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Charge-transfer (CT) co-crystals composed of organic donor and acceptor molecules are attractive
materials from both basic and applied perspectives. One of the most fascinating protocols for the
formation of a CT crystal is the use of donor and acceptor crystals instead of their molecules as starting
materials. However, the lack of studies has limited the universality of the method for future applications.
In this study, we adapted the mixing of donor and acceptor crystal dispersions to fabricate CT
co-crystals, and “phase-separated” crystals, which are a mixture of the donor and acceptor crystals.
The aqueous dispersions of each crystal were prepared by the reprecipitation method, and mixed to
form the targeted crystals. We controlled the co-crystallization behavior between the donor and
acceptor crystals by aging of the dispersion, which was left standing in air for 24 h before mixing. CT
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co-crystals were formed in the non-aged mixture; in contrast, “phase-separated” crystals were obtained
in the aged mixture. Current—voltage measurements using tetrathiafulvalene and tetracyanoquinodi-
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Introduction

Charge-transfer (CT) co-crystals constructed from organic
donor and accepter molecules have high potential for photo-
electrical device applications such as organic field-effect
transistors (OFETs) and light-emitting transistors (OLETS)
owing to their superior properties and simple preparation
process.’® Research on CT crystals has received considerable
attention after the discovery of the molecular metal tetrathia-
fulvalene (TTF)-tetracyanoquinodimethane (TCNQ) co-crystal
in 1973.7® So far, photoconductivity,”'° ambipolar charge
transport,'" and solid-state luminescence'*** have been studied.

Indeed, innovative properties such as stimuli-responsive
behavior,"'®  Lion  conduction,””*®  charge/discharge
performance,'®?° and photothermal conversion®"** have been

found in recent years. A variety of properties give CT co-crystals
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“phase-separated”

crystals, whereas the “phase-separated” crystals showed a

practical applications, for instance, source/drain electrodes,>?
rechargeable batteries,”® and seawater desalination®* using
TTF-TCNQ co-crystals. The research history of CT co-crystals
has covered over 40 years; however, they are still a central topic of
organic crystals and electronics.

There are numerous ways to prepare CT co-crystals. These
methods can be divided into three categories: vapor-phase,”*
liquid-phase,® and solid-phase®® preparation. Particularly,
liquid-phase preparation is a promising method because of
its simple procedure and preparation of high-quality crystals.
One of the unique directions of liquid-phase preparation is the
mixing of nano/micro-sized donor and acceptor crystals in an
aqueous dispersion.”””** The conventional liquid-phase
method mainly uses organic solvent, whereas mixing of
dispersions employs water as a crystallization medium. The
strategy was first reported in 2010 by Qichun Zhang et al.>” They
initially prepared TTF and TCNQ microcrystal dispersions
separately and then mixed them to form TTF-TCNQ nanowires.
The same strategy was performed in 2011 using Ag
nanoparticles and TCNQ microparticles.”® Inspired by this
success, we have recently evaluated the micro/nanocrystallization
process of TTF nanocrystals and TCNQ microcrystals via a charge-
transfer induced reprecipitation method. In our process, an
organic solution of TCNQ (or TTF) was injected into a TTF (or
TCNQ) crystal dispersion. Using this process, we have succeeded
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in preparing nanorods as well as nanorod-coated-rhombic shape
TTF-TCNQ crystals.”® As mentioned above, co-crystallization from
donor and acceptor crystals in aqueous dispersions is a fascinating
strategy for the formation of a CT co-crystal; however, there are very
few reports on the subject, which restricts the applicability of the
method.

The interfacial properties between the donor and
acceptor crystal have also received considerable attention. This
feature was first reported in 2008 on the TTF and TCNQ
single-crystal interface, which exhibits metallic conduction.®
Based on this finding, the electric and photonic properties
of organic crystal interfaces have been extensively studied
in several materials.”’™® Recently, a high performance
rechargeable battery has been reported using interfacial
conduction.”® These reports indicate that organic donor and
acceptor crystal interfaces have the potential for device applica-
tions. However, it is difficult to obtain a mixture of components
without co-crystallization because of their high reactivity to
form co-crystals, which densely stacks the molecules during
preparation.

These reported studies suggested that a new strategy to
separately fabricate CT co-crystals and a crystal mixture with
CT at the interface is required. Here, we prepared two crystal
structures, CT co-crystals and “phase-separated” crystals,
which are a mixture of donor and acceptor crystals from the
same donor acceptor pair using water as a poor medium.
Initially, water dispersions of acceptor (TCNQ) and donor
[TTF, phenothiazine (PTZ), pyrene, dibenzotetrathiafulvalene
(DBTTF), or perylene] crystals were prepared using the repreci-
pitation method.** Then, the acceptor and donor dispersions
were mixed. We found that CT co-crystals or ‘“phase-separated”
crystals can be individually prepared by simply changing the
aging time of the individual dispersion, especially the donor
dispersion. Aging was performed by standing the donor and
acceptor crystal dispersions for 24 h before mixing. We found
that CT co-crystals were formed in the non-aged mixture. In
contrast, the aged mixture prepared ‘“phase-separated” crystals;
the donor and acceptor crystals retained their shape without
co-crystallization. This tendency was confirmed for most of the
molecules that we used in this study, except the perylene/TCNQ
mixture. Also, we studied the electric properties of the CT
co-crystals and ‘“phase-separated” crystals using TTF and
TCNQ. The TTF-TCNQ co-crystals, which have CT states in
the bulk, showed low sheet resistance owing to TTF/TCNQ
segregated column formation. In contrast, the “phase-
separated” crystals are unique in their crystal structure; CT
states only occurred at the interface. Due to this unique
structure, we found that the “phase separated” crystals showed
photo-responsive conduction. Notably, we demonstrate that the
CT states in the bulk and at an interface can be controlled by
aging, which makes it possible to synthesize crystals with the
desired properties using the same components. Indeed, the
CT co-crystals would be useful in OFET and OLET device
applications, while the ‘“phase-separated” crystals can be
applied to rechargeable batteries and organic photovoltaics,
in which the interface plays an important role.
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Experimental
Materials

Tetrathiafulvalene (TTF, >98.0%), tetracyanoquinodimethane
(TCNQ, >98.0%), phenothiazine (PTZ, >98.0%), pyrene
(>97.0%), and perylene (> 98.0%) were purchased from Tokyo
Chemical Industry. Dibenzothetrathiafulvelene (DBTTF, 97%)
was purchased from Sigma-Aldrich. Tetrahydrofuran (THF,
special grade) was purchased from Kanto Chemical Co., Inc.
Ultra-pure water (Milli-Q Q-POD1, 18.2 MQ cm) was used in the
laboratory setup. All reagents were used without purification.

Preparation

The aqueous dispersion of the crystals was prepared by the
conventional reprecipitation method.** The donor or TCNQ
solution [200 pL dissolved in THF (20 mM)] was injected into
10 mL ultra-pure water with vigorous stirring. The color of the
water changed from transparent to cloudy immediately after
injecting the solutions. After preparation of the donor and
acceptor dispersions, the obtained aqueous dispersions were
mixed to observe the co-crystallization behavior. For the non-
aged mixture, the aqueous dispersions were mixed within
several minutes after preparation. Additionally, for the aged
mixture, the aqueous dispersion was left for 24 h and then
mixed. The mixed dispersions were kept in air for 2 h before
characterization.

Characterization

The absorption spectra were measured using a JASCO V-670
spectrophotometer with an integrating sphere. The aqueous
dispersions were filled in a 1 mm quartz cell without dilution.
Powder X-ray diffraction (XRD) patterns of the crystals were
measured using a RIGAKU RINT Ultima-III X-ray diffractometer
on a membrane filter (pore size: 0.1 pm) with Cu Ka radiation
(4 =0.15418 nm) at 45 kV and 200 mA. The aqueous dispersion
(30 mL for the component dispersion and 60 mL for the mixed
dispersion) was filtered through a membrane filter via vacuum
filtration. Field emission scanning electron microscopy
(FESEM) and energy-dispersive X-ray spectrometry (EDS) were
performed using a Hitachi SU8000 scanning electron micro-
scope on the membrane filter (pore size: 0.05 pm or 0.1 um) at
5 kV and 5 mA for the FESEM observation and 10 kV and 20 mA
for the EDS mapping. The contrast of the FESEM and EDS
images was changed after the measurement to observe the
crystal clearly. The merged EDS mapping images were made
using Image]. Dynamic light scattering (DLS) was performed
using a Malvern Zetasizer Nano ZS with a red laser (633 nm).
The aqueous dispersion with aging was ultra-sonicated to
disperse the aggregated crystals before the measurement.
The current-voltage (I-V) characteristics were measured using
a Tektronix 4200A-SCS with two tungsten terminals with
APOLLOWAVE 1100. The crystals for the -V measurement were
collected by vacuum filtration on a membrane filter (pore size:
0.01 um). The photoconductivity was measured using the same
setup under white light illumination (9.9 mW cm?).

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Results and discussion

Aging effect on the co-crystallization behavior between TTF and
TCNQ crystals

First, we investigated the aging effect on the co-crystallization
behavior by employing donor TTF and acceptor TCNQ (Fig. 1a).
The aqueous dispersion of the crystals was prepared by the
conventional reprecipitation method.** TTF (or TCNQ) dissolved
in THF was injected into ultra-pure water under vigorous stirring
to obtain a TTF (or TCNQ) crystal aqueous dispersion. These
aqueous dispersions were mixed within a few minutes after
preparation (non-aged mixture). Additionally, the aqueous
dispersion was kept at room temperature (approximately
20-25 °C) for 24 h, and then the obtained dispersions were
mixed (aged mixture). The mixed dispersions were kept in air for
2 h without stirring before characterization.

Fig. 1b presents photographs of the aqueous dispersions,
which clearly depict the aging effect. After the mixing of yellow
TTF and yellow-green TCNQ dispersions, the non-aged mixture
appeared dark brown, which indicates co-crystallization of TTF
and TCNQ. The color change of the non-aged mixture was
completed within 1 min after mixing. In contrast, the aged
mixture remained yellow, which implied that co-crystallization
between TTF and TCNQ crystals did not occur. Fig. 1c shows
the absorption spectra of the non-aged and aged mixture. Note
that the absorption spectra involved an absorption background
of light scattering from the crystals. Distinct from the non-aged
TTF and TCNQ crystals (Fig. S1, ESIt), the non-aged mixture
shows broad absorption in the whole range due to the for-
mation of TTF-TCNQ crystals. The absorption spectrum of the
aged mixture is different to the non-aged mixture, and the
absorption of neutral TCNQ (399 nm) and TCNQ radical anions
(346 nm, 433 nm and 825 nm) was confirmed.*>*® The
absorption spectrum of the aged mixture is similar to the
sum of the spectra of the aged TTF and TCNQ dispersions.

4 [: NG CN
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Tetrathiafulvalene
(TTF)

Tetracyanoquinodimethane
(TCNQ)

b non-aged

TTF TCNQ

Fig. 1
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The above results demonstrate that the aging of the TTF and
TCNQ aqueous dispersions before mixing affects the CT
progression between the crystals.

The FESEM observation shows the morphological differences
of the crystals in the dispersion. TTF formed into a spherical
shape (Fig. 2a and d), while TCNQ crystallized into a rhombic
shape (Fig. 2b and e). The average size of the TTF crystals was
340 nm before aging, and smaller (120 nm) and larger TTF
(340 nm) crystals co-existed after aging (Fig. S2a, ESI}). In
contrast, the TCNQ crystals showed a similar average size
(340 nm) regardless of aging (Fig. S2b, ESIf). As shown in
Fig. 2c and f, the crystal morphology in the mixture is completely
different. The non-aged mixture exhibits an urchin-like morphology,
whereas the aged mixture displays a spherical/rhombic morphology.
EDS mapping of the urchin-like morphology in the non-aged
mixture showed sulfur and nitrogen atoms through the whole
crystal, indicating the formation of TTF-TCNQ co-crystals
(Fig. S3a, ESIt). We have reported that this crystal was formed
via co-crystallization between the TTF and TCNQ crystals.>® The
spherical TTF crystals react with rhombic TCNQ crystals, and
TTF-TCNQ co-crystals can be grown on the TCNQ surface. In
sharp contrast, EDS mapping of the spherical/rhombic
morphology in the aged mixture displayed sulfur and nitrogen
identified on the individual crystals (Fig. S3b, ESIt), indicating
that “phase-separated” crystals of spherical TTF and rhombic
TCNQ were formed.

To reveal the structure of the crystals, a powder XRD
measurement was conducted. Fig. S4 (ESIf) shows the XRD
patterns of the TTF and TCNQ crystals. The XRD patterns were
not changed with aging, revealing that the aging did not affect
the crystal structure of the individual crystals. The spherical
TTF crystals belong to the space group of PI1, with cell
parameters of a = 8.379 A, b = 12.906 A, ¢ = 8.145 A, a =
98.91°, f = 96.62°, and y = 100.44°, which is regarded as the
B-phase of TTF.*” The rhombic TCNQ crystals belong to the

Co.20
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0.15 = —aged TCNQ
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* TCNQ radical anion

Absorbance
o
o

0.05

-----------

..........
..........
SelLZel I e e e W 4

1
600 800 1000 1200
Wavelength / nm

0.00

(@) Molecular structure of TTF and TCNQ. (b) Photographs of the TTF dispersion, TCNQ dispersion, non-aged mixture, and aged mixture.

(c) Absorption spectra of the non-aged mixture (black solid line), aged mixture (black dashed line), aged TTF (green dashed line) and aged TCNQ (orange

dashed line).
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Fig. 2 FESEM images of the (a) non-aged TTF crystal, (b) non-aged TCNQ crystal, (c) non-aged mixture, (d) aged TTF crystal, (e) aged TCNQ crystal, and

(f) aged mixture.

space group of C2/c, with cell parameters of a = 8.906 A,
b=7.06 A, c=16.395 A, o =y = 90°, and f = 98.53°.% Fig. 3
shows the XRD patterns of the non-aged and aged mixture. The
diffraction peaks observed at 5.3 nm™', 6.9 nm ', and
10.6 nm ™" in the TTF-TCNQ co-crystals were attributed to the
(100), (002) and (200) planes, whose positions are similar to
those of the TTF-TCNQ bulk crystals; thus, the TTF-TCNQ
co-crystals formed by dispersion mixing belong to the space
group of P2,/c, with cell parameters of a = 12.298 A, b = 3.819 A,
c=18.468 A, o=y =90°, and f§ = 104.46°.%° Note that diffraction
peaks from the TTF and TCNQ crystals were observed in the
aged mixture [e.g., the (020) plane of TTF at 10.0 nm ™, and the
(022) plane of TCNQ at 19.4 nm™~']. These peaks were not found
in the non-aged mixture. The XRD results clearly showed that
the non-aged mixture formed only TTF-TCNQ co-crystals;

O TTF-TCNQ
®TTF
BETCNQ
non-aged mixture
2 e

aged mixture
E =

u

Intensity / a

(022)

1 L 1 1 1 1 1 1 1 1 1 1 1 1 1
5 10 15 20
q/ nm-!

Fig. 3 XRD patterns of the non-aged mixture (red line), aged mixture
(blue line), aged TTF crystal (green line), and aged TCNQ crystal (orange
line). The diffraction peaks at 11.5 nm~! and 12.8 nm™! indicate the
diffraction from the filter.
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in contrast, the aged mixture contained TTF-TCNQ co-crystal
as well as TTF and TCNQ crystals.

It is difficult to define the precise factors that determine the
final product morphologies; however, the potential reason
could be the state of the crystals. Crystals prepared by the
reprecipitation method often form a metastable state because
of their fast crystallization, and the crystals change from
metastable to stable states over time.’*™*> The transition can
be observed in the size change of the crystals. Fig. 4 shows the
normalized crystal size [V(¢)/V(0)] vs. time (f) measurement by
DLS.** V(¢) is the crystal size at time ¢, and V(0) is the crystal size
at 0 min. The normalized TTF crystal size gradually changed
from 1.0 to 0.6 after 600 min, and the size was not changed
above 600 min, indicating that the TTF crystals formed a stable
state over 600 min. In contrast, the TCNQ crystals do not

1.5
1.3}
°
XX X °
o..o.o°°°0 ee0®00 00
1.0}e .0
8 ° [ X ]
< °
EOS- oo
= .ooo
0.5F ®ecee
[ X J o [
03F eorre
®TCNQ
0.0 1 1 1 1 1 1 L

1
0 200 400 600 800 1000 1200 1400
Time / minutes

Fig. 4 Normalized crystal size [V(t)/V(0)] vs. time (t) of TTF (blue circle) and
TCNQ crystals (red circle) measured by DLS. V(t) is the crystal size at time ¢t,
and V(0) is the crystal size at 0 min.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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exhibit significant size changes over time (1.0 to 1.1 after
1400 min), which shows that the TCNQ crystals form a stable
state immediately after reprecipitation. In the non-aged
mixture, the TTF crystals still exist in a metastable state and
the reaction between TTF and TCNQ crystals proceeded spon-
taneously to form a stable state as a TTF-TCNQ co-crystal.
Conversely, in the aged mixture, the TTF crystals already exist
in the stable state and it would be difficult for co-crystallization
between the crystals to proceed because of their high stability.
Consequently, the TTF and TCNQ crystals retained their shape
without co-crystallization.

As mentioned above, the state of the TTF crystals plays a
more important role to determine the co-crystallization
behavior in the TTF/TCNQ mixture. In fact, the non-aged
TTF/aged TCNQ mixture forms a brown dispersion, indicating
the formation of TTF-TCNQ co-crystals, whereas the aged
TTF/non-aged TCNQ mixture remains yellow, showing that
co-crystallization has not proceeded between the crystals
(Fig. S5, ESIt). The FESEM observation of the non-aged TTF/
aged TCNQ mixture showed nanodots on the rhombic crystal
surface. Conversely, the aged TTF/non-aged TCNQ mixture
demonstrated a spherical/rhombic morphology.

To summarize the above results, we considered that
the aging of the component crystal dispersion improved the
crystallinity of the crystals, which reduced the reactivity of
the crystals to form the CT co-crystals. In fact, the powder
XRD patterns of TCNQ crystals showed a narrowing of the
Bragg diffraction peak width (Fig. S4b, ESIf{) and that for

Phenothiazine Pyrene

(PT2)

Absorbance
T e

Absorbance
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DBTTF (Fig. S7c, ESIt) exhibited a clear peak of (110) at
6.9 nm ™" by aging.

Aging effect on the co-crystallization behavior between typical
donor crystals and TCNQ crystals

To gain a deeper understanding of the aging effect on the
co-crystallization behaviour between the donor and TCNQ
crystals, we employed typical donors (PTZ, pyrene, DBTTF,
and perylene, Fig. 5; upper part) and mixed them with the
TCNQ aqueous dispersion. The aqueous dispersions were
prepared by the reprecipitation method,** and underwent the
same procedure as the TTF and TCNQ cases.

We find that aging affected the co-crystallization behavior in
the PTZ/TCNQ, pyrene/TCNQ, and DBTTF/TCNQ mixture,
which has a similar tendency to that of the TTF/TCNQ systems.
Fig. 5 (middle part) shows the absorption spectra of the non-
aged and aged mixtures. In the non-aged mixture, new
absorption which was not confirmed in the donor and TCNQ
dispersion (Fig. S6a—c, ESIt) was clearly confirmed over 700 nm,
at 580-830 nm, and over 770 nm in the PTZ/TCNQ, pyrene/
TCNQ, and DBTTF/TCNQ mixtures, respectively. These
absorption bands correspond to CT absorption from the donor
to TCNQ, indicating the formation of PTZ-TCNQ,** pyrene-
TCNQ,*® and DBTTF-TCNQ*® co-crystals. On the contrary, the
spectra of the aged mixtures were the sum of the donor and
TCNQ absorption spectra, which indicates that CT formation
was negligible in the aged mixtures (Fig. S6e-g, ESIT).

Perylene

Dibenzotetrathiafulvalene
(DBTTF)

CL~10

—non-aged mixture
--aged mixture
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Fig. 5 Upper part: molecular structure of PTZ, pyrene, DBTTF, and perylene. Middle part: absorption spectra of the non-aged mixture (solid line) and
aged mixture (dashed line). Lower part: XRD patterns of the non-aged mixture (red line), aged mixture (blue line), aged donor crystals (green line), and
aged TCNQ crystal (orange line). The diffraction peaks at 11.5 nm~! and 12.8 nm~ indicate the diffraction from the filter.
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The XRD results also supported the difference in co-
crystallization behavior between the non-aged and aged mix-
tures. The powder XRD patterns for the donor crystals were
almost the same as that of the reported bulk crystal (Fig. S7 and
Table S1, ESIT). Moreover, the peak positions were not changed
with aging, which supported that the aging did not affect the
crystal structure. Fig. 5 (lower part) shows the XRD pattern of
the non-aged and aged mixtures. The non-aged mixtures of
PTZ/TCNQ, pyrene/TCNQ, and DBTTF/TCNQ contained
diffraction originating from the donor crystals and co-crystals
(the crystal structure of the CT co-crystals belongs to the
literature’’°). On the other hand, in the aged mixture,
diffraction from the donors and TCNQ crystals was clearly
confirmed [e.g., the (022) plane of TCNQ at 19.4 nm ' was
confirmed in all combinations], and small diffraction from the
co-crystals was also observed in PTZ/TCNQ and pyrene/TCNQ.
These results indicate that the non-aged mixture dominantly
formed CT co-crystals, whereas the aged mixture produced
“phase-separated” crystals.

The formation of CT co-crystals or ‘phase-separated”
crystals was also confirmed by their crystal morphology. As
shown in Fig. S8 (ESIt), cubic-like PTZ (550 nm), sphere-like
pyrene (250 nm), and cubic-like DBTTF (420 nm) were confirmed
in the non-aged donor dispersion, while cubic/rhombic-like PTZ
(640 nm), cubic-like pyrene (2520 nm), and cubic-like DBTTF
(510 nm) were observed in the aged donor dispersion. The crystal
size is larger after aging, suggesting the transition of the crystal
from a metastable to a stable state, which causes a difference in
the co-crystallization behavior. As shown in Fig. S9 (ESI{), the
crystal morphology is completely different between the non-aged
and aged mixtures. The CT co-crystal shapes were rod-like in the
PTZ/TCNQ and pyrene/TCNQ mixtures, and cubic-like in the
DBTTF/TCNQ mixture. On the other hand, the aged mixture
showed “phase-separated” crystals; crystal shapes of both the
donor and acceptor were clearly observed.

Interestingly, there were no differences in the absorption
spectra and XRD patterns in the non-aged and aged mixtures of
perylene/TCNQ. The absorption was the sum of the component
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dispersions (Fig. S6d and h, ESIf), and diffractions from
perylene and TCNQ were obtained in both the non-aged and
aged mixtures (Fig. 5; middle part). The DLS measurements
(Fig. S8i, ESIt) before and after aging showed perylene crystals
in similar sizes (280 nm and 240 nm), indicating that perylene
forms a stable state immediately after preparation. Therefore,
we inferred that a reaction did not occur between the stable
perylene and TCNQ crystals. In fact, cubic perylene and
rhombic TCNQ co-existed in the non-aged and aged mixtures
(Fig. S9d and h, ESIt).

Comparison of the co-crystallization behavior of the donor/
TCNQ mixtures shows that the water solubility affects the CT
progression between the crystals. The water solubilities of PTZ,
pyrene, and perylene are 1.594 x 107°, 1.350 x 10~ *, and
4.037 x 1077 mg mL™", respectively, at room temperature
(25 °C).>" Unfortunately, there is no information on the water
solubility of DBTTF. According to the XRD results (Fig. 5;
middle part), the PTZ and pyrene crystals, which have relatively
high solubility (107 to 10~* mg mL™"), appeared to form CT
co-crystals with TCNQ, even after aging. For instance, the (040)
plane at 9.9 nm ™" from PTZ-TCNQ co-crystals was confirmed in
the aged PTZ/TCNQ mixture, and the (010) plane at 6.5 nm™ "
from pyrene-TCNQ co-crystals was observed in the aged pyrene/
TCNQ mixture. In the mixing of aqueous dispersions, the
driving force of co-crystallization would be the dissolution of
the molecules from the crystal surface; thus, higher solubility
leads to the dissolution of the crystals, which accelerates the
co-crystallization. In other words, higher solubility in water is
favourable to form CT co-crystals, while lower solubility is
beneficial to form “phase-separated” crystals.

Conductivity and photoconductivity study

To explore the applicability of the CT co-crystals and ‘““phase-
separated” crystals prepared by mixing of aqueous dispersions,
we evaluated the conductivity and photoconductivity properties
using TTF and TCNQ. The TTF-TCNQ co-crystals and ‘“‘phase-
separated” crystals were collected on a membrane filter by
vacuum filtration and used for the measurement (Fig. S10a, ESIt).

a b
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500.0 —Dark / —Dark B
==Illuminated // 15.0+ =~llluminated ot
400.0 - /
< / s
g ~
2 300.0+ /’ £10.0
L / o
3 200.0+ ol 3
v 5.0
'
100.0 - 5
0.0 L 0000 i 00 ; L L L
0 2 4 6 8 10 0 2 4 6 8 10
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Fig. 6 [-V curves of (a) TTF-TCNQ co-crystals and (b) “phase-separated” crystals in the dark and under white light illumination conditions
(9.9 mW cm™2).
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FESEM images of the TTF-TCNQ co-crystals and “phase-separated”
crystals on a filter are shown in Fig. S10b (ESIt). I-V measurements
were performed at five points in the same sample. Fig. 6a and b
show the I-V curves of the TTF-TCNQ co-crystals and
“phase-separated” crystals in the dark and under white light
illumination. Nonlinear and linear curves of the TTF-TCNQ
co-crystals and ‘‘phase-separated” crystals were observed,
respectively. The sheet resistance calculated from the resistance
of the sample and measurement area was approximately 10° to
10* Q sq~! in the TTF-TCNQ co-crystals. The value appears
similar to that of TTF-TCNQ thin films on a CT crystal
surface,”® indicating the potential for conductive material
applications. We also expected that low resistance would be
observed in the “phase-separated” crystals owing to the inter-
facial conductivity between the TTF and TCNQ crystals;
however, the sheet resistance was on the order of 10" Q sq™*,
which was approximately 10’ to 10° Q sq~' higher than
the reported value at the crystal interface (1 x 10° to 3 x
10" Q sq ").%*° Interestingly, the TTF-TCNQ co-crystals did
not present any differences between the dark and illuminated
conditions, while a photoresponse was observed in the “phase-
separated” crystals, which demonstrates their potential application
in photoelectrical devices.

The TTF-TCNQ co-crystals formed a conventional segregated
stacked crystal structure, which is known to exhibit high
conductivity. Therefore, the co-crystals showed a low sheet
resistance. In contrast, the TTF/TCNQ ‘phase-separated”
crystals only form a CT state at the crystal interface, which
indicates that most of the crystal is an insulator. Light
irradiation of the ‘“phase-separated” crystals excites TTF and
TCNQ to produce photocarriers.”® The photocarriers migrated
to the crystal interface and transferred to the electrode using
the CT state at the interface.

Conclusions

In conclusion, CT co-crystals or ‘“phase-separated” crystals,
which are a mixture of donor and acceptor crystals, were
prepared by mixing of aqueous dispersions with different aging
time. Evidently, aging of the aqueous dispersion affects the
co-crystallization behavior between the donor and TCNQ
crystals. The non-aged mixing facilitates the formation of the
CT co-crystals, while aged mixing is favourable to form the
“phase-separated” crystals. This tendency was confirmed in
TTF/TCNQ, PTZ/TCNQ, pyrene/TCNQ, and DBTTF/TCNQ
mixtures. Perylene crystals were not co-crystallized with TCNQ
even before aging owing to their high stability and low solubility
in water. The conductivity and photoconductivity measurements
of the CT co-crystals and “‘phase-separated” crystals using TTF
and TCNQ showed their potential for photoelectrical device
applications. Furthermore, the “phase-separated” crystal dispersion
can be used to prepare a thin film with multiple crystal interfaces
between donor and acceptor crystals. We believe that the insights
obtained in this study will aid in the better understanding of
the co-crystallization behavior of the crystals in aqueous

© 2021 The Author(s). Published by the Royal Society of Chemistry
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dispersions and realize advanced functions due to the unique
micro/nanocrystal morphologies.
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