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Controlled nanocluster growth via nanoconfinement is an attractive approach as it allows for geometry
control and potential surface-chemistry modification simultaneously. However, it is still not a straight-
forward method and much of its success depends on the nature and possibly concentration of
functionalities on the cavity walls that surround the clusters. To independently probe the effect of the
nature and number of functional groups on the controlled Pd nanocluster growth within the pores of
the metal-organic frameworks, Pd-laden UiO-66 analogues with mono- and bi-functionalised linkers of
amino and methyl groups were successfully prepared and studied in a combined experimental-compu-
tational approach. The nature of the functional groups determines the strength of host—guest interac-
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tions, while the number of functional groups affects the extent of Pd loading. The interplay of these two
effects means that for a successful Pd embedding, mono-functionalised host matrices are more
DOI: 10.1039/d4cp02422b favourable. Interestingly, in the context of the present and previous research, we find that host

frameworks with functional groups displaying higher Lewis basicity are more successful at controlled Pd
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Introduction

Noble metal nanoparticles (NPs) such as Pd have significantly
different physical and chemical properties than their bulk
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NC growth via nanoconfinement in MOFs.

counterparts,’ ™ resulting in high potential for applications in
a number of different fields such as imaging,*” cancer therapy®
and catalysis.””® Nanoclusters (NCs) have even smaller dimen-
sions, typically <1 nm for transition metals, i.e. the size regime
wherein ‘every atom matters’, resulting in even higher surface-
to-volume ratios than those observed for nanoparticles, with
the vast majority of atoms being on the particle surface.'®™"?
Thus, the difference in physical and chemical properties
observed between bulk materials and NCs is even greater than
those for NPs.'*™*® In the nanocluster regime particle size
significantly controls physical properties for certain applica-
tions it is important for NCs to be of uniform size as a non-
uniform size distribution may lead to divergent behaviours.
NCs have a high surface free energy due to their high surface-to-
volume ratio, compromising their thermodynamic stability."”"®
As a consequence of this instability, NCs tend to sinter, or
agglomerate to form larger particles, thereby increasing their
stability by decreasing surface energy'® and, in this process,
lose the unique properties that arise from their scale. As such,
strongly binding, i.e. ‘anchoring’, supports are required to
immobilise and stabilise NCs. Typically, 2D surfaces with
functionalities are used which can interact with a side of the
nanocluster.””*' However, with only one side of the NCs held in

Phys. Chem. Chem. Phys., 2024, 26, 25021-25028 | 25021


https://orcid.org/0009-0005-1956-5532
https://orcid.org/0000-0003-3841-544X
https://orcid.org/0000-0002-9325-7571
https://orcid.org/0000-0002-3143-2119
https://orcid.org/0000-0003-1221-3022
http://crossmark.crossref.org/dialog/?doi=10.1039/d4cp02422b&domain=pdf&date_stamp=2024-09-19
https://doi.org/10.1039/d4cp02422b
https://doi.org/10.1039/d4cp02422b
https://rsc.li/pccp
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4cp02422b
https://pubs.rsc.org/en/journals/journal/CP
https://pubs.rsc.org/en/journals/journal/CP?issueid=CP026038

Open Access Article. Published on 10 September 2024. Downloaded on 10/18/2025 10:31:21 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

place by the support, this anchoring effect is limited and
particle aggregation can still occur, as has been observed for
such materials used as catalysts in recurrent reaction cycles.*?
On the other hand, 3D porous supports which can encapsulate
NCs, thus anchoring them from multiple sides, overcome this
issue while still allowing liquids and gases to reach the particles
through open channels.”*** Metal-organic frameworks
(MOFs)*7# are a particular class of porous materials that can
act as 3D supports for NCs**! given their high surface area
and crystallinity, with numerous other potential applications in
fields such as gas storage®**’ and energy applications.>*°
These porous crystal lattices consist of inorganic nodes inter-
connected by organic linkers, which form extended frameworks
on self-assembly, with a wide range of possible pore topologies
and sizes, depending on the coordinative nature and geometry
of the node and linker building units. Precursors for NCs can
be introduced into the pores and subsequently reduced to form
the desired metallic particles."® Of particular interest with
using MOFs to support NCs is the ability to engineer and
fine-tune the dimensions of the particles. By virtue of the
crystalline nature of MOFs, the pores are part of their crystal
structure. Therefore, the size of clusters within their pores are
geometrically limited by these dimensions allowing for their
accurate size control, as long as the conditions for growing
them are mild enough to maintain the bonds between building
units within the framework. In addition, the ability to function-
alise the MOF linkers coupled with the facile nature of inter-
changing linkers with different functional groups for MOFs of
the same topology can allow for strong host-guest interactions
between these groups and the guest. This approach enables the
fixation of NCs within the MOF pores,®”*° thus inhibiting
particle agglomeration, as well as to tailor the properties of
the guest NCs by controlling their geometry and surface
chemistry.**™*?

As previously stated, our focus of interest is in embedding Pd
NCs in the pores of MOFs for accurate size control and reduced
agglomeration, i.e. nanoparticle formation, a process that, in the
case of catalysts would otherwise lead to deactivation.'® In
addition, the proximity of these active sites to Lewis acid sites
on the ZrsOg nodes of UiO-66 may be utilised for phenomena
such as tandem catalysis.”>*® Despite the benefits of MOF-
supported NCs, ie. controlled geometry and surface chemistry
as well as increased morphological stability, the steering of the
growth of guest particles within the pores remains a
challenge®” ™ and one that we have been exploring. Even with
the use of computational modelling, only general tendencies
could be previously identified.’®*" Given the set of analogues
studied thus far, ie. Br-, NH,-, (OH),-, H-, (Cl),—, the only
obvious common denominator for a successful embedding was
that there was one single functional group on the terephthalate
linker (i.e. Br- and NH,-). However, this set of specimens has not
enabled the independent study of the nature and number of
functional groups on the linker, i.e. we have been unable to
unequivocally assign this phenomenon to electronic effects and
exclude potential symmetry and spatial contributions, and their
effect on the successful embedment of Pd in the MOFs’ pores.”"
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Results and discussion

To address this, we synthesised frameworks to differentiate
between the effect of the nature of the functional group and the
number of them present. Four analogues of UiO-66 were studied,
two of which had one functional group per linker and their
bi-functional counterparts; NH,-UiO-66, (NH,),-UiO-66, CH,-
UiO-66 and (CHj),-UiO-66. It should be pointed out that the
selected functional groups have different acid-base characters
and therefore the insights herein generated may have significant
implications for a range of applications, particularly in catalysis.
First, we shall evaluate the MOFs’ ability to control the Pd NC
growth within their pores, then we rationalise the observed
behaviours in terms of the strength of the host-guest interac-
tions between Pd and the MOFs.

We would like to note that we have already disclosed some of
our early findings (TEM, PXRD and XPS, which data will not be
shown here) on the amino-functionalised NH,-UiO-66(Zr),
where it was established that the MOF successfully controls
the Pd NC growth in its pores and the resultant composite
features strong host-guest interactions through charge transfer
between the amino group of the framework and the Pd.>® The
three new samples were synthesised using a solvothermal
process following the work of Farha et al.>®> The samples were
characterised using Fourier-transform infrared (FTIR) spectro-
scopy (Fig. 3) and powder X-ray diffraction (PXRD) to determine
the integrity of the frameworks, the latter of which enabled us
to establish that none of the MOF hosts have undergone loss of
crystallinity on the in situ Pd NC growth through nanoconfine-
ment (Fig. S1, ESIt). Brunauer-Emmett-Teller (BET) specific
surface area measurements have also allowed us to ascertain
that the frameworks’ porosity has been maintained (Table S5,
ESIt). High-angle annular dark field scanning transmission
electron microscopy (STEM) was used to image the Pd-laden
samples to investigate the success of controlling nanocluster
growth via nanoconfinement within the MOF pores (Fig. 1).
This was carried out alongside transmission electron microscopy
(TEM), which offers an alternative contrast for identifying Pd
within the sample (Fig. S2, ESIT). As was observed in previous
work, Pd was seen to be successfully embedded in the pores of
NH,-UiO-66 with no large Pd particles on the surface, yet a clear
presence of Pd observed using X-ray photoelectron spectroscopy
(XPS), which is assigned to Pd nanoconfined within the MOF
pores near the particle surface.’® In the case for CH;-UiO-66, we
also found evidence of Pd NCs embedded in the pores from the
microscopic as well as spectroscopic evidence from energy-
dispersive X-ray (EDX) spectroscopy and XPS, similarly to our
previous observations, in which other mono-functionalised
linkers (-NH, and -Br) facilitated the embedment of Pd NCs in
the MOF pores.>" However, some Pd NPs, larger than the UiO-66
pore diameters, were also observed for CH;-UiO-66, suggesting
that some degree of agglomeration had occurred (Fig. 1c). It is
worth noting that, although not the case for all MOFs of the UiO
topology, they are in general beam sensitive samples that rapidly
amorphise under the high-energy electron beam, with our
measurements suggesting that more functional groups on the
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Fig. 1 HAADF-STEM micrographs of (a) Pd in (NH;),-UiO-66, (b) and (c)
Pd in CH3-UiO-66 and (d) Pd in (CH3),-UiO-66 demonstrating the extent
of embedment of Pd (bright spots) in the frameworks. Some examples of
the Pd NCs have been circled, with NPs apparent as large bright areas in
(c) and (d).

linkers can decrease their beam stability. In addition to a low-
ering of the Z contrast with Pd for analogues of higher-Z
functionalities, as seen with Br-UiO-66 in our previous work,>"
this makes it difficult to acquire high resolution images without
significant loss of detail.

We therefore conclude that for CH;-UiO-66, an obvious
degree of agglomeration of Pd particles occurs. In fact, Pd
NPs up to 20 nm in diameter have been observed on CHj;-
Ui0-66 (Fig. 1c). On a closer inspection of the EDX maps
(Fig. S3b, ESIt), it is apparent that the areas of MOF around
these larger particles have little to no Pd, which is in line with
Ostwald ripening whereby Pd would favourably aggregate to
form larger particles on the surface of the MOF. This reveals
high Pd mobility in the CH;-UiO-66 framework, indicative of a
lack of strong host-guest interactions. For (CHjz),-UiO-66,
hardly any small Pd NPs could be observed in the HAADF-
STEM micrographs, which display large particles up to 50 nm
in diameter (Fig. 1d). This is also clearly evident from the EDX
map (Fig. S3c, ESIt). When we compare this observation with
those made for the CH;-UiO-66 framework, it appears that the
presence of a single functional group is favourable for the
controlled growth of Pd NC via nanoconfinement in the MOF
pores. As seen in the case of the mono-functionalised amino
framework, the MOF is able to strongly anchor the Pd NCs
inside the pores through charge transfer.® As the HAADF-
STEM micrographs display no large Pd NPs, which would be
indicative of agglomeration if present, one possible explanation
would be the effective anchoring of the Pd NCs. In fact, EDX
spectroscopy reveals an even distribution of Pd throughout the
(NH,),-UiO-66 framework, highlighting the abundance of Pd in
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the host matrix and the lack of nanoparticles (Fig. S3a, ESIT).
We note that this observation is not trivial, as the BET surface
area (Table S5, ESIT) analysis suggests that (NH,),-UiO-66 does
not appear to be porous, indeed its crystallinity also appears to
be lower (Fig. S1, ESIt). We note that such lower degree of
porosity would limit the compound’s applicability in catalysis,
sensing, etc., however such apparent lowering of the surface
area (and crystallinity) may originate in other effects, such as an
extended, less regular H-bonding network within the pores.
Nevertheless, our Pd nanoconfinement results clearly show that
a significant amount of Pd NCs (Table S4, ESIT) may grow within
the MOF crystallites, effectively in its pores. Therefore, we
attribute the apparently lower specific surface area of (NH,),-
UiO-66 to a significant hydrogen-bonding network inside the
pores and the pore apertures, between the amino groups, which
hinders N, diffusion. Indeed, the comparison of the FTIR spectra
of the two NH,- functionalised UiO-66 analogues (Fig. 3e and g)
suggests the presence of H-bonding in the bi-functionalised
framework. In fact, the reduction of the Pd-precursor in the
(NH,),-UiO-66 could only be achieved at harsher conditions, i.e.
at 200 °C compared with that in the NH,-UiO-66 at 150 °C. This
can be rationalised with the strongly stabilised Pd precursor in
this framework, with some evidence from our density functional
theory (DFT) calculations reporting a higher bond strength for
the precursor with the bi-functionalised amino-MOF compared
with the monofunctionalised one (Table S7, ESIT). However, it
may also be possible that such requirement for harsher pre-
cursor reduction conditions is of a kinetic nature and could be
linked with the hindered pore access (as also seen in the case of
N, adsorption). Importantly, even the harsher reduction condi-
tions did not affect the degree of Pd agglomeration as no Pd
particles larger than the pore diameter of (NH,),-UiO-66 or could
be observed in the HAADF-STEM micrographs (Fig. 1a).

At a first glance therefore, we can see that the presence of
NH,-groups facilitates the controlled Pd NC growth by nano-
confinement in MOFs pores. This is not the case for the CH;-
groups, wherein the formation of large nanoparticles outside of
the MOF pores was observed. Since the Pd precursor infusion is
carried out in all cases from an acetonitrile solution of the
precursor, one may consider that the different outcome is a
result of the different pore hydrophobicity of the pore walls, a
property conferred to the frameworks by the amino (hydrophilic)
and methyl (hydrophobic) functional groups. However, earlier
results on (OH),-UiO-66 MOF show that controlled NC growth
in the pores of even highly hydrophilic materials may be
hindered.* Furthermore, our DFT calculations revealed that the
precursor Pd** state is unstable in the methyl-functionalised, CHj;-
Ui0O-66 and (CH3),-UiO-66 frameworks and the distance between
the Pd and the NO; increases compared to that of the precursor
alone, indicating that what is been optimised is already a reduced
version of the Pd (Table S6, ESIT). Table S6 (ESIf) reports the
bonding energies of Pd(NOs), on the MOFs. Each MOF is opti-
mised using different starting points, and here are reported 2
local minima (configurations 1 and 2 for each MOF). For the CH;
structures we observe that Pd(NOs), in configuration 1 maintains
its original geometry (Pd-N distance is 2.4 A, which is the same in
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Pd(NO;), optimised outside of the MOF), while in configuration 2
the Pd and the NO; are more distant, indicating that the geometry
optimisation tends to go toward the direction in which the Pd
alone attaches to the framework ie. it is reduced. The second
structure has a more thermodynamically favourable bonding
energy than the oxidised one. In the NH,-structures there is no
such significant difference in the Pd-N distances between the two
optimisations, indicating that the precursor manages to bond
with the framework. However, for the mono-functionalised NH,
the bonding energy is much smaller while the binding of the
precursor on the -(NH,), MOF is more favourable. In addition, the
charge-neutral reduced Pd atoms are much more mobile, parti-
cularly at higher temperatures and under gas flow, the methyl-
MOFs'’ inability to strongly anchor nascent NCs in their pores
therefore is laid bare. This is in extremely good agreement with
our experimental observations.

In order to experimentally probe the existence or lack of
strong host-guest interactions in the mono-methylated MOF,
we have carried out XPS (Fig. 2), and indeed the same binding
energy was determined as that of the bulk metal, confirming
the lack of strong interactions. Similarly, in the case of the bi-
functionalised methyl framework, there was no sign of any
host-guest interactions, which is clearly in line with the
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Fig. 2 XPS spectra of (a) the Pd 3d region and (b) the N 1s region of Pd in
(NH,),-UiO-66, (c) the Pd 3d region, (d) the C 1s region of Pd in CH3-UiO-
66, (e) the Pd 3d region and (f) the C 1s region of Pd in (CH3),-UiO-66.
On the top of each spectrum is the raw data, while on the bottom
the fitted data is displayed. For comparisons of the regions associated
with the functional groups, spectra for the empty MOFs have been
included in black, while the spectra for the Pd-laden samples are in green
(Pd in (NH),-UiO-66), grey (Pd in CHs-UiO-66) and magenta (Pd in
(CH3),-UiO-66).
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frameworks evident inability to control the Pd NC growth inside
its pores. On the other hand, -NH, groups have been shown to
engage in strong interactions with the Pd guest,*>* as demon-
strated by a shift in the binding energies of both Pd and the
nitrogen atom in the amino functional group®® revealed by
XPS (Tables S2 and S3, ESIt). Atomistic simulations at the DFT
level confirmed this trend, with the bonding energies of Pd
nanoclusters with -NH, being more than double compared
with those with —-CH; (see Table S7, ESIT).

Interactions between the frameworks and the nascent Pd
particles has been probed using FTIR (Fig. 3). In accordance
with the PXRD data, our spectra reveal no significant changes
on Pd growth, specifically for all samples bands have been
observed in the 800-600 cm ™" region, which can be assigned to
the Zr-O bonds,* highlighting that MOF integrity has been
maintained. We note however a degree of dampening of the
bands assigned to C=O stretches, which may be related to pore
loading. For the empty and Pd-laden (NH,),-UiO-66, there are
some distinct peaks in the 3500-3400 cm ' range that corre-
spond to N-H stretching modes for primary amines, as would
be expected given the presence of the -NH, functional group.
These peaks are less obvious in the empty and Pd-laden NH,-
UiO-66 and are more convoluted with the broad O-H peak from
water, with lower intensity of the peaks as there are stoichiome-
trically half the number of -NH, groups as in the bi-functional
analogue. Intriguingly, these N-H stretches show no significant
shift on Pd addition in the case of the bi-functional framework,
which could be expected based on the charge transfer observed
in the XPS, and which is what is observed for the mono-
functionalised MOF. However, it must be recalled that the Pd
precursor’s reduction temperature is higher for the diamino MOF,
furthermore previous EXAFS data shows that the Pd-N bond is
unstable at and above 200 °C, where the preparation of the Pd in
(NH,),-UiO-66 takes place. This suggests that the Pd NCs formed
in the (NH,),-UiO-66 pores are not anchored by the NH,-
functionalities, which is in line with the XPS showing that the
Pd is in the metallic state.

We note that our data analysis reveals that the number of
functional groups on the linkers has a negligible effect on the
charge transfer between the ligands and the Pd guest, i.e. on
the host-guest interaction strength (Tables S2 and S3, ESIf).
This observation was supported by the computational results.
The number of functional groups strengthens the binding by
3.3 eV in the NH,-functionalised MOF and 2 eV in the CH;-
functionalised MOF (Table S6, ESIt), and the charge transfer
takes place between the linker and the Pd cluster (Fig. S6 and
Table S7, ESIt). In the NH,-MOFs, the clusters appear to be
distorted after geometry optimisation (Fig. S15 and S16, ESIt)
compared with the ‘ideal’ structure of the cluster outside the
framework (Fig. S12, ESIt), which is more symmetrical. The
clusters seem to bind to the NH, group, which is ~2.2 A far
from the closest Pd (Table S7, ESIt). The clusters in the CH;-
MOFs (Fig. S13 and S14, ESIY), on the other hand, seem to form
a stronger bond with the benzene ring rather than the

+ Manuscript submitted elsewhere.
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Fig. 3 FTIR spectra of Pd-laden MOFs compared with the empty parent
framework: (a) and (b) CH3-UiO-66, (c) and (d) (CH3),-UiO-66, (e) and (f)
NH,-UiO-66, and (g) and (h) (NH5),-UiO-66.

functional group (Table S7, ESIt). Specifically, the Pd;, cluster
in the mono-functionalised CH;-UiO-66 shows very little dis-
tortion of the Pd cluster, suggesting that the interaction
between the cluster and the framework is more of a steric
origin, as the degree of distortion increases in the bi-
functionalised MOF (Fig. S9, S10, S13 and S14, ESIt). To re-
iterate, the EDX and TEM measurements have revealed a lack of
agglomerated NPs in the amino-functionalised MOFs, and an
even distribution of Pd throughout samples of these analogues,
strongly suggesting that the controlled growth of Pd NCs via
nanoconfinement within the frameworks’ pores was successful.

To confirm this with an independent method, we looked at
the hydrogenation and dehydrogenation properties of Pd
embedded in MOFs. When exposed to hydrogen pressure, Pd
undergoes hydride formation. Firstly, a non-stoichiometric
solid solution (a-phase) is formed and when the plateau
pressure is reached at the give temperature, the interstitial
PdH, ¢, B-hydride, is produced.® As the size of the Pd particles
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strongly affects the concentration and indeed the very existence
of interstices, it is regarded that interstitial B-hydride cannot
form on Pd NCs, ie. from ca. 1 nm downwards in size.”®*” It
has been demonstrated that thermal desorption spectroscopy
(TDS) can be employed to distinguish between the different
hydride phases®® and we have therefore carried out TDS on the
Pd in (NH,),-UiO-66 sample to probe the size of Pd NCs within
(Fig. S5, ESIT).

It has been shown that when Pd NPs are present, the TDS
spectrum features two characteristic desorption peaks; for pure
Pd NPs, there is a relatively intense characteristic peak at ca.
260 K superimposed on a broad, lower-intensity, desorption
peak with onset temperature of ca. 170 K. From our previous
studies, we knew that when Br-UiO-66 is used for the growth of
Pd NCs, nanoparticles are also formed on poorly crystalline
regions,®® which are susceptible to the formation of interstitial
hydrides on hydrogenation, therefore we also acquired its TDS
spectrum. When observing the desorption spectrum, very simi-
lar features are displayed; a desorption peak occurs at around
250 K, superimposed on a broader peak with an onset of ca.
170 K. This gives a blueprint of what the hydrogen desorption
peak of a sample containing both Pd NPs and NCs would look
like. Conversely, when evaluating the TDS spectrum of Pd in
(NH,),-UiO-66, no such characteristic features are apparent,
instead, one can observe two peaks coalesced into a broad signal
at lower temperature, which is consistent with desorption from
the solid-solution phase, associated with a lower hydrogen
loading.>® When the Pd particle size is smaller than a limit (ca.
1 nm), the interstitial hydride, capable of storing larger amounts
of hydrogen, cannot form.>**” This observation also is in excel-
lent agreement with that Pd being embedded in the pores of the
bi-functionalised (NH,),-UiO-66.

Experimental
Synthetic procedures

All materials were purchased from commercial sources and
used without further purification.

UiO-66 analogue syntheses. The MOF syntheses followed the
method developed by Farha et al.>> Quantities and reagents can
be found in Table S1 (ESIf). A 25 ml reaction vial was loaded
with ZrCl, and one third of the DMF as well as the concentrated
HCI. This mixture was sonicated to fully dissolve the ZrCl,. The
ligand was separately dissolved in the remainder of the DMF
and the two solutions were combined before being heated at
80 °C overnight. The product precipitated out of solution and
was filtered by a centrifugation procedure, washed twice with
DMF then twice with EtOH. The samples were activated in vacuo
at 125 °C overnight.

Pd infusion and reduction. For loading the Pd into the
empty MOFs, 10 mg, 0.049 mmol of the precursor (Pd(NO3),-
2H,0) was dissolved in 7 ml of anhydrous acetonitrile before
being added to 100 mg of the prepared MOF under an inert
atmosphere. This produced sample with a nominal 10 wt%
guest loading, which was gently heated and stirred (50 °C for
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24 hours) before being filtered and washed with acetonitrile.
The reduction of the Pd precursor was carried out in a 5%
hydrogen in argon stream (3 hours, 150 °C) using a custom-
made cell in a tube furnace. For Pd in (NH,),-UiO-66 the
reduction was repeated at 200 °C main.

Structural and chemical characterisation

XPS was carried out using a Thermo Fisher Nexsa XPS System
with a monochromated Al K, X-ray source. A pass energy of
50 eV was used with a flood gun as an electron source for
charge neutralisation. The data was analysed by the OriginPro
software. Peaks were fitted with a Gaussian numerical convolu-
tion after baseline and background corrections. FTIR spectro-
scopy was carried out using an attenuated total reflectance
(ATR) setup on a Bruker Tensor 27 spectrometer. A resolution of
4 cm™ " was used with a range of 400-4000 cm ™, with 32 scans.
The software used to record the spectra was OPUS. PXRD data
was collected on a Panalytical X’pert Pro in reflection mode
using a Cu Ko anode (4 = 1.54178 A), divergence slit, Ni-filter
and a range of 5-120° 26. HAADF-STEM and TEM micrographs
were obtained for the samples at ePSIC, Diamond Light Source.
We imaged the samples using a probe-corrected ARM-200F
JEOL microscope operated at 200 kV accelerating voltage using
a 0.4 pA probe (10C spot size, 10 pm probe-forming aperture).
The convergence semi-angle of the probe was 7.6 mrad and the
collection range of the ADF detector used was 34 to 132 mrad.
Some additional TEM micrographs of the Pd in (NH,),-UiO-66
sample reduced at 200 °C were obtained using a JEOL JEM-
2100F operating at 200 kV. EDX spectroscopy was carried out
and element-specific EDX maps were obtained using the probe-
corrected ARM-200F JEOL microscope at ePSIC. We used a
probe with 171 pA beam current (4C Spot size with 30 um
probe-forming aperture). TDS spectra were collected using an
in-house made apparatus. Prior to measurements, about 5 mg
samples were loaded in the sample holder and activated at
400 K under vacuum for 3 h. Then, a 50 mbar equimolar D,/H,
isotope mixture was loaded on each sample at room tempera-
ture and then cooling to 20 K. The free gas was evacuated.
Finally, during heating from 20 K to room temperature with a
heating rate of 0.1 K s, the desorbing gas was continuously
detected using a mass spectrometer (QMS), recognising a
pressure increase in the sample chamber when gas desorbs.
The area under the desorption peak was proportional to the
desorbing amount of gas, which can be quantified after careful
calibration of the TDS apparatus. A solid polycrystalline piece of
a diluted Pd alloy PdgsCes (~0.5 g) was used for calibration.
Prior to the calibration, the alloy was etched with aqua regia in
order to remove the oxide layer and it was then heated up to
600 K under high vacuum to remove any hydrogen that might
be absorbed during the etching procedure. Afterwards, it was
weighted and inserted into the sample chamber. At 350 K, it
was loaded with 40 mbar pure H, or pure D, for 1.5-2.5 h. As H
and D were bound preferentially to the cerium atoms at low
loading pressures in this diluted alloy, the alloy could be
handled under ambient conditions for a short period of time.
After loading, the alloy was cooled to room temperature and
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weighed. Afterwards, it was placed back in the sample chamber
and a normal TDS measurement with 0.1 K s~ was performed.
After the desorption, the alloy was cooled back to ambient
temperature and weighted again. The weight difference
between unloaded state and loaded state was equal to the mass
uptake of hydrogen or deuterium, respectively.

Atomistic modelling: all simulations were performed at DFT
level with plane waves using Quantum Espresso version 6.8.°°7¢>
The geometries and cell parameters were optimised using VDW-
DF2-B86R setting a kinetic energy cut-off of 50 Ry and of 450 Ry
for density, ultra-soft potentials. We used the pseudopotentials
H.pbe-rrkjus_psl.1.0.0.UPF, N.pbe-n-rrkjus_psl.1.0.0.UPF, C.pbe-
n-rrkjus_psl.1.0.0.UPF, O.pbe-n-rrkjus_psl.1.0.0.UPF, Zr.pbe-
spn-rrkjus_psl.1.0.0.UPF and Pd.pbe-spn-rrkjus_psl.1.0.0.UPF
from https://www.quantum-espresso.org. The geometry optimi-
sation calculations were performed at gamma point. All struc-
tures had the geometry optimised with an energy convergence
criteria for ionic minimisation was 1.0 x 10~° Ry and for force
was 1.0 x 10> Ry Bohr . The optimised geometries of the
MOFs are shown in Fig. S7 (ESIt). The Pd cluster was optimised
inside the pores of the MOF, in a single cell as shown in Fig. S8
(ESIt). Binding energies were calculated by computing the total
energy of the guest inside the host from which we subtracted
total energy of the guest and energy of the host. The single point
calculation to obtain the energies and charges was performed
setting a kinetic energy cut-off of 70 Ry and of 650 Ry for density,
and a 2 2 2 k-point Monkhorst-Pack grid. Inputs and outputs
were processed using atomistic simulation environment (ASE)
python framework scripts.®®®* In all the simulations the size of
the nano cluster used was of 17 atoms. The machine learning
modelling was performed using MACE architecture®® and newly
developed foundational forcefield MACE_MP large®® using ASE.

Conclusions

In conclusion, we have synthesised specimens and carried out
experiments that allowed us to independently probe the effect
of the nature and number of the functional groups of the
linkers on the frameworks’ ability for controlled Pd nanocluster
growth in its pores. We have shown that it is the ligands’ nature
that determines the strength of host-guest interactions and
thus controls guest growth insider the MOF pores. These effects
combined mean that for design purposes of Pd NCs grown in the
pores of MOFs, mono-functionalised linkers with functional
groups capable of strong interactions with Pd are ideal. We find
that a single functional group on the linker favours the con-
trolled growth of Pd nanoclusters in the pores, as this was
observed for all three mono-functionalised analogues (and the
Br-UiO-66 published elsewhere®"). We have observed that even in
the case of CH;-UiO-66, where strong host-guest interactions do
not exist, Pd NCs embedded in the pores are clearly discernible.
When analysing these results in the context of previous literature
data, we note that the following functional groups facilitate Pd
embedding regardless of their number on the linker: -NH,, and
Br, while -H, —Cl, -OH and -CH; are unfavourable. Based on
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these results, an interesting observation can be made, namely
the more the Lewis base character of the ligands, the more
successful the embedding, while the higher the Lewis acidity of
the functional groups, the lower the chance for Pd embedment.
We therefore predict that ligands, such as -SH would also likely
control guest growth inside nanometric cavities. However, care
must be taken to sample quality (e.g. crystallinity) and synthetic
conditions (i.e. reaction temperature), which may also affect the
specimens’ behaviour. The study of the independent effects of
ligand nature and number on the success of guest embedment
allowed us to observe such a correlation for the first time, which
will have significant impact on the field, particularly for the
design and application of Pd NCs grown and anchored within
the pores of MOFs in catalysis where the size control of Pd
particles is of paramount importance.
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