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Abstract: Graphene and its nanocomposites are showing excellent potential in improving the catalytic
performances of different materials. However, the synthetic protocol and its form, such as graphene
oxide (GRO) or highly reduced graphene oxide (HRG), influence the catalytic efficiencies. Here,
we present, a facile synthesis of graphene oxide (GRO) and ZrOx-MnCOs-based nanocomposites
[(1%)ZrOx—MnCO3/(x%)GRO] and their outcome as an oxidation catalyst for alcohol oxidation
under mild conditions using O, as a clean oxidant. The ZrO,—MnCO3/GRO catalyst prepared by
incorporating GRO to pre-calcined ZrOy,-MnCOj3 using ball milling showed remarkable enhancement
in the catalytic activities as compared to pristine ZrOx-MnCOj3, ZrOx—MnCOj3; supported on HRG or
ZrOx—MnCOs3/GRO prepared by in-situ growth of ZrO,—MnCO;3; onto GRO followed by calcination.
The catalyst with composition (1%)ZrOx—MnCO3/(1%)GRO exhibited superior specific activity
(57.1 mmol/g-h) with complete conversion and >99% selectivity of the product within a short period
of time (7 min) and at a relatively lower temperature (100 °C). The catalyst could be recycled at least
five times with a negligible decrease in efficiency and selectivity. The catalytic study was extended
to different aromatic as well as aliphatic alcohols under optimized conditions, which confirmed the
efficiency and selectivity of the catalyst.

Keywords: heterogeneous catalysis; ZrOx—MnCO3;/GRO-based nanocomposites; oxidation of alcohols

1. Introduction

Catalytic oxidation of alcohols into respective aldehydes and ketones is a pivotal reaction
in organic syntheses, because it produces valued precursors in agrochemicals, food processing,
confectionary, fragrances, dyestuffs, insecticides, flame-retardants, and pharmaceuticals industries [1,2].
Conventionally, alcohol oxidation has relied on the utilization of toxic and corrosive stoichiometric
inorganic oxidants, like chromium oxides, hypochlorite, Dess-Martin periodinane, or permanganate.
These are usually costly oxidants and suffer from the generation of significant amounts of hazardous
wastes, such as CrO3, Na,Cr,O7, SeO,, RuO,4, NaClO, KMnQOy, and PCC [3,4]. In order to reduce the
toxic waste, selective alcohol oxidation reactions are carried out using molecular O, as a terminal
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oxidizing agent. This has emerged as an environment-friendly method, because oxygen is natural,
readily accessible, inexpensive, and produces water as a sole by-product. Consequently, massive efforts
have been devoted to the enhancement of catalytic oxidation methods [5]. In this regard, noble metals,
e.g., Au [6], Pt [7], Pd [8], and Ru [9], were widely utilized as a heterogeneous catalyst for this chemical
transformation and exhibit high catalytic activities. However, these precious metals suffer from some
disadvantages, such as low abundance, toxicity, and high cost [10]. Hence, huge efforts have been
devoted to the substitution of these noble metals with cost-effective and abundant transitional metals,
such as Co [11], Fe [12], Cu [13], Mo [14], V [15], and Zn [16], for catalytic oxidation of alcohols.

Transition metals or metal oxide are found to be highly efficacious catalysts for the oxidation of
alcohol. Furthermore, the catalytic efficiency of these catalysts can be enhanced by improving the
structural architecture (nanocomposites) that in turn helps to increase the surface area [17]. Surface
area can also be increased by synthesizing the materials in a nano-sized regime, but small-sized
nanoparticles are not stable and easily aggregate due to high surface energy, which normally decreases
their performances and stabilities [18].

This problem can be solved by immobilizing nano-sized materials on a suitable support that offers
high surface area and prevents nanoparticles from agglomeration [19]. Among the various supports
tested, carbon-based materials, especially graphene and its derivatives, such as HRG and GRO, have
received enormous interest because of their tremendous potential in different applications, including
electronics, solar cells, sensors, catalysis, batteries, water purification, and drug delivery. This is
attributed to the extraordinary chemical, electronic, and physical properties related to their structural
integrity and high surface area [20,21]. Inspired by these excellent properties, we previously used HRG
as a support for various nanostructured oxidation catalysts. However, the immobilization of catalyst is
always a challenge onto a reduced support. In contrast, GRO is known to be an exemplary supporting
material owing to its inherited oxygen functionalities introduced during its synthesis. As an example,
the oxidation process (Hummer’s procedure) GRO’s surface has myriad oxygenic-carrying groups,
including hydroxyl, epoxy, carbonyl, and carboxyl groups, which provide a perfect platform to bind
metal oxides nanomaterials [22]. Moreover, these functional groups are responsible for its moderate
acidic and oxidizing properties [23].

Various metal or metal oxide NPs, such as Au [24], Pd [25], Fe; O3 [26], Co304 [27], and ZnO [28],
have been immobilized onto GRO nanosheets, which exhibited outstanding catalytic activity and
selectivity. In particular, graphene oxide-based metal or metal oxide nanocomposites are utilized as an
efficacious oxidation catalyst for the oxidation of numerous organic moieties, such as alcohols [19,29],
cyclohexane [30,31], amines [32], olefins [33], benzene [34], and ethylbenzene [35]. In all these catalysts,
the GRO support was found to play a key role in the effectiveness as a catalyst both from the architecture
to the functional level.

In this contribution, we report on a facile preparation of GRO-ZrOx-MnCO3; NPs-based
nanocomposites synthesized by mixing GRO with pre-calcined ZrOx-MnCOj3 using ball milling. The ball
milling helps to reduce the size of nanoparticles and prevents agglomeration. The as-synthesized
catalysts are tested for the selective oxidation of a various kinds of alcohols to comprehend the effect of
graphene oxide in the catalyst system (Scheme 1). To the best of our knowledge, this is the first study
using ZrOx-doped MnCOs-supported GRO as catalyst for the oxidation of alcohols and particularly,
highlighting the role of GRO as a support material. At the end, we will also present a short comparison
of the role of GRO or HRG as a support material (with reference to our previous experience).



Catalysts 2019, 9, 759

—

W Oxidation

30f21

= % ™ Exfoliation

Ultrasonication

.
Hummer's Method

Graphite Graphite Oxide (GO) Graphene Oxide (GRO)
Stirrer|
NaHCO; !
L1

Thermometer Muffle Furnace Milling

Mixing

Dried N (1%)Zr0,-MnC0;/GRO
Mn(NO5), @ . ﬁ \ g
“ ‘d S X 300 °C

Zr(NO3); ) -

/

Scheme 1. Synthetic illustration of the synthesis of (1%)ZrOx-MnCO3/GRO nanocomposite.
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2. Results

2.1. Characterizations

The crystallinity of the prepared materials was monitored using X-ray diffraction
(XRD). To compare, the XRD patterns of pure graphite, GRO, (1%)ZrOx-MnCOj3;, and
(1%)ZrOx—MnCO3/(1%)GRO are displayed in Figure 1. Pristine graphite exhibits a sharp peak
at 20 of 26.5°, which is ascribed to the (0 0 2) crystal plane of stacked carbon layers with a d-spacing of
3.41 A [36]. In case of GRO, a wide distinct reflection at 20 (11.8°) is a characteristic reflection of GRO.
The disappearance of the reflection at 20 of 26.5° confirms effective oxidation of graphite to GRO using
the Hummer method [37]. This shift led to an increase in the d-spacing from 3.41 to 4.85 A for graphite
and GRO, attributed to the inclusion of various O-carrying groups on the surface [38]. The XRD pattern
of (1%)ZrOx-MnCO3 without graphene support matches well with the certified data of rhodochrosite
manganese carbonate (JCPDS No. 1-0981) in addition to the peaks marked with stars due to the
presence of ZrOy [39]. In the case of (1%)ZrOx—MnCOs3/(1%)GRO nanocomposite, the reflection at 26
of 11.8°, in addjition to the reflections of rhodochrosite manganese carbonate, confirms the formation
of nanocomposites.
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Figure 1. XRD patterns of graphite, GRO, (1%)ZrOx-MnCO3, and (1%)ZrOx—MnCO3/(1%)GRO.
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Thermal gravimetric analysis (TGA) was performed to identify the thermal stability of the
(1%)ZrOx—MnCO3/(1%)GRO nanocomposite and was compared to the thermal behavior of the
precursors, like pure graphite, GRO, and un-supported catalyst (1%)ZrOx-MnCOs, as displayed in
Figure 2. Samples were heated from room temperature (RT) to 800 °C with a heating rate of 10 °C/min
under an inert atmosphere. The TGA results apparently illustrated that the thermal stability of GRO is
much lower than graphite owing to the presence of O-carrying functional groups on the GRO surface.
The TGA thermogram of graphite exhibited a weight loss of approximately 1% [40]. On the contrary,
GRO was found to be thermally unstable, wherein at 100 °C, it starts to lose absorbed moisture and
volatile impurities. Approximately 43% of the weight was lost in the range of 200 to 370 °C, which could
be due to pyrolysis of the oxygenated groups [41]. In comparison, the (1%)ZrOx-MnCO3; on the GRO
support showed a much improved thermal stability. The overall weight loss, i.e., 11%, in the range of
370 to 800 °C [42] could be attributed to the thermal degradation of GRO upon exposure to an increase
of temperature. This data is consistent with an earlier reported study [43].
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Figure 2. TGA curves of the graphite, GRO, (1%)ZrOx—MnCO3, and (1%)ZrOx-MnCO3/(1%)GRO.

Raman spectroscopy is the most significant tool for the structural investigation of carbonaceous
materials. Figure 3 illustrates the Raman spectra of (1%)ZrOx—MnCOj3 and (1%)ZrOx-MnCO3/(1%)GRO
samples. The Raman spectra of (1%)ZrOx—MnCOj3 and (1%)ZrOx—MnCO3/(1%)GRO nanocomposite
exhibited two characteristic peaks of manganese carbonate located at 725 and 1080 cm™!, indicating
that the existence of Mn as MnCQOj3 in both (1%)ZrOx—MnCQOj3 as well as (1%)ZrOx—MnCO3/(1%)GRO
nanocomposites [44]. For GRO, the D-band is related to the defects or disorder in the graphite structure
and the G-band is associated to the well-ordered structure of the vibrations of the sp?>-hybridized
carbon framework [45]. In the case of (1%)ZrOx—MnCOs3/(1%)GRO, the G- and the D-bands are situated
at 1604 and 1347 cm™!, respectively. The relative ratio of these bands shows the demolition of the sp?
structure by the oxidation process and the existence of oxygenic functionalities [46].

Figure 4 depicts the FI-IR spectra of GRO and the (1%)ZrOx—MnCO3/(1%)GRO nanocomposite. In
the case of GRO, a broad-ranging band at approximately 3440 cm~! is due to stretching vibration mode of
hydroxyl (O-H) groups due to the presence of oxygen-containing functional groups. The characteristic
absorption peak belonging to carbonyl groups’ (C=0) stretching of (~COOH) groups was observed
at 1738 cm~! and the absorption peak located at 1630 cm~! corresponding to the stretching vibration
of the carbon backbone (C=C/C-C) from the graphitic domains [47]. The three absorption peaks
approximately situated at 1398, 1226, and 1060 cm™! are attributed to the vibration modes of (C-OH),
(C-0-C), and (C-0), respectively [48]. The spectrum of (1%)ZrOx—MnCOs3/(1%)GRO displayed the
characteristic absorption peaks of most of oxygenated groups (1738 cm~! (C=0) and 1060 cm~! (C-O))
with a strong band at 1380 cm™, related to the carbonate groups and the sharp strong peak located
nearly at 585 cm ™! corresponds to vibrations of different Mn-O bonds [49].
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Figure 4. FT-IR spectra of GRO and (1%)ZrOx—MnCOs3/(1%)GRO nanocomposite.

The morphology of the as-synthesized (1%)ZrOx—MnCO;3; and (1%)ZrOx—-MnCO3/(1%)GRO
catalyst after ball milling to prepare a homogeneous catalyst was studied using SEM (Figure 5). The SEM
micrographs of (1%)ZrOx—MnCOj catalyst exhibited well-defined cuboidal-shaped microparticles
(Figure 5a). However, the (1%)ZrOx—MnCO3/(1%)GRO nanocomposites (Figure 5b) also exhibited
cuboidal-shaped particles with a majority of rather small-sized crystals due to ball milling.
The corresponding histograms depicting the particles’ size and size distribution (before and after
ball milling) are given as Supplementary Material (Figure S1). The nanoparticles after ball milling
resulted in a smaller but broad size distribution. This increases the overall surface area of the catalyst.
The elemental analysis of the as-fabricated (1%)ZrOx—MnCO3/(1%)GRO nanocomposite using EDX
(Figure 6) showed the presence of Zr, Mn, O, and C in an appropriate ratio, close to the stoichiometric
values as distinctly displayed in the EDX spectrum.

Figure 5. SEM micrographs of (a) (1%)ZrOx-MnCOj3 and (b) (1%)ZrOx-MnCOs3/(1%)GRO.
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Figure 6. Energy dispersive X-ray spectroscopy (EDX) indicating the chemical composition of the
(1%)ZrOx—MnCO3/(1%)GRO nanocomposite.

To identify the specific surface area of the as-obtained catalysts and explore its relationship with the
efficacy of the catalytic protocol for the oxidation of benzyl alcohol (BzOH), the samples were analyzed
using Brunauer—-Emmett-Teller (BET) analysis. The specific surface area of the (1%)ZrO,-MnCOj3
without GRO is about 134 m?/g as illustrated in Table 1. Whilst the surface areas of the nanocomposites
after incorporating the catalyst with (1%)GRO significantly increased to 230 m?/g. This agrees well
with the SEM results, which showed the presence of small-sized (1%)ZrOx—MnCOj particles covering
the surface. It is worth mentioning that the catalytic results are very much in accordance with the
surface area as per the BET data. Therefore, it can be concluded that both the graphene and synthetic
method have a positive impact on increasing the surface area of the synthesized catalysts, which in
turn increases the catalytic efficiency of the as-fabricated nanocomposites.

2.2. Catalytic Studies

The oxidation of BZOH using molecular oxygen (O;) was chosen as the probe reaction as
demonstrated in Scheme 2 and the reaction circumstances were optimized in detail as demonstrated in
Table 1 and Figures 7-10.

Scheme 2. Schematic representation of BzOH oxidation using O, catalyzed by the
as-obtained nanocomposite.

2.2.1. Impact of GRO on the Catalytic Activity

The catalytic efficiency of the oxidation catalyst can be fine-tuned using graphene as the support
and an effective promoter [29,50,51]. In our former publication, we found that zirconia was found to
be a perfect promoter for manganese carbonate, and the (1%)ZrOx—MnCOj catalyst calcined at 300 °C
showed a superior catalytic performance towards selective oxidation of alcohols using O, as a clean
oxidant, in which 300 mg of (1%)ZrOx—MnCO3 gave a complete conversion of BZOH within 30 min at
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100 °C [39]. Therefore, for present work, the catalyst (1%)ZrOx—MnCO3 was chosen with an aim of
comparing the support effects. However, it is worth mentioning that initial studies were devoted to
find out the suitable weight percentage of GRO (w/w %) in the catalytic system in order to improve the
catalytic performance.

Table 1. Catalytic performances of various catalysts with different percentages of GRO for

BzOH oxidation.
.o Specific activity .o
Entry Catalyst Conversion (%) (mmol-g-1-h-1) Selectivity (%)
1 GRO 29 1.7 >99
2 (1%)ZrOx-MnCO3 74.4 425 >99
3 (1%)ZrOx-MnCO3/(1%)GRO 100.0 57.1 >99
4 (1%)ZrOx—MnCO3/(3%)GRO 96.1 55.0 >99
5 (1%)ZrOx-MnCO3/(5%)GRO 84.7 48.4 >99
6 (1%)ZrOx-MnCO3/(7%)GRO 68.1 38.9 >99

Conditions: 2 mmol of BzZOH, 10 mL toluene, 0.3 g catalyst, 20 mL/min O, flow rate, 100 °C, 7 min.

Primarily, we examined the catalytic activity of pure GRO for the selective oxidation of BZOH
utilizing O, as a clean oxidant at 100 °C. It was observed that GRO is not an effective catalyst for the
BzOH oxidation (Table 1, entry 1). However, when the different percentages of GRO were incorporated
into the catalytic system, i.e., (1%)ZrOx-MnCO3/(X%)GRO nanocomposites (where: X =1, 3, 5, and 7),
it was found to have a considerable impact on the catalytic efficiency. The best catalytic efficacy was

obtained with 1% GRO inclusion. The attained results are compiled in Table 1 and presented in
Figure 7.
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Figure 7. Graphical illustration of BZOH oxidation catalyzed by various catalysts with different
percentages of GRO.

According to Table 1, it was observed that the catalyst, i.e., (1%)ZrOx-MnCOj3, gave a 74.4%
conversion of BZOH within 7 min (Table 2, entry 2). Nevertheless, after further modifications,
the doping of the catalytic system with (1%) GRO, i.e., (1%)ZrOx—MnCOs3/(1%)GRO nanocomposite,
was found to be the optimum catalyst among all other catalysts with various percentages of GRO.
The (1%)ZrOx-MnCOs3/(1%)GRO nanocomposite yielded a 100% BzOH conversion after an extremely
short period of just 7 min as well as superior specific activity of 57.1 mmol/g-h (Table 1, entry 3).
Furthermore, it was observed that upon increasing the amount of GRO to 3%, a slight reduction in
the conversion of BZOH to 96.1% was found (Table 1, entry 4). Further increasing the GRO to 5% and
7% in the catalyst system yielded a further reduction in the conversion product to 84.7% and 68.1%,
respectively, under similar circumstances (Table 1, entries 5 and 6). The decrease in catalytic efficiency
on increasing the GRO could be possibly ascribed to wrapping of the catalyst surface, which results
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in blocking the active sites of the catalyst. Meanwhile, the selectivity towards benzaldehyde (BzH)
was almost constant throughout oxidation processes (>99%) (Table 1, entries 1-6). Hence, it can be
stated that the GRO plays a fundamental role in improving the effectiveness of this transformation.
Furthermore, in order to ascertain that the change in catalytic efficiency was mainly due to the inclusion
of GRO and not just due to the milling procedure that was carried out for the preparation of the
nanocomposite, a reaction was carried out using the catalyst without GRO, i.e., (1%)ZrOx—-MnCOs,
which was subjected to the same ball milling procedure and from the results obtained it was confirmed
that the milling procedure contributes slightly (2%) to the enhancement of catalytic performance.
However, the inclusion of GRO induces a significant difference in the catalytic performance. The
graphical representation of the results obtained is given in Figure S2.

2.2.2. Impact of Different Graphene Supports

Based on our previous study, we also compared the performance of ZrOx NPs/MnCOj3 deposited
on different graphene supports (i.e., GRO and HRG) for BzZOH oxidation in order to comprehend the
function of the graphene support. The attained results are outlined in Table 2 and presented in Figure 8.
The results revealed that the MnCO3 without ZrOy yielded a 42% conversion of BzOH after 7 min,
but after incorporating it with 1 wt.% of ZrOx in MnCOg3, i.e., (1%)ZrOx—MnCQOj, the effectiveness
was noticeably enhanced and afforded a 74% conversion of alcohol under similar conditions (Table 2,
entries 3 and 4). This was further increased to 100% conversion when 1% (w/w) of graphene oxide
(GRO) was used as a catalyst support, i.e., (1%)ZrOx—MnCO3/(1%)GRO nanocomposite. This catalyst
exhibited a significantly higher performance, yielding a complete BZOH conversion within an extremely
short time of 7 min with a higher specific activity of 57.1 mmol/g-h (Table 2, entry 6). The enhanced
catalytic performance of the catalyst using the GRO support could be due to the fact that GRO
provides various oxygen-containing functional groups, which help achieve uniform and homogenous
binding of ZrOx—MnCOj3; onto the GRO. In return, the surface stabilization of the support (GRO)
avoids the agglomeration of GRO sheets. This helps in increasing the surface area overall. In the
present manuscript, the surface area of (1%)ZrOx-MnCO3/(1%)GRO (230 mz/g) was higher than the
unsupported catalyst, i.e., (1%)ZrOx-MnCOj3 (134 mz/g) and (1%)ZrOx—MnCO3/(1%)HRG (211 mz/g).
These factors contributed to an enhancement of the overall catalytic efficacy upon inclusion of GRO.

Notably, upon comparing the results obtained with the catalytic performance of the
HRG-incorporated catalyst system, i.e., (1%)ZrOx—MnCO3/(1%)HRG nanocomposite, reported
earlier [52]. It was found that the (1%)ZrOx-MnCOj3/(1%)HRG nanocomposite exhibited less
catalytic activity. (1%)ZrOx—MnCO3/(1%)HRG yielded a 95.1% alcohol conversion with 54.3 mmol/g-h
specific activity within 7 min at 100 °C, whereas (1%)ZrOx-MnCO3/(1%)GRO nanocomposite yielded
100% alcohol conversion with 57.1 mmol/g.h specific activity under identical conditions (Table 2,
entry 5 and 6). The better performance of the catalyst using GRO support could be attributed to more
homogenous growth of ZrO,-MnCOj3; onto the support due to the presence of oxygenated functional
groups, which also acts as a nucleation site. However, in case of HRG support, the nucleation sites are
less in number, which results in more agglomerated growth of the active catalyst. We can conclude
that the use of a GRO support for the preparation of metal oxide-based catalysts could be beneficial for
homogeneous growth of the catalyst on the surface.

Table 2. Selective oxidation of BZOH catalyzed by various catalyst.

Specific activity

Entry Catalyst Surface Area (m?/g) Conversion (%) (mmol-g-1-h-1) Selectivity (%)
1 HRG 78.2 2.0 1.2 >99
2 GRO 85.4 29 1.7 >99
3 MnCO3 70.5 426 24.3 >99
4 (1%)ZrOx-MnCO3 133.6 74.4 425 >99
5 (1%)ZrOx-MnCO3/(1%)HRG 211.0 95.1 54.3 >99
6 (1%)ZrOx—MnCO3/(1%)GRO 229.5 100.0 57.1 >99

Conditions: 2 mmol of BzZOH, 10 mL toluene, 0.3 g catalyst, 20 mL/min O, flow rate, 100 °C, 7 min.
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2.2.3. Impact of Temperature

Commonly, the reaction temperature plays a fundamental role in the catalytic protocol and has an
explicit effect on the efficiency and selectivity of a catalyst. Hence, the influence of temperature on
BzOH oxidation was also estimated by varying the temperature from RT to 100 °C in the presence
of the catalysts [MnCOj3, (1%)ZrOx—MnCOj3, and (1%)ZrOx—MnCO3/(1%)GRO] by keeping the other
parameters unchanged. The results obtained from the catalytic tests are depicted in Figure 9. The results

displayed that the catalytic performance of all catalysts used in this study positively depend on the
reaction temperatures.
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Figure 8. Influence of reaction time (min) on the catalytic activities of the as-prepared catalysts.

Meanwhile, a selectivity of >99% toward BzH was obtained for all catalysts. According to Figure 9,
the best catalyst exhibited highest effectiveness is the (1%)ZrOx-MnCO3/(1%)GRO nanocomposite.
At RT, a relatively low BzOH conversion of 38.2% was detected. As anticipated, a higher temperature
contributed to a higher performance and led to a marked enhancement in the efficiency of the catalyst.
At elevated temperatures (100 °C), a full alcohol conversion was achieved under identical conditions.
The optimum performance within the conditions assessed was accomplished with a temperature of
100 °C. So, it was selected for further optimization studies.
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Figure 9. Impact of temperature on the oxidation of BZOH using the as-prepared catalysts.
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2.2.4. Influence of Catalyst Quantity

The effect of the catalyst concentration on the selective oxidation of BZOH was examined by taking
different amounts of catalysts (MnCO3, (1%)ZrOx-MnCOj3, and (1%)ZrOx—MnCO3/(1%)GRO), while
keeping the other factors unchanged. The obtained results are presented in Figure 10. The data obtained
distinctly illustrates that the alcohol conversion increased linearly as the quantity of catalysts increased
from 0.05 to 0.3 g. Whereas, the BzH selectivity was almost constant during all oxidation reactions
(>99%). For (1%)ZrOx—MnCO3/(1%)GRO nanocomposite, when the catalyst concentration increased
from 0.05 to 0.3 g, the conversion markedly raised from 28.07% to 100% after only 7 min at 100 °C.
This study illustrated that only 0.3 g of the catalyst was required for achieving full transformation
of BzOH within a relatively short period. Hence, it could be deduced that the performances of the
as-fabricated catalysts were linearly proportional to the catalyst quantity as demonstrated in Figure 10.

100+
= MnCO,

80+

60 -

Conversion (%)

T T T T T T
o 50 100 150 200 250 300 350
Catalyst amount (mg)

Figure 10. Impact of the quantity of the as-prepared catalysts on the catalytic properties.

Under the optimal circumstances, a blank reaction was conducted over the
(1%)ZrOx—-MnCO3/(1%)GRO nanocomposite in the presence of the solvent, i.e., toluene, without
reactant, i.e., BZOH, to ascertain that there is no role of the solvent in the oxidation of BzOH. It was
found that no BzH was detected, indicating that the as-obtained BzH was from the catalytic oxidation
of BZOH and not from toluene oxidation. Likewise, a blank experiment, i.e., the oxidation experiment
conducted without the catalyst, at the optimized conditions was conducted to prove that the formed
BzH was obtained due to the catalytic efficiency of the as-synthesized catalyst and not due to the
self-oxidation of BzOH. It was observed that no BzH was formed, implying that the as-fabricated
catalyst is indispensable for the current oxidation reaction. Moreover, to demonstrate the importance
of the oxidant (O;), the experiment was conducted in the presence of (1%)ZrOx—MnCO3/(1%)GRO as
catalyst using air without bubbling oxygen. Under the optimal circumstances, the results revealed the
formation of 29.4% alcohol conversion, which is extremely lower than the 100% conversion obtained
when the experiment was carried out with oxygen bubbling through the reaction mixture.

2.2.5. Catalyst Recovery

The catalyst recyclability is an essential aspect in the development of heterogeneous catalyst from
both the scientific and industrial points of view. Reusability tests for (1%)ZrOx—MnCO3/(1%)GRO
nanocomposite were conducted by recovering the catalyst using centrifugation. The collected solid
catalyst was washed thoroughly using toluene and then dried at 100 °C for 4 h to activate the
catalyst. The dried catalyst was utilized for a consequent run under the conditions optimized earlier.
The recycling results are demonstrated in Figure 11. The results demonstrate that the synthesized
catalyst could be recycled 10 times without any obvious change of its performance after each recycling
run. The conversion of BZOH was reduced slightly from 100% to 85% after 10 consecutive runs, maybe
due to the inevitable loss of catalyst during the retrieving step [53]. It is noteworthy to mention that
selectivity towards BzH was almost unchanged (above 99%) during the recyclability of the catalysts.
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These obtained data indicate that the as-prepared catalysts are resistant to deactivation in the selective
oxidation of BZOH. In order to overrule the mass-transport limitations of catalytic reactions during
the recyclability study, this study was repeated under reaction conditions designed to yield a product
less than 50%, which revealed an almost similar trend for the conversion of benzyl alcohol after three
consecutive cycles. The data is provided in the Supplementary Material as Figure S3. We believe that
in the present study, the mass transport limitations did not impact the catalytic efficiency. This could
be because we did not use mesoporous materials nor thin films, where the substrate and product need
to diffuse in and out. Here, in this study, the reaction took place at the surface of nanomaterials, which
minimizes the effect of mass-transfer on the rate of reaction.

- Conversion  Selectivity
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Figure 11. Reusability results of (1%)ZrOx—MnCO3/(1%)GRO nanocomposite. Conditions: 2 mmol
BzOH, 0.3 g catalyst amount, 20 mL/min O, flow rate, 100 °C; 7 min.

Furthermore, to further show the remarkable catalytic efficiency of the (1%)ZrOx-MnCOs3/(1%)GRO
nanocomposite, this catalytic protocol was compared with other previously reported graphene-based
catalysts as presented in Table 3. The results revealed that, among all the listed graphene-based catalysts,
the (1%)ZrOx-MnCOs3/(1%)GRO is the most efficient catalyst for BZOH oxidation in terms of conversion,
reaction period, and specific activity. The (1%)ZrOx—MnCO3/(1%)GRO nanocomposite exhibited full
conversion of BZOH and <99% BzH selectivity after a short time (7 min) with perfect specific activity
(57.1 mmol/g-h). As displayed in Table 3, other graphene-based catalysts exhibited a relatively longer
time for a full transformation of BZOH and the (1%)ZrOx—MnCO3/(1%)GRO nanocomposite had the
highest specific activity (57.1 mmol/g-h).

Table 3. Catalytic activity comparisons of different graphene catalysts for the catalytic oxidation of

BzOH to BzH.

Catalyst Conversion (%)  Selectivity (%) T. (°O) Time (h) Specific Activity (mmol/g-h) Ref.
(1%)ZrOx-MnCO3/(1%)GRO 100 >99 100 0.12 57.1 Herein
(1%)ZrOx-MnCO3/(1%)HRG ~ 95.1 >99 100 0.12 54.3 [52]

0.35n-W/RGO 94 94.3 80 3 15.7 [50]
Cu@rGO >99 98.6 80 16 8.3 [54]
MnO,/GO (10/100) 97 100 110 3 1.6 [51]
abGO 93.1 100 100 30 0.16 [55]

Pd NPs/GO 36 34.1 110 6 1.0 [56]
Cu(I)@AFGO 92 99 70 3 2.0 [57]
GO-100 100 100 80 5 11 [58]
GO/Fe304/HPW 99 100 70 3 16.7 [41]
Au NPs/RGO 65 93 100 8 54 [53]
(NHy)5H5[H(WO4)6/GO 91 - 70 11 2.8 [59]
Ag,0-MnOy/HRG 100 >99 100 0.6 114 [60]
NGO 96 - 80 12 3.8 [61]

Ag NPs/GO 33 55 80 24 2.8 [62]
Ti(SO4),/GOF 915 98.8 Reflux 4 38.09 [63]

GO-N-PW 76 99 100 6 10.6 [64]
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2.2.6. General Applicability

In order to demonstrate the generality of the (1%)ZrOx—MnCOs3/(1%)GRO catalyst, several
aromatic, aliphatic, allylic, heterocyclic, primary, and secondary alcohols were subjected to oxidation
using O, as an environmentally benign oxidant under optimal conditions (Table 4, entries 1-37).
The obtained data are summarized in Table 4. To our delight, all aromatic alcohols were transformed
smoothly to their corresponding aldehydes in full conversions after short times without any detectable
further oxidation to carboxylic acids (Table 4, entries 1-22). The oxidation of the aromatic alcohols
was significantly influenced by the electronic properties of the groups on the phenyl group. Usually,
the benzylic alcohols, which were substituted with electron-releasing groups, exhibited higher
activity than the alcohols carrying electron-withdrawing groups [54]. The higher catalytic efficiency
in the case of alcohols possessing electron-releasing substituents could be due to the sufficient
electron density in the active center by comparing the substrates containing electron-withdrawing
substituents. For instance, oxidation of aromatic alcohol-carrying electron-releasing substituents,
like 4-methoxybenzyl alcohol, yielded full conversion after 7 min (Table 4, entry 2), while oxidation
of alcohol containing an electron-withdrawing substituent, like 4-nitrobenzyl alcohol, gave 100%
conversion after a relatively longer time (13 min) (Table 4, entry 15). Besides, it was found that
para-substituted benzyl alcohols possess higher activities compared to ortho- and meta-positions.
That might due to the para-derivative having the lowest steric hindrance by compared with the other
positions [49], such as para-nitrobenzyl alcohol, was fully oxidized to para-nitrobenzaldehyde within
just 13 min, while meta- and ortho-nitrobenzyl alcohol were fully converted after a longer time of
15 and 18 min, respectively (Table 4, entries 17 and 19). In addition, steric resistance is also another
fundamental factor that affects the oxidation rate. The bulky substituents (e.g., 2,3,4-Trimethoxy,
2,4-Dicloro, and 2,3,4,5,6-Pentaflouro) connected to the aromatic alcohol reduces the oxidation rate
and required a longer period, which could be due to the steric hinderance that hinders the oxidation
of bulky alcohols (Table 4, entries 16,18,20) [65]. Regarding allylic alcohols, cinnamyl alcohol was
selectively oxidized to cinnamaldehyde in a relatively short period of 12 min (Table 4, entry 23).
Furthermore, a furfuryl alcohol as an example of heterocyclic alcohols was fully converted to furfural
within 22 min with >99% furfural selectivity (Table 4, entry 24).

Almost, all aromatic secondary alcohols were selectively converted to their respective ketones
with entire conversion under similar circumstances (Table 4, entries 25-30). As an example,
diphenylmethanol was transformed into its respective ketone with 100% conversion within only 8 min,
whereas 4-chloro-diphenylmethanol yielded 100% conversion after a relatively longer time of 10 min.
This was probably due to 4-chloro-diphenylmethanol carrying an electron-withdrawing substituent
that deactivates the aromatic ring by reducing the electron density (Table 4, entries 26 and 27).

The oxidation of aromatic alcohols occurs more readily than for their aliphatic counterparts [50].
In fact, the present catalytic strategy was also found to be a highly effective catalyst for the oxidation
of primary aliphatic alcohols into their respective aldehydes. In this context, a full transformation
of cyclohexanemethanol and 5-Hexen-1-ol to their corresponding aldehydes was accomplished by
prolonging the reaction time (Table 4, entries 31 and 32). Likewise, compared to secondary aromatic
alcohols, the oxidation of secondary aliphatic alcohols afforded relatively low activity towards the
oxidation process (Table 4, entries 35-37). As anticipated, it was necessary to prolong the reaction time
because the oxidation of aromatic secondary alcohols is much easier than the oxidation of aliphatic
secondary alcohols, like 2-octanol (Table 4, entry 37). As a consequence, it can be stated that the selective
oxidation of alcohols using (1%)ZrOx—MnCO3/(1%)GRO catalyst was influenced by two parameters,
electronic and steric effects. The NMR spectrum of a few aldehydes is given in Figure 54-58.
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Table 4. Catalytic oxidation of various kinds alcohols over (1%)ZrOx—MnCO3/(1%)GRO.

Entry Reactant Product Time (min) Conversion (%) Selectivity (%)
OH O H
1 é E/j 7 100 >99
OH Os_H
2 (é 5 7 100 >99
OCHg; OCH,4
OH Os_H
3 (é & 8 100 >99
CHs CHj
OH @) H
4 é\ &\ 8 100 >99
CHs; CHj
OH O._H
5 é Eé 9 100 >99
Br Br
OH O _H
6 é\ &\ 9 100 >99
OCH, OCH;,
OH Os_H
7 é 5 10 100 >99
OH OH
OH O._H
8 (I;; 5 10 100 >99
Cl Cl
OH Os_H
9 é 5 11 100 599
F F
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Table 4. Cont.

Entry Reactant Product Time (min) Conversion (%) Selectivity (%)
OH Os_H
10 é/CHs &/CHS 12 100 >99
OH O+ _H
11 é % 12 100 >99
OH 0) H
12 é/Cl &/Cl 12 100 >99
OH o H
13 13 100 >99
OH Os_H
14 é % 14 100 >99
F7LF Fe F
OH (@) H
15 (E; 5 13 100 >99
NO, NO,
OH Os_H
OCH3 OCHj,
16 12 100 >99
OCH;, OCHj,3
OCH3 OCH3
OH Os_H
17 5\ 15 100 >99
NO, NO,
OH O _H
Cl Cl
18 19 100 >99
Cl
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Table 4. Cont.

Entry Reactant Product Time (min) Conversion (%) Selectivity (%)
OH
19 é/NOz 18 100 >99
OH

NO
H
F F
20 22 100 >99
F F
F
OH
21 15 100 >99
O/V I
H
H
o]
0]
0]

&
(@]
|
F
F
OH o
22 24 100 >99
(X,
(@)
(@]
o
(@)
0

(®)

12 100 >99

23

24

O

22 100 >99

—
09
=
(@)
T
—~

6 100 >99

2 /©)\ 8 100 599
Cl C
OH
27 8 100 >99
OH

28 12 100 >99
Cl Cl
29 12 100 599
H

SRt
OH
30 ©/\)\ ©/\)J\ 15 100 >99

(0]

2
F
F

H
0]
H 25 100 >99
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Table 4. Cont.

Entry Reactant Product Time (min) Conversion (%) Selectivity (%)
O
P N /\/\)J\
32 Z OH = H 95 100 >99
CHgj
33 NN 100 100 >99
OH | OH
H3C CHj
CH3
34 OH M 110 100 >99
| 0
H3C~ “CH,
OH (0]
35 © é 30 100 >99
OH 0
36 ka/l\\ Q§>/ﬂ\\ 90 100 >99
OH 0]

37 o~ o~ 100 100 >99

Conditions: 2 mmol of substrate, 0.3 g (1%)ZrOx—MnCO3/GRO catalyst, 20 mL/min O, flow rate, 100 °C.

3. Materials and Methods

3.1. Preparation of GRO

Firstly, GRO was synthesized from pristine graphite using the Hummers procedure [66].

3.2. Preparation of (1%)ZrOx—MnCO3/GRO Nanocomposite

The ZrOy-doped MnCOs; was synthesized using the co-precipitation method. Briefly,
stoichiometric amounts of Mn(NQOj3), and Zr(NOj3), were dissolved in distilled water (100 mL)
followed by the addition of a solution of sodium hydrogen carbonate (0.5 M) at 100 °C, until the pH
of the solution reached 9, then the solution was left to stir for 3 hours. The stirring was continued
overnight at room temperature (RT). The reaction mixture was filtered using centrifugation and dried at
70 °C overnight. The obtained product was calcined in a mulffle furnace at 300 °C. Then, the previously
synthesized GRO dried at 70 °C was incorporated in the ZrOyx-doped MnCO3 by milling in order to
obtain the desired (1%)ZrOx-MnCO3/GRO nanocomposite. It is worth mentioning that if GRO was
introduced prior to calcination, there was a loss of weight and catalytic efficiency.

3.3. Characterization

The as-fabricated nanocomposites were analyzed using different spectroscopic, microscopic, and
X-ray-based characterization instruments.

3.4. Catalytic Tests

The experimental method used for the alcohol oxidation is described in our previously reported
paper [52] Briefly, a solution of benzyl alcohol in toluene and catalyst was heated to reflux temperature
and oxygen was bubbled through the solution. Periodically, the reaction mixture was collected and
subjected to GC analysis and the conversion was monitored.
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4. Conclusions

Here, we presented an efficient, robust, cost effective, and recoverable catalytic system for
selective alcohol oxidation with 100% convertibility and selectivity. We compared (1%)ZrOx—MnCOs3,
(1%)ZrOx—-MnCO3/(1%)HRG and (1%)ZrOx—MnCO3/(1%)GRO for BzOH oxidation using O, as an
environmentally benign oxidant under alkali-free conditions. (1%)ZrOx—MnCO3/(1%)GRO yielded a
higher performance (100% conversion) than the (1%)ZrOx—-MnCOj3 and (1%)ZrOx—MnCOs3/(1%)HRG
catalysts. In addition, we found that post-calcination addition of GRO resulted in better catalytic
efficacy. This superior activity of (1%)ZrOx-MnCO3/(1%)GRO could be due to the high surface area,
perfect chemical stability and compatibility, efficient mechanical and thermal stability, and the existence
of myriad oxygenic functionalities on GRO sheets. The physical mixing at room temperature avoided
the thermal degradation of oxygenated functional groups. (1%)ZrOx—-MnCOs3/(1%)GRO exhibited a
complete BZOH conversion with >99% BzH selectivity within an extremely short time at comparatively
low temperatures, i.e., 100 °C. The achieved specific activity (57.1 mmol/g-h) was much higher (at
100 °C) than that presented in previously reported studies. Moreover, various types of alcohols
were assessed for oxidation to their respective carbonyls with much better yields. Our catalytic
methodology was quite selective, producing only required aldehydes or ketones without further
oxidation to acids. The highlights of the present catalytic protocol are as follows: (a) Simple and
straightforward synthetic method, (b) cheap and environment-friendly oxidant; (c) no use of any
additives or alkalis, (d) cost-effective catalyst, (e) mild conditions, (f) full convertibility and selectivity,
(g) rapid process, (h) recoverable catalyst, and (i) applicable to a variety of alcohols. All these merits
will cause this catalytic system to be very useful and have wide application prospects in other organic
synthetic transformations.

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4344/9/9/759/s1.
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