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Abstract: We report on the discovery of the first two examples of cationic palladium(II)-oxo clusters (POCs) containing
f-metal ions, [PdII

6O12M8{(CH3)2AsO2}16(H2O)8]
4+ (M=CeIV, ThIV), and their physicochemical characterization in the

solid state, in solution and in the gas phase. The molecular structure of the two novel POCs comprises an octahedral
{Pd6O12}

12� core that is capped by eight MIV ions, resulting in a cationic, cubic assembly {Pd6O12M
IV

8}
20+, which is

coordinated by a total of 16 terminal dimethylarsinate and eight water ligands, resulting in the mixed PdII-CeIV/ThIV oxo-
clusters [PdII

6O12M8{(CH3)2AsO2}16(H2O)8]
4+ (M=Ce, Pd6Ce8; Th, Pd6Th8). We have also studied the formation of host-

guest inclusion complexes of Pd6Ce8 and Pd6Th8 with anionic 4-sulfocalix[n]arenes (n=4, 6, 8), resulting in the first
examples of discrete, enthalpically-driven supramolecular assemblies between large metal-oxo clusters and calixarene-
based macrocycles. The POCs were also found to be useful as pre-catalysts for electrocatalytic CO2-reduction and
HCOOH-oxidation.

Introduction

Metal-oxo clusters, which can be considered to be a subset
of coordination cage complexes, are constructed by linking
metal ions with oxygen-based ligands, such as oxo, hydroxo
or aqua. This leads to discrete molecular units that possess
well-defined structures and formulae. By subtle variation of
the reaction medium pH, temperature, metal ion type and
concentration, ionic strength, redox environment, and the

terminating capping groups, it is possible to control the
extent of hydrolysis and condensation, and hence the shape,
size and composition of the resulting metal-oxo clusters.[1]

Several transition metal- and lanthanide-oxo/hydroxo clus-
ters have been discovered till date,[2] which have shown
immense potential in the areas of photocatalytic water
oxidation,[3] single-molecular magnetism and cryogenic mag-
netic cooling devices,[4] as well as band-gap tuning.[5]

Furthermore, by utilizing suitable inorganic and/or organic
linkers, these metal-oxo clusters can be supramolecularly
organized in three dimensions leading to inorganic or metal-
organic open-framework materials,[6] which have found use
in the areas of organocatalysis, electro- or photocatalysis as
well as gas-separation and storage.[6]

One of the most widely studied subclasses of metal-oxo
clusters are the anionic polyoxometalates (POMs), which
are constructed from early transition metal ions in high
oxidation states, such as MoVI, WVI, VV, NbV, and TaV with
oxo-linkers, resulting in a large class of compounds with an
enormous variety of shapes, sizes and compositions.[7] The
high thermal, electrochemical, and photochemical stability
of POMs renders them immensely useful in the areas of
magnetism, molecular electronics and catalysis.[8] The quest
for the realization of purely noble-metal-based oxo-clusters
that could potentially be utilized as structural models to
better understand noble-metal-based catalysis got its first
impetus when, in 2004, the first polyoxoplatinate(III),
[PtIII12O8(SO4)12]

4� , was discovered.[9,10a] This was followed,
in 2008 and 2010, by the discovery of the first
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polyoxopalladate(II) (POP), [PdII
13As8O34(OH)6]

8� ,[10b] and
the first polyoxoaurate(III), [AuIII

4As4O20]
8� ,[10c] which paved

the way for a multitude of other composition, size, and
shape-modulated noble-metal ion-based oxo-clusters.[10–14]

Most of the reported noble-metal ion-based oxo-clusters are
anionic, with very few examples of neutral or cationic
clusters none of which, hitherto, were based on palladium.[14]

Very recently, the first discrete and neutral palladium-based
oxo-clusters were reported, the disk-shaped [Pd16O8(OH)8-
((CH3)2AsO2)8] (Pd16) and its chloro-derivative [Pd16Na2O10-
(OH)3Cl3((CH3)2AsO2)8] (Pd16Cl), the doubly-capped disk
[Pd24O12(OH)8((CH3)2AsO2)16] (Pd24), and [Pd40O24(OH)16-
{(CH3)2AsO2}16] (Pd40), which is the largest neutral Pd-oxo
cluster isolated till date.[15] Herein, we report on the
synthesis and structural characterization (solid-state, solu-
tion and gaseous-state) of the first two discrete and cationic
palladium-oxo clusters (POCs), and their host-guest inclu-
sion complex formation with anionic macrocyclic hosts 4-
sulfocalix[n]arenes (n=4,6, and 8).

Results and Discussion

The novel cationic, mixed PdII-CeIV/ThIV oxo-clusters
[PdII

6O12M8{(CH3)2AsO2}16(H2O)8]
4+ (M=Ce, Pd6Ce8; Th,

Pd6Th8) were synthesized by heating mixtures of PdCl2 and
CeCl3 for Pd6Ce8 or Th(NO3)4 for Pd6Th8 in a pH 7 sodium
dimethylarsinate (also known as cacodylate) buffer solution
at 80 °C for 1 hour, followed by pH adjustment to �7 using
aq. NaOH solution, and stirring further at 80 °C for
1.5 hours, before filtering and crystallizing (detailed syn-
thetic procedures are given in the Supporting Information).
A point to note is that upon addition of γ-cyclodextrin (γ-
CD) to the initial reaction mixtures, the reaction proceeded
with lesser precipitation, and we obtained a higher yield in
both cases. A similar observation was reported recently,
wherein the CDs were shown to act as effective co-
modulators in the synthesis of the zirconium-oxo cluster-
based MOF (UiO-66-NH2) by facilitating the proper dis-
persion of the reactants in the aqueous medium by strongly
interacting with the hydrophobic organic linkers as well as
the metal ions, thereby expediting the coordination of the
organic linkers to the metal ions (see Supporting
Information).[16]

Single-crystal XRD studies[17] revealed that both Pd6Ce8
and Pd6Th8 crystallize in the orthorhombic space group
Pmmn (Table S1), and their asymmetric units consist of two
CeIV and ThIV ions, respectively, along with four PdII ions.
Therefore, the molecular clusters are composed of six
square-planar coordinated PdII ions, and eight distorted
square-antiprismatic coordinated CeIV and ThIV ions, respec-
tively, which are connected to each other via 12 μ4-oxo
groups (O1, O2, O3, O4 and O5, see Figure 1). The square-
planar coordination environment of the PdII ions is formed
exclusively by the μ4-oxo groups (Pd� O distances in the
range of 2.009(5)–2.038(6) Å for Pd6Ce8 and in the range of
2.019(8)–2.062(9) Å for Pd6Th8), whereas the distorted
square-antiprismatic coordination environment around the
CeIV and ThIV ions is formed by three μ4-oxo groups, four

cacodylate oxygens, and a terminal aqua ligand (Ce� O
distances in the range of 2.249(5)–2.664(6) Å and Th� O
distances in the range of 2.340(7)–2.674(7) Å, see Tables S2
and S3). Additionally, the molecular structures can be
visualized as comprising an octahedral {Pd6O12}

12� core that
is capped by eight MIV ions resulting in a cationic, cubic
assembly {Pd6O12M

IV
8}

20+, which is coordinated by a total of
16 terminal dimethylarsinate and eight water ligands,
resulting in the cationic, mixed PdII-CeIV/ThIV oxo-clusters
[PdII

6O12M8{(CH3)2AsO2}16(H2O)8]
4+ (M=Ce, Pd6Ce8; Th,

Pd6Th8), see Figure S1. Therefore, Pd6Ce8 and Pd6Th8 can
be considered as discrete molecular equivalents of nano-
structured Pd@ceria or Pd@thoria,[18] with the extended
three-dimensional structure having been arrested by the
cacodylate capping moieties. The structures of CeO2 and
ThO2 (Figure S2) consist of a face-centered-cubic (fcc)
arrangement of the CeIV and ThIV ions, respectively, with all
eight tetrahedral holes being filled by oxo anions.[19] In
comparison, the discrete molecular structure of Pd6M8 also
possesses a fcc arrangement of metal ions, the difference
being that here the corners of the cube are occupied by CeIV

or ThIV ions, whereas the face-centers are occupied by PdII

ions (Figures 1 and S1). After searching the literature, it
became apparent that CeIV- and ThIV-based oxo-clusters,
including cationic species, hade been reported before.[6d, 20]

However, Pd6Ce8 and Pd6Th8 are the first palladium-based
oxo-clusters of cerium and thorium ever reported. In the
solid-state lattice, the cationic Pd6M8 clusters are held
together by strong H-bond interactions between the water
molecules coordinated to the MIV ions and the lattice water
molecules and chloride ions (Tables S4 and S5).

Powder X-ray diffraction (PXRD) studies on Pd6Ce8 and
Pd6Th8 indicated that the compounds were crystalline and

Figure 1. Structural representation of the cationic Pd6M8 oxo-cluster
(M=CeIV or ThIV). Color code: Pd blue, MIV orange, O red, C grey,
(CH3)2AsO2 cyan tetrahedra.
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pure as evidenced from the fact that the PXRD spectra of
freshly prepared samples matched well with the simulated
PXRD spectra (calculated from the SC-XRD data, see
Figure S3). The thermogravimetric analysis (TGA) curves of
freshly-prepared Pd6Ce8 and Pd6Th8 between room temper-
ature and 100 °C indicated weight losses of �16.3% and
�13%, respectively, which corresponds to the loss of the
lattice water molecules (calculated �16% for Pd6Ce8 and
�14% for Pd6Th8, respectively), see Figure S4. The infrared
(FT-IR) spectra of Pd6Ce8 and Pd6Th8 indicated the
presence of the characteristic bond-stretches corresponding
to Pd� O, Ce/Th� O, As� C and C� H (cacodylate moieties) as
well as O� H (of H2O) bonds (see detailed analysis in the
Supporting Information, Figure S5). The presence of a
nitrate as a counter-anion in Pd6Th8 and its absence in
Pd6Ce8 was also confirmed by IR spectroscopy. X-ray
photoelectron spectroscopy (XPS) measurements were per-
formed on both Pd6Ce8 and Pd6Th8 in order to ascertain the
oxidation states of Pd, Ce and Th. Both Pd6Ce8 and Pd6Th8
exhibited a Pd 3d5/2 band at �337 eV, which is typical for Pd
in a 2+ oxidation state (Figure S6a).[21] The XPS spectra of
CeCl3 and (NH4)2Ce(NO3)6 as references for Ce

III and CeIV-
containing compounds are given in Figure S6b, which exhibit
the characteristic multiplet-peaks corresponding to the spin-
orbit split 3d5/2 and 3d3/2 core holes in the region 880–
910 eV.[21d] In addition, the satellite peak at �916.5 eV
observed for (NH4)2Ce(NO3)6 is characteristic of the pres-
ence of CeIV. This peak was also observed in the XPS
spectrum of Pd6Ce8 at �916.4 eV, indicating that Ce is in
the 4+ oxidation state (Figure S6b). The XPS spectrum of
Pd6Th8 exhibited the characteristic 4f7/2 and 4f5/2 peaks at
�344.5 and �335.6 eV, respectively, which match well with
the XPS spectrum of the Th(NO3)4 reference (Fig-
ure S6a).[21e] These observations were also corroborated by
bond valence sum (BVS) calculations on Ce in Pd6Ce8 and
Th in Pd6Th8, which indicated unequivocally that Ce and Th
are in the 4+ oxidation state (Tables S6 and S7).

The cationic Pd6M8 oxo-clusters possess idealized C2v

point group symmetry with the C2 principal axis of rotation
passing through the PdII ions Pd1 and Pd3, and the two σv
planes containing the PdII ions Pd1, Pd2, and Pd3, as well as
Pd1, Pd3, and Pd4, respectively. Consequently, the discrete
Pd6M8 oxo-cluster has seven types of structurally inequiva-
lent cacodylate moieties, two each of As1, As2, As3, As5,
As6 and As7, and four of As4. This should lead to seven
signals in the 1H and 13C NMR spectra of aqueous solutions
of the Pd6M8 oxo-clusters with expected integration ratios of
1 : 1 :1 :1 : 1 : 1 :2. However, the 1H NMR (D2O) spectra of
both Pd6Ce8 and Pd6Th8 (Figure 2) exhibit five signals,
originating from the methyl hydrogens of the cacodylate
groups with chemical shift values of 1.48, 1.68, 1.73, 2.07 and
2.93 ppm for Pd6Ce8, and 1.46, 1.63, 1.67, 1.94 and 2.78 ppm
for Pd6Th8, with the integration ratios for both being
1 :2 :3 :1 : 1. It seems that the seemingly inequivalent cacody-
lates As2, As3 and As5 actually appear as one large peak in
the 1H NMR spectra (Figure S1), most likely because the
molecular motion in solution renders them equivalent. The
1H NMR spectrum of Pd6Ce8 and Pd6Th8 remained
unchanged even after a week, which indicates the high

solution stability of the two species (Figure S7). In 13C NMR
also five signals were observed with chemical shift values of
17.69, 17.86, 18.27, 19.70 and 24.14 ppm for Pd6Ce8, and
17.69, 17.86, 18.08, 19.30 and 22.76 ppm for Pd6Th8 (Fig-
ure S8).

ESI-mass spectra of Pd6Th8 were acquired from aqueous
solutions in both positive and negative ion mode. In the
negative ion mode, no signals corresponding to the com-
pound were observed. However, in the positive ion mode,
two groups of signals centered around m/z 1219 and 1637
were observed (Figure S9a). As a starting point for spectra
assignment, we assumed the presence of the core structure
[PdII

6O12Th8{(CH3)2AsO2}16(H2O)8]
4+ (Pd6Th8) as estab-

lished by XRD, and the observed isotope pattern is in full
agreement with this structure. The signal centered around
m/z 1219 can be assigned to a quadruply-charged species
based on the spacing of the isotope peaks. Assuming the
absence of the coordinated waters, we observe that the
quadruply-charged species [PdII

6O12Th8{(CH3)2AsO2}16]
4+ is

transferred intact into the gas phase (Figure S9b). The
simulated mass spectrum is in good agreement with the
experimentally observed spectrum. The signal centered at
around m/z 1637 can be assigned to a triply- charged ion
accompanied by a chloride anion, reducing the charge of the
oxo-cluster from 4+ to 3+ (Figure S9c). For the structural
analogue Pd6Ce8, again no signals were observed in the
negative ion mode. However, two signals were observed in
the positive ion mode centered at m/z 2106 and 1381 with
isotope patterns expected for the structure (Figure S10a).
Following spectral simulations, we assign these signals to a
doubly-charged species, [Pd6O12Ce8{(CH3)2AsO2}16Cl2]

2+

(Figure S10b), and to a triply-charged species,
[Pd6O12{Ce

IIICeIV
7}{(CH3)2AsO2}16]

3+ (Figure S10c), where
we observe a partial reduction of the CeIV to CeIII under the

Figure 2. Solution 1H NMR spectra of Pd6Ce8 and Pd6Th8 in D2O, inset
figure shows the structurally inequivalent cacodylate groups on the
cationic oxo-clusters. See text for more details.

Angewandte
ChemieResearch Articles

Angew. Chem. Int. Ed. 2022, 61, e202203114 (3 of 8) © 2022 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH



ESI-MS conditions. Similar observations have been reported
before in the positive ion mode of the ESI-MS spectra of
metal complexes.[22]

The formation of host-guest inclusion complexes be-
tween inorganic oxo-clusters and organic macrocycles has
gained attention only recently, with a focus on the
interaction of the clusters with cyclodextrin (CD)
macrocycles.[23] Following the initial observation of complex
formation between CDs and the Keggin-type POM
[PMo12O40]

3� , different organic-inorganic (CD/POM) sys-
tems comprising Wells-Dawson,[24] Keggin,[25] and
Lindqvist[25b,26]—type POMs have been reported. Examples
of CD complex formation with cationic metal clusters as
guests are also known.[24b,27] The superchaotropic nature of
the POM anions[28] has been held responsible for their
surprisingly strong affinity towards hydrophobic cavities,
and the generic driving force has been described as the
chaotropic effect, which complements the hydrophobic
effect as a new assembly motif in supramolecular
chemistry.[29]

This led us to hypothesize that the newly-synthesized
cationic mixed-metal oxo-clusters Pd6Ce8 and Pd6Th8 could
likewise form supramolecular complexes with organic mac-
rocycles. However, the sizes of the cavities of the CDs (α, β,
and γ) span from 6–10 Å,[23b] whereas the size of the Pd6M8

clusters is in the order of �15 Å, which excludes the idea of
inclusion complexation between the oxo-clusters and the
CDs. Indeed, no experimental evidence for interactions
between Pd6M8 and CDs was observed. Calixarenes, which
are macrocycles containing phenolic moieties linked by
methylene bridges at positions 2 and 6 (Figure 3a), play an
equally important role in the field of supramolecular
chemistry and associated applications.[30] Compared to other
macrocyclic hosts, calixarenes do not have a fixed conforma-
tion, hence allowing them to also interact with larger guest
molecules. Calixarenes display adaptable binding with a
preference for inclusion of globular guests.[31] Therefore, we
envisaged that calixarenes could be excellent candidates for
the formation of supramolecular complexes with the cationic
Pd6M8 clusters. As these clusters are positively charged,
anionic sulfonatocalixarenes (CXn, n=4, 6, 8) were ex-
pected to interact most strongly, and they were accordingly
tested as alternative macrocycles to CDs. CXn also have a
preference for the desirable conical conformation and all
sulfonato groups are ionized near neutral pH.[32]

The complexation of Pd6Th8 with CX4 was evaluated
first by a 1H-NMR titration experiment by adding increasing
concentrations of Pd6Th8 to a 2 mM CX4 solution in D2O
(Figure 3b). The 1H-NMR peaks of free CX4 are sharp due
to a fast conformational cone interconversion, and the
bridging methylene protons (axial and equatorial) emerge as
a singlet. Upon addition of Pd6Th8, the methylene singlet
peak splits into two broad proton peaks around 4.20 and
3.45 ppm, indicating that the CX4 cavity becomes locked
into a cone conformation[33] upon complexation with Pd6Th8,
affording a partial inclusion complex. Surprisingly, the
complexation of Pd6Ce8 by CX4 could not be studied by 1H-
NMR due to an interference by precipitation at the required
mM concentrations.

Figure 3. a) Chemical structure of the anionic sulfonatocalixarenes.
b) 1H-NMR spectra of CX4 (2 mM) in the presence of increasing Pd6Th8

concentrations. c) Changes in the LCG emission spectra
(λex=369 nm), in LCG·CX4 (0.5 μM and 1 μM respectively), upon
addition of increasing concentrations of Pd6Th8 (0–555 μM). d) Plot of
the maximal fluorescence intensity (from panel c) versus Pd6Th8

concentration, and the corresponding “1host : 1guest : 1competitor”
stoichiometric curve fit; the inset shows the competitive fluorescent
indicator principle, where the initial LCG fluorescence is quenched in
its CX4 complex (left) and recovered by displacement by the
competitive binder (right). e) Microcalorimetric titration of Pd6Th8 by
CX4; raw ITC data (top) for sequential injections of CX4 into the Pd6Th8

solution, and apparent reaction heats obtained from the integration of
the calorimetric traces with associated fitting to a 1 :1 complexation
model (bottom). f) SC-XRD structure of the Pd6Th8·CX4 complex. Color
code is same as Figure 1 except that sulfurs are represented as light
yellow balls.
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The formation of the Pd6Th8·CX4 complex was further
probed by fluorescence titrations by using an indicator
displacement assay (IDA),[34] which has been applied in
supramolecular chemistry to determine the association
constants of optically transparent compounds. Lucigenin
(LCG) has been introduced before as ideal fluorescent
indicator for CX4;[35] its fluorescence is quenched inside the
LCG·CX4 complex, such that the binding by a competitive
guest can be followed through a fluorescence increase/
recovery. The binding constant of the competitor can be
quantified via a fitting of the competitive titration curve.
Indeed, the addition of Pd6Th8 (competitive guest) to a
quenched solution of LCG·CX4 resulted in an increase of
the fluorescence intensity due to dye displacement from
CX4 (Figures 3c and d). The binding constant was found to
be (1.9�0.2)×105 M� 1 by using a 1host:1guest:1competitor
stoichiometric binding model, which pointed to a strong 1 :1
complex formation. The Pd6Ce8 could not be investigated
with this method, because the large intrinsic cluster
absorbance prevented selective LCG excitation (Fig-
ure S11).

ITC titrations were additionally conducted with both the
Pd6M8 clusters and three selected anionic calixarenes (CX4,
CX6, and CX8) to investigate the thermodynamic finger-
print of the supramolecular interaction. The results are
summarized in Table 1 (see Figures 3e and S12 for the ITC
thermograms). In all cases, the process was enthalpically
driven, consistent with the chaotropic effect as dominant
driving force.[28,29] In contrast, when “simple” metal cations
bind electrostatically to CXn, an entropically driven binding
is observed.[36] The complex stoichiometry was consistent
with a 1 :1 complexation pattern (Pd6M8·CXn), in line with
the fluorescence displacement titrations with Pd6Th8. Note
that phenyl sulfonate, as a monomeric CXn model, afforded
no heat effect in ITC titrations with Pd6M8 (Figure S13),
which reveals the importance of the concave binding site of
the calixarene moiety.

The Pd6Th8 affinity (and the enthalpic driving force) for
the anionic calixarenes increases with increasing CXn size
(and flexibility) pointing to a size-matching effect. In
contrast, the entropic term is smaller and less diagnostic.
The ITC experiments with Pd6Ce8 also provided clear
evidence for a strong and enthalpy-driven interaction, but
aggregation/precipitation interfered again, in particular at

higher concentrations and for CX8, evident through a jump
or a bump in the titration curves, which prevented a size- or
cluster-dependent quantitative analysis.

Subsequently, we attempted to isolate single crystals of
the Pd6M8·CXn complexes in order to obtain structural
information in the solid-state. In this regard, aqueous
solutions of the CXn macrocycles (1 mL, 0.002 mmol) were
added slowly to aqueous solutions of the Pd6M8 cations
(1 mL, 0.002 mmol), and the mixtures were kept at room
temperature in an open vial for crystallization. Single
crystals suitable for SC-XRD measurement were obtained
for the Pd6Th8·CX4 complex after 7 days (Table S1, Fig-
ure 3f, Figure S14), whereas for the other systems, precip-
itation was observed during the same time period. The solid-
state structure revealed a Pd6Th8·CX4

[17] complex exhibiting
the expected 1 :1 complex stoichiometry and conical host
conformation of the calixarenes, corroborating the observa-
tions in aqueous solution. Within the 1 :1 complex, the
Pd6Th8 interacts with the CX4 via strong H-bonding
interactions (Table S9, Figure S14) through the sulfonate
oxygens (H-bond acceptor) and the terminal water mole-
cules coordinated to the Th4+ ions (H-bond donor). Each
Pd6Th8·CX4 complex further interacts with neighboring
complexes in the solid-state via weak H-bonds and C� H···π
interactions (Table S9, Table S10, Figure S14) to form the
overall supramolecular arrangement. Thus, the SC-XRD
study confirmed the nature of the complex as a partial/
superficial inclusion complex, and it revealed the proximate,
electrostatically favorable positioning of the sulfonato
groups towards the cationic oxo-cluster. The host-guest
interaction between Pd6Th8 and CX4 has also been studied
in the gas-phase using ESI-MS, which indicate the formation
of a covalently-linked calixarene complex in the gaseous
state (details given in the Supporting Information).

The presence of the cacodylate caps and the ceria and
thoria-type components render the two cationic clusters
Pd6Ce8 and Pd6Th8 electrochemically inert, unless more
negative potentials are applied. However, the PdII ions
eventually undergo irreversible reduction during a voltam-
metric negative potential scan to form metallic palladium[37]

(at � 0.2 V, as demonstrated for Pd6Ce8, Figure S16). The
generated Pd0 sites are expected to behave similarly to Pt
and induce redox transitions[38,39] of otherwise highly-inert
arsenic oxo species (Figure S17). The existence of reduc-
tively-active hydrogen-sorbed species on palladium[40] is of
importance as well.

In general, the voltammetric characteristics of Pd6Th8
(Figure 4B) is similar to that of Pd6Ce8 (Figure 4A), except
that for Pd6Th8 the reduction of PdII to Pd0 is operative at
more positive potentials, as compared to Pd6Ce8, and the
generated Pd0 sites induce reduction of the As-oxo groups
within Pd6Th8 (the irreversible reduction peak at about
0.7 V in Figure 4B). Furthermore, due to the presence of
interstitial Pd0 sites, both pre-reduced Pd6Ce8 and Pd6Th8
exhibit electrocatalytic activity toward CO2-reduction

[37,41–43]

in the semi-neutral medium of 0.1 moldm� 3 phosphate
buffer of pH 6.1. Simply judging from the appearance of the
well-defined and sound CO2-reduction peak at the less
negative (than typically reported)[37,41,42] potential of � 0.3 V

Table 1: Association constants (Ka) of cationic mixed-oxo clusters with
CXn and thermodynamic parameters for complex formation
(kcalmol� 1).[a]

Host Guest Ka [×105 M� 1] ΔH° TΔS° ΔG°

CX4 Pd6Ce8 26 � 7.3 1.4 � 8.7
Pd6Th8 1.7 � 7.8 � 1.1 � 6.7

CX6 Pd6Ce8 3.9 � 5.9 1.7 � 7.6
Pd6Th8 6.5 � 8.5 � 0.7 � 7.8

CX8 Pd6Ce8 n.a.[b] n.a. n.a. n.a.
Pd6Th8 9.7 � 10.4 � 2.3 � 8.1

[a] 10% Error for Ka and �0.5 kcalmol� 1 for ΔH, TΔS and ΔG (SD,
measured as duplicates). [b] n.a.=not available due to sample
aggregation/precipitation.
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(Figure 4C) for the pre-reduced Pd6Ce8, it can be considered
as a potent electrocatalyst for the reduction of CO2. It is
likely that the self-poisoning (with CO) of Pd surfaces
becomes less pronounced in such nanoengineered ceria-
encapulated Pd clusters. Based on chromatographic analysis
performed as described earlier,[37] carbon monoxide and
hydrogen (i.e. syngas components) are the main reaction
products. The somewhat lower activity of Pd6Th8 could be
due to the presence of sizeable amounts of the reduced
arsenic species in the vicinity of Pd0 sites (see Supporting
Information). Finally, the high electrocatalytic activity of
Pd0 sites within Pd6Ce8 can also be seen during the
voltammetric oxidation of formic acid. The appearance of a
single peak at a potential as low as 0.23 V (Figure S18) is
consistent with the direct-oxidation-to-CO2 (simple dehydro-
genation without the intermediate CO adsorbates)
mechanism.[40,44,45] Similar to core-shell Pd@CeO2

catalysts,[46,47] an intimate contact between the central Pd
cluster and the surrounding ceria shell can be postulated
here. Obviously, the electrogenerated Pd-atomic species are
well dispersed with respect to the ceria, and it has been
reported before that Pd-nanoparticles smaller than 10 nm
induce electrooxidation of formic acid at small positive
potentials (<0.3 V).[48]

Conclusion

The use of non-covalent interactions between POMs and
various inorganic and organic host materials has recently
gained ground as an effective strategy to gain access to
molecular assemblies with immense applicability in the area
of energy storage, magnetism, sensors, water treatment, and
proton conduction.[8i] In addition, the encapsulation of

POMs into non-toxic bio-compatible macrocyclic hosts, such
as cyclodextrins, can increase the hydrolytic stability of
POMs and decrease the inherent cellular toxicity, thereby
rendering them useful in medicinal applications as well.[8i]

Herein, we have isolated the first two cationic f-block ion
incorporated palladium(II)-oxo clusters (POCs),
[PdII

6O12M8{(CH3)2AsO2}16(H2O)8]
4+ (M=CeIV, ThIV). To

date, only anionic and neutral POCs have been reported in
the literature and, therefore, the discovery of cationic POCs
represents an important breakthrough in the area of noble-
metal-oxo chemistry, especially since it allows the integra-
tion of noble-metal ions with f-block elements in metal-oxo
clusters. The novel compounds have been characterized
thoroughly utilizing single-crystal and powder XRD, TGA,
IR, XPS, 1H and 13C solution-state NMR and ESI-MS. In
addition, we have established here the first case of a
discrete, enthalpically-driven supramolecular interaction
between large metal-oxo clusters and calixarene macrocycles
as based on combined solution, solid-state, and gas-phase
studies (1H NMR, fluorescence displacement, ITC, SC-
XRD, and ESI-MS). Further, studies on the electrocatalytic
performance of Pd6Ce8 and Pd6Th8 indicated unique
enhancement effects toward the electroreduction of CO2

and electrooxidation of formic acid, which could be
attributed to synergies between in situ generated Pd nano-
particles and surrounding ceria or thoria shells. This
reaffirms our structural analogy that the two cationic
complexes Pd6Ce8 and Pd6Th8 can be considered as discrete
molecular equivalents of nanostructured Pd@ceria or
Pd@thoria, respectively.
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Figure 4. Cyclic voltammetric responses of pre-reduced (i.e., recorded
as the second voltammetric cycles after generation of metallic Pd) of
a) Pd6Ce8 and b) Pd6Th8 (Electrolyte, 0.5 moldm� 3 H2SO4).Voltametric
reduction (solid lines) of carbon dioxide (in CO2-saturated
0.1 moldm� 3 phosphate buffer) at pre-reduced c) Pd6Ce8 and d) Pd6Th8.
Dashed lines, which stand for the responses in the CO2-free solutions,
illustrate the Pd-induced hydrogen evolution at potentials lower than
� 0.2 V. Scan rate, 10 mVs� 1.
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