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The synthesis and characterisation of the 1-(4-cyanobiphenyl-4’-yl)-10-(4-alkylanilinebenzylidene-4'-
oxy)decanes (CB100O-m) are reported. This series shows a rich liquid crystal polymorphism including
twist-bend nematic and smectic phases. All the homologues reported exhibit an enantiotropic
conventional nematic phase. For the homologues with m < 10, the local packing in the nematic phases
and the layer spacing in the smectic phases indicates an intercalated arrangement of the molecules.
An intercalated smectic Cp phase is observed if m/11 ~ 0.5. Either side of this condition, the twist-bend
nematic phase is observed, a novel pattern of behaviour for a series on increasing a terminal chain
length. For longer chain lengths, m = 12, 14, 16 and 18, two twist-bend smectic C (SmCqg) phases are
observed, and the packing of the molecules is now of a bilayer-type. The higher temperature variant is
termed SmCrg_sy in which SH (single helix) refers to the presence of a short, distorted clock-type helix.
In the lower temperature SmCrg_py phase, an additional longer helix is superimposed on the short one,

rsc.li/soft-matter-journal and DH denotes double helix.

Introduction

Heliconical liquid crystal phases formed by achiral molecules
constitute the newest class of liquid crystal phases and have
attracted considerable global research interest. The simplest of
these phases is the twist-bend nematic (Nyg) phase, first
identified some ten years ago for the odd-membered liquid
crystal dimer CB7CB'™ and a decade after a prediction was
made by Dozov that bent molecules should exhibit both twist-
bend nematic and smectic phases.’ In the Npg phase, the
director forms a helix and is tilted with respect to the helical
axis, and this was the first example of spontaneous chiral
symmetry breaking in a fluid with no positional order. The
spontaneous formation of chirality ensures that equal numbers
of left- and right-handed helices are formed, but if the consti-
tuent molecules are chiral, this degeneracy is removed and the
chiral N phase is obtained.> More recently, heliconical twist-bend

“ Department of Chemistry, School of Natural and Computing Sciences,

University of Aberdeen, AB24 3UE Scotland, UK. E-mail: c.t.imrie@abdn.ac.uk
b University of Warsaw, Faculty of Chemistry, ul. Zwirki i Wigury 101,

02-089 * Warsaw, Poland
t Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d2sm00162d
i Permanent address: Department of Chemistry, University of Hail, Hail, Saudi
Arabia.

This journal is © The Royal Society of Chemistry 2022

smectic C (SmCyg) phases have also been discovered for liquid
crystal dimers®” and in bent-core mesogens.®® It appears that a
range of variants of this phase, similar to the SmC* subphases
observed for chiral molecules, are possible.®

The key structural requirement for the observation of the
Nrg phase is a bent molecular structure and this is most often
realised using odd-membered liquid crystal dimers. These
consist of molecules containing two mesogenic groups con-
nected by a spacer having an odd number of atoms (see, for
example, ref. 11-29) although other structures such as higher
oligomers,**® semi-rigid bent core liquid crystals,®”*® and
hydrogen-bonded systems®®™** are also known to support the
formation of the Nt phase. The search for the twist-bend
smectic phases has also been focussed on bent mesogenic
dimers, but in order to drive smectic phase formation, the
molecular design must also incorporate molecular inhomo-
geneity. This was achieved using non-symmetric liquid crystal
dimers having different mesogenic units.** It is known that if
the mesogenic units in such structures are selected in order to
exhibit a specific, favourable interaction then depending on the
ratio of the length of the flexible spacers and terminal chains, a
range of smectic phases may be observed including intercalated
and interdigitated variants.*>™*® Using this design strategy,
examples of the SmCrg phase have been found for members
of the CBnO-m series, see Fig. 1, with n = 6 and m = 10-12, 14,
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Fig. 1 The general molecular structure of the CBnO-m series. The dimers
reported here have n = 10, and m = 1-10, 12, 14, 16, 18.

16, and 18.7'%*° For terminal chain lengths with m < 10, twist-
bend and conventional nematic phases are observed but no
smectic behaviour is seen. By analogy with other non-
symmetric dimer series,’® if the terminal chain in a CBnO-m
series was significantly shorter than the spacer length then
smectic behaviour should emerge, and to investigate this intri-
guing possibility here we report the synthesis and characterisa-
tion of the 1-(4-cyanobiphenyl-4’-yl)-10-(4-alkylanilinebenzy-
lidene-4’-oxy)decanes (Fig. 1, n = 10), in which we extend the
length of the terminal chain. The decyloxy spacer has been
previously shown to endow the required molecular curvature
for the Nyg phase to be observed.>*

Experimental
Synthesis

The synthetic route used to obtain the CB100-m series is shown
in Scheme 1. The convenient synthesis of 10-bromo-1-(4-
cyanobiphenyl-4’-yl) decane based on a sodium mediated aro-
matic cross-coupling reaction has been described in detail
elsewhere.’> Complete synthetic details, structure and purity
characterisation data for the final products and along with their
intermediates are provided in the ESL7

Thermal characterisation

The phase behaviour of the complexes was studied by differ-
ential scanning calorimetry (DSC) using a Mettler-Toledo DSC1
fitted with an intracooler and calibrated using indium and zinc
as standards. The thermograms were obtained during heating
and cooling scans at 10 °C min ', under a nitrogen atmo-
sphere. All samples were measured in duplicate. Transition
temperatures and associated enthalpy changes were extracted

(i) Na, NHg

(ii) @CN -32°C

(iii) Br(CHp);Br —30 °C

oo

H2m+1CmONH2
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from the second-heating trace, unless otherwise stated, and
those listed are an average for both samples measured. The
transition temperatures were assigned as the maximum of the
heat flow associated with the transition.

X-Ray diffraction

The small angle X-ray diffraction (SAXS) patterns for powder
samples were obtained with a Bruker Nanostar system using
CuKo radiation and patterns were collected with an area
detector VANTEC2000. The temperature of the sample was
controlled with precision of £0.1 K. Wide angle diffractograms
(WAXS) were obtained with a Bruker D8 GADDS system (CuKa
line, Goebel mirror, point beam collimator, VANTEC2000
area detector). Samples were prepared as droplets on a heated
surface.

Polarized light microscopy and birefringence measurements

Observations of optical textures were performed using a Zeiss
AxioImager A2m microscope equipped with a Linkam heating
stage. Samples were prepared either in commercially available
cells (provided by Warsaw Military University of Technology,
WAT), having 1.6-5 micron thickness, and polymer aligning
layers for planar or homeotropic anchoring; in addition,
samples prepared between untreated glass slides and one-
free-surface samples were used. Birefringence was measured
with a setup based on a photoelastic modulator (PEM-90,
Hinds) working at a modulation frequency f = 50 kHz; as a
light source, a halogen lamp (Hamamatsu LC8) was used
equipped with narrow bandpass filters (633 nm and 690 nm).
The signal from a photodiode (FLC Electronics PIN-20) was
deconvoluted with a lock-in amplifier (EG&G 7265) into 1f and
2f components to yield a retardation induced by the sample.
Knowing the sample thickness, the retardation was recalcu-
lated into optical birefringence. Samples were prepared in
3-micron-thick cells with planar anchoring. The alignment
quality was checked prior to measurement by inspection under
the polarised light optical microscope.

oA onns

KoCOyg

HOOCHO
DMF

pTSA
EtOH

NOCmHZmH

CB100.m

Scheme 1
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Results and discussion

The dependence of the transition temperatures on the length of
the terminal chain for the CB100-m series is shown in Fig. 2,
and the associated transitional data are provided in the ESL¥
Table S1. The CB100-m series exhibits a rich phase polymorph-
ism including the N and Nyg phases, and up to six smectic
phases including twist-bend variants. All the homologues pre-
pared exhibited an enantiotropic conventional nematic (N)
phase identified using polarised light microscopy, and based
on the observation of a characteristic schlieren texture contain-
ing both two and four brush point singularities and which
flashed when subjected to mechanical stress when sandwiched
between untreated glass slides. The N phase exhibited a uni-
form texture when viewed in a cell treated for planar anchoring.
On cooling the N phase for the homologues with m = 1-3, 7-10,
12 and 14, the schlieren texture changed to give a striated
schlieren with regions of rope-like texture between untreated
glass slides (Fig. 3), and a striped texture in planar cells. In
addition, the optical flickering associated with director fluctua-
tions in the nematic phase ceased at the transition. These
observations are consistent with an N-Ny transition. On cool-
ing the Ny phase for CB100.2 a mosaic texture formed at the
transition to the smectic X phase, see Fig. 3(c). By contrast, on
cooling the N phase for m = 4-6, a focal conic fan texture
developed, and when sheared, a weakly birefringent schlieren
texture was obtained containing both, two- and four-brush
point defects, indicating an anticlinic smectic C, phase,
see Fig. 4. The focal conic-fan texture remained essentially
unchanged on entering the SmX phase whereas the schlieren
texture became less well-defined. Cooling the Nt phase shown
by m = 3, 7 and 8 gave similar textures indicating the formation
of a SmC, phase. On cooling the Ny phase seen for m = 9 and
10, no changes were observed prior to crystallisation.

X-Ray diffraction studies confirmed these phase assignments.
The diffraction patterns of the N and Ny phases are essentially
identical, and only broad signals were observed in both the low
and wide-angle regions indicative of the liquid-like arrangement
of the molecules, see Fig. 5. The local periodicities in the
nematic phase for m = 1-10, deduced from the position of the
peak in the low angle region, corresponded to about half
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Fig. 2 The dependence of the transition temperatures on the number of
carbon atoms in the terminal chain for the CB10O-m series. The melting
points have been omitted for the sake of clarity.

This journal is © The Royal Society of Chemistry 2022
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Fig. 3 The optical textures observed for (a) nematic (T = 110 °C), (b) twist-
bend nematic (T = 92 °C), and (c) smectic X (T = 75 °C) phases shown by
CB100:-2. The scale bar corresponds to 100 um, arrows show directions of
crossed polarizers.

Fig. 4 (a) The schlieren texture of the nematic phase (T = 100 °C), (b) the
focal conic texture and (c) the schlieren texture obtained after shearing the
smectic Ca phase (T = 87 °C) seen for CB100O-5. The scale bar corresponds
to 20 pm.

34
=
g, N, T=120 °C
)
3 N,,, T=92 °C
g1
=i
— SmC,, T=85 °C

0
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26 / deg.
Fig. 5 Intensity profiles for the X-ray diffraction patterns of the N, Ntg and

SmC, phases shown by CB100O-3.

the molecular length, I, strongly suggesting that the short-
range structure in these phases is an intercalated arrangement.
The diffraction patterns for the SmC, phase contained a sharp
reflection in the low angle region implying a layered structure,
and a broad peak in the wide-angle indicative of the liquid-like
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Fig. 6 Intensity profiles for the X-ray diffraction patterns of the N, SmCju

and SmX phases shown by CB100O-5.

arrangement of the molecules within the layers, see Fig. 5 and 6.
The layer spacing, d, in the smectic C, phase is approximately
half the molecular length consistent with an intercalated
arrangement of the molecules, see Fig. 7. In the SmX phase,
the wide-angle signal narrows considerably, see Fig. 6, eviden-
cing a substantial growth in the correlation length of the
positional order of the molecules within the layers, and this is
typical for hexatic type phases.>® The strongly monotropic nature
of the SmX phase prevented its further study. The temperature
dependence of the layer spacing in the smectic phases shown by
m =5 and 6 is shown in Fig. 8. A weak temperature dependence
is observed with a positive thermal expansion coefficient in the
SmC, phase of the order of 0.005 A K%, which is consistent with
the tilted character of the phase. Fig. 9 shows the intensity
profiles for the X-ray diffraction patterns of the N and Nrp phases
shown by CB100-9 and as noted earlier, in both phases the
short-range structure is intercalated.

We now turn our attention to the longer homologues of the
series with m = 12, 14, 16 and 18. On cooling the N phase for
m =12 and 14, at the first transition, the texture becomes blocky
and defects develop. On further cooling these defects become
more pronounced and the texture develops fan-like regions at
the second transition. In a cell treated for planar alignment a
uniform texture is observed in the N phase, and in the Npg
phase a rather weak striped texture develops which becomes
more pronounced at the consecutive transitions (Fig. 10). For
one-free-surface samples, a sequence of schlieren-homeotropic-
schlieren-homeotropic textures was seen (Fig. 10(e-h)), suggesting
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Fig. 8 The temperature dependence of the layer spacing for the smectic
phases shown by CB100O-5 (black) and CB100O-6 (red).

two of these phases to be optically uniaxial. Fig. 11 shows the
intensity profiles for the X-ray diffraction patterns obtained for the
two higher temperature smectic phases seen for CB100-12, and in
both, sharp signals are observed in the low angle region arising
from the layered structure, and only a broad signal is seen in the
wide angle range indicating the liquid-like nature of the molecules
within the layers. For these smectic phases the layer spacing is
approximately twice the molecular length suggesting an interdigi-
tated bilayer-type arrangement. On cooling the SmCrppy phase,
the high angle signal in the diffraction starts to narrow and split in
the SmY phase.

On cooling the N phase for m = 16 and 18, the sample
became optically extinct when viewed as a one-free-surface
sample, see Fig. 12, and in a cell treated for planar alignment,
the optical flickering ceased, indicating a smectic A (SmA)
phase. In the nematic phase shown by CB100-16, the local
periodicity deduced from the position of the diffuse peak in the
low angle region, varied from 82 to 88 A on cooling towards the
transition to the smectic phase, and this corresponds to about
twice the molecular length strongly suggesting a short-range
bilayer structure. The X-ray diffraction pattern of the SmA
phase consisted of a sharp signal in the low angle region
implying a layered structure, and in the wide angle a broad
peak arising from the liquid-like arrangement of the molecules

Fig. 7 A sketch of the intercalated smectic Cp phase exhibited by the CB10O-m series with m = 3—-8. The ratio of the layer spacing, d, to the molecular
length, [, is approximately 0.5. The molecular geometry was optimised using HyperChem software.
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Fig. 9 Intensity profiles for the X-ray diffraction patterns of the N, and Ntg ~ Fig. 12 The optical textures seen for CB100-16 on cooling from the
phases shown by CB100-9. isotropic phase for a one-free-surface sample in the (@) N (101 °C),

(b) SmA (90 °C), (c) SMCrg-sn (80 °C), (d) SMCrp_pn (72 °C), and (e) SmY
(68 °C) phases. The scale-bar corresponds to 20 um.

(c)

Fig. 10 The textures seen for CB100O-12 on cooling from the isotropic
phase in (upper row) a cell treated for planar alignment in (a) N (107 °C),
(b) Ntg (81 °C), (c) SMCrg.sy (78 °C), and (d) SMCqp_pn (73 °C) phases, and
(lower row) for a one-free-surface sample in (e) N (105 °C) (f) at the N—N1g
transition (81 °C), (g) SmCrg-sy (77 °C), and (h) SmCrg_py (71 °C) phases.
The scale-bar corresponds to 20 um.

307 Fig. 13 (a) A sketch of the basic, four-layer unit of a SmC+g phase with a

distorted-clock structure; the molecules in consecutive layers change

20 their azimuthal position on a tilt cone. Projections of the molecules on
g h the smectic planes in the (b) SMCrg.sy and (c) SmCrg_py phases, the
= 0L presence of an additional helix in the SmCrg.py makes the structure
El optically uniaxial.
~ 24
= smcm-su
S 1 T=78°C
SmC schlieren texture and back to a homeotropic texture suggests
0 . . TB-DH ..
0 10 20 T=72 °C a sequence of SmCrg phases similar to that we have recently
20/ deg described for CB60-m homologues having long terminal chains,'®

and shown schematically in Fig. 13. The higher temperature of
these phases is termed SmCrg.gy in which SH (single helix) refers
to the presence of a short, distorted clock-type helix. In the lower
temperature SmCrg py phase, an additional longer helix is super-
imposed on the short one, and DH denotes double helix. This
within a layer. The layer spacing was approximately twice the second helix leads to space-averaging of the azimuthal positions
molecular length. On cooling the smectic A phase, a dynamic of the molecules when moving along the layer normal in the
schlieren texture was observed for a one-free surface sample SmCrppy phase, and thus a homeotropic texture is observed in
that on further cooling, became homeotropic suggesting the this phase. On cooling the SmCrg py phase, a weakly birefringent,
formation of a uniaxial phase, see Fig. 12. In a cell treated for uncharacteristic texture develops (Fig. 12e), and a chain-like
planar alignment, faint lines appeared on cooling the smectic A  pattern emerged for planar aligned samples.

phase which became stronger on further cooling. These changes For all the homologues with m > 12, the layer spacing, d,
on cooling from the homeotropic SmA texture to a dynamic corresponds to approximately twice the molecular length, [, in

Fig. 11 Intensity profiles for the X-ray diffraction patterns of the SmCrg_sy
and SmC+g_py phases shown by CB100-12. Crystallisation precluded the
measurement of a good quality pattern in the SmY phase.

This journal is © The Royal Society of Chemistry 2022 Soft Matter, 2022,18, 4679-4688 | 4683


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2sm00162d

Open Access Article. Published on 30 May 2022. Downloaded on 4/8/2026 9:37:05 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper
105 - o m=12 |
o0 m=14
100 - o e 1;3 |
SmY
< 95+ OO |
~
o
90 - SmC Oo i
O SmClli—l)Il I'B-SH, O
P OOOSmA
85+ SmC[.B.DH Sva] s Q:b ]
T/°C

Fig. 14 The temperature dependence of the layer spacings shown for the
smectic phases exhibited by the CB100O-m homologues with m > 12.

all the smectic phases (Fig. 14). In the SmA phase, d increases
strongly with decreasing temperature, and such behaviour,
typical for bent molecules, is often attributed to decreasing
interdigitation of the terminal chains between neighbouring
layers. By comparison, the temperature dependence of d is
much less pronounced in the smectic Cyg phases. It is note-
worthy that there is no noticeable change in the layer spacing at
the SmCrp.sy-SMCrppy transition implying that the tilt angle
in both phases must be similar.

Optical studies revealed typical behaviour for the change in
optical birefringence at the N-Nyp phase transition. Specifi-
cally, the birefringence decreases in the twist-bend nematic
phase due to the tilting of the molecules with respect to
the helix axis, and the azimuthal averaging of the molecular
positions, see Fig. 15. At the transition to the SmC, phase, the
birefringence increases discontinuously because of the coupling
of orientational order to positional order.

For longer homologues (Fig. 16), the N-SmA phase transition
is accompanied by a slight increase in the birefringence arising
from an increase in the orientational order parameter asso-
ciated with layer formation. The onset of the SmCrg sy phase is

0.0 T

T-T /K
-40 -20 0

T-T,/K

Fig. 15 Optical birefringence as a function of scaled temperature, T-T.
(T is the I-N phase transition temperature), for selected CB100O-m
homologues. In the inset: a magnified section highlighting the changes
in An at the transition to the Ntg and SmC, phases.
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Fig. 16 Optical birefringence as a function of scaled temperature, T-T,
(T. is the I-N phase transition temperature) for CB100O-12 (black) and
CB100:-16 (red). In the inset: a magnified section highlighting the depen-
dence of the birefringence around the SmCrg temperature range.

accompanied by a decrease in the birefringence due to the
tilting of the molecules and the formation of short helices with
a distorted-clock structure, i.e., the phase is biaxial. The transi-
tion from the biaxial SmCrg sy phase to the uniaxial SmCrg py
phase causes a step-like increase in the measured birefringence
for planar cells with a book-shelf geometry in which the
molecules in the SmCrg sy phase are preferentially tilted in
the sample plane whereas in the SmCyp.py phase the additional
helix causes the full averaging of the molecular positions on
the tilt cone. For the homologues m = 12 and 14 an almost
continuous decrease of the birefringence is found across the
Nrg and SmCrp.sy phases.

We now return to consider the unprecedented pattern of
phase behaviour seen in Fig. 2. Short (m = 2,3) and intermediate
(m = 8-14) homologues exhibit the Nt phase, whereas for the
homologues with m = 4-8, 16 and 18, Sm-N phase transitions
are observed, and Nyg behaviour is extinguished. It is striking
that the nature of the smectic phase is very different between
the homologues with m = 3-8 that exhibit an anticlinic smectic
Ca phase, and those with m = 12-18 that show twist-bend
smectic phases. These two regions of such differing smectic
behaviour are separated by two homologues, m = 9,10, for
which no smectic behaviour is observed.

If we first consider the behaviour of the homologues with
m < 8, Fig. 17 shows a magnified section of a phase diagram,
constructed using transition temperatures taken from birefrin-
gence measurements performed under identical conditions for
a selected range of dimers. Ty and Ty~ decrease on increas-
ing m essentially in a linear manner with a weak odd-even
effect superimposed. Similar behaviour has been observed for
other series of non-symmetric dimers*>**> and interpreted in
terms of the increasing dilution of the interactions between
mesogenic units arising from the increased volume fraction of
alkyl chains. The superimposed weak alternation is attributed
to the change in average molecular shape associated with
varying the parity of the terminal chain. By comparison to the
linear dependence of Ty; and Ty~ on m, the temperature
at which the SmC, phase is formed by the homologues with

This journal is © The Royal Society of Chemistry 2022
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Fig. 17 A magnified section of the phase diagram shown in Fig. 2 for the
CB10O'm series for selected homologues in the range m = 2-9. The
transition temperatures are fitted either to a linear (Iso—N, N—N+g) or
parabolic dependence (N,Ntg—SmC,) on m. The dotted line shows the
virtual N-N+1g phase transition which is not observed because of the
enhanced stability of the SmC, phase for intermediate homologues.
A SmC, phase is not observed for m = 2 and 9.

m = 3-8, from either the N or Nyg phase, shows a parabolic
dependence on m. The SmC, phase appears most stable for
homologues in which the length of the terminal chain, m, is
around half the length of the flexible spacer. This ratio leads to
the ideal conditions for the separation of the mesogenic aro-
matic cores and aliphatic chains in the intercalated smectic
structure sketched in Fig. 7. This separation is thought to be
driven by a favourable specific interaction between the unlike
mesogenic units suggested to be an electrostatic quadrupolar
interaction between groups with quadrupole moments which
are opposite in sign.>® If the terminal chain is either consider-
ably shorter or longer than half the spacer, then the arrange-
ment of the molecules into an intercalated lamellar structure is
less favourable and twist-bend nematic behaviour is restored.
This pattern of behaviour has not previously been reported.
Induced smectic behaviour has been observed on mixing two
twist-bend nematogens but not to the exclusion of the twist-
bend nematic phase.®’

It is important to note that for terminal chain lengths
m = 1-10, in both the N and Ny phases, the broad low-angle
signal in the X-ray diffraction patterns correspond to a short-
range intercalated structure and no evidence was found for an
additional density wave having a periodicity corresponding to
the full molecular length, see Fig. 18. This is quite unlike the
behaviour seen for the related CB60-m and CB60-Om series for
which frustrated packing arrangements were observed for
intermediate chain lengths.*>>* The layer spacing in the smec-
tic C, phase and the mean distance in the nematic phase grow
monotonically on increasing the terminal chain length, m, with
the coefficient 0.5-0.6 A per additional carbon atom (Fig. 18).
This provides further evidence supporting the assignment of an
intercalated arrangement of the molecules as shown in Fig. 7,
given that for a structure with a single molecule per smectic
layer a coefficient of twice this value would be expected.
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Fig. 18 The layer spacings in the smectic phases (SmCp (blue); SmMCrg_sy
(green)) and the periodicities corresponding to the broad low angle
diffraction signal in the nematic phase (black) for the CB10O-m series.

Furthermore, an approximately equimolar mixture of the
homologues with m = 3 and 9 showed only nematic phases
over a broad temperature range, and no smectic behaviour was
observed prior to crystallization at around room temperature.
This suggests that in the mixture, the smectic phase shown
by CB100-3 is destabilized in favour of nematic (N and Nrp)
phases implying that the energy balance between lamellar and
nematic structures is weak.

On increasing the terminal chain length, m > 12, the local
structure in the smectic layers and in the nematic phases
becomes interdigitated, and the respective layer spacing or
mean distance is approximately 2/, see Fig. 18. The terminal
chains in these dimers are too long to be accommodated within
an intercalated arrangement, and the bilayer-type interdigitated
structure is driven, at least to some extent, by anti-parallel
associations between the polar and polarisable cyanobiphenyl
groups while smectic phase behaviour may be attributed to
the molecular inhomogeneity arising from the long alkyl
chains.*®*® It is interesting to note that the switch in the local
packing within the nematic phase is not apparent in the
dependence of Ty on m, see Fig. 2, and again this has been
observed for related series.*”> An approximately equimolar
mixture of the homologues with m = 6 and 16, ie., two
homologues forming smectic phases directly below the nematic
phase, exhibited the Ny phase over a broad temperature range,
and the SmY phase. This reveals an incompatibility between the
intercalated and interdigitated bilayer-type smectic variants,
and these are destabilised in the mixture revealing the under-
lying N1g phase.

Finally, in the middle of the phase diagram the homologues
with m = 9 and 10 show only N and Ny phases in which the
local structure has an intercalated arrangement. This suggests
that although dynamic associations between the unlike meso-
genic units, presumably driven by the favourable specific
interaction described earlier, lead to the formation of fluctuating,
short-range intercalated structures, the long terminal chains
destabilise lamellar packing.
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Conclusions

It is well-established that the liquid crystalline behaviour of
non-symmetric dimers such as the CBnO-m series consisting of
two mesogenic units that exhibit a favourable specific inter-
action is determined largely by the relative lengths of the
flexible spacer, n, and terminal chain, m.>° If m/n < 0.5 then
a tendency to form intercalated structures is normally observed
driven by the interaction between the unlike groups, and as m
increases such that m 2 n, bilayer structures are formed with
the polar groups accommodated between every second sub-
layer. Such behaviour is reported here for the CB100-m series
but the inherently bent shape of these dimers combined with
their long spacer have given rise to the overlay of a novel
pattern of phase behaviour superimposed onto this rather
general behaviour. Specifically, an intercalated SmC, phase is
observed if m/11 ~ 0.5 and on either side of this condition an
Nrg phase is seen. As m increases such that m z 11 and the
molecules are no longer able to form intercalated structures,
bilayer-type SmA and two tilted smectic phases with helical
structures are observed, the biaxial SmCrg gy and the uniaxial
SmCrp.pu phases and these are shown schematically in Fig. 13.
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