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A growing focus on the use of coordination polymers for active device applications motivates the search for
candidate materials with integrated and optimized charge transport modes. We show herein the synthesis
of a linear coordination polymer comprised of Mo,(INA)4 (INA = isonicotinate) metal—organic clusters.
Single-crystal X-ray structure determination shows that this cluster crystallizes into one-dimensional
molecular chains, whose INA-linked Mo, cores engage in alternate axial and equatorial binding motifs
along the chain axis. Electron paramagnetic resonance spectra, absorption spectra, and density
coordination environment

functional theory calculations show that the aforementioned linear

significantly modifies the electronic structure of the clusters. This work expands the synthetic foundation

rsc.li/rsc-advances

Over the past few decades, researchers have developed and
investigated coordination polymers (CP) encompassing an
extensive range of architectures.'” Interest in CPs most
frequently focuses on their large accessible surface areas,
especially in the case of porous metal-organic frameworks, and
on their significantly tunable geometries. These features have
led to the application of CPs in molecular sieving,*® contami-
nant encapsulation,”® catalysis,’"* and sensing.">'* With
increased attention towards use of CPs as electrochemical and
electronic materials,">'>'® there is a need to incorporate and
optimize charge transport pathways within the framework of
these extended solids. The integration of coupled redox-active
entities as part of the CP framework can facilitate charge delo-
calization and thereby engender long-range electronic transport
pathways. This strategy has recently been employed to produce
electrochemically- and electronically-active CP frameworks.**"”
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for assembly of coordination polymers with tailorable dimensionalities and charge transport properties.

We drew our attention to di-metallic tetracarboxylate clusters
with metal-metal multiple bonds because of their tendency to
form Class III Robin-Day mixed-valence complexes.'*® These
four-fold symmetric paddlewheel -clusters exhibit redox
behavior, and there is spectroscopic evidence for electronic
communication within small supramolecular units of these
clusters joined by organic or organometallic linkers.*** By
comparison, the assembly of these clusters into extended solids
and an interrogation of their properties is less developed.
Obtaining well-defined and structurally robust CPs from these
clusters can also be challenging.”**

Motivated by these challenges and opportunities, we have
recently focused on Mo,(INA), as a new building block for CPs.
We previously reported the preparation of CP crystals
comprised of commensurately stacked two-dimensional lattices
of fully coordinated Mo,(INA), clusters.?* In this work, we were
interested in accessing other crystal topologies containing the
same molecular cluster. A red crystalline precipitate forms after
refluxing a solution of Mo,(OAc),, excess isonicotinic acid (H-
INA), and trace acetic acid in dimethylformamide (DMF) for 2
days (Scheme 1). Electrospray ionization mass spectrometry of
a solution of this red precipitate in dimethylsulfoxide (DMSO)
and acetonitrile reveals peaks centered around m/z = 681 with
isotopic patterning (Fig. S11). This value matches the theoret-
ical mass of Mo,(INA),. The organic composition of the crys-
talline product is further verified by nuclear magnetic
resonance (NMR) experiments following acid digestion of the

Mo,(OAc), + H-INA % [Mo,(INA), » 2DMF] — > 1

Scheme 1 Ligand exchange followed by polymerization yields
product 1 after 2 days.
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precipitate (Fig. S21). These data confirm that the crystalline
product (1) of the reaction outlined in Scheme 1 is comprised of
the Mo,(INA), cluster.

Large single crystals of 1 were obtained by stirring the
aforementioned reaction (Scheme 1) at 60 rpm (Fig. S31). The
structure of these single crystals was determined by X-ray crys-
tallography (Fig. 1 and Table S1t). The crystal structure of 1
contains one-dimensional (1D) chains comprised of Mo,(INA),
clusters that alternately bind through axial and equatorial
binding sites. One DMF solvent molecule is coordinated to each
of two Lewis acidic axial Mo sites on every other cluster. This
coordination motif is supported by proton NMR data showing
a DMF-to-INA ratio of approximately 1 :4.07 in acid-digested
samples of 1 (Fig. S2t). The Mo-Mo bond lengths in the two
clusters are 2.1219(5) A and 2.1189(5) A. These distances are
within the anticipated range of lengths for Mo-Mo quadruple
bonds (2.06-2.17 A as described by Murillo et al.) and consistent
with axial coordination of a strongly donating ligand such as
pyridine.”»**3* Furthermore, we observe a Raman band at
383 cm~ ' (Fig. S47), which is relatively weaker than that antic-
ipated for axially under-coordinated Mo, complexes, and treat
this observation as further evidence for the axial donation
effect.?>3** We note that the Mo, centers within each molecular
chain are coordinatively saturated and do not bond to
pyridines from neighboring chains (Fig. S51).

We next characterized the phase purity, stability, and
porosity of bulk samples of 1. First, powder X-ray diffraction
(pXRD) patterns collected from products precipitated across
a range of stir rates (60-300 rpm) match well with the pXRD
pattern simulated from the single-crystal XRD data discussed
above (Fig. 2 and S37). These data suggest that a single common
crystal phase is produced regardless of stir rate, though stir
rates <100 rpm are conducive to the formation of high-quality
single crystals. Second, Fourier transform infrared (FT-IR)
spectroscopy data show no evidence of H-INA or Mo,(OAc), in
the bulk crystalline powder (Fig. S61), suggesting good purity of
our bulk samples. Third, thermogravimetric analysis shows
a mass loss of 10.1% between 190 °C and 252 °C that can be
attributed to the loss of coordinated DMF molecules, which
account for 9.7% of the 1D CP (Fig. S71). Upon further heating,
the sample rapidly loses mass above 350 °C and likely degrades.
Finally, nitrogen gas adsorption measurements on the crystal-
line powder yield a Brunauer-Emmett-Teller (BET) surface area

Fig. 1 Structure of the 1D coordination polymer (1) showing the
paddlewheel units that alternately bond through axial Mo (cyan) and
equatorial N (blue) binding sites. Ellipsoids are shown at 50% proba-
bility level. Disorder and H atoms have been omitted for clarity.
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Fig.2 Experimental pXRD pattern for powder precipitated from a DMF
solution stirred at 300 rpm (blue), and simulated pXRD pattern ob-
tained from single-crystal XRD data of 1 (red).

of 325.8 m* g~ " (Fig. S87). We note that this modest BET surface
area is reasonable given the tight packing of the 1D chains
within 1 (Fig. S51).

Finally, we sought to analyze the electronic structure of 1
with absorption spectroscopy, density-functional theory (DFT)
calculations, and electron paramagnetic resonance (EPR)
spectroscopy. A diffuse reflectance UV-vis spectrum collected
from a powder sample of 1 exhibits a broad absorption feature
between ~400 and 600 nm (Fig. 3a). The UV-vis absorption
spectrum of a solution sample of 1 dissolved in DMF exhibits
a significant feature centered at ~470 nm. We ascribe the
modest absorption shoulder at ~570 nm to absorption by
remnant 1D CP chains. We used computational methods**?* to
examine orbital interactions and electronic transitions that may
be responsible for the absorption features identified above.
Single point energies and molecular orbitals were calculated
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Fig. 3 (a) UV-vis spectra of 1 in powder form (red) and dissolved in
DMF (blue). (b) DFT calculated HOMO and LUMO orbitals of the
monomer. (c) DFT calculated HOMO and LUMO orbitals of the dimer.
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from coordinates taken directly from the single-crystal structure
of 1. The B3LYP functional was used with the 6-31g* basis set
for H, C, N, O and the Stuttgart/Dresden effective core potential
for Mo. In the ground state, the first four highest-energy occu-
pied molecular orbitals are all metal-centered, with discrete
energy levels, localized electron density, and little sharing
between the two coordinatively distinct clusters (Fig. S97).
These computational results suggest that charge (e.g. intro-
duced from an external circuit or generated chemically in situ)
would likely remain localized on the individual clusters
comprising 1.

We performed time-dependent DFT (TD-DFT) calculations to
identify possible optical transitions in 1. We did so by consid-
ering the electronic structure of a single Mo,(INA), cluster
coordinated by a DMF molecule at both axial sites, and of two
Mo,(INA), clusters having the same coordination environment
as observed in the crystal structure of 1. Henceforth we will refer
to the former as the monomer and the latter as the dimer. For
the monomer, calculations identify a 2.44 eV (508 nm) transi-
tion primarily between a HOMO of Mo, character and a ligand-
based * LUMO, which is nearly degenerate with several higher
lying LUMO orbitals (Fig. 3b and S107). The character of this
transition is typical of the metal-ligand charge transfer (MLCT)
transitions reported in analogous transition-metal complexes.
We note that the calculated HOMO-LUMO transition energy for
the monomer is in reasonable agreement with the 470 nm
feature observed in the absorption spectrum of the solution
sample of 1 dissolved in DMF. On the basis of these data we can
assign the aforementioned 470 nm feature to absorption by the
isolated monomer.

Turning our attention to the dimer, TD-DFT calculations
identify a 2.19 eV (566 nm) transition primarily between
a HOMO of Mo, character and a ligand-based * LUMO orbital
(Fig. 3c and S111). We also note two higher energy MLCT
transitions primarily from HOMO to LUMO+5 and from
HOMO-1 to LUMO+1 with energies of 2.59 eV (479 nm) and
2.61 eV (475 nm), respectively (Fig. S117}). Notably, while the two
higher energy MLCT transitions involve LUMO orbitals located
on the INA ligands perpendicular to the dimer axis, the lower
energy MLCT transition at 2.19 eV involves a LUMO orbital of
the INA ligand along the dimer axis.

The calculated dimer transition energies cover much of the
broad absorption envelope observed in the spectrum of the
powder of 1. In particular, the low energy MLCT transition at
566 nm calculated for the dimer likely accounts for the signif-
icant absorption at wavelengths greater than 500 nm (Fig. 3a).
These data suggest the dimer is a good simulant of the elec-
tronic properties of 1. This is a reasonable expectation given
that 1 can be viewed, from a structural standpoint, as a linear
polymer chain of the dimers. We can conclude that our 1D CP
has an electronic structure comprised of dimer-like MLCT
states arising from a lifting of the degeneracy of monomer
orbitals due to their altered symmetry in the 1D chain.

Our results show that the alternating coordination environ-
ment along the backbone of our 1D CP gives rise to a unique
chain topology with a distinct electronic structure and function.
Further evidence for the functionally distinct nature of 1 over
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the monomer is provided by X-band electron paramagnetic
resonance (EPR) spectroscopy. An EPR spectrum collected from
a powder sample of 1 at 20 K reveals an EPR active system with
weak hyperfine structure owing to *>Mo and °’Mo isotopes,
which have I = 5/2 nuclear spin (Fig. 4). This spectrum is
qualitatively similar to spectra reported for EPR active Mo,"
species in transition metal alkoxide-bridged dimolybdenum
clusters.?® This suggests the presence of Mo" and Mo™ centers
in 1 that may have formed during partial oxidation of the
powder sample. It is anticipated that the hole is equally present
on both Mo atoms as expected from the Class III Robin-Day
classification of such systems. We simulated the experimental
EPR spectrum by modelling our 1D CP system as a single axial
paramagnet and obtained g values of gy = 1.895 and g, = 1.935
and a perpendicular hyperfine coupling constant A, of 3.9 mT
(Fig. 4 and S12+).*” The hyperfine coupling observed for our 1D
CP is consistent with values reported for systems containing
isolated Mo," ions.>®* Moreover, the fact that a single para-
magnet model was sufficient to simulate the EPR spectrum
suggests that the two distinct coordination environments are
fairly similar electronically. Though our EPR data provide
evidence for charge localization®® on Mo, centers, we cannot
exclude the possibility for photo-induced intra-chain (or indeed
inter-chain) charge transport arising from population of the low
energy LUMO orbital on each bridging INA ligand.

In summary, we have synthesized through a one-step ligand
substitution reaction a new inorganic cluster comprised of
a quadruply bonded dimolybdenum core coordinated by 4
equatorial isonicotinate ligands: Mo,(INA),. Single-crystal XRD
data show that recrystallization of this cluster from DMF yields
a 1D molecular chain wherein the clusters alternately coordi-
nate to one another through axial and equatorial binding sites
(1). pXRD, FT-IR, and NMR data confirm the phase and
compositional purity of this 1D CP in the bulk. UV-vis spec-
troscopy and DFT calculations reveal an electronic structure for
1 that is distinct from an individual solvated Mo,(INA),
monomer owing to the alternating coordination environment
present along the chain. This work establishes the synthetic
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Fig. 4 Experimental EPR spectrum of 1 collected at 20 K (blue) and
9.44 GHz. In EasySpin, a fifth-order background correction was
applied and the system was modeled as an axial paramagnet with g, =
1.895and g, = 1.935 (red).

This journal is © The Royal Society of Chemistry 2019
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foundation for assembly of CPs from discrete molecular clus-
ters that have the potential to support through-framework
charge transport due to mixed-valence mechanisms. We also
envision utilizing the molecular building block discussed
herein for the assembly of CPs with tailorable dimensionalities
or hierarchies.
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