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Oxidized carbon materials have abundant surface functional groups
and customizable properties, making them an excellent platform for
generating radicals. Unlike reactive oxygen species such as hydroxide
or superoxide radicals that have been reported previously, oxidized
carbon also produces stable carbon radicals under photo-irradiation.
This has been confirmed through electron spin resonance. Among the
various oxidized carbon materials synthesized, graphene oxide shows
the largest number of carbon radicals when exposed to blue LED light.
The light absorption capacity, high surface area, and unique structural
characteristics of oxidized carbon materials offer a unique function for
radical-mediated oxidative reactions.

Free radicals play a crucial role in many fields such as catalysis,
chemical synthesis, biomedicine, and antioxidants in personal care
products.™ Various free radicals used in many industries are toxic
and explosive, and due to the coupling of individual radicals, they
lack sufficient stability for long-term storage.™” Developing stable,
low-cost, and environmentally friendly radicals remains challenging.
Carbon-based materials have received growing interest due to their
unique properties, such as high surface area, electron conductivity,
biocompatibility, environmental sustainability, and versatility.>” Car-
bon materials can generate free radicals under thermal treatment®™°
and photo-irradiation.""'* However, in the thermal process, carbon
materials are concurrently decomposed, and radicals rapidly disap-
pear.”>"* Conversely, in the photo-irradiation process, carbon mate-
rials are mildly activated to produce free radicals.””*® Electrons tend
to localize at the edge or defect sites of the carbon plane, which
enhances their reactivity and stability as free radicals.’** In this
study, we produce various oxidized carbon materials and investigate
their properties for generating carbon radicals under visible light
irradiation. The resulting radical species are utilized for catalysis in

“Research Institute for Interdisciplinary Science, Okayama University,
3-1-1 Tsushimanaka, Kita-ku, Okayama 700-8530, Japan
E-mail: nisina-y@cc.okayama-u.ac.jp
b Faculty of Science, Bangabandhu Sheikh Mujibur Rahman Science and Technology
University, Gopalganj 8100, Bangladesh
t Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d4cc03101f

10544 | Chem. Commun., 2024, 60, 10544-10547

¥ ROYAL SOCIETY
PP OF CHEMISTRY

Investigating the radical properties of oxidized
carbon materials under photo-irradiation:
behavior of carbon radicals and their application
in catalytic reactions¥

Md Razu Ahmed,?® Israel Ortiz Anaya® and Yuta Nishina (2 *°

the oxidative dehydrogenation of indoline and the oxidative
coupling of benzylamine.

Various carbon materials such as graphite, activated carbon
(AC), carbon black (CB), carbon nanotube (CNT), and nanodia-
mond (ND) were oxidized. After oxidation, oxidized carbon
materials were described as follows: graphene oxide (GO) from
graphite, oxidized activated carbon (O-AC) from AC, oxidized
carbon black (O-CB) from CB, oxidized carbon nanotube
(O-CNT) from CNT, oxidized nanodiamond (O-ND) from ND.
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Fig. 1 FTIR spectra of (a) GO, (b) O-AC, (c) O-CB, (d) O-CNT, and (e) O-ND.
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Fig. 2 XPS (a) survey spectra of GO, (b) C 1s region of GO, (c) C 1s region of O-AC, (d) C 1s region of O-CB, (e) C 1s region of O-CNT, and (f) C 1s region

of O-ND.

Oxidized carbon materials were characterized by Fourier trans-
form infrared (FTIR) and X-ray photoelectron spectroscopy
(XPS). A broad peak of FTIR spectra ranging from 3600 cm ™"
to 2600 cm ™! indicates the presence of hydroxyl groups (Fig. 1).
Characteristic peaks centered at 1735 cm™ ' and 1030 cm ™' are
carbonyl and epoxide groups, respectively. FTIR spectra showed
that GO, O-AC, O-CB, and O-CNT have hydroxyl, carbonyl, and
epoxide functional groups, but O-ND contains only carbonyl
and epoxide groups (Fig. 1e). In all oxidized carbon materials,
the intensity of carbonyl group peaks was significant. In the
case of GO (Fig. 1a) and O-CNT (Fig. 1d), the intensity of the
epoxide peaks is higher than other oxidized carbon materials,
probably because graphite and CNT have large sp> domains.
All XPS survey spectra showed a similar pattern; a typical
example of GO is shown in Fig. 2a, and others are listed in the
ESIT (Fig. S6-S9). XPS survey spectra indicate that GO has more
oxygen-containing groups than other oxidized carbons (Fig. 2a).
High-resolution XPS represents the C—C bonds at 284.2 eV,
C-O bonds at 286.2 eV, and C—O bonds at 287.8 eV. XPS
spectra at the C 1s region of GO show a larger number of C-O

This journal is © The Royal Society of Chemistry 2024

bonds than C—C bonds and C—O0 bonds (Fig. 2b). O-AC has a
lower quantity of C-O bonds than GO (Fig. 2c) but higher than
that of O-CB (Fig. 2d). Moreover, O-CNT (Fig. 2e) contains a
greater number of C-O bonds than C=C bonds like GO. O-ND
(Fig. 2f) has a lower number of C-O and C—O0O bonds than all
other oxidized carbon materials.

To elucidate the photo-radical properties, in situ electron
spin resonance (ESR) experiments were designed in the
absence and presence of blue LED light irradiation (Fig. 3a
and b). A mixture of oxidized carbon materials in acetonitrile
was irradiated and subjected to ESR analysis. For all oxidized
carbon materials, a negligible ESR signal appeared in the
absence of light (Fig. 3a), in contrast, a strong ESR signal was
observed by the irradiation of blue LED light (Fig. 3b). Among
oxidized carbons, GO showed the highest ESR peak intensity,
suggesting that more carbon radicals are generated from GO
than other oxidized carbon materials under the irradiation of
blue LED light.

It has been reported that epoxide can be selectively photo-
excited under light irradiation, resulting in the reversible
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Fig. 3 ESR spectra of (i) GO, (ii) O-AC, (iii)) O-CB, (iv) O-CNT, and (v) O-ND. (a) in the absence of light, and (b) under irradiation of blue LED light. The

standard Mn2* peaks are observed at 323 and 332 mT.
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Scheme 1 Mechanistic route of generating radicals from GO and Am-GO
under light irradiation (for simplicity, only the epoxide functional group is
shown).

Table1 Evaluation of the catalytic activity of oxidized carbon materials by

oxidation of indoline?
N
H
2

Oxidized carbon

CE,> CH4CN

1 H Blue LED, rt, 25 h

Entry Oxidized carbon Yield” (%)
1 GO 85
2 O-AC 12
3 O-CB 10
4 O-CNT 7
5 O-ND 5
6° GO 0
7 — 0
8’ GO 85
9¢ GO 84

“ Reaction conditions: indoline 1 (0.2 mmol), oxidized carbon
(5 mg), CH3;CN (1.0 mL) under air atmosphere at room temperature,
irradiation of blue LED for 25 h.”? GC yield.  Without photo-
irradiation. ¢ Under Ar. ° O,-saturated CH,CN was used.

generation of carbon radicals.>*** GO contains a greater num-
ber of epoxides, as evidenced by FTIR and XPS analysis, which
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Table 2 Evaluation of the catalytic activity of oxidized carbon materials by
oxidative coupling of benzylamine?®

NH,

Oxidized carbon

SRR

CH3CN
Blue LED, t, 25 h
3 4
Entry Oxidized carbon Yield” (%)
1 GO 90
2 O-AC 10
3 O-CB 5
4 O-CNT 7
5 O-ND 3
6° GO 0
7 — 0
8 GO 90
9¢ GO 90

“ The reaction conditions: benzylamine 3 (0.2 mmol), oxidized carbon
(5 mg), CH;CN (1.0 mL) under air atmosphere at room temperature,
irradiation of blue LED for 25 h.” GC yield. ¢ Without photo-
irradiation. ¢ Under Ar. ¢ O,-saturated CH,CN was used.

explains why GO generates more carbon radicals under the
irradiation of blue LED light. Regarding the stability of carbon
radicals, it is intriguing that GO showed stable ESR spectra for
over 6 months (Fig. S10, ESIY).

To confirm that the carbon radicals are derived from epoxide,
epoxide on GO was reacted with amine. The amine-functionalized
GO (Am-GO) was synthesized by following the reported litera-
ture.”®*® GO and Am-GO were irradiated under blue LED light and
measured ESR. As a result, GO gave a significant ESR signal (Fig.
S12a, ESIT), however, an insignificant ESR signal appeared for Am-
GO (Fig. S12b, ESIt). This evidence proved that the epoxide bond
opens under irradiation of light and gives radical species (Scheme 1).

It has been reported that carbon radicals function as cata-
lysts; activation of O, to generate reactive oxygen species for

This journal is © The Royal Society of Chemistry 2024
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oxidation of various substrates has been well studied.>”>° We
have also reported the oxidation of indoline by photo-
irradiation of GO.>* In this research, the catalytic activity of
oxidized carbon materials was evaluated by oxidation of indo-
line and oxidative coupling of benzylamine under irradiation of
blue LED light. Using these reactions as models, we investi-
gated the photocatalytic oxidation reactions of each oxidized
carbon material. Table 1 shows the results of the oxidation
reaction of indoline (1) to indole (2). From all oxidized carbon
materials, GO showed a highest yield of 85% (Table 1, entry 1);
however, other oxidized carbon materials such as O-AC, O-CB,
O-CNT, and O-ND gave lower yields of 12%, 10%, 7%, and 5%,
respectively (Table 1, entries 2-5). No desired product was
observed when the reaction was conducted in the darkness
and in the absence of oxidized carbon (Table 1, entries 6 and 7).
The reaction also proceeded under Ar atmosphere (Table 1,
entry 8), suggesting the dehydrogenative oxidation as reported
previously.**

Table 2 shows the results of the oxidative coupling reaction
of benzylamine (3) to imine (4). Of all oxidized carbon materi-
als, GO showed a highest yield of 90% (Table 2, entry 1);
however, other oxidized carbon materials gave lower yields
(Table 2, entries 2-5). Both light and oxidized carbon were
proved to be essential for this reaction; no desired product was
observed when the reaction was conducted in the darkness
and the absence of oxidized carbon (Table 2, entries 6-7).
The reaction also proceeded under Ar atmosphere (Table 2,
entry 8).

All oxidized carbon materials showed the presence of carbon
radicals under irradiation of blue LED light as shown in Fig. 3b.
Among them, GO radical peak intensity was the highest and
gave the highest yield for oxidation of indoline and oxidative
coupling of benzylamine. The radical peak intensity of O-AC,
O-CB, O-CNT, and O-ND were lower and yielded lower for the
oxidation product. Moreover, both of the reactions also pro-
ceeded under Ar atmosphere, suggesting dehydrogenative reac-
tions and carbon radicals were responsible for the proceeding
of these reactions.

In conclusion, the distinctive properties of oxidized carbon
materials result from their unique structure, functional groups,
and chemical reactivity, which enable them to produce radicals.
The quantity of radicals varies among different types of oxi-
dized carbons; GO exhibited the largest number of radicals
when exposed to blue LED light. When GO is photoexcited by
blue LED light, it promotes the oxidation of indoline and
benzylamine. These properties make oxidized carbon materials
versatile for potential applications in catalysis, as well as
environmental remediation, energy storage, and biomedical
engineering.
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