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Abstract The single crystal architecture of the high-symmetry
octathio[8]circulene and sym-tetraselenatetrathio[8]circulene is
studied at the density functional theory (DFT) level with the
quantum theory of atoms in molecules (QTAIMs) approach to
the electron density distribution analysis. The presence of
stabilizing intermolecular C—C, C—S and C—Se contacts in
the longitudinal and transversal projections of the single crys-
tals is postulated on the grounds of the previous high-
resolution X-ray data for octathio[8]circulene; it is supported
by the present QTAIM calculations and also predicted in some
new details for both circulenes. We suggest that the appearance
of the observed red color for the monocrystalline
octathio[8]circulene is caused by strong intermolecular inter-
actions between the molecules in the single crystal. However,
the intermolecular interactions for the sym-tetraselena-
tetrathio[8]circulene crystal fragment are weaker and molec-
ular layers are more friable in comparison to octathio[8]cir-
culene crystal structure. These lead to the absence of visible
absorption for the sym-tetraselenatetrathio[8]circulene crystal.
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Introduction

Octathio[8]circulene (C1) [1-4], sym-tetraselenatetra-
thio[8]circulene (C2) [2, 3] and their heteroatomic analogues
(tetraoxa[8]circulenes, azaoxa[8]circulenes etc.) [5—13] repre-
sent the condensed planar heterocyclic compounds that hold
promise in microelectronics and nanophotonics. In particular,
the C1 and C2 compounds proved to be useful for applica-
tions in organic light-emitting devices (OLEDs) [4, 6] and
organic field-effect transistors (OFETs) [2, 4, 14—19]. The
compounds presented in Scheme 1 are well studied by vari-
ous experimental methods.

In particular, the high-resolution X-ray analysis was ap-
plied to the single crystal architecture description of the C1
compound, including the IR, Raman and UV-vis spectra
studies [20, 21]. Bukalov at el. [20] have shown that sublima-
tion of the C1 compound leads to formation of two modifica-
tions: a white film (1W) and a red polycrystalline solid (1R).
The 1W modification corresponds to amorphous
octathio[8]circulene, but the 1R modification consists of the
well-organized stacked C1 molecules [20]. Clearly, the differ-
ent colors of the 1Wand 1R forms are determined by different
structural organization of the C1 solid state modifications.
However, the C2 compound in the amorphous and monocrys-
talline states is colorless. Therefore the objective of this work
is a theoretical study of the single crystal architecture and UV—
vis absorption spectra of the C1 and C2 circulenes in order to
elucidate the nature of the C1 color and of the C2 colorless-
ness. Recently the electronic structure and the vertical absorp-
tion spectrum of the C1 molecule have been theoretically
investigated by Arago et al. [22]. We have supported their
results and supplemented by symmetry analysis with the spin
and orbital selection rules. The theoretical description of the
single crystal structure and the UV—vis spectra for the sym-
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Scheme 1 Structure of the C1 and C2 compounds

tetraselenatetrathio[8]circulene molecule are presented here
for the first time on the basis of TD DFT and QTAIM
calculations.

Computational details

The input atomic coordinates of the C1, C2 molecules and of
their associates (dimer, tetra- and hexamer) have been taken
from the high-resolution single crystal X-ray experimental
data (CCDC-685932) [20]. The single point calculations at
the fixed geometry for the studied systems have been
performed at the DFT B3LYP/6-31G(d) level [23-25] using
GAUSSIAN 03 package [26]. For the obtained Kohn-Shem
orbitals a topological analysis of electron density distribution
function p(r) has been performed by the Bader method named
“quantum theory of atoms in molecules” (QTAIMs) [27-30]
with the AIMAII package [31].

The possibility to use the experimental (non-optimized by
DFT) atomic coordinates for the correct QTAIM analysis have
been shown previously for the different types of molecular
associates [32-34]. For example, a good agreement between
experimentally measured and calculated topological parame-
ters of the p(r) function for hydrated cupric acetate is shown in
ref [32]. In the present work we use the additivity scheme for
the separation of elementary crystal packing for the C1 and
C2 compound to a number of the corresponding dimers. For
the studied dimers an existence of intermolecular binding
interactions and their electronic parameters have been deter-
mined by the QTAIM method. According to the Bader’s
formalism [27], the presence of the bond critical point (CP)
of the (3, —1) type and the presence of bond path between the
interacting atoms is the necessary and sufficient condition of
existence of the interatomic binding interaction. The energy of
intermolecular noncovalent contacts between the circulene
molecules in the crystal packing fragments is estimated by
the following equation, derived by Espinosa et al. [35, 36]:

E =313.754 u(r), (1)
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where E is the energy of interatomic interaction (kcal mol ),
yr)y—potential energy density (a.u.) in the corresponding
critical point of the (3, —1) type. The estimation of stacking
interactions energy on the basis of Espinosa equation is a
normal practice in recent studies [37-39].

The electronic excited states properties of the investigated
compounds have been calculated by TD DFT method [40]
using B3LYP hybrid functional with the same 6-31G(d) basis
set. We also have performed the detailed analysis of the C1
and C2 adsorption spectra with the control of their possible
symmetry constrain (Dg;, and D, for C1 and C2, respective-
ly). In this connection we have obtained the equilibrium
geometries for the ground states of the studied molecules
optimized with the same B3LYP/6-31G(d) method and have
calculated the lowest 70 vertical singlet-singlet electronic
transitions for both species. The calculations have been
performed in the vacuum approximation, which corresponds
to the measurement of the absorption spectra in the form of a
freshly sublimed amorphous white film [20].

Results and discussion
General remarks on the C1 and C2 single crystal architecture

The structure of the C1 and C2 crystal packing fragments is
presented in Fig. 1. Each fragment consists of six molecules
being positioned in accordance to the C; space point group.
Therefore, only four types of contacts (Al, A2, A3 and A4)
are realized for each crystal packing fragment. The total
number of contacts is distributed as the following: two Al-
types, four both A2- and A3-types and a single A4-type of
contacts. The Al dimer illustrates intracolumnar stacking
interactions, while the A2-A4 pairs correspond to
intercolumnar noncovalent interactions (Fig. 1). The molecu-
lar fragments presented in Fig. 1 (top) illustrate the longitudi-
nal zigzag-shaped architecture of the C1 and C2 single crys-
tals. The M1, M3, M4 and M5 molecules presented in the
bottom of Fig. 1 correspond to molecular columns (stacks)
which form the transversal projection of the C1 and C2 single
crystals.

Based on the QTAIM calculations we can assume that
transversal columns are stabilized by the weak noncovalent
C---C,C---S and C---Se contacts (Fig. 2); longitudinal struc-
ture of the studied crystals are also stabilized by the weak
noncovalent S-+-S and S---Se interactions (Fig. 3). The exis-
tence of all these bond types is proved experimentally for the
C1 compound in ref [20]. At the same time some new types of
noncovalent bonds are predicted by our QTAIM analysis.
Thus, our theoretical calculations are directly confirmed by
experiment and agree well with ref [20] on the quantitative
level of topological parameters of electron density distribution
function in the critical points of the (3, —1) type.



J Mol Model (2013) 19:4511-4519

Fig. 1 Longitudinal fragments of
crystal packing of the C1 (lef?)
and C2 (right) species illustrating
the stacking (A1) interactions
(top) and intercolumnar (bottom)
contacts (A2-A4). For simplicity,
all six molecules are noted by the
numbering from M1 to M6

Intermolecular interactions in the A1 dimer of the C1 and C2
compounds

Figure 2 show that the C---C, C---S and C---Se interactions
provide the intermolecular binding between the stacked mol-
ecules. The presence of the definite number of critical points
CP(3, —1) for each pair of collinear atoms in the molecular
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Fig. 2 The structure of the Al type dimer containing the stacking
interactions

stack indicates the local points in which the potential energy
density i(r) is decreased [27]. There are no other criss-cross
bond pathes with the CP(3, —1) critical points. Thus, the total
binding energy of the dimer A1 is determined by formation of
a number of the C---C and C---S (C---Se) interactions. The
existence of the C---C and C---S contacts for the C1 com-
pound has been confirmed by the precision X-ray experiment
[20]. The topological parameters of these contacts have been
measured from X-ray and their energies were estimated by the
Espinosa equation in ref [20]. The calculated and experimen-
tal topological parameters are compared in Table 1. All con-
tacts of the C---C type are characterized by the low electron
density p(r) values in the bond critical points. The values of
the electron density Laplacian are also small and positive
which is typical for the closed shell interactions [28]. The
kinetic energy density g(r) prevails over the potential energy
density 1(r) in the corresponding bond critical point. It pro-
vides a positive values of the electronic energy density A(r)
[29], which also indicates the closed-shell type of the C---C
interactions. Based on the QTAIM data analysis we predict an
existence of additional C(5)---C(6) stacking interaction which
is not detected in ref [20]. It should be noted that all C---C
bonds (especially C(3)---C(4) for the C1 compound) are
characterized by a high ellipticity values, which suggests their
dynamic instability. The energy of C---C interactions calcu-
lated with the Espinosa equation (1) are in the range from
—0.74 to —0.76 kcal mol ™!, which agree well with the refer-
ence values [20] for Al dimer of the C1 compound. For the
C2 compound the C---C contacts are a bit weaker (Table 1).

There are four different types of C---S intermolecular
bonds in Al dimer of the C1 compound (Fig. 2, Table 1).
Unlike, only the single type of C---S contacts exist in the Al
dimer of the C2 compound (Table 1). Based on the Laplacian
signs and the electron energy density in the corresponding
critical point (3, —1), all the C---S bonds should be assigned to
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Fig. 3 The structure of the A2-A4 type of dimers containing
intermolecular interactions between the C1 molecules

a closed shell type of interaction (V2p(r)>0, /,(r)>0). The
calculated energy of C--S bonds is in the range of —0.84 to
—1.10 kcal mol™" for the Al dimer of the C1 compound.
Doubly degenerate C---S bond in the Al dimer of the C2
compound has a bit lower energy (—0.77 kcal mol ") due to
the larger interatomic distance (Table 1). All C---S contacts
are dynamically unstable due to the high bond ellipticity [30]
values being similar to C---C contacts. The C---Se contacts in
the A1 dimer of the C2 compound are very similar by energy
and by topological parameters to the C---S interactions in the
analogous dimer of the C1 compound.

In conclusion, it should be noted that all C---C, C---S and
C---Se interactions belong to weak van-der-Waals type of
contacts which stabilize the Al dimer of the C1 and C2
compounds by —12.25 and —9.68 kcal mol ', respectively
(Table 2). The intermolecular binding energy estimated by
M06-2x/6-31+G(d,p) method in ref [18] is equal to
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—22.52 kcal mol™' which is almost twice as much as our
predictions. This difference in the estimated energies is diffi-
cult to explain because the calculation algorithm is not spec-
ified in ref [18]. It is also unknown, does the —22.52 kcal
mol™! value include the BSSE and ZPE corrections.
Additionally, the binding energy from the direct DFT calcula-
tions strongly depends on the part of non-local Hartree-Fock
exchange in the exchange-correlation functional [41]. For the
MO06-2X functional the part of HF exchange is equal to 54 %,
whereas B3LYP consists of only 20 % of HF exchange. Thus,
the “-22.52 kcal mol "’ value depends on the functional and is
not experimentally observable for the real crystal (there are
different intercolumnar interactions and it is impossible to
extract a particular Al type of dimer from lattice energy) in
contrast to the (r) values, which are experimentally measured
with a reliable accuracy on the basis of the Abramov’s gradi-
ent decomposition [42] and local virial theorem:

8(6) = 1 (37) (o) + V), 2)
3 ne 01,
1) = 3 (7)) 1 Volr), o)

where p(r) and V2p(r) values are experimentally measured by
the precision X-ray diffraction analysis. Bukalov et al. [20]
does not directly determine the total binding energy for the A1
dimer, but the lattice energy value was additively estimated
using the Espinosa equation. This energy is equal to
—28.5 kecal mol ' with the overall 88 % contribution from
the S---S and S---C interactions. It includes intercolumnar
interactions which are stronger than stacking interactions in
the dimer. Therefore the value “-22.52 kcal mol ' is definite-
ly overestimated.

Intermolecular interactions in the A2-A4 dimers of the C1
and C2 compounds

The intermolecular bonds in the A2-A4 dimers (Figs. 3 and 4)
provide the structural rigidity of the molecular stacks. These
contacts are like struts that hold stacked “molecular towers™. In
the C1 crystal packing only S-S type of intercolumnar con-
tacts exist (Fig. 3, Table 1). The estimated energy values of this
bonds are varied in the range from —0.44 to —2.54 kcal mol ',
i.e., most S---S interactions are slightly stronger than stacking
contacts in the Al dimer. All S-+-S contacts can be classified as
the closed-shell type interactions (the electron energy density
and the Laplacian value in the critical point (3, —1) are positive).

As can be seen from Table 1 the topological parameters of
the electron density function in the S-S bond CPs demon-
strate an excellent agreement with experiment in all details. In
addition, we predict an existence of two new very weak
S(1)---S(2) bonds in the A3 and A4 dimers in addition to
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Table 1 Selected parameters of non-covalent interactions in the C1 and C2 compounds
Type of contact®  Bond n®  dA o), ard’ U, au ho(r), a.u. D%p(r), e A’ ¢ E, keal mol ™!
octathio[8]circulene (C1)
Al C(1)---C(2) 2 3.582 0.031 —0.00234 0.00053 0.33 0.57 —0.74
0.043¢ —0.00258¢ 0.38° —-0.81°
C(3)--C4) 2 3.508 0.032 —0.00236 0.00061 0.35 10.38 —0.74
0.043¢ —0.00255°¢ 0.38° -0.81°
C(5)---C(6) 2 3.526 0.033 —0.00241 0.00056 0.34 1.61 —0.76
C(7)---S(1) 2 3.653 0.037 —0.00267 0.00074 0.40 0.89 —0.84
0.042¢ —0.00260° 0.40° —-0.82°
C(8)--S(2) 2 3.653 0.040 —0.00284 0.00076 0.42 1.84 —0.89
0.048° —0.00306° 0.45¢ —0.96°
C©9)---S3) 2 3.519 0.048 —0.00340 0.00082 0.49 0.14 -1.07
0.051°¢ —0.00332°¢ 0.48° —1.04°
C(10)---S(4) 2 3.511 0.050 —0.00351 0.00083 0.50 0.22 -1.10
0.051°¢ —0.00335°¢ 0.49° -1.05°
A2 S(1)---S(2) 1 3.892 0.024 —0.00139 0.00085 0.30 0.16 —0.44
0.031° -0.00172¢ 0.29¢ —0.54°
S(2)---S(3) 1 3.501 0.054 —0.00402 0.00140 0.66 0.34 -1.26
0.062¢ —0.00435°¢ 0.59° -1.36°
S(3)---S(4) 1 3.540 0.055 —0.00404 0.00142 0.66 0.42 -1.27
0.065¢ —0.00469¢ 0.63¢ -1.47°
A3 S(1)---S(2) 1 3.722 0.034 —0.00221 0.00113 0.43 0.42 —0.69
S(2)---S(3) 1 3.512 0.052 —0.00383 0.00136 0.63 0.08 -1.20
0.057° —0.00384°¢ 0.53¢ —-1.20°
S(3)---S4) 1 3.187 0.089 —0.00811 0.00150 1.07 0.14 —2.54
0.0964 —0.00796¢ 0.92¢ —2.5¢
A4 S(1)---S(2) 2 3.903 0.022 —0.00128 0.00084 0.29 0.55 —0.40
S(2)--S(2) 1 3.321 0.067 —0.00559 0.00156 0.84 0.26 -1.75
0.073¢ —0.00546° 0.70° -1.71°
sym-tetraselenatetrathio[8]circulene (C2)
Al C(1)---C(2) 2 3.636 0.028 —0.00207 0.00050 0.297 3.65 —0.65
C(3)--C4) 2 3.621 0.028 —0.00200 0.00052 0.292 3.71 —0.63
C(5)---C(6) 2 3.624 0.030 —0.00228 0.00046 0.309 4.07 -0.72
C(7)---S(1) 2 3.720 0.036 —0.00244 0.00072 0.374 2.54 —0.77
Se(1)---C(8) 2 3.605 0.048 —0.00324 0.00072 0.451 0.23 -1.01
Se(2)---C(9) 2 3.577 0.051 —0.00340 0.00075 0473 0.28 -1.07
A2 S(1)---S(2) 1 3.753 0.032 —0.00203 0.00106 0.399 0.27 —0.64
Se(1)---Se(2) 1 3.585 0.061 —0.00364 0.00120 0.583 0.04 -1.14
S(2)---Se(2) 1 3.247 0.090 —0.00718 0.00154 0.989 0.16 —2.25
A3 S(1)---Se(1) 1 3.908 0.029 —0.00167 0.00075 0.306 0.10 —0.53
S(2)-+-Se(2) 1 3.616 0.056 —0.00359 0.00126 0.589 0.37 -1.13
Se(3)---Se(3) 1 3.578 0.063 —0.00386 0.00124 0.611 0.20 -1.21
A4 S(1)---Se(1) 2 3.879 0.026 —0.00150 0.00082 0.303 0.07 —0.47
S(1)---S(1) 1 3.326 0.067 —0.00551 0.00153 0.826 0.24 -1.73

* A1=M1M2, M5M6; A2=M1M4, M2M3, M3M6, M4MS5; A3=M1M3, M2M4, M5M3, M6M4; A4=M3M4
® 2 number of equivalent bonds in the corresponding dimer;
¢ Experimental high-resolution XRD data [20]
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Table2 Total energy (kcal mol ') of intermolecular interactions estimat-
ed by Espinosa’s correlation scheme for the different C1 and C2 associ-
ates in the crystal packing

Compound Al A2 A3 A4 hexamer”

C1 -12.25 -2.97 —4.44 —2.56 =56.70
-2252° 219" —206° -139°

C2 -9.68 -4.03 —2.86 —2.67 —49.59

*Molecular hexamers of C1 and C2 are presented in Fig. 1
° The binding energy calculated at M06-2X/6-31+G(d,p) level [18]

results of ref [20] (Fig. 3). In the outer perimeter of the C2
molecule the sulfur and selenium atoms are alternated one by
one. Therefore the three different types of interactions (S-+-S,
S---Se and Se---Se) do exist. All of them are similar to the
analogous S--*S contacts in the C1 crystal packing (Fig. 4).
However, in general a small decrease in the absolute values of
p(r), V2p(r) and of related parameters is observed due to the

Fig. 4 The structure of the A2-A4 type of dimers containing
intermolecular interactions between the C2 molecules
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larger interatomic distances (Table 1). The total intermolecular
stabilization energy of the A2-A4 dimers for both compounds
is presented in Table 2. For the C1 compound the
intermolecular binding energies are close similar to the previ-
ous predictions on the basis of DFT/M06-2x calculations [18].
For the C2 compound the stabilization energy of the A2 and
A3 dimers is close to the same values for the A3 and A2
dimers of the C1 compound, respectively. Taking into account
that the studied molecular hexamers presented in Fig. 1 consist
of a number of the same dimers the total estimated
intermolecular stabilization energy of the hexamers is equal
to —56.70 and —49.59 kcal mol ™" for the C1 and C2 com-
pounds, respectively. Thus it is logical, that the monocrystal-
line C1 compound with the stronger intermolecular stabiliza-
tion has a red color, while the C2 compound with more friable
crystal packing is colorless.

The adsorption spectra of C1 and C2 compounds

In this section we discuss the absorption spectra of the C1 and
C2 compounds with their possible symmetry constrains (Dg;,
and Dy, for C1 and C2 respectively). Because of such high
symmetry a large number of the singlet-singlet electronic
transitions are forbidden by symmetry criterion. Thus, the first
23 excited singlet states of the C1 compound are not accessi-
ble from the ground state in the electric dipole approximation.
The first symmetry allowed singlet-singlet electronic excita-
tion corresponds to the doubly degenerate X'4 g™ 'E,, ver-
tical transition to the S,4 and S,5 electronic states. All low-
lying electronic transitions are forbidden but some of them
(So—>slz’13 and SO_’820,21) of the XIAIg—>1E1g type are
allowed in the magnetic dipole approximation and are polar-
ized in the molecular plane (XY). The most intense
XlAlg—> 'E,, electronic transition for the C1 molecule
(So—>S46.47) s predicted at 238.5 nm and provides a strong
absorption band in the absorption spectrum of the amorphous
octathio[8]circulene with the experimental maximum being at
244 nm [20]. Other allowed singlet-singlet transitions are low-
intense and are overlapped by the strong band (Table 3); they
form a long-wave shoulder of the main band. However, the
vibronic effects in the C1 molecule may enhance intensity of
these weak electronic transitions.

The phosphorescence of the C1 compound at the ground
state geometry is predicted in the visible region at 421 nm.
The corresponding X'A ;<> A,, transition is forbidden even
with account of spin-orbit coupling and can be induced by
spin-vibronic perturbation [43—46].

It is important to note that the lowest lying singlet excited
state 'E3g is doubly-degenerate at the ground state geometry.
According to Jahn-Teller theorem [47] it should be distorted to
the low-symmetry configuration and can provide an intense
fluorescence by intensity borrowing through the deformation
ungerade vibrations.
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Table 3 Absorption properties of the C1 and C2 compounds calculated by the TD DFT/B3LYP/6-31G(d) method

ESN Transition Deg. A, nm f Assignment
octathio[8]circulene (C1)
T, X'414—°Bg 1 421.0 0.0000 HOMO1—LUMO+2 (32 %) HOMO—LUMO+3 (32 %)
T,z X'416—E s, 2 401.0 0.0000 HOMO—LUMO (36 %) HOMO-1—LUMO (20 %);
HOMO-1—LUMO (36 %) HOMO— LUMO (20 %)
Si2 X'4;4— "3y 2 314.9 0.0000 HOMO-1—LUMO+1(+73 %) HOMO—LUMO+1(+22 %);
HOMO—LUMO+1(+73 %) HOMO-1—LUMO+1(22 %)
Sa42s X'A1e—"'Ep 2 262.1 0.0664 HOMO-3—LUMO+2 (34 %) HOMO-2—LUMO+3 (34 %);
HOMO-3—LUMO+3 (34 %) HOMO-2—LUMO+2 (34 %)
Sas X'4,5—" 45, 1 260.4 0.0002 HOMO-1—LUMO+11(36 %) HOMO—LUMO+12 (36 %)
Sa X'4)5—" 45, 1 2392 0.0019 HOMO-2—LUMO+4(41 %) HOMO-3—LUMO+5 (41 %)
Si647 X414 "Ep 2 238.5 0.8348 HOMO-1—-LUMO+7 (22 %) HOMO—LUMO+8 (22 %);
HOMO-1—LUMO+8 (22 %) HOMO—LUMO+7 (22 %)
Seo X'A1g— "4z 1 223.0 0.0005 HOMO-4—LUMO+6 (87 %) HOMO-1—LUMO+11 (6 %)
sym-tetraselenatetrathio[8]circulene (C2)
T, X'4,e—> 45, 1 4334 0.0000 HOMO-1—LUMO+2(31 %) HOMO—LUMO+1(+31 %)
T3 X'4,,—E, 2 4144 0.0000 HOMO—LUMO (+58 %) HOMO-4—LUMO+1 (19 %);
HOMO-1—LUMO (+58 %) HOMO-4—LUMO+2 (+19 %)
Si2 X414~ 'E, 2 309.1 0.0000 HOMO-1—LUMO+3 (+65 %) HOMO—LUMO+3 (+24 %);
HOMO—LUMO+3 (+65 %) HOMO-1—LUMO+3 (24 %)
S34 X'4;,—'E, 2 307.6 0.0025 HOMO-1—LUMO(+77 %) HOMO—LUMO(15 %);
HOMO—LUMO(+77 %) HOMO-1—LUMO(+15 %)
Sis.10 X'4;,—'E, 2 2774 0.0265 HOMO-2—LUMO+1(+77 %) HOMO-3—LUMO+2(+16 %);
HOMO-2—LUMO+2(+77 %) HOMO-3—LUMO+1(16 %)
2324 X'4;,—"E, 2 270.6 0.0130 HOMO-1—LUMO+8(+33 %) HOMO—LUMO+8(+22 %);
HOMO—LUMO+8(+33 %) HOMO-1—LUMO+8(22 %)
$29.30 X'4;,—'E, 2 264.7 0.0796 HOMO-1—LUMO+10(+39 %) HOMO-3—LUMO+2(+36 %);
HOMO—LUMO+10(+39 %) HOMO-3—LUMO+1(+36 %)
Sus.49 X'4;4—"E, 2 2445 0.7511 HOMO-1—LUMO+10(+50 %) HOMO—LUMO+8(20 %);
HOMO—LUMO+10(+50 %) HOMO-1—LUMO+8(+20 %)
Ss1 X'414— 45, 1 2425 0.0016 HOMO-4—LUMO+5(+61 %) HOMO-2—LUMO+9(33 %)

2 ESN excited state number

The UV absorption properties of the C2 molecule are quite
similar to those of the C1 compound due to the close similarity
of their orbitals energy and nature (Fig. 5), but the presence of
the heavy Se atom promotes the bathochromic shift of absorp-
tion bands. This is due to the fact that two degenerate highest
occupied eg orbitals of the C2 molecule have a higher energy
than the analogous e3g orbitals of the C1 molecule. At the same
time the energies of the lowest unoccupied a2u molecular
orbital for both compounds are very similar; this provides
finally the red shift of the corresponding electronic transitions.
The most intense absorption band for the C2 compound is
calculated at 244.5 nm and the first allowed X'4,,— 'E,, elec-
tronic transition is predicted at 307.6 nm. In general, the UV
absorption spectra of the C1 and C2 compounds is formed by
doubly degenerate X'4 1e— 'E,, and X'4 19— 'E,, type excita-
tions, respectively. The electronic transitions of the
X'4, o ' 45, symmetry for both compounds are characterized
by much weaker intensity; they are perpendicularly polarized
and determined by m— o* excitations [48, 49]. These
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Fig. 5 The energy diagram of the frontier molecular orbitals of the C1
and C2 compounds (the control iso-density value is equal to 0.02 a.u.)
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transitions are overlapped by more intense transitions to the
'E,, and 'E,, electronic states.

Thus, we can conclude that the C1 and C2 compounds are
colorless if we consider the absorption spectra of single mol-
ecules in a gas phase.

It is important to stress, that the C1 single crystal has a red
color [20]. Awaga et al. [15] have proposed that the red color
of the C1 compound is probably caused by an interference
effect due to the film thickness of 500 nm, which is compara-
ble with the visible light wavelengths. However, at the same
time, Bukalov et al. [20] have found the C1 single crystals of
the 10 u thickness are also red. This can not be explained by
an interference effect and was tentatively interpreted [20] by
strong intermolecular interaction in the crystal. Indeed, the C1
crystal is very stable and constitutes a long red needle. In
contrast, the molecular layers for the C2 compound are more
friable, the needles are short and C2 crystals are colorless.

Conclusions

The QTAIM study of the octathio[8]circulene and sym-
tetraselenatetrathio[8]circulene species permits us to deter-
mine the direct correlation between the single crystal architec-
ture and the absorption spectra of the studied molecules. On
the basis of QTAIM approach we have detected some new
intermolecular bonds for the C1 dimer compounds, such as
the C(5)---C(6) for the Al contact and the S(1)---S(2) bond
for the A3 and A4 contacts which have been missed previ-
ously [20]. The topological analysis for the different C2
dimers has been presented here for the first time.

The intermolecular non-covalent interactions in the C1 and
C2 compound are strong enough for indication of the frontier
orbitals splitting. The total energy of intermolecular bonds for
the C1 hexamer is higher than those for the C2 hexamer. Thus,
the C1 single crystals have a red color and C2 single crystals
are colorless. At the same time a chaotic disposition of the C1
and C2 molecules in the amorphous phase does not lead to the
color appearance.
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