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ABSTRACT. Presented are design strategies towards hierarchically assembling a C>-symmetric
n-conjugated oligomer (DAD-XB-Boc) based on a donor-acceptor-donor motif through hydrogen
bonding (HB), halogen bonding (XB), and n-stacking interactions. Upon co-crystallization with
tetrafluoro-1,4-diiodobenzene (TFDIB), single crystal X-ray analysis reveals highly directional

XB induced 2D assemblies which further organize via n-m interactions. Crystal photoluminescence
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(PL) analysis indicates that the co-crystal exhibits a red shift in its PL spectrum with enhanced
intensity compared to the mono-crystal. Pyrolytic cleavage and removal of the z-butyloxycarbonyl
(Boc) groups of DAD-XB-Boc exposes complementary hydrogen bonding sites; the H-bonding
capability of DAD-XB-NH is evident from thermal gravimetric analysis (TGA) and infrared (IR)
spectroscopy. Overall, the data shows that both halogen and hydrogen bonding can be used
together with m-stacking interactions to enhance the solid-state properties of DAD oligomers
essential for optoelectronic device applications. Ongoing work seeks to use such supramolecular
approaches to control the nanoscale to microscale arrangement of molecules in thin films and

increase device efficiency (i.e., charge mobility).

INTRODUCTION

The operational efficiency of optoelectronic devices such as organic photovoltaic cells (OPVs) and
organic field effect transistors (OFETs) depends not only on the molecular structures of the n-
conjugated organic molecules but also critically on their solid-state arrangements.! Indeed,
tremendous strides have been made through synthesis and computation to achieve mn-conjugated
molecules with desirable intrinsic optical, electronic, and chemical reactivity profiles.>® Of
ongoing interest is the use synergetic noncovalent interactions to influence the nanoscale
arrangement of otherwise attractive m-systems in crystals and thin films to ultimately enhance
device efficiency. Along these lines, we recently exploited hydrogen bonding (HB) and n-nt
stacking interactions to program multidimensional assemblies of phthalhydrazide-functionalized
quaterthiophenes in bulk heterojunction OPVs.” ® Photovoltaic devices made from blends of the
HB-capable donor molecules with Cgo as the electron acceptor exhibited a two- to three-fold

enhancement in power conversion efficiency relative to non-HB-capable comparators. These
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results highlight the effectiveness of complementing m-interactions with additional directional
noncovalent interactions to realize more advantageous semiconductor solid-state ordering.

Although HB interactions have gained significant traction for controlling organic
semiconductor thin film morphology, hardly scrutinized to date are halogen bonding (XB)
interactions despite their functional similarity and robustness in crystal engineering.’!! Halogen
bonds are noncovalent interactions between Lewis acidic halogen atoms (i.e., the XB donor) and
electron-pair-donating heteroatoms (i.e., the XB acceptor).'?> !* In XB, the presence of a region of
positive electrostatic potential (i.e., the c-hole) on the outermost surface of a halogen atom!* !°
affords a highly directional interaction with electron donating heteroatoms such as oxygen, sulfur,
and/or nitrogen. XB interaction energies can be comparable to and even higher than HB
interactions, making them useful for the design and construction of stable molecular complexes. '
17 Despite the functional similarity between HB and XB, the latter has yet to be broadly deployed
for organic semiconductor solid-state applications.

In recent experimental and computational model studies using organic semiconductor
building blocks, we examined the combined effects of XB and n-m interactions on the formation
of stable supramolecular architectures.'® Halogen bond driven assemblies between pyridyl
thiophene (Pyr-T)—a m-conjugated building block equipped with an XB acceptor—and
iodopentafluorobenzene (IPFB) revealed XB and n-n stacking interactions of similar magnitude
(Fig. 1a). Experimental results (i.e., spectroscopic, crystallographic, and thermal data) provided
direct evidence of the interplay between XB and m-stacking interactions, while density functional
theory (DFT) computations demonstrated that XB and n-stacking were principally responsible for

the observed assembly. This investigation provided preliminary guidance towards applying XB

for organizing more sophisticated n-conjugated frameworks.
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Figure 1. Molecular structures of interest: a) X-ray crystal structure of previously studied co-
crystal PyrT_IPFB;!8 b) single DAD-XB-Boc molecule (XB acceptor) and c) single TFDIB
molecule (XB donor) abstracted from the crystal. Molecular structures of PyrT, IPFB, DAD-XB-

Boc, and TFDIB are also shown.

Here we extend the pyridyl XB motifto a C2-symmetric n-conjugated oligomer, DAD-XB-
Boc, to examine the consequences of synergetic XB and m-stacking interactions on its solid-state
structure and optical properties (Fig. 1b). The molecule features the Donor-Acceptor-Donor
(DAD) design,'® 2 a popular one for securing useful absorption and emission properties for
various applications. An additional design aspect is use of thermally cleavable solubilizing groups
(i.e., Boc) on the lactam ring of the acceptor (isoindigo) core, which, upon removal, introduce a
third noncovalent interaction, HB. DAD-XB-Boc could therefore serve as an application-relevant
model system for understanding the interplay of XB, HB, and n-r stacking interactions on solid-
state structure and optical properties. Described here is co-crystal formation from DAD-XB-Boc
and tetrafluoro-1,4-diiodobenzene TFDIB (Fig. 1); the DAD-XB-Boc_TFDIB crystal reveals the

presence of XB and m-m stacking which has consequences on solid-state optical properties.
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Thermal cleavage of Boc and exposure of the NH groups of isoindigo could then be performed
(verified by thermal gravimetric analysis (TGA) and infrared (IR) spectroscopy) to provide an
organic semiconductor whose 3D solid-state arrangement is guided by synergetic HB and n-nt
stacking interactions. In ongoing work the synergism between all three interactions is being

studied in the context of device-relevant organic semiconductors.

EXPERIMENTAL SECTION
Reagents and solvents were purchased from commercial sources and used without further
purification unless otherwise specified. Solid-state IR spectra were recorded using a Perkin Elmer
Spectrum One FT-IR spectrophotometer. Additional synthetic details, a summary of theoretical
calculations, structural figures, and X-ray crystallographic tables containing bond distances and
angles can be found in the SIL

Thermogravimetric Analysis (TGA). Using 3 mg of each sample (DAD-XB-Boc and
DAD-XB-NH), TGA measurements were performed on a TA Instruments Q5000 (platinum pan,
room temperature to 600 °C, ramp rate = 20 °C/min under N> atmosphere) and analyzed using
Universal Analysis 2000 4.4A software.

TGA Coupled with Infrared Spectroscopy. TGA was carried out using an EXSTAR
6000 SII coupled with a Cary 660 FT-IR (Agilent Technologies) to determine the presence of
carbonates and identify gases evolved when the samples of DAD-XB-Boc were heated. Briefly,
approximately 16 mg of sample was placed in a ceramic cup and heated from 30 °C to 1100 °C at
a rate of 10 °C per minute. Evolved gases were carried by high-purity nitrogen through silicone
tubing to a gas cell located in the FT-IR beam path. FT-IR spectra were collected every 20 s

(average of eight scans) from 400 to 6000 cm™!' at a4 cm™! interval.



Journal of Materials Chemistry C

X-ray Crystallography. X-ray intensity data were collected at 100 K on a Bruker DUO
diffractometer using MoKa radiation (1 = 0.71073 A) and an APEXII CCD area detector. Raw
data frames were read by the program SAINT! and integrated using 3D profiling algorithms. The
resulting data were reduced to produce hkl reflections and their intensities and estimated standard
deviations. The data were corrected for Lorentz and polarization effects and numerical absorption
corrections were applied based on indexed and measured faces. The structures were solved and
refined in SHELXTL2014, using full-matrix least-squares refinement. The non-H atoms were
refined with anisotropic thermal parameters and all of the H atoms were calculated in idealized
positions and refined riding on their parent atoms. Crystal data and structure refinement parameters
for all compounds are given in the SI. The single X-ray crystal structure of the mono-crystal and
co-crystal CCDC number are 1813579 and 1813580, respectively.

Theoretical Calculations. The final ground state geometries and frontier orbital energies
were obtained from DFT calculations at the B3LYP/6-31G* level as implemented in Gaussian
09.2! Frequency calculations were also performed to verify the geometries as energy minima.
Molecular orbital plots were made using the Visual Molecular Dynamics (VMD) software from
the Gaussian output files.??

Spectroscopic Methods. Solution absorption spectra were recorded on a Cary 100 Bio
UV-Visible spectrophotometer using 1 cm quartz cells. Solution emission spectra were recorded
on a Photon Technology International (PTI) fluorimeter and collected 90° relative to the excitation
beam. The solid-state absorption of all the dyes was also measured by diffuse reflectance
spectroscopy. Solid-state absorbance (diffuse reflectance) of the mono-crystal and co-crystal were
taken by directing the emission of a Xenon arc lamp on the sample using a solarization resistant

fiber optic cable. The sample was placed inside an IC2 integrating sphere from Stellar Net Inc. and
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the fiber optic was connected to the illuminator input port. A second fiber optic cable was used to
collect light from inside the integrating sphere and direct it to an OceanOptics USB2000
spectrometer. The collected spectrum was compared to a standard composed of Spectralon® in
order to determine the percent reflectivity of the sample.”*> Mono-crystal and co-crystal
fluorescence spectra were obtained using a Nikon TE2000U inverted microscope with charge
coupled device (CCD) detection and using a pulsed 405 nm picosecond diode laser for excitation.
Excited state lifetime data was obtained using the inverted microscope, the pulsed diode laser, and
a PicoQuant PMD series single photon avalanche diode with a 50 picosecond timing resolution.
These values obtained using time correlated single photon counting were then fit to a single
exponential decay function to determine the excited state lifetimes. For the co-crystal lifetime, the
uncertainty in the fit of the curve is 0.005 ns. For the mono-crystal lifetime, the uncertainty is
0.0004 ns. For DAD-XB-NH, the lifetime uncertainty is 0.001 ns.

Powder X-ray Diffraction. Powder XRD measurements were performed with a
Panalytical XPert Powder Diffractometer using a copper source with a corresponding X-ray
emission wavelength of 1.5406 A. The instrument was used to measure 20 angles from 5 degrees

to 70 degrees.
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Scheme 1. Synthesis of DAD-XB-Boc and DAD-XB-NH

Design and Synthesis. The halogen bond acceptor, DAD-XB-Boc, features a Donor-Acceptor-
Donor (DAD) construction which provides a narrow energy gap and visible light absorption.*® 2%
24,25 Isoindigo is incorporated as an electron acceptor (A) unit at the center of the molecule, while
thiophenes are used as electron donors (D) and capped with pyridine groups as XB acceptors.
TFDIB has been selected as the XB donor as the fluorine substituents provide an inductive effect
that increases the magnitude of c-hole on the halogen atom; in turn, increasing the strength of the
XB interaction.!*?” Upon co-crystallization, interaction between the pyridyl nitrogens (of DAD-
XB-Boc) and iodine groups (of TFDIB) are expected to direct linear self-association along the n-
system’s long molecular axis.

Further within the design, Boc has been installed as a solubilizing group as it is amenable to
pyrolytic cleavage and the unmasking of the lactam HB functionality.?® It is well established that

the lactam rings of the isoindigo can form ordered arrangements driven by HB.?3-3! The removal

Page 8 of 25



Page 9 of 25

Journal of Materials Chemistry C

of Boc is expected to relieve the insulation provided by the solubilizing group, promote planarity,
and enhance -7 interactions. The byproducts of thermal cleavage of the Boc groups, CO2 and
isobutene, are both gases and hence can escape the system without introducing impurities.

The syntheses of DAD-XB-Boc and DAD-XB-NH were achieved as shown in Scheme 1.
Intermediates 3, 6, and 7 were synthesized following literature procedures.'3>* Ultimately, Stille
coupling between #-butyloxycarbonyl (Boc)-protected isoindigo (7) and stannylated thiophene-
pyridine (3) afforded the final target DAD-XB-Boc in 75 % yield. The structural integrity of DAD-
XB-Boc was confirmed by 'H NMR, '*C NMR, and high resolution mass spectrometry (HRMS).
DAD-XB-NH was also obtained in good yields following a similar route using compound 6 as a
starting material. Its structure was confirmed by '"H NMR and high resolution mass spectrometry

(HRMS). 13C NMR analysis was not successful due to the very poor solubility of the compound.

Table 1. Crystallographic information and selected structural features

DAD-XB-Boc DAD-XB-Boc_TFDIB PyrT_IPFB'®
Formula C46 H3g Cis N4 Og S2 Csg Hs2 F412 N2 Os S» CisH7FsINS
M (g/mol) 1019.62 1326.96 455.18
Temperature (K) 100.0 100.0 100.0
Space group P1 P1 P21/n
a (A 8.2494(3) 8.1917(4) 8.7694(5)
b (A) 9.3069(4) 9.5688(5) 7.5097(4)
c(A) 15.1499(7) 18.0523(10) 22.9574(13)
o (deg) 87.1718 100.6726 90.00
S (deg) 78.7559 91.6388 91.7573
y (deg) 77.6043 104.9351 90.00
V (A%) 1114.2 1339.2 1511.2
Z 1 1 4
R factor (%) 3.61 2.51 1.58
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Co-crystal Growth and Analysis. Diffraction quality single crystals of DAD-XB-Boc and co-
crystal DAD-XB-Boc_TFDIB were obtained by vapor diffusion methods. Crystals from DAD-
XB-NH could not be obtained due to the insolubility of the material. Comparative analysis of the
crystal structures of DAD-XB-Boc and DAD-XB-Boc_TFDIB reveals the influence of introduced

XB interactions on the packing structure. A summary of the crystallographic data is provided in

Table 1.
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Figure 2. X-ray crystal structure of the mono-crystal of DAD-XB-Boc and its co-facial n-stacking
arrangement. a) m—7 stacking interactions between molecules; b) packing structure highlighting
additional nearest neighbor contacts. Dashed lines show the interplanar distances measured using

the centroid of the neighboring ring (Fig. S3).

Mono-crystals of DAD-XB-Boc exhibit a triclinic structure with a P1 space group (Fig. 2, Table
1). The DAD-XB-Boc molecules pack into a two-dimensional array where the conjugated
backbones are twisted (12—15°) at the thiophene moiety (Fig. S1). Face-to-face m—mn orientations

between molecules exhibit an interplanar distance of 3.50 A (Fig. 2a). The length of DAD-XB-

10
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Boc enables each molecule to participate in interactions with up to seven other molecules. These

nearest neighbor contacts which are found between the longest molecular axis of the nearest

molecules are as short as 5.73 A (39.7°; Fig. S3) and indicate a very compressed molecular

structure and strong intermolecular interactions (Fig. 2b).
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Figure 3. X-ray crystal structure of the complex of DAD-XB-Boc and TFDIB: a) ditopic XB

interaction (red dotted line); b) m—mn stacking interactions between DAD-XB-Boc molecules.

Dashed lines show the interplanar distances measured using the centroid of the neighboring ring

(Fig. S4).

Co-crystal DAD-XB-Boc_TFDIB was formed as a 2:1 ratio of DAD-XB-Boc and TFDIB; the

crystal exhibits a triclinic structure with a PT space group (Fig. 3). Unlike the 1:1 assembly of its

truncated precursor (i.e., Pyr-T with IPFB),* the ditopic XB interactions afford infinite linear

chains in which the N---I-C angle is 175.3° and the N---I distance is 2.73 A corresponding to a

22.7 % shortening relative to the total van der Waals radii of nitrogen and iodine (Fig. 3a). These

XB interactions are similar to those observed in PyrT_IPFB (2.76 A, 21.8 %). The XB donor and

acceptor m-surfaces adopt a perpendicular arrangement (~ 85.2° between the molecular planes)

similar to the C; structure of the PyrT_IPFB complex. Interestingly, the interplanar n—m stacking

11
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distances within the DAD-XB-Boc_TFDIB co-crystal are smaller (by ~ 0.20 A) than those in
PyrT_IPFB despite the presence of the bulky Boc groups at the isoindigo core. However, unlike
PyrT_IPFB, pairwise DAD-XB-Boc_TFDIB molecules exhibit a slipped-stack arrangement
along the b-axis and pack closely (3.49 A) along the a-axis (Fig. 3b).

The conformation of the XB acceptor backbone essentially remains the same from mono-crystal
to co-crystal (Fig. S1). The incorporation of TFDIB molecules afford molecular columns (i.e.,
segregated packing) of DAD-XB-Boc and TFDIB within the co-crystal. The nearest neighbor
contacts along the molecular axis of the DAD-XB-Boc molecule was found to be reduced from
seven to four with the shortest distance between molecules being 5.68 A (39.4°; Fig. S4).
Additional nearest neighbor contacts, such as F-“H (2.53 A) and C=0-"H (2.32 A), contribute to
planarity of the conjugated DAD-XB-Boc backbone as well as slightly shorter intermolecular

distances (Fig. S4).

Photophysical Analysis. The photophysical properties of DAD-XB-Boc were studied in order to
understand perturbations from the molecular level through to the solid-state with and without XB
interactions. Similar studies have been reported noting that co-crystals based on XB can lead to
distinct photophysical changes such as bathochromic shifts and large Stokes shifts attributed to CT
transitions and variations in the co-crystal packing structure.*®

Initial studies began with gas phase DFT calculations (B3LYP/6-31G*) to obtain the ground
state geometry and electronic structure of the XB acceptor DAD-XB-Boc (Fig. 4a). Frequency
calculations were also performed to verify the geometries as energy minima. The conformation of

the thiophenes with respect to the isoindigo core was initially set based on the X-ray crystal

structure of the mono-crystal (DAD-XB-Boc).

12
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The n-framework of DAD-XB-Boc calculated in the gas-phase is relatively planar with a slight
twisting (~ 20°) between adjacent rings (Fig. S1a). Consequently, the planarity of the molecule is
significantly enhanced in the solid-state (based on the X-ray crystal analysis) with smaller torsion
angles of 15° (thiophene/pyridine), 12° (isoindigo/thiophene), and 0° (between the lactam rings of
the isoindigo core unit) (Fig. S1b). Certainly packing interactions are responsible, and interestingly

the enhanced planarity observed in the mono-crystal is perfectly conserved in the co-crystal (Fig.

Slc).
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Figure 4. a) HOMO and LUMO orbital density plots of DAD-XB-Boc derived from DFT
calculations (B3LYP/6-31G*); b) normalized solution phase absorption (black) and emission

(blue) profiles for DAD-XB-Boc in DMF (20 uM). (Aexcitation = 570 nm)
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The photophysical properties of DAD-XB-Boc were also studied by absorption and emission
spectroscopy in solution (Fig. 4b). UV-Vis spectroscopy in DMF indicates that DAD-XB-Boc
possesses two strong absorption bands in both the UV and visible region with a maximum
absorption of 570 nm and molecular absorptivity of 37,000 M! cm™!. Based on previous reports of
D-A systems, the high-energy band (344 nm) is attributed to a n-n* transition and the low energy
band (570 nm) corresponds to charge transfer that arises due to the push-pull nature of the
molecule.*®* The push-pull character is reflected by the gas phase DFT calculations as well (Fig.
4a): the LUMO (-3.23 eV) of DAD-XB-Boc is largely localized on the isoindigo acceptor unit
while the HOMO (-5.48 eV) is delocalized throughout the m-conjugated backbone (with highest
electron density on the electron rich thiophene and benzene units). The narrow optical
HOMO-LUMO gap (AEgopt = 1.87 eV), calculated from the onset (663 nm) of the solution
absorption profile, is also reflected in the observed dark purple color of the compound. A linear
(R*>=0.999) Beer-Lambert plot is consistent with the compound being fully soluble and showing
no aggregation in the concentration range studied (2.5-20 uM) (Fig. S2). Solution absorption
profiles of DAD-XB-NH were attempted in DMSO (onset = 655 nm, AEg.opt = 1.89 €V); however,
a nonlinear (R? = 0.966) Beer-Lambert plot was obtained attesting to the poor solubility of the
compound (Fig.S2).

The emission spectrum of DAD-XB-Boc in DMF shows a structureless fluorescence band
that extends into the near-IR region with a maximum emission wavelength of 736 nm, dictating a
large Stokes shift of 166 nm. A shift of such magnitude suggests the presence of conformational
changes in the molecule upon excitation from the ground to excited state as well as interactions of
the chromophore with the local environment.** *> % Such large Stokes shifts are especially

important for applications in optoelectronic devices as it minimizes self-quenching.** Solution

14
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photophysical studies were not performed in the presence of TFDIB as the XB interactions are

expected to be weak at these concentrations.
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Figure 5. Normalized solid-state absorption (a) spectra for crystals of DAD-XB-NH (purple),
DAD-XB-Boc (green), DAD-XB-Boc-TFDIB (red), and TFDIB (blue); normalized solid-state
emission (b) and excited state PL lifetime (c) measurements for DAD-XB-NH (purple), DAD-XB-

Boc (green) and DAD-XB-Boc-TFDIB (red). (Aexcitation = 405 nm for b and c).

The photophysical analysis was extended to the solid-state, specifically on mono-crystal DAD-
XB-Boc and co-crystal DAD-XB-Boc-TFDIB, in order to understand the effect of halogen bond
driven assembly on photophysical properties. Additionally, DAD-XB-NH was included for
comparative purposes as co-crystallization with TFDIB was not achievable. The DAD-XB-Boc
mono-crystal (Fig. 5a) shows a red-shift of ~ 58 nm (absorption onset = 743 nm, AEg.opt = 1.67
eV) and significantly broadened absorption when compared to DAD-XB-Boc in solution (Fig. S2).
This is explained by the enhanced planarity and co-facial n-i stacking observed for the molecules
in the solid state.” ® %47 The DAD-XB-Boc-TFDIB co-crystal exhibits an additional red-shift of
21 nm compared to that of the mono-crystal (absorption onset = 763 nm, AEgop: = 1.62 eV),
potentially speaking to stronger intermolecular interactions between the molecules mediated by

both XB and n-m interactions. In comparison to both mono- and co-crystal, DAD-XB-NH displays

15
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an absorption onset of 809 nm (AEgopt = 1.53 €V). The larger onset value is presumably due to
the absence of sterically hindering Boc groups affording greater planarity and n-stacking than that
attainable for DAD-XB-Boc.

Crystal photoluminescence (PL) analysis (Fig. 5b) shows that the mono-crystal displays an
emission spectrum with Aem = 737 nm almost identical to the one in solution. However, the co-
crystal reveals a significantly red-shifted emission with Aem = 780 nm. Consistent with this result,
excited state PL lifetime measurements reveal that the co-crystal exhibits a four-fold increased
lifetime (1.28 ns) when compared to the mono-crystal (0.34 ns). The increase in the excited state
PL lifetime as well as the red shift in the emission spectrum could be attributed to an increased
rigidity of the system which in turn decreases the non-radiative decay pathways.**%’ Photophysical
studies with just the XB donor (TFDIB) show that the molecule alone is not responsible for the
observations. It is, however, evident that the addition of TFDIB to form XB leads to an extended
n-electron system and affords charge transfer (CT) interactions that change the solid-state
spectroscopic properties of DAD-XB-Boc.?”->%>! This is supported by a broad, structureless red-
shifted absorbance and longer PL lifetime. Additional photophysical studies with DAD-XB-NH
attest to the implications of XB as DAD-XB-NH displays a red-shifted emission (Adem = 763 nm)
compared to the mono-crystal but a shorter lifetime (0.61 ns) in comparsion to the co-crystal. In
general, the data obtained indicates that the introduction of XB interactions does not disturb the
overall solid-state packing of the XB acceptor DAD-XB-Boc, but instead enhances rigidity and

improves solid-state photophysical properties.

16
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Figure 6. a) TGA analysis: full TGA analysis of DAD-XB-Boc (black); TGA analysis where
DAD-XB-Boc is heated and held at 190 °C (30 min) to generate DAD-XB-NH (red); full TGA
analysis of synthesized DAD-XB-NH (blue); b) powder FT-IR spectra comparison of DAD-XB-
Boc (black) and pyrolytically obtained DAD-XB-NH (red); c) coupled TGA-FTIR spectra to

monitor the release of CO; and isobutene.

Introduction of Hydrogen Bonding Sites. Due to the difference in solubility between the two
components, co-crystallization of DAD-XB-NH and TFDIB was not achieved. Alternatively, the
Boc groups of DAD-XB-Boc were cleaved thermally to expose complementary HB sites and the
effects of both HB and n—n interactions were evaluated by TGA and FT-IR (Fig. 6). As shown in
Fig. 6a, TGA analysis of DAD-XB-Boc showed a 24% weight loss at 190 °C, which roughly

corresponds to the loss of the Boc groups as CO» and isobutene to form DAD-XB-NH. This is
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further supported by the TGA of the as-synthesized DAD-XB-NH, whose curve showed a similar
weight loss trend when compared to the pyrolytically obtained DAD-XB-NH. Once the Boc
groups are removed, the remaining HB capable product remains thermally stable up to ~ 400 °C.
To further confirm the formation of the HB-driven assembly, the IR spectrum of DAD-
XB-Boc was compared to DAD-XB-NH obtained pyrolytically (Fig. 6b). The appearance of a
broad band at 3130 cm™ in the IR spectrum of DAD-XB-NH corresponding to the NH stretch
confirms exposure of the HB sites. A significant change was also observed by IR spectroscopy for
the C=0 stretch, which shifted from 1772 cm™' in DAD-XB-Boc to 1694 cm™! in DAD-XB-NH.
The C=0 and N-H stretch energies are consistent with the formation of intermolecular HB
interactions between the carbonyl in the lactam rings of one molecule and NH of an adjacent
molecule (N-H-~O=C). Similar changes have been reported in Boc protected DPP systems.>°

The formation and release of CO; and isobutene, upon pyrolytic cleavage and removal of the
Boc groups from DAD-XB-Boc, has also been monitored by TGA-FTIR. As shown in Figure 6c¢,
an increase in the intensity of the peaks at 2352, 2947, 3095 cm™! upon increasing the temperature
corresponds to the formation and escape of CO; and isobutylene. The data concludes that HB is
accessible via thermal cleavage of the Boc groups to yield materials stable up to 400 °C.

Powder XRD was used to verify the crystallinity of the material after thermal treatment.
Comparing X-ray spectra data of DAD-XB-Boc (Fig. S5, black trace) to that of the post treated
product (Fig. S5, blue trace), the material obtained is indeed crystalline as indicated by new peaks
corresponding to those present in DAD-XB-NH (Fig. S5, red trace). Furthermore, the XRD data
shows that the compound crystal packing has changed with the thermal cleavage as noted by the
absence of peaks below 9 degrees 20 as well as the presence of new diffraction peaks at 15, 18, 21

and 26 degrees 20. Given the processing differences between thermally cleaved and pre-prepared
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DAD-XB-NH, future studies are aimed towards elucidating the different packing structures
observed. Combined with thermal and spectroscopic analysis, these results provide evidence for
morphological and crystalline changes with thermal treatment to DAD-XB-Boc and demonstrates

the subsequent acquisition of DAD-XB-NH implemented in the design strategy.

CONCLUSION
An application-relevant model system for understanding the interplay of noncovalent interactions
on solid-state structure and optical properties was successfully synthesized and its assemblies were
studied. Crystal structure analysis indicates that strong n—m interactions between DAD-XB-Boc
molecules are the main driving force for self-assembly in the mono-crystal. When TFDIB is
incorporated, variations to the solid-state order arise in which infinite chains are afforded via XB.
The interplay of XB and n—= interactions results in co-crystals consisting of segregated molecular
columns of both the XB donor and acceptor. There is a slipped stack arrangement between XB
chains that is beneficial to the overlap between the DAD-XB-Boc molecules (Fig. S4).">? The XB
acceptor molecules have a slightly shorter intermolecular distance (< 1 A) between nearest
neighbors implying that although the number of molecular contacts have changed, the strong n—n
interactions are still essential to the assembly. Analysis via absorbance and photoluminescence
spectroscopy highlights the significance of noncovalent interactions in enhancing the properties of
optoelectronic materials. As a CT interaction,>® >!: >33 XB induces an intermolecular packing
configuration that slightly differs from that of the mono-crystal but strongly manifests in the
photophysical properties.

Critical to the design is the thermal cleavage of the Boc groups of DAD-XB-Boc that

induces HB via N—H:---O=C interactions at the isoindigo core. Complementary HB and n—n
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interactions are evident via TGA-FTIR in which a decomposition of ~400 °C is observed. Powder
XRD was used to verify the accessibility of the DAD-XB-NH derivative from DAD-XB-Boc and
confirmed the crystallinity of the material after thermal treatment. Due to limitations in solubility,
direct evidence of all three noncovalent interactions was not attainable; however, research is
underway to investigate the synergistic effects of HB, XB, and n—= interactions on DAD molecular
structure, packing, and thin film optical properties. In summary, the work provides an example of
a promising organic semiconducting material in which HB, XB, and n—= interactions have been

used in a combined fashion to influence solid-state ordering and photophysical properties.
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Presented are design principles for the combinatory usage of HB, XB, and n—= interactions to

enhance solid-state properties essential for optoelectronic device application.



