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When synthesizing nanoparticles in the liquid phase, polymeric materials (mainly polyvinylpyrrolidone, PVP)
are applied as capping and/or stabilizing agents. The polymer layer on the nanoparticles must likely be
removed since it blocks the active sites of the catalyst and inhibits mass transfer of the reactants.
However, we have found that the polymer can have a positive effect on the direct synthesis of hydrogen
peroxide. By testing Pd/SiO, catalysts with different amounts of PVP, it was revealed that an adequate
amount of PVP resulted in a higher rate of hydrogen peroxide production (1001 mmol,,o, gpa T h7h
than pristine Pd/SiO; did (750 mmol,o, gpd*1 h~Y), unlike other PVP added Pd/SiO, catalysts containing
excess PVP (less than 652 mmolyo, gpcf1 h™1). The effect of PVP on the catalysts was examined by
transmission electron microscopy, Fourier transform infrared spectroscopy, CO chemisorption,

thermogravimetric analysis, and X-ray photoelectron spectroscopy. For the catalysts containing PVP, the
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Accepted 18th May 2020 oxidation state of the palladium 3d shifted to high binding energy due to electron transfer from Pd to the

PVP molecules. Consequently, the presence of PVP on the catalysts inhibited oxygen dissociation and
decomposition of the produced hydrogen peroxide, resulting in a high selectivity and high production
rate of hydrogen peroxide.
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catalysts for the direct synthesis of hydrogen peroxide (DSHP)

Introduction
from hydrogen (H,) and oxygen (0,).>*°

Hydrogen peroxide (H,0,) is used for numerous applications in
global industries, including in the bleaching of pulp and paper,
waste water treatment, semiconductor cleaning, soil remedia-
tion and the oxidization of chemical compounds.** In partic-
ular, hydrogen peroxide is used to oxidize propene to produce
value-added propylene oxide (Hydrogen Peroxide Propene
Oxide, HPPO process). Commercially, hydrogen peroxide is
manufactured by an auto-oxidation of anthraquinone which
generates large amounts of harmful organic substances such as
anthraquinone compounds.®* In addition, the commercial
process requires substantial financial capital because it is
separate redox processes involving complex multistage proce-
dures. Moreover, it is only suitable for large-scale production,
leading to difficulties associated with the transportation and
storage of the produced hydrogen peroxide.* To overcome these
issues, there has been great research interest in developing
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The DSHP involves four primary reactions, as shown in
Scheme 1. In addition to the desired reaction (1) that produces
H,0,, three side reactions, namely, the formation of H,O (2),
the hydrogenation of H,0, (3) and the decomposition of H,0,
(4), also occur. All the reactions are spontaneous due to their
negative Gibbs free energies;" therefore, it is challenging to
directly and selectively produce hydrogen peroxide. Addition-
ally, the three-phase reaction system which results from the
solid catalysts, liquid media, and gas reactants severely inhibits
mass transfer of the reactants (H, and O,). Hence, to overcome
the hurdles that preclude the commercialization of the DSHP,
the low yield of hydrogen peroxide should be solved by
improving the conversion of reactants as well as the selectivity
for hydrogen peroxide.

@) AHC, g5, 1 -135.9 kJ/mol
H, + 0, H202 > 2H,0 AGg, 1 -120.4 kI/mol

(3)
?) AHq,: -211.5 kI/mol
AGYg, : -354.3 kI/mol
(3) AHq, ¢ -241.6 kJ/mol
AGYgg, : -237.2 kI/mol

AHgq, : -105.8 kJ/mol
H,0 +1120, @ AG";::::: -116.8 kJ/mol

Scheme 1 Reaction pathways involved in the formation of hydrogen
peroxide.
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Recent studies have attempted to achieve this goal. In
particular, computational chemistry*>** and nanoparticle cata-
lysts*>™® have been explored for improving the catalytic perfor-
mance in the synthesis of hydrogen peroxide. In particular,
a number of tailored structures and nanocatalysts with multiple
metals have been developed. The exposed plane index of the
metal nanoparticles (NPs) can be controlled based on the shape
of the nanoparticles. The selectivity for hydrogen peroxide in
the DSHP was improved by exposing only the (111) plane of Pd,
as revealed by density functional theory (DFT) calculations by P.
Tian et al.*>" The effect of the size of the nanoparticles in the
range of 3.5-20 nm was also examined. Our previous studies
showed that smaller Pd nanoparticles showed lower hydrogen
peroxide selectivity because the dangling bonds on the corner
and edge sites of the nanoparticles facilitated O-O dissocia-
tion.”*** In addition, bimetallic nanoparticles, including Pd-Pt,
Pd-Au and Ag-Pt, offer improved yields of hydrogen peroxide,
and reliable tools were applied to reveal their catalytic
activities.'>'”*?

To synthesize the desired nanoparticles according to the
aim, capping and/or stabilizing agents must be used.” Major
function of stabilizing agents (e.g., polyvinylpyrrolidone (PVP),
and citric acid) can be summarized as follows: surface stabi-
lizer, reducing agent, nanoparticle dispersant, and growth
modifier.**® In a specific synthetic conditions, it stabilizes
nanoparticles by enclosing their surfaces as well as provides
individual space of nanoparticles by giving repulsive force. Such
as PVP, surfactant can also act as a mild reducing agent for
reduction metal salts. Moreover, preferable adsorption of
surfactant on a specific facet of NPs induces facet controlled
NPs like cubic, octahedral shape. Despite of those facile func-
tion of the surfactants, however, these agents on the surface of
the nanoparticles could block the active sites and inhibit mass
transfer of the reactants and products.'* Thus, the elimination
of these agents is generally required before the catalytic reac-
tion.*"" Nevertheless, complete removal of the surfactants
under mild conditions that do not alter the tailored structure of
the nanoparticles is exceedingly difficult. Hence, investigating
the effects of stabilizing agents on the surface is of great
importance because they interact with the active sites and can
alter the electronic structure. Moreover, the discrepancy
between the results obtained by DFT calculations and the
catalytic tests of the nanoparticles can likely be narrowed.
Herein, the effects of polyvinylpyrrolidone (PVP), the most
common surfactant for NPs synthesis, on the catalytic proper-
ties of these systems were elucidated. Because it is difficult to
control the removal of PVP from the as-synthesized Pd nano-
particles (or remove it completely), we added PVP to the Pd/SiO,
catalyst. By varying the amount of adsorbed PVP on the Pd/SiO,,
we found that PVP had a positive effect on the DSHP.

Experimental
Chemicals

Polyvinylpyrrolidone (PVP, M,, = 55 000 g mol ™), palladium (i)
nitrate dihydrate (Pd(NO;),-2H,0), ethanol (ACS reagent, =
99.5%, absolute), silica gel (specific surface area = 480 m” g™ *,

This journal is © The Royal Society of Chemistry 2020

View Article Online

RSC Advances

PA/SI0;
Pd PVE

-
: -
$i0,

Pd-PVP/SIiO,

‘ FVESoluton

i~

Drying & Caldnation Diying & Calcination

#)

Reduction Reduction

Incipient wetness

Scheme 2 Two steps for preparing the Pd—PVP/SiO, catalyst.

pore volume = 0.75 cm® g~ "), phosphoric acid (85 wt% in H,0,
>99.99%) and hydrogen peroxide (30 wt% in H,0) were
purchased from Sigma-Aldrich Co. All chemicals were used
without further purification.

Catalyst synthesis

The PVP-containing Pd/SiO, catalyst was prepared in two steps
as shown in Scheme 2. Since it is difficult to remove PVP from
the synthesized nanoparticles, the catalyst was prepared
according to the following steps: (i) preparation of the Pd/SiO,
catalyst by the incipient wetness impregnation method and (ii)
adsorption of the PVP by using PVP contained suspension. The
details of the catalyst synthesis method are as follows.

A volume of Pd(NO3),-containing solution corresponding to
the pore volume of SiO, was impregnated into the SiO, by the
incipient wetness method. The powder was dried overnight in
an oven at 80 °C and then calcined at 500 °C for 3 h. Then, the
prepared Pd/SiO, was reduced at 150 °C in a H, atmosphere to
activate the oxidized Pd. After that, different amounts of PVP
were added to 100 mL of deionized (DI) water to prepare
aqueous suspensions containing 0.05 mM, 0.1 mM, and 0.2 mM
of PVP. Subsequently, 2 g of the prepared Pd/SiO, was added to
the PVP suspensions, and they were mixed at room temperature
for 12 h. After mixing, the catalyst was obtained by filtration
through filter paper, dried overnight in an oven at 80 °C, and
then reduced in a H, atmosphere at 60 °C for 2 h. The synthe-
sized catalysts were named Pd-PVP(1), Pd-PVP(2), and Pd-
PVP(3), according to the concentration of the PVP suspension
(0.05, 0.1, and 0.2 M, respectively).

Catalyst characterization

Transmission electron microscopy (TEM) was performed using
a Tecnai G2 F30 transmission electron microscope (FEI
Company, OR, USA) operating at 300 kV. The analysis was per-
formed at the Korea Basic Science Institute (KBSI), Seoul.
Scanning transmission electron microscopy (STEM) images
were obtained by operating at 200 kV. Fourier transform
infrared (FT-IR) spectroscopy (Perkin Elmer, Spectrum GX) was
employed to study the adsorbed PVP in the catalysts. The
spectra were recorded from 1300 to 2000 cm ™~ using 100 scans
and a resolution of 4 cm ™. The exposed specific area of Pd was
determined via CO pulse chemisorption by using an ASAP 2020
chemisorption analyser (Micrometrics Inc., Norcross, USA). The
Pd content of the catalyst was estimated by inductively coupled
plasma optical emission spectrometry (ICP-OES) by using an
iCAP-6300 duo ICP-OES spectrometer (Thermo Scientific, Wal-
tham, MA, USA). The analysis was performed at the Korea Basic
Science Institute (KBSI), Seoul. X-ray photoelectron
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spectroscopy (XPS) analyses were used to measure the electronic
states of N and Pd in each catalyst. XPS was performed using an
ESCA2000 (VG Microtech, U.K.). Thermogravimetric analysis
(TGA; TGA-N 1000, Scinco) was used to estimate the amount of
PVP adsorbed on the catalysts. Prior to weight change
measurement, the sample was heated to 150 °C under a N, flow
of 50 mL min ' for removing water. Then, the sample was
heated to 800 °C at a rate of 2°C min~" under 50 mL min " of air
gas and the weight change was recorded.

Catalytic activity tests: direct synthesis of H,0, from H, and
0,

H,0, was directly synthesized using each catalyst in a double-
jacket glass reactor. The reaction medium was composed of
ethanol and water (150 mL, 20 vol% ethanol) containing 0.03 M
of H3;PO,. The reaction was performed at 10 °C and 1 bar with
1200 rpm stirring for 1 h, and the volumetric flow rate of the
reactant gas stream (volume ratio of O,/H, = 10) was 22
mL min~'. The concentration of H,O, in the solution was
measured using iodometric titration after the reaction.”” The H,
concentration was measured via gas chromatography (Young-
lin, ACME6000 with a Carbosieve SII (60-80 mesh)) with
a column and a thermal conductivity detector (TCD). Eqn (1)-(3)
were used to calculate the H, conversion, H,0, selectivity, and
H,0, production rate, respectively:

total moles of H, reacted
total moles of H, fed

H, conversion(%) = x 100 (1)
moles of H,O, generated

H,O0,; selectivity(%) =
20; selectivity (%) total moles of H, reacted

%100 (2)

H,0, production rate(mmoly,o, gpy " hfl)
B mmol of H,O, formed
~ weight of Pd(g)in catalyst x reaction time(h)

x 100 (3)

The H,0, hydrogenation and decomposition tests were
performed under the same reaction conditions, except that gas
mixtures of H, + N, (22 mL min~", H,/N, = 1/10, for hydroge-
nation) or pure N, (22 mL min~", for decomposition) were used
instead of H, + O, feed. Then, 1 mL of 30% aqueous H,O,
solution was added. The concentration of remaining hydrogen
peroxide was measured by the iodometric titration, and the
fraction of converted H,O, (%) was calculated with eqn (4) as
follows.

H,0, decomposition(%) =

initial concentration of H,O, — final concentration of H,O,
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Fig. 1 STEM images for the catalysts (a—d). STEM image and EDS
mapping images of Pd-PVP(3) catalyst. (e) STEM image, (f) EDS
mapping image of Si and Pd element, (g) EDS mapping image of Pd
element, and (h) EDS mapping image of N element.

out of explosive range. However, our research was performed
under explosive range in order to obtain high H,O, yield which
is can be substantially affected by H,/O, ratio. Under this
explosive area, powder type catalyst should be banned. Instead,
slurry phase catalyst including reaction medium with powder
catalyst can avoid the explosion. In addition, high temperature
catalyst powder can make a fire while it is mixed with the
reaction medium, thus the slurry phase must be mixed with
completely cooled powder.

Results and discussion

Prior to investigate the effect of PVP on Pd catalyst, several
catalytic properties need to be controlled. In this perspective,
size effect of Pd particles which has been reported in a number
of researches should not be a main factor determining the
catalytic activity.>**®**® Thus, we prepared PVP added catalyst by
using a pristine Pd/SiO, synthesized at once as described in the
experimental section. Fig. 1a-d confirm that Pd particles, which
appear in bright color, were dispersed on the surface of SiO,
with negligible differences. They mainly present 5-7 nm size of
Pd and some of agglomerated Pd particles co-existed. In terms
of optimum size of Pd, F. Menegazzo and co-workers demon-
strated Pd particle between 2-3 nm was able to activate O,
molecules without dissociation, enabling selective H,O,
synthesis.** Meanwhile, P. Tian and co-workers found that sub-
nano dominating (between 1.4-2.6 nm) Pd catalyst increased
H,0, selectivity, and especially, ~1.4 nm of Pd particles
substantially improved the selectivity by suppressing H,O
pathway.>® On the other hand, under coordinate sites

Safety

Using explosive gas feed composed of H, and O, should be
controlled safely. Less than 4 mol% of H, with O, balance is an

19954 | RSC Adv, 2020, 10, 19952-19960

initial concentration of H,O,

x 100 (4)

denominated as corner or edge sites can be changed on the
basis of particles size, which is crucial for H,0, selectivity.?**
More than 3.5 nm, the larger Pd particle exposed smaller ratio

This journal is © The Royal Society of Chemistry 2020
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Fig.2 Infrared spectra of the Pd/SiO,, Pd—-PVP(1), Pd—PVP(2), and Pd—

PVP(3) catalysts.

of the under coordinate sites, resulting in high H,0, selectivity.
Based on the literatures, it can be said that the prepared Pd/SiO,
and PVP-added Pd/SiO, catalysts are appropriate for investi-
gating the effect of PVP addition due to their similar size
distributions and size range over 3.5 nm (insets in Fig. 1a-d). In
detail, the size distributions of the Pd particles were obtained by
counting more than 150 number of particles and their average
particles sizes were in the range of 6.07-6.35 nm.

In Fig. 2e-h, EDS mapping images for Pd-PVP(3) catalyst are
shown to examine whether the PVP molecules adsorbed on the
place we expected or not. Since nitrogen is a light element,
unfortunately Pd-PVP(3) having enough amount of PVP mole-
cules only exhibited reliable counts in the EDS analysis. As
shown, bright color particles are in good agreement with Pd
element points with green (Fig. 1e and g). However, it is found
that N atoms are detected throughout the SiO,, and more
intense along with the surface of SiO,, indicating PVP molecules
distributed on the surface of SiO, without preference toward Pd
particles. Thus, it can be supposed that Pd-PVP(3) contains
excess amount of PVP.

Since the polymer, PVP, was difficult to be identified in the
TEM images, the relative amount of PVP in the catalyst was
confirmed by FT-IR analysis (Fig. 2). As shown, the character-
istic peaks of the C=0 and C-N-C bonds in PVP were observed
at 1670 cm ™' and 1480 cm ™', respectively. When the higher
concentration of PVP was used in preparation step, the C=0
and C-N-C peaks were more intense as expected. The gradual

View Article Online
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increase in the peak intensities indicated that larger amount of
PVP was adsorbed on the Pd/SiO,. In addition, Fig. 2 shows
a shift of C=0 bond from Pd-PVP(1) to Pd-PVP(3). It can be
elucidated by the interaction between PVP and Pd particles.
Through FT-IR spectra, pristine PVP and PVP interacting with
metal particles can be determined by peak shift of carbonyl
group (C=0).>**R. ]. Kalbasi et al. reported that when carbonyl
bond of PVP was coordinated to Pd particles, peak of C=0
shifted to a lower wave number (1636 cm ™ ') compared to the
pristine PVP (1655 cm ™ ").>? They suggested that the interaction
between Pd and C=O bond resulted in weak CO stretches.
Similarly, C.-L. Lee et al. compared PVP on Pd nanospheres with
PVP molecule by FT-IR spectra.*® They also found a shift of
stretching frequency of the carbonyl group toward low wave
number when PVP interacted with the Pd particles. Likewise, we
also found a shift of carbonyl group over Pd-PVP(1) and Pd-
PVP(2) compared to Pd-PVP(3), implying that PVP molecules in
Pd-PVP(1) and Pd-PVP(2) properly formed interaction with Pd
particles but Pd-PVP(3) included excess amount of PVP as
supposed above TEM analysis.

In Table 1 and Fig. 3, the quantity of adsorbed PVP was
measured by TGA analysis once more. The weight loss of the
catalyst that is assigned to combustion of PVP molecule. In
Fig. 3, solid lines indicate that Pd-PVP(1), (2), and (3) catalysts
contained about 4, 7.5, and 10.8 wt% of PVP, respectively,
before the DSHP reaction. However, unexpected continuous
weight loss is observed in the temperature range over 400 °C.
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Fig. 3 TGA profiles of Pd-PVP(N) (N = 1, 2, and 3) catalysts before and
after DSHP reaction. Denominated by ‘B’ indicates before reaction
(solid line) and ‘A" indicates after reaction (dotted line).

Table 1 Exposed Pd areas, peak centers of Pd 3d, and PVP loadings of the prepared catalysts

Peak center” (eV)

Catalyst Exposed Pd area” (m* gpq ') 3dsp 3ds, Actual PVP loading® (wt%)
Pd/SiO, 193 340.1 335.0 n.d.

Pd-PVP(1) 157 340.2 335.2 4.0

Pd-PVP(2) 133 340.2 335.2 7.5

Pd-PVP(3) 74 340.3 335.3 10.5

“ Exposed Pd areas were calculated by CO pulse chemisorption. ? Peak centers of Pd 3d spectra were measured by XPS analysis. ° Actual PVP

loadings were measured by TGA analysis. n.d. indicates not determined.

This journal is © The Royal Society of Chemistry 2020
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Fig. 4 XRD diffractogram of Pd/SiO, and Pd-PVP catalysts. Black
circle indicates Pd(111) crystal plane and black diamond indicates
amorphous SiO,.

Since PVP combustion under air condition occurs mainly
around 300-400 °C, it should be explained by other reason. The
surface terminal groups of SiO,, siloxane (=Si-O-Si=) and
silanol (=Si-OH), can be changed by thermal treatment. R.
Mueller et al. determined that SiO, loses its surface hydroxyl
group from 120 °C to 800 °C by using both TGA and titration
analysis, resulting in continuous weight decrease.** According
to this, we performed TG analysis for fresh Pd/SiO, without any
PVP and presented it in Fig. S1.1 First run of TGA for Pd/SiO,
showed 0.8 wt% of continuous weight loss over 100 °C, corre-
sponding to the literature. This weight loss didn't shown in
second run of Pd/SiO,, indicating that surface hydroxyl groups
were completely eliminated during first run of TGA. Hence,
exact weight loss of PVP in those catalysts could be re-calculated
by subtracting weight loss of fresh Pd/SiO, (0.8 wt%), as follows:
Pd-PVP(1) = 3.2 wt%, Pd-PVP(2) = 6.7 wt%, and Pd-PVP(3) =
10.0 wt%.

Interestingly, the weight loss of the catalysts are different
after the reaction. When PVP molecules were contained more
than 7.5 wt% (Pd-PVP(2) and (3)), the molecules were detached
and/or decomposed of 1-1.5 wt% during the reaction. However,
Pd-PVP(1) showed negligible difference in weight loss. Thus, it
is notable to say that Pd-PVP(1) has an optimum amount of PVP
for occurring the interaction between Pd and PVP, which cannot
be defined in the IR spectra. In addition, the less weight loss of
the used Pd-PVP(2) and (3) could be explained by detachment
rather than decomposition, because, if it was decomposed, Pd—
PVP(1) also showed a distinguishable weight loss after the
reaction.

XRD data of the catalysts are shown at Fig. 4. A broad peak at
22° indicates amorphous SiO,.** Palladium metal diffractogram
are (JCPDS no. 46-1043 Pd) at 40°, 46°, and 68° which are
assigned to Pd(111), Pd(200), Pd(220), respectively, but owing to
low Pd content (~0.8 wt%), peaks of Pd(200) and Pd(220) are not
distinct enough to be analyzed here, therefore only Pd(111) peak
is identified and marked. However, it is obvious that metallic
diffraction information of Pd is identified over all the catalysts,
indicating that Pd catalyst was sufficiently activated to metallic
state during reduction.

19956 | RSC Adv, 2020, 10, 19952-19960
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Fig. 5 XPS spectra of the catalysts. (a) Pd 3d region and (b) N 1s region
of Pd/SiO,, Pd-PVP(1), Pd—PVP(2), and Pd—PVP(3).

PVP can interact with the metal through either way; with-
drawing electrons or providing electrons. In terms of the
former, PVP molecules can interact with Pd particle due to their
C=0 and C-N-C bonds since those groups contain high elec-
tronegativity elements (i.e., C, N, and O) compared to Pd. They
can withdraw electron density from the electron-rich Pd parti-
cles to form the interaction. On the other hand, Y. Borodko et al.
found that unshared electron pairs in O and N atoms provided
themselves to electron deficient Pt, resulting in strong interac-
tion between metal and PVP.*® XPS analysis solved this uncer-
tainty. In Fig. 5, the XPS spectra revealed how PVP and Pd
exchanged electrons. The electronic state of Pd in the pristine
Pd/SiO, was observed, and the signals of both Pd 3ds,, and Pd
3d3/, were almost equal to what is typical of metallic Pd® (334.9
eV). However, the peak center in the spectra of the Pd-PVP/SiO,
catalysts shifted to a higher binding energy (335.2-335.3 eV,
Table 1). Moreover, the peak attributed to Pd** became more
intense, meaning that PVP generated electron-deficient Pd
species. In terms of the N 1s regions, the Pd-coordinated N 1s
peaks shifted to a low binding energy (399.1 eV) compared to
those of pristine PVP (399.4 eV). The N 1s peak was located at
a lower binding energy when the catalyst contained a lower
amount of PVP. This is because the exact amount of electron
withdrawn by PVP molecules are similar, causing average elec-
tron state of N 1s gradually close to that of pristine PVP. It also is
good agreement with the similar electronic state of Pd around at
335.2-335.3 eV of Pd-PVP catalysts even though they contain
different amount of PVP. As a result, it is examined that elec-
trons were transferred from the electron-rich Pd (induced by
reduction step in preparation) to the nitrogen in PVP instead of
forming interactions by the unshared electron pairs of nitrogen
or oxygen atoms. In addition, notably, the electron transfer
induced by PVP resulted in an electron-deficient Pd species, and
especially, Pd-PVP(1) is an optimized catalyst in terms of PVP
interacted Pd.

CO pulse chemisorption analysis was performed to measure
the exposed Pd area as PVP content increased. As described
above, since the amount of PVP in Pd-PVP(1) was enough to
form interactions with Pd, decrease of the exposed Pd area (193
— 157 m” gpq ') can be derived by an occupation of Pd sites.
Moreover, the exposed Pd area gradually decreased as the PVP
content increased. It might be induced by PVP layers on the
surface of Pd/SiO, which can crucially cause mass transfer

This journal is © The Royal Society of Chemistry 2020
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Fig. 6 Direct synthesis of hydrogen peroxide using Pd/SiO,, Pd-—
PVP(1), Pd-PVP(2), and Pd-PVP(3) as catalysts in the presence of
ethanol and HsPOy: (a) H, conversion and H,O, selectivity; (b) H,O;
productivity (gram-Pd-specific H,O, production rate).

limitation of gas molecules. Thus, for the catalytic activity, these
situation is expected to reduce H, activation in DSHP reaction.

Fig. 6 shows the catalytic activity for DSHP with the prepared
catalysts, including their H, conversions, H,O, selectivities and
H,0, production rates. As the PVP content increased (Pd/SiO,
— Pd-PVP(3)), the H, conversion decreased. This reduced H,
conversion can be attributed to lowered amount of exposed Pd
sites which mainly accounted for H, activation (Table 1). Based
on the CO chemisorption results, larger PVP content resulted in
lower Pd sites by either ways; interaction between Pd and PVP,
and PVP polymer layer surrounding the Pd surface. For the
latter, Giorgianni et al. investigated the effect of polyvinyl
alcohol as a capping agent on the kinetics of direct hydrogen
peroxide production.” The polyvinyl alcohol layers on the
surface of the nanoparticle were shown to hinder mass transfer.
Thus, in a similar manner, the PVP layers formed on the Pd
likely impeded the mass transfer of the reactants. Therefore,
removing PVP layers would be expected to enhance the catalytic
activity as expected.

However, Pd-PVP(1)/SiO, achieved higher H,0, production
rate (1001 mmoly o, gpa” * h™ ") than Pd/SiO, did (750 mmoly o,
gpa  h™"), which resulted from enhanced H,0, selectivity of
Pd-PVP(1) (Fig. 6b). Above characterizations for PVP added Pd/
SiO, catalyst disclosed that the layers not only interrupted mass
transfer but also influenced the oxidation state of Pd (Fig. 5). As
described in the XPS analysis, overall, the Pd 3d region became
more electron deficient when PVP was added.

The effect of the Pd oxidation state on the DSHP has been
studied for explaining H,O, selectivity. Choudhary et al. argued
that unlike Pd® (Pd metal), PAO (Pd>") was a suitable catalyst for
the selective synthesis of H,0,, because PdO inhibited the
decomposition and hydrogenation of H,0,.>*° N. M. Wilson
et al. demonstrated that electron back-donation to adsorbed
0-0O molecules can facilitate O-O bond dissociation; thus,
a lower electron density resulted in higher H,O, selectivity.® In
terms of Pd-PVP catalyst, it was found by XPS analysis that PVP
adsorbed Pd showed electron deficient state compared to pris-
tine Pd/SiO,. Correspondingly, as shown in Fig. 6, a comparison
of the H,0, selectivities of Pd-PVP(1) and Pd/SiO, suggested
that the electron-deficient Pd in Pd-PVP(1) improved its H,O,
selectivity (27% — 42%) by suppressing O-O bond dissociation
as well as further H,0, decomposition. In addition, H,O,
selectivity continuously increased as PVP content increased
(44% for Pd-PVP(2) and 52% for Pd-PVP(3)). However, it has to

This journal is © The Royal Society of Chemistry 2020
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7 772 H.0, hydrogenation & decomposition
H,0, decomposition

H, conversion (%)
H,0, selectivity (%)
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Fig.7 (a) Iso-conversion DSHP results of the catalysts. It was obtained
by varying the amount of Pd metal. (b) H,O, hydrogenation and
decomposition results of the catalysts. The H,O, hydrogenation and
decomposition tests were performed under (H, + Nj), and the
decompositions tests were performed under pure N».

be pointed out here that a product (H,0,) selectivity of succes-
sive reaction such as DSHP can critically be affected by
conversion of a reactant (H,). For instance, one catalyst gener-
ally shows higher H,O, selectivity at low H, conversion under
different reaction conditions. Thus, to avoid a misunder-
standing of H,0, selectivity trend, H,O, selectivity should be
examined by iso-conversion tests as below.

Fig. 7a shows iso-conversion tests of the catalysts. By
adjusting H, conversion to 7.5%, their H,0, selectivity trend
became more distinguishable and reliable. It was obvious that
Pd-PVP(1) achieved the highest H,0, selectivity of 72%. In
addition, Pd-PVP(2) and Pd-PVP(3) having excess PVP showed
gradual decrease in H,0, selectivity. The reason for their low
selectivity is proposed as the poor back-diffusion of the
produced H,0,.”® It was reported that poor back-diffusion
caused by the layer of capping agent (polyvinyl alcohol) led to
low H,0, selectivity since further decomposition/hydrogenation
of H,0, to H,O was unavoidable on the surface of catalyst.
Thus, the excess PVP layers offset the positive effect of the PVP
on electron-deficient Pd species, resulting in low H,O, selec-
tivity (72% — 32%).

Meanwhile, in terms of PVP molecule, its hydrophilicity/
hydrophobicity can affect the catalytic performance. In detail,
PVP has two main repeating group; pyrrolidone moiety
(hydrophilic component) and alkyl group (considerable hydro-
phobic group).** Yao X. et al. measured octanol-water affinity
coefficients (KAow) of nanoparticles with PVP to investigate
hydrophobicity of the nanoparticles. KAow values higher than 1
mean a hydrophobic compound, while those less than 1 indi-
cate a hydrophilic one. Over their NPs with PVP, KAqw value of
the NPs with PVP were close to 1, implying the amphiphilic
property of PVP.* In addition, to stabilize metallic nano-
particles in aqueous solution, C=0 bonds in PVP molecules
surround the nanoparticles while pyrrolidone and alkyl group
are placed outward,*"** suggesting that the surface of Pd-PVP
catalysts could expose either hydrophobic or hydrophilic
groups. Thus, this study more focused on the distinct and
observable effect of PVP on electronic alteration and mass
transfer limitation.

Fig. 7b shows the results of the decomposition and hydro-
genation of H,0,. The H,0, decomposition rate and the
hydrogenation rate of the catalysts gradually decreased as the
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Fig. 8 TEM images of the catalysts before the DSHP; (a) Pd/SiO,, (b)
Pd-PVP(1), (c) Pd-PVP(2), and (d) Pd-PVP(3). TEM images of the
catalysts after the reaction; (e) Pd/SiO,, (f) Pd—PVP(1), (g) Pd—PVP(2),
and (h) Pd—PVP(3).
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Fig. 9 Catalyst recycling test results (rate of H,O, production by Pd—
PVP(1)). Recycling tests were performed under the same conditions as
the H,O, direct synthesis tests.

PVP content increased. This phenomenon resulted from both
alterations to the electronic state of Pd and mass transfer
hindrance by PVP layer. By comparing the H,O, conversions of
Pd/SiO, and Pd-PVP(1), Pd-PVP(1) showed much higher order
of lowered H,0, conversion (64.5% and 43%, respectively)
compared to H, conversion (15.7% and 13.2%, respectively).
Suppression of the H,0, conversion is well elucidated by the
positive effect of electron deficient Pd species and also under-
pins the high H,0, selectivity of Pd-PVP(1). Meanwhile, excess
PVP suppressed the conversion of H,O, to a great extent by
hindering the mass transfer of the reactant from the bulk
solution to the catalyst surface, which was in good agreement
with the back-diffusion situation shown in Fig. 7a.
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After the DSHP (Fig. 8), no distinguishable difference in the
catalysts were observed, indicating that the textural properties
of the Pd-PVP/SiO, catalysts were stable for DSHP reaction.
However, the reuse test of the most active Pd-PVP(1) catalyst
shows necessity of further study. As observed in Fig. 9, the
activity of the catalyst slightly decreased when the catalyst was
recycled accompanying slight increase of H, conversion (13.2 to
13.5%) and decrease of H,0, selectivity (42% to 40%). From this
result, it could be assume that there is an inevitable deactiva-
tion of PVP promotes catalyst despite of a loading of the
adequate amount of PVP such as Pd-PVP(1). By using FT-IR
spectra, a slight change of the peak intensity was observed. In
Fig. S2,1 those spectra of the pristine Pd-PVP(1) and 3rd used
Pd-PVP(1) are shown in the range of PVP molecule bonds.
Obvious C=0 bond and C-N-C bond included in PVP molecule
are observed in pristine Pd-PVP(1) catalyst, and the peak
intensities of those bonds slightly decrease after the catalyst
used. Considering the TGA data, Pd-PVP(1) can retain near
most of adsorbed PVP but it can lose the molecules while
repeating the DSHP reaction. Therefore, reusability of these
catalysts needs to be further improved since PVP can be slightly
but continuously detached from the surface of the catalyst
during catalytic reactions.

To compare catalytic activities of Pd-PVP(1) with those of
other developed -catalysts, literatures were surveyed and
summarized at below Table 2. It contains activity test results
performed under similar reaction system (semi-batch and
ambient pressure). It is observable that higher H,O, selectivities
were obtained with lower H, conversions although there are
major unseen factors (e.g., reaction temperature, feed ratio,
medium, acid concentration, and electronic state of metals)
determining the catalytic activity, especially over Pd mono-
metal catalysts. Thus, by considering similar H, conversion,
our PVP-modified Pd/SiO, (6.3 nm Pd) obtained comparable
H,0, selectivity to highly dispersed Pd catalyst such as Pd/N-
TiO,(c) (2.2 nm) and Pd/hydroxyapatite (1.6 nm), suggesting
that those developed catalysts can be further improved by
adopting our findings. In terms of bi-metal catalyst, Pd-Te
showed 100% of H,0, selectivity at low H, conversion of 6%,
and a renowned Au-Pd catalysts showed 40% of H,O, selectivity
under no additive conditions, indicating that a great selectivity
could be achieved with bi-metal modification. In a similar
manner, those Pd based bimetal catalyst also has potential for
being enhanced their activity through the surfactant effect.

Table 2 Catalytic activities for Pd/SiO, and Pd—PVP catalysts under different reduction conditions

Catalysts Additives H, conv. (%) H,0, selec. (%) Ref.
Pd-PVP(1) H,PO, 7.5 72 This study
Pd/rutile TiO, H,PO, 9 56 43
Pd/N-TiO,(c) H,S0, 6 75 44
Pd/hydroxyapatite H,S0, 2 94 31
Pd/mesoporous anatase TiO, H,S0, 40 40 45
Pd-tellerium/TiO, H,S0, 6 100 46

Au-Pd alloy H,S0, None 59 47

Au-Pd alloy None 32 40 48
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Overall, the PVP in the synthesis of nanoparticles could play
two roles. The highly electronegative nitrogen atoms in PVP can
alter the electronic structure of the active sites by withdrawing
electron density from the metal atoms. Additionally, when the
concentration of PVP is sufficiently high, the PVP forms
a surface layer that limits mass transfer of molecules. Thus, for
Pd-PVP(1)/SiO,, which has a suitable amount of PVP, the
positive effect of PVP was dominant, resulting in the highest
H,O0, selectivity and production rate. This study showed that the
surfactants used in nanoparticle synthesis could alter the
surface electronic states to being favourable for certain reac-
tions. Hence, it is possible to both improve the catalytic activity
and stabilize the nanoparticles by controlling the surface
surfactant concentration rather than completely removing the
surfactant.

Conclusions

We investigated the effects of PVP adsorbed on the catalyst
surface in the DSHP by preparing PVP-adsorbed Pd/SiO, cata-
lysts. The experimental results showed that the electrons of Pd
migrated to the PVP, inducing the electron deficient Pd species
for high H,O, selectivity. Excess PVP on the Pd surface was
shown to inhibit the mass transfer of the reactants and impede
the production of hydrogen peroxide. The former caused low H,
conversion, and the latter caused low H,0, selectivity due to
further decomposition. In conclusion, an adequate amount of
PVP on the Pd/SiO, catalyst improved the H,O, selectivity
compared to slight decrease in H, conversion, leading to the
highest H,0, production rate of 1001 mmoly o, gpa * h~'. From
this study, it is notably found that moderate content of such
surfactants on the particle surface provide a betterment
compared to a complete elimination of them. In addition,
stable interaction between N containing groups and Pd can be
considered as a promising way to develop DSHP-adequate
catalysts in terms of electron deficient +Pd species.
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