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1,8,13-Tris(dodecyloxy)triptycene forms uniform two-dimensional (2D) thin films by self-assembly. We
synthesized new 1,8,13- and 1,8-substituted triptycene derivatives in which the alkoxy chains were
replaced with alkylamide chains capable of hydrogen-bonding and investigated their phase transition
behaviors, molecular assembly structures, and dielectric properties. In the three-chain compounds, the
formation of a tightly packed 2D structure dominated by one-dimensional (1D) intermolecular
N-H-...O= hydrogen bonds was observed. In the two-chain compounds, the molecular arrangement
and hydrogen bonding patterns were different from those of the three-chain molecules due to the
decrease in the occupied volume of the alkyl chains and molecular symmetry, and the disorder in the
molecular arrangement increased in the hydrophobic moiety. Both compounds exhibit solid-to-solid
and solid-to-liquid phase transitions without forming a liquid-crystalline phase. In the temperature- and
frequency-dependent dielectric constants, thermally activated dynamics of the polar amide groups with
increasing temperature was observed at low frequencies, accompanied by a hysteresis in the
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Introduction

Since the structures and physical properties of molecular
crystals are governed by intermolecular interactions on various
energy scales, controlling the arrangement of the components
by considering the manner of intermolecular interactions is
essential in developing functions for molecular assemblies. For
example, organic n-molecules tend to adopt one-dimensional
(1D) m-stacked structures, resulting in electrically conducting
crystals, and exhibit metal-insulator transitions, due to the
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polarization—electric field (P—E) curve above 400 K, which is a characteristic of ferroelectrics.

instability of their 1D electronic systems and carrier trapping by
impurities."™ In order to suppress the phase transition to the
insulator at low temperatures, the formation of a two-dimensional
(2D) molecular arrangement has attracted attention from the
viewpoint of stabilizing the metallic state, realizing superconduct-
ing and high carrier transport properties.”*° On the other hand,
the 2D lamellar phases formed by amphiphilic organic molecules
have been known to form Langmuir-Blodgett films.""'*> In addi-
tion, a variety of functional 2D organic-inorganic hybrid perovs-
kites have been developed by designing organic cations to achieve
physical properties such as ferroelectricity, opto-electric
responses, magnetism, and thermal conductivity."*™*

An interesting m-skeleton capable of forming 2D molecular
arrays by self-assembly has been developed using triptycene.'”™°
For instance, 1,8,13-tris(dodecyloxy)triptycene, in which three
dodecyl ether chains are introduced at the 1, 8, and 13-
positions of triptycene, can form 2D thin films on a variety of
substrate surfaces."”” The 2D arrangement of the triptycene
moieties with three-fold symmetry provides the molecular thin
films with excellent stability and flexibility via the aid of multi-
point van der Waals interactions between the alkyl chains.
Applications of a 2D molecular layered structure to organic
transistors and thermoplastic materials have already been
reported.”*> Thus, 1,8,(13)-substituted triptycene represents
an interesting molecular motif for the design of organic func-
tional materials featuring 2D structural elements.

This journal is © The Royal Society of Chemistry 2024
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The development of functional organic materials based on
dynamic molecular assemblies has attracted much attention in
recent years.”**> For example, proton and ion dynamics in
molecular assemblies facilitate ferroelectricity and ionic
conductivity,>*** and molecular rotational dynamics causes
dielectric phase transitions and ferroelectricity.>>*® Among the
structural units that can be used to realize diverse dynamics in
solids, alkylamide chains (-CONHC,H,,.) are the most promis-
ing unit, because of their hydrophobic interactions and inter-
molecular N-H- - -O= hydrogen bonding, both of which coexist
in the molecular assemblies.*”*° The formation of discotic
hexagonal columnar (Coly,) liquid-crystalline phases has been
reported for N,N',N’-tri(tetradecyl)-1,3,5-benzenetricrboxamide
with three alkylamide chains at the 1, 3, and 5-positions of
benzene, and ferroelectricity with reversal of the polarization
direction has been reported in the Col, phase when an external
electric field is applied.**"** The inversion of polar intermolecu-
lar N-H- - -O= hydrogen bonds along the 1D chains can result in
a macroscopic dipole inversion, which is the origin of ferroelec-
tricity. The partial melting of alkyl chains in the molecular
assembly plays an important role in the inversion of intermole-
cular amide hydrogen bonds even in the solid state.*” The
n-electron cores at the molecular center have been utilized
for pyrene,*®*” tetrabenzoporphyrin,** and azobenzene,* in
addition to benzene rings, and offer a lot of design freedom.
1D ferroelectrics can be formed by the formation of n-stacks and
intermolecular N-H- - -O= hydrogen bonds. The introduction of
alkylamide chains into nonplanar n-electron compounds such as
helicenes tends to form 2D hydrogen-bonding networks, increas-
ing the values of the physical properties in ferroelectrics, remanent
polarization (P,), and coercive electric field (E.), compared to
materials featuring 1D hydrogen-bonding chains.>® Furthermore,
the chiral design of intermolecular amide hydrogen-bonding
chains plays an important role in controlling the physical proper-
ties of ferroelectrics by utilizing the dynamics of the molecules.>>*

Triptycene is an interesting research target as a m-core to
introduce multiple alkylamide chains. In previous studies, intro-
duction of alkylamide chains into disc-shaped n-molecules such
as benzene and pyrene resulted in the formation of 1D columnar
structures and 1D ferroelectrics. The introduction of alkylamide
chains into triptycene has the potential to form molecular
assemblies that differ from 1D structures. Since triptycene
easily adopts a 2D n-interdigitated layered structure and forms
a stable 2D arrangement by self-assembly of alkyl chains
through van der Waals interactions, the formation of intermo-
lecular hydrogen bonding through additional amide units is
expected to affect the 2D layered structure. In this study, we
synthesized N,N’,N’-tritetradecyl-1,8,13-triptycenetricarboxamide
(C14TATP) and N,N'’-ditetradecyl-1,8-triptycenedicarboxamide
(C14DATP) and investigated their phase transition behaviors,
assembly structures, and dielectric properties and succeeded in
revealing C14TATP shows a tightly packed 2D structure domi-
nated by one-dimensional (1D) intermolecular N-H- - -O— hydro-
gen bonds and ferroelectricity by the inversion of the amide group
in the solid phase (Scheme 1). The reduction in the number
of alkyl chains in C14DATP produced randomness in the
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Scheme 1 Molecular structures of ChnTATP and CnDATP derivatives with
n = 6 and 14 in this study.

packing structure, which affected the dielectric response and
ferroelectricity.

Results and discussion

Phase transition behaviors

C14TATP and C14DATP were synthesized from 1,8,13-tricar-
boxytriptycene®® and 1,8-dichlorotriptycene,® respectively
(Experimental section in the ESIt). The thermal stabilities
of C14TATP and C14DATP were expected to depend on the
number of tetradecylamide chains that provide the strongest
intermolecular interaction in the assemblies. TG measure-
ments showed that C14TATP and C14DATP start to decompose
at 600 and 500 K, respectively, and the thermal stability of the
former is 100 K higher than that of the latter (Fig. S1, ESIY), due
to the larger number of structural units that can contribute to
intermolecular hydrogen bonding. Fig. 1a shows the DSC charts
of C14TATP and C14DATP. Both compounds exhibit a reversi-
ble phase-transition behavior in multiple heating/cooling
cycles. For C14DATP, a solid-to-solid phase transition from a
lower temperature solid phase (S1) to another solid phase (S2)
was observed at 292 K, and upon heating, S2 underwent a solid-
to-isotropic liquid (IL) phase transition at 448 K. The transition
enthalpy change (AH) for the S1-S2 phase transition was 22.7 kJ
mol !, which was 65% smaller than that for the S2-IL phase
transition (AH = 34.9 k] mol ).
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Fig. 1 Phase-transition behaviors. (a) DSC charts of C14DATP (blue i) and
C14TATP (black ii) in the second heating cycle. (b) POM images of
C14TATP at 300, 350, and 500 K.
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A similar phase transition behavior was observed for the
triple-chain compound, C14TATP, displaying S1-S2 and S2-IL
phase transitions at 320 (AH = 30.9 k] mol ') and 532 K (AH =
52.5 k] mol 1), respectively. Compared to C14DATP, the S2-IL
phase transition temperature for C14TATP increased by 92 K,
which was due to the presence of an additional intermolecular
hydrogen bonding site that allows for the stabilization of the
ordered phase up to higher temperatures. As expected, AH
accompanying the S2-IL phase transition for C14TATP is 1.5
times larger than that for C14DATP (AH = 34.9 kJ mol ).
Fig. 1b shows the change in the polarized optical microscopy
(POM) image of C14TATP with increasing temperature. The S1
phase showed a dark field under a Cross-Nicol arrangement,
whereas, upon the phase-transition into S2, the POM image
turned bright with the emergence of a birefringent texture. This
corresponds to a change in the domain orientation.

Crystal structure of C6TATP

Although, despite numerous trials, single crystals of C14TATP
could not be obtained, those of C6TATP, suitable for X-ray
crystallography, were successfully prepared by recrystallizing it
from THF. However, the quality of the single crystals is not high
enough to collect sufficient high-angle reflection data. Therefore,
a detailed discussion of distances angles is not possible (Fig. S3,
ESIt). Based on X-ray analysis, the crystal of C6TATP has a space
group P24/c at 100 K, and the asymmetric unit in the unit cell
consists of one C6TATP molecule (Experimental section in the
ESIt and Fig. S4).>>%°

Fig. 2a and b show the assembly structures of C6TATP
viewed along the a- and c-axis, respectively. C6TATP molecules
form a layered structure with a 2D arrangement in the bc plane,
where the neighboring molecules are aligned in such a way that
the longer molecular axis orientations are opposite to each
other. Unlike the 2D lamellar structure observed for 1,8,13-
tris(dodecyloxy)triptycene, an interdigitated molecular assem-
bly between the triptycene moieties was not observed. On the
other hand, intermolecular N-H.---O= hydrogen bonding
interactions were observed along the c-axis, where the intra-
molecular and intermolecular N-O distances (dn-o) were
2.847(2) A, 2.802(8), and 2.749(7) A, respectively. The intermo-
lecular N-H---O= hydrogen bonds are stronger than intra-
molecular ones. Given that there are no effective intermolecular
interactions along the a-axis that corresponds to the interlayer
direction, the hydrogen-bonding interaction is considered to be
the most effective intermolecular interaction in determining
the packing structure of the molecular assembly.

Packing structures of C14TATP and C14DATP

To evaluate the molecular assembly structures of C14TATP
and C14DATP, we carried out temperature-dependent PXRD
experiments. Fig. 3a shows the temperature-dependent PXRD
patterns of C14TATP and a simulated pattern obtained using
the single crystal X-ray crystal data of C6TATP at 100 K. The
diffraction peak of C6TATP at 20 = 5.68° with a d-spacing of
15.56 A arises from the stacking periodicity of the 2D layers,
which corresponds to the g-axis length [15.8016(13) A at 100 K]
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Fig. 2 Crystal structure of C6TATP at 100 K. Unit cell viewed (a) along the
a-axis and (b) along the c-axis.
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Fig. 3 Temperature-dependent PXRD patterns of (a) C14TATP and (b)

C14DATP.
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in the single crystal. For C14TATP, no significant differences in
the PXRD patterns were observed between the S1 and S2
phases. At 300 K, diffraction patterns corresponding to a layer
spacing of d = 25.5 A appear at 20 = 6.94 and 10.7°, which are
assignable to 200 and 300 reflections of the a-axis for dyog =
12.73 and dso = 8.261 A. These are due to the stacking
periodicity of the 2D layers. As the temperature was increased,
the peak at 20 = 21.7° with a d-spacing of 4.10 A slightly shifts to
become 20 = 21.5° and 21.2° at 350 K and 400 K, respectively,
and then broadens at 450 K. This broadening is the result of
partial melting and thermal motion of the alkyl chains with
increasing temperature.

Fig. 3b shows the temperature-dependent PXRD pattern of
C14DATP with regular diffraction peaks appearing at 26 = 4.09,
6.07, 8.11, 10.2, 12.2, 14.2. 16.3, and 18.4°. These can be well-
explained by considering a layer periodicity with a d-spacing of
43.1Aand correspond to correlation lengths of 1/2, 1/3, 1/4, 1/5,
1/6 1/8, and 1/9. Therefore, the molecular assembly of C14DATP
has a 2D layered structure. We can now conclude that the dark-
field POM images observed for the S1 and S2 phases are due to
the formation of a homeotropic alignment perpendicular to the
substrate surface, rather than randomly oriented domains.
Notably, both C14TATP and C14DATP form 2D molecular
assemblies with a layered lamellar structure, whereas the values
of the layer periodicity (d = 25.5 and 43.1 A for C14TATP and
C14DATP, respectively) are very different from each other.

The molecular arrangements of C14TATP and C14DATP can
be discussed in terms of 2D layered structures with different
interlayer spacings. Assuming that the alkyl chains adopt an all-
trans conformation, the maximum molecular lengths of C14TATP
and C14DATP are estimated to be about 25 A (Scheme 2a), with a
thickness of about 7 A for the triptycene moiety and an alkylamide
chain length of about 18 A. The molecular arrangement in
C14TATP is expected to be dominated by 1D intermolecular
N-H.--O= hydrogen bonds, as observed for single-crystalline
C6TATP. The neighboring C14TATP molecules are arranged in
upper and lower orientations with respect to each other, allowing
the formation of a closest-packed structure even when the alkyl
chain length is elongated from hexyl to tetradecyl chains
(Scheme 2b). The amide N-H: - -O— hydrogen bonds are formed
in a direction parallel to the 2D layer. The molecular length of
about 25 A is in good agreement with an interlayer spacing of
d = 25.5 A found in the PXRD pattern.

T

Scheme 2 Possible packing structure of C14TATP. (a) Schematic mole-
cule and (b) its assembly strucuture.
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C14DATP having two tetradecylamide chains gives a longer
lamellar periodicity of d = 43.1 A than C14TATP, suggesting that
its closest-packing structure is different from that of C14TATP.
The size of the triptycene moiety is compatible in volume with
the three alkyl chains, and the formation of an interdigitated
structure of the triptycene moiety and the closest-packing of the
alkyl chains has been reported for a tris(alkoxyl)-substituted
triptycene derivative that realizes a 2D sheet-like structure. In
the case of double-chain compounds such as C14DATP, a space
to be occupied by the alkyl chains remains in contrast with that
in C14TATP, and the molecular arrangement is different from
that of triple-chain compounds such as C14TATP to maintain
the closest-packing structure. Considering the lamellar periodi-
city of d = 43.1 A observed in the PXRD pattern of C14DATP as
well as the formation of intermolecular N-H- - -O— hydrogen
bonds, a possible molecular arrangement can be proposed
(Scheme 3). The lamellar periodicity (d = 43.1 A) cannot be
explained without assuming a dimer unit as a basic structure. It
is reasonable to consider a dimer unit, in which the triptycene
moieties interact in a face-to-face manner (left in Scheme 3a).
The bilayer lamellar structure (d = 43.1 A) can be explained if the
alkyl chains are tilted about 54° with respect to the layer plane
(Scheme 3b). Even in this case, intermolecular N-H:--O—
hydrogen bonds are possibly formed in the in-plane direction
of the bilayer structure. However, when the packing density of
the alkyl chains is reduced, it appears difficult to form a closest-
packing structure as in the case of three alkyl chains with an all-
trans conformation. Therefore, the conformational and packing
patterns of the alkyl chains in the C14DATP assembly are
expected to be different to the case of C14TATP.

Temperature-dependent IR spectra

To evaluate the intermolecular N-H- - -O= hydrogen bonding
interactions in the C14TATP and C14DATP assemblies,
temperature-dependent IR spectra of KBr pellets were mea-
sured (Fig. 4). C14TATP and C14DATP exhibit S1-S2 phase
transitions at 318 and 291 K, respectively. At 300 K, the
asymmetrical stretching vibrational bands (vng) of the amide
unit of C14TATP appear at two different energies of 3258
and 3318 cm™'. The former vny band is assigned to the

a)  Dimer unit b)

Bilayer structure

Scheme 3 Possible packing structure of C14DATP. (a) Schematic dimer
molecular units and (b) its assembly strucuture.
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Fig. 4 Temperature-dependent IR spectra (KBr) of (a) C14TATP and (b)
C14DATP.

intermolecular hydrogen-bonding amide groups, while the
latter vyy band is assigned to the intramolecular hydrogen-
bonding amide groups. The presence of amide groups in two
different environments is consistent with the crystal structure
of C6TATP. On the other hand, a broad vyy band is observed at
3299 cm ™' for the double-chain compound C14DATP at 300 K.
The absence of vyy bands that are not involved in hydrogen
bonding indicates that all the alkylamide chains in C14DATP
contribute to intramolecular and intermolecular hydrogen-
bonding interactions. The hydrogen-bonding vny band for
C14DATP is observed at higher energies than those for
C14TATP, suggesting that a weaker hydrogen-bonding inter-
action is present in the former assembly.

Upon increasing the temperature from the S1 phase at room
temperature to the S2 phase, the energy of the vy band in each
compound shows a blue-shift. For C14TATP, the vy band at
470 K is observed at 3279 cm™ ', which is blue-shifted by approxi-
mately 20 cm ™" from that observed at 300 K. In contrast, the vyy
band for C14DATP at 460 K is observed at 3279 cm ™%, with a blue-
shift of 12 em™* compared to that at 300 K. The changes in the
FWHM of the 14y bands for C14TATP and C14DATP upon increas-
ing the temperature from 300 to 470 K are +14 and 0 cm
respectively. The broadening of the 1y band for C14TATP is most
likely due to an effect of randomness arising from thermal motion
and disordering of hydrogen-bonding interactions. Therefore, the
temperature increase results in thermal fluctuations in the N-
H- - -O= hydrogen-bonding sites of C14TATP, leading to a change
so that they can respond to external electric fields. On the other
hand, given the fact that the vy band of C14DATP remains almost
intact with the temperature change and remains broad over a wide
range including room temperature, and the N-H: - -O— hydrogen
bonds with different strengths coexist in the assembly (Fig. S9,
ESIT). We presume that in C14DATP having only two alkyl amide
chains, a closest-packing of alkyl chains prevails over the formation
of a structure with optimal hydrogen bonding between the amide
groups, leading to randomness within the 2D structure and in turn
the insensitivity of the vy band to the temperature change.

Dielectric properties

Dielectric constants in molecular assemblies can vary in
response to changes in the dipole moment of component

5582 | J Mater. Chem. C, 2024,12, 5578-5586
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molecules. The application of external electric fields to the
C14TATP and C14DATP assemblies and/or temperature
changes are expected to vary the orientation of amide groups
involved in polar amide hydrogen bonds, resulting in a change
in dielectric constants. Thus, we measured the temperature-
and frequency-dependent real part dielectric constants (&) of
C14TATP and C14DATP. According to the DSC charts (Fig. 1a),
both compounds exhibit the S1-S2 phase transition near room
temperature. As shown in Fig. 5a, C14TATP displays no dielec-
tric anomaly at around the S1-S2 phase transition at 300 K.
Consistent with the fact that C14TATP has no intermediate
phase such as the liquid crystal and plastic crystal, its
temperature-dependent dielectric response was monotonous,
and the dielectric response associated with changes in the
dipole moment of the amide group was only observed in the
higher temperature region. A periodic N-H:--O= hydrogen
bonding and a closest-packed structure in the 2D plane of the
three alkyl-chains in C14TATP induced a rigid crystal lattice
and dielectric response only at high temperatures.

The temperature- and frequency-dependent dielectric con-
stants ¢, of C14DATP (Fig. 5b) are different from those of
C14TATP. A frequency-dependent broad peak varying from &,
~3 to 3.5 was observed around 290 K, where the S1-S2 phase
transition of C14DATP occurs. Upon further heating, the &,
value at a low frequency of 100 Hz increased from ~350 K.
Compared to C14TATP, the observed frequency- and
temperature-dependence of C14DATP is more pronounced,

6 T
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r — 0316 1
5_ -—
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4F — 10 =
& [ — 316 ]
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Fig. 5 Temperature- and frequency-dependent ¢; of (a) CI4TATP and (b)
C14DATP.

This journal is © The Royal Society of Chemistry 2024


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3tc04752k

Open Access Article. Published on 19 March 2024. Downloaded on 2/4/2026 8:05:54 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper
a) 3 r . . C) RN NARE AR R
F T 400K E 4 T=400K e -
o= g [ /=02Hz il
E 1 SF /
E E o /7
E E o ,,4-»"‘.’«*"‘"
oF E el
E ] 2k / ]
-E 7 . {
E 02 3 F /
2F —05 “Ax10” | W .
o — 1.0 177 L L -
Al beaa s b sl -10 -5 0 5 10
-10 -5 0 5 10 G
E/N pm
£ '\'-pu{l
b) S d) s R
E F T-400K E
NS I'=400K [ /=02Hz
E B = sE 3
= E 4 r
= > s ]
< 0E ; l:
) /4 2r 7
F /—Ol -
-F — 0.2 sf
2 N -4x10° [ 7
E 0.5 1 1 1
Al ity —10H2 -10 s 0 5 10
-10 -5 0 5 10 1
EN-pm

-1
E/N-pm

Fig. 6 Frequency-dependent P—E hysteresis curves of (a) C14TATP and
(b) C14DATP. |-E plots of (c) C14TATP and (d) C14DATP at T = 400 K and
f=0.2Hz

and it can be concluded that the change in the dipole moment
of C14DATP is greatly affected by the external field in the
assembly. The imaginary part of the dielectric constant (e,)
shows a frequency-dependent broad peak near the S1-S2 phase
transition point, which is the characteristic of a single-Debye
type relaxation process for the dielectric response. The random
2D arrangement of two alkylamide chains in C14DATP reduced
the crystallinity and uniformity of the intermolecular N-
H- - -O= hydrogen-bonding network. The loose packing struc-
ture of C14DATP induced broad T7- and f-dependent dipole
responses. These results are consistent with the fact that the
vnu band broadens around room temperature in the IR spectra
of C14DATP.

P-E hysteresis curves

Fig. 6 shows the frequency-dependent polarization-electric field
(P-E) curves and current-electric field (I-E) plots of C14TATP
and C14DATP at 400 K. For both compounds, ferroelectric
behavior with a P-E hysteresis was observed in the temperature
range above 400 K, where the frequency-dependence is
observed in the dielectric measurements. The effect of the
leakage current on the P-E hysteresis of C14DATP near the
melting point at 448 K becomes larger than that of C14TATP.
The current (I)-E plots at 400 K show the I-maximum values
corresponding to the polarization inversion of ferroelectricity.
In addition, the symmetry in the ferroelectric phase is con-
firmed by SHG microscopy (Fig. S13, ESIt). The SHG activity of
C14TATP is about 20% of that of granulated sugar at 298 K,
supporting symmetry breaking. The fact that the sample shows
SHG activity even when heated to 400 K is consistent with its
ferroelectricity. In addition, SHG activity in the S2 phase is
finely spread throughout the image. This corresponds to

This journal is © The Royal Society of Chemistry 2024
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asymmetric, fine domains spread throughout in the molecule
assembly structures. Similar P-E hysteresis curves have been
observed in multiple alkylamide-substituted benzene deriva-
tives that exhibit a Coly, liquid-crystal phase.**™*°

In C14TATP and C14DATP, ferroelectricity was also observed
in the P-E curves in the 2D structure in the solid state. The
inversion motion of the hydrogen-bonded alkylamide chains
within the 2D structure due to the electric field resulted in the
polarization inversion and ferroelectricity. The thermally
induced partial melting of the alkyl chains plays an important
role in the reversal motion of the polar amide groups in
hydrogen-bonding states. The remanent polarization (P,) and
coercive electric field (E.) of C14TATP at 400 K with f= 0.2 Hz
were 0.99 uC cm ™2 and 3.88 V um ™!, respectively, while those
of C14DATP at 400 K with f = 0.2 Hz were 1.38 pC cm > and
5.82 V um™'. The P; value of C14DATP is slightly larger than
that of C14TATP; however, the magnitude of P, for both
compounds are same to each other accompanying a difference
of leakage current. The similarity in P, between C14TATP and
C14DATP can be accounted for a scenario that only two of the
three alkylamide chains in the former are involved in hydrogen-
bonding interactions, and thus their contribution to the mag-
nitude of P, is the same as in C14DATP. On the other hand, the
E. value of C14TATP was smaller than that of C14DATP. This is
because the formation of regular intermolecular N-H: - -O—=
hydrogen bonds provides a constant barrier height for the
dipole inversion. In the contrary, the disordered N-H-:--O—
hydrogen-bonds in the 2D structure of C14DATP generates a
random energy barrier for the dipole inversion, which is
thought to be the result of the increase in E..

Conclusions

1,8,13-Tris(dodecyloxy)triptycene having three alkyl chains at
the 1, 8, and 13-positions of triptycene is known to form a
particular 2D structure due to a combination of the nested
packing of the triptycene moiety and van der Waals interactions
of the three alkyl chains. Inspired by this finding, we prepared
hydrogen-bonding triptycene derivatives by introducing alkyl
amide -CONHC,,H,, chains instead of the -OC;,H,5 chains.
The phase transition behavior, molecular assembly structure,
dielectric response, and ferroelectricity of C14TATP with three
-CONHC4H,, chains, as well as those of C14DATP with two
—-CONHC, 4H,o chains, were investigated to evaluate the effect
of the number of alkylamide chains on the molecular assembly
structure and physical properties. 1D N-H---O— hydrogen
bonded chains were observed in both compounds, and ferroe-
lectricity due to the inversion dynamics of the polar amide
units was observed in the higher-temperature solid S2 phase
above 400 K. Different dielectric responses between C14TATP
and C14DATP were observed, and the dielectric response of the
latter is dominated by the disordered packing of the alkylamide
chains. The vyy band of C14DATP in the assembly was broa-
dened compared to that of C14TATP, indicating the presence of
disordered N-H- - -O= hydrogen bonding interactions. The P-E
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hysteresis was observed in the high-temperature S1 phase for
both compounds, which is consistent with the presence of
polarization inversion dynamics of the polar amide groups in
the C14DATP assembly. The P, values were comparable for both
compounds, whereas the E. values varied depending on the
number of alkyl amide chains present. The intermolecular
N-H-: - -O= hydrogen bonds of C14DATP were more disordered
than those of C14TATP, and the presence of structural random-
ness resulted in an increase in the polarization inversion
energy. The design of alkylamide chains allows for the devel-
opment of diverse ferroelectric molecular assemblies, and
further design of n-electronic systems could lead to the creation
of diverse multifunctional molecular materials.
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