Downloaded viaHANY ANG UNIV on August 12, 2024 at 05:33:42 (UTC).
See https://pubs.acs.org/sharingguidelines for options on how to legitimately share published articles.

IEJAPPLIED MATERIALS

XINTERFACES

Research Article

www.acsami.org

Zero Energy Heating of Solvent with Network-Structured Solar-
Thermal Material: Eco-Friendly Palladium Catalysis of the Suzuki
Reaction

Seungbeom Park, Woomin Park, Kangjoo Lee, Sun-Joon Min,* and Kwang-Suk Jang*

I: I Read Online

Article Recommendations |

Cite This: ACS Appl. Mater. Interfaces 2022, 14, 40967-40974

ACCESS | [l Metrics & More | @ Supporting Information

100-/.—WM 100 O
eco-friendly | 5o
synthesis £
S 60+

i
3

Temperature at 120 min (°C)

Ry Rs 40 L40

R2 201 L20
R1 99.8~96.2% o I ————0

. 234567 8 910
conversion Cycles

nvers

Co

ABSTRACT: Solar-thermal materials absorb sunlight and convert it into heat, which is released into the surrounding medium.
Utilization of solar energy for solvent heating can be a potential method of eco-friendly organic reactions. However, to date,
significant heating of the entire volume of a solvent by 1 sun illumination has not been reported. In the present work, a network
structure of solar-thermal materials has been proposed for zero energy heating of a solvent under 1 sun illumination. A network-
structured solar-thermal material with an additional catalytic function was fabricated by sputtering palladium into a melamine
sponge. The nanocrystalline palladium-decorated melamine sponge (Pd-sponge) has excellent sunlight absorption properties in the
entire wavelength range that enable efficient solar-thermal conversion. The Pd-sponge can reduce heat loss to the surroundings by
effectively blocking thermal radiation from the heated solvent. The temperature of the reaction solution with the ethanol—water
mixture filled in the Pd-sponge increased from 23 to 59 °C under 1 sun illumination. The elevated temperature of the reaction
solutions by solar-thermal conversion successfully accelerated the heterogeneous Pd-catalyzed Suzuki coupling reactions with high
conversions. Easy and low-energy-consuming multicycle use of the solar-thermal and catalytic properties of the Pd-sponge has also
been demonstrated.

KEYWORDS: solar-thermal effect, network structure, eco-friendly reaction, Pd catalyst, Suzuki reaction

Bl INTRODUCTION

Photothermal materials absorb light on illumination and
convert it into heat, which is released into the surrounding

Recently, the photothermal heating of solvents for chemical
reactions has been proposed.ls_20 In many cases, the chemical
reactivity and reaction rate increase at higher temperatures.

medium. Photothermal materials that absorb laser light of a
specific wavelength can be used for cancer therapy through
targeted cell ablation.'~” Photothermal materials that absorb a
wide range of wavelengths of sunlight, that is, solar-thermal
materials, can be used for the desalination of seawater.” '*
Solar-thermal materials can generate heat by absorbing
sunlight, a sustainable energy source, to enhance the
evaporation rate of water molecules in seawater for collecting
fresh water. For efficient solar-thermal desalination, a selective
increase in the surface temperature of seawater has been most
widely pursued by using various structures of solar-thermal
materials. For example, solar-thermal materials with a porous
film structure can effectively increase the surface temperature
by floating in seawater.*”"*
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The conversion of light energy to heat can be utilized for
solvent heating instead of the traditional methods that use
fossil fuels or electricity. Particle-type photothermal materials
have mostly been used for photothermal heating of solvents.
The photothermal particles dispersed in a solvent dissipate the
absorbed photon energy into heat to increase the solvent
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temperature. Higher conversions and reaction rates can be
achieved by photothermal heating in organic reactions.'”™"”
Artificial high-power light using a laser or lamp is generally
employed for volumetric heating of a solvent. Green chemistry
along with cost reduction can be achieved via solvent heating
by utilization of sunlight as a photon energy source. However,
to date, significant heating of the entire volume of a solvent by
1 sun illumination has not been reported. Thus, the
development of more efficient solar-thermal materials for
zero energy heating of solvents is desirable. In addition, energy
consumption can also be reduced by facilitating multicycle use
of solar-thermal materials and catalysts for eco-friendly organic
reactions. The key requirements for use of solar-thermal
materials in eco-friendly organic reactions are suggested: (1)
efficient solar-thermal conversion in the entire range of
wavelengths of sunlight, (2) effective reduction of heat loss
to the surroundings, (3) capability of acting as a catalyst
support, and (4) easy and low-energy-consuming multicycle
use.

In this study, the use of an open network structure of solar-
thermal materials has been proposed to fulfill these key
requirements. The network structure is advantageous for (1)
reducing the loss of incident light by confining it within the
network through multiple reflections and scattering, (2)
reducing heat loss to the surroundings by effectively blocking
thermal radiation from the heated solvent, (3) supporting
catalytic components allowing facile contact with reactants,
and (4) easy and low-energy-consuming separation from the
reaction solution for multicycle use. The network-structured
solar-thermal material was fabricated by the growth of
nanocrystalline palladium on the skeleton of a melamine
sponge. Since nanocrystalline palladium acts as an outstanding
catalyst in a wide variety of organic syntheses as well as a good
light absorber, the nanocrystalline palladium-decorated sponge
(Pd-sponge) has both solar-thermal and catalytic properties.
Effective volumetric heating of a solvent for organic reaction is
attainable by 1 sun illumination of the Pd-sponge filled with
solvent. For example, the temperatures of the ethanol—water
mixture (1:1 volume ratio) and dimethylformamide increased
from 23 to 57 °C and 23 to 67 °C, respectively, by solar-
thermal conversion. Pd-catalyzed Suzuki coupling reactions
were accelerated by solar-thermal heating of the reaction
solutions with an ethanol—water mixture. The easy and low-
energy-consuming multicycle use of the solar-thermal and
catalytic Pd-sponge has also been demonstrated. This study
introduces network-structured solar-thermal materials for
application in low-energy eco-friendly organic reactions.

B RESULTS AND DISCCUSION

The Pd-sponge was prepared by sputtering palladium onto a
melamine sponge. Because the sputtering depth of palladium
into the melamine sponge is ~1 mm, palladium was sputtered
on both sides of the melamine sponge with a thickness of 2
mm. By stacking up the 2 mm thick single layers, the overall
layer thickness of the Pd-sponge can be controlled. The pore
volume fraction of the Pd-sponge was measured to be more
than 95%. The solvent was filled overall into the Pd-sponge,
and sunlight was illuminated for solvent heating by solar-
thermal conversion (Figure 1). With the sputtering of
palladium, the color of the sponge changed from white to
black (Figure 2a). The weight content of palladium in the Pd-
sponge was determined to be 3.1% by inductively coupled
plasma-mass spectrometry (ICP-MS). A dramatic color change

1 sun thermometer

PDMS

== Heat transfer
/N Heat loss blocking

Figure 1. Schematic for the solar-thermal heating of solvent with the
Pd-sponge.

was cuased by the small amount of palladium. Figure 2b—f
shows the scanning electron microscope (SEM) images of the
melamine sponge and Pd-sponge. In the low-magnification
images, no morphological differences were observed between
the two samples (Figure 2b,d). By sputtering, palladium
particles with a length of ~40 nm and a width of ~20 nm were
coated on the melamine skeleton (Figure 2c,e,f). To obtain a
transmission electron microscope (TEM) image, the palladium
particles were detached from the Pd-sponge by sonication in
ethanol. Crystal grain sizes of less than 7 nm can be observed
in the TEM image (Figure 2g). Figure 2h shows the X-ray
diffraction (XRD) patterns of the melamine sponge and Pd-
sponge. The two broad peaks at 12° and 22° are attributed to
the melamine polymer. Other peaks of the Pd-sponge are in
accordance with the PDF card (9013416) data for palladium.
Owing to the low content and small crystal grain size of
palladium, small and broad XRD peaks were obtained. The
presence of metallic Pd in the Pd-sponge was also verified by
X-ray photoelectron spectroscopy (XPS) analysis (Figure 2i).
The Pd 3ds,, peaks at 335.9 and 337.4 eV can be attributed to
Pd’ and Pd*, respectively. Metallic palladium is the major
phase with a Pd° ratio of 80% in the Pd-sponge.

For efficient solar-thermal conversion, the entire range of
wavelengths of sunlight should be absorbed effectively. This
can be accomplished by the use of an ideal blackbody material
as a light absorber or a proper material structure to effectively
increase the absorption and reduce the loss of incident
sunlight. Figure 3a—c shows the transmittance, reflectance, and
absorption spectra of the Pd-sponges with overall layer
thicknesses of 2—16 mm in the wavelength range of 280—
2500 nm, which corresponds to the main wavelength range of
sunlight. On illumination into the 2 mm thick Pd-sponge, 5.1%
to 7.1% of the light was transmitted (Figure 3a). When light is
illuminated into the thicker Pd-sponge, the transmittance
reduced to near zero over the entire wavelength range (Figure
3a). However, the reflectance was not affected by the overall
layer thickness of the Pd-sponge (Figure 3b). These results
indicate that the total absorption of sunlight increases
efficiently by increasing the Pd-sponge thickness without
additional loss by reflectance. The network structure is
advantageous for reducing the loss of incident light, which
can be confined within the network through multiple light
reflections and scattering. The light confined within the
network will eventually be absorbed by the solar-thermal
material. To show the effect of the network structure on light
absorption, a compressed Pd-sponge that lost the original
network structure was also prepared (Figure S1). By hot-
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Figure 2. (a) Photograph of the melamine sponge (white) and Pd-
sponge (black). SEM images of the (b),(c) melamine sponge and (d),
(e),(f) Pd-sponge. (g) TEM image of the palladium particle detached
from the Pd-sponge. (h) XRD patterns of the melamine sponge and
Pd-sponge. (i) Pd 3d XPS spectrum of the Pd-sponge.

pressing at 230 °C and 1 MPa for 10 min, a Pd-sponge with a
thickness of 2 mm was compressed to a thickness of 0.33 mm.
The Pd-sponge showed lower transmittance and reflectance
than the compressed Pd-sponge (Figure S2). These results

confirm the confinement of incident light within the Pd-sponge
network. By using the transmittance and reflectance values, the
absorption spectra of the Pd-sponges were obtained (Figure
3c). For effective sunlight absorption, an overall layer thickness
of 4 mm or more is required since the absorption at 500 nm
was saturated when the overall layer thickness of the Pd-
sponge was over 4 mm (Figure 3d). The absorbance values of
the Pd-sponges with an overall layer thickness of 4 mm or
more ranged from 91% to 99% over the entire wavelength
range. Despite the low palladium content, the Pd-sponge
shows excellent sunlight absorption properties originating from
its network structure.

The Pd-sponge absorbs sunlight and converts it into heat
which is released into the surrounding solvent. To increase the
solvent temperature effectively, the heat loss of the solvent to
the outside should be reduced. Thermal radiation is one of the
major mechanisms of heat loss. The wavelength of thermal
radiation from a material heated at below 500 K is typically in
the range of 2500—25000 nm.”" The wavelength at the peak
radiation can be estimated by using Wien’s displacement law,
Amax = b/ T, where b and T are Wien’s displacement constant,
2.98 x 107> m K, and absolute temperature, respectively.”> For
example, the peak wavelengths of thermal radiation from the
material heated at temperatures of 293, 323, and 353 K were
estimated to be 10200, 9230, and 8440 nm, respectively.
Thermal radiation in the wavelength range of 2500—25000 nm
cannot transmit 4 mm or more of the Pd-sponge, according to
the IR transmittance spectra (Figure 3e). Thus, the Pd-sponge
can reduce heat loss to the surroundings by effectively blocking
thermal radiation from the heated solvent. The near-zero IR
transmittance might originate from the multiple reflections and
absorptions of IR light by the skeletons of the Pd-sponge.
Because all parts of the solvent filled in the Pd-sponge are
surrounded by the network, the thermal radiation in all
directions can be effectively blocked.

The nanocrystalline palladium grown on the melamine
sponge can act as both a light absorber and a catalyst for
organic reactions. The use of nanocrystalline palladium as a
heterogeneous catalyst in various liquid-phase reactions is very
common in academia and industry.”>~>" The network
structure leads to facile contact between the nanocrystalline
palladium and the reaction solution, filling the Pd-sponge with
a pore volume fraction of more than 95%. In addition to
nanocrystalline palladium, other catalytic components can be
attached to the Pd-sponge. After the synthesis process, the
reaction solution was collected by gentle squeezing of the Pd-
sponge. Further separation of the light absorber and catalyst
was not requried. Thus, the energy consumption for separation
can be reduced by using the Pd-sponge. Figure 3f shows the
compressive stress—strain curves of the Pd-sponge at a set
maximum strain of 60% for 10 cycles. The Pd-sponge was
found to be highly elastic with perfect shape recovery after 10
cycles of compression.

Heat from the heated solvent can be lost by radiation,
evaporation, convection, and conduction. Heat loss by
radiation can be effectively reduced by the presence of a
network-structured Pd-sponge. To reduce heat loss by
evaporation, convection, and conduction, a polydimethylsilox-
ane (PDMS) layer with a thickness of 2.5 mm was introduced
on top of the Pd-sponge (Figure 1). PDMS is a transparent
elastomer with a low thermal conductivity. Figure S3 shows the
transmittance spectrum of the 2.5 mm thick PDMS in the
wavelength range of 280 to 2500 nm, where wavelength
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Figure 3. UV—vis—NIR (a) transmittance, (b) reflectance, and (c) absorption spectra of the Pd-sponges with thicknesses of 2 to 16 mm. For
comparison, the standard solar radiation spectra of air mass 1.5 global (AM 1.5G) is also illustrated in (c). (d) Thickness-dependent absorption of
the Pd-sponges at 500 nm. (e) IR transmittance spectra of the Pd-sponges with thicknesses of 2 to 16 mm. (f) Compressive stress—strain curves of

the Pd-sponge with a thickness of 12 mm for 10 cycles.

regions with a transmittance of more than 90% are highlighted
in gray. PDMS has relatively low transmittance values in some
IR regions. However, a large portion of sunlight, including the
wavelength range of 320 to 1150 nm, will reach the Pd-sponge
for solar-thermal conversion. Additionally, because of the
elastic properties of PDMS, the reaction solution can be
perfectly sealed. Thus, evaporation of the solvent will be
blocked, and the effect of convection of the outside air can be
eliminated. Because the thermal conductivity of the PDMS
layer with a thickness of 2.5 mm was measured to be as low as
0.166 and 0.154 W m™' K™! at 25 and S5 °C, respectively
(Table S1), heat loss by conduction from the heated solvent
can be reduced significantly. Hence, by using the PDMS top
layer, it is expected that the heat loss by evaporation,
convection, and conduction can be effectively reduced.

To show zero energy heating of the solvent by solar-thermal
conversion, the Pd-sponge, fully filled with solvent and sealed
by the PDMS top layer, was exposed under AM 1.5 G
simulated solar illumination with an intensity of 100 mW cm™

40970

(Figure 1). Figure 4a shows the illumination time-dependent
temperature of the ethanol—water mixture (1:1 volume ratio)
in the presence of and absence of the 12 mm thick Pd-sponge.
The solution temperature reached 57 °C within 120 min of
simulated sunlight illumination by solar-thermal conversion of
the Pd-sponge. Without the Pd-sponge, the temperature of the
ethanol—water mixture can reach only 37 °C under simulated
sunlight illumination. Since the solvent was shaken during
illumination, there was a negligible temperature difference
along the penetration depth of the thermometer. The overall
layer thickness of the Pd-sponge with a pore volume fraction of
more than 95% determines the total volume of the solvent.
Thus, the total heat capacity of the filled solvent increases in
direct proportion to the overall layer thickness of the Pd-
sponge. When considering sunlight absorption, a thickness of
only 4 mm was sufficient. However, for the optimized
reduction of heat loss by thermal radiation, a larger thickness
might be advantageous. For example, a penetration depth of
more than 4 mm is required for perfect blocking of thermal
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Figure 4. Illumination time-dependent temperatures of the (a) ethanol—water mixture (1:1 volume ratio), (b) dimethylformamide, (c) ethanol,
and (d) the model reaction solution in the presence and absence of the Pd-sponge.

Table 1. Conversions of the Suzuki Coupling Reactions in the Presence of the Pd-Sponge under Simulated Sunlight
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B(OH),
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OH),
57
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conversion® (%)

99.8 (5.4%

96.2

98.3

99.7

99.9

99.8

99.8

“Conversion calculated from the molar ratio of the limiting reactant to the product determined by GC-MS analysis. Reaction under dark
conditions for comparison.
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radiation to the top surface. Figure S4 shows the Pd-sponge
thickness-dependent temperature of the ethanol—water
mixture (1:1 volume ratio) at 120 min of simulated sunlight
illumination. The overall layer thickness of the Pd-sponge was
optimized at 12 mm for the highest temperature of the
ethanol—water mixture. Figure S5 shows the illumination time-
dependent temperature of the ethanol—water mixture (1:1
volume ratio) in the presence of the compressed Pd-sponge
with an original thickness of 12 mm. The solution temperature
reached a lower temperature of 52 °C due to lower light
absorption ability of the compressed Pd-sponge. Photothermal
conversion efficiency is expressed as the percentage ratio of
C,mAT to IAt, where C, m, AT, I, and At are specific heat
capacity, mass of the solvent, temperature difference, light
intensity, and illumination time, respectively. Photothermal
conversion efficiencies during the 120 min of simulated
sunlight illumination by solar-thermal conversion of the
pristine and compressed Pd-sponge are calculated to be 20%
and 17%, respectively. In addition to the ethanol—water
mixture, various solvents can be heated by solar-thermal
conversion of the Pd-sponge (Figure 4b,c). The temperatures
of dimethylformamide and ethanol reached 67 and 64 °C,
respectively, by solar-thermal conversion of the Pd-sponge.
Without the Pd-sponge, the temperatures of dimethylforma-
mide and ethanol could reach only 40 and 38 °C, respectively,
under simulated sunlight illumination.

To demonstrate eco-friendly organic reactions by zero
energy heating of the solvent with the Pd-sponge, heteroge-
neous Pd-catalyzed Suzuki coupling reactions were performed
(Table 1). The Suzuki coupling reaction is the most useful
synthetic process in organic chemistry for forming C—C bonds
across industry and academia.”®* > As a model reaction, the
Suzuki coupling reaction of iodobenzene and phenylboronic
acid was performed using an environmentally benign ethanol—
water mixture (1:1 volume ratio) as the reaction solvent. The
temperature of the reaction solution filled in the Pd-sponge
reached 59 °C after 60 min of simulated sunlight illumination
(Figure 4d). Without the Pd-sponge, the temperature of the
reaction solution could reach only 41 °C under simulated
sunlight illumination. The reaction produces biphenyl with a
high conversion of 99.8%, which was calculated from the molar
ratio of the limiting reactant to the product determined by GC-
MS analysis. The reaction product was separated with a yield
of 91.9%, and its structure was confirmed by the analysis of 'H
and C NMR spectra (Figure S6). For comparison, the
reaction was performed under dark conditions. A much lower
conversion of 5.4% was obtained by the reaction at an
unchanged temperature of 23 °C. These results indicate that
the solar-thermal heating of the reaction solution accelerates
the model reaction. A difference in the XRD pattern and Pd 3d
XPS spectrum of the Pd-sponges before and after the model
reaction is not observed (Figures S7 and S8). The metallic Pd°
ratio of 80% in the Pd-sponge is unchanged after the model
reaction. For comparison, the model reactions were also
performed with the commercially available palladium on a
carbon (Pd/C) catalyst by using the conventional solvent
heating method with an oil bath. The reactions produce
biphenyl with conversions of 6.2% and 99.9% at 23 and 60 °C,
respectively. For further demonstrations, more Suzuki coupling
reactions were performed (Table 1). The elevated temper-
atures of the reaction solutions by solar-thermal conversion,
ranging from 57 to 60 °C, accelerate the reactions with high
conversion ranging from 96.2% to 99.9%. Figure S9 shows our

proposed mechanism for the Suzuki reaction catalyzed by the
Pd-sponge. The C—I group of the aryl halide molecule can be
absorbed on the nanocrystalline Pd, which serves as the
electron donation site to weaken the C—I bond. The
subsequent reductive elimination and transmetalation occur
to form the reaction product. The multicycle usability of the
Pd-sponge was tested in the Suzuki coupling reaction of
iodobenzene and phenylboronic acid (Figure S). The Pd-
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Figure S. Multicycle usability test of the Pd-sponge in the Suzuki
coupling reaction of iodobenzene and phenylboronic acid.

sponge could be successfully used for 10 runs without any
considerable loss in solar-thermal and catalytic activities for the
Suzuki coupling reaction. During the consecutive 10 runs, the
elevated temperatures of the reaction solutions ranging from
54 to 59 °C accelerate the reactions with conversions ranging
from 96.0% to 99.8%. Because the Pd-sponge can be easily
separated from the reaction solution, it is expected that the
energy consumption for separation can be reduced signifi-
cantly. The easy and low-energy-consuming multicycle use of
the solar-thermal and catalytic properties of the Pd-sponge was
demonstrated by the multicycle test. The present work is the
proof of concept of the solar-thermal solvent heating for eco-
friendly organic reactions. In this study, Pd is used as both a
light absorber and a catalyst for organic reactions. We
anticipate that more inexpensive light-absorbing materials
such as carbon and conjugated polymers can be used instead of
Pd. We also anticipate that the solar-thermal heating can be
applied to various organic reactions.

B CONCLUSIONS

The zero energy heating of a solvent has been demonstrated
with a network-structured Pd-sponge by converting sunlight to
heat. A solar-thermal Pd-sponge with an additional catalytic
feature was fabricated by sputtering palladium into the
melamine sponge. The Pd-sponge leads to efficient solar-
thermal conversion in the entire range of wavelengths of
sunlight and effective blocking of thermal radiation from the
heated solvent to decrease heat loss to the surroundings. By
solar-thermal heating of the reaction solution filled in the Pd-
sponge, heterogeneous Pd-catalyzed Suzuki coupling reactions
were successfully accelerated. Because the reaction solution can
be collected from the Pd-sponge by gentle squeezing, the solar-
thermal and catalytic properties of the Pd-sponge can be
exploited repeatedly with ease and low-energy consumption.
The results suggest that utilization of network-structured solar-
thermal materials can be a potential method of low-energy eco-
friendly organic reactions.
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B METHODS

Preparation and Characterization of the Pd-Sponge. Before
use, the melamine sponge (Basotect G+, BASF) was washed with
deionized water and ethanol and then dried at 60 °C for more than 2
h. The Pd-sponge was prepared by sputtering Pd into the melamine
sponge with a diameter of 20 mm and a thickness of 2 mm using an
ion-sputter (G20, GSEM). The deposition was performed at S mA for
40 min. The weight content of palladium in the Pd-sponge was
measured by ICP-MS (iCAP RQ, Thermo Fisher Scientific). The
SEM images were recorded using a field-emission SEM (Nova
NanoSEM450, FEI). The TEM image was recorded using a field
emission TEM (Tecnai G2 F20, FEI) operating at 200 kV. The XRD
patterns were obtained using an X-ray diffractometer (Miniflex600,
Rigaku) equipped with Cu Ka radiation (4 = 1.5406 A) at 40 kV and
15 mA. The XPS analysis was performed using an X-ray photoelectron
spectrometer (K-Alpha+, Thermo Fisher Scientific). The reflectance,
transmittance, and absorption spectra in the wavelength range of
280—2500 nm were obtained using an ultraviolet—visible—near-
infrared (UV—vis-NIR) spectrometer (SolidSpec-3700, Shimadzu).
The transmittance spectra in in the wavelength range of 2500—25000
nm were obtained using a Fourier transform infrared spectrometer
(Nicolet iS50, Thermo Fisher Scientific). The compressive stress—
strain curves were obtained using a micromechanical test (model:
5848, Instron).

Preparation and Characterization of PDMS. The PDMS base
polymer and curing agent (Sylgard 184, Dow Corning) were mixed in
a weight ratio of 12:1. The mixture was then poured into a Petri dish
and annealed at 80 °C for 1 h. The thermal diffusivity (1) of the
PDMS was measured using a laser flash thermal analyzer (LFA 467,
Netzsch) at 25 and 55 °C. The heat capacity (C,) was measured by
differential scanning calorimetry (DSC 200 F3, Netzsch). Thermal
conductivity was calculated from the relationship x = dAC,, where d is
the density.

Solar-Thermal Heating of Solvent. A Pd-sponge with an overall
thickness of 12 mm was loaded in a Teflon cylindrical vessel with a
diameter of 20 mm. Subsequently, 4.3 mL of solvent was filled in the
Pd-sponge and sealed by the PDMS top layer. The AM 1.5 G
simulated sunlight with an intensity of 100 mW cm™2 was illuminated
using a Xe lamp solar simulator (model: 10500, ABET Technologies).
During the 2 h illumination, the vessel was constantly shaken using a
mini orbital shaker (VM-96T, Lab Companion) at 350 rpm. The
temperature of the solvent was measured using a tip-type
thermometer (model: 108, type T thermometer, Testo).

Suzuki Coupling Reactions. In 4.3 mL of an ethanol-deionized
water mixture with a 1:1 volume ratio, 0.4 mmol of aryl halide, 0.48
mmol of arylboronic acid, and 1.2 mmol of K,CO; were added. The
reaction solution was filled in the Pd-sponge with an overall thickness
of 12 mm loaded in a Teflon vessel and sealed with PDMS. During 2
h illumination of the simulated sunlight, the vessel was constantly
shaken at 350 rpm. Then, the reaction solution was collected by
gentle squeezing of the Pd-sponge. For the multicycle test, the Pd-
sponge was squeezed for recovery from the reaction solution, washed
with deionized water and ethanol, and then dried at 60 °C for more
than 2 h after each reaction cycle. The dried Pd-sponge was reused for
the next reaction cycle. Conversion of each reaction cycle was
analyzed using a GC-MS system. The crude reaction product was
extracted with ethyl acetate and immediately analyzed using a gas
chromatography—mass spectroscopy (GC-MS) system (model:
7890B and 5977B, Agilent). For isolation, the reaction mixture was
quenched with saturated aqueous NH,Cl, extracted with diethyl ether,
and washed with brine. The combined organic layers were dried over
anhydrous MgSO, and concentrated in vacuo. The resulting residue
was purified by flash column chromatography on silica gel (petroleum
ether = 100) to afford the target compound (57.1 mg, 91.9%) as a
white solid. The 'H and "*C nuclear magnetic resonance (NMR)
spectra were recorded on a Bruker 400 MHz instrument using CDCl,
as the NMR solvent. For comparison of the catalytic performance, 0.1
mol % of Pd/C with a Pd content of S wt % (Sigma-Aldrich) was used
in the model reaction.
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