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Support Engineering for the Stabilisation of Heterogeneous
Pd3P-Based Catalysts for Heck Coupling Reactions
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This work is dedicated to Prof. Dr. Evamarie Hey-Hawkins and her inspiring contributions in the field of phosphorus chemistry.

Herein we report the use of a supported Pd3P catalyst for Heck
coupling reactions. For the stabilisation of Pd3P and Pd, as
reference system, the silica support material was modified via
phosphorus doping (0.5 and 1 wt% P). Through this so-called
support engineering approach, the catalytic activity of Pd3P was
clearly enhanced. Whereas an iodobenzene conversion of 79%
was witnessed for Pd3P@SiO2 in the coupling of styrene and
iodobenzene in 1 h, 90% conversion could be achieved using

Pd3P@1P-SiO2. This improved catalytic activity probably stems
from an electronic modulation of the support surface via the
introduction of phosphorus. Simultaneously, the recyclability
was boosted and the Pd3P@1P-SiO2 catalyst has shown to
maintain its catalytic activity over several recovery tests. Hereby,
metal leaching could almost be suppressed completely to 3%
by the use of a P-modified silica support.

Introduction

The use of phosphorus in catalysis has greatly been extended
from the conventional application as phosphine ligands in
homogeneous catalysis[1–3] and has now also found significant
attention in the field of heterogeneous catalysis.[4–6] Hereby,
transition metal phosphides have been investigated in detail in
various catalytic reactions,[7] such as hydroformylation,[8–10]

hydrogenation,[11–19] photocatalytic Suzuki coupling[20] and de-
sulfurization reactions.[21–23] The high catalytic activity of tran-
sition metal phosphides can be traced back to the dilution of
the transition metal using phosphorus, which leads to the
formation of highly uniform and defined “frustrated” single
metal sites.[4,9,10] This d-metal/p-block element combination
strategy not only leads to the formation of highly active
catalysts but can also be associated with a convenient catalyst
synthesis, a low (noble) metal content and an improved catalyst
stability.

On this basis, we recently have investigated the use of
supported palladium phosphides as catalysts for the Wacker–

Tsuji-oxidation of alkenes.[24] Through the incorporation of
phosphorus into palladium and the subsequent formation of
palladium phosphide, an enhanced selectivity and catalytic
activity could be achieved in comparison with a purely Pd-
based catalyst.[24] At the same time, the application of metal
phosphides opens the perspective to reduce the noble metal
content in comparison with pure Pd catalysts, which is
important for a sustainable use of scarce metal resources. These
outcomes paved the way for employing this system in further
reactions, which are up-to-date majorly catalysed by pure
palladium.

In this context, one very well-established application of Pd-
based catalysts are Heck-coupling reactions, enabling the C� C
bond formation starting from olefins and aryl or vinyl
halides.[11,25–27] For this type of coupling reactions palladium-
based complexes have extensively been investigated as homo-
genous catalysts showing moderate to excellent yields.[28–30]

However, these reaction systems have the disadvantage of
requiring complex techniques for the catalyst separation from
the reaction mixture and therefore the catalyst reuse is largely
limited.[31] Therefore, the application of solid state, heteroge-
neous catalysts, facilitating a facile catalyst separation, has
gained considerable attention, not only in an academic but also
in an industrial context.[25,31–36] A topic of debate is hereby the
true heterogeneous nature of these catalysts, as there is
literature evidence on leached Pd species, which could function
as actual catalyst in the liquid phase.[25,34,37,38] This would make
the use of a heterogeneous catalyst obsolete and also results in
a tremendous metal loss (metal leaching) and consequently a
hampered catalyst recovery and recycling.[33–35]

To overcome metal leaching and also to avoid the
agglomeration of metal species during the reaction in hetero-
geneous catalysts, various strategies have been
investigated,[39,40] whereby the main goal is an enhanced
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fixation of the catalytically active species on the support
surface. For example, the support surface has been modified by
different methods, such as by the use of various functional
groups on the surface,[41] the introduction of defects into metal
oxides[42] or the implementation of dopants (e.g. sulphur,[43,44]

nitrogen[44–48] or oxygen[49,50]) into the support. The concept of
doping, for example nitrogen doping, has found particularly
attention for carbon-based supports,[51,52] and has demonstrated
to be very successful in liquid phase reactions.[53] However, only
very few examples include the use of phosphorus as dopant for
support materials.[54–61] This seems counterintuitive since
phosphine ligands have been shown extraordinary compounds
for the coordination of transition metals in the field of
homogeneous catalysis. Also, in the few studies reported, it was
proven that phosphorus doping of support materials has the
potential to result in an enhanced thermal stability and
modified coordination environment of the catalytically active
species, which finally influences the catalytic performance.[6,62,63]

The goal of this study is the investigation of heterogeneous
Pd-based catalysts for Heck coupling reactions. The main focus
was hereby a sustainable catalyst design, which requires a
highly active catalyst with a low noble metal content, which
can easily be recycled after the reaction without any substantial
loss in catalytic activity. To achieve these goals, two approaches
are pursed. Firstly, according to the d-metal/p-block element
strategy, a Pd3P-based catalyst with highly defined and
uniformly distributed metal sites was synthesized. Secondly, the
catalysts stability and consequently recyclability were enhanced
via a so-called support engineering approach. Therefore,
phosphorus, as dopant and anchoring point, was incorporated
into silica as carrier material for Pd3P. Pure Pd catalysts were
considered as reference systems.

Results and Discussion

Support and catalyst synthesis and characterization

Phosphorus-modified silica supports were synthesized via
impregnation of NH4H2PO4 on silica. Earlier studies have
achieved the synthesis of P-doped supports through the
treatment of the corresponding support material with various
P-precursors, such as H3PO4,

[61] PPh3
[58,59] or NH4H2PO4

[55,57]

followed by a calcination step. NH4H2PO4 was selected as P-
precursor in this study, due to its nontoxic and noncorrosive
character, which simplifies the synthetic procedure. Depending
on the phosphorus loading on the silica, the supports are
labelled as 0.5P-SiO2, 1P-SiO2 and 5P-SiO2, corresponding to
0.5 wt%, 1 wt% and 5 wt% P loading, respectively. Subse-
quently the impregnated silica samples were calcined under air.
Throughout the thermal treatment the decomposition of
NH4H2PO4, forming NH3 and H3PO4 is taking place,[64–66] whereby
the in-situ formation of H3PO4 ultimately serves as phosphorus
source for the silica modification. To find a suitable temperature
for the thermal treatment, silica impregnated with NH4H2PO4

was firstly analysed via TG-DTA (Thermogravimetric Analysis-
Differential Thermal Analysis). The TG analysis was performed

under air up to 650 °C with a temperature ramp of 10 Kmin� 1.
The complete decomposition of NH4H2PO4 was found to take
place around 400 °C (Figure S18). Hence, a calcination temper-
ature of 600 °C was selected for the preparation of P-modified
supports to ensure the complete decomposition of NH4H2PO4.

The modified supports were characterized using PXRD
(Powder X-ray diffraction). However, even with a 5 wt% P
loading no reflexes were visible, which indicates the amorphous
nature of the formed phosphorus-containing species (Fig-
ure S1). It seems reasonable to assume the formation of
phosphate species on the silica surface, since similar reaction
conditions and subsequent observations were reported for the
formation of silicon phosphates, such as Si3(PO4) and Si-
(HPO4)2·H2O,[67] on silica.[68,69] Further a TG analysis (Figure S19)
was performed for the 5P-SiO2 support and a mass loss of 2.5%
till approximately 350 °C could be observed, which indicates the
loss of phosphorus species and adsorbed water from the
support.

SEM analysis (Scanning Electron Microscopy) in conjunction
with EDX (Energy-Dispersive X-ray Spectroscopy) measurements
were carried out for the phosphorus-modified support materi-
als. The EDX elemental mapping of phosphorus modified
supports with 1 and 5 wt% phosphorus loading (1P-SiO2 and
5P-SiO2) indicated the presence of phosphorus on the silica
support and showed a uniform distribution of P on the support
(Figure 1, Figures S12 and S13). These observations confirmed
the success of the described method for the phosphorus
modification of silica. However, probing an element with
composition of less than 1 wt% is indeed difficult with the
capacity of SEM-EDX, and consequently elemental mapping
results of the 0.5P-SiO2 support material could not be obtained.

Inspired by the great catalytic performance of Pd3P@SiO2 in
catalytic Wacker–Tsuji oxidation reactions of alkenes,[24] Pd3P on
silica and Pd on silica, as reference catalyst, were prepared for
the application in Heck coupling reactions as part of this study.
Therefore, either unmodified silica or the P-modified silica
samples described before, were used as support materials. A

Figure 1. SEM image and EDX mapping of 1P-SiO2, confirming the uniform P
distribution on silica.
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short overview of the catalysts, which are in the focus of this
paper, is given in Table 1. For all catalyst syntheses, an
impregnation loading of 10 wt% Pd on silica was selected,
considering the facile phase identification of the materials via
powder X-ray diffraction.

Supported Pd3P on silica (Pd3P@SiO2) was synthesized
according to a modified literature procedure.[8,24] Phosphoric
acid (H3PO4) and palladium acetate (Pd(OAc)2) were impreg-
nated on silica with an exact Pd/P ratio of 3 and the sample was
consequently reduced in pure hydrogen at 400 °C for 4 h. The
PXRD analysis of the obtained product showed the formation of
the Pd3P phase. However, reflexes corresponding to metallic Pd
at diffraction angles of 46.9° and 82.5° could also be observed
in the diffractogram, indicating an incomplete phase formation
(Figure 2a). Consequently, the duration of the thermal treat-
ment was extended to 8 h, which resulted in the successful
formation of phase pure Pd3P (Pd3P@SiO2, Figure 2b). Broad
reflexes, possibly due to small particle sizes, were observed for
the synthesized palladium phosphide (Pd3P@SiO2) in compar-
ison to the literature reported supported Pd3P, which was
synthesized using NH4H2PO4 as phosphorus source.[70] However,
NH4H2PO4 was not used as phosphorus precursor in this study,
since the Pd3P formation on silica is only successfully using a
large excess of NH4H2PO4, which ultimately results in
phosphorus-containing residues on the silica support.

In order to enhance the particle size through sintering and
to obtain a clearer diffraction pattern, the synthesized
Pd3P@SiO2 was heated to 600 °C for 6 h in argon. However, this
only results in the loss of phosphorus and the formation of pure
Pd (Figure 2c). These findings are in line with the reported
formation mechanism of supported Pd3P, starting with the
formation of metallic Pd during the thermal treatment in H2

followed by further incorporation of phosphorus forming
palladium phosphide.[14,24] Applying an increased temperature
only leads to the loss of P from the structure and ultimately
results in the formation of metallic Pd.

For the synthesis of the purely Pd-based reference catalyst
(Pd@SiO2) similar conditions were applied as for the synthesis of
Pd3P@SiO2. Again Pd(OAc)2 was impregnated on silica, this time
without the addition of phosphoric acid, and the sample was
consequently treated for 8 h at 400 °C in pure hydrogen to
obtain phase pure palladium on silica (Figure S3).

For the preparation of Pd3P on support engineered SiO2,
Pd(OAc)2 and H3PO4 with a Pd/P molar ratio of 3 were
impregnated on the P-modified silica supports. Subsequently,
the systems underwent thermal treatment in pure H2 at 400 °C
for 8 h. In all cases, PXRD analyses indicated the formation of
the desired Pd3P phase confirming the suitability of the applied
synthesis method (Figure S2). Similarly, Pd on P-modified silica
was synthesized and analysed via PXRD (Figure S3).

The prepared catalysts were further characterized with ICP-
AES (Inductively Coupled Plasma Atomic Emission Spectro-
scopy) to quantify the Pd and P content within the samples.
The Pd/P molar ratio of Pd3P@SiO2 was determined to be 2.31,
with a Pd content of 8.60 wt%. Analysis of the Pd and P
contents in Pd@1P-SiO2 resulted in 9.30 wt% Pd and 0.72 wt%
P and the deviation from the added 1 wt% can be due to a
slight loss of phosphorus during the thermal treatment. Details
of the ICP-AES results are provided in Table S5.

SEM analyses were performed for Pd and Pd3P on silica
catalysts (Pd@SiO2, Pd3P@SiO2). In both cases, particles distrib-
uted on a porous structure, indicating Pd or Pd3P particles on
silica, can be observed (Figures S10 and S11). For all samples
(Pd@SiO2, Pd3P@SiO2, Pd3P@1P-SiO2 and Pd3P@5P-SiO2), EDX
analyses were performed in conjunction with SEM measure-
ments to quantify the Pd, P and Si contents and to map the
elemental distribution within the materials. The EDX spectra
and the elemental compositions obtained for the materials are
provided in the Supporting Information (Figures S14–S17) and
the mapping results show a uniform distribution of Pd and P on
silica. The compositions determined are comparable to the
values estimated from the precursor stoichiometry. Further, the
distinct increase in phosphorus content can be observed from
the EDX analysis of the samples on the P-modified supports.
Exemplarily the SEM image and the EDX mapping of Pd3P@1P-
SiO2 are shown in Figure 3.

Catalytic Heck coupling reactions

The catalytic performance of Pd3P on silica and P-modified silica
was evaluated in Heck coupling reactions using iodobenzene

Table 1. Overview of the prepared catalysts.

Catalyst Description

Pd@SiO2 Prepared with Pd(OAc)2 on silica

Pd@1P-SiO2 Prepared with Pd(OAc)2 on 1 wt% P-modified silica

Pd3P@SiO2 Prepared with Pd(OAc)2 and H3PO4 on silica

Pd3P@0.5P-SiO2 Prepared with Pd(OAc)2 and H3PO4 on 0.5 wt%
P-modified silica

Pd3P@1P-SiO2 Prepared with Pd(OAc)2 and H3PO4 on 1 wt%
P-modified silica

Pd3P@5P-SiO2 Prepared with Pd(OAc)2 and H3PO4 on 5 wt%
P-modified silica (prepared only for characterization
purposes)

Figure 2. PXRD patterns of H3PO4 and Pd(OAc)2 on silica treated thermally in
various conditions: a) in H2 atmosphere at 400 °C for 4 h, b) in H2 atmosphere
at 400 °C for 8 h, c) heating b to 600 °C for 6 h in Ar. *: Pd3P [COD ID:
1539070] *: Pd [COD ID: 1011104].
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and styrene as test substrates. The investigation was further
extended to the coupling reaction of styrene and methyl 4-
iodobenzoate as well as iodobenzene and methyl acrylate. The
reaction schemes are provided in the Supporting Information
(Figure S21). Pure Pd on silica and Pd on P-modified silica were
used as reference catalysts for this study and all conversions of
the catalytic tests were determined via GC MS using n-decane
as internal standard.

As a starting point for the investigation of the catalytic
performance, tests using Pd3P@SiO2 as catalyst were performed
in different solvents (DMF, NMP, DMSO) using various bases
(K2CO3, K3PO4, Et3N). The results are summarized in Table 2. The
reaction systems utilising K3PO4-DMSO (Table 2, entry 6) and
Et3N-DMSO (Table 2, entry 5) were found to be the most
promising, whereby conversions of 81% and 79% could be
achieved in 1 h. Hence, further tests to assess the performance
of the synthesized catalysts were conducted under these
reaction conditions. Without the addition of base (Table 2,

entry 7) a drop of the conversion to only 10% was observed,
which is the result of insufficient catalyst regeneration at the
end of the catalytic cycle in the absence of a base.

Since superior performance of palladium phosphide cata-
lysts in comparison to pure Pd has been reported in the
literature in the context of hydrogenation,[71,72] hydrogen
evolution,[73] and Wacker oxidation reactions,[24] catalytic tests
using Pd@SiO2 as reference catalyst were carried out. The
comparison tests were performed using Pd3P@SiO2 and
Pd@SiO2 as catalysts (10� 3 mmol ·mL� 1, Pd basis) in DMSO at
140 °C for 60 min with K3PO4 as base. The conversion of
iodobenzene was found to be 81% (Table 2, entry 6) using
Pd3P@SiO2 as catalyst, while a comparable conversion of 86%
was obtained for the reference catalyst Pd@SiO2. In both cases a
100% selectivity towards stilbene was achieved. In order to
verify the trend of the results at lower catalyst concentrations,
the concentrations of the catalysts were reduced to 1/3rd of the
pervious quantity (3.3 ·10� 4 mmol ·mL� 1 instead of
10� 3 mmol ·mL� 1 Pd in reaction system) and tests were
performed at the conditions mentioned above (Figure S22).
These results suggest that the incorporation of phosphorus into
the metal structure and the subsequent Pd3P phase formation
does not diminishes its catalytic activity in comparison to the
purely Pd-based catalyst (only 5% conversion difference using
K3PO4 as base).

In a next step the influence of the support engineering,
using phosphorus-modified silica as support material for Pd3P
and Pd, on the catalytic activity was investigated. Three
catalysts, namely Pd@1P-SiO2, Pd3P@1P-SiO2 and Pd3P@0.5P-
SiO2 were tested as catalysts for the Heck coupling using Et3N
as base and the conversions of iodobenzene were determined
after 60 min reaction time (Table 3). While no predominant
variation of activity can be shown in the case of the purely Pd-

Figure 3. SEM image and EDX mapping of Pd3P@1P-SiO2, confirming the
uniform P and Pd distribution on silica.

Table 2. Catalytic activity of Pd3P@SiO2 in various solvent - base systems.

Entry Reaction time [min] Solvent Base Conversion [%]

1 40 DMF K3PO4 20

2 40 NMP K3PO4 57

3 40 DMSO K3PO4 75

4 40 DMSO K2CO3 40

5 60 DMSO Et3N 79

6 60 DMSO K3PO4 81

7 60 DMSO – 10

Reaction conditions: styrene (1 mmol), iodobenzene (0.6 mmol), base
(1 mmol), solvent (10 mL), Pd3P@SiO2 (10� 3 mmol ·mL� 1, Pd basis). Reac-
tions were carried out at 140 °C. Conversions were calculated considering
the concentration of iodobenzene.

Table 3. Catalytic activity of Pd and Pd3P on P-modified and unmodified
silica supports.

Entry Catalyst Pd
loading
on SiO2

[wt%]

Mol
percentage
of Pd
[mol%]

Conversion
[%]

1 Pd@SiO2 10 1.6 92

2 Pd@1P-SiO2 10 1.6 89

3 Pd3P@SiO2 10 1.6 79

4 Pd3P@0.5P-SiO2 10 1.6 90

5 Pd3P@1P-SiO2 10 1.6 90

6 Pd3P@1P-SiO2
[a] 10 1.6 10

7 Pd3P@1P-SiO2 5 1.6 89

8 Pd3P@1P-SiO2 1 1.6 91

9 Pd3P@1P-SiO2 5 0.8 96

10 Pd3P@1P-SiO2 1 0.16 83

Reaction conditions: styrene (3 mmol), iodobenzene (1.8 mmol), base Et3N
(3 mmol), solvent DMSO (30 mL), catalyst (entry 1–8: 10� 3 mmol ·mL� 1,
entry 9: 5 · 10� 4 mmol ·mL� 1, entry 10: 10� 4 mmol ·mL� 1, Pd basis). Reactions
were carried out at 140 °C for 60 min. Conversions and mol percentages
were calculated considering the concentration of iodobenzene. [a]Reaction
was carried out without any base.
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based catalysts (entry 1 and 2), the Pd3P catalysts on P-modified
SiO2 show an enhanced conversion of iodobenzene in contrast
to Pd3P on unmodified SiO2. An increase of 11% conversion was
recorded for Pd3P@0.5P-SiO2 (entry 4) and Pd3P@1P-SiO2 (en-
try 5) in comparison to Pd3P@SiO2 (entry 3). This enhanced
performance might be resulting from a modulation of the
electronic environment via a charge transfer[74] from Pd to the
P-modified support. At this point the catalytic performance of
Pd3P on the P-modified supports seems independent of the
extent of phosphorus doping (0.5 versus 1 wt% P on silica). In
all of these cases 100% selectivity towards the stilbene product
was observed.

Similar observations were made for Pt single atoms on
phosphorus-modified CeO2, where the tailoring of the Pt
coordination environment via phosphorus led to a tremendous
rise of the catalytic activity in hydrogenation reactions. The
authors contributed this activity enhancement to a charge
transfer from Pt to P, thus giving rise to a significantly higher
valence state of Pt.[55]

To underline the potential of this catalytic system, the Pd
quantity on the support material was further reduced to 5 wt%
and 1 wt% and the overall Pd concentration in the reaction
mixture was lowered (Table 3, entry 7 to 10). The PXRD patterns
of the Pd3P@1P-SiO2 catalysts with various Pd loadings are
provided in Figure S9. The catalytic test results show that
independent of the Pd loading on the support and the molar
Pd to iodobenzene ratio, high (consistent) conversions can be
achieved using Pd3P@1P-SiO2. However, due to the unambig-
uous phase identification of the fresh and the recovered
catalyst via PXRD, the Pd3P@1P-SiO2 catalysts for all further
catalytic tests within this publication refer to catalysts with
10 wt% Pd loading on silica.

To further benchmark the catalytic performances of
Pd3P@SiO2 and Pd3P@1P-SiO2 in comparison with other
literature-reported heterogeneous Pd-based catalysts, the
substrate scope was extended and Heck coupling reactions
using iodobenzene and methyl acrylate were carried out. The
test conditions were adapted from Nuri et al. using dimethyl
amine (DMA) as solvent and Et3N as base.[37] The reactions
were conducted at 140 °C for 60 min and resulted in 100%
conversion of iodobenzene and 100% selectivity towards
methyl cinnamate (Figure S24). The results obtained using
Pd3P@SiO2 and Pd3P@1P-SiO2 as catalysts are indeed very
promising in comparison with other literature reported
catalysts (Table S3).

Catalyst recovery tests

As mentioned before, the aim was not only to tune the catalytic
performance through the use of metal phosphides and
subsequent surface engineering but also to enhance the
catalyst stability and reduce metal leaching. Therefore, the
catalysts from the tests mentioned before were recovered by
centrifugation, washed with acetone and dried for subsequent
recovery tests.

Indeed, as shown in Figure 4, the recovered catalysts which
underwent surface engineering via phosphorus modification
show very promising recycling results. Whereas a drop in
iodobenzene conversion of 21% (from 92% to 71%, recovery
test 1) was observed for the Pd@SiO2 reference catalyst, only a
11% drop in conversion was observed for the Pd@1P-SiO2

catalyst.
Similar observations were made for the Pd3P-based catalytic

systems. Hereby, a drop in conversion of 12% was observed
after the first run using Pd3P@SiO2, followed by a further drop
of 7% in the third run. In contrast, the iodobenzene conversions
using Pd3P on P-modified silica are only reduced by 4% for
Pd3P@0.5P-SiO2 and 6% using Pd3P@1P-SiO2. Even though after
the first run, Pd3P@0.5P-SiO2 showed only a slight drop in
conversion (4%), an immense drop (24%) can be noticed in the
third run indicating a major loss of activity. In contrast, the
catalytic activity of the twice recovered Pd3P@1P-SiO2 stays
almost constant. This underlines that the extent of phosphorus
loading (0.5 versus 1 wt% P) on the support does have a clear
impact on the recycling behaviour.

Comparing all the recovery test results, a superior recycling
performance can be observed for Pd3P@1P-SiO2 in comparison
to other catalysts discussed. The catalysts recovered after each
run were analysed with PXRD and the results are presented in
the Supporting Information (Figures S4–S8). Except a decrease
in reflex intensities contributed by reduced crystallinity after
each run, there are no changes in the phase observed from the
PXRD patterns.

Since such exceptional recovery results were observed for
Pd3P@1P-SiO2, a base variation was investigated. Hence,
recovery tests were performed in similar conditions using
K3PO4 as the base (Figure 5). The major problem during these
tests was the limited solubility of K3PO4 in DMSO, demanding
multiple washings with solvents, such as water and acetone,
in order to obtain the pure catalyst during recovery. Due to

Figure 4. Results of recovery test conducted for the synthesized catalysts.
Reaction conditions: styrene (0.1 mmol ·mL� 1), iodobenzene
(0.06 mmol ·mL� 1), Et3N (0.1 mmol ·mL� 1), solvent (DMSO), catalyst
(10� 3 mmol ·mL� 1, Pd basis). Reactions were carried out at 140 °C for 60 min.
Conversions were calculated considering the concentration of iodobenzene.
The error bars for the recovery experiment using Pd3P@1P-SiO2 were
obtained from repetition experiments.
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the difficulty in recovering process, only one recovery run
was performed to obtain an indication about the catalyst
performances.

A dominant drop in conversion is clearly visible after the
first run conducted with Pd@SiO2 and Pd3P@SiO2, whereas the
conversion remained the constant using the support-engi-
neered Pd3P@1P-SiO2 catalyst. Despite the fact, that the initial
conversion using Pd3P@0.5P-SiO2 is about 6% higher than the
activity observed for Pd3P@1P-SiO2, a 20% drop in conversion
could be observed for Pd3P@0.5P-SiO2 after one round of
recycling. This is still less activity loss compared to the
unmodified supports, however, the finding confirms that the
amount of phosphorus used for the surface engineering plays a
critical role for the recycling behaviour. Overall, the superior
recycling behaviour of Pd3P@1P-SiO2 in comparison to the other
catalysts could be demonstrated again.

Another recovery test set has been performed using
methyl 4-iodobenzoate and styrene in presence of Et3N in
DMSO. As shown before, in the case of the coupling reaction
of iodobenzene and styrene, a slight increase in catalytic
activity and an enhanced catalyst stability during the
recycling tests were observed when Pd3P on P-modified silica,
instead of the unmodified support, was used. A clear stability
enhancement was also witnessed for the pure Pd-based
catalysts, Pd@1P-SiO2, compared to Pd@SiO2. These experi-
ments confirmed the superior behaviour using P-modified
supports (Figure S25).

Metal leaching investigation

From all the above results, the positive influence of the support
engineering using phosphorus in the field of catalytic Heck
coupling reactions using Pd and Pd3P was noticed. Not only the
catalytic activity could be enhanced in the case of Pd3P
(depending on the base and phosphorus-loading on the
support), but also the recyclability was greatly improved. From

the catalytic test and recycling data the 1 wt% phosphorus-
modified support has shown to be the lead support candidate.
This could be due to the fact that the phosphorus engineered
supports may contribute to an enhanced support-metal inter-
action, which fixated the active metal species via phosphorus
anchoring points.

To confirm this in greater detail, the metal leaching
during the catalytic reaction was investigated by hot
filtration tests and ICP-AES measurements of the fresh versus
the recycled catalysts. This is very important since especially
in heterogeneously catalysed Heck reactions high metal
leaching rates of 17%,[37] 26%[38] and even 79%[75] have been
reported in the literature. To investigate the influence of
leached Pd species, hot filtration tests were conducted for
the support modified and unmodified Pd and Pd3P catalysts.
In the case of the filtration of the hot reaction mixture,
leached Pd species should in theory still be in solution and
hopefully not be re-deposited on the surface yet.[76,77] Hereby,
the mechanism of Pd species leaching from the solid
material, catalysing the coupling reaction and redepositing
to the surface is well discussed in literature.[37,78–80] Surpris-
ingly, after the removal of the catalysts no substantial further
conversion has been observed. The details of the test results
are provided in the Supporting Information (Table S4). This
hints towards the fact that no catalytically active species are
leached from the metal catalysts. However, the hot filtration
tests cannot proof that there is no metal leaching at all
occurring, since also catalytically inactive metal species can
be leached from the catalyst or metal species can become
inactive during the leaching process.

Therefore, ICP-AES analyses of the solid catalysts before the
first reaction and after one recovery were performed in addition
to the hot filtration tests. Detailed mass percentages are given
in the Supporting Information (Table S5). The amount of
leaching and thus the impact of P-modification on the
prevention of leaching is shown in Table 4. ICP-AES results
indicate a strong susceptibility of Pd@SiO2 and surprisingly
Pd@1P-SiO2 towards leaching. However, recovery catalytic tests
confirm a superior behaviour of Pd@1P-SiO2 compared to
Pd@SiO2. When Pd3P is used instead of Pd, the leaching is
tremendously reduced. This can be seen as a great advantage
when metal phosphides are used instead of pure metals. The
phosphorus within the phosphide structure already acts as

Figure 5. Results of recovery test conducted for the synthesized catalysts up
to two runs. Reaction conditions: styrene (0.1 mmol ·mL� 1), iodobenzene
(0.06 mmol ·mL� 1), K3PO4 (0.1 mmol ·mL� 1), solvent (DMSO), catalyst
(10� 3 mmol ·mL� 1, Pd basis). Reactions were carried out at 140 °C for 60 min.
Conversions were calculated considering concentration of iodobenzene.

Table 4. Leaching of Pd after first recovery determined by ICP-AES of the
fresh and recovered catalysts. Leaching was calculated according to the
percentage of inert SiO2 material. ICP-AES results are given in Table S5.

Catalyst Pd leaching [%]

Pd@SiO2 21

Pd@1P-SiO2 25

Pd3P@SiO2 8

Pd3P@1P-SiO2 3

Reaction conditions: styrene (0.1 mmol ·mL� 1), iodobenzene
(0.06 mmol ·mL� 1), Et3N (0.1 mmol ·mL� 1), solvent (DMSO, 30 mL), catalyst
(10� 3 mmol ·mL� 1, Pd basis). Reaction carried out at 140 °C for 60 min.
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inherent stabilisation agent. This effect can further be extended
through the use of P-modified supports. When using Pd3P@1P-
SiO2 for example only 3% leaching is observed, which is a
remarkably low number in the field of heterogeneously
catalysed Heck coupling reactions.

Conclusions

In this paper we investigated supported Pd3P-based catalysts
for Heck coupling reactions with the aim to find sustainable
heterogeneous alternatives to conventional (typically homoge-
neous) palladium Heck coupling catalysts especially in terms of
leaching prevention.

While the catalytic activity during the coupling reaction
of iodobenzene and styrene with K3PO4 as base was
comparable using Pd3P@SiO2 and the reference Pd@SiO2

catalyst (81% versus 86% conversion in 1 h), a significantly
enhanced catalyst stability could be observed when
Pd3P@SiO2 in the presence of Et3N as base was used. The
catalytic activity of Pd3P could be further improved via a so-
called surface engineering approach, whereby silica was
modified using phosphorus doping. Whereas in the coupling
reaction of iodobenzene and styrene in the presence of Et3N
as base, a conversion of 79 % was witnessed in 1 h using
Pd3P@SiO2 as catalyst, 90% conversion was achieved through
the use of Pd3P on P-modified SiO2 (Pd3P@1P-SiO2). This
activity enhancement probably stems from charge transfer
processes from the metal centre to the phosphorus species
incorporated into the silica support. Moreover, through
support engineering the catalyst stability could be even
more increased and the lead candidate Pd3P@1P-SiO2 could
be recycled reproducibly over 3 recovery tests without any
substantial loss in catalytic activity. This finding was under-
lined by the remarkably low metal leaching of only 3 % found
for the Pd3P@1P-SiO2 system. The great catalyst stability is
probably induced via a strong metal-support interaction
through phosphorus-based anchoring points on the silica
support. An enhanced catalyst stability, due to the P
modification, was also demonstrated in the Heck coupling
reaction of styrene and methyl 4-iodobenzoate with Et3N. A
drop of 22% in conversion was recorded for Pd3P@SiO2 after
one round of catalyst recycling, whereas for the P-modified
system (Pd3P@1P-SiO2) a decrease of only 10% was wit-
nessed.

Based on these results, surface engineering is a promising
approach to control and tune the metal’s catalytic activity and
to enhance the catalyst stability by the prevention of metal
leaching. Future investigations will be focused on the extension
of this concept towards other support materials.

Experimental Section

Starting materials

Palladium acetate (Pd(OAc)2) with a purity of�99.9 %, methyl
acrylate (purity 99 %), styrene (purity�99%) and potassium
carbonate (purity�99 %) were purchased from Sigma Aldrich,
while iodobenzene (purity�99%) and methyl 4-iodobenzoate
(purity�98%) were purchased from TCI. Silica (Cariact,Q 20 C)
was purchased from Fuji Silysia Chemical Ltd and was used as
the support material for the catalyst. The solvents DMSO
(purity�99.9%) and acetone (HPLC grade) along with ortho-
phosphoric acid (85%) were purchased from Fischer Scientific
GmbH. NMP (purity�99.5%), HCl (37%) and DMF (purity�
99.8 %) were obtained from Acros and n-decane (purity 99 %),
which was used as an internal standard for GC measurements, as
well as triethylamine (Et3N) with a purity of 99 % were bought
from abcr GmbH. DMA with a purity 99% was purchased from
Alfa Aesar and potassium phosphate trihydrate (purity�99 %)
was purchased from Carl Roth. Hydrogen gas (purity 99.999 %)
was purchased from Air Liquide. All chemicals were used without
further purification.

Instruments

PXRD measurements were performed on a Stoe STADI-MP
diffractometer operating with a Ge-monochromatized Cu source
(λ= 1.54178 Å) in transmission mode. For the measurements
about 3–5 mg of grinded sample were placed between thin films,
which were then transferred to the sample holder. The measure-
ments were performed from 2° to 92° (2θ) with a step size of 3°
and a total measurement time of 80 min. TG-DTA measurements
were conducted in Al2O3 crucibles with a simultaneous thermal
analysis STA 409 coupled to a TASC 414/2 controller and a PU
1.851.01 power unit from Netzsch. Analyses were carried out
from 30 °C to 650 °C with a ramp of 10 °C · min� 1 and an empty
Al2O3 crucible as reference. SEM measurements were performed
using a Zeiss Supra 40 VP microscope (Zeiss, Germany), equipped
with a Schottky field emitter (2.0 nm resolution) at typically
15 keV. The powdered samples for the SEM analyses were
dispersed in water, further dripped on a silicon wafer, attached
to the sample holder and dried to obtain a thin layer of particles.
EDX measurements were carried out with the help of a
Supra40VP from Zeiss using a Sapphire Si(Li) detector from the
company EDAX Genesis. Therefore, samples were either prepared
as thin powder layer or through drop casting a water suspension
on carbon tape. Due to the choice of the support, charging
effects of certain samples were observed during the SEM and
EDX measurements. ATR-IR spectra were recorded in the region
of 4000–400 cm� 1 using a Bruker Tensor 37 FTIR spectrometer
equipped with a room temperature DLaTGS detector, a diamond
ATR (attenuated total reflection) unit and a nitrogen-flushed
measurement chamber. ICP-AES measurement were performed
in an iCap 6500 device from ThermoFisher Scientific. The samples
were therefore dissolved in nitric acid, hydrofluoric acid and
hydrochloric acid at 130 °C for 12 h using a digestion system.
Pd(OAc)2 as well as all synthesized catalysts were stored in an
Argon-filled glovebox (MBraun) prior to use to avoid undesired
surface oxidation. The reactants and products from the catalytic
testing were analysed qualitatively and quantitatively using an
Agilent GC MS model 8860 GC and 5977B MSD with n-decane as
internal standard. In a standard GC MS analysis, 20 μL sample
(taken from the reaction mixture and filtered through a 0.2 μm
syringe filter) were added to 1 mL acetone. 1 μL of this mixture
was then automatically injected into the GC MS system with a
plunger speed of 1000 μLmin� 1, a split ratio of 100 : 1 and an
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injection temperature of 250 °C. For the measurements a fused
silica capillary column (ID: 0.25 mm, film thickness: 0.25 μm, and
length: 30 m) was used along with the following program:
2.25 min at 50 °C and then ramped at 40 °C · min� 1 up to 240 °C
for 1 min with helium as a carrier gas. In order to confirm the
product spectrum, all catalysts were tested for higher conver-
sions and longer GC analyses were performed with the following
temperature program: injection temperature 290 °C, 2.25 min at
50 °C and then ramped at 10 °C · min� 1 up to 280 °C for 1 min with
helium as carrier gas. The conversions were estimated based on
the area ratios of the substrate and the internal standard using
the Agilent Mass Hunter software.

Preparation of phosphorus-modified silica

For a 1 wt% phosphorus modification (1P-SiO2), 1.00 g of silica is
impregnated with a solution of 37.1 mg (0.32 mmol) of NH4H2PO4

in 0.9 mL of water. The mixture is subsequently dried at 60 °C for
12 h. The support then underwent thermal treatment in air at
600 °C for 6 h with a temperature ramp of 15 K/min. The
procedure was repeated with half the amount of NH4H2PO4, yet
equal volume of water to obtain 0.5 wt % phosphorus modified
silica. These samples were denoted by the amount of
phosphorus present on the support: 0.5P-SiO2 and 1P-SiO2. For
the purpose of support characterization, 5 wt% phosphorus
modified silica (5P-SiO2) was also prepared as described above
using 185.5 mg NH4H2PO4.

Preparation of Pd@SiO2

100 mg (0.45 mmol) of Pd(OAc)2 was dissolved upon sonication
in 2 mL of concentrated hydrochloric acid and added via five
0.4 mL portions to 0.45 g of silica support. Between the
consecutive impregnations the material was dried at 60 °C for
30 min to ensure a homogenous distribution of the metal
species. Afterwards the substance was further dried at 60 °C for
12 h before being reduced in stagnant H2 at 400 °C for 8 h with a
heating ramp of 50 °C · min� 1. For the thermal treatment in H2

atmosphere, the dried impregnated precursors were introduced
into a quartz glass Schlenk tube, equipped with a pressure relief
valve and two stopcocks, which were connected to a Schlenk
line and the hydrogen gas bottle, respectively. The entire
apparatus underwent evacuation before the introduction of
hydrogen. Subsequently, the Schlenk tube was positioned into a
box furnace, with which the thermal treatment was carried out.
To maintain a consistent hydrogen atmosphere throughout the
thermal treatment process, intermittent dosing of hydrogen was
employed. To prevent surface oxidation, the sample was then
stored in an argon-filled glovebox prior to use.

Preparation of Pd@1P-SiO2

The Pd catalyst on phosphorus-modified silica was synthesized
using the same procedure as mentioned above, but with change in
support (1P-SiO2).

Preparation of Pd3P@SiO2

The Pd3P catalyst on unmodified silica was synthesized using the
same procedure as mentioned above, except after dissolving the
Pd(OAc)2 in concentrated hydrochloric acid, an additional 10 μL of
H3PO4 was added to the solution.

Preparation of Pd3P@0.5P-SiO2 and Pd3P@1P-SiO2

The same procedure as mentioned above was used to synthesize
the Pd3P catalyst on phosphorus-modified silica by adding 10 μL of
H3PO4 into the Pd(OAc)2 solution and impregnating this to either
0.5P-SiO2 or 1P-SiO2 instead of the pure silica.

Catalytic testing

For a standard Heck reaction, 10 mL of DMSO were given into a
25 mL round-bottom flask. To this flask 111 μL (101 mg, 0.97 mmol,
1.5 equiv.) of styrene, 72 μL (132 mg, 0.65 mmol, 1.0 equiv.) of
iodobenzene and either 256 mg (0.97 mmol, 1.5 equiv.) of K3PO4 or
133 μL (98 mg, 0.97 mmol, 1.5 equiv.) of Et3N were added. Finally,
10 mg (10 wt% Pd on silica, unless noted otherwise) of catalyst
were added to the reaction mixture after which the system was
heated to the desired temperature for the specific time while
continuously stirring at 700 rpm. Subsequently the catalyst was
separated from the reaction medium by either filtration or by
letting it cool down completely and centrifuging the mixture to
recover the catalyst for further use. The quantities discussed above
are up scaled or downscaled depending on the nature of the test.
The outcome of the catalytic tests was determined via GC MS using
n-decane as internal standard. To verify the experimental results of
the catalytic testing, blank reactions (reactions without the
presence of any Pd-containing catalyst) and repetition experiments
were conducted on a regular basis.

Hot filtration tests

The contribution of any leached species to the catalytic activities
were assessed by conducting hot filtration tests. Therefore, catalytic
tests were carried out as described before and the reaction
mixtures were heated to 140 °C. The reactions were stopped before
reaching higher conversions by removal of the heat source (oil
bath). Subsequently the catalysts were separated from the reaction
mixture via filtration of the hot reaction solution through a 0.2 μm
syringe filter. A small fraction of filtrate (20 μL) was then analysed
via GC MS, whereas the rest of the filtrate was allowed to react
further at 140 °C. After the completion of the reaction time, the
mixtures were analysed by GC MS to assess any additional
conversion after the catalyst removal.

Catalyst recovery test

In order to perform the recovery tests, the catalyst was removed
from the reaction mixture after the test through centrifugation.
Afterwards the catalyst was washed with acetone and dried in oven
at 60 °C overnight. The recovered catalyst was further quantified
and used in the recovery test. Parallel tests were performed in order
to obtain sufficient quantity of catalysts for the recycling experi-
ments.

Supporting Information

The authors have cited additional references within the
Supporting Information.[81–83] Information and experimental data
concerning the support and catalyst synthesis and character-
ization, the catalytic Heck coupling reactions and the metal
leaching investigation are provided in the Supporting Informa-
tion.

Wiley VCH Mittwoch, 08.11.2023

2399 / 326554 [S. 8/11] 1

Chem. Eur. J. 2023, e202302825 (8 of 10) © 2023 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH

Chemistry—A European Journal 
Research Article
doi.org/10.1002/chem.202302825

 15213765, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202302825 by K

arlsruher Institution F. T
echnologie, W

iley O
nline L

ibrary on [27/11/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense



Acknowledgements

The authors wish to thank Prof. C. Feldmann and Prof. P. Roesky
for their continuous support. Lorena Damsch is acknowledged
for her help during the catalytic testing. Moreover, the authors
would like to thank the Stiftung der deutschen Wirtschaft for a
doctoral scholarship for F.F. This study was further funded by
the Deutsche Forschungsgemeinschaft (DFG, German Research
Foundation) – SFB 1441 – Project-ID 426888090. Open Access
funding enabled and organized by Projekt DEAL.

Conflict of Interests

The authors declare no conflict of interest.

Data Availability Statement

The data that support the findings of this study are available in
the supplementary material of this article.

Keywords: Heck coupling · heterogeneous catalysis · metal
leaching · palladium phosphide · support engineering

[1] J. A. Gillespie, E. Zuidema, P. W. N. M. van Leeuwen, P. C. J. Kamer, in
Phosphorus(III) Ligands Homog. Catal. Des. Synth. (Eds.: P. C. J. Kamer,
P. W. N. M. van Leeuwen), John Wiley & Sons, Ltd., 2012, pp. 1–26.

[2] W. S. Knowles, Adv. Synth. Catal. 2003, 345, 3–13.
[3] R. H. Grubbs, Adv. Synth. Catal. 2007, 349, 34–40.
[4] L. A. Rupflin, C. Boscagli, S. A. Schunk, Catalysts 2018, 8, 122.
[5] L. B. Belykh, N. I. Skripov, T. P. Sterenchuk, V. V. Akimov, V. L. Tauson,

F. K. Schmidt, Russ. J. Gen. Chem. 2016, 86, 2022–2032.
[6] H. Yu, K. Wada, T. Fukutake, Q. Feng, S. Uemura, K. Isoda, T. Hirai, S.

Iwamoto, Catal. Today 2021, 375, 410–417.
[7] Y. Liu, A. J. McCue, D. Li, ACS Catal. 2021, 11, 9102–9127.
[8] L. Alvarado Rupflin, J. Mormul, M. Lejkowski, S. Titlbach, R. Papp, R.

Gläser, M. Dimitrakopoulou, X. Huang, A. Trunschke, M. G. Willinger, R.
Schlögl, F. Rosowski, S. A. Schunk, ACS Catal. 2017, 7, 3584–3590.

[9] B. Liu, Y. Wang, S. Liu, Z. Kang, X. Lan, T. Wang, Catal. Sci. Technol. 2022,
12, 6112–6119.

[10] B. Liu, N. Huang, Y. Wang, X. Lan, T. Wang, ACS Catal. 2021, 11, 1787–
1796.

[11] A. F. Schmidt, V. V. Smirnov, A. Al-Halaiga, Kinet. Catal. 2007, 48, 390–
397.

[12] L. B. Belykh, N. I. Skripov, V. V. Akimov, V. L. Tauson, T. P. Stepanova, F. K.
Schmidt, Russ. J. Gen. Chem. 2013, 83, 2260–2268.

[13] L. B. Belykh, N. I. Skripov, L. N. Belonogova, V. A. Umanets, F. K. Schmidt,
Kinet. Catal. 2010, 51, 42–49.

[14] Y. Liu, A. J. McCue, C. Miao, J. Feng, D. Li, J. A. Anderson, J. Catal. 2018,
364, 406–414.

[15] C. Lu, Q. Zhu, X. Zhang, Q. Liu, J. Nie, F. Feng, Q. Zhang, L. Ma, W. Han,
X. Li, Catalysts 2019, 9, 177.

[16] L. B. Belykh, T. V. Goremyka, L. N. Belonogova, F. K. Schmidt, J. Mol.
Catal. A 2005, 231, 53–59.

[17] L. B. Belykh, N. I. Skripov, L. N. Belonogova, V. A. Umanets, F. K. Shmidt,
Russ. J. Appl. Chem. 2007, 80, 1523–1528.

[18] L. B. Belykh, T. V. Goremyka, N. K. Gusarova, B. G. Sukhov, F. K. Shmidt,
Kinet. Catal. 2005, 46, 572–577.

[19] C. Weng, J. Ren, Z. Yuan, ChemSusChem 2020, 13, 3357–3375.
[20] H. Q. Yang, Q. Q. Chen, F. Liu, R. Shi, Y. Chen, Chin. Chem. Lett. 2021, 32,

676–680.
[21] G. H. Layan Savithra, R. H. Bowker, B. A. Carrillo, M. E. Bussell, S. L. Brock,

ACS Appl. Mater. Interfaces 2013, 5, 5403–5407.
[22] R. Prins, M. E. Bussell, Catal. Lett. 2012, 142, 1413–1436.

[23] R. H. Bowker, M. C. Smith, B. A. Carrillo, M. E. Bussell, Top. Catal. 2012,
55, 999–1009.

[24] A. Neyyathala, F. Flecken, S. Hanf, ChemPlusChem 2023, 88, e2022004.
[25] C. Gnad, A. Abram, A. Urstöger, F. Weigl, M. Schuster, K. Köhler, ACS

Catal. 2020, 10, 6030–6041.
[26] G. S. Lee, D. Kim, S. H. Hong, Nat. Commun. 2021, 12, 991.
[27] A. B. Dounay, L. E. Overman, Chem. Rev. 2003, 103, 2945–2964.
[28] O. Blacque, C. M. Frech, Chem. Eur. J. 2010, 16, 1521–1531.
[29] I. P. Beletskaya, A. V. Cheprakov, Chem. Rev. 2000, 100, 3009–3066.
[30] D. B. Eremin, E. A. Denisova, A. Yu. Kostyukovich, J. Martens, G. Berden,

J. Oomens, V. N. Khrustalev, V. M. Chernyshev, V. P. Ananikov, Chem. Eur.
J. 2019, 25, 16564–16572.

[31] T. Maegawa, Y. Kitamura, S. Sako, T. Udzu, A. Sakurai, A. Tanaka, Y.
Kobayashi, K. Endo, U. Bora, T. Kurita, A. Kozaki, Y. Monguchi, H. Sajiki,
Chem. Eur. J. 2007, 13, 5937–5943.

[32] T. N. Glasnov, S. Findenig, C. O. Kappe, Chem. Eur. J. 2009, 15, 1001–
1010.

[33] K. Köhler, R. G. Heidenreich, J. G. E. Krauter, J. Pietsch, Chem. Eur. J.
2002, 8, 622–631.

[34] D. B. Eremin, V. P. Ananikov, Coord. Chem. Rev. 2017, 346, 2–19.
[35] A. Biffis, M. Zecca, M. Basato, J. Mol. Catal. A 2001, 173, 249–274.
[36] Yin, J. Liebscher, Chem. Rev. 2007, 107, 133–173.
[37] A. Nuri, N. Vucetic, J.-H. Smått, Y. Mansoori, J.-P. Mikkola, D. Y. Murzin,

Catal. Lett. 2019, 149, 1941–1951.
[38] R. G. Heidenreich, J. G. E. Krauter, J. Pietsch, K. Köhler, J. Mol. Catal. A

2002, 182–183, 499–509.
[39] M. Dams, L. Drijkoningen, B. Pauwels, G. Van Tendeloo, D. E. De Vos,

P. A. Jacobs, J. Catal. 2002, 209, 225–236.
[40] S. Jain, Y. Ji, R. J. Davis, J. Phys. Chem. B 2005, 109, 17232–17238.
[41] S. Mandal, D. Roy, R. V. Chaudhari, M. Sastry, Chem. Mater. 2004, 16,

3714–3724.
[42] F. Dvořák, M. Farnesi Camellone, A. Tovt, N.-D. Tran, F. R. Negreiros, M.

Vorokhta, T. Skála, I. Matolínová, J. Mysliveček, V. Matolín, S. Fabris, Nat.
Commun. 2016, 7, 10801.

[43] S. Rohani, G. Mohammadi Ziarani, A. Badiei, A. Ziarati, R. Luque, Catal.
Lett. 2019, 149, 2984–2993.

[44] K. Li, S. Jie, Y. Li, X. Lin, Z. Liu, Catal. Commun. 2018, 112, 39–42.
[45] L. Wang, L. Zhu, N. Bing, L. Wang, J. Phys. Chem. Solids 2017, 107, 125–

130.
[46] W. An, C. H. Turner, J. Phys. Chem. C 2009, 113, 7069–7078.
[47] J. Amadou, K. Chizari, M. Houllé, I. Janowska, O. Ersen, D. Bégin, C.

Pham-Huu, Catal. Today 2008, 138, 62–68.
[48] K. Chizari, I. Janowska, M. Houllé, I. Florea, O. Ersen, T. Romero, P.

Bernhardt, M. J. Ledoux, C. Pham-Huu, Appl. Catal. A 2010, 380, 72–80.
[49] B. J. Ku, J. K. Lee, D. Park, H.-K. Rhee, Ind. Eng. Chem. Res. 1994, 33,

2868–2874.
[50] S. E. Kim, S. K. Jeong, K. T. Park, K.-Y. Lee, H. J. Kim, Catal. Commun.

2021, 148, 106167.
[51] M. Antonietti, M. Oschatz, Adv. Mater. 2018, 30, 1706836.
[52] Q. Qin, F. Brandi, B. Badamdorj, M. Oschatz, M. Al-Naji, J. Mol. Catal.

2021, 515, 111935.
[53] F. Brandi, M. Bäumel, V. Molinari, I. Shekova, I. Lauermann, T. Heil, M.

Antonietti, M. Al-Naji, Green Chem. 2020, 22, 2755–2766.
[54] D. V. Melnikov, J. R. Chelikowsky, Phys. Rev. Lett. 2004, 92, 1–4.
[55] Y. Ma, B. Chi, W. Liu, L. Cao, Y. Lin, X. Zhang, X. Ye, S. Wei, J. Lu, ACS

Catal. 2019, 9, 8404–8412.
[56] R. Huang, C. H. Liang, D. S. Su, B. Zong, J. Rong, Catal. Today 2015, 249,

161–166.
[57] R. Yin, W. Guo, J. Du, X. Zhou, H. Zheng, Q. Wu, J. Chang, N. Ren, Chem.

Eng. J. 2017, 317, 632–639.
[58] J. C. Roy, M. Al-Mamun, H. Yin, Y. Dou, L. Zhang, P. Liu, Y. Wang, Y. L.

Zhong, H. Zhao, ChemPlusChem 2020, 85, 1602–1611.
[59] C. Zhang, N. Mahmood, H. Yin, F. Liu, Y. Hou, Adv. Mater. 2013, 25,

4932–4937.
[60] F. Niu, L.-M. Tao, Y.-C. Deng, Q.-H. Wang, W.-G. Song, New J. Chem.

2014, 38, 2269.
[61] Y. Wen, B. Wang, C. Huang, L. Wang, D. Hulicova-Jurcakova, Chem. Eur.

J. 2015, 21, 80–85.
[62] X. Chen, X. Zheng, W. Lin, D. Chen, Y. Zheng, L. Jiang, Powder Technol.

2018, 338, 869–877.
[63] X. Chen, Y. Zheng, F. Huang, Y. Xiao, G. Cai, Y. Zhang, Y. Zheng, L. Jiang,

ACS Catal. 2018, 8, 11016–11028.
[64] A. Abdel-Kader, A. A. Ammar, S. I. Saleh, Thermochim. Acta 1991, 176,

293–304.
[65] A. Pardo, J. Romero, E. Ortiz, J. Phys. Conf. Ser. 2017, 935, 012050.

Wiley VCH Mittwoch, 08.11.2023

2399 / 326554 [S. 9/11] 1

Chem. Eur. J. 2023, e202302825 (9 of 10) © 2023 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH

Chemistry—A European Journal 
Research Article
doi.org/10.1002/chem.202302825

 15213765, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202302825 by K

arlsruher Institution F. T
echnologie, W

iley O
nline L

ibrary on [27/11/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense

https://doi.org/10.1002/adsc.200390028
https://doi.org/10.1002/adsc.200600523
https://doi.org/10.1134/S1070363216090073
https://doi.org/10.1016/j.cattod.2020.02.014
https://doi.org/10.1021/acscatal.1c01718
https://doi.org/10.1021/acscatal.7b00499
https://doi.org/10.1039/D2CY00974A
https://doi.org/10.1039/D2CY00974A
https://doi.org/10.1021/acscatal.0c04684
https://doi.org/10.1021/acscatal.0c04684
https://doi.org/10.1134/S002315840703007X
https://doi.org/10.1134/S002315840703007X
https://doi.org/10.1134/S1070363213120062
https://doi.org/10.1134/S0023158410010088
https://doi.org/10.1016/j.jcat.2018.06.001
https://doi.org/10.1016/j.jcat.2018.06.001
https://doi.org/10.3390/catal9020177
https://doi.org/10.1016/j.molcata.2004.12.023
https://doi.org/10.1016/j.molcata.2004.12.023
https://doi.org/10.1134/S1070427207090157
https://doi.org/10.1007/s10975-005-0111-y
https://doi.org/10.1002/cssc.202000416
https://doi.org/10.1016/j.cclet.2020.06.022
https://doi.org/10.1016/j.cclet.2020.06.022
https://doi.org/10.1021/am402003g
https://doi.org/10.1007/s10562-012-0929-7
https://doi.org/10.1007/s11244-012-9887-y
https://doi.org/10.1007/s11244-012-9887-y
https://doi.org/10.1021/acscatal.0c01166
https://doi.org/10.1021/acscatal.0c01166
https://doi.org/10.1021/cr020039h
https://doi.org/10.1002/chem.200902091
https://doi.org/10.1021/cr9903048
https://doi.org/10.1002/chem.201903221
https://doi.org/10.1002/chem.201903221
https://doi.org/10.1002/chem.200601795
https://doi.org/10.1002/chem.200802200
https://doi.org/10.1002/chem.200802200
https://doi.org/10.1002/1521-3765(20020201)8:3%3C622::AID-CHEM622%3E3.0.CO;2-0
https://doi.org/10.1002/1521-3765(20020201)8:3%3C622::AID-CHEM622%3E3.0.CO;2-0
https://doi.org/10.1016/j.ccr.2016.12.021
https://doi.org/10.1016/S1381-1169(01)00153-4
https://doi.org/10.1007/s10562-019-02756-0
https://doi.org/10.1016/S1381-1169(01)00499-X
https://doi.org/10.1016/S1381-1169(01)00499-X
https://doi.org/10.1006/jcat.2002.3630
https://doi.org/10.1021/cm0352504
https://doi.org/10.1021/cm0352504
https://doi.org/10.1007/s10562-019-02880-x
https://doi.org/10.1007/s10562-019-02880-x
https://doi.org/10.1016/j.catcom.2018.04.012
https://doi.org/10.1016/j.jpcs.2017.03.025
https://doi.org/10.1016/j.jpcs.2017.03.025
https://doi.org/10.1021/jp9000913
https://doi.org/10.1016/j.cattod.2008.06.015
https://doi.org/10.1016/j.apcata.2010.03.031
https://doi.org/10.1021/ie00035a042
https://doi.org/10.1021/ie00035a042
https://doi.org/10.1016/j.catcom.2020.106167
https://doi.org/10.1016/j.catcom.2020.106167
https://doi.org/10.1016/j.mcat.2021.111935
https://doi.org/10.1016/j.mcat.2021.111935
https://doi.org/10.1039/C9GC03826D
https://doi.org/10.1021/acscatal.9b01536
https://doi.org/10.1021/acscatal.9b01536
https://doi.org/10.1016/j.cattod.2014.11.026
https://doi.org/10.1016/j.cattod.2014.11.026
https://doi.org/10.1016/j.cej.2017.01.038
https://doi.org/10.1016/j.cej.2017.01.038
https://doi.org/10.1002/cplu.202000306
https://doi.org/10.1002/adma.201301870
https://doi.org/10.1002/adma.201301870
https://doi.org/10.1039/c4nj00162a
https://doi.org/10.1039/c4nj00162a
https://doi.org/10.1002/chem.201404779
https://doi.org/10.1002/chem.201404779
https://doi.org/10.1016/j.powtec.2018.07.081
https://doi.org/10.1016/j.powtec.2018.07.081
https://doi.org/10.1021/acscatal.8b02420
https://doi.org/10.1016/0040-6031(91)80285-Q
https://doi.org/10.1016/0040-6031(91)80285-Q


[66] W. Hu, R. Yu, Z. Chang, Z. Tan, X. Liu, Int. J. Quantum Chem. 2021, 121,
1–17.

[67] Y. Maki, K. Sato, A. Isobe, N. Iwasa, S. Fujita, M. Shimokawabe, N.
Takezawa, Appl. Catal. A 1998, 170, 269–275.

[68] V. Bokade, H. Moondra, P. Niphadkar, SN Appl. Sci. 2020, 2, 51.
[69] M. Borni, M. Hajji, A. H. Hamzaoui, M. Triki, Silicon 2022, 14, 8939–8948.
[70] Z. Wu, T. Pan, Y. Chai, S. Ge, Y. Ju, T. Li, K. Liu, L. Lan, A. C. K. Yip, M.

Zhang, J. Catal. 2018, 366, 80–90.
[71] Z. Guo, R. Wang, Y. Guo, J. Jiang, Z. Wang, W. Li, M. Zhang, ACS Catal.

2022, 12, 15193–15206.
[72] M. Zhao, Chem. Asian J. 2016, 11, 461–464.
[73] F. Luo, Q. Zhang, X. Yu, S. Xiao, Y. Ling, H. Hu, L. Guo, Z. Yang, L. Huang,

W. Cai, H. Cheng, Angew. Chem. Int. Ed. 2018, 57, 14862–14867.
[74] P. E. R. Blanchard, A. P. Grosvenor, R. G. Cavell, A. Mar, Chem. Mater.

2008, 20, 7081–7088.
[75] A. Biffis, M. Zecca, M. Basato, Eur. J. Inorg. Chem. 2001, 2001, 1131–1133.
[76] Á. Molnár, Chem. Rev. 2011, 111, 2251–2320.
[77] J. Richardson, C. Jones, J. Catal. 2007, 251, 80–93.

[78] M. Gruttadauria, F. Giacalone, R. Noto, Green Chem. 2013, 15, 2608–
2618.

[79] F. Zhao, B. M. Bhanage, M. Shirai, M. Arai, Chem. Eur. J. 2000, 6, 843–848.
[80] C. Pavia, F. Giacalone, L. A. Bivona, A. M. P. Salvo, C. Petrucci, G.

Strappaveccia, L. Vaccaro, C. Aprile, M. Gruttadauria, J. Mol. Catal. A
2014, 387, 57–62.

[81] F. Zhao, B. M. Bhanage, M. Shirai, M. Arai, Chem. Eur. J. 2000, 6, 843–848.
[82] A. Nuri, N. Vucetic, J.-H. Smått, Y. Mansoori, J.-P. Mikkola, D. Y. Murzin,

Catal. Lett. 2019, 149, 1941–1951.
[83] A. Cassez, N. Kania, F. Hapiot, S. Fourmentin, E. Monflier, A. Ponchel,

Catal. Commun. 2008, 9, 1346–1351.

Manuscript received: August 30, 2023
Accepted manuscript online: October 23, 2023
Version of record online: ■■■, ■■■■

Wiley VCH Mittwoch, 08.11.2023

2399 / 326554 [S. 10/11] 1

Chem. Eur. J. 2023, e202302825 (10 of 10) © 2023 The Authors. Chemistry - A European Journal published by Wiley-VCH GmbH

Chemistry—A European Journal 
Research Article
doi.org/10.1002/chem.202302825

 15213765, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202302825 by K

arlsruher Institution F. T
echnologie, W

iley O
nline L

ibrary on [27/11/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense

https://doi.org/10.1016/S0926-860X(98)00054-4
https://doi.org/10.1007/s12633-021-01602-6
https://doi.org/10.1016/j.jcat.2018.07.040
https://doi.org/10.1021/acscatal.2c04951
https://doi.org/10.1021/acscatal.2c04951
https://doi.org/10.1002/asia.201500939
https://doi.org/10.1002/anie.201810102
https://doi.org/10.1021/cm802123a
https://doi.org/10.1021/cm802123a
https://doi.org/10.1021/cr100355b
https://doi.org/10.1016/j.jcat.2007.07.005
https://doi.org/10.1039/c3gc41132j
https://doi.org/10.1039/c3gc41132j
https://doi.org/10.1002/(SICI)1521-3765(20000303)6:5%3C843::AID-CHEM843%3E3.0.CO;2-G
https://doi.org/10.1016/j.molcata.2014.02.025
https://doi.org/10.1016/j.molcata.2014.02.025
https://doi.org/10.1002/(SICI)1521-3765(20000303)6:5%3C843::AID-CHEM843%3E3.0.CO;2-G
https://doi.org/10.1007/s10562-019-02756-0
https://doi.org/10.1016/j.catcom.2007.11.031


RESEARCH ARTICLE

The concept of support engineering
using phosphorus-modified silica is
used to modulate catalyst-support in-
teractions and to stabilize catalytically
active species on the support.
Following this approach, an enhanced
catalytic performance and catalyst
stability as well as a reduction of
metal leaching can be achieved for
Pd3P.

A. Neyyathala, F. Flecken, F. Rang, C.
Papke, Prof. S. Hanf*

1 – 11

Support Engineering for the Stabili-
sation of Heterogeneous Pd3P-Based
Catalysts for Heck Coupling
Reactions

Wiley VCH Mittwoch, 08.11.2023

2399 / 326554 [S. 11/11] 1

 15213765, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/chem
.202302825 by K

arlsruher Institution F. T
echnologie, W

iley O
nline L

ibrary on [27/11/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense


