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In this study, the efficiency of halogen---halogen interactions to control supramolecular assemblies of
boron dipyrromethene (BODIPY) (B1-B5) derivatives was explored. BODIPY scaffolds were systematically
decorated with iodine groups to promote halogen---halogen interactions. Single crystal X-ray diffraction
analysis revealed the formation of XB interactions, I--<l and I---F contacts, which led to impressive halogen-
bonded supramolecular tubular-like (B1), domino-like (B2), 1D linear chain (B3), helical (B4), and 1D linear
chain (B5) self-assemblies. The molecular electrostatic potential (MEP) showed the presence of ¢ holes on
the outer tip of the iodine groups for all compounds and the positive potential increases with each
additional iodine substitution on the BODIPY scaffold. Symmetry-adapted perturbation theory (SAPT)
analysis showed that the dispersion and electrostatic components are the major source for all XB
formations. The additional AIM theory analysis showed the bond critical points (BCPs) between |-, F
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Introduction

Noncovalent interactions, such as hydrogen bonding (HB),
halogen bonding (XB), electrostatic, dipole-dipole and van
der Waals interactions, represent an essential set of tools for
the building of supramolecular architectures with precisely
controlled structures and functions.”® Thanks to the dynamic
and reversible properties of noncovalent interactions,
supramolecular assemblies have been used in widespread
applications such as catalysis,”*® solar cells,"" ™ crystal
engineering,'""* sensors,'®'” and stimuli-responsive and self-
healing materials.'®2*

Among these interactions, XB has become increasingly
attractive as a routine and predictable tool in supramolecular
chemistry, due to its highly directional nature, significant
strength, and tunable length.*** XB is a net attractive
interaction between an electrophilic region of a halogen atom
(I, Br, Cl, F) in an acceptor molecule (Lewis acid, halogen
bonding donor) and a nucleophilic region (N, O, S, P, I, Br,
Cl) of another molecule (Lewis base, halogen bonding
acceptor). Due to the anisotropic distribution of its electron
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confirming the formation of halogen bonds in these assemblies.

density, a halogen atom can act as a nucleophile at the
equator and as an electrophile along the pole direction at the
same time which can lead to halogen---halogen (X2 synthons)
interaction. The nature and strength of halogen---halogen
interactions strongly depend on their geometry and they are
generally classified as either type-I or type-II (Scheme 1a-
¢).**** The type-1 is a geometry-based interaction that results
from close packing and is common for all halogens (I, Br, Cl,
F), whereas type-II results from an electrophile-nucleophile
pairing contact stabilized by electrostatic forces, and only
type-II interactions are considered to be true XB. However,
recent studies have shown that despite the generally accepted
rules, halogen bonding can exist between two similarly
charged halogen atomic sites (type-III, Scheme 1d).***® Thus,
with the addition of type-III interactions into the XB toolbox,
halogen bonding can be further pushed to the design and
creation of excellent supramolecular networks.**~**

In this context, the design and control of the self-assembly
of functional materials is highly desirable to be able to
govern the resulting electronic, optical, and mechanical
properties for chosen applications. BODIPY derivatives are
one of the functional materials much needed and it is highly
desirable to control their self-assembly, yet they have been
comparatively less explored, due to challenges of the precise
design and control of the noncovalent interactions in their
complex structure.®™>*

BODIPY scaffolds can be easily functionalized at several
sites to construct ordered materials with predetermined

This journal is © The Royal Society of Chemistry 2022
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Scheme 1 Schematic representation of the halogen---halogen interactions (X = halogen atom) in dimeric synthons.

structures and properties, which are used in widespread
applications in fields such as fluorescence imaging and
sensing, dye sensitized solar cells, photocatalysis, singlet
oxygen generation and photodynamic therapy.”* >’

Recently, others and we have demonstrated the self-
assembly of various BODIPY derivatives through diverse
methodologies.®*™®” As these studies revealed, particularly, XB
interactions are a useful tool to modulate the supramolecular
assembly and the resulting electronic, optical, and
mechanical properties of BODIPYs. Herein, as a follow-up
study, the present work demonstrates further efforts to utilize
halogen---halogen interactions in our crystal engineering
efforts to construct new BODIPY supramolecular assemblies.

To this end, we have designed and synthesized a series of
systematically varied iodine incorporated BODIPYs (B1-B5)
with the aim of invoking multiple halogen---halogen
interaction formations (Scheme 1 and S1t). In this systematic
study, we attempt to evaluate the scaffold effects on halogen
bonding strength and differences in their resulting crystal
structures (Scheme 2).

1. Experimental section
1.1. General methods

All chemicals and solvents were purchased from Sigma
Aldrich and TCI Chemicals and used as supplied without
further purification unless stated otherwise. Full details of
the synthetic and characterization data of B1-B5 are
described in the ESL}

1.2. X-ray crystallography

Single crystal X-ray diffraction data for BODIPY derivatives
(B1-B5) were obtained with a Bruker APEX II QUAZAR three-

circle diffractometer. Indexing was performed using APEX2.%®
Data indexing, integration and reduction were carried out
with Bruker SAINT.*® Absorption correction was performed by
the multi-scan method implemented in Bruker SADABS.”°
Crystal structures were solved using SHELXT and then
refined by full-matrix least-squares refinements on F> using
SHELXL in the Olex2 software package.”"”> The positions of
all hydrogen atoms which were bonded to carbon were
geometrically optimized with the following HFIX instructions
in SHELXL: HFIX 137 for the -CH3, HFIX 23 for the -CH,,
and HFIX 43 for the CH of the aromatic rings. Finally, their
displacement parameters were set to isotropic thermal
displacement parameters (Ujso(H) = 1.2 X Ueq for CHyromatic
and CH, and Ujso(H) = 1.5 X Ueq (CH; groups)). The crystal
structures of B1 and B2 were a non-merohedral twin,
showing a domain accounting for ca. 16%, and 47%,
respectively. The twin data of these two structures were
refined using an hklf-5 file. Crystal structure validations and
geometrical calculations were performed using Platon
software.”> Mercury software was applied for the cif file
visualization.”* Additional crystallographic data with CCDC
reference numbers of the BODIPY derivatives (2108982 for
B1, 2108984 for B2, 2108981 for B3, 2108983 for B4, and
2108985 for B5) have been deposited within the Cambridge
Crystallographic Data Center.

1.3. Computational methodology

Molecular electrostatic potential surfaces were calculated
with the density functional MO06-2X as implemented in
Gaussian 16.”° For iodine, DGDZVP and for the rest of the
atoms, the 6-311+G(d,p) basis sets were used. “Atom in
molecules” (AIM) analysis was performed to analyze the

Scheme 2 Chemical structure of B1-B5.
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topological critical points with Multiwfn software (v. 3.3.5),”
using the wave functions generated by Gaussian 16. The
analysis of non-covalent interactions was carried out by
employing the symmetry-adapted perturbation theory (SAPT)
which separates out the components of a given interaction
such as electrostatic (Ee), exchange-repulsion (Eexcn),
induction (Eing), and dispersion (Egisp).”””® To achieve this
decomposition, the Hamiltonian is partitioned into
monomeric Fock operators, Mgller-Plesset fluctuation
operators, and intermolecular interaction operators. All SAPT
calculations were performed with the Psi4 program using
density fitting at the sSAPT0/aug-cc-pVDZ level.*

2. Results and discussion
2.1. Analysis of photophysical properties

The photophysical properties of the synthesized iodine
incorporated BODIPY derivatives (BO-B5) in solution at 2 x
107° M were investigated by UV-vis spectrophotometry (Fig. 1
and S19t). The maximum absorption peaks of compound B0
at around 512 nm are attributed to the absorption of BODIPY
cores and this absorption is due to transition from the S, to
S, states. The incorporation of iodine atoms at the 2- and
6-positions (periphery) of the BODIPY scaffold is known to
cause a significant red shift in the absorption spectrum,
whereas an iodine atom on the meso-phenyl group of the
BODIPY scaffold causes only a small red shift in the
absorption spectrum.’>*%%2 As expected, the absorption
bands are red shifted for all BODIPY derivatives (B1-B5) with
addition of halogen atoms. The shift is much larger for the
iodine derivatives on the periphery compared to that for
those on the meso-phenyl group. The molar absorptivity
coefficients of the compounds B0-B5 at their maximum
wavelengths were found as 1.60, 1.36, 0.94, 0.67, 0.64 and
1.54 (10° M' ecm'), respectively. All spectral data based on
absorption measurements are summarized in Table S1.f We
should note that we have measured the absorbance spectra
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Fig. 1 Absorption spectra of synthesized compounds (BO-B5) in DCM.
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of B1-B5 at different concentrations and did not observe any
changes in the corresponding absorbance spectra of B1-B5 in
solution, which suggests that there is no assembly in solution
(Fig. S207).

2.2. Description of crystal structures

The BODIPY (B1-B5) crystals were investigated by single
crystal X-ray diffraction analysis to gain deep insight into the
spatial arrangement of the molecules, crystal packing, and
intermolecular interactions. Crystallographic data and
refinement details of the data collection are given in Tables
S2-S5.F Clear red needle-like single crystals of BODIPYs B1-B5
were obtained by slow evaporation of solvents from a
dichloromethane/hexane  (1:2) mixture at ambient
temperature, which resulted in single crystals with the
triclinic P1 (B1), monoclinic C2/c (B2), orthorhombic €2221
(B3), monoclinic P2,/c (B4), and orthorhombic Phcn (B5) space
groups. The conjugated backbone of the BODIPY scaffold
(C9BN,) exhibits a nearly planar molecular configuration with
negligible interplanar twists for all structures (B1-B5) as
shown in Fig. 2. The inter-ring dihedral angles between the
meso-phenyl group and the BODIPY n-frame are 68.59° for B1,
60.50° for B2, 58.78° for B3, 61.57° for B4 and 60.82° for B5,
which match well with those of reported BODIPY derivatives
lacking B-pyrrole substituents.***

The crystal packing structure (Fig. 3A) of B1 displays both
CH-**F hydrogen bonding (C16-H16A::'F2, d(cis...2) = 3.516
A) and I--mpoppy interactions (d...sopwy) = 3.758 A). These
two cooperative interactions form a 1D domino-like
arrangement (Fig. 3B) running along the ag-axis with a
slipping angle (6) of 32.61°. The average vertical distance
between parallel BODIPY aromatic frames (CoBN,) is 3.336 A.
Furthermore, this 1D arrangement leads to a tubular
architecture (Fig. 3C) by a combination of I'**Tppeny
interactions (d(...phenyny = 3.698 A) along the g-axis. The
I *Tphenyt and I--mpoprpy interactions are recognized as a red
spot as shown in the Hirshfeld surface of B1 mapped with
dnorm and are identified with a ratio of 6.5% of I---n (I---C/
C--'I) interactions in the 2D fingerprint plot (Fig. 3D).

The domino-like arrangement with a slipping angle () of
36.68° in the crystal packing (Fig. 4A and B) of B2 was formed
through the weak CH:--F hydrogen bonding (C16-H16B---F1,
d(cre---¥1) = 3.355 A; C18-H18B---F2, d(cys...k2) = 3.415 A) and
I--Topipy interactions (dq...sopipy), Fig. 4D = 3.764 A). It is
worth noting that although the I---I contacts (dy;...;, = 3.976 A
and 4.043 A, Fig. 4C) are slightly longer than the sum of van
der Waals radii of two iodine atoms (ryaw(I) + rvaw(I) = 3.96
A), the Hirshfeld surface analysis of B2 exhibits the
proportion of the I---I contacts as 3% on the 2D fingerprint
plot. Apparently, the four I---I XB interactions per BODIPY
molecule seem highly directional to form a herringbone
pattern in the crystal packing (Fig. 4A).

The crystal structure of B3 displayed highly directional
symmetrical bifurcated -BF,---I XB contacts forming a 1D
chain structure running along the b-axis (Fig. 5B). The I-F

This journal is © The Royal Society of Chemistry 2022
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Fig. 2 Crystal structures of BODIPYs (B1-B5), illustrating the conjugated backbone (clear yellow) of BODIPY and the dihedral angles between

aromatic rings (yellow rings). All hydrogen atoms were omitted for clarity.
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Fig. 3 (A) Perspective view of the crystal packing of Bl. (B) Illustration of the 1D domino-like arrangement running along the a-axis. (C)
Perspective view of the tubular-like architecture in the crystal packing of B1 through the I---mpneny: interactions. (D) Hirshfeld surface of B1 mapped
with dnorm and the 2D fingerprint plot representing the |-+ Tpenyt and |-+ tgopipy interactions.

contacts (d...r,1) = 3.353(3) A) are slightly shorter by 3% than
the sum of van der Waals radii of two atoms (ryqw(I) + rvaw(F)
= 3.45 A (relative distance R = d/> (I'"N)yqw = 0.97 for
I1---F1)) and comprise only 4.2% of the total surface area,
appearing as a red spot as shown in the Hirshfeld surface
mapped with dp,orm (Fig. 5C). Interestingly, a sinusoidal wave-
like pattern (along the bc plane, Fig. 5A) was formed through
the weak CH--‘F hydrogen bonding interactions (C8-
H8B--'F1, dig..;1) = 3.393 A) and edge-to-face CH--m
interactions (C7-H--'n) between the 1D halogen bonded
chain structures.

In the crystal structure of B4, the I---I halogen bond
(11-12 = 3.7299(18) A, S (I'*T)yaw 3.96 A, relative
distance R = d/> (I*‘I)yaqw = 0.94) promotes the formation

This journal is © The Royal Society of Chemistry 2022

of right-handed (P) and left-handed (M) supramolecular
halogen-bonded single helices along the b-axis, in which
one turn completes with a d = 10.554 A pitch distance
(Fig. 6A-C). These P and M supramolecular helices are
further connected by -BF,---1 XBs (I1-F1 = 3.221(4) A,
S+ Flyaw = 3.45 A, relative distance R = d/> (I Flyaw =
0.93) to form a 2D supramolecular layered network of B4
(Fig. 6D). The I--'I and -BF, -1 XBs were illustrated in the
d-norm mapped Hirshfeld surface, showing 1.9% and
2.5% of the total Hirshfeld surface (Fig. 6E and F).

The crystal structure of B5 revealed that directional
symmetrical bifurcated -BF,''I XB contacts (dw..p1) =
3.463(3) A) afford a 1D linear chain (Fig. 7C) motif running
along the b-axis, which was similar to that of B3. Moreover,

CrystEngComm, 2022, 24, 5630-5641 | 5633
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Fig. 4 (A) and (C) Perspective views of the herringbone-like arrangement in the crystal packing of B2. (B) Representation of the domino-like
pattern running along the b-axis. (D) The shape-index surface of B2 mapped with dno:m and the 2D fingerprint plot showing the |- mgopipy

interactions.
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Fig. 5 (A) Perspective view of the sinusoidal wave-like pattern along the ac plane in B3. (B) View of the directional symmetrical bifurcated -BF,---I
XB contacts forming a 1D chain in the crystal packing. (C) Hirshfeld surface representation and the 2D fingerprint plot of symmetrical bifurcated

I---F XBs.

the resulting 1D chains are expanded into a 3D
supramolecular halogen-bonded framework (Fig. 7A) by the
I--1 halogen bond (11-12 = 3.8133(6) A, S)(I'*‘I)}yaw = 3.96 A,
relative distance R = d/> (I'*‘I)yqw = 0.96). As depicted in
Fig. 7E, the I--'I and -BF,---I XBs account for 3.8% and 3.7%
of the total Hirshfeld surface (Fig. 7D) on the 2D fingerprint
plots. Topologically, B5 was analyzed to better understand
the 3D architecture. As illustrated in Fig. 7B, it is a 3D
framework with two-fold interpenetrated halogen bonding
networks (class IIa, z = 2). The single framework, which has
large pores with window dimensions of 9.38 A x 8.28 A
(Fig. 7A), can be simplified as a uninodal 6-connected pcu
network having the point symbol 4'%.6° (Fig. 3A).

Finally, we have also examined the intermolecular n-electron
cloud interactions in the BODIPY assemblies. The short
intermolecular Tpoppy'* Tpoppy iNteractions (3.689(8) A for Bl
and 3.732(8) A for B2) between the pyrrole moieties of BODIPY
make an important contribution to the stabilization of the
crystal packing of B1 and B2 (see Fig. S27a and S29at). It should

5634 | CrystEngComm, 2022, 24, 5630-5641

be noted that the shape index and curvedness surfaces of Bl
and B2 look quite similar because the molecules are arranged
into similar domino-like stacks. The pattern of adjacent red and
blue triangles that appear on the shape index surfaces of Bl
and B2 clearly demonstrates the presence of short n-n
interactions, which account for 3.3% and 4.2% of the total
Hirshfeld surfaces, respectively (Fig. S27b and S29bt). The
curvedness maps of both molecules exhibit a large flat region
corresponding to the pyrrole rings, which also shows clearly
n---m interactions. On the other hand, compounds B3, B4 and
B5 do not show the close n-n stacking interactions because
there is no evidence of the adjacent red and blue triangles when
looking at the comparative shape index surface maps of all
structures (Fig. S317). In addition, B3-B5 do not show a large
flat region corresponding to the pyrrole rings. The closest
CH:--7 interaction (C14-H14---x, d(H-'%) = 2.826 A for B1, C7-
H7:-m, d(H-'1) = 2.95, see Fig. S28a and S30af) is seen in Bl
and B3, as illustrated in the shape index-mapped Hirshfeld
surfaces (Fig. S28b and S30b¥). The CH:-xt interactions can be

This journal is © The Royal Society of Chemistry 2022
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Fig. 6 (A) View of the 3D supramolecular network showing P and M helicity in the crystal packing in B4. (B) and (C) Illustrations of P and M
helices. (D) A 2D halogen-bonded layer formed by I---F (blue dotted lines) and I---I (green dotted lines) XB interactions showing their d-norm

mapped Hirshfeld surface representations (E and F).

viewed from a pair of typical “wings” at the top left and bottom
right of the 2D plots (Fig. S22-S267). The C---H/H:--C contacts
of B1-B5 constitute 12.2%, 6%, 25.3%, 18.2%, and 16.3% of the
total Hirshfeld surface attributing to the CH: -7 interactions.

2.3. Computational analyses

To examine whether the halogen---halogen interactions
inducing supramolecular self-assembly of BODIPY networks
are intrinsically stable or are merely a consequence of the
crystal packing, we carried out extensive density functional
theory calculations including molecular electrostatic
potentials and HOMO-LUMO analysis for the monomers as
the representative units of the networks of B1-B5. The
interactions in these networks are also analyzed via the AIM
and SAPT procedure in the dimers of the networks of B1-B5.

2.3.1. Molecular electrostatic potential. The molecular
electrostatic potential (MEP) has been used to investigate and
visualize the o-hole formations of monomers B1-B5 to
understand the nature of XBs (Fig. 8). As expected, a negative
potential appears on the fluoro atoms of BF,, and a positive
potential surrounding the aromatic rings of benzene and

This journal is © The Royal Society of Chemistry 2022

iodobenzene is clear. It is evident that a positive potential
exists on the outer tip of the iodine confirming the c-hole
formation in all compounds. This positive potential is +16.0
kcal mol™ in B1 and increases to +20.7 and +21.4 in B2 as
the iodo substitution on the periphery of the BODIPY scaffold
increases. On the other hand, the negative potential of BF,
decreases from —33.3 (B1) to —31.7 (B2) kcal mol™. Indeed,
this trend is observed in all series: higher iodo substitution,
whether it is on the periphery or on the meso-phenyl, renders
the iodo groups more positive and the BF, group less
negative. When iodo is placed on the meso-phenyl, the
positive potential increases from +16.0 (B1 where iodo is on
the periphery) to +20.6 kcal mol™ in B3, and the positive
value of the iodo on an aromatic group is even increased with
iodo substitutions on the periphery. This positive potential
increases to +21.3 and +22.3 in B4 and B5, respectively. In B4,
one iodo is on the meso-phenyl and one iodo is on the
periphery. The positive potential of both iodo groups
increases with respect to B1 and B3: for the periphery from
+16.0 to +19.7 and for the aromatic iodo from +20.6. to +21.3.
When one more iodo is attached on the periphery in B5, the
positive potential of the three iodo groups becomes almost

CrystEngComm, 2022, 24, 5630-5641 | 5635
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Fig. 7 (A) View of the 3D halogen-bonded framework showing a single network in the crystal packing in B5. (B) Illustration of two-fold halogen-
bonded interpenetration formed through -BF,---1 and I---| contacts. (C) View of the directional symmetrical bifurcated -BF,---| XB contacts forming
a 1D chain in B5. (D) and (E) Hirshfeld surface representations of symmetrical bifurcated -BF,:-1 and I---1 XBs showing the 2D fingerprint plots.

equal and they have the most positive potential whereas a
less negative potential is observed on BF, among all five
structures.

Furthermore, the frontier molecular orbitals have been
analyzed and the orbitals are depicted in Fig. S21.f The
electron density of the highest occupied molecular orbital
(HOMO) is distributed mostly over the BODIPY core for
B1-B5. The electron density is shifted towards the periphery
iodo for the lowest unoccupied molecular orbital (LUMO) but
is almost completely localized on the BODIPY core. UV-vis
and electrostatic potential map analyses also confirmed that
iodo at meso-phenyl has a minimum effect on the electron
density of BODIPY.

2.3.2. Analyses of electron density topology and
interaction energies. The quantum theory of atoms in
molecules (QTAIM) theory has been employed to reveal the
nature of the interactions between the dimers of B1-B5. In
AIM theory, interatomic interactions can be characterized
with the topological parameters including the electron

5636 | CrystEngComm, 2022, 24, 5630-5641

density (r), Laplacian (V?p) and energy density (H) at the
bond critical points (BCPs). The magnitudes of electron
density, Laplacian, and energy density at the intermolecular
BCPs of interest are listed in Table S6.f The BCPs of all
studied structures possess a positive Laplacian and energy
density, indicating weak pure closed-shell interactions with a
small electron density (Table S6+).

For the network of B1, two types of dimers have been
considered: B1-I as the repike arrangement and B1-II as a
unit of tubular like architecture (Fig. 9). In B1-I, there is a
bond path connecting iodine and the BODIPY core indicating
the presence of the I'-‘mpoppy interaction. There are two
F--*H BCPs confirming the presence of CH:-‘F hydrogen
bonding interactions. In addition, there are other BCPs not
included in Table S61 and these are associated with m-n
interactions of the two BODIPY cores and other dispersion
interactions. In B1-II, there are two types of intermolecular
BCPs: first, the I'**mppenyr interaction and second, the CH:-'1
hydrogen bonding interaction.

This journal is © The Royal Society of Chemistry 2022
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Fig. 8 Electrostatic potential maps of B1-B5 along with the corresponding electrostatic potential values (kcal mol™).

Fig. 9 Molecular graph of the B1 dimers.

Fig. 10 Molecular graph of the B2 dimers.

For the B2 network, three types of dimers, B2-I, B2-Ila and
B2-IIb, have been studied (Fig. 10). B2-I is the constituent
unit of the domino-like arrangement like B1-I and possess
similar I--7goppy and CH--F BCPs. B2-Ila and B2-IIb
represent the unit of the herringbone pattern with different

This journal is © The Royal Society of Chemistry 2022

I---I contacts (dy;....; = 3.976 A and 4.043 A, in B2-Ila and B2-
IIb respectively). In B2-Ila and B2-IIb, there are bond paths
connecting two iodine atoms confirming the presence of I---1
XB interaction and there is also a BCP in each structure
associated with a CH---I hydrogen bonding interaction.
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Fig. 11 Molecular graph of the B3 dimer.

In the B3 dimer, there are two symmetrical I--*F and
CH---I BCPs associated with XB and hydrogen bonding
interactions, respectively, leading to the formation of the 1D
chain structure (Fig. 11).

For the network of B4, two dimers, B4-1 and B4-II, are
considered, the latter representing the formation of the
helical structure and the former, the 2D layers (Fig. 12). B4-I
possesses similar I---F and CH---I BCPs like B3; however, they
are not symmetrically bifurcated as this was the case in B3.
B4-1I, on the other hand, possesses an I'--I BCP associated
with a type II XB interaction. Iodine is also involved in the
formation of hydrogen bonding interactions, evident from
the bond path between iodine and phenyl hydrogen.

View Article Online
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For the B5 network, two different dimers are considered,
B5-1 for the unit of 1D linear chain and B5-II for the 3D
framework (Fig. 13). Like B3, B5-I possesses symmetrical
bifurcated I---I contacts evident with the BCPs in the
molecular graph. There are also CH:--I BCPs associated with
hydrogen bonding interactions. B5-II is similar to B4-II with
I---I BCPs corresponding to type II XB interactions.

Furthermore, to gain insight into the nature of non-
covalent interactions of the studied dimers, the
decomposition of the interaction energies (Ei) was
calculated by the SAPT procedure and shown in Fig. 14. The
calculated attractive components Ecg, Eing and Egisp for all
dimers provide sufficient stabilization to overcome the
repulsive exchange component, and therefore the resultant
E;ne values are negative (Table S7,} Fig. 14).

The interaction values lie in the range of -4.9 and -3.6
kcal mol™ for the dimers induced by I---I or I---F XB
interactions in B2-Ila/b and B3-B5 (Table S7t). For the
dimers with I'*Tgopipy/phenyl interactions (B1-I, B1-II and B2-
I) these values are much higher and lie in the range of
-10.7 and -20.8 kcal mol™. Dispersion interactions are
highly dominant in these dimers, especially for B1-I and B2-
I, and this is confirmed with the large number of BCPs
related to the noncovalent intermolecular interactions. The

Fig. 12 Molecular graph of the B4 dimers.

Fig. 13 Molecular graph of the B5 dimers.

5638 | CrystEngComm, 2022, 24, 5630-5641

ol
o
(

b ¢‘s

. BCP
J e

This journal is © The Royal Society of Chemistry 2022


https://doi.org/10.1039/d2ce00776b

Published on 12 luglio 2022. Downloaded on 27/10/2025 05:43:06.

CrystEngComm

| Eelst O Eexch

20+

Energy (kcal/mol)

| Eind

View Article Online

Paper
[ | Edisp

Bi-l B14l B21 B2la

Fig. 14 Summary of SAPT results of the B1-B5 dimers.

electrostatic  interactions make the second highest
contribution to the interaction energy which suggests that
these dimers are jointly stabilized by electrostatic and
dispersion interactions.

Conclusion

In this study, we presented the formation of a series of
halogen-bonded  supramolecular assemblies of iodo-
substituted BODIPYs, including tubular-like (B1), domino-
like (B2), 1D linear chain (B3), helical (B4), and 1D linear
chain (B5) assemblies by XB (I''I, I''F) and I-m
interactions. The formation of halogen bonds in the building
blocks of B1-B5 depends on the position and number of iodo
substituents on the BODIPY scaffolds. The incorporation of
iodine atoms to the 2- and 6-positions (periphery) of BODIPY
(B1, B2) leads to I'--m and I---I interactions whereas an iodine
atom on the meso-phenyl group of BODIPY (B3, B4, B5) leads
to I---F and I--I interactions. The molecular electrostatic
potential (MEP) showed that the positive potential of c-holes
on the outer tip of the iodine increases with each additional
iodo substitution on the periphery of the BODIPY scaffold,
whereas iodo on the meso-phenyl group of BODIPY has only a
small effect. However, the iodine on the phenyl group seems
to be able to form more XBs, probably due to its geometric
freedom. The SAPT results show that the dispersion and
electrostatic components are the major source for all XB
formations. These results indicate that halogen:---halogen
interactions can be a useful and efficient tool to adjust the
supramolecular  self-assembly of BODIPY networks.
Therefore, we believe that this systematic study to obtain
adjustable self-assemblies of BODIPY frameworks will prove
to be of key importance for the future rational design of
complex organic electronic materials.

This journal is © The Royal Society of Chemistry 2022
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