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Efficient Photocatalytic Oxidation of Aromatic Alcohols
over Thiophene-based Covalent Triazine Frameworks with

A Narrow Band Gap

Longfei Liao,” Daniel Ditz,”) Feng Zeng,"” Marcelo Alves Favaro,” Andree lemhoff,”
Kavita Gupta,” Heinrich Hartmann,™ Conrad Szczuka,”“® Peter Jakes, Peter J. C. Hausoul,”

Jens Artz,* and Regina Palkovits*®

Photocatalytic selective oxidation of aromatic alcohols by
covalent organic frameworks (COFs) is a sustainable strategy to
replace present metal-based heterogeneous catalytic oxidation
systems. Covalent triazine-based frameworks (CTFs), a sub-
group of COFs, possess promising properties as efficient
catalysts for photocatalytic oxidation. Sulfur-containing metal-
free CTFs exhibit a good performance in photocatalysis due to
their narrowed band gap, and the fast generated photo-

1. Introduction

The catalytic selective oxidation of aromatic alcohols to the
corresponding aldehydes or ketones is a critical reaction for
fine chemicals and intermediates in the chemical industry."™
Traditionally, transition metals oxidants such as CrO* or MnO*
were employed to oxidize aromatic alcohols, producing a large
amount of by-products.**”" Photocatalytic oxidation using
metal-free photocatalysts presents a simple and environmen-
tally benign alternative overcoming these limitations.>'® In
recent years, the development of metal-free photocatalysts has
attracted great attention among researchers.”'* Among
them are many classes of porous organic polymers (POPs),
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electrons/holes separation and transfer. Here, we report the
synthesis of thiophene-based CTFs under mild conditions for
photocatalytic oxidation of aromatic alcohols to the corre-
sponding benzaldehydes using pure oxygen as the oxidant.
Full conversion and a selectivity as high as 90% to benzalde-
hyde were obtained paving the way for a potential application
of these metal-free photocatalysts in fine chemicals synthesis.

including conjugated microporous polymers (CMPs),?*? cova-
lent organic frameworks (COFs)""™ and porous aromatic
frameworks (PAFs) and so forth. Covalent triazine frameworks
(CTFs) present a promising material class for photocatalytic
applications. They hold a triazine unit (aromatic C=N linkage)
as a structural element and possess stable covalent
bonds.**2%*% Different approaches for the synthesis of CTFs
have been reported including high-temperature ionothermal
trimerization, reported by Thomas et al. However, the method
causes partial carbonization and results in black powders not
suitable for photocatalysis.®'>® Besides, CTFs can also be
synthesized using trifluoromethanesulfonic acid as a catalyst at
room temperature or by microwave heating both avoiding
carbonization.**? Although these methods allow overcoming
the major challenge of high-temperature synthesis, the routes
are not ideal both considering safety and applicability for acid-
sensitive building blocks.!'"?-2%

Recently, a novel mild synthesis approach for CTFs via
polymerization of amidine and aldehyde monomers has been
reported and the resulting CTFs appear promising for photo-
catalytic reactions owing to a good light absorbance and
variable CTF structure available by careful monomer
selection.”***® According to this method, CTFs can be
synthesized under gentle reaction conditions without the need
for strong acids. The resulting materials provide unique
characteristics, such as layered structures, tunable functions,
and high surface areas.”” More importantly, these CTFs cannot
only be applied for energy storage but also present promising
materials in photocatalysis. More specifically, the strong
aromatic bonds of the triazine unit provide some special
property for CTFs, which offer great potential for many catalytic
applications and the attractive heteroatom effect (HAE).*"*?
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Thiophene, a strong electron-donating chromophore, has
been widely applied as key structural element for opto-related
electronic polymers, serving as the chromophoric center to
collect photons.*¥ The incorporation of thiophene groups
into photocatalytic materials adapts the electronic structure,
tuning LUMO and HOMO positions, and narrows the band
gap.”? Enhanced photocatalytic performance of materials
modified with thiophene groups compared to other photo-
catalysts has been demonstrated recently.

Herein, we report a new method for the synthesis of sulfur-
containing CTFs via the amidine-aldehyde method and the
application of them as metal-free catalysts for the photo-
oxidation of aromatic alcohols. Aldehyde- and amidine-based
monomers were assembled to different covalent triazine frame-
works (Scheme 1a). In ancient times, the scaffolds of the
wooden house were connected by robust Kongming lock
(joint),*® combining multiple mortises with tenons (Sche-
me 1b), which parallels the amidine-aldehyde method to
synthesize a range of triazine-linked stable CTFs. CTFs com-
posed of thiophene building blocks with sulfur promotion
potentially possess a narrower band gap and high thermal
stability, compared to phenyl-based CTFs. The obtained CTF-
PhTh enable high catalytic activity in the photocatalytic
oxidation of benzaldehydes with close to 100% selectivity at
44.9% conversion, and a TOF of 0.449 mmolg™',, h™', which is

o

comparable to the state of the art metal-based catalysts, and
among the most efficient metal-free systems.

2. Results and Discussion

To confirm the formation of the triazine unit, Fourier-trans-
formed infrared (FT-IR) was used to analyze the synthesized
CTFs materials. Characteristic vibrations of triazine units at
1505 cm™, 1342 cm™, and 802 cm™' were observed for all
CTFs, consistent with the signal positions of the CTF model
compound (pink) in Figure 1a. Besides, the successful formation
of the triazine units was further confirmed by solid-state C
cross-polarization magic-angle-spinning (CP-MAS) NMR analy-
sis, where the chemical shifts at 138.1 ppm and 127.9 ppm can
be assigned to phenyl carbons and the chemical shift at
169.2 ppm was attributed to the carbon signals of the triazine
rings. The presence of sp? carbons is confirmed by the chemical
shifts of thiophene rings in CTF-Th and CTF-PhTh located at
144.8 ppm and 137.7 ppm (Figure 1b)."" The powder X-ray
diffraction (PXRD) analysis indicated that despite the absence
of long-range order in all CTFs, two broad reflexes at 6.6° and
20.2° occurred (Figure 1c), suggesting layered CTF structures.””
In addition, Figure 1d illustrates that the CTFs possess a
relatively high thermal stability of up to 600°C, however, there
is an obvious loss of mass from 600°C to 700°C. Elemental
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Scheme 1. lllustrated formation of thiophene-based CTFs (CTF-Th, CTF-PhTh) and phenyl-based CTFs (CTF-Ph, CTF-BiPh). (a) Amidine-aldehyde formation of
triazine. (b) Ancient synthetic scaffolds combining multiple mortises and tenons. Previously reported CTF-HUST-1 named CTF-Ph here.®”
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Figure 1. (a) FT-IR spectra, (b) *C CP-MASNMR spectra (* represents spinning
sideband), (c) PXRD spectra, and (d) TGA curves of the different CTFs.

analysis was employed to analyze the elemental composition
of the materials emphasizing a content of carbon and nitrogen
close to the ideal structures (Table S1).

The CTFs morphologies were characterized by scanning
electron microscopy (SEM) summarized in Figure 2, confirming
a certain layered structure in the case of CTF-Th and bulk
particles in CTF-Ph. Interestingly, a flower-like shape and
cotton-liked structure were obtained for CTF-BiPh and CTF-
PhTh, respectively. CTFs analyses by scanning transmission
electron microscopy (STEM) with energy dispersive X-ray
spectroscopy (EDS) indicates a uniform distribution of carbon,
nitrogen, and sulfur in the CTFs (in Figures 3).

Figure 2. SEM images of CTF-Ph (a), CTF-BiPh (b), CTF-Th (c), and CTF-PhTh
(d).

100-nm

Figure 3. Typical STEM-EDS mapping images of CTFs and their corresponding
elemental mappings of C, N, and S elements.

The surface of CTFs was analyzed using X-ray photoelectron
spectroscopy (XPS) (in Figure 4a), O1s, N1s, and Cls peaks
occur at 531.7 eV, 398.5eV, and 284.0 eV, respectively. The
peaks (227.9eV and 164.0eV) related to S 2s and S 2p
emphasize a thiophene-type chemical environment in CTF-Th
and CTF-PhTh. The observed elemental compositional was in
agreement with the observation made in the elemental analysis
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Figure 4. X-ray photoelectron spectroscopy survey (a), N 1s spectra (b), C 1s
spectra (c) of all CTFs, and S 2p spectra of CTF-Th and CTF-PhTh (d).
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(Table S1). The high-resolution N 1s spectrum indicated three
types of nitrogen in the CTFs with binding energies of 399.1 eV,
400.3 eV, and 402.7 eV, according to pyridinic nitrogen species
in triazine units (C—N=C), pyrrolic nitrogen (C—N-C), and
pyridine N-O nitrogen, respectively.”” In addition, a weak
signal at 401.3 eV occurred, potentially due to amide groups
partly hydrolyzed to quaternary ammonium salts. Quaternary
nitrogen and pyrrolic nitrogen originated from the 1,3,5-
dihydrotriazine ring, generated by condensation of amidine
and aldehyde monomers during synthesis. In the high-
resolution C 1s spectrum, shown in Figure 4c, a main peak at
284.9 eV for carbon atoms (C—C) in phenyl and thiophene rings
can be observed, two weak ones at 286.9 eV and 288.5 eV can
be attributed to C—N in the triazine ring and C=0 in imide
groups.” Besides, the presence of sulfur in thiophene-based
CTFs was also confirmed. In the high-resolution S 2p spectrum,
two main energy peaks assigned to the thiophene units
(C-S—C) at 164.4eV and 165.7 eV appear, and an additional
doublet with an S 2p;,, and S 2p,,, binding energy of 168.2 eV
and 1694 eV can be observed corresponding to sulfate
group.*”

UV-Visible diffuse reflectance spectroscopy (UV-Vis DRS)
was carried to study the optical characteristics of all CTFs.
Thiophene-based CTFs possess a maximum absorbance wave-
length of approximately 550 nm, and therewith wider com-
pared to phenyl-based CTFs with 400 nm/450 nm. However,
the phenyl-based CTFs, CTF-Ph and CTF-BiPh show a signifi-
cantly stronger absorbance compared to CTF—Th and CTF-
PhTh. The UV-Vis spectra of CTFs can be used to calculate the
related band gaps. Figure 5b illustrates that CTF-Th holds the
narrowest band gap (1.78 eV) while CTF-BiPh holds the widest
band gap of 2.84 eV. CTF-Ph and CTF-PhTh possess band gaps
of 234 eV and 1.84 eV, respectively. Interestingly, thiophene-
based CTFs provide a narrower band gap, which means
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Figure 5. (a) UV-Vis absorption spectra of CTFs, (b) band gap spectra of CTFs,
(c) valence band XPS spectra of CTFs, (d) estimated band structure diagrams
of CTFs (CB: conduction band, VB: valence band). (NHE: Normal hydrogen
electrode)
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electrons can be easily excited to pass through the band gap
to reach the conduction band (CB) facilitating the photo-
reaction. On the other hand, due to the larger ionic radius of
sulfur, replacing nitrogen sites by sulfur sites clearly influences
the electronic environment resulting in a narrower band gap in
thiophene-based CTFs.®" Photos of the CTFs materials (in
Figure 5a) show that the colors are related to the absorption
properties, with red color for thiophene-based CTFs, while
phenyl-based CTFs are yellow powders.

The valence band maximum (VBM) and relative band
positions for CTFs were evaluated by XPS measurements
scanning a low binding energy range of 5eV to -1eV.
Figure 5c¢ illustrates that the binding energy of the valence
electrons shifts comparing the different CTFs. CTF-BiPh pos-
sesses the largest valence band offset and the most negative
valence band edge. According to typical XPS analysis, the
binding energy for an electron can be used to determine how
much energy the electron needs to occupy the whole Fermi
level. Therefore, the valence band positions of CTFs can be
evaluated as +1.58 eV, +1.37 eV, +0.94 eV, and +1.15¢€V (vs
NHE at pH=0), for CTF-Ph, CTF-BiPh, CTF-Th, and CTF-PhTh,
respectively. Considering the band gap calculated from UV-Vis
spectra and the corresponding XPS valence band position, the
conduction band positions of CTF-Ph, CTF-BiPh, CTF-Th, and
CTF-PhTh could be estimated as -0.76 eV, -1.47 eV, -0.84 eV,
and -0.69 eV (vs NHE at pH=0), respectively. The conduction
and valence band positions of CTFs are shown in Figure 5d and
Table S2 in the electronic supplementary information. It is
worth noting that phenyl-based CTFs possess relatively high
conduction band potentials, thus supplying photo-oxidation
with a greater driving force, while the band gaps of thiophene-
based CTFs are much narrower, leading to lower energy for the
electrons required for reaching the conduction band.®?

Electrochemical experiments are effective to further eval-
uate the separation and transport of photo-generated carriers.
As shown in Figure 6a, CTF-PhTh and CTF-BiPh exhibit the
highest photocurrent densities, which are almost 2.3 and 2.7
folds of CTF-Ph, respectively, indicating their photo-generated
carriers have higher separation and transfer efficiency of the
photo-induced carriers. Moreover, all CTFs have good photo-
electric stability, despite the seven periodic cycles of light on/
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Figure 6. Photoelectrochemical properties of CTF-Ph, CTF-BiPh, CTF-Th, and
CTF-PhTh. (a) Periodic on/off photocurrent response in 0.2 M Na,SO, electro-
lyte with a FTO electrode under UV light irradiation (A=365 nm, 0.001231 W
cm™) at -0.2 V vs. Ag/AgCl electrode; (b) Electrochemical impedance
spectroscopy Nyquist plots in the dark.
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off treatment, the photocurrent density remains reversibly and
reproducibly.

The electrical impedance spectroscopy (EIS) analysis in the
dark (Figure 6b) shows that CTF-PhTh has the smallest Nyquist
plot radius, followed by CTF-BiPh, while larger Nyquist plots
radii were observed in CTF-Ph and CTF-Th, indicating that CTF-
PhTh and CTF-BiPh have better charge conductivity, which is
consistent with the tendency of the photocurrent response.

Electron paramagnetic resonance (EPR) can be used to
observe radicals in CTFs. The presence of sulfur in the CTF
materials has a significant impact on the electrical properties,
which were determined by room-temperature EPR measure-
ments with CTF-Ph and CTF-BiPh as references. The EPR
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Figure 7. EPR spectra of CTFs obtained under UV light irradiation and in the
dark.
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intensities were greatly enhanced after incorporating sulfur,
and the intensities followed the order CTF-Th>CTF-PhTh>
CTF-Ph > CTF-BiPh (in Figure 7). The enhanced EPR intensities
of the CTF-Th and CTF-PhTh samples demonstrated that the
modification with sulfur atoms may effectively accelerate the
electron mobility in the mt-conjugated system of CTFs.>?

In summary, we could successfully apply a mild synthesis
protocol in the synthesis of conventional and sulfur functional-
ized CTFs. The thiophene-based CTFs possess a narrower band
gap and provide more free radicals than phenyl-based CTFs,
owing to the special structure containing sulfur atoms.
However, phenyl-based CTFs show stronger light absorption.
Despite the low surface area and absence of long-range order,
the derived CTFs possess high thermal stability.

2.1. Photocatalytic activity testing

To evaluate the photocatalytic characteristics of the different
CTFs, the behavior in photo-oxidation of benzyl alcohol was
investigated in Figure 8. All of the CTFs exhibit good catalytic
performance reaching a benzaldehyde selectivity of 100%
within 1 hour reaction time. Among all CTFs, CTF-Ph provides
the lowest conversion with only 80% even after 10 hours
reaction. In contrast, CTF-BiPh allows 100% conversion within
3 hours first selectively forming benzaldehyde which was
quickly converted to benzoic acid. Although the thiophene-
based CTFs required slightly longer reaction times to achieve a
full conversion of benzyl alcohol to benzaldehyde, the subse-
quent further oxidation proceeded delayed allowing a selective
benzaldehyde formation after 1 to 2 hours reaction time.

Light intensity also presents an important parameter
influencing the reaction. Indeed, for a reaction time of 1 hour,
the conversion of benzyl alcohol over CTF-PhTh rises with
increasing light intensity (in Figure 9). This trend reveals that
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Figure 9. Oxidation conversion of benzyl alcohol over CTF-PhTh on various
UV light intensity. Reaction conditions: benzyl alcohol (5 umol), acetonitrile
(5.0 mL), photocatalyst (5.0 mg), UV light (\=365 nm, 0.1 W cm™), 1 h, RT, O,
balloon.
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In addition, experiments at wavelengths of 450 nm and o 277 ! 2278777 b
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reached for phenyl-based CTFs, while only a minor conversion
was obtained for thiophene-based CTFs, CTF-Th (4.6%), CTF-
PhTh (1.8%), probably owing to the light absorbance threshold
and the lower light energy. We also compared the catalytic
performance of CTF-PhTh to that of the state-of-art catalysts
(see Table S5). The conversion (44.9%), selectivity (100%), and
TOF (0.449 mmolg™'.,; h™") are in line with those of state-of-art
catalysts. Noticeably, we used a light source with a very low
input power of 0.8 W which is much lower than 250-500 W of
the typical light source used in literatures again indicating the
superior performance and high energy efficiency of the sulfur-
containing CTFs in the photo-oxidation of benzyl alcohol.

To make a comparison with the reported CTF-Th@SBA-15
for photo-oxidation of benzyl alcohol and our catalytic system,
CTF-Th@SBA-15 was synthesized according to Huang's work
with slight modification.”® This catalyst shows 91% conversion
and full selectivity already after 1 hour (in Figure S7). Despite
the superior catalytic activity of CTF-Th@SBA-15, the materials
presented in this study enable a safe and facile synthesis under
mild reaction conditions (no super acid added). In addition, the
catalysts studied herein already provide good catalytic activity
without the need for additional support material to increase
the specific surface area.

To evaluate the recycling stability, the CTFs were reused in
photo-oxidation of benzyl alcohol and washed by ethanol
between the runs. Figure 10 illustrates the results. Both
thiophene-based and phenyl-based CTFs possessed an excel-
lent catalytic activity for at least six cycles with only minor loss
in activity.

Inspired by the good catalytic activity of CTFs in the photo-
oxidation of benzyl alcohol, we proceeded to further apply
CTFs for the photo-oxidation of several other aromatic alcohols.
Indeed, for most aromatic alcohols efficient oxidation to the
corresponding aldehydes could be reached accompanied by
further oxidation to the acids (in Table 1). Except for 4-
fluorobenzyl alcohol and 4-methoxybenzyl alcohol as sub-
strates (entry 3 and 6), CTF-PhTh and CTF-BiPh facilitated close
to full conversion and high selectivity for the different
substituted benzyl alcohols in photo-oxidation. We assign this
excellent performance partly to a larger specific surface area for
CTF-BiPh and sulfur promotion for CTF-PhTh, respectively
(computational structure shown in Figure S4). In addition, the
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Figure 10. Recyclability of CTFs in the photo-oxidation of benzyl alcohol.
Reaction conditions: benzyl alcohol (5 umol), acetonitrile (5.0 mL), photo-
catalyst (5.0 mg), UV light (A=365 nm, 0.1 W cm™), 2 h, RT, O, balloon.

incorporated thiophene structural unit of CTF-Th could facili-
tate an efficient and selective transformation. CTF-Ph showed
the lowest catalytic performance of the different CTF materials.
However, it provided superior selectivity for the different
substrates. Besides, the electronic effect caused by substituents
on benzyl alcohol may be a reason affecting conversion. For
example, 4-methyl benzyl alcohol holds an electron-donating
group (—CH;), while 4-fluorobenzyl alcohol holds an electron-
withdrawing group (—F), respectively and both substrates only
allow a low conversion compared to all the other heteroar-
omatic alcohols. Nevertheless, thiophene-based and phenyl-
based CTFs enable the effective photo-oxidation of different
substrates emphasizing their potential for a broader application
in other photocatalytic reactions.”

2.2. Analysis of the probable photocatalytic mechanism

To better understand the reaction mechanism for the selective
oxidation of benzyl alcohol over CTFs (CTF-PhTh as a
representative), various radical scavengers were used in control
experiments. As shown in Figure 11, no significant change in
the reaction was observed by adding tert-butyl alcohol
(TBA)®*>7 as a hydroxyl radical (-OH) scavenger in the oxidation
of benzyl alcohol, indicating that hydroxyl radicals were not
formed in the oxidation process and played a minor effect in
the photocatalytic reaction. However, there was an abrupt
decrease in conversion of 16% and 22% by the use of
methanol as the photo-generated holes (h*) scavenger and
AgNO, as photo-generated electrons (e”) scavenger™® to
suppress the photocatalytic oxidation of benzyl alcohol,
indicating the photo-generated electrons and photo-generated
holes are active parts in the catalytic process. The role of
superoxide radical (O,7) and singlet oxygen ('0,) was confirmed
by another control experiment under addition of p-benzoqui-
none (BQ)®**”? and 9,10-diphenylanthracene (DPA)®'? as a
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Table 1. Scope of the photo-oxidation of aromatic alcohols over CTFs.
OH <|)
Y catalyst, acetonitrile 1 N
R—— R——
l__~ RT,Oyhv365mm
Entry Substrate Product Catalysts Conv.” [%] Sel-1. [06] Sel-2.19% [96]
OH CTF-Ph 14.6 100 0
o
1 ©) CTF-Th 41.6 100 0
benzyl alcohol CTF-BiPh 63.4 100 0
Y CTF-PhTh 449 100 0
AN - A FEN o CTF-Ph 58.0 100 0
CTF-Th 100 441 55.9
2
cinnamyl alcohol cinnamyl aldehyde CTF-BiPh 100 88.2 118
4 4 y CTF-PhTh 100 100 0
OH 0 CTF-Ph 8.1 100 0
FOJ . / CTF-Th 7.2 100 0
3
CTF-BiPh 44.0 100 0
4-fluorobenzyl alcohol 4-fluorobenzaldehyde CTE-PhTh 305 100 0
OH /0 CTF-Ph 249 100 0
CTF-Th 56.8 100 0
H3c‘©—/ H3c
4
CTF-BiPh 100 81.4 189
4-methyl benzyl alcohol 4-methyl benzaldehyde CTE-PhTh 978 851 149
Hsc\ OH HaC /° CTF-Ph 87.8 100 0
o@—/ o@J CTF-Th 96.6 100 0
5
CTF-BiPh 100 62.7 373
4-methoxybenzylalcohol 4-methoxy benzaldehyde CTFE-PhTh 100 771 229
OH ~° CTF-Ph 20 100 0
©/\/ CTF-Th 5.1 49.1 50.9
6
phenyl ethanol phenyl acetaldehyde CTF-BiPh 12.0 42.0 58.0
CTF-PhTh 13.6 53.7 46.3
Reaction conditions: alcohol (5 umol), acetonitrile (5.0 mL), photocatalyst (5.0 mg), UV light (A=365 nm, 0.1 Wecm™), 1 h, RT, O, balloon. [a] Conv. is the
conversion of aromatic alcohol, [b] Sel-1. is the selectivity of main product aldehyde, [c] Sel-2. is the selectivity of side-product corresponding acid. *
Calculated solely based on the GC signals of these compounds assuming them to sum up to 100 %.

superoxide radical and singlet oxygen scavengers. A reduced
conversion of 7% and 26% was observed, showing that

0

superoxide radical and singlet oxygen were formed in the
photocatalytic reaction and acted as oxidant species in the
catalytic cycle.

On the basis of the controlled experiments results in
Figure 11, a possible photocatalytic oxidation mechanism of
aromatic alcohols over CTFs was summarized in Scheme 2.

[ ——

‘; ________’[./

llluminating CTFs by UV or visible light leads to photo-
generated carriers, and the excited electrons are driven to the
conduction band, thus leaving holes in the valence band.
Consequently, the photo-generated electrons/holes move to
the surface of the CTFs, separately. Subsequently, molecular
oxygen is reduced by photo-generated electrons to generate
superoxide radical (-0,) or singlet oxygen ('0,), and the
positively charged holes oxidize the alcohols adsorbed on the
catalyst surface to generate carbocation. Eventually, the formed
superoxide radicals or singlet oxygen further react with a

R-CH,OH

R-CHO

R-CH,OH"*

Scheme 2. The possible photocatalytic oxidation mechanism of aromatic
alcohols over CTFs as photocatalysts.
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100 covalent organic frameworks possessing heteroatoms under
mild conditions paving the way to metal-free polymer-based
photocatalysts for the synthesis of fine chemicals.
__ 801 nitial
(] . .
s .OH Supporting Information Summary
< 60 - . . )
o Supplementary experimental section, supplementary figures,
0 supplementary tables, and supplementary references.
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Figure 11. The controlled experiments for conversion of benzyl alcohol over
CTF-PhTh in the presence of different radical scavengers. Tert-butyl alcohol
(TBA) for hydroxyl radical (-OH) scavenger, methanol for the photo-generated
holes (h™") scavenger and AgNO; as photo-generated electrons (e”)
scavenger, p-benzoquinone (BQ) for superoxide radical (O,") scavenger, and
9,10-diphenylanthracene (DPA) for singlet oxygen ('0,) scavenger. Reaction
conditions: benzyl alcohol (5 umol), acetonitrile (5.0 mL), photocatalyst

(5.0 mg), 1 equiv. of scavenger, UV light (\=365 nm, 0.1 W cm™), 2 h, RT, O,
balloon.

carbocation to produce the corresponding aromatic
aldehydes.® The thiophene-based CTFs are due to their sulfur-
content effective visible light-sensitive photocatalysts. Introduc-
ing a sp’ orbital in the CTFs structure causes shrinkage of the
valence band maximum (VBM) and the conduction band
minimum promoting light absorption and improving charge
separation/transfer. In line, narrower band gaps were obtained
in CTF-Th and CTF-PhTh possessing superior photocatalytic
performance.”” Besides, the specific surface area appears also
to be an important factor for the photocatalytic reaction,
considering the activity of sulfur-free CTF-BiPh, which enables
higher conversion and selectivity compared to CTF-Ph (surface
area information in Table S3 and Figure S3, and experimental
data in Figure 8).

3. Conclusions

In conclusion, thiophene-based covalent triazine frameworks
could be synthesized via a polycondensation of amidines and
aldehydes under mild reaction conditions. The materials
showed promising performance in the photocatalytic oxidiza-
tion of benzyl alcohol to the corresponding aldehyde irradiated
by UV-visible light, with molecular oxygen as a mild oxidant.
Superior catalytic performance was obtained most probably
owing to the narrowed band gap of thiophene-based CTFs,
since the incorporation of thiophene in covalent triazine
framework allows effectively adjusting the intrinsic semicon-
ductor properties, modifies the band gap structure and
promotes the charge migration and separation. This work
expands the available synthetic strategy to access tailored
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