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Selective epitaxial growth of organic heterostructure via cocrystal
engineering: Towards oriented signal conversion

Qiang Lv"?, Xue-Dong Wang'", Yue Yu'!, Yan-Jun Yu!, Min Zheng®* and Liang-Sheng Liao"*"

ABSTRACT The integration of multiple components with
different functionalities into a hierarchical organic nano-
system (HON) has attracted significant attention in opto-
electronic applications. However, the rational construction of
HONSs with ultra-low lattice mismatch () remains a major
challenge due to the inherent structural incompatibility of
different materials. Cocrystal engineering holds great promise
as a powerful means to explore the controllable fabrication of
HON:S, but a systematic demonstration has yet to be achieved.
Here, we present a cocrystal engineering strategy for ultra-low
lattice mismatch heteroepitaxy of HONs, which exhibits suf-
ficient versatility for integrating a variety of materials to
construct HONs. Through experimental synthesis, we have
realized a series of representative HONSs, including three-
segment (1, = 0.7%), branched (1, = 0.8%), and core/shell (#; =
0.6%) nanostructures, with lattice mismatch rates significantly
lower than those previously reported for HONs (5%-10%).
Furthermore, we selectively synthesized substructures of core/
shell, including three-segment and sandwich-like nanowires,
revealing the role of interface engineering in the formation of
unique HONs. As a conceptual validation, the fabricated
HONs have successfully achieved oriented photon signal
conversion, laying a solid material foundation for construct-
ing the next generation of integrated optoelectronic devices.

Keywords: organic heterostructures, epitaxy, lattice mismatch,
cocrystal, integrated photonics

INTRODUCTION

Complex heterostructured materials with more than two com-
ponents can effectively combine the advantages and overcome
the weaknesses of the individual components [1,2]. Thus, het-
erostructure materials have exhibited potential advantages in
many applications such as catalysis [3], plasmonics [4], elec-
tronics [5], optoelectronics [6], and so on [7]. It is worth noting
that the characteristics and functions of heterostructures sig-
nificantly depend on their spatial orientation and interfaces [8].
Therefore, the controlled preparation of heterostructure with
different spatial orientations and architectures is an important
theme for the development of novel functional heterostructures.

Until now, various inorganic heterostructures with well-defined
compositions, morphologies, and functionalities have been
developed [3,9-11]. For example, eight CdS nanocrystals are
hierarchically grown onto the central region of CdSe nanorods
to form octopod-shaped nanocrystals via a cation exchange
method [12].

Compared with inorganic components, organic semi-
conductor molecules exhibit obvious advantages for opto-
electronics applications [13-19] benefiting from their large
optical cross-sections [20], tunable structures [21], broad
wavelength tunability [22], and low-cost solution processing
[23]. Currently, lots of efforts have been devoted to synthesizing
organic heterostructures with different architectures including
the core/shell [24,25], branch [26,27], triblock [28,29], dumb-
bell-like [30], lateral type [31], and so on [32]. Among approa-
ches for synthesizing organic heterostructures, the epitaxial
growth method stands out as a powerful tool [33-35]. However,
owing to the difficulty in solving the lattice mismatch of distinct
materials, it remains a great challenge to rationally construct
hierarchical organic nanosystems (HONs) in ultralow lattice-
mismatch heteroepitaxy, which is crucial for the performance of
final devices [36]. In particular, the previously reported organic
heterostructures are implemented on different molecular sys-
tems, which makes it more difficult to overcome the incompa-
tible problem of systems to achieve the interconnection of
building blocks for integrated optoelectronics. Notably, cocrys-
tals formed by two or more molecules crystallized together in a
single lattice driven by intermolecular non-covalent interactions,
which could provide an important platform for exploring these
challenges of HONS, but have so far not been systematically
demonstrated.

In this work, we demonstrate a strategy of cocrystal engi-
neering for ultralow lattice-mismatch heteroepitaxy of HONS,
which is sufficiently versatile to enable the integration of mul-
tiple materials. During the hierarchical self-assembly process,
the similar crystal packing and compatibilities of organic
cocrystals feasibly enable the low lattice mismatch rate (#), thus
avoiding the occurrence of phase separation and homogeneous
nucleation. We prepared four types of benzo[ghi]perylene
(BGP)-based cocrystals, and then experimentally synthesized a
serial of typical HONs including triblock (#; = 0.7%), branch (#,
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= 0.8%), and core/shell (3 = 0.6%) nanostructures, whose lattice
mismatch rates are considerably lower than those of previously
reported HONs without diversity (5%-10%). Moreover, we
selectively synthesize the substructures of core/shell HONs
including triblock and sandwich-like nanowires via the ther-
modynamically favored route by adjusting the reaction tem-
perature, thus revealing the role of interfacial energies in
modulating the formation of distinctive HONs. As a proof-of-
concept application, these obtained HONs demonstrate different
photon guidance and manipulation as photonic device proto-
types such as optical signal converters with multi-color/channel
characteristics in different orientations. This strategy provides a
new window for the ultralow lattice-mismatch heteroepitaxy of
virtually any hierarchical nanostructures.

e
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Nucleation
and growth

Cocrystal engineering

Heterostructures with ultralow lattice mismatch rate <1%

RESULTS AND DISCUSSION

Ultralow lattice-mismatch heteroepitaxy strategy

As shown in Fig. la, we schematically represent a strategy of
cocrystal engineering for ultralow lattice-mismatch hetero-
epitaxy of hierarchical organic nanostructures. Due to the dif-
ference in the strength of the intermolecular non-covalent
interactions and the solubility of the molecules, the cocrystal 1
with strong charge-transfer (CT) interaction first nucleates and
grows, becoming the crystalline substrate for the heterostructure.
Then, cocrystal 2 epitaxially grows along the exposed face of
cocrystal 1 to form a heterostructure structure. During the
hierarchical self-assembly process of multi-component, cocrystal
engineering based on the same donor can effectively avoid the
problem of incompatibilities of different acceptors, thus realizing

Stage Il

Epitaxial
growth

Cocrystal 2

Charge transfer
interaction

Compatibility between
different cocrystals

Figure 1 Epitaxial growth of hierarchical organic heterostructures based on cocrystal engineering. (a) Schematic illustration of the cocrystal engineering
strategy for ultralow lattice-mismatch heteroepitaxy of HONSs. (b) Molecular structures of the donor and acceptors for cocrystal engineering.
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the heterogeneous interface with an ultralow lattice mismatch
rate. In detail, we experimentally prepared four types of organic
cocrystal including BGP-tetrabromophthalicanhydride (TBPA),
BGP-octafluoronaphthalene (OFN), BGP-tetrafluoro-ter-
ephthalonitrile (TFP), BGP-tetrafluorophthalonitrile (TFTP)
through a solution self-assembly method (Fig. 1b). Among them,
the BGP-TBPA cocrystals were selected as crystalline substrates
for epitaxial growth of other organic crystals, due to the strong
CT interaction and low solubility of TBPA molecules leading to
the first nucleation and growth. Scanning electron microscopy
(SEM) images show the one-dimensional (1D) morphology of
BGP-TBPA cocrystal with a length of 20-60 um and a diameter
of 2-4 ym (Fig. S1). The fluorescence microscopy (FM) shows
that the BGP-TBPA emission color is orange under ultraviolet
(UV) excitation (Fig. S1). Furthermore, the average sizes,
luminescence lifetimes, and PL quantum vyields of these organic
crystals are shown in Figs S2-S4 and Table S1. Notably, the
BGP-TBPA single crystal with inherent anisotropy features,
displays two basal (002) planes, four ends (101) planes, and four
edges (011) planes via the simulation of a single crystal (Fig. S5).
At the same time, the prerequisites of epitaxial growth are the
small lattice mismatch between two or more crystals, that is, the
minimization of the interfacial energy of the heterojunction in
organic heterostructures [37]. Owing to the difference in the
topological structures and lattice parameters (Tables S2-S6,
Figs S5-S9), the other cocrystals can only epitaxially grow on the
selective surfaces with a matched lattice of the BGP-TBPA
cocrystals to achieve the interfacial energy balance in the het-
erojunction, leading to the formation of oriented hierarchical
heterostructures. At the same time, the stronger CT interactions
result in the BGP-TBPA cocrystal undergoing a primary self-
assembly process as a preformed seed nanowire in the first stage
of the epitaxial growth process (Table S7). These hetero-
structures with ultralow lattice mismatch, including blocks,
branches, and core shells, are discussed in detail below. More-
over, the photoluminescence (PL) spectra of these cocrystals
display a good overlap with the absorption spectra of the BGP-
TBPA substrate (Fig. S10), indicating that these heterostructure
microwires composed of different cocrystals can be applied in
integrated photonics such as active waveguide, signal converts,
and logic gate [38,39].

Horizontal epitaxial growth

The scheme for the synthesis of branch heterostructure is shown
in Fig. 2a, in which the preformed BGP-TBPA cocrystals are
used as seeds for the epitaxial growth of BGP-OFN microwires.
Owing to the anisotropic structure of BGP-TBPA, the secondary
BGP-OFN can only epitaxially grow on the selective surface
(002) of the BGP-TBPA seeds with smaller lattice mismatch to
form the branch heterostructures with lateral orientations. In
addition, the number of BGP-OFN branches on the backbone
can be regulated by tuning the stoichiometric ratio of multi-
components (see detailed experiment method in Supplementary
information). To deeply understand the epitaxial growth process
of the branch heterostructures, we recorded the video data by
tracking the real-time growth processes of BGP-OFN cocrystals
on the BGP-TBPA cocrystals. As shown in Fig. 2b;-bg, the bright
field images of branch microwires are captured, which is marked
with the formation times of the branch from 0-125s. At the
early stage, the BGP-TBPA microwire as the trunk part first
nucleates from the mixed solution and elongates to tens of
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micrometers (Fig. 2b;). Then, the BGP-OFN microwire starts to
nucleate heterogeneously on the side planes of the BGP-TBPA
microwire and eventually grows to tens of micrometers
(Fig. 2b,-2bs). Fig. 2b; demonstrates the FM image of the
obtained branch heterostructure excited by unfocused UV light
(330-380 nm). The trunk microwire exhibits orange light-
emitting, while the branches emit blue light. In addition,
Fig. 2c, d demonstrate typical FM image of obtained hetero-
structures. It can be seen that single-branch or double-branch
microwires with a length of 60-70 um were successfully pre-
pared. SEM characterization clearly shows the architecture of the
as-prepared branch heterostructure, where the BGP-OFN
microwire laterally grows on BGP-TBPA (Fig. 2e and Fig. S11).
The corresponding energy-dispersive X-ray spectroscopy (EDS)
elemental mapping displays that the Br element is distributed in
the middle area, whereas F distributes on both sides of the
nanostructure, indicating the successful growth of BGP-OFN
microwire on basal facets of seed BGP-TBPA (Fig. 2f, g).
Transmission electron microscope (TEM) image of an individual
heterostructure clearly shows the interface of branch and trunk
microwire, further confirming the horizontal growth of BGP-
OFN on the BGP-TBPA trunk (Fig. 2h). Importantly, the
selected area electron diffraction (SAED) pattern taken at the
branch and trunk piece of the heterostructure shows the dif-
fraction spots clearly, which can be ascribed to the (020) and
(200) planes of BGP-TBPA and the (200) planes of BGP-OFN
(Fig. 2i, j), confirming the epitaxial growth of BGP-OFN
microwires along an axis of BGP-TBPA. The crystal structure of
BGP-OFN and BGP-TBPA microwires was verified by single
crystal X-ray diffraction (XRD) analysis. Owing to the difference
in topological structures, BGP-TBPA and BGP-OFN possess
different crystal parameters (Tables S2 and S3). Interestingly, the
interplanar spacing (002) of BGP-TBPA is almost two times that
of the parameter (020) of BGP-OFN (Fig. 2k). It can be deduced
that the epitaxial relationship between BGP-TBPA and BGP-
OFN is (OOZ)BGP—TBPA||(020)BGP—OFN- Therefore, it is possible to
selectively grow BGP-OFN along a axis of BGP-TBPA, due to
the smaller lattice mismatch (#; = 0.7%). As expected, BGP-OFN
crystals selectively grew on the side surface of the trunk but not
on the entire surface to form branch heterostructures
(Fig. 2e, h). Furthermore, XRD was also used to confirm the
crystal structure of the branch heterostructure, clearly showing
the diffraction peaks of BGP-TBPA and BGP-OFN cocrystal
(Fig. S12). In addition, the PL of an individual branch microwire
at different micro areas was characterized by the laser scanning
confocal microscope equipped with a 375-nm laser. As shown in
Fig. S13b, the emission from location 1 (marked in Fig. S13a) is
in good consistence with that of BGP-OFN, and the orange-
emitting from location 2 corresponding to the BGP-TBPA
emission, and the emission at junction including both emissions
of two cocrystals, which suggests that the entire branch micro-
wire are made up of BGP-OFN and BGP-TBPA microwires. In
general, the growth mechanism can be concluded that the (020)
panels of BGP-OFN well match with (002) planes of BGP-TBPA
crystals, and grow along a axis of BGP-TBPA to achieve the
interfacial energy balance.

Longitudinal epitaxial growth

Fig. 3a presents the scheme for the synthesis of triblock het-
erostructures, in which the BGP-TBPA provides the sites for the
heterogeneous nucleation and epitaxial growth of BGP-TFP. In
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Figure 2 Analysis of branch heterostructure microwires. (a) Horizontal epitaxial growth of the branch heterostructure by the BGP-OFN microwire on the
BGP-TBPA microwire. (bi-b;) The evolution processes of branch heterostructures at different time intervals are recorded by the corresponding real-time
video. All scale bars are 20 um. (c, d) FM images of branch heterostructures with single or double branches. (e) SEM image of a typical branch microwire, and
the corresponding EDS elemental mapping for (f) Br and (g) F; scale bar: 10 pm. (h) TEM image of a typical branch microwire, and the corresponding SAED
patterns of the branch microwire at (i) trunk and (j) branch positions. (k) Predicted growth morphology of BGP-TBPA and BGP-OFN cocrystals, and the

corresponding lattice mismatching ratio (#,) of the branch heterostructure.

addition, the distribution of the BGP-TFP microwire can be
regulated from one tip to two tips of the substrate by adjusting
the stoichiometric ratio of molecules during the co-assembly
process (see detailed synthesis method in Supplementary infor-
mation). As shown in Fig. 3b, ¢, block and triblock microwires
have been successfully prepared. It can be seen that the BGP-
TFP microwire only grows on the terminal facets of BGP-TBPA
along its longitudinal direction. As shown in Fig. 3d, the selec-
tive growth of BGP-TFP microwires on the end planes of BGP-
TBPA can be observed clearly in the SEM image. At the same
time, the SEM images of triblock microwires in different growth
indicate that the BGP-TFP cocrystal nucleates heterogeneously
on the end planes of the BGP-TBPA cocrystal, and then grows to
tens of micrometer (Figs S11, S14). The corresponding EDS
elemental mapping demonstrates that the F element is dis-
tributed on both sides of the triblock microwire, whereas Br is
confined in the central area, indicating the successful growth of
the BGP-TFP microwire on both terminal facets of BGP-TBPA
(Fig. 3e, f). In addition, the XRD patterns of triblock microwires
demonstrate that the characteristic diffraction peaks of the BGP-
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TFP and BGP-TBPA exist simultaneously (Fig. S15), indicating
the successful synthesis of the desired triblock heterostructures.
At the same time, the spatially resolved PL spectrum of the
primary triblock microfilament further confirms that it is
composed of BGP-TFP and BGP-TBPA cocrystals (Fig. S13c, d).
The TEM image of a typical heterostructure clearly shows the
longitudinal growth of BGP-TFP on the one of end facets of
BGP-TBPA microwires (Fig. 3g). The corresponding SAED
pattern taken at two segments of the heterostructure shows the
diffraction spots clearly, which can be ascribed to the (020) plane
of BGP-TFP and (010) and (200) planes of BGP-TBPA
(Fig. 3h, i), and demonstrates the oriented growth of BGP-TFP
along the b axis, and the growth of BGP-TBPA along g axis. It is
worth noting that the BGP-TFP crystals selectively grew along
the major axis of the BGP-TBPA but not on the entire end
surface to form Z-like triblock microwires with centrosymmetric
(Fig. S14). This facet-selective growth originates from the
smaller lattice mismatch between the terminal planes of the two
crystals. Furthermore, the crystal structure of BGP-TFP micro-
wires was verified by single crystal XRD analysis, and the
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Figure 3 Characterization of organic triblock heterostructure microwires. (a) Longitudinal epitaxial growth of the triblock heterostructure by the BGP-TFP
microwire on the BGP-TBPA microwire. (b, ¢) FM images of diblock and triblock microwires. (d) SEM image of a typical triblock microwire. EDS elemental
mappings for (e) F and (f) Br. (g) TEM image of a typical triblock microwire, and the corresponding SAED patterns of triblock microwires at (h) tip and
(i) central positions. (j) Molecular arrangements of the BGP-TFP (020) crystal plane and BGP-TBPA (101) crystal plane, and the corresponding lattice

mismatching ratio (#,) of triblock microwire at the junction.

simulated data show that the (020) planes of BGP-TFP match
well with (101) planes of BGP-TBPA (Fig. 3j). It can be deduced
that the epitaxial relationship between BGP-TFP and BGP-
TBPA is (020)pcp-tre||(101)pgp-8pa- A lower lattice mismatch is
more favorable for the epitaxial growth of organic hetero-
structures as it minimizes the interfacial energy of the hetero-
geneous structure between the two different crystal planes.
Therefore, it is possible to selectively grow BGP-TFP along the
major axis of BGP-TBPA, due to the smaller lattice mismatch (,
= 0.8%). So, the growth mechanism of the heterostructure can be
concluded, in which the (020) panels of BGP-TFP well match
with (101) planes of BGP-TBPA crystals, and grow along the
major axis to form a Z-like triblock microwire with cen-
trosymmetric.

Longitudinal and horizontal epitaxial growth

As mentioned above, different oriented hierarchical organic
microwires including the horizontal and longitudinal directions
have been successfully prepared by varying the secondary crys-
tals. In addition to changing the structures of the crystal, care-
fully turning the reaction conditions is another way to prepare
oriented hierarchical microwires. Based on the entropy-driven
mechanism of crystal growth, the crystal facets with strong
attachment energies grow more rapidly and hence grow out and
cannot be observed, that is, high surface energy facets are
eliminated, resulting in the aggregation of nanoparticles into a
crystal. As shown in Table S2, the simulated data of the BGP-
TBPA crystal show that the crystal facets with higher attachment
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energies generally form a small area, due to the deposition of
many nanoparticles. Given good lattice matching between BGP-
TFTP and BGP-TBPA, the attachment energies of different
crystal planes of BGP-TBPA can drive the formation of differ-
ently oriented heterostructure microwires during the epitaxial
growth process of BGP-TFTP cocrystal. As presented in Fig. 4a,
BGP-TBPA microwires chosen as crystalline substrates, BGP-
TFTP microwires selectively epitaxially grow on their end, edge,
and basal facets via the thermodynamically favored route by
adjusting the reaction temperature to form primary triblock,
sandwich, and core/shell heterostructures, respectively. The
evolution of core/shell heterostructures at different reaction
stages is presented in Fig. 4b;-Fig. 4bs, which shows the selective
growth behavior of BGP-TFTP on seed BGP-TBPA during the
co-assembly process. Notably, the BGP-TFTP microwire first
forms sticks at the terminals of the seed microwires along the
longitudinal axis, and then epitaxially grows on the side along
the horizontal axis, owing to the higher surface energy of the tip
facets relative to the feasible compared with side-selective
growth (Fig. S16).

Finally, BGP-TFTP completely covers BGP-TBPA forming a
core/shell microwire. The aforementioned result demonstrates
that the selective growth of BGP-TFTP not only lattice matches
well with BGP-TBPA but also depends on the surface-interface
energy balance of the crystal plane. The FM images in Fig. 4c, d
show that the BGP-TFTP microwires selectively epitaxial grow
on different facets of seed BGP-TBPA to form the sandwich and
core/shell heterostructure microwires. Notably, the TEM image

October 2023 | Vol.66 No.10
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Figure 4 Analysis of sandwich and core/shell heterostructure microwires. (a) Scheme of the selective epitaxial growth of BGP-TFTP microwires on BGP-
TBPA microwires to form sandwich and core/shell heterostructures. (b;-bs) Evolution processes of core/shell heterostructures from triblock to sandwich to
core/shell. (c) FM images of sandwich microwires. (d) FM images of core/shell microwires. (e) TEM image of a typical core/shell microwire. The corre-
sponding SAED patterns of core/shell microwire at (f) edge and (g) central positions. (h) Predicted growth morphology of BGP-TBPA and BGP-TFTP
cocrystal, and the corresponding lattice mismatching ratios (#3) of core/shell heterostructure at three junctions.

of the heterostructure interface clearly shows the continuity of
two crystals, which can be ascribed to the good lattice matching
between the BGP-TFTP and BGP-TBPA cocrystals (Fig. 4e). The
corresponding SAED patterns taken at the core and shell seg-
ment of the heterostructure show diffraction spots, which can be
ascribed to the (200) and (010) planes of BGP-TFTP and (100)
plane of BGP-TBPA (Fig. 4f, g), and demonstrate that the
oriented growth of BGP-TFTP and BGP-TBPA both along a
axis. Moreover, the crystal structure of BGP-TFTP microwires
was confirmed by single crystal XRD analysis, and the simulated
data demonstrates that the (101), (011) and (002) planes of BGP-
TFTP respectively match well with (101), (011) and (002) planes
of BGP-TBPA (Fig. 4h). It can be deduced that the epitaxial
relationship between the BGP-TFTP cocrystal and the BGP-
TBPA cocrystal is (101)pgp.tere||(101)sp-tBRAs (011)BGP-TETR||
(011)sgp-tepa and (002)pgp-rere||(002)scp-epa. Therefore, it is
possible to selectively grow BGP-TFTP on the BGP-TBPA
cocrystals, due to the smaller lattice mismatch (#3.1 = 0.6%, #3., =
3.4%, and 753 = 6.2%). Furthermore, the diffraction peaks

October 2023 | Vol.66 No.10
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belonging to the BGP-TBPA and BGP-TFTP cocrystal can be
found in the XRD patterns of heterostructures, indicating the
successful synthesis of the heterostructure microwire (Fig. S17).
The spatially resolved PL spectra of an individual sandwich
microwire (Fig. S18) show that the emission from the edge
(location 1) is in good consistence with that of BGP-TFTP. The
spectrum from the central (location 2) is dominated by the BGP-
TBPA emission, and the emission at the junction includes the
emission of two cocrystals, which suggests that the successful
synthesis of the desired sandwich heterostructures. Likewise, the
structure of the core/shell microwire is confirmed by their
spatially resolved PL spectra. The aforementioned results show
that compared with the triblock or branch heterostructure, in
the sandwich heterostructure, due to the large attachment
energy of end planes, the BGP-TFTP microwires priority grow
on the end planes of BGP-TBPA along the longitudinal direction
(Fig. S16). By using more BGP-TFTP crystal, BGP-TFTP also
grow on the edge and basal planes along the horizontal direction
to form the core/shell heterostructure, indicating that the
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selective epitaxial growth of BGP-TFTP depends on the good
lattice matching and attachment energies of the substrate.

Oriented signal conversion based on heterostructures

Organic micro/nanocrystals have been demonstrated as pro-
mising building blocks for optical applications due to their good
light confinement [40-44]. Herein, we explored the optical
waveguide characteristics of cocrystal microwires through
micro-area spectroscopy, which was applied to measure the
distance-dependent PL spectra. The optical loss coefficients (R)
were estimated based on Ip/Iyeay = Aexp(—RD), where D is the
propagation distance of photon, A is the ratio of the light

escaping from the excitation spot and that of light propagating
along the heterostructure, and Iyoqy and Iy, are the intensities of
the body excited site and emitted tip. The resulted R values are
0.0094, 0.0951, 0.0601 and 0.1033 dB um™' corresponding to
BGP-TBPA, BGP-OFN, BGP-TFP and BGP-TFTP cocrystal
microwires (Figs S19-S22). As shown in Fig. 5a, the obtained
heterostructures with different spatial orientations and interfaces
were used as various signal converters and multichannel photon
transmission for the construction of integrated photonics based
on the active and passive optical waveguides (Fig. $23). In detail,
heterostructure microwires with different architectures enable
signal conversion and transmission in different directions,

Towards Oriented Signal

Photonic circuit
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Figure 5 Optical applications of various heterostructured microwires. (a) Organic photonic applications of three types of heterostructures based on active
optical waveguides. (b—-d) FM images of triblock, branched, and core/shell microwires excited by a laser beam (A = 375 nm) at Input 1. All scale bars are 10 um.

(e-g) Corresponding spatially resolved PL spectra of different heterostructures

excited at Input 1 position. (h-j) FM images of triblock, branched, and core/

shell microwires excited by a laser beam (A = 375 nm) at Input 2. All scale bars are 10 um. (k-m) Corresponding spatially resolved PL spectra of different
heterostructures excited at Input 2 position. The insets are the logic tables that display photon signal output codes.
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including single-channel lateral transmission, dual-channel
longitudinal transmission, and three-channel transmission
combining both lateral and longitudinal directions. Owing to the
unique architecture, when the light with 375 nm was introduced
at the terminal (labeled I-1) of the heterostructure microwire,
the triblock microwire had one output terminal (labeled O-1),
the branch microwire had two output terminals (labeled O-1,
and O-2), and the sandwich microwire had three output term-
inals (labeled O-1, O-2, and O-3). When the excitation position
moved to the tip part (Input 1) of the triblock microwire, the
emission color at another tip (Output 1) was consistent with the
BGP-TBPA owing to the active optical waveguide (Fig. 5b, e and
Fig. S24). When excited at Input 1 of the branch microwire,
because the photon propagation from one tip to the other tips is
passive and active waveguide, thus the emission color at Output
1 corresponds to the BGP-TBPA cocrystal while the out-coupled
emitting signal Output 2 at 470 and 500 nm corresponds to the
emission of the BGP-OFN (Fig. 5¢, f and Fig. $25). When excited
at the end part (Input 1) of the sandwich microwire, the output
light is orange emission, and the spectra of the side both cor-
respond to the BGP-TFTP emission (Fig. 5d, g and Fig. $26) due
to the passive propagation of photons, while the spectrum of the
central part corresponds to the BGP-TBPA emission based on
the active waveguide. When excited at the central portion of the
heterostructure microwires, the output light all originates from
the corresponding excitation light due to the passive optical
waveguide. It is worth noting that the output channels can be
divided into one, two, and three categories, which are beneficial
to meet different requirements of the optical circuit (Fig. 5h-m).
If the output position and the input position have the same
emission spectrum, the optical signal is defined as “1”, otherwise
the signal is defined as “0”, and then optical logic circuit tables
can be obtained in the insets of Fig. 5. Based on the aforemen-
tioned analysis, the excitation position-dependent multicolor
emission properties and multi-channel output emission of the
heterostructure microwires may be applied in the integrated
photonics at the nanoscale.

CONCLUSIONS

In summary, we have reported a strategy of cocrystal engi-
neering for ultralow lattice-mismatch heteroepitaxy of HONS,
thus avoiding the structure incompatibilities of distinct com-
ponents. During the hierarchical self-assembly process, the
similar crystal packing and compatibilities of organic cocrystals
feasibly enable the low lattice mismatch rate (1), which is crucial
for the performance of the final device. By using the BGP-TBPA
cocrystal as seeds to hierarchically grow diverse organic crystals,
selective epitaxial growth of BGP-based cocrystals on different
crystal planes in different directions is realized, leading to the
formation of heterostructures including branch, triblock, sand-
wich, and core/shell microwires. It is worth noting that the
ultralow lattice mismatch of heterojunction is dependent on the
compatibility of organic cocrystal based on the same donor.
Furthermore, we selectively synthesized the substructures of
core/shell HONs including triblock and sandwich-like nano-
wires, thus revealing the role of interfacial energies in mod-
ulating the formation of distinctive HONs. As a proof-of-
concept application, these obtained HONs demonstrate different
photon guidance and manipulation as photonic device proto-
types. This strategy paves an avenue to the rational synthesis of
heterostructure with low lattice mismatch and opens an insight
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for understanding of the heterogenous interface formed in such
well-defined heterostructures, which could be used for diverse
promising applications such as electronics or photonics.
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