Enhanced polar ordering in ferroelectric liquid crystalsinduced by

atropisomeric dopants
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The spontaneous polarization of a Sc* liquid crystal phase
induced by atropisomeric dopants with large transverse
molecular dipoles exhibits a very strong dependence on the
nature of the Sc liquid crystal host.

A ferroelectric smectic C* liquid crystal phase possesses a
permanent dipole moment, the spontaneous polarization (Pg),
which is a macroscopic manifestation of molecular chirality.t
The dependence of Ps on the molecular structure of the chiral
component(s) of a Sc* phase has received considerable
attention over the past 15 years as it relates directly to the
performance optimization of FLC light valves and displays.2#
In general, ferroelectric liquid crystals suitable for display
applicationsareinduced Sc* phases obtained by mixing achira
dopant with high polarization power (8g) in a Sc liquid crystal
host mixture with low viscosity and broad temperature range.
The polarization power isameasure of the propensity of achiral
dopant to induce a spontaneous polarization in a Sc host as
expressed by egn. (1), in which P, isthe reduced polarization of
the FLC and x4 is the dopant mole fraction.5t In most cases, the
polarization power of a chiral dopant is independent of the
nature of the Sc host. However, Stegemeyer has reported
several examples of chiral dopants with rigid chiral cores that
exhibit a dependence of dp on the nature of the Sc host; these
compounds are referred to as Type Il dopants.®

5 = dp, (x,)
P_[ dx, )xd—>0 (1)

Recently, we reported the induction of a Sc* phase by the
atropisomeric dopant (—)-1, which exhibited a pronounced
Typell host dependencein the Sc liquid crystal hosts PhBz and
NCB76 (Fig. 1).7 We proposed that polar ordering of (—)-1in
the Sc lattice originates from a small asymmetric bias in the
rotation of the biphenyl core about the ester C-O bonds, which
we estimated by AM1 calculations on the model compound
3-methyl-5-nitrophenyl benzoate a 0.4 kca mol—1 (1
ca = 4.184 J). We have extended this conformational analysis
to other phenyl benzoate derivatives as model compounds, and
found that shifting the symmetry-breaking NO, group to the
ortho-position with respect to the ester group raises the
rotational bias about the ester C-O bond to 1.1 kcal mol—2. In
order to test the validity of this conformational analysis in
predicting the relative polar ordering of atropisomeric dopants,
and to further investigate the generality of Type Il behaviour in
these systems, we have synthesized the dopant (—)-2 in
optically pure form and measured its polarization power in the
Sc hosts PhBz,8 NCB76 (E. Merck) and DFT.®

The precursor 5 was synthesized in racemic form starting
with the known benzidine 3,20 as shown in Scheme 1, and
resolved by chiral stationary phase HPLC using a Daicel
Chiralcel OJ column to give the (—) enantiomer in opticaly
pure form.} The latter was esterified under mild conditions
using DCC/DMAP to give the diester (—)-2, which showed no
liquid crystalline behaviour by differential scanning cal-
orimetry. Compound (—)-2 was doped in the Sc hosts PhBz,

DFT and NCB76 at four different concentrations in the range
0.01 < x4 < 0.05. Each mixture wasintroduced into polyimide-
coated ITO glass cells with a4 um gap, and aligned by slow
cooling from isotropic liquid to the Sc* phase at
T-Tac = —5 °C. Spontaneous polarization and tilt angle (0)
values were measured as afunction of x4 by the triangular wave
method using a Displaytech APT Il polarization testbed (100
Hz, 6 V um—1).11 At x4 = 0.03, the dopant (—)-2 gave a Ps
value of —2.5nC cm—2 (8 = 9.5°) in NCB76, and a Ps value
of —1.7nCcm—2(6 = 10.5°) in DFT. In these two hosts, a plot
of P, Vs. X4 gave a good linear fit, from which 8p values were
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Scheme 1 Reagents and conditions: i, NaNO,, HCI, 5 °C; ii, 10% H>SO,,
reflux; iii, Fe(NOz)3-9H,0, EtOH, reflux; iv, chiral stationary phase HPLC
resolution, semiprep Daicel Chiralcel OJ column, hexanes-EtOH 9: 1, 3 ml
min—1; v, 4-nonyloxybenzoic acid, DCC, DMAP, CH.Cl,, 25 °C
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obtained (Fig. 2).T In the host PhBz, Ps was too low to be
measured at x4 = 0.05; an upper limit value for 6p was
estimated based on theinstrument detection limit (0.3 nC cm—2)
and an observed tilt angle of 10° at T-Tac = —5 °C. These
results are presented in Table 1, including previously un-
reported data for dopant (—)-1 in DFT, and correlated with
dielectric anisotropy values (Ae = g — £,) measured in the
nematic phase for structurally analogous mesogens.§ The Ag
values are consistent with the increase in transverse dipole
moment of the mesogens in the order PhBz < DFT <
NCB76.

In NCB76 and DFT, the dopant (—)-2 shows a much higher
polarization power than (—)-1, which is consistent with the
increase in rotational bias about the ester C-O bond predicted
by the AM1 caculations. Furthermore, (—)-2 exhibits a very
strong dependence of 6p on the nature of the S host. To the best
of our knowledge, the > 15-fold enhancement in polarization
power shown by (—)-2 asafunction of the Sc host isthe largest
thus far reported for a Type Il dopant. For each dopant, a
correlation exists between the polarization power and the
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Fig. 2 Reduced polarization P, as afunction of mole fraction for the dopant
(—)-2 in the Sc hosts NCB76 (circles) and DFT (triangles) at
T—TAC = —-5°C

Table 1 Polarization power values for dopants (—)-1 and (—)-2 in the Sc
hosts NCB76, DFT and PhBz

Op/NC cm—22
Host Agb (—)-1 sign (—)-2 sign
NCB76 —4.7 170¢ + 523 -
DFT —-17 63d + 312 -
PhBz —-0.35 <20 — <34 —

aMeasured at T-Tac = —5 °C. b Dielectric anisotropy values measured in
the nematic phase for the structural analogues 4-(4’-pentylbiphenyl-4-yl)-
1-propylcyclohexanecarbonitrile, 2, 3'-difluoro-4,4”-dipropyl-p-ter-
phenyl,12 and 4-hexyloxyphenyl 4-decyloxybenzoate.13 ¢ Fromref. 7.9 This
value was extrapolated from a single P, measurement at X4 = 0.04.
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dielectric anisotropy of the Sc host, which suggests that the
Type || dependence observed in this case arises from enhanced
coupling of the dopant with the S¢ lattice via transverse dipole—
dipoleinteractions. This coupling mechanismislikely to induce
polar ordering of the Sc host and cause an asymmetric distortion
of the achiral Sc lattice that further enhances rotational ordering
of the atropisomeric core. We plan to continue testing the
validity of thismodel through the design and characterization of
new series of atropisomeric dopants analogous to 1 and 2.

We are grateful to the Natural Sciences and Engineering
Research Council of Canadafor financial support of thiswork,
and to Professor H. Stegemeyer for a generous gift of
NCB76.

Footnotes

* E-mail: lemieux@chem.queensu.ca

T Thereduced polarization isintrinsic to the chiral component(s) of the Sc*
phase at afixed temperature difference below the Sc*—Sa* phase transition
(T-Tac), and isrelated to the spontaneous polarization (Ps) and tilt angle (6)
of the Sc* phase by the equation:

P, = Pg/sin 6

$ All new compounds gave satisfactory spectral data (*H, 3C NMR and
mass spectra) and combustion analyses.

§ Dielectric anisotropy values for PhBz, DFT, NCB76 are currently
unavailable.

References

1 D. M. Walba, in Advances in the Synthesis and Reactivity of Solids, ed.
T. E. Mallouck, JAI Press, Greenwich, CT, 1991, vol. 1, pp 173-235.

2 D. M. Walba, Science, 1995, 270, 250.

3 J. W. Goodby, R. Blinc, N. A. Clark, S. T. Lagerwall, M. A. Osipov,
S. A. Pikin, T. Sakurai, K. Yoshino and B. Zeks, Ferroelectric Liquid
Crystals: Principles, Properties and Applications, Gordon and Breach,
Philadelphia, 1991.

4 J. Dijon, in Liquid Crystals: Applications and Uses, ed. B. Bahadur,
World Scientific, Singapore, 1990, vol. 1, ch. 13.

5 K. Siemensmeyer and H. Stegemeyer, Chem. Phys. Lett., 1988, 148,
409.

6 H. Stegemeyer, R. Meister, U. Hoffmann, A. Sprick and A. Becker,
J. Mater. Chem,, 1995, 5, 2183.

7 K. Yang, B. Campbell, G. Birch, V. E. Williams and R. P. Lemieux,
J. Am. Chem. Soc., 1996, 118, 9557.

8 P. Kéeller, Ferroelectrics, 1984, 58, 3.

9 G. W. Gray, M. Hird, D. Lacey and K. J. Toyne, J. Chem. Soc., Perkin
Trans. 2, 1989, 2041.

10 R. B. Carlin, J. Am. Chem. Soc., 1945, 67, 928.

11 K. Miyasato, S. Abe, H. Takezoe, A. Fukuda and E. Kuze, Jpn. J. Appl.
Phys., 1983, 22, L661.

12 V. Reiffenrath, J. Krause, H. J. Plach and G. Weber, Lig. Cryst., 1989,
5, 159.

13 L. Bata, A. Buka and J. Szabon, Wiss. Beitr.-Martin-Luther- Univ.
Halle-Wittenberg, 1983, 41, 7.

Received in Corvallis, OR, USA, 10th March 1997; Com.
7/01713H



