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Flexible and transformable molecules, particularly those responding
to external stimuli, are needed for designing sensors and porous
compounds capable of storing or separating gases and liquids. Under
normal conditions the photochromic compound, 1,2-bis[2-methyl-5-
(pyridyl)-3thienyllcyclopentene (BTCP) forms a porous co-crystal with
1,4-diiodotetrafluorobenzene (dItFB). It traps acetone (Ac) molecules in
the pores. Owing to a unique system of pores in the polar framework,
the crystal is sensitive to the humidity in the air and to the chosen
liquid environment. When compressed in non-penetrating media,
the crystal displays a strong negative linear compressibility (NLC)
along [100].

The search for environmentally-friendly methods for storing
fuels'™® and for removing pollution and waste’™® drives the
current interest in various kinds of porous materials. Crystalline
compounds with well-defined pores and cages are especially
promising for these purposes. Although the field of porous
materials is dominated by microporous zeolites and metal-
organic frameworks (MOFs), molecular systems can be attractive
for several reasons.'®'! Owing to the structural and chemical
variability generated by modular assembly, it is possible to change
the pore sizes and to fine-tune the shape and functionality of the
pores in materials free of metal ions. The inclusion of stimulus-
responsive molecules can result in unprecedented properties of
such porous molecular systems.

Interesting phenomena related to stimulus-responsive com-
pounds include interconversions between isomeric forms and
topochemical reactions triggered by light. The molecules of
such compounds are conformationally flexible and capable of
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undergoing low-energy reactions, involving breaking and forming
covalent bonds.

To investigate the high-pressure behaviour of this class of
materials we have chosen a bis-3-thienylcyclopentene derivative
of 1,2-bis[2'-methyl-5'-(pyrid-4”-yl}-thien-3"-yl]perfluoro-cyclopentene
(BTCP).">™*® When irradiated with ultraviolet light, this group of
compounds undergoes solid-state photocyclization, yielding a stable
isomeric form with a closed ring. Exposure to visible light results in
the ring-open form.'®'® The reactivity of BTCP, as shown in Fig. 1
derivatives can be triggered in relatively large aggregates. Even single
crystals can undergo bulk conversions, involving reversible struc-
tural changes, such as pore opening.'® It is well-known that high
pressure often induces prominent changes in crystal structure,'®*°
phase transitions,”*® sorption of solvent molecules**>*
chemical reactions. Moreover, it was found that flexible mole-
cules assembled into aggregates or polymeric frameworks under
hydrostatic pressure can exhibit counterintuitive elastic properties,
including negative linear and area compression.*®*>™

Here we report the isothermal compression of a porous

and
35-41

molecular co-crystal solvate, hereafter abbreviated as BTCPs-
dItFB-Ac, of 1,2-bis[2’-methyl-5'-(pyrid-4"-yl)-thien-3'-yl|perfluoro-
cyclopentene with 1,4-diiodotetrafluorobenzene (dItFB) and
acetone (Ac).”® We have established that in the range of

(@) ig; ‘

Fig. 1 (a) The asymmetric unit of co-crystal BTCPs-dItFB-Ac and (b) the
structural formula of BTCP, dItFB as well as the guests described in our
work. In (a), the anisotropic thermal parameters are shown at the 50%
probability level and the disordered Ac molecule is shown in one of its
half-occupied sites only.
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(a) 0.1 MPa

Fig. 2 The size and arrangement of voids (a) at ambient pressure and (b)
at 2.5 GPa. The voids are shown for a 1.2 A probe radius and grid spacing
0.2 A using the program Mercury.

0-2.5 GPa at room temperature this crystal exhibits pronounced
negative linear compressibility (NLC).

BTCP and dItFB co-crystallize from acetone under ambient
conditions, with acetone molecules trapped in guest-accessible
pockets (Fig. 2). We have established that the crystals lose part
of their solvent content when exposed to air, and that the
quality of such dried crystals can be recovered with a few drops
of water. This results in subsequent improvement of the X-ray
diffraction data, yielding higher resolution and a lower Rj
parameter. The water molecules penetrate the pores of the
BTCPs-dItFB-Ac crystal, causing some elongation along [001]
(Table 1). The unit cell volume of the partially hydrated
co-crystals increases by 10.8(7) A% i.e., 2.7 A® per asymmetric
unit. This H,O adsorption is associated with anisotropic strain
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of the crystal: parameters b and ¢ elongate by about 0.07 A and
0.015 A, respectively, while parameter a shortens by —0.02 A
(Table 1). However, no water molecules could be located in the
crystal structure of the crystals exposed to moisture, which
suggests non-stoichiometric sorption of H,O into disordered
positions in the pores. Although the uptake of water in mole-
cular crystals and MOFs usually increases the volume, it has
been shown that adsorption of water can also result in a
significant reduction of volume.*”™*°

A single crystal of BTCPs-dItFB-Ac, which had been stored in
a dry environment, was compressed in glycerol. Although
disordered H,O molecules could not be located up to 1.95 GPa,
it was possible to model one water molecule per asymmetric unit
at 2.5 GPa. This suggests that their ordering takes place at higher
pressure. Karl Fischer titration of the glycerol confirmed the
presence of somewhat less that 2% (wt) of water, which could
be the origin of the water molecules located in the pores of the
compressed sample. Single-crystal X-ray diffraction data were
recorded at pressures of 0.4, 0.7, 1.09, 1.59, 1.95 and 2.5 GPa.
High-pressure experiments were carried out in a Merrill-Bassett
diamond-anvil cell (DAC), modified by mounting the diamond
anvils directly on steel supports with conical windows.’® The DAC
was centred using the gasket shadowing method.’" Starting from
the ambient-pressure model, the high-pressure crystal structures
were refined using the least-squares method of SHELXL.>> The
pressure in the DAC was calibrated by the ruby fluorescence
method, using a Photon Control spectrometer with enhanced
resolution, affording an accuracy of 0.02 GPa.>>>* X-Ray data were
measured on a four-circle Oxford-Diffraction Xcalibur diffracto-
meter equipped with an EOS-CCD detector. Due to the strongly
disordered acetone molecule in all high-pressure measurements,
the SQUEEZE algorithm of PLATON was applied.”® The crystallo-
graphic data and experimental details are summarized in Table 1
and Table S4 (ESIT) and have been deposited in CIF format at the
Cambridge Structural Database with numbers CCDC 1886608-
1886615.7

Isothermal compression of a single crystal of BTCPs-dItFB-
Ac immersed in glycerol induces negative linear compressibility
(NLC) along [100], i.e., perpendicular to the pore channels. The
NLC of the co-crystal along this direction is unprecedented
in magnitude for an organic molecular crystal, reaching
—30 TPa ' between 0.1 MPa and 0.4 GPa (¢f Table S1 in the
ESI¥).>® The crystal compressibility is clearly nonlinear (Fig. 3)
and the NLC magnitude gradually reduces to —15.54 TPa '

Table 1 Selected crystallographic data of co-crystal BTCP-dItFB-Ac (cf. Table S4 in ESI for details)

Pressure [GPa] 0.0001 0.0001 0.40 0.70 1.09 1.59 1.95 2.50
Environment Air Water Glycerol Glycerol Glycerol Glycerol Glycerol Glycerol
Space group Pna24 Pna24 Pna24 Pna24 Pna2, Pna2, Pna2, Pna2,
a(A) 17.2716(8) 17.2451(6) 17.475(9) 17.449(4) 17.559(5) 17.604(14) 17.564(10) 17.606(4)
b (A) 27.171(3) 27.2415(16) 26.52(5) 26.511(15) 26.315(16) 25.83(6) 25.64(5) 25.580(17)
c(A) 7.9406(7) 7.9554(3) 7.662(7) 7.536(11) 7.259(8) 7.13(4) 7.07(3) 6.944(9)
V(A% 3726.5(6) 3737.3(3) 3551(8) 3486(5) 3354(4) 3240(20) 3185(15) 3127(5)
z/Z' 41 471 4/1 471 4/1 4/1 4/1 4/1

D, (g crn’S)* 1.803* 1.808* 1.903* 1.938* 2.014* 2.085* 2.121* 2.161*

*D, - the initial stoichiometry BTCP-dItFB-Ac without water content was assumed for the density calculations.
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Fig. 3 Compression of co-crystal BTCP-dItFB-Ac in glycerol plotted rela-
tive to the 0.1 MPa dimensions. The error bars are smaller than the plotted
symbols. The inset shows a graphical representation of the compressibility
tensor calculated between the 0.1 MPa and 0.7 GPa (cf. Fig. S3 and
Table S3 in ESI+).%¢

between 0.1 MPa and 0.7 GPa, Table S1 (ESIf). The NLC in
molecular crystals originates from anisotropic structural
features. For the BTCP cocrystal the NLC can be rationalized
using the wine-rack mechanism, as the NLC effect occurs along
the elongation direction of the cross-section of the pores
(compare Fig. 2 and 3). The compression also involves changes
in the conformation of molecules, and in their arrangement.
The initial compression up to 0.4 GPa affects the BTCP
conformation. The perfluorocyclopentene and heterocyclic aro-
matic rings of BTCP approximate the shape of an isosceles
triangle. The rings are flat and of well-known regular geometry.
However, owing to the single bonds that join them, the mole-
cule is flexible. As the pressure increases, the molecule
becomes elongated. We have established that the molecular
shape of BTCP is most affected by pressure up to 0.4 GPa, when
the distance between terminal pyridine rings elongates by 1.7%
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Fig. 4 The two molecules of BTCP from 0.40 GPa and 2.5 GPa super-
imposed on the perfluorocyclopentene ring.
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(compared to 2.4% at 2.50 GPa). This elongation coincides with
the NLC effect along [100]. The pressure effect on the intra-
molecular distance between two reactive carbon atoms in the
thienyl groups is unfavourable for closing the ring.’” Only in
the initial pressure range does this distance decrease insignifi-
cantly, but at 2.5 GPa it elongates considerably (Fig. 4).

In summary, we have investigated a porous and polar
co-crystal solvate BTCP-dItFB-Ac. At ambient conditions, it
absorbs or releases water depending on the surrounding
moisture. Under pressure, the crystal displays strongly aniso-
tropic compression coupled to the conformation of BTCP
molecules. To our knowledge,*® the negative linear compressi-
bility of over —30 TPa™" is the strongest ever reported for an
organic molecular crystal; similarly, we have observed that
BTCP-dItFB-Ac displays an impressive positive linear compres-
sion of about 90 TPa™?, corresponding to the reduction by 12%
at 2.5 GPa of the ¢ unit cell parameter.
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