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An in situ ATR-IR spectroscopic study has shown that high-
pressure CO, reduces melting temperature of ionic liquids
such as [Ci¢gmim][PFg].

lonic liquids are finding increasing interest as solvents for a
range of applicationsincluding organic synthesis,* separations,2
and electrochemistry.3 It has recently been shown to be possible
to combine chemical reactions in ionic liquids with separation
routes utilising binary ionic liquids/supercritical CO, sys-
tems.2b45 Prior to this it had also been shown that CO; is
soluble in some ionic liquids (e.g. N(CgH13)4PFs).6

One unique feature of ionic liquids compared with conven-
tional solvents is the potential to influence their properties by
ateration of the cation or anion. For example, the presence of
long alkyl chain substituents can result in the formation of liquid
crystalline phases either on melting or on addition of solvents.
The generation of low melting liquid crystalline salts based on
the 1,3-dialkylimidazolium cation has been reported by a
number of authors.” Such sats are distinguished from many
other ionic liquid crystalline materials by generally low melting
points, combined with notably high mesophase ranges. The
possibility of reducing the melting temperature of these salts
even further under high-pressure CO, opens an additional
opportunity for chemical reactions and processes utilising ionic
liquids with long alkyl chains.

We have investigated the effect of CO, pressure on the phase
behaviour of 1-hexadecyl-3-methylimidazolium hexafluoro-
phosphate ([C1mim][PFg]), as monitored using ATR-IR spec-
troscopy. This salt has been shown to form a smectic A liquid
crystalline phase on melting at 75 °C, and finally melts to an
isotropic liquid only at 125 °C.7c In situ spectroscopic study of
asolidHiquid phase transition via transmission IR spectroscopy
would be challenging dueto light scattering of the solid and due
to flow and absorbance of the liquid. Recently we have
developed high-pressurein situ ATR-IR spectroscopy, whichis
ideally suited to the study of melting phenomena. In this
approach the evanescent wave probes a solid or liquid sample
subjected to high-pressure gas.8 ATR-IR spectroscopy has also
been used to study molecular states of water in room
temperature ionic liquids.® Fig. 1(a) and 2(a) show the IR
spectrum of crystaline [Cigmim][PFg] at room temperature in
the v(PFg) and v(CH) regions.

The v(PFg) region in particular displays relatively complex
splitting, suggesting that the octahedral geometry of the [PFg] —
anion is sightly perturbed in the crystalline form. It should be
noted that in the crysta structure of the analogous salt
[Ciomim][PFg] Slight deviations from the pure octahedral
structure were indeed observed.’ It is also possible that the
splitting arises from a general low site symmetry of the [PFg] —
anion. Such behaviour is well known in highly symmetrical
molecules and ions even in the absence of strong interactions
with neighbouring species. As the temperature was raised, the

T Electronic supplementary information (ESI) available: Fig. S1: ATR-IR
spectrum of [C;emim][PFg] after it has been subjected to solution of
ferrocene in CO, a 50 °C and pressure of ca. 110 bar. See http:
/lwww.rsc.org/suppdatal/cc/b2/b202759¢/
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IR bands broadened slightly, but showed no significant change
in position or intensity until the temperature reached 75 °C, the
melting point of the salt. At this temperature it forms a smectic
A liquid crystalline phase, 7 and clear changes are observed in
the IR spectrum (Fig. 1(b)). The splitting in the v(PFg) band has
now disappeared, and is replaced by asingle band at 825 cm—1.
In general, al bands in this region have become smoother as
they lost the sharp structure characteristic of the crystalline
phase. Fig. 2(b) shows that the aliphatic v(CH,) stretching
modes below 3000 cm-1 are shifted dlightly to higher
wavenumber, and the aromatic v(CH) modes broaden and shift
to lower wavenumber. An overall decreasein intensity was also
observed in this spectral region. The shift to higher wavenumber
for the v(CH,)s and v(CH,)4s peaks at 2850 and 2920 cm—1,
respectively, on conformational melting of the alkyl chain has
been previously noted in long akyl chain substituted ammo-
nium salts.10

Exposure of the salt to high pressures of CO, causes a
depression of the melting temperature, along with spectroscopic
changes consistent with the formation of a liquid crystalline
phase. Méelting point depression by CO, has been noted
previously for tetrahexylammonium hexafluorophosphate and
nitrate,® although in the former system the CO,, contained added
water. No in situ spectroscopic investigations of the salt
structure were reported in these studies, however. Depression of
the melting temperature of [C1emim][PFe] has been observedin
our work using carefully dried CO,. Fig.1(c) and 2(c) show
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Fig. 1 ATR-IR spectra of [C;emim][PFg] in the v(PFg) region: (a) solid
sample at room temperature; (b) melt at 75 °C (liquid crystalline phase); (c)
subjected to 70 bar of CO, at 50 °C.

Absorbance

b

A\

3200 3100 3000 2900 2800
Wavenumber /cm™'

Fig. 2 ATR-IR spectra of [C;¢mim][PFg] in the region of aromatic v(CH)
and aliphatic v(CHy): (a) solid sample at room temperature; (b) melt at 75
°C (liquid crystalline phase); (c) subjected to 70 bar of CO, at 50 °C.
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Fig. 3 ATR-IR spectraof CO, dissolved in [Cysmim][PFg] in the v3 region
at 50 °C and CO, pressure of 70 bar (a) and 50 bar (b).

parts of the IR spectrum of [Cysmim][PFg] a 50 °C after the
addition of 70 bar CO, (the salt was heated to 50 °C and
subjected to high-pressure CO, of ca. 70 bar).

The similarities between Fig. 1(b) and (c), and between Fig.
2(b) and (c) are clear, suggesting that a smectic A structure is
formed even in the presence of CO,. The broadening and the
shift of all spectral bands of the salt suggest the formation of a
liquid crystalline phase under these conditions. Thusit is clear,
asisthe casefor somepolymers, that high pressures of CO, may
be used to decrease the melting point of ionic liquid crystals. It
also appears that the v(PFg) band in molten [Cygmim][PFg] is
shifted ca. 7 cm—1 to higher wavenumber in the presence of
CO.. Behaviour of this type has been noted previously> on
pressurisation of liquid [Cymim][PFs] with CO,, athough the
magnitude of the shift was smaller in this case. The phenome-
non was assigned to a weak Lewis acid-base type interaction
between the anion and CO,, with the P-F bonds perpendicul ar
to the O=C=0 axis thereby reducing the rather stronger
i nteractions between the P—F bonds and the cations. It should be
noted that the changes in the v(PFg) spectral region have been
observed at somewhat lower pressures than the changes in the
V(CH) region of the cation, suggesting that the CO, molecules
cause distortion in the crystalline arrangementsin the vicinity of
the anionsfirst. Thisis consistent with the proposal of the weak
interaction between CO, and anions in room temperature ionic
liquids.5 The CO,-induced reduction in the melting temperature
of ionic liquids may have important implications, since it would
allow the use of these ionic liquids as solvents at milder
temperatures and facilitate separation processes using the
combination of these two classes of environmentally benign
solvents. For example, in some preliminary experiments
[Cismim][PFg] has been pressurised by a supercritical CO,
solution containing dissolved ferrocene. Once the salt melted,
the IR bands of the ferrocene were observed in the spectrum of
the melt along with the bands of the dissolved CO,. After
depressurisation of the system, the CO, left the melt, resulting
in solidification with the ferrocene mol ecul esremaining trapped
inthesalt (seeFig. S1in ESIT). Theinitial dataonimpregnation
of ferrocene moleculesinto anionic salt from supercritical CO,
solution demonstrates that the methodology outlined in the
paper will provide a means to prepare new materials based on
ionic salts that have melting temperatures above ambient.

One of the other observations was made when the sample of
[C1smim][PFg] was subjected to the lower pressure (ca. 50 bar)
of CO; at 50 °C or was cooled down to 20 °C under a CO,
pressure of 70 bar. The spectrum measured in the v3 region of
CO; is shown in Fig. 3. Two bands at 2341 cm—1 and 2331
cm—1 (Fig. 3) for the v3 mode of CO, dissolved in
[Cismim][PFg] indicates that a large concentration of CO; is
maintai ned within the salt lattice evenin the solid state, since no
evidence of melting was observed from the IR spectrum of the
salt under these conditions (50 bar, 50 °C). The presence of the
two bands for antisymmetric stretching mode of CO, suggests
that the CO, molecules exist in more than one environment.
Indeed, the only other possible explanation would involve the
presence of the combinationa (vs+ v,) — v, ‘hot-band’ .11
However, it is known that the ‘hot band’ is always separated
from the main band by 12 cm—1 and has much smaller relative

absorbance compared to the v; band. Once the pressure of CO,
increased to 70 bar the v band of CO, becomes a single band
with the shoulder corresponding to the ‘hot-band’. Thus, it has
been demonstrated, for the first time, that the CO, molecules
may reside in two different sites of the solid ionic crystals,
apparently in the vicinity of anions and hydrocarbon tailsin the
cation.

Furthermore, the pattern and position of the bands observed
for [C1emim][PFg] under 50 bar of CO, are different again from
those in either the liquid state or in the virgin crystalline state.
For example, a small shift of the v(CH,) bands to lower
wavenumber was observed under these conditions. This
indicates that the presence of dissolved CO, can cause
considerable rearrangement in the crystaline lattice of solid
[Cismim][PFg], but to a different degree from the situation
observed in the melt.

Thus, thein situ ATR-IR spectraof [C;6mim][PFg] provide a
direct indication that high-pressure CO, reduces the melting
temperature of this salt. The data presented hereindicate that 70
bar of CO, reduces the melting temperature of [Cygmim][PFg]
from 75 to 50 °C. The amount of CO, dissolved in melt was
estimated from the absorbance of the antisymmetric stretching
band of CO, following the procedure described in our related
paper.5 This provided an estimate of CO, solubility under these
conditions (70 bar and 50 °C) as ca. 0.55 mol fraction. It should
be noted that at 40 °C the melting has not been observed even
at pressures as high as 170 bar; apparently due to the effect of
compression of the solid sat on the dissolution of CO,
molecules. We have also measured the IR spectra of salt
subjected to high-pressure argon (up to 150 bar) and found no
reduction of the melting temperature of the salt. This is aso
consistent with our proposal that CO, disrupts cation—anion and
tail—tail interactions rather than simply playing an ‘impurity’
role in the mechanism of induced melting.

Preliminary results for other analogous ionic liquids with the
melting temperatures higher than room temperature have shown
that the reduction in melting point by high-pressure CO. is not
unique to [Cigmim][PFe]. Such reductions in the melting
temperature of ionic liquids may allow their use as solvents at
milder temperatures.

We thank EPSRC for support. C. M. G. would also like to
thank the Royal Society of Edinburgh for the award of a BP/
RSE fellowship.

Notes and references

1 (a) P. Wasserscheid and W. Keim, Angew. Chem.,, Int. Ed., 2000, 39,
3773; (b) C. M. Gordon, Appl. Catal. A, 2001, 222, 101.

2 A.E. Visser, R. P. Swatloski and R. D. Rogers, Green Chem., 2000, 2,
1

3 C. L. Hussey, Chemistry of Nonaqueous Solutions, ed. G. Mamontov
and A. |. Popov, Weinheim, 1994.

4 (a) L. A. Blanchard, D. Hancu, E. J. Beckman and J. F. Brennecke,
Nature, 1999, 399, 28; (b) F. Liu, M. B. Abrams, R. T. Baker and W.
Tumas, Chem. Commun., 2001, 433.

5 S. G. Kazarian, B. J. Briscoe and T. Welton, Chem. Commun., 2000,
2047.

6 (a) D. Niehaus, M. Philips, A. Michael and R. M. Wightman, J. Phys.
Chem., 1989, 93, 6232; (b) D. Niehaus, R. M. Wightman and P. A.
Flowers, Anal. Chem., 1991, 63, 1728.

7 (a) C.J.Bowlas, D. W. Bruceand K. R. Seddon, Chem. Commun., 1996,
1625; (b) K. M. Lee, C. K. Leeand I. J. B. Lin, Chem. Commun., 1997,
899; (c) C. M. Gordon, J. D. Holbrey, A. R. Kennedy and K. R. Seddon,
J. Mater. Chem., 1998, 8, 2627; (d) J. D. Holbrey and K. R. Seddon, J.
Chem. Soc., Dalton Trans., 1999, 2133; (e) C. K. Lee, H. W. Huang and
1. J. B. Lin, Chem. Commun., 2000, 1911.

8 S. G. Kazarian, N. M. B. Flichy, D. Coombs and G. Poulter, Am. Lab.,
2001, 33(16), 44.

9 L. Cammarata, S. G. Kazarian, P. A. Salter and T. Welton, Phys. Chem.
Chem. Phys., 2001, 3, 5192.

10 H. L. Casdl, D. G. Cameron and H. H. Mansch, J. Phys. Chem., 1985,
89, 5557.

11 (a) D. B. Cunliffe-Jones, Spectrochim. Acta, Part A, 1969, 25, 779; (b)
S. G. Kazarian, M. F. Vincent, F. V. Bright, C. L. Liotta and C. A.
Eckert, J. Am. Chem. Soc., 1996, 118, 1729.

| CHEM. COMMUN., 2002, 1314-1315 | 1315




