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Thermally tunable selective formation of self-assembled
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Fibrous assemblies of a gelator are formed into grid-like
structures in liguid-crystalline smectic templates. The
formation of these two orthogonal (grid-like) and one
directional fibrous structures are selectively achieved by
changing thermally tuned layered smectic structures.
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We demonstrate the formation of grid-type (crossed perpendicular
to each other) fibrous assemblies of low-molecular-weight gelators
in aligned liquid-crystalline smectic templates. In the template of
layered structures, a gelator forms oriented fibers with one direc-
tional and two orthogonal directional (grid-like) alignment depend-
ing on the order of layered structures.

One-dimensional self-assembly of organic gelators has received
much attention as anisotropic functional materials."” Self-
assembly of low-molecular-weight gelators in solution leads to
the formation of randomly dispersed fibrous networks via non-
covalent intermolecular interactions."™ Functional fibrous
assemblies have been developed in various fields including
electrooptics,® ' regenerative medicine,"'> and stimuli-responsive
materials.”>** For further functionalization, morphologies such as
aligned structures of fibers are important.'”* Different biological
activities,”>*” mechanical properties*®'® and optical functions*>>
are dependent on the morphologies and alignment of the fibrous
structures. Control of fibrous molecular assembled structures
is of importance to obtain novel nanostructured materials.
Alignment control of fibrous materials has been explored by
using various alignment methods such as shear flow, electro-
spinning, electric and magnetic fields.”>>” However, these
methods still have difficulties to construct more complex
patterned fibrous structures on microscale.

It is of interest to use liquid crystals for templates of
materials synthesis.>***> We have obtained liquid-crystalline
(LC) gels by orthogonal molecular assembly of liquid crystals
and low-molecular-weight gelators.® Anisotropic aggregation of
gelators in LC templates results in macroscopic alignment of
functional self-assembled fibers.?*2*293%:36739 The LC fields

“ Department of Chemistry and Biotechnology, School of Engineering, The University
of Tokyo, Hongo, Bunkyo-ku, Tokyo 113-8656, Japan
E-mail: kato@chiral.t.u-tokyo.ac.jp

b Japan Synchrotron Radiation Research Institute/SPring-8, 1-1-1 Kouto, Sayo-cho,
Sayo-gun, Hyogo 679-5198, Japan

t Electronic supplementary information (ESI) available: Additional optical micro-

scope images and infrared absorption spectra. See DOI: 10.1039/d0cc01950j

9954 | Chem. Commun., 2020, 56, 9954-9957

? Yuka lkemoto

¥ ® ROYAL SOCIETY
PP OF CHEMISTRY

View Article Online
View Journal | View Issue

Thermally tunable selective formation of self-
assembled fibers into two orthogonal directions
in oriented liquid-crystalline smectic templatesy
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also allow the formation of complicated fibrous structures such
as loop-like fibers*® or gradually twisted aligned fibers.?° There-
fore, the self-assembled composites of liquid crystals and
gelators are versatile and advantageous approaches for the
construction of complex fibrous structures.

Aligned fibrous molecular assemblies are formed in smectic
A phases.” In these templates, two types of fibers, aligned
parallel (type 1)** or perpendicular (type 1I)*® to the molecular
layers, were formed (Fig. 1). These different fiber orientations
will be based on the two orthogonal orders of smectic A phases,
that is, orientational order and layer order. In orthogonal ordered
structures of smectic A phases, gelators have a potential to form
aligned fibers along the layers and LC molecular orientation
depending on the order of layered structures. If we could tune
the layered structures of LC smectic templates, fibers oriented in
two orthogonal directions, both parallel and perpendicular to the
LC molecular orientation (type III), were expected to be obtained.

LC smectic structures have been studied as a function of
temperature.”’™* In previous reports, the order parameter of
smectic A phases of alkoxy-cyanobiphenyls is increased as the
temperature is decreased.*'** This observation shows that
more ordered layered structures of smectic A phases are formed

ii

T
”W"W
W
1117

e |iquid crystal
@ Gelator

i

Smectic A template

Type I ¢ Type 11 *

Aligned fibers

:

W

INEW)
MEW)

NSNS

£

Aligned fibers

Fig. 1 Schematic illustration of possible formation of self-assembled
fibers in LC smectic A templates.
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at lower temperature and less ordered layered structures of
smectic A phases are formed as close to the smectic A-nematic
transition temperature. Therefore, self-assembly of gelators in
LC smectic A phases was expected to be tuned by thermal
conditions due to the temperature-dependent structure of
smectic A phases. However, the effects of thermal conditions
on molecular self-assembly in LC smectic A templates have not
been explored.

Here, we report that new patterned fibrous structures
(type III, Fig. 1) are selectively formed through self-assembly
of a low-molecular-weight gelator in an LC smectic A template.
Anisotropic fiber growth of the gelator in the LC smectic A
template is studied at different thermal conditions.

Chemical structures of a gelator and a liquid crystal used in
this study are shown in Fig. 2. As a gelator, r-isoleucine-based
compound 1 was used because of its significant gelation
properties.***> In our previous study, a cyanobiphenyl LC
mixture, MCB, was used as a smectic A layered template for
alighment control of photoluminescent*® and magneto-active
fibers.>®* MCB shows nematic and smectic A phases from 80 to
69 °C and from 69 to 17 °C, respectively. The fiber formation
temperature of 1 is lower than the isotropic-LC phase transition
temperature of MCB on cooling, which is of importance for the
anisotropic assembly of the gelators.?

Fiber formation of the mixture of MCB and 1 mol% of 1 was
examined at various thermal conditions from 62 to 55 °C on
cooling from the isotropic state because the order of layered
structures of MCB in the smectic A phase should be changed
depending on thermal conditions. The mixture of 1/MCB
(1.0 mol%) showed an isotropic-nematic and nematic-smectic
A phase transitions at 75 and 64 °C on cooling, respectively.
Aligned fibers were obtained below 62 °C in the homogenously
oriented MCB in the smectic A phase (Fig. 3 and S1-S4, ESI¥). It
should be noted that different alignment morphologies of the
fibers were obtained depending on the thermal conditions.
Fig. 3 shows optical and scanning electron microscope (SEM)
images of the self-assembled fibers formed in the oriented MCB
template prepared at 62 °C (Fig. 3a) and 59 °C (Fig. 3b) on
cooling from the isotropic state at a rate of 5 °C min~'. When
the mixture was cooled to 62 °C and applied isothermal
annealing for about 10 minutes, the fibers grew only in the
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(n=7: 33 wt% n=8: 33 wt% n=10: 34 wt%)
Fig. 2 Chemical structures of 1 and MCB.
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Fig. 3 Optical and scanning electron microscope images of self-
assembled fibers of 1 mol% of 1 formed in MCB prepared with different
annealing temperature at (a) 62 °C and (b) 59 °C after cooling from the
isotropic states at 90 °C.

direction parallel to the LC molecular orientation (Fig. 3a). The
“type II”” fibers covered the all areas after isothermal annealing
for about 30 minutes. Dark lines in the optical microscope
image at 62 °C are the self-assembled fibers. After removal of
the LC molecules, one-directionally oriented fibers were con-
firmed by SEM observation (type II) (Fig. 3a). Interestingly,
when the isothermal annealing temperature of the homo-
genous LC mixture was lowered below 59 °C, the fibers were
formed in both direction parallel and perpendicular to the LC
molecular orientation (type III) within 2 minutes (Fig. 3b). An
SEM image in Fig. 3b shows a grid-like patterned fibrous
structure. The detailed temperature-dependent observations
on the anisotropic fiber formation from 62 to 55 °C revealed
that the amount of the fibers aligned perpendicular to the LC
molecular orientation were increased as the annealing tem-
perature was decreased (Fig. S1, ESIt). These results suggest
that the orientation of the self-assembled fibers can be tuned
by thermal conditions on the fiber growth in the LC smectic
A template. Different concentrations of 1 (0.5, 0.75, 1.5 and
2.0 mol%) in the smectic A phase of MCB showed similar
tendency in the fiber orientation depending on thermal condi-
tions (Fig. S5 and Table S1, ESIT). Further high concentration of
1 (2.5 mol%) gave spherulitic fibrous aggregates in the nematic
phase because the fiber formation occurred above the smectic-
nematic phase transition temperature (Fig. S6, ESIt).

The orientation structures of grid-like fibrous assemblies
were examined by microscopic polarized infrared (IR) spectro-
scopy. One-dimensional fibrous assembly was driven by for-
mation of intermolecular hydrogen bonds between amide
moieties of 1 (Fig. S7, ESIT).>** The polar plots of the absor-
bance of the hydrogen-bonded CO (amide) stretching band of 1
at 1646 cm ™' for 1/MCB (1.5 mol%) for the grid-like fibrous
structure prepared with isothermal annealing at 60 °C are

Chem. Commun., 2020, 56, 9954-9957 | 9955
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Fig. 4 (a) Optical microscopic image and a schematic illustration of the
LC mixture of 1/MCB (1.5 mol%) with the grid-like fibrous structure. Polar
plots of the microscopic IR absorbance of the hydrogen-bonded CO
(amide) stretching band of 1 for different sampling areas of (b) grid-like
(area I) and (c) non-grid-like area (area ).

shown in Fig. 4. The measurements were conducted at the
grid-like (area I) and the non-grid-like fibrous area (area II),
where fibers were microscopically aligned in both directions
parallel and perpendicular to the LC molecular orientation (area I)
and in one direction parallel to the LC molecular orientation (area
1I). The maximum intensities of the absorbance for CO stretching
bands were obtained when the direction of polarized light was
parallel to the LC molecular orientation for both areas I and II
(Fig. 4 and Fig. S8, ESIt). Dichroic ratio Axy/Ang 1 for the NH
stretching bands for the aligned fibrous assemblies at sampling
areas I and II were estimated to be as 3.1 and 10.2, respectively,
where A; and A, are the absorbance of the band with the
infrared light polarization parallel and perpendicular to the LC
molecular orientation. The larger dichroic ratio of the NH
stretching band for area II corresponds to the macroscopic
orientation of the one-directionally aligned fibers. The smaller
dichroic ratio for area I is due to the fibers aligned in both
direction parallel and perpendicular to the LC molecular orientation.
These results also indicate that the fibers were mainly formed
along the LC molecular orientation in this mixture.

The translational order parameter 2 and the layer spacing
d are important to characterize the layer structure of smectic
phase.*® To examine the order of the LC layered structures,
temperature-dependent XRD measurements on the single com-
ponent of MCB in the smectic A phases were performed. The
translational order parameter X~ of MCB was dependent on
temperature (Fig. 5a), while the layer spacing d showed little
dependence on temperature (Fig. S9, ESIt). It should be noted
that smectic-nematic phase transition temperature 7. depends
on the concentration of gelators.® Therefore, reduced tempera-
ture T.-T was used. As shown in Fig. 5a, 2 is increased as
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Fig. 5 (a) Temperature-dependent translational order parameter X for the
smectic A phase of pure MCB. Schematic illustrations of a smectic A phase
(b) with a more ordered layered structure at lower temperature and (c) with
a less ordered layered structure at higher temperature.

decreasing temperature, while X was drastically decreased
when T.-T is below around 4 °C. These results suggest that
higher regularity of the layered structure is formed at the lower
temperature of the smectic A phase (Fig. 5b). When the
temperature is close to T, the less ordered layered structure
was formed (Fig. 5¢). For the mixture of 1/MCB (1.0 mol%), T.-T
for 62 and 59 °C are 2 and 5 °C. The mixture of 1/MCB
(1.0 mol%) at 59 °C was more ordered layered structure than that
at 62 °C. The dependence of orientational order on temperature of
the LC molecules of MCB in the smectic A phase was also studied
by polarized IR measurements (Fig. S10, ESIT).

The proposed mechanism of the formation of the different
fiber orientations in the smectic A template is shown in Fig. 6.
The fiber morphologies depend on thermal conditions. The
mixture of 1/MCB (1 mol%) shows a nematic-smectic A phase
transition at 64 °C on cooling from the isotropic state at 90 °C.
When the mixture is isothermally annealed at the higher
temperature range of the smectic A phase such as 62 °C, a less
ordered layered structure is formed, which is suggested by the
polarized IR absorption analyses on MCB. In the less ordered
layered structure of MCB, gelator 1 can easily form fibers along
the LC molecular orientation. However, the formation of the
fibers along the layers is highly disturbed. Therefore, the one-
directionally aligned fibrous structures along the LC molecular

62 °C Isothermal  __
Cooling 3 — % at62 °C )
to 62 °C g g for 30 min ,
—> e
0°C 3233
-\ -
t/(zm Less ordered
N2 SO SmA structure
DI :
NS 7 SEEEE
Isotropic 5.-;-‘35 g
Cooling §§ == Isothermal
to 59 °C = at59 °C
=== for 2 min

More ordered
SmA structure

Fig. 6 Schematic illustration of the fiber formation of 1 (1 mol%) in the
smectic A (SmA) template of MCB depending on different thermal
conditions.
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orientation are obtained. In contrast, a more ordered layered
structure of the smectic A phase is formed by fast cooling to the
lower temperature of 59 °C. Owing to the more ordered layered
structure of MCB, gelator 1 forms fibers not only along the
LC molecular orientation but also along the layers, which lead
to the formation of the grid-like fibrous structures. For this
mixture, no aligned fibers parallel to the layers were not
obtained although we kept the mixture at a lower temperature
of 25 °C (Fig. S3, ESI?).

In conclusion, grid-type fibrous structures were obtained by
using self-assembly of layered LC smectic templates containing
low-molecular-weight gelators. In the homogenously oriented
LC smectic A phase, aligned fibers in one direction or two
orthogonal directions (grid-like structure) were selectively
formed depending on thermal conditions. This is the first
example of one-step construction of grid-like patterned fibrous
structures on microscale through self-assembly processes.
Temperature-dependent polarized IR absorption measure-
ments for the LC template suggested that the more ordered
layered structure was formed at the lower temperature of the
smectic A phase, which promoted fiber growth along the layers.
We believe that tuning of the dynamic LC ordered templates is a
promising approach to the construction of further complex
patterned structures leading to the emergence of novel functions.
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