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Stimuli responsive porous materials are being investigated for a plethora of potential applications. These
materials have the ability to respond to their physical and chemical environment and thus provide an
opportunity to study supramolecular type interactions. We present an investigation into the effects of guest
inclusion on framework flexibility in a two-dimensional polymer network, {[Co(btc)(DMF),]-xDMF},, (1) where
btc is benzene-1,3,5-tricarboxylate (trimesate) and DMF N,N-dimethylformamide. Solvents for guest
exchange were selected to explore different potential interactions, such as hydrogen bonding (water and
alcohols) and n-stacking (benzonitrile) and to cover a wide range of polarities and molecular sizes. Results
showed that all solvents used could be exchanged directly for the guest DMF with accompanying visible
colour changes. The incorporation of the new guest solvent was confirmed by PXRD and thermal analysis.
This process is reversible for most solvents. On removal of the guest DMF, the framework (1-f) is retained,
but layers collapse to a less crystalline material. Only water and methanol are capable of penetrating the
material to reconstitute the layers. The crystal structure of the guest-exchanged system with benzonitrile
(2) showed that the coordination polymer framework is retained, albeit with a change in symmetry and
interlayer spacing, making 1 an example of a ‘breathing’ coordination polymer. A survey of related
structures in the CSD found that there are four common motifs, which cannot be predicted from either
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Introduction

Stimuli responsive materials have attracted attention for use
in a wide array of potential applications including catalysis,
drug delivery, gas storage, separation and sensing. These
“smart” materials include supramolecular gels, metal-organic
frameworks (MOFs), covalent organic frameworks (COFs),
zeolites and porous coordination networks.'™ Many of these
materials are porous, so they contain voids which are
accessible to guest molecules through diffusion. These voids
are either intrinsic®’ or extrinsic®® in nature. Systems may
have one type exclusively or have a mixture of the two.'""
These different voids lead to three distinct categories of
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the composition or space group symmetry of the compound.

porosity: conventional porosity, porosity “without pores” and
virtual porosity.*?

The inclusion and exchange of guest molecules may
induce changes in the host framework."*™'® In some cases
these changes can result in a visible colour change, a
phenomenon known as solvatochromism.'® Depending on
the flexibility of the host framework, various forms of guest-
induced structural flexibility have been observed. These
include “gate-opening”*”'® or “breathing” mechanisms."**°
Dynamic breathing behaviour has been observed in both 3D
and 2D metal-organic frameworks (MOFs) and coordination
polymers (CPs).>"??

Trimesic acid (benzene-1,3,5-tricarboxylic acid, Hsbtc) has
been widely used in the synthesis of both organic and metal-
organic frameworks.>*” Although the potential for hydrogen
bonding through all three carboxylic acid groups might
suggest that trimesic acid would form an open pore
structure, in most cases it crystallizes as a solvate or co-
crystal through incorporation of small molecules. In CPs and
MOFs, the coordination of the metal ion typically occurs
between carboxylate groups, thus these systems may exhibit
similar packing to their purely organic analogues. Here we
report the synthesis of a two-dimensional coordination
polymer network comprised of cobalt(m) ions and trimesate
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(btc) linkers that was found to have solvent molecules in
cavities between the interdigitated sheets. A survey of related
structures in the Cambridge Structural Database was carried
out to establish the most common packing motifs observed.
We also report the results of guest exchange experiments
which were carried out to determine the propensity for this
CP to act as a stimuli-responsive material.

Experimental
Materials

Cobalt(m) acetylacetonate (Co(acac);) and trimesic acid
(benzene-1,3,5-tricarboxylic acid, Hjbtc), each with purity of ca.
98%, were supplied by Sigma-Aldrich. The solvents acetonitrile,
benzonitrile, diethyl ether, N,N-dimethylformamide (DMF),
ethanol, and methanol were of reagent grade quality and
purchased from Sigma-Aldrich. All reagents were used without
further purification.

Synthesis of {[Co(btc)(DMF),]-xDMF},, (1)

A solvothermal reaction was carried out using Co(acac); (26
mg, 0.073 mmol in 2 mL DMF) and H;btc (22 mg, 0.10 mmol
in 3 mL DMF). The solutions were added to an autoclave
which was heated in an oven at 105 °C for 20 h followed by a
slow cool (10 °C h™). Compound 1 crystallized as pink plates,
which agglomerated into flower shaped crystals (Fig. 1).
Crystals of this shape are typically twins,”® and this was
indeed the case.

Solvent exchange in 1

Freshly prepared crystals of 1 were removed from the mother
liquor and placed directly into another solvent. The crystals
were left in the solvent for 24 h and then analysed using the
various techniques detailed below.

To test the reversibility of the solvent exchange, the
crystals were placed back into DMF for another 24 h and then
analysed.

Thermal analysis

Thermal analysis techniques used were hot stage microscopy
(HSM), thermogravimetric analysis (TGA), and differential
scanning calorimetry (DSC). All three methods measure a

Fig. 1 Morphology of crystals of 1. The variability in colour under
polarised light is an indication of twinning.

2394 | CrystEngComm, 2022, 24, 2393-2401

View Article Online

CrystEngComm

change in the physical properties of the material as a
function of temperature.

Hot stage microscopy

Hot stage microscopy (HSM) allows for the visualisation of
thermal events which can be correlated with the data
obtained from TGA and DSC. The sample was heated at a
controlled rate (10 °C min™"). A Nikon SMZ-10 stereoscopic
microscope, fitted with a Sony Digital Hyper HAD colour
video camera, was used to view the samples. Heating took
place on a Linkam THMS600 hot stage using a Linkam TP92
temperature control unit. Thermal events were monitored
and captured in real-time and viewed using analySIS,*® a Soft
Imaging System program. The temperatures at which events
occur may differ from those recorded on the TGA and DSC
because of the lack of a purge gas and the geometry of the
sample holders.

Thermogravimetric analysis

Thermogravimetric analysis (TGA) was used to determine the
solvent content and stability of the complex. A TA-G500 from
TA Instruments was used in conjunction with Universal

Table 1 Crystal data

{[Co(btc)(DMF),} xDMF},, (1)

CCDC deposition number 2133533

Molecular formula [Co(CoH;306)(C3H,NO),]
-x(C3H,NO)

Molecular mass [g mol™] 412.2

Crystal system Monoclinic

Space group P2,/n

alA] 16.6748(18)

BA] 14.1341(16)

7 [A] 28.845(3)

Bl°] 89.974(2)

Volume [A%] 6798.3(13)

Z, 7 12, 3

Densityeaiea: [g cm ] 1.351

# [MoKa] [mm™] 0.804

F (000) 2864

Temperature [K] 173(2)

Crystal size [mm] 0.02 x 0.13 x 0.22

Range scanned 6 [°] 1.41 to 26.50

Index range

» and o scan angles [°]
Dx [mm]

Total number of reflections
Number of independent
reflections

Number of reflections
with I > 24(1)

Final R indices [I > 20(I)]
R indices (all data)

N

Number of parameters

Number of reflections omitted

Parameters a, b in

w = 1/[c*(Fy*) + (aP)* + (bP)]
(6/0-]mcan

Ap excursions [e A%]

This journal is © The Royal Society of Chemistry 2022

h: =20 20; k: 0 17; 1: 0 36
0.5

55

13520

13520

8945

R, = 0.0771, WR, = 0.1941
R, = 0.1191, wR, = 0.2162
1.050

716

0

a =0.0850; b = 22.67

<0.001
1.316 and -0.715
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Fig. 2
Guest DMF and hydrogen atoms omitted for clarity.

Analysis 2000 (ref. 30) software. A dry nitrogen flow rate of 50
ecm® min™" was employed. Typically, 10 mg to 20 mg of
material was used with a heating rate of 10 °C min™".

Differential scanning calorimetry

Differential scanning calorimetry (DSC) used to
determine the onset temperature, temperature range, and
enthalpy changes for thermal events. Experiments were
carried out using either the Q200 or the TA Discovery 25,
both TA Instruments. Universal Analysis 2000 (ref. 30) and
TRIOS® were used to analyse the results from the Q200 and
TA Discovery 25, respectively. Samples, weighing 1 mg to 2
mg, were analysed in vented Tzero™ aluminium pans at a

was

(Left) The 2D honeycomb layer in 1, viewed down [010]. Guest DMF omitted. (Right) Interdigitation of 2D layers in 1, viewed down [001].

heating rate of 10 °C min™*. The purge gas was dry nitrogen
at flow rates of 60 cm® min™ (for the Q200) and 40 cm’®
min~" (for the TA Discovery 25).

Powder X-ray diffraction

Powder X-ray diffraction (PXRD) patterns were collected at 298
K on a Bruker D8 Advance diffractometer equipped with a
Lynxeye detector using CuKo-radiation (A = 1.5406 A). Samples
were lightly ground, placed on a zero background sample
holder and scanned over a 26 range of 4° to 40°. A step size of
0.02° to give a total of 1762 steps was used. A current of 40
mA and accelerating voltage of 30 kV were used to generate
the X-rays. A receiving slit of 0.6 mm and primary and
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Fig. 3 Hydrogen bonding in 1. The three types found within the structure are shown in different colours: blue shows the hydrogen bond (6)
between the coordinated DMF and the solvent DMF, green the intramolecular hydrogen bonds (1-5) from the coordinated DMF t to the
carboxylate oxygen, and pink the hydrogen bonds (7-15) between the axially bound DMF molecules to the carboxylate oxygen atoms of

subsequent layers. The numbers correspond to those given in Table S2.

This journal is © The Royal Society of Chemistry 2022
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Fig. 4 Hot stage images of 1. The crystals darken from pink to purple upon heating. All DMF is removed by 220 °C.

secondary slits of 2.5 mm were used. Variable temperature
powder X-ray diffraction (VI-PXRD) was measured on the
same instrument. The X-rays were generated by a voltage of
40 kV and a current of 40 mA. The same step size (0.02°) and
total number of steps (1762) as used for PXRD were used.

Calculated powder X-ray diffraction patterns were generated
using Mercury v3.7 (ref. 32) from single crystal data. The same
wavelength (1 = 1.5406 A) was used in the calculation. These
patterns were used to determine phase purity of the bulk
material by comparison to the experimental data.

Single crystal X-ray diffraction data collection and structure
refinement of {{Co(btc)(DMF),]-2/3DMF},, (1) and {[Co(btc)-
(DMF),]-yPhCN},, (2)

A Bruker KAPPA APEX DUO II diffractometer, Mo radiation (4
=0.7107 A), was used to collect the intensity data at 173(2) K.
The X-ray diffraction pattern of 1 was determined to have
Laue symmetry of 2/m, indicating the monoclinic crystal
system. XPREP** was used to determine the space group and
the|E21| value of 0.938 indicated centrosymmetry. Cell-now>*
determined that the crystal was a non-merohedral twin with
a BASF factor of 0.2. Data scaling and absorption correction
were performed using TWINABS,*® and SAINT*® was used for
integration. The structure was solved by direct methods in
SHELXS and refined by full-matrix least-squares on F* using
SHELXL?” within the XSEED interface.*® Non-hydrogen atoms
were located in difference electron density maps and were
refined anisotropically while hydrogen atoms were placed in
calculated positions and refined using a riding model. The
BASF value (which specifies the fractional contribution of the
twin components) refined to 0.416 over the course of the
structure refinement. We attempted to model the DMF guest

(=
\

ba o’
w
e

Benzonitrile

=

Acetonitrile Diethyl ether

molecules, using the TGA results as a guide to site
occupancies. While we could identify two sites for guest
molecules, the DMFs were disordered and could not be
modelled to fully account for the electron density in those
regions. Thus the final refinement involved masking the
solvent using the SQUEEZE routine in Platon.?® Details of the
crystal structure are given in Table 1. Crystals of 2 were
obtained after soaking crystals of 1 in benzonitrile for 24 h. A
significant loss of crystallinity was observed. 2 crystallizes in
the trigonal space group P3. Absorption correction was
performed using SADABS*® and structure elucidation was
carried out as for 1.

Results and discussion
Crystal structure of {{Co(btc)(DMF),]-xDMF},, (1)

The pink crystals obtained solvothermally were found to be a
2D coordination polymer comprised of cobalt(m), trimesic
acid and N,N-dimethylformamide (DMF). The asymmetric
unit of 1 consists of three cobalt(ur) metal centres, three fully
deprotonated trimesic acid linkers, and six coordinated DMF
molecules (ESIi Fig. S1). Each Co(m) ion is coordinated to
two DMF molecules and three trimesate linkers, two through
a n' mode of binding and the third through a chelating n?
mode, in the equatorial position. Bond lengths and angles
for the coordination to the cobalt ions are within the typical
range (ESI{ Table S1).*" The metal centres all display a
distorted octahedral geometry with bond lengths and angles
within the expected ranges. The structure of 1 is a 2D
honeycomb coordination polymer in which each hexagonal
pore is framed by three cobalt ions and three trimesate
linkers. The coordinated DMF molecules are perpendicular to
the planar 2D layers, and result in interdigitated sheets

Ethanol Methanol Water

Fig. 5 Crystals of 1 turn different shades of pink and purple after exposure to the solvents indicated in the labels.
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Table 2 Mass loss after solvent exposure of crystals of 1 to liquid solvent
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Mass loss [%] (calculated) Moles solvent per Co-unit”

Solvent Mass loss [%] (observed)
Acetonitrile (MeCN) 10.5 + 0.8
Benzonitrile (PhCN) 13.7 £3.1
Diethyl ether (Ether) 16.3 + 1.6
Ethanol (EtOH) 21.9 +3.8
Methanol (MeOH) 16.9 + 0.7
Water (H,0) 38.5+9.9

11.0 1.2
13.5 0.6
14.4 1.0
21.7 2.5
16.2 2.6
38.5 14

¢ Calculated from the observed mass loss, assuming only the DMF solvate molecules are replaced. Crystals were surface dried before TGA.

which run parallel to [100] and [001], Fig. 2. The interlayer
spacing is 6.8 A.

Guest DMF molecules are found in the cavities between
the layers and the interdigitated coordinated DMFs (ESIit
Fig. S3), with three sites clearly evident, although the guest
molecules are severely disordered. This arrangement results
in a large amount of potential void space, should the
uncoordinated solvent be removed and the structural
identity of [Co(btc)(DMF),] be retained. Using Mercury v3.7
(ref. 32) potential void space was calculated using a probe
radius 1.2 A with approximate grid spacing of 0.7 A, this
resulted in a contact surface area of 1635 A® (24.1% of unit
cell volume).

There are fifteen independent hydrogen bonds in 1, all of
which are weak C-H---O interactions (ESI{ Table S2). Three
distinct types of hydrogen bond can be seen in Fig. 3. The
intramolecular hydrogen bonds labelled 1-5 result in
5-membered rings between the coordinated DMF and the
oxygen atom from the carboxylate of the trimesic acid ligand
within the same layer. 5-Membered rings are favourable as
there is little steric strain. One of the uncoordinated DMF
solvent molecules is held in place by hydrogen bond 6. It is
this supramolecular interaction that may be disrupted to

(a)

(a) The 2D honeycomb layer in 2, viewed down [001]. (b) Interdigitation of 2D layers in 2, viewed down [010].

Fig. 6

This journal is © The Royal Society of Chemistry 2022

exchange the solvent molecules. The remaining eight
hydrogen bonds (labelled 7-15) link the axially coordinated
DMF molecules to the carboxylate groups of an adjacent
coordination polymer layer.

The agreement between the calculated and experimentally
obtained PXRD patterns indicates the homogeneity of the
bulk material (ESI{ Fig. S4), while variable-temperature PXRD
(ESI} Fig. S5) shows no phase change until the loss of guest
DMFs between 75 and 100 °C. At higher temperatures the
material loses crystallinity, and this does not change on
cooling to 25 °C. This reduction in crystallinity corresponds
to the onset of loss of DMF from the material as seen in the
thermal analysis. The DMF molecules are instrumental to the
retention of the crystalline structure which is not unexpected
given that 1 does not have a rigid 3D framework. To estimate
the amount of DMF in the channels, we considered the
electron count in voids calculated by Platon. The 459
electrons in voids corresponds to 13.5 DMF molecules, or
slightly more than 1 DMF per Co-unit. This is slightly higher
than the 0.7 guest DMF per Co-unit we obtained from
thermogravimetry. The TGA for 1 shows a three-step mass
loss of 40.8 + 0.8% between 88.6 + 2.7 °C and 248.0 = 0.6 °C
(n = 3) (ESIi Fig. S6). This corresponds to the removal of

i
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(b)
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(b)

Fig. 7 (a) Hsbtc: EtOH solvate which shows typical layer formed in alcohol solvates with [ChemTempl]*®); (b) disruption of the layer in the 2:1

Hsbtc : DMF solvate (XAVPOZ*) (adapted from ref. 44).

DMF guests in the channels (calc. 10.6%), followed by the
loss of the coordinated DMF molecules (calc. 31.7%). A
change in colour of the crystals from pink to blue above 200
°C confirms the loss of the coordinated DMFs as the
geometry around the Co(ur) ions changes from octahedral to
tetrahedral (Fig. 4). The small difference in DMF occupancy
between the Platon calculations and TGA measurements
could be accounted for by the former representing the single
crystal selected for analysis, while the latter represents bulk
material.

Solvent exchange

To assess the accessibility of the void space, solvent exchange
experiments were performed. Crystals of 1 were exposed to
other solvents to test whether they would replace the
uncoordinated DMF molecules. Solvents used were
acetonitrile (MeCN), benzonitrile (PhCN), diethyl ether,
ethanol (EtOH), methanol (MeOH), and water (H,O). This
range of solvents were selected to cover a variety of potential
interactions, such as hydrogen bonding (water and alcohols)
and n-stacking (benzonitrile) and for their different polarities
ranging from 0.117 for diethyl ether to 1.000 for water (ESI}
Table S3).*> Co(m) has an affinity for nitrogen donors,*’ so
solvents with cyano functional groups were included to test if
these solvents would replace the coordinated DMF molecules
in addition to the guest DMFs.

In the first set of experiments, crystals of 1 were soaked
directly in solvent. The crystals change from bright pink to
differing shades of pink and purple depending on the solvent
used (Fig. 5), a phenomenon known as solvatochromism.
Water exposure resulted in the lightest shade of pink, and
the crystals of 1 turned purple when exposed to ethanol. This
colour change may be a result in a change of coordination
geometry around the Co(m) centre®® or changes to the
channels which alters the electronic spectrum of the
compound.

TGA was used to estimate the amount of each solvent
absorbed by the framework CP (Table 2, and ESI] Fig. S8).

2398 | CrystEngComm, 2022, 24, 2393-2401

PXRD traces (ESIi Fig. S9) for all sorbed compounds are
similar, though the peak at 12° present in 1 is absent in the
water, methanol, ethanol and acetonitrile compounds, while
the peak at 25° shifts slightly in most compounds. This lends
credence to our model for the solvent:CP ratios reported in
Table 2, which were calculated on the basis of guest DMFs
being replaced, but the framework CP being retained with
coordinated DMF in place.

To investigate the reversibility of this solvent exchange,
the 1-solvent crystals were soaked again in DMF. TGA (ESIi
Fig. S10) is not definitive, but PXRD (ESI{ Fig. S11) indicates
that all (except 1-water/MeOH) return to the original phase
seen in 1, i.e. the solvents are replaced by DMF in a reversible
manner.

In a second set of experiments, we explored the possibility
of desolvated powdered 1 to sorb solvents. 1 was dried in a
vacuum oven at 85 °C for 24 h to remove the uncoordinated
DMF and resulted in a purple powder, 1-f, which retains the
2D CP framework. As noted before, the desolvation of the
guest DMF results in a loss of crystallinity. As 1 is not a rigid
framework, removal of uncoordinated DMF results in the
collapse of the structures and the channels are closed which
prevents solvent from entering the structure Powdered 1-f
was immersed in the same range of solvents for 24 h at RT.
Methanol and water, the smallest of the solvents investigated
and those with the highest polarity, were taken up by 1-f,
which was confirmed by PXRD (ESI Fig. S31-S33).

Crystal structure of {{Co(btc)(DMF),]-yPhCN},, (2)

Single crystal X-ray data was collected on a crystal of 1 which
had been soaked in PhCN for 24 h as described above. The
crystal had high mosaicity and diffracted poorly. As a result
the refinement is poor and it is not possible to describe the
structure completely.q Despite this it is possible to examine

9 [Co(CoH304)(C3H,NO),],, trigonal, P3, a = b = 16.623(6), ¢ = 14.071(15) A, R, =
0.223.

This journal is © The Royal Society of Chemistry 2022
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the coordination geometry of the Co(u) and to establish that
the 2D coordination polymer is retained from 1. The
coordinated DMF molecules have not been removed, lending
further confidence to the modelling of the solvent ratios
sorbed in the solvent exchange experiments. Although there
is a change in the space group from monoclinic P2,/n to
trigonal, P3, the coordination polymer network changes only
subtly. This is evident in Fig. 6 which shows the 2D
hexagonal network and the interdigitation of the coordinated
DMFs between layers. The layers in 2 have an interplanar
spacing of 7.1 A, slightly longer than that observed in 1. The
intramolecular hydrogen bonding (hydrogen bonds 1-5 in 1)
appears to be preserved, but the distances from DMF methyl
carbons to trimesate carboxylate oxygens appear to be too
long (>3.4 A) to be likely to form the interlayer hydrogen
bonding seen in 1. As the model is incomplete only an
approximate estimate of the void space in 2 is possible.
However, if one estimates this void space using Mercury (as
described for 1 above), voids of ca. 1700 A® per unit cell are
observed. Unlike the self-contained cavities observed in 1,
these appear to form channels running parallel to [100] and
[010] (Fig. S123) with openings of approximately 4.2 by 3.4 A.
Benzonitrile molecules could fit within these voids.

Survey of related trimesic acid crystal structures in the CSD

Trimesic acid (Hsbtc) has been extensively used in crystal
engineering studies.”**” Ward and Oswald"* described the
formation of trimesic acid solvates with ethanol, isopropyl
alcohol and dimethylformamide, and reviewed the structures
formed by Hjbtc with alcohols and other solvents. In alcohol
structures, Hzbtc molecules form a R3(8) dimer through

(c)
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hydrogen bonding of the carboxylic acid groups. These
dimers then self-assemble through a hydrogen bonding
interaction with a free carbonyl of the H;btc and the alcohol
solvate, to form an extended tape motif with large rings
(R3(32)). They further found a correlation between the length
of the alcohol chain and the degree of distortion in the ring
framework. On the other hand, the 2:1 H;btc: DMF structure
forms a layer where two trimesic acid molecules hydrogen
bond to two DMF molecules and an adjacent trimesic acid,
to form a 2D tape with no interactions between the layers
(Fig. 7).

Intrigued by the similarity of these layered organic
structures with the honeycomb network layer formed in 1
(Fig. 2), we undertook a survey of structures reported in the
Cambridge Structural Database (CSD).*> A search of the CSD
(v 5.42, September 2021) found 2211 structures which contain
trimesic acid (search parameters: 3D coordinates determined,
R = 0.1). Of these, there are 174 structures with trimesic acid
in its neutral form (Hzbtc), and a further 461 structures in
which the deprotonated trimesic acid (btc) is bound to a
transition metal in bidentate coordinating mode, similar to
that seen in 1. Eliminating those structures with metal
clusters, more than one metallic element or with a second
bridging linker left 89 unique structures in this dataset.

Within this dataset we found that there are four common
motifs, which are illustrated in Fig. 8(a)-(d). The two most
common are (a) the honeycomb network (as seen in 1), and
(b) a flat tape which occurs when there are two types of metal
coordination environment. Although some structures with
the honeycomb motif (a) crystallize in hexagonal space
groups, there are other examples which do not. In most cases
the interlayer space is interdigitated by other ligands

(b)

(e)

Fig. 8 Motifs observed for simple btc coordination polymers. (a) Hexagonal network, illustrated by ADOLUB,*® (b) 2D tape, illustrated by
TOPMIU,*® (c) discrete quadrilateral motif, illustrated by OXAWOB,*° (d) quadrilateral spiral network, illustrated by JEQNUP,*! and (e) square-grid

network, illustrated by MITRUD.>?

This journal is © The Royal Society of Chemistry 2022
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coordinated to the metal (similar to the DMF in 1). Structures
with the tape motif in (b) also span a wide range of space
groups, with the tapes sometimes interacting with one
another through weak interactions such as hydrogen
bonding. A small number of structures crystallize with motifs
(c) and (d), a discrete 4-sided ring motif or a spiral motif with
a 4-sided ring repeating unit. Only one structure in the
dataset (MITRUD?) crystallized in a 2D coordination polymer
with 4 metals and 4 btc linkers forming a square grid motif

(Fig. 8(e)).

Conclusion

Compound 1, {[Co(btc)(DMF),]-xDMF},, is a coordination
polymer in which 2D honeycomb layers pack in parallel with
interdigitating coordinated DMF moieties. Voids between the
DMF moieties allow the CP to act as a host compound, to
include small molecule guests. This packing motif has been
reported in other coordination complexes with trimesic acid,
as confirmed by a survey of the CSD. Interestingly, the
composition, unit cells and space groups of these complexes
can differ markedly.

Heating 1 causes the removal of first the guest DMF and
then the coordinated DMF, with a concomitant change in
cobalt(m) coordination geometry and crystal colour. On
removal of the guest DMF, the structure (1-f) has collapsed
layers with a reduction in crystallinity. Of the solvents used,
only methanol and water (both the smallest and most polar
of the solvents used) were capable of penetrating this
structure to reconstitute the layers of the dried material.
Intermolecular interactions between the guest solvents and
the framework will certainly play an important role in this
effect, but it is difficult to specify this role in the absence of
fully refined crystal structures. Rather than harsh heating, we
found that soaking crystals of 1 in solvents of varying
properties allowed exchange of the guests, which could be
monitored visually through solvatochromic effects. There is
no evidence that competing cyano moieties displaced the
coordinated DMF. In fact, crystals of 1 soaked in benzonitrile
(2) showed the retention of the framework of 2D honeycomb
layers with interdigitated DMF, albeit with a change in crystal
symmetry and interlayer spacing.

Compound 1 is an example of a two-dimensional
coordination polymer capable of responding to its chemical
environment through a breathing-type mechanism. Similar
behaviour has been observed in other 2D coordination
polymers.>** Studies such as this report are useful for
designing stimuli-responsive materials, as they give insight
into types of potential interactions and how they might
disrupt the properties of a system.
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