB = MO using
ZnO NPs samples and Rh-B > MB > MO using G-ZnO NCs (Fig. 9b)).
The dye molecule Rh-B could be easily degraded photo-catalytically
compared to the other tested dyes.

Based on our result, we have discussed some of the works related to
our studies, which were published elsewhere (Table 1). The photo-
catalytic degradation performance of ZnO-RGO nanocomposite against
methylene blue (MB) was 88% within 260 min [21]. Nipane et al. [37]
examined the degradation percentage of methylene blue (MB) and
methyl orange (MO) and showed that after 90 min 99% of MB and 78%
of MO removed in the presence of ZnO-RGO composites. The MB dye
molecules in aqueous solution was degraded at 63 and 99.5% after
130 min using ZnO and ZnO-RGO composites [38]. Omar et al. [39]
demonstrated that the MB dye molecules partly degraded (58.7%)
within 80 min under the photocatalytic action of ZnO NPs whereas
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Fig. 8. Time dependent UV-Visible absorption spectra of (a, b) Rh-B, (c, d) MB, (e,

NGCs.

ZnO-RGO exhibited 73.6% of degradation level upon 80 min visible
light irradiation.

Sawant et al. [40] showed that the MO and Rh-B dye molecule
degraded up to 96 and 89% after exposing under visible light for
420 min in the presence of ZnO/Gr composite whereas ZnO displayed
just 14 and 72% degradation. The Rh-B phtotocatalytic degradation
level of the dye molecule was improved from 54.6% (ZnO NPs) to
92.9% using the ZnO/RGO composite after 150 min [41]. Thangavel
et al. [42] reported the degradation percentage of MB and Rh-B and
showed 42 and 35% for MB and 68 and 55% for MO in 120 min in the
presence of ZnO NPs and GD-ZnO NPs respectively. Leng et al. [45]
reported that degradation efficiency of ZnO-G nanocomposites towards
the methyl orange (MO) dye molecule was 100% after 200 min whereas
ZnO showed 79% even after 260 min of irradiation.

A possible mechanism for photocatalytic degradation of dye mole-
cules over G-ZnO nanocomposites is discussed. Upon visible light

f) MO dye solutions in the presence of (a, ¢ and e) ZnO NPs, (b, d and f) G-ZnO

irradiation, the electrons in the valence band of ZnO NPs can be excited
to the conduction band, left holes in the valence band. Then, the pho-
togenerated electrons can be transfer to G due to the interfacial contact
between ZnO NPs and G, which hinders the recombination of electrons
and holes efficiently. The selected dye molecules can be transferred
from the solution to the surface of the nanocomposite and adsorbed
with offset face-to face orientation via p—p conjugation between dye
molecules and aromatic regions of graphene [15], as evidenced by the
enhanced absorptivity of dye molecules over G-ZnO nanocomposites as
compared to that over the bare ZnO NPs. The adsorbed dye molecules
can be directly oxidized by the hole and the photoactive radicals gen-
erated in the photocatalytic reaction produce CO5, H,O and other mi-
neralized intermediates.

A novel innovative approach that consists in combining the prop-
erties of graphene and ZnO NPs in a freestanding device was presented.
This simple assembly method promotes a direct and extensive contact
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Fig. 9. Photocatalytic degradation of MB, Rh-B and MO in the presence of (a) ZnO NPs and (b) G-ZnO NCs under light irradiation.

Table 1
Comparison of earlier reports with ZnO NPs and G-ZnO NCs for photocatalyst determination of Rh-B, MB and MO dye molecules.
Photocatalyst Synthesis methods Dye molecules Degradation in % Degradation min Refs.
NPs NCs NPs NCs
ZnO-RGO Microwave- assisted MB 41 88 260 260 [21]
Graphene-ZnO Chemical precipitation MB 100 100 240 100 [34]
ZnO NP-RGO Sol-gel MB 63 99.5 180 180 [26]
ZnO NR-GO Simultaneous precipitation MB 41 94 90 90 [37]1
MO 61 83 90 90
ZnO-RGO Hydrothermal MB 64 99.5 130 130 [38]
ZnO- RGO Microwave-assisted solution MB 58.7 73.6 80 80 [39]
ZnO/Gr Electrochemical exfoliation MO 14 96 420 420 [40]
Rh-B 47 89 240 240
ZnO-RGO Hydrothermal Rh-B 54.6 929 150 150 [41]
GD-ZnO Hydrothermal MB 42 68 120 120 [42]
Rh-B 35 55 120 120
ZnO-RGO Electrostatic self-assembly Rh-B - 100 - 120 [43]
rGO-ZnO Hydrolysis -calcination MO 92 100 150 150 [44]
ZG Solvothermal technique MO 79 100 260 200 [45]
G-ZnO Chemical precipitation Rh-B 100 100 180 90 Present Work
MB 100 100 195 105
MO 100 100 195 120

between the graphene and the ZnO NPs through the instauration of
non-covalent interactions at the materials interface. At the same time,
the NPs coating can confine graphene materials to the direct exposure
of light, dyes molecules and OH- radicals, which drastically reduce the
photocatalytic efficiencies. On the other hand, the use of sterically
hindered cyclic polyporphyrins increases the number of photoactive
sites, limiting the formation of agglomerates that hampered the desired
charge transfer process at the G-ZnO NCs surface [46].

4. Conclusions

G-ZnO NCs were synthesized using one-step chemical precipitation
method and evaluated for the photocatalytic degradation of dye mo-
lecules under visible light irradiation. The XRD pattern and Raman
spectral analysis confirmed the fabrication of ZnO NPs and G-ZnO NCs.
The spherical like ZnO NPs decorated onto the surface of graphene
sheets was disclosed by TEM analysis. The G-ZnO NCs showed better
photocatalytic efficiency than ZnO NPs against tested dye molecules.
The dye degradation level observed was in the order of Rh-
B > MB > MO in the presence of G-ZnO NCs. The results suggested
that this photodegradation approach could be useful for large scale
removal of organic and inorganic pollutants from contaminated waters.
It could be concluded that G-ZnO NCs are superior campaigners and
could be applied for environmental remediation processes.
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