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Graphene oxide—iridium nanocatalyst for the
transformation of benzylic alcohols into carbonyl
compounds

Tsun-Ren Chen, €2*2 Yi-Sheng Lin,? Yu-Xiang Wang,? Wen-Jen Lee,”
Kelvin H.-C. Chen® and Jhy-Der Chen

A catalyst constructed from graphene oxide and iridium chloride exhibited high activity and reliability for the
selective transformation of benzylic alcohols into aromatic aldehydes or ketones. Instead of thermal
reaction, the transformation was performed under ultrasonication, a green process with low byproduct,
high atomic yield and high selectivity. Experimental data obtained from spherical-aberration corrected
field emission TEM (ULTRA-HRTEM), X-ray diffraction (XRD), Fourier-transform infrared spectroscopy and
Raman spectra confirm the nanostructure of the title complex. Noticeably, the activity and selectivity for
the transformation of benzylic alcohols remained unchanged within 25 catalytic cycles. The average turn
over frequency is higher than 5000 h~! while the total turnover number (TON) is more than one
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Introduction

Aromatic aldehydes or ketones are widely used in various fields,
such as biological, pharmaceutical, chemical, and materials
sciences.'” A large number of aromatic carbonyl compounds
are consumed by certain industries, for example, the global
consumption of benzaldehyde is around 7000 tons per year and
that of vanillin is estimated to be 12000 tons per year. Therefore,
a great effort has been dedicated to developing highly selective
and reliable approaches to prepare aromatic aldehydes or
ketones in modern synthetic chemistry.*”

There are several ways to prepare aromatic aldehydes or
ketones, such as Friedel-Crafts acylation,®® ozonolysis of
alkenes,*"* hydration of alkynes,**® partial reduction of
carboxylic acid derivatives,'>'” and the oxidation of alcohols,***°
in which the oxidation of alcohols is the most important
method and most widely used, due to the availability of the
alcohols. Traditionally, the oxidation of alcohols uses special
reagents such as Dess-Martin periodinane,>* pyridinium
chlorochromate (PCC),?> permanganate (MnQ," ~),? dichromate
(Cr,0,%7) and chromium trioxide (CrOs) as oxidants.>*?*

Most of the above-mentioned methods are well-developed
for the oxidation of alcohols to make carbonyl compounds,
but all of them use stoichiometric oxidants, and release some
toxic by-products, such as heavy metals and chemical wastes.
Therefore, tremendous efforts have been devoted to the design
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hundred thousand, making it a high greenness and eco-friendly process for alcohol oxidation.

of catalytic systems that use O, as the primary oxidant for the
catalytic oxidation of benzyl alcohols to prepare benzalde-
hydes.>*** Although there are some advantages in the new
approaches, they could be ameliorated more effectively.

Graphene-based two-dimensional (2D) atomic materials
have attracted great attention in the past decade.*"** The single-
layered graphene structure as a uniform platform provides
a large specific surface area with binding points to interact with
substrates and/or active metals, and may form strong w-m
interlayer interactions for electrical or energy transfer.>*®
Therefore, it has been explored in various fields, such as cata-
lysts,>***  biosensors,**** supercapacitor,*>*' and Li-ion
batteries.*>>

Iridium named from the Greek goddess of the rainbow
possesses some unique characteristics and has been extensively
investigated in various fields such as organic light-emitting
diode (OLED),*** solar cells,”®*” water splitting to produce
hydrogen or oxygen,**® and carbon dioxide reduction.®** This
element could form compounds with wide range of oxidation
states between —3 and +9, resulting in a number of organo-
metallic compounds used in industrial catalysis. For example,
the Cativa process for the manufacture of acetic acid,**** the
carbon-hydrogen bond activation for the functionalization of
saturated hydrocarbons,**® and the asymmetric hydrogenation
of natural products.®*®” Because of the diversity of oxidation
state for iridium, the coordination number of iridium atom
could flexibly change in iridium complexes; therefore, the
complexes would easily undergo reductive elimination to afford
a coordinatively unsaturated metal center which could accept
substrates and promote some reactions. When iridium atoms
landed on the surface of graphene oxide, the functional group

This journal is © The Royal Society of Chemistry 2020
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of the graphene oxide interacted with iridium atoms to form
a graphene-oxide complex with a nano structure. Because of the
weak interactions, some donor atoms could departure from the
iridium centers to generate open coordination sites on iridium
for catalysis. Since the graphene oxides are around the iridium
centers, the formation and breakage of the Ir-O and/or Ir-C
bonds are reversible and fast. Consequently, the graphene
oxide-iridium complex may act as a molecular switch accepting
substrates and promoting the catalysis.

Most of chemical reactions were performed at high
temperature, and sometimes under high pressure, which would
consume a lot of energy and usually bring about side reactions,
and result in low selectivity and low transfer yield for desired
products. Though catalyst can lower the temperature and
improve the selectivity for some reactions, the reaction condi-
tion by heating usually lead to catalyst deactivation. In contrast,
ultrasonication is usually performed at lower temperatures,
which can enhance the efficiency by as much as a million-
fold.®*”> For a reaction with ultrasonication, it should be
noticed that the reactants should be able to efficiently absorb
the ultrasonic energy.

Herein, we report a graphene oxide-iridium complex that
can be activated by ultrasonic energy, which was applied to the
catalytic system for the transformation of benzylic alcohols into
aromatic aldehydes or ketones. The preparation and structure
of the title complex and the catalytic selectivity and productivity
for the target products will be reported.

Results and discussion
Catalyst preparation and structural characterization

An illustration for generating graphene oxide-iridium complex
is shown in Scheme 1. The graphene oxide (GO) was prepared
from the direct oxidation of graphite by the method of
Hammers. The graphene oxide-iridium complex was synthe-
sized by reacting of GO with iridium chloride in mixed solvent
under argon atmosphere.

Infrared spectra (Fig. 1) showed the progress for the
combination of iridium ions with GO. For graphene oxide, some
functional groups can be observed on the GO surface, including

Oxidation
N

HNO3/H,80,/KMnO,

IrCI3

_ >
ethoxyylethanol/H,O

Scheme 1 |llustration of the methods used for preparing graphene
oxide—iridium complex.
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Fig.1 IR spectra of GO and various GO—-Ir complexes prepared by the
reaction of GO with iridium ion with different reaction time. (a) Original
GO, (b) with 2 h, (c) with 6 h, and (d) with 96 h of reaction time,
respectively.

carboxyl and hydroxyl group (vo.u from 2500 to 3600 cm™ 1),
carbonyl group (vc—o at 1723 ecm ™), C=C stretching (vc—c at
1619 cm ') and C-O stretching (vc_o at 1037 and 978 cm ™)
(Fig. 1a). When GO was reacting with iridium(m) chloride, the
intensity for vo_y was gradually decreasing and finally almost
disappeared after 96 hours of reaction time. The intensities of
Vc—o, Vc—=c and vc o were also decreasing but still remained
during the reaction. Fig. 1b and c, which reveals that in the
reaction progress, GO lose the protons of carboxyl and hydroxyl
group, and the conjugate base, carboxylate and alkoxide ions,
trapped the iridium ions through the Ir-O interactions. After 96
hours of reacting time (Fig. 1d), most of iridium ions in solution
were trapped, and IR spectra do not change further.

To verify the existence of iridium ions on GO surface, the
normalized X-ray absorption near edge structure (XANES)
spectra at the Ir K-edge for GO-Ir complex was measured
(Fig. 2c) to compare with the spectra of Ir’ (Fig. 2a) and
[(dfpbo),Ir"], (Fig. 2b). The white line intensity of GO-Ir
complex in Fig. 2c shows that the iridium atoms in complex
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Fig. 2 Ir L3-edge XANES of crystalline (a) Ir°, (b) [(dfpbo),Ir'],, and (c)
GO-Ir complex. An Si (111) double crystal monochromator was
employed for energy scanning. Fluorescence data were obtained at
room temperature using an Ar-filled ionization chamber detector,
each sample was scanned 3 times for averaging.
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have formal oxidation states higher than Ir° and Ir",”>?® which
reveal that the iridium ions have been trapped on the GO
surface to form GO-Ir complex.

The XRD patterns of graphene, synthesized GO, and GO-Ir
complex were obtained to realize their fine structures, which
were shown in Fig. 3. The characteristic XRD peak of the
synthesized GO is at around 26 = 10.2° corresponding to the
(001) of GO. For the pattern of GO-Ir complex, the intensity of
the XRD peak of GO decreased and a new peak at 26 = 24.5°
corresponding to the (002) of graphene was observed, indi-
cating that parts of GO nanostructure were reduced to the gra-
phene structure. It is interesting that there were no typical
reduction reagents such as hydride compounds, hydrazine or
hydrogen in the reaction condition,””” but the GO has been
reduced to graphene, which could be attributed to the decar-
boxylation-protonation of carboxyl group, and the dehydration
for hydroxyl group on the GO surface. Furthermore, the carboxyl
or hydroxyl groups bound to iridium atoms should be stable
and the decarboxylation-protonation and dehydration do not
occur to them. As shown in Fig. 3, GO-Ir complex exhibits three
peaks at around 34.2, 43.6, and 56.8° cannot be attributed to
carbon and iridium elements, which were attributed to the
characteristic XRD peaks of the GO-Ir complex, indicating the
formation of GO-Ir complex.

Fig. 4 shows the EDS elemental mappings from a TEM image
of GO-Ir, which shows that the image in the marked area was
made up of iridium, carbon, and oxygen. The carbon element
distribute homogeneously on the marked area, but the oxygen
appears mostly at the location where iridium exists, implying
that the oxygen atoms are bound to iridium. Quantitative
analysis by EDS revealed that the atomic ratio of C, O, and Ir is
90.97 : 6.25 : 2.78, which shows that the atomic ratio of iridium
and oxygen is about 1:2. By comparing the atomic ratio of
carbon with iridium, we can deduce that about 76% of iridium
ions were trapped by GO in the reaction condition for preparing
graphene oxide-iridium complex.

Fig. 5 displays spherical-aberration corrected field emission
TEM images of GO-Ir complex. The Fig. 5a demonstrates that

graphene "¢
Irlc
. Irlc
(:é | GO-Ir
> !
2 68.1°
98
£
graphene
GO (001)
10.2° GO

10 20 30 40 50 60 70 80
2-Theta (deg.)

Fig. 3 XRD patterns of (bottom) graphene oxide (GO), (middle) gra-
phene, and (top) GO-Ir complex. The XRD pattern of GO shows
a characteristic XRD peak of the GO (001) plane. For the XRD pattern of
GOlr complex, three new peaks at around 37.6, 43.3, and 68.1° were
observed.
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Fig. 4 TEM image of GO-Ir complex and elemental mapping images
by EDS.

GO was successfully exfoliated by ethoxyethanol-water mixed
solvent media without using any surfactant, which is a concise
process to prepare graphene complex. The selected area elec-
tron diffraction (SAED) pattern (Fig. 5b) shows the graphene
lattice on the surface of GO-Ir complex without iridium atom,
indicating that parts of GO nanostructure were reduced to the
graphene structure. The SAED pattern of the surface containing
iridium ions (Fig. 5¢) shows that there are two d-spacing values
of 0.237 and 0.137 nm for corresponding to the structure of GO-
Ir complex. A representative high-resolution TEM (Fig. 5d)
reveals that the grain sizes of iridium range between 0.5 and
5 nm. Fig. 5e is the enlarged fragment taken from Fig. 5d
(shown by the square symbol), in which the hexagonal lattice of
graphene and iridium atom could be observed, and the corre-
sponding ultra-high resolution TEM image was also shown in
Fig. 5f. TEM analysis reveal that the iridium ions were bound to
the GO layers to form nanocatalyst. This nanostructure provides
a large specific surface area (SSA) and reactive centers for
accepting substrates and promoting catalytic reactions.

Catalysis using GO-Ir complex

We have previously demonstrated that iridium complexes are
highly active catalysts for redox reactions, such as the reduction

This journal is © The Royal Society of Chemistry 2020
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Fig. 5 Spherical-aberration corrected field emission TEM images of
GO-Ir complex. (a) A low-magnification TEM image, (b) the selected
area electron diffraction (SAED) pattern of the surface without iridium
atom, (c) the SAED pattern of the surface with iridium atom, (d) high-
resolution TEM image, (e) an enlarged fragment taken from (d) (shown
by the square symbol), (f) an ultra-high resolution TEM image.

of carbon dioxide to carbon monoxide,® and the selective
oxidation of toluene to benzaldehyde.*"** Here, graphene oxide-
iridium complex (GO-Ir complex) was used as a heterogeneous
catalyst for a heterolytic catalysis by ultrasonication. The reac-
tion condition is quite simple (Fig. 6a). The benzylic alcohols
and GO-Ir complex were mixed in a reaction flask exposed to air
and irradiated with ultrasound. During the catalytic reaction,
the iridium atoms of GO-Ir complex absorbed the ultrasonic
energy (Fig. 6b) to form coordinatively unsaturated metal
centers by breaking the Ir-O bonds, which accepted alcohols
and promoted the selective transformation of alcohols into
carbonyl compounds. The reaction progress was monitored by
a high-performance liquid chromatography (HPLC) and GC-MS
to characterize the products. Five kinds of aromatic alcohols
were used to test the catalytic ability of GO-Ir complex, and all

|
J_]Sbjl‘ R

ultrasonic apparatus

Ultrasonication

Fig. 6 Heterolytic catalysis with ultrasonication for the selective
oxidation of benzylic alcohols to produce carbonyl compounds by
GO-Ir complex. (a) A heterolytic catalysis by ultrasonication (GO-Ir
complex as a heterogeneous catalyst), (b) a scheme showing the
reaction.
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the products are useful in various fields such as agriculture and
food industries. The reaction process was shown in Fig. 7,
which shows that most of the benzylic alcohols were trans-
formed into the corresponding carbonyl compounds in an
hour.

Though there was a small by-product observed in the reac-
tion mixtures, the selectivity for the transformation of benzylic
alcohols into carbonyl compounds are higher than 96%. In
most case, the selectivity achieved 100% (Fig. 8 and Table 1).
Table 1 also shows that the atom efficiency for the trans-
formation of alcohols into carbonyl compounds are higher than
98% with an excellent turn over frequency (TOF) (near to 5000
h™"). Atom efficiency (atom economy) is an important concept
of green chemistry, one of the most widely used metrics for
measuring the “greenness” of a process or synthesis, and of
importance for human health and the environmental sustain-
ability. The catalysis of GO-Ir complex provides an eco-friendly
and market value procedure to transform alcohols into carbonyl
compounds. Though for the secondary alcohol, the trans-
formation yield is lower than 90%, the selectivity for it can reach
to 100%, and the unreacted reactants can be recovered during
the isolation of product. That is, most parts of reactant mole-
cules can be transformed into the target molecules.

The selective transformation of alcohols into carbonyl
compounds is an important process for industrial applications,
and various catalytic system were developed for this topic, such
as Au-Pd nanoparticles on TiO,/GO,* Pd nanoparticle encap-
sulated in a hollow porous carbon sphere,* AuPd core-shell
nanoparticles,® and supported gold nanoparticles.*® Some of
those reports showed good reliability for the catalysts, high
transient TOF for catalysis, acceptable TON or selectivity for the
transformation of benzylic alcohols, but there are still some
challenges to be overcome. A main issue is catalyst deactiva-
tions resulting from the destruction of the “non-bonding
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Fig. 7 The reaction progress for the catalytic transformation of
benzylic alcohols into carbonyl compounds by GO—-Ir complex: (a)

benzyl alcohol; (b) 4-methylbenzyl alcohol; (c) 4-methoxybenzyl
alcohol; (d) 4-chlorobenzyl alcohol; (e) 1-phenyl-2-propanol.
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Fig. 8 The selectivity for the catalytic transformation of alcohols into
carbonyl compounds in reaction progress: (a) benzaldehyde; (b) 4-
methylbenzaldehyde; (c) 4-methoxybenzaldehyde; (d) 4-chlor-
obenzaldehyde; (e) benzylacetone.

catalysts”, such as coprecipitated nanoparticles. In contrast, the
reactive centers of GO-Ir complex are bound to graphene
surface forming a very stable catalytic structure and have a good
performance on the catalysis. To evaluate the activity and
stability of catalyst in long run production, we studied the
catalyst reuse of GO-Ir complex by evaluating the selective
oxidation of benzyl alcohol over twenty-five catalytic cycles
without a regeneration step (i.e., without washing of catalyst or
heat treatment between run). The TOF of the catalytic cycles for
the transformation of benzyl alcohol into benzaldehyde was
shown in Fig. 9, which showed that the catalytic capability of
GO-Ir complex for the selective transformation of alcohol is
quite steady, the TOF of the first cycle is 4956 h™", the average
TOF within the 25 cycles is about 5020 h™*, and the TOF of the
latest cycle is 5085 h™'. The deactivation is not obvious for GO-
Ir complex for the selective transformation of alcohol.

The TON of the catalytic cycles for the transformation of
benzyl alcohol into benzaldehyde was also tested by using
a 125 ppm solution of GO-Ir complex. The reaction time is 2 h
per cycle with ultrasonication (ROCKER SONER 220, 0.5 kW, 53
kHz). The TON of the catalytic cycles for the transformation of
benzyl alcohol into benzaldehyde was shown in Fig. 10,
revealing that the catalytic capability of GO-Ir complex for the
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Fig.9 The TOF of the catalytic cycles for the transformation of benzyl
alcohol into benzaldehyde, which show that the catalytic capability of
GO-Ir complex for the selective transformation of alcohol is quite
steady.

selective transformation of alcohol are fairly stable. The TON of
the first cycle is 5334, while the TONs of the other cycles is
similar to the first cycle (Fig. 10a), and the average TON within
the 25 cycles is about 5982; therefore the TON could be steadily
accumulated (Fig. 10b). After 25 cycles, the total TON was more
than one hundred thousand (149 500), which imply that the
accumulated benzaldehyde productivity attain 233 880
MOlpenzaldehyde K€Go—1r complex + Within 25 cycles, that is, by
using one kilogram of GO-Ir complex, 24 760 kg of benzalde-
hyde could be produced in 50 hours, which demonstrates a very
large productivity. Comparative data for oxidation of benzyl
alcohol over reported catalysts and present catalyst is given in
the Table 2.

For each catalytic cycle, most of the benzyl alcohol can be
transformed (Fig. 11). The transformation percentage of benzyl
alcohol for the first cycle is 96.2%, and the average percentage of
transformation within the 25 cycles is 96.8%, which is a process
with high efficiency for the transformation of alcohol, that is,
most of starting material can be transformed into products, and
only a minor amount of reactant should be recovered. It is
a time-saving, and energy-saving process.

Table 1 Activity of GO-Ir Complex for the oxidation of benzylic alcohol

Conversion”  Selectivity”  Yield®  Atom economy® TOF*
Substrate® Product (%) (%) (%) (%) TON (h7Y)
Benzyl alcohol Benzaldehyde (almond oil) 96.24 98.50 95.87  98.15 5982 4956
4-Methybenzyl alcohol 4-Methylbenzaldehyde (cherry scent oil) 98.90 96.24 97.08 98.36 2842 2186
4-Methoxybenzyl alcohol ~ 4-Methoxybenzaldehyde (anise oil) 94.23 100 94.22  98.55 4781 3678
4-Chlorobenzyl alcohol 4-Chlorobenzaldehyde (plant growth 95.55 100 95.54 98.59 4215 3242

regulators)

1-Phenyl-2-propanol Benzylacetone (flowery smell of cocoa) 81 100 81 98.53 5187 3990

“ 0.16 M benzylic alcohols in toluene with 0.0005 g GO-Ir complex. ? Transformation percentage for alcohol (%). ¢ Selectivity for the transformation
of alcohol into carbonyl compound. ¢ Production yield for carbonyl compound. ¢ Atom economy for the transformation of alcohols into carbonyl
compounds without considering the molecular weight of oxygen from the air./ TON to carbonyl compound after two hour of reaction time. £ TOF

(h™") to carbonyl compound.
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Fig. 10 The TON of the catalytic cycles for the transformation of
benzyl alcohol into benzaldehyde; (a) TON of each cycle, (b) accu-
mulated TON, for the cycle n the accumulated TON was calculated by

n
TONX® = 3" x,,.
k=1

Moreover, the selectivity for the transformation of benzyl
alcohol into benzaldehyde is also quite high and steady in each
catalytic cycle (Fig. 12). The selectivity for the first cycle is 98.5%,
and the average selectivity within the 25 cycles is 99.1%, indi-
cating that most of benzyl alcohol has been transformed into
benzaldehyde, and only small amount of by-product (benzoic
acid) was observed. The purity of the desired product is very
high, and the purification procedure for target compound is
quite simple. Because of very low level of waste product forming
in the catalytic system, it is a high greenness and eco-friendly
strategy for producing carbonyl compounds.

To check the structural stability of GO-Ir complex during
catalysis, Raman spectra of original and reused GO-Ir complex
were compared by inspecting the characteristics of GO-Ir
complex structure. The Raman spectrum of original GO-Ir
complex displays a broad D band peak (the vibration of carbon
atoms with sp® electronic configuration) at 1340 cm ' and a G
band peak (in-plane vibration of sp>-bonded carbon atoms) at
1574 cm™ " (Fig. 13a). After 25 catalytic cycles, the location of D
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Fig. 11 Transformation percentage of each catalytic cycle, which
show that most of the benzyl alcohol was transformed.

band and G band peaks of the reused GO-Ir complex keep intact
at 1340 and 1574 cm ™, respectively (Fig. 13b-g). There was also
no significant change in the integrated area under the D band
for the reused catalysts. The Ip/I; ratio is 1.20 for the original
GO-Ir complex, 1.21 for the GO-Ir complex after one run, and
1.21 for that after the 25™ run (Fig. 14). Furthermore, there was
also no obvious change in the full width at half maximum
(FWHM) of D band for GO-Ir complex; the FWHM of original
GO-Ir complex is 55.2 cm™*. For GO-Ir complex after the 1% and
25™ runs, the FWHM are 56.7 and 56.9 cm™?, respectively, and
the average FWHM within 25 catalytic cycles is 56 cm™*
(Fig. 15), which implies that the bonding of GO-Ir complex
structure is quite stable, and GO-Ir complex is a robust catalyst.

Experimental
Materials

Iridium chloride (IrCl;, anhydrous) was obtained from the
Seedchem Co. Crystalline graphite was purchased from SHOWA
Co. All other chemicals including ethoxyethanol were
purchased from Acros and used as received. Aqueous solutions
were prepared with double-distilled water from a Millipore
system (>18 MQ cm).

Table 2 Comparison of oxidation of benzyl alcohol with reported catalyst

Catalyst Conversion (%) Selectivity (%) TOF (h™1) Run TON/run TON (total) Ref.
AuPd-PVA/TiO, 72.5 69.6 34 1 67 67 83
AuPd-PVA/GO 69.5 60.7 32 1 64 64 83
Pd/H,Ti;0, 45.6 70.3 2244 1 4488 4488 86
Pd/TiO2 49.5 76.0 1217 1 2434 2434 86
PMo,,/AL,O 22 91 47 4 4938 19 700 87
PMA/VAMO 32 100 24 1 24 24 88
AuPd/CeO, 95 81 30 1 30 30 89
Au-Pd/TiO, 72 95.8 589 1 90
Au/TiO2 39 74 6348 1 91
Au/SBA 2 86.1 1937 1 1937 1937 92
GOIr complex 96.2 98.5 5020 25 5982 149 500 This work

This journal is © The Royal Society of Chemistry 2020
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Fig. 12 The selectivity of each catalytic cycle, all the catalytic cycle
show high selectivity for the transformation of benzyl alcohol into
benzaldehyde.

Preparation of graphene oxide

Graphene oxide (GO) was synthesized from graphite powder
following a modified Hummers' method.””* The synthesized
GO was dispersed in DI water (0.5 mg ml~") under ultrasonically
treatment for 40 min, and then the solution was heated in an oil
bath (90 °C) for 60 min. The obtained GO was filtered through
a nylon microporous membrane (0.22 pm) and dispersed in DI
water.

Preparation of graphene oxide-iridium complex

A solution prepared by dissolving 0.3 g of iridium chloride in
50 ml of mixed solvent (ethoxylethanol : water = 3 : 1, v/v) was
added to the 100 ml of GO solution (3 mg ml™"). The mixture
solution was stirred at room temperature for 0.5 h and ultra-
sonicated for 0.5 h, and then the mixture was refluxed for 96
hours under argon. The obtained graphene oxide-iridium
complex dispersion was purified by filtration and washing with
DI water and ethanol and then redispersed in ethanol.
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Fig. 13 The Raman spectrum of: (a) graphene, (b) fresh GO-Ir
complex, (c—g) reused GO-Ir complexes after 1, 5, 10, 20, and 25
catalytic cycles, respectively.
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Fig. 14 The Ip/lg of fresh GO-Ir complex and reused GO-Ir
complexes after 1, 5, 10, 20, and 25 catalytic cycles, respectively.

Characterizations

NMR spectra were measured on a Bruker AVIIIHD-600 MHz or
a Mercury 300 MHz NMR spectrometer. UV-vis spectra were
obtained using a Hitachi U-3900 Spectrophotometer. The
infrared spectra were recorded on Agilent Technologies Model
Cary 630 FTIR instruments. Mass spectra were taken with
a Finnigan/Thermo Quest MAT 95XL instrument with electron
impact ionization for organic compounds or fast atom
bombardment for metal complexes. Transmission electron
microscopy (TEM) images were carried out on a JEOL JEM-
ARM200FTH microscopy operated at 80 kV with cold field
emission gun (CFEG), spherical-aberration corrector, and high
angle annual dark field detector. For the TEM resolution: point
image resolution is 0.19 nm, lattice image resolution is 0.10 nm,
information limit is 0.10 nm, bright-field lattice image resolu-
tion is 0.136 nm, and dark-field lattice image resolution is
0.08 nm, respectively. Energy-dispersive X-ray spectroscopy
(EDS) was also performed on the TEM. Raman spectra (RAM-
aker Raman spectrometer) with an excitation laser of 532 nm
were also used to characterize the samples. X-ray Absorption

100

20h 25"

100 0

Round
Fig. 15 The full width at half maximum (FWHM) of D band for fresh

RGOIrNp and reused RGOIrNp after 1, 5, 10, 20, and 25 runs,
respectively.
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Near-Edge spectroscopy (XANES) was measured on equipment
from the National Synchrotron Radiation Research Center
(NSRRC, Taiwan). An Si (111) double crystal monochromator
was employed for energy scanning. Fluorescence data were
obtained at room temperature using an Ar-filled ionization
chamber detector, where each sample was scanned 3 times for
averaging.

Catalytic activity of catalysts

The reaction temperature was well controlled in a water bath
under a constant temperature (+1 °C). For the catalytic reaction,
0.05-1 g of benzylic alcohol, 0.0005-0.01 g of GO-Ir complex,
and 3 ml of toluene were mixed in a reaction flask irradiated
with ultrasound, and the reaction progress was monitored by
a high-performance liquid chromatography (HPLC) and GC-MS
to identify the product composition.

Catalyst reuse studies

To check the catalytic activity of reused GO-Ir complex, 1 g of
aromatic alcohol, 0.0005 of GO-Ir complex, and 3 ml of toluene
were mixed in a reaction flask irradiated with ultrasound. After
2 h of reaction time, the reaction mixture was centrifuged to
separate out the catalyst, the residual clean supernatant was
analyzed by HPLC and GC-MS to identify the product compo-
sition. And then, 1 g of aromatic alcohol and 3 ml of toluene was
added to a flask containing the recovered GO-Ir complex for the
next catalytic cycle. The GO-Ir complex was recovered and used
again for 25 times without any evident loss of catalytic activity.

Conclusions

A robust catalyst constructed from graphene oxide and iridium
chloride absorb ultrasonic energy to create active site on the
graphene oxide surface, which could accept substrate and
selectively transform benzylic alcohols into carbonyl
compounds. The transfer yield and selectivity can reach 99 and
100%, respectively. The productivity of carbonyl compounds is
233 880 MOlpenzatdenyde K&Go—1r complex + Within 25 cycles, during
which the structure of the complex was stable, and the capa-
bility and selectivity retained consistent. As catalysis was per-
formed at low reaction temperature with ultrasonication, the
over-oxidation was suppressed obviously with very little waste
produced, demonstrating a high greenness and eco-friendly
process for alcohol oxidation.

Conflicts of interest

There are no conflicts to declare.

Acknowledgements

This work was supported by Ministry of Science and Tech-
nology. We are grateful to Dr Jyh-Fu Lee from National
Synchrotron Radiation Research Center (NSRRC) for the X-ray
absorption measurements.

This journal is © The Royal Society of Chemistry 2020

View Article Online

RSC Advances

References

1 T. H. Graham, Org. Lett., 2010, 12(16), 3614-3617.

2 T. G. Elford, A. Ulaczyk-Lesanko, G. De Pascale, G. D. Wright
and D. G. Hall, J. Comb. Chem., 2009, 11(1), 155-168.

3 J. Magano and J. R. Dunetz, Org. Process Res. Dev., 2012, 16(6),
1156-1184.

4 L.Yang, Z. Liu, Y. Li, N. Lei, Y. Shen and K. Zheng, Org. Lett.,
2019, 21(19), 7702-7707.

5 S. A. Kelly, S. Pohle, S. Wharry, S. Mix, C. C. R. Allen,
T. S. Moody and B. F. Gilmore, Chem. Rev., 2018, 118(1),
349-367.

6 D. M. Allwood, D. C. Blakemore and S. V. Ley, Org. Lett., 2014,
16(11), 3064-3067.

7 L. N. Ferguson, Chem. Rev., 1946, 38(2), 227-254.

8 B. M. Agee, G. Mullins and D. J. Swartling, ACS Sustainable
Chem. Eng., 2013, 1, 1580-1583.

9 S. K. Guchhait, M. Kashyap and H. Kamble, J. Org. Chem.,
2011, 76(11), 4753-4758.

10 A. L. Henne and W. L. Perilstein, J. Am. Chem. Soc., 1943,
65(11), 2183-2185.

11 A. L. Henne and P. Hill, J. Am. Chem. Soc., 1943, 65(5), 752
754.

12 T. N. Sorrell and P. S. Pearlman, J. Org. Chem., 1980, 45(17),
3449-3451.

13 Z.Zhang, L. Wu, J. Liao, W. Wu, H. Jiang, J. Li and J. Li, J. Org.
Chem., 2015, 80(15), 7594-7603.

14 S. Liang, J. Jasinski, G. B. Hammond and B. Xu, Org. Lett.,
2015, 17(1), 162-165.

15 W. Baidossi, M. Lahav and J. Blum, J. Org. Chem., 1997, 62(3),
669-672.

16 A.V.Iosub, S. Moravéik, C.-J. Wallentin and J. Bergman, Org.
Lett., 2019, 21(19), 7804-7808.
17 D. Webb and T. F. Jamison, Org. Lett., 2012, 14(2), 568-571.
18 D. Riemer, B. Mandaviya, W. Schilling, A. C. Gotz, T. Kiihl,
M. Finger and S. Das, ACS Catal., 2018, 8(4), 3030-3034.
19 P. Teo, Z. K. Wickens, G. Dong and R. H. Grubbs, Org. Lett.,
2012, 14(13), 3237-3239.

20 D. B. Dess and J. C. Martin, J. Am. Chem. Soc., 1991, 113(19),
7277-7287.

21 D. B. Dess and J. C. Martin, J. Org. Chem., 1983, 48(22), 4155~
4156.

22 G. Glaros, J. Chem. Educ., 1978, 55(6), 410.

23 P. Viski, Z. Szeverenyi and L. I. Simandi, J. Org. Chem., 1986,
51(16), 3213-3214.

24 D. G. Lee and U. A. Spitzer, J. Org. Chem., 1970, 35(10), 3589-
3590.

25 H. Adkins, C. E. Kommes, E. F. Struss and W. Dasler, J. Am.
Chem. Soc., 1933, 55(7), 2992-2994,

26 Y. LI, D. Nakashima, Y. Ichihashi, S. Nishiyama and
S. Tsuruya, Ind. Eng. Chem. Res., 2004, 43(19), 6021-6026.

27 Y.-S. Sawayama, H. Shibahara, Y. Ichihashi, S. Nishiyama
and S. Tsuruya, Ind. Eng. Chem. Res., 2006, 45(26), 8837-
8845.

28 ]J.-D. Grunwaldt, M. Caravati and A. Baiker, J. Phys. Chem. B,
2006, 110(51), 25586-25589.

RSC Adv, 2020, 10, 4436-4445 | 4443


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9ra10294a

Open Access Article. Published on 27 January 2020. Downloaded on 7/16/2025 8:07:59 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

RSC Advances

29 A. K. Vannucci, J. F. Hull, Z. Chen, R. A. Binstead,
J. J. Concepcion and T. J. Meyer, J. Am. Chem. Soc., 2012,
134, 3972-3975.

30 G.-J.Chen,]. Si Wang, F.-Z. Jin, M.-Y. Liu, C.-W. Zhao, Y.-A. Li
and Y.-B. Dong, Inorg. Chem., 2016, 55, 3058-3064.

31 F. Banhart, J. Kotakoski and A. V. Krasheninnikov, ACS Nano,
2011, 5(1), 26-41.

32 ]. Stadler, T. Schmid and R. Zenobi, ACS Nano, 2011, 5(10),
8442-8448.

33 D. Matochova, M. Medved, A. Bakandritsos, T. Stekly,
R. Zboril and M. Otyepka, J. Phys. Chem. Lett., 2018, 9(13),
3580-3585.

34 S. Sun, X. Xiong, J. Han, X. Chang, N. Wang, M. Wang, Y. Lei,
T. Liu and Y. Zhu, ACS Appl. Nano Mater., 2019, 2(3), 1313~
1324.

35 L. Wang, Z. Chen, C. R. Dean, T. Taniguchi, K. Watanabe,
L. E. Brus and J. Hone, ACS Nano, 2012, 6(10), 9314-9319.

36 J. Gorecki, V. Apostolopoulos, J.-Y. Ou, S. Mailis and
N. Papasimakis, ACS Nano, 2018, 12(6), 5940-5945.

37 D. Huang, L. Yin and J. Niu, Environ. Sci. Technol., 2016,
50(11), 5857-5863.

38 H. Yan, H. Cheng, H. Yi, Y. Lin, T. Yao, C. Wang, J. Li, S. Wei
and J. Lu, J. Am. Chem. Soc., 2015, 137(33), 10484-10487.

39 S. Wannakao, T. Nongnual, P. Khongpracha, T. Maihom and
J. Limtrakul, J. Phys. Chem. C, 2012, 116(32), 16992-16998.

40 W. Shen, L. Ge, Y. Sun, F. Liao, L. Xu, Q. Dang, Z. Kang and
M. Shao, ACS Appl. Mater. Interfaces, 2018, 10(39), 33153-
33161.

41 J. Zhao, L. Zhang, T. Chen, H. Yu, L. Zhang, H. Xue and
H. Hu, J. Phys. Chem. C, 2012, 116(40), 21374-21381.

42 1. S. Amiinu, J. Zhang, Z. Kou, X. Liu, O. K. Asare, H. Zhou,
K. Cheng, H. Zhang, L. Mai, M. Pan and S. Mu, ACS Appl.
Mater. Interfaces, 2016, 8(43), 29408-29418.

43 K. Zhang, Q. Yue, G. Chen, Y. Zhai, L. Wang, H. Wang,
J. Zhao, ]. Liu, J. Li and H. Li, J. Phys. Chem. C, 2011,
115(2), 379-389.

44 X. Fan, F. Yang, C. Nie, Y. Yang, H. Ji, C. He, C. Cheng and
C. Cheng, ACS Appl. Mater. Interfaces, 2018, 10(1), 296-307.

45 M. Soikkeli, K. Kurppa, M. Kainlauri, S. Arpiainen,
A. Paananen, D. Gunnarsson, J. J. Joensuu, P. Laaksonen,
M. Prunnila, M. B. Linder and ]J. Ahopelto, ACS Appl.
Mater. Interfaces, 2016, 8(12), 8257-8264.

46 L. Zuccaro, C. Tesauro, T. Kurkina, P. Fiorani, H. K. Yu,
B. R. Knudsen, K. Kern, A. Desideri and K. Desideri, ACS
Nano, 2015, 9(11), 11166-11176.

47 J. Kim, S.-J. Park and D.-H. Min, Anal. Chem., 2017, 89(1),
232-248.

48 B. Cai, S. Wang, L. Huang, Y. Ning, Z. Zhang and G.-J. Zhang,
ACS Nano, 2014, 8(3), 2632-2638.

49 M. K. Elshazly, J. H. Chang, A. Huzayyin and F. Dawson, J.
Phys. Chem. C, 2019, 123(5), 2783-2791.

50 H. Liu, M. Li, R. B. Kaner, S. Chen and Q. Pei, ACS Appl
Mater. Interfaces, 2018, 10(18), 15609-15615.

51 E. O. Polat and C. Kocabas, Nano Lett., 2013, 13(12), 5851-
5857.

52 D. Er, E. Detsi, H. Kumar and V. B. Shenoy, ACS Energy Lett.,
2016, 1(3), 638-645.

4444 | RSC Adv, 2020, 10, 4436-4445

View Article Online

Paper

53 Y. Liu, X. Qin, S. Zhang, G. Liang, F. Kang, G. Chen and B. Li,
ACS Appl. Mater. Interfaces, 2018, 10(31), 26264-26273.

54 E. Baranoff, S. Sua'rez, P. Bugnon, C. Barolo, R. Buscaino,
R.  Scopelliti, L. Zuppiroli M. Graetzel and
M. K. Nazeeruddin, Inorg. Chem., 2008, 47(15), 6575-6577.

55 C.-H. Lin, Y.-C. Chiu, Y. Chi, Y.-T. Tao, L.-S. Liao, M.-R. Tseng
and G.-H. Lee, Organometallics, 2012, 31(11), 4349-4355.

56 H.-T. Kim, J. H. Seo, J. H. Ahn, M.-]. Baek, H.-D. Um, S. Lee,
D.-H. Roh, J.-H. Yum, T. J. Shin, K. Seo and T.-H. Kwon, ACS
Energy Lett., 2016, 1(5), 991-999.

57 M. Gennari, F. Légalité, L. Zhang, Y. Pellegrin, E. Blart,
J. Fortage, A. M. Brown, A. Deronzier, M.-N. Collomb,
M. Boujtita, D. Jacquemin, L. Hammarstrom and
F. Odobel, J. Phys. Chem. Lett., 2014, 5(13), 2254-2258.

58 F. Lv, J. Feng, K. Wang, Z. Dou, W. Zhang, J. Zhou, C. Yang,
M. Luo, Y. Yang, Y. Li, P. Gao and S. Guo, ACS Cent. Sci.,
2018, 4(9), 1244-1252.

59 A. Bucci, A. Savini, L. Rocchigiani, C. Zuccaccia, S. Rizzato,
A. Albinati, A. Llobet and Al. Macchioni, Organometallics,
2012, 31(23), 8071-8074.

60 T. A. Hanna, A. M. Baranger and R. G. Bergman, J. Am. Chem.
Soc., 1995, 117(45), 11363-11364.

61 T. C. Eisenschmid and R. Eisenberg, Organometallics, 1989,
8(7), 1822-1824.

62 A.Haynes, P. M. Maitlis, G. E. Morris, G. J. Sunley, H. Adams,
P. W. Badger, C. M. Bowers, D. B. Cook, P. I. P. Elliott,
T. Ghaffar, H. Green, T. R. Griffin, M. Payne, J. M. Pearson,
M. ]. Taylor, P. W. Vickers and R. J. Watt, J. Am. Chem.
Soc., 2004, 126(9), 2847-2861.

63 S. Gautron, N. Lassauque, C. Le Berre, L. Azam, R. Giordano,
P. Serp, G. Laurenczy, J. C. Daran, C. Duhayon, D. Thie'baut
and P. Kalck, Organometallics, 2006, 25(25), 5894-5905.

64 X. Song and K. S. Chan, Organometallics, 2007, 26(4), 965-
970.

65]. S. Wiley, W. J. Oldham and D. M. Heinekey,
Organometallics, 2000, 19(9), 1670-1676.

66 S.-F. Zhu and Q.-L. Zhou, Acc. Chem. Res., 2017, 50(4), 988-
1001.

67 J. L. Nunez-Rico, H. Fernandez-Perez, J. Benet-Buchholz and
A. Vidal-Ferran, Organometallics, 2010, 29(24), 6627-6631.

68 Y.-C. Chen and P. Smirniotis, Ind. Eng. Chem. Res., 2002, 41,
5958-5965.

69 Z. Wang, Z. Wang, X. Pan, L. Fu, S. Lathwal, M. Olszewski,
J. Yan, A. E. Enciso, Z. Wang, H. Xia and K. Matyjaszewski,
ACS Macro Lett., 2018, 7, 275-280.

70 J. Zhang, B. Han, M. Liu, D. Liu, Z. Dong, J. Liu and D. Li, J.
Phys. Chem. B, 2003, 107(16), 3679-3683.

71 D. Zhang, H. Fu, L. Shi, C. Pan, Q. Li, Y. Chu and W. Yu,
Inorg. Chem., 2007, 46, 2446-2451.

72 H.-Y. Duan, Y.-X. Wang, L.-]. Wang, Y.-Q. Min, X.-H. Zhang
and B.-Y. Du, Macromolecules, 2017, 50(4), 1353-1361.

73 M. del P. Lavin-Lopez, A. Romero, ]J. Garrido, L. Sanchez-
Silva and ]. Valverde, Ind. Eng. Chem. Res., 2016, 55(50),
12836-12847.

74 J. H. Kang, T. Kim, J. Choi, J. Park, Y. S. Kim, M. S. Chang,
H. Jung, K. T. Park, S. J. Yang and C. R. Park, Chem.
Mater., 2016, 28(3), 756-764.

This journal is © The Royal Society of Chemistry 2020


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9ra10294a

Open Access Article. Published on 27 January 2020. Downloaded on 7/16/2025 8:07:59 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

75 T.-R. Chen, H.-P. Lee, ]J.-D. Chen and K. H.-C. Chen, Dalton
Trans., 2010, 39, 9458-9461.

76 H.-P. Lee, Y.-F. Hsu, T.-R. Chen, ]J.-D. Chen, K. H.-C. Chen
and J.-C. Wang, Inorg. Chem., 2009, 48(4), 1263-1265.

77 W. Chen, L. Yan and P. R. Bangal, J. Phys. Chem. C, 2010,
114(47), 19885-19890.

78 X. Gao, J. Jang and S. Nagase, J. Phys. Chem. C, 2010, 114(2),
832-842.

79 A. Mathkar, D. Tozier, P. Cox, P. Ong, C. Galande,
K. Balakrishnan, A. L. M. Reddy and P. M. Ajayan, J. Phys.
Chem. Lett., 2012, 3(8), 986-991.

80 T.-R. Chen, F.-S. Wu, H.-P. Lee and K. H.-C. Chen, J. Am.
Chem. Soc., 2016, 138, 3643-3646.

81 T.-R. Chen, P.-C. Liu, H.-P. Lee, F.-S. Wu and K. H.-C. Chen,
Eur. J. Inorg. Chem., 2017, 2023-2031.

82 K. H.-C. Chen, P.-C. Liu, T.-R. Chen and ].-D. Chen,
Inorganics, 2018, 6(118), 1-20.

83 J. Wang, S. A. Kondrat, Y. Wang, G. L. Brett, C. Giles,
J. K. Bartley, L. Lu, Q. Liu, C. J. Kiely and G. J. Hutchings,
ACS Catal., 2015, 5(6), 3575-3587.

This journal is © The Royal Society of Chemistry 2020

View Article Online

RSC Advances

84 T. Harada, S. Ikeda, F. Hashimoto, T. Sakata, K. Ikeue,
T. Torimoto and M. Matsumura, Langmuir, 2010, 26(22),
17720-17725.

85 T. Balcha, J. R. Strobl, C. Fowler, P. Dash and R. W. ]. Scott,
ACS Catal., 2011, 1(5), 425-436.

86 M. Du, G. Zeng, J. Huang, D. Sun, Qi. Li, G. Wang and Xi. Li,
ACS Sustainable Chem. Eng., 2019, 7, 9717-9726.

87 G.-. Chen, J.-S. Wang, F.-Z. Jin, M.-Y. Liu, C.-W. Zhao, Y.-A. Li
and Y.-B. Dong, Inorg. Chem., 2016, 55, 3058-3064.

88 H. G. Manyar, G. S. Chaure and A. Kumar, J. Mol. Catal. A:
Chem., 2006, 243, 244-252.

89 H. Zhang, Y. Xie, Z. Sun, R. Tao, C. Huang, Y. Zhao and
Z. Liu, Langmuir, 2011, 27(3), 1152-1157.

90 Y. Hong, X. Jing, J. Huang, D. Sun, T. Odoom-Wubah,
F. Yang, M. Du and Q. Li, ACS Sustainable Chem. Eng.,
2014, 2, 1752-1759.

91 N. Dimitratos, J. A. Lopez-Sanchez, D. Morgan, A. Carley,
L. Prati and G. J. Hutchings, Catal. Today, 2007, 122, 317-
324.

92 Y. Chen, H. Lim, Q. Tang, Y. Gao, T. Sun, Q. Yan and Y. Yang,
Appl. Catal., A, 2010, 380, 55-65.

RSC Adv, 2020, 10, 4436-4445 | 4445


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9ra10294a

	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds

	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds

	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds
	Graphene oxidetnqh_x2013iridium nanocatalyst for the transformation of benzylic alcohols into carbonyl compounds


