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Abstract: Pt-Sn supported on reduced graphene oxide (Pt-Sn/rGO) was synthesized and
characterized by SEM, EDX, and XRD. The catalytic activity of Pt-Sn/rGO was tested for the solvent
free liquid phase oxidation of cyclohexane to a mixture of cyclohexanol and cyclohexanone, also
called KA oil, under mild reaction conditions. The products were analyzed gravimetrically, by UV
spectrophotometer, and GC equipped with FID. The catalyst was found to be fairly active as well as
selective for the desired products. The experimental data was analyzed by Freundlich, Temkin, and
Langmuir adsorption isotherms. The L-H model was found to give a better fit of the data. The catalyst
was fully recyclable and truly heterogeneous.
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1. Introduction

The catalytic oxidation of cyclohexane to KA oil (KA oil: cyclohexanol and cyclohexanone) is of
immense significance as it has a broad range of industrial applications [1]. It is used in the synthesis of
Nylon-6, Nylon-66 and also used as an excellent solvent for coating processes [2]. These products are
not only important intermediates in the manufacturing of many drugs, vitamins, and fragrances [3],
but are also important as precursors in the synthesis of plasticizers and food additives as well [4].
Other uses of cyclohexanone include their use as starting materials in the synthesis of insecticides,
herbicides, and pharmaceuticals [5]. The modern industrial process for oxidation of cyclohexane to a
mixture of cyclohexanol and cyclohexanone relies on a cobalt salt as a catalyst, a temperature range
of 150 ˝C–160 ˝C, and pressure of air around about 1 atm under homogeneous reaction condition
that results in the conversion of less than 6% and selectivity of cyclohexanol and cyclohexanone of
around 80% [1]. Since, the process is characterized by low % conversion, high operational cost, and a
tedious recovery of the catalyst from the reaction mixture, researchers have been exploring various
alternatives to overcome these drawbacks. The addition of other homogeneous catalysts have also been
reported for the oxidation of cyclohexane, like transition metal salts containing Co2+, Cr2+ or Mn2+,
metalloporphyrins, MoO3, WO3, and Cr2O3 [6,7]. When this process is carried out in the presence
of anhydrous metaboric acid, 87%–90% selectivity of mixture of cyclohexanol and cyclohexanone at
10%–15% conversion could be achieved [8].
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Besides homogenous catalysts, scientists have also tried various heterogeneous catalysts for
the selective oxidation of cyclohexane to KA oil. Schuchardt et al. [9,10] have reported improved
results for the oxidation of cyclohexane using various metals and metals oxides supported on SiO2

as catalyst, however, leaching of metal was detected. Zhou et al. [11] investigated the catalytic
oxidation of cyclohexane with O2 in the presence of nano crystalline Co3O4 catalyst using tert-butyl
hydroperoxide as initiator, achieving 7.6 mol % conversions and 89.1% selectivity at 393 K in 6 h.
However, in this process, without tert-butyl hydroperoxide (as initiator) the conversion was very low.
Gold nanoparticles embedded in amorphous silica have shown a high catalytic activity and selectivity
at 150 ˝C and 14.8 atm O2 for 3 h. However, this system also required tert-butyl hydroperoxide as
initiator. Some other catalysts including metals such as Co, Fe, and Mn supported on γ-alumina, and
supported pthalocyanines have also been reported to carry high activity and selectivity for the gas
phase selective oxidation of C6H6 to KA oil, in the absence of solvents and reducing agents, under
1 atm of air pressure in the temperature range of 300 ˝C–400 ˝C [1].

Since reported for the first time in 2004, graphene has gained great attention in the
scientific community [12]. Graphene, a two-dimensional material exhibits highly desirable
physical characteristics such as a theoretical surface area of 2630 m2/g [13], high electronic and
thermal conductivities [14], excellent mechanical properties [15], remarkable optical and electrical
properties [16], and excellent chemical stability [17]. The interesting properties of graphene make it
very attractive for possible applications in a variety of fields such as nanocomposites, nanoelectronics,
batteries, supercapacitors, hydrogen storage, and sensors, etc. [18]. A number of different approaches
have been developed for the synthesis of graphene sheets, however, the most efficient and suitable
one is the reduction of graphite oxide (GO) to reduce graphene oxide in solution. This method of
obtaining reduced graphene oxide is preferable because it is not only economical but also has a scalable,
controlled, and reproducible synthetic nature [19]. The surfaces of GO have an abundance of functional
groups which could be used as sites for anchoring nanoparticles. It is thus possible to utilize them as
a support in the fabrication of hybrids of graphene and nanoparticles. Immobilizing various metal
nanoparticles on graphene sheets can afford hybrid composites with admirable properties for a wide
range of applications, including specifically catalytic applications [18].

It can be seen from the literature that graphene has a great significance as a heterogeneous
catalyst support. Wang et al. [18] reported the catalytic performance of Pt nanoparticles supported on
reduced graphene oxide for the electro-oxidation of methanol. Gold-nanoparticles and reduced
graphene oxide composite has been reported for the efficient oxidation of benzyl alcohol [20].
Shouheng et al. [21] supported Ni/Pd core/shell nanoparticles on graphene and used the sample
as a catalyst in Suzuki-Miyaura cross-coupling reactions. The catalyst was found to be highly stable
and efficient, and it provided a high percent conversion. Our group previously reported linear amino
acids covalently immobilized on graphene sheet as catalysts for asymmetric aldol reactions between
cyclohexanone and various aldehydes. The reactions were found to exhibit high yields as well as
excellent ee values [22].

The application of Pt-Sn supported on carbon for the oxidation of ethanol by Tseng et al. [23]
and of graphene as a support for various metals in heterogeneous catalysis inspired us to prepare
Pt-Sn/reduced graphene oxide composite and evaluate its catalytic performance for the selective
oxidation of cyclohexane, which is a hydrocarbon and hence very inert to oxidation. To the best of our
knowledge, the use of Pt-Sn/rGO as a catalyst for the liquid phase aerobic oxidation of cyclohexane
to cyclohexanone and cyclohexanol has not been previously investigated. This paper describes our
study on the catalytic efficiency of Pt-Sn/rGO to selectively oxidize liquid C6H6 to cyclohexanone and
cyclohexanol by molecular oxygen, under mild reaction conditions.
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2. Results and Discussion

2.1. Characterization of the Catalyst

Figure 1a shows the SEM image of rGO, exhibiting a smooth lamellar structure. Figure 1b through
Figure 1e present the SEM images of Pt-Sn/rGO at different magnifications. These images clearly
reveal a high yield of Pt-Sn in the form of well-dispersed tiny spheres anchored to the surface of rGO
sheets. The average size of the rGO sheet is <20 µm, thickness is 4–20 nm with <30 layers. The size of
Pt-Sn nanospheres is estimated by the intercept approach to be about 60–85 nm. EDX spectrum show
clear peaks for Pt and Sn in the sample. From the EDX analysis, the sample is found to contain Pt and
Sn about 0.173 and 8.088 wt %, respectively. The calculated amounts of Pt and Sn in the sample as
based on the stoichiometric calculations are 0.144 ˘ 0.029 and 7.07 ˘ 1.01 wt %, respectively. It is quite
evident that there is a reasonable agreement between the theoretical calculations and experimental
results of the amounts of the metals on the support. Figure 2 shows the XRD patterns of the reduced
graphene sheet and Pt-Sn decorated reduced graphene sheet. The diffraction peaks corresponding
to Pt were observed at 2θ = 39.8˝ and 67.5˝, while peaks for Sn appeared at 2θ = 33.8˝ and 51.3˝,
respectively as reported in the literature [23]. The broad peak for reduced graphene sheet appear was
observed at 2θ = 25˝. Furthermore, no crystalline impurities were observed.
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Figure 2. XRD patterns of reduced graphene sheet and Pt-Sn decorated reduced graphene sheet.

To discuss the nature of bond between the metallic spheres and the support, we resort to reports
in literature. Li et al. [24] argued that rGO bears defects which include defect carbons with dangling
bonds of the sp2 type, developed as a result of the conversion of GO to its reduced form. These defect
sites provide an effective mean of chemically adhering metals to the rGO. The same argument for the
bonding of metal to the reduced grapheme has been made by Chen et al. [19]. This led us to assert that
in our case, like in many others as reported in literature, the Pt-Sn nanospheres are anchored by true
chemical bond to the rGO.

2.2. Oxidation of Cyclohexane: Effect of Reaction Conditions

The reaction was monitored periodically for about 12 h under a temperature of 343 K, 760 Torr
pO2, 50 mg of catalyst, and 10 mL of cyclohexane. Figure 3 presents data obtained for this part of
the study in the form of the rate of the reaction as a function of time span of the reaction. The rate
was calculated as the number of moles of the target products formed per gram of the catalyst per
hour, which is thus an indirect measure of the selectivity to the desired products. It can be seen in
the Figure 3 that the selectivity raises very rapidly as the time span of the reaction prolongs, until a
maximum is reached in about 3 h. In the last 9 h, a progressive decrease in the selectivity is observed,
showing the over-oxidation of the target.
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Figure 3. Time profile study of Pt-Sn/rGO sheet catalyzed liquid phase oxidation of cyclohexane to
KA oil.

The effect of temperature was investigated in the range of 313–343 K by running the reaction under
conditions; time: 3 h, pO2: 760 Torr, catalyst: 50 mg, and C6H6: 10 mL. A linear relation was found to
exist between conversion and temperature so that 343 K was chosen to be the optimal temperature for
the reaction. Figure 4 shows the Arrhenius plot for the temperature study of the reaction. From the
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plot, the activation energy of the reaction is calculated to be 58.1 kJ¨mol´1. The activation energy value
of the reaction suggests that the catalytic reaction is kinetically controlled.
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Figure 4. Arrhenius plot for the oxidation of cyclohexane to KA oil catalyzed by Pt-Sn/rGO sheet.

The study of the effect of the pO2 on the reaction under conditions, viz, temperature: 343 K, time:
3 h, catalyst: 50 mg, and cyclohexane: 10 mL showed that pO2 exerted a positive influence on the
conversion of the substrate up to about 550 Torr. Above 550 Torr, no effect of the pO2 on conversion
was observed. The data is recorded in Figure 5 in the form of rate vs pO2 plot which shows a plateau
above 550 Torr. This might be due to the saturation of the surface with oxygen so that it is unable to
accommodate additional oxygen resulting from an increase in the pO2.
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Figure 5. Effect of partial pressure of oxygen on the rate of liquid phase oxidation of cyclohexane
catalyzed by Pt-Sn/rGO sheet.

The effect of stirring speed on the reaction was also included in the study. For the reaction under
conditions as optimized thus far, the stirring speed when varied revealed that an increase in the stirring
rate could enhance conversion only up to 580 rpm. At all values of stirring rate above 580 rpm, the
conversion remained unchanged. This also suggests a kinetically controlled nature of the reaction.
Because, were the reaction diffusion controlled, the conversion would increase with stirring speed
without reaching a limit.

2.3. Kinetic Analysis of the Data

The data obtained for the solvent free liquid phase oxidation of cyclohexane by oxygen over
Pt-Sn/rGO as catalyst was evaluated using Freundlich, Temkin, and Langmuir adsorption isotherms.

According to the modified form of Freundlich adsorption isotherm keeping cyclohexane
concentration constant, the rate equation is given as;

Rate “ krKO2rO2s

1
n (1)
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where
KF “ krKO2 (2)

Rate “ KFrO2s

1
n (3)

the constants KF and n are two different temperature dependent parameters, where n is greater than
one and KF is considered as adsorption binding constant.

Similarly, Temkin adsorption isotherm was tested for the experimental data by putting the data
in the modified form of Temkin adsorption isotherm. By keeping the concentration of cyclohexane
constant, the rate equation of the Temkin model assumes the form as:

Rate “ kr pK1lnK2 rO2sq (4)

However, a satisfactory fit of the data was not obtained with either of the modified Freundlich
and Temkin isotherm models. Hence, both Freundlich and Temkin models were excluded.

According to the Langmuir Hinshelwood mechanism the rate can be expressed as:

Rate “
krKpO2

1` KpO2

(5)

where k is the adsorption equilibrium constant of oxygen and kr is the rate constant.
In the linear form, equation (5) becomes:

1
Rate

“
1

krKpO2

`
1

Kr
(6)

It can be further modified as:
pO2

Rate
“

1
krK

`
pO2

kr
(7)

The experimental data was fitted to equation (7) as presented in Figure 6, and a regression value of
0.9853 was obtained. Then the data was subjected to kinetic analysis using nonlinear square fit method,
and the rates were calculated using the values of kr and K. The plots of the experimental and calculated
rates are given in Figure 7 as the functions of pO2, showing an excellent mutual correlation. Thus to
conclude kinetic analysis, L-H adsorption isotherm model explains the kinetics of the catalytic reaction.
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3. Experimental Section

3.1. General

The chemicals used in the present study were of high purity and research grade and were used
without any further purification. Nitrogen and oxygen were supplied by BOC (Texila, Pakistan) and
for their further purification specific filters (C.R.S.Inc.202268 & C.R.S.Inc.202223) were used.

3.2. Synthesis of Pt-Sn Supported on Graphene Oxide (Pt-Sn/rGO)

Graphene oxide (GO) was synthesized from graphite powder using modified Hummer’s method.
To a mixture of 1 g of graphite and 0.5 g of sodium nitrate, 23 mL of conc. H2SO4 was added under
constant stirring. After 1 h, 3 g of KMnO4 was added slowly while keeping the temperature less
than 293 K to prevent overheating and explosion. The mixture was stirred at 308 K for 12 h and the
resulting solution was diluted by adding 500 mL of water under vigorous stirring. To ensure the
completion of reaction with KMnO4, the suspension was further treated with 30% H2O2 solution
(5 mL). The resulting mixture was filtered and washed in turn with HCl and H2O. The mixture was
then filtered and dried to get graphene oxide. GO was then reduced to rGO by stirring with hydrazine
monohydrate (1 µL for 3 mg of GO) at 353 K for 12 h.

In the next step, rGO was treated with 500 mL solution of SnCl2 (11.3 g) and HCl (13 mL).
The mixture was sonicated for 30 min and allow to age for 48 h at 25 ˝C. Then rGO was separated
by centrifugation and decantation and first washed with double distilled water (DDW), and then
with N-hexane. Subsequently, the sample was treated with 500 mL solution of PtCl4 (0.25 g) and HCl
(13 mL) and the mixture was sonicated for 30 min at room temperature. The same procedure for
separation and washing with DDW and N-hexane, as mentioned earlier, was followed again.

3.3. Characterization of the Catalyst

Pt-Sn/rGO was characterized by modern techniques including scanning electron microscopy
(SEM, JSM 5910, Jeol, Japan) and energy dispersive X-ray spectroscopy (EDX) of the sample were
recorded on EDX detecters (INC200, Oxford, UK). The powder X-ray Diffraction spectrum was
recorded on X-ray Diffractometer (XRD) Rigaku D/Max-II, Jeol, Japan.

3.4. Catalytic Test

In a typical catalytic test, under specified conditions of temperature, pressure of oxygen, and
stirring speed, oxygen or a mixture of oxygen and nitrogen was bubbled through a suspension of 50
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mg of Pt-Sn/rGO in 10 mL of C6H6 while the suspension was stirred by a magnetic stirrer. The flow
of gases was regulated by needle valves, and the temperature was maintained by a heating cord
and monitored by a K type thermocouple connected to a Digital Temperature Controller (55 rajah
crescent, Singapore). The catalyst was recovered by simple filtration. The products were monitored
by gravimetric method, Ultraviolet-visible spectrophotometer, and Gas Chromatography fitted with
Flame Ionization Detector.

4. Conclusions

Pt-Sn/rGO sheets were prepared and characterized by SEM, EDX, and XRD. The catalytic
potential of the sample was tapped for the solvent free liquid phase oxidation of cyclohexane to
KA oil, under mild conditions of reaction. The reaction conditions were optimized as; Cyclohexane:
10 mL, Catalyst: 50 mg, Temperature: 343 K, pO2: 550 Torr, and Stirring speed: 580 rpm and obtain
24.1% conversion and 90% selectivity. The sample was recoverable from the reaction mixture simply
by filtration, and was found not to experience any appreciable loss in activity for the reaction during
four successive runs. Kinetic analysis of the data revealed that the reaction follows the L-H model for
non-competitive adsorption.

The study will be extended further to obtain an elaborate comparison of the activity and selectivity
of Pt-Sn/GO sheets and Pt-Sn/rGO sheets.
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