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Abstract: Density functional theory calculations were performed on 2,2'-diphenyl-5,5'-bithiazole (DPBT) and its derivatives. The dimer structures
of the title compounds were optimized by a density functional theory method with dispersion energy being considered at the wB97XD/LanL2DZ
level. Reorganization energies between the switch of neutral molecules and anion radicals, and the electron-transfer coupling matrix were
obtained. By using the Marcus theory and the Einstein relation, the electron hopping rates and mobilities were predicted. The electron mobility
of difluorinated 2,2'-diphenyl-5,5'-bithiazole (2A) was predicted to be 1.179 cm? V! s7%, which is the largest value among the title compounds.
The large electron mobility of 2A is mainly owing to its large transfer coupling matrix since its LUMO consists of some overlaps between two
submolecular orbitals. Our results indicate that a moderate fluorination of DPBT, instead of as many as possible substituents of fluorines,
considerably facilitates the electronic mobility of n-type organic semiconductors.

Keywords: 2,2'-diphenyl-5,5'-bithiazole (DPBT), Electronic mobilities, Density functional theory, n-type organic semiconductor.

INTRODUCTION

O RGANIC semiconductors (OSCs, also called organic
thin-film transistors (OTFTs), are predicted to be a
low-cost alternative to silicon. Devices made from OSCs are
flexible, physically compact and lightweight. OSCs are
classified as either p-type/channel (hole conducting) or n-
type/channel (electron conducting). Theoretically speak-
ing, all organic semiconductors could conduct both by holes
and electrons. However, there are far fewer accounts of n-
type than p-type organic semiconductors primarily due to
the inherent instability of organic anions in the presence of
air and water and problems with oxygen trapping within
these materials.[*-4! Since n-type OSC goes from neutral to
anionic and vice versa, the electron pull group will facilitate
the formation of anions and also make the anions stable in
the presence of oxygen or water. Thus, possible n-type
OSCs are the conjugated molecules with strong electro-
negativity groups being attached such as fluorine, -CF; and

—CN.[1-6l |n this paper, we attached trifluoromethyl, fluorine
and cyano groups to 2,2'-diphenyl-5,5'-bithiazole (DPBT)
(Figure 1). Bithiazole is one of building block for the organic
semiconductors, and many research groups have set out to
synthesize processible versions of its analogues.l”! The
purpose of this paper is to elucidate how the substituents
affect the electron mobility of DPBT (The electron mobility
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DPBT: X=Y=H
1A: X=CF;, Y=H 2C: X=Y=F
1B: X=H, Y=CF, 3A: X=CN, Y=H
2A: X=F, Y=H 3B: X=H, Y=CN
2B: X=H, Y=F 3C: X=Y=CN

Figure 1. Skeletons of 2,2'-diphenyl-5,5'-bithiazole (DPBT)
and its derivatives.
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characterizes how quickly an electron can move through a
metal or semiconductor).

COMPUTATIONAL METHODS

The charge mobility (here p-) is related to the re-
organization energy and the electron-transfer coupling
matrix element (electron-transfer is an electron relocates
from an atom or molecule to another such chemical entity).
Reorganization energy is defined as A = (E* — E) + (E_-* — E),
here E and E- are the energies of the optimized ground
state of neutral and anionic species respectively. E* and E-
* are energies of the neutral molecule in anion geometry
and of the anion in neutral geometry, respectively. The
coupling matrix element between two adjacent molecules
is expressed through the site-energy corrected method as:

1
hlZ - 7512(6’1 + ez)
Hy=—2 — —
12 1 _ Sz
12
Here,

e =<<D,

H|®,) (i=1,2),
hy, = {(®,|H|®, ), and

s, =(0,]s]|0,),

where ®; and @, are the LUMOs (for electron transfer) of
the two monomers in the dimer,’8l H and S are the dimer
Hamiltonian and the overlap matrix, respectively. The
electron or hole hopping (the hopping refers to a quick shift
of an electron or hole from one molecule to another)
process can be regarded as a non-adiabatic electron-
transfer reaction. For such cases, the Marcus theory is a
reasonable approach to calculate the rate of charge
transfer (also called hopping rate) by an equation

— 2H122( 7'[3 )1/2

A
= exp(-———) .
h Ak,T ak,T

The drift mobility due to hopping, u- here for n-type
conductor, can then be evaluated from the Einstein relation
for a given temperature by an equation of u = e D (ksT)™%,
Refs. [9-10], where the diffusion coefficient D = (2n)~! 3ri2
ki, n is the dimensionality, r is the distance between the
pairs of molecules being considered, and ki is the
probability for the charge carrier to a particular ith
neighbor, normalized over the total hopping rate (Zik;).!!
When considering only one neighbor, n = 1.

Singlet ground state molecules and doublet radical
anions were optimized at the B3LYP/6-31G* level.
Computational results show that this approach gives good
agreement with experimental reorganization energies and
electron affinities of polyacenes and their analogues.[11-12]
Since organic molecules in crystals are arranged in a
periodic lattice by weak intermolecular forces, one can

safely assume that the relevant interactions exist only
between neighboring molecular pairs.[® This restricts
charge-transfer processes between adjacent pairs.
Consequently, the coupling matrix elements for electron
hopping can be determined from the energy levels of
LUMO in the dimer. Methods with a proper treatment of
correlation energy, such as MP2 and CCSD(T) levels of
theory in combination with a substantial size of basis set,
are usually required for an accurate description of the
weakly bound molecular dimers. However, this com-
putational level is impractical for the dimers of the title
systems. On the other hand, density functional theory
method with dispersion energy being considered (DFT-D)
has been claimed to provide a good description of the
geometries and interaction energies of hydrogen-bonded
systems.!3] The DFT-D method of wB97XD/LanL2DZ was
used to locate the structure of the dimers of DPBT and its
derivatives. To check the accuracy of this method, the n-nt
face to face dimer structure of benzene serves as a
reference for geometry optimization and binding energy.
The binding energies for the parallel-displaced benzene
dimer are 9.37 and 9.00 kJ/mol, and the distance between
centers of mass of two benzene monomers are 3.49 and
3.89 Angstroms, at the CCSD(T)/aug-cc-pVDZI*4 and
wB97XD/LanL2DZ levels respectively. The binding energies
from these two methods are in good agreement with each
other. There is a difference for the distance between
centers of mass of two benzene monomers. However, this
discrepancy is acceptable when considering that the
binding energy is not sensitive to the intermolecular
distance. In addition, the distance with respect to the
center of mass of the individual benzene rings for the
parallel displaced dimer are =3.5 Angstrom at CCSD(T)/CBS
and at DFT-D level in Ref. [14]. This further demonstrates
that the DFT-D method is appropriate for predicting the
distance between centers of mass of two neigbouring
molecules. Therefore, the wB97XD/LanL2DZ method is
adequate to the description of r-mt face to face packing of
benzene dimer. The coupling matrix elements Hi, were
obtained at the PW91PW91/6-31G(d) level that is claimed
to be adequate for the evaluation of coupling matrix.[8 The
Gaussian 03 program!!s] was used to calculate the dimer
and coupling matrix. The reorganization energy was ob-
tained at the DFT-B3LYP/6-31G* level by Q-Chem
program.[16]

RESULTS AND DISCUSSION

Molecular and Electronic Structure

The optimized geometries for all the title compounds show
that the four rings are basically coplanar. The sulfur atoms
are on the opposite side of the C-C bond that links two
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Figure 2. Relative energy of DPBT during internal rotation
around 2-6 and 5-5" bonds (Arrows in Figure 1 denote the
internal rotation)

thiazole rings. As seen in Figure 2, there are energy barriers
of 46 kJ/mol and 49 kJ/mol for the internal rotations around
2-6 and 5-5’ bonds, respectively, which means that the
internal rotation could take place at room temperature for
the gaseous molecule. However, in the solid state, the
steric effect in the periodic neighbor molecules restricts
these rotations. The planarity of all four rings guarantees a
large overlap of molecule surfaces in the dimer, which is
beneficial to the charge hopping between neighbor
molecules. The n-type materials typically should have
LUMO levels between —2.8 and —4 eV.[1l It can be seen from
Table 1 that the calculated LUMO energies of DPBT
derivatives meet the requirement of LUMO levels only
when more electron withdrawing groups are attached to
the phenyl rings, indicating the necessity of attaching
several electron withdrawing groups. DPBT parent is
unstable as an n-type OSC judged by its LUMO energy. Also,
the cyano group lowers the LUMO energy more efficiently
than the F and trifluoromethyl groups. Substitients only at
Y position of DPBT (Figure 1) make the intermolecular

1B 2A

Figure 3. Contours of LUMOs for 1B and 2A.

(center of mass) distances (Table 1) to be small as
compared to the DPBT or other derivatives. The short
intermolecular distance is of course a premise for the
transfer coupling integral. However, a large value of H1; and
small value of A_ as a whole are of key importance to the
large charge mobility.

Electron Mobility

The attachments of —F or —CF5 groups to the phenyl moiety
of DPBT increase the reorganization energies (A-) as a
whole with exception of 2A. However, the attachments of
—CN groups decrease the reorganization energies gradually
as the number of cyano groups increases, since the cyano
group extends the delocalization of m electron on the
conjugated molecule. A small A- value favors the hopping
process of an electron between neutral molecule and
radical anion. However, the charge mobility (u-) is not as
sensitive to A- as to the electron-transfer coupling matrix
element (H). The coupling matrix does not change
essentially when the substituents are attached to DPBT,
with the exception of 1B and 2A. Even the distance
between centers of mass of two neigbouring molecules of
2A is the second largest in Table 1, its H1; value is still the
largest, which attributes to its large electron mobility. For
the derivatives with similar values of A- and H, the larger
the distance between centers of mass of two neigbouring
molecules, the larger the mobility. The reason is that the
diffusion coefficient D is proportional to the square of the
distance between centers of mass of two neigbouring

Table 1. Energies of LUMO, the electron-transfer coupling matrix element (H12), reorganization energies (A-), intermolecular
(center of mass) distance (r), hopping rate (k-), and the charge mobility (u-) for 2,2'-diphenyl-5,5'-bithiazole and its derivatives

Compd. ELumo,monomer (€V) H1z (meV) A= (meV) r (Angstrom) k- (cm?s7) U-(cm?V1s)
DPBT -2.11 63.20 252.75 3.79 0.0082 0.319
1A —2.59 65.00 313.10 4.14 0.0052 0.201
1B -2.94 -21.60 256.49 2.17 0.0003 0.012
2A -2.18 104.32 24471 421 0.0303 1.179
2B —2.48 65.31 290.67 3.66 0.0053 0.205
2C -2.61 43.10 275.85 3.67 0.0027 0.106
3A —2.86 40.70 251.78 3.81 0.0035 0.135
3B -3.24 47.10 237.16 2.07 0.0016 0.064
3C -3.95 52.80 202.70 4.29 0.0133 0.518
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molecules. It can also be seen that the mobilities of
difluorinated DPBT are larger than tetra- or hexa-
fluorinated ones, although an increasing number of
substituted fluorine lowers the LUMO energies. This result
is in agreement with our former findings that a somewhat
moderate number of substituted fluorine is beneficial to
the electron transfer,[®! instead of lots of substituted
fluorine atoms. In addition, electron mobility of 3C is the
second largest in Table 1, indicating that the cyano group
could also increase the electron mobility in some cases.
Contrary to our initial sense, the attachment of
trifluoromethyl group to DPBT is not beneficial to the
electron mobility, due to the large reorganization energy
(1A) or small coupling matrix (1B).

The largest experimental electron mobility among
twenty compounds listed in Ref. [1] is 1.8 cm2 V-1 s71, The
mobility of 2A was predicted to be 1.179 cm? V! s7L. To
probe the origin of the large difference of electron mobility
between 1B and 2A, we analyzed the contours of their
LUMOs. As can be seen from Figure 3, the LUMO of 2A
consists of large overlap between two submolecular
orbitals. On the contrary, there is no submolecular overlap
in 1B’s LUMO. The large overlap between two sub-
molecular orbitals facilitates the hopping of the electrons
from one molecule to another/neighbor.

CONCLUSIONS

We have studied electron transfer properties of substituent
DPBT by the density functional theory and Marcus theory.
The dimer structures and the coupling matrix elements Hi,
were obtained. Although the electron mobilities for most
of subtituent DPBT are not superior to the unsubstituted
one, the introduction of a moderate number of fluorine
atoms can clearly improve the electron mobilities. By
adding fluorine atoms to the conjuaged thiazole, it is
possible to design molecules with significantly large
electron mobilities.
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work.
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in their optimized structures. This material is available free
of charge, attached to the electronic version of the article at:
http://dx.doi.org/10.5562/cca3088.

REFERENCES

[1] A. R. Murphy, J. M. J. Fréchet, Chem. Rev. 2007, 107,
1066.
[2] X. Gao, Y. B. Hu, J. Mater. Chem. C 2014, 2, 3099.

(3]

(4]

(5]

(6]

(7]

(8]

)

(10]

(11]

(12]

(13]

(14]

(15]

(16]

A. Mishra, P. Bauerle, Angew. Chem. Int. Ed. 2012,
51, 2020.

W. Yue, T. He, M. Stolte, M. Gsanger, F. Wiirthner,
Chem. Commun. 2014, 50, 545.

Y. Hu, J. Yin, K. Chaitanya, X. H. Ju, Croat. Chem. Acta
2016, 89, 81.

J.Yin, K. Chaitanya, X. H. Ju, J. Mater. Chem. C 2015,
3,3472.

H. Usta, W. Christopher Sheets, M. Denti, G.
Generali, R. Capelli, S. Lu, X. Yu, M. Muccini, A.
Facchetti, Chem. Mater. 2014, 26, 6542.

V. Coropceanu, J. Cornil, D. A. Filho, Y. Olivier, J. L.
Brédas, Chem. Rev. 2007, 107, 926.

A. Datta, S. Mohakud, S. K. Pati, J. Chem. Phys. 2007,
126, 144710.

W. Q. Deng, W. A. Goddard W, J. Phys. Chem. B 2004,
108, 8614.

M. Winkler, K. N. Houk, J. Am. Chem. Soc. 2007, 129,
1805.

S. E. Koh, B. Delley, J. E. Medvedeva, A. Facchetti, A.
J. Freeman, T. J. Marks, M. A. Ratner, J. Phys. Chem.
B 2006, 110, 24361.

D. C. Sorescu, B. M. Rice, J. Phys. Chem. C 2010, 114,
6734.

M. Pitoridk, P. Neogrady, J. Reza¢, P. Juretka, M.
Urban, P. Hobza, J. Chem. Theory Comput. 2008, 4,
1829.

M. J. Frisch, G. W. Trucks, H. B. Schlegel, G. E.
Scuseria, M. A. Robb, J. R. Cheeseman, G. Scalmani,
V. Barone, B. Mennucci, G. A. Petersson, H.
Nakatsuji, M. Caricato, X. Li, H. P. Hratchian, A. F.
Izmaylov, J. Bloino, G. Zheng, J. L. Sonnenberg, M.
Hada, M. Ehara, K. Toyota, R. Fukuda, J. Hasegawa,
M. Ishida, T. Nakajima, Y. Honda, O. Kitao, H. Nakai,
T. Vreven, J. A. Montgomery, Jr., J. E. Peralta, F.
Ogliaro, M. Bearpark, J. J. Heyd, E. Brothers, K. N.
Kudin, V. N. Staroverov, R. Kobayashi, J. Normand,
K. Raghavachari, A. Rendell, J. C. Burant, S. S.
lyengar, J. Tomasi, M. Cossi, N. Rega, J. M. Millam,
M. Klene, J. E. Knox, J. B. Cross, V. Bakken, C.
Adamo, J. Jaramillo, R. Gomperts, R.E. Stratmann,
O. Yazyev, A.J. Austin, R. Cammi, C. Pomelli, J. W.
Ochterski, R. L. Martin, K. Morokuma, V. G.
Zakrzewski, G. A. Voth, P. Salvador, J. J.
Dannenberg, S. Dapprich, A. D. Daniels, O. Farkas,
J. B. Foresman, J. V. Ortiz, J. Cioslowski, D. J. Fox:
Gaussian 09, Revision A.02;
Wallingford CT, 2009.

Y. Shao, L. Fusti-Molnar, Y. Jung, J. Kussmann, C.
Ochsenfeld, S. T. Brown, A. T.B . Gilbert, L. V.
Slipchenko, S. V. Levchenko, D. P. O'Neill, R. A.
DiStasio Jr., R. C. Lochan, T. Wang, G. J. O. Beran, N.
A. Besley, J. M. Herbert, C. Y. Lin, T. V. Voorhis, S. H.

Gaussian, Inc.,

Croat. Chem. Acta 2017, 90(1), 1-5

DOI: 10.5562/cca3088


https://doi.org/10.1021/cr0501386
https://doi.org/10.1039/c3tc32046d
https://doi.org/10.1002/anie.201102326
https://doi.org/10.1039/C3CC48037B
https://doi.org/10.5562/cca2787
https://doi.org/10.1039/C4TC02655A
https://doi.org/10.1021/cm503203w
https://doi.org/10.1063/1.2721530
https://doi.org/10.1021/jp0495848
https://doi.org/10.1021/ja067087u
https://doi.org/10.1021/jp064840x
https://doi.org/10.1021/jp100379a
https://doi.org/10.1021/ct800229h

HEMICA

ROATICA
% CT S.-Q ZHOU, X.-H- JU: 2,2'-diphenyl-5,5'-bithiazole Derivatives 5

Chien, A. Sodt, R. P. Steele, V. A. Rassolov, P. E. Proynov, P. A. Pieniazek, Y. M. Rhee, J. Ritchie, E.
Maslen, P. P. Korambath, R. D. Adamson, B. Austin, Rosta, C. D. Sherrill, A. C. Simmonett, J. E. Subotnik,
J. Baker, E. F. C. Byrd, H. Dachsel, R. J. Doerksen, A. H. L. Woodcock Ill, W. Zhang, A. T. Bell, A. K.
Dreuw, B. D. Dunietz, A. D. Dutoi, T. R. Furlani, S. R. Chakraborty, D. M. Chipman, F. J. Keil, A. Warshel,
Gwaltney, A. Heyden, S. Hirata, C.-P. Hsu, G. W. J. Hehre, H. F. Schaefer Ill, J. Kong, A. I. Krylov, P.
Kedziora, R. Z. Khalliulin, P. Klunzinger, A. M. Lee, M. M. W. Gill, M. Head-Gordon: Q-Chem, Version 3.0,
S. Lee, W. Liang, I. Lotan, N. Nair, B. Peters, E. I. Q-Chem, Inc., Pittsburgh, PA, 2006.

DOI: 10.5562/cca3088 Croat. Chem. Acta 2017, 90(1), 1-5




Supporting Information





Electronic structures and mobilities of 2,2'-diphenyl-5,5'-bithiazole derivatives



Su-Qin Zhou 1, 2, Xue-Hai Ju 2

1 School of Life Science and Chemical Engineering, Huaiyin Institute of Technology, Key Laboratory for Attapulgite Science and Applied Technology of Jiangsu Province, Huaian, 223003, P. R. China; 2 School of Chemical Engineering, Nanjing University of Science and Technology, Nanjing 210094, P. R. China









Coordinates of all molecules after being optimized at the B3LYP/6-31G* level.



1A (X=CF3, Y=H. Refer to Figure 1 for symbols):

**********************************************

N       2.566277     1.601432     0.350647

C       1.211020     1.485286     0.397214

C       0.689458     0.213192     0.279740

S       2.016762    -0.913709     0.091515

C       3.150639     0.439503     0.197484

C      -0.689590    -0.211661     0.281396

S      -2.017394     0.914308     0.091602

C      -3.150814    -0.438954     0.202935

N      -2.565898    -1.600276     0.358624

C      -1.210627    -1.483560     0.403393

C      -4.602574    -0.259860     0.109824

C       4.602327     0.259408     0.105146

C       5.192381    -1.005378    -0.053307

C       6.572818    -1.137039    -0.152912

C       7.387731    -0.003527    -0.092868

C       6.812388     1.260694     0.069949

C       5.433040     1.393001     0.168884

C      -5.193509     1.005113    -0.045108

C      -6.573758     1.135514    -0.147262

C      -7.387785     0.000929    -0.093403

C      -6.811730    -1.263296     0.066383

C      -5.432375    -1.394372     0.167984

C      -8.877070     0.139526    -0.258842

F      -9.332219     1.301937     0.260216

F      -9.545840    -0.867361     0.344293

F      -9.238377     0.127288    -1.562950

C       8.877359    -0.140379    -0.256682

F       9.242378    -0.099726    -1.559140

F       9.330859    -1.313412     0.238971

F       9.544512     0.853583     0.369572

H       0.610143     2.378793     0.530220

H      -0.609243    -2.376407     0.538433

H       4.572882    -1.896959    -0.097230

H       7.017389    -2.119568    -0.268939

H       7.448539     2.137938     0.125261

H       4.977455     2.368573     0.294773

H      -4.575036     1.897654    -0.084087

H      -7.019338     2.118012    -0.260407

H      -7.447050    -2.141345     0.117456

H      -4.976083    -2.369982     0.291395

**********************************************



1B (X=H, Y=CF3): 

**********************************************

N       2.605707     1.532289    -0.471559

C       1.249062     1.449914    -0.535959

C       0.695082     0.194774    -0.391036

S       1.989810    -0.959932    -0.152370

C       3.156092     0.360097    -0.277457

C      -0.695063    -0.194518    -0.391117

S      -1.989818     0.960137    -0.152351

C      -3.156084    -0.359899    -0.277612

N      -2.605665    -1.532052    -0.471872

C      -1.249023    -1.449639    -0.536286

C      -4.602326    -0.156847    -0.145502

C       4.602341     0.156871    -0.145722

C       5.169203    -1.104301     0.067600

C       6.550881    -1.241716     0.219960

C       7.384201    -0.129832     0.154600

C       6.819749     1.131399    -0.069252

C       5.447889     1.280104    -0.217091

C      -5.169269     1.104244     0.068122

C      -6.550956     1.241499     0.220650

C      -7.384172     0.129568     0.155188

C      -6.819629    -1.131605    -0.068862

C      -5.447786    -1.280160    -0.216886

C       7.108553    -2.615814     0.491189

C       7.736437     2.326615    -0.138221

C      -7.736362    -2.326768    -0.138242

C      -7.108666     2.615711     0.491178

F       6.717468    -3.067230     1.704369

F       8.455046    -2.633580     0.466667

F       6.668087    -3.512093    -0.419029

F       8.407461     2.495030     1.022729

F       7.067583     3.467935    -0.391669

F       8.666923     2.171910    -1.107105

F      -6.714570     3.069462     1.702499

F      -8.455216     2.632748     0.470225

F      -6.671103     3.510636    -0.421799

F      -8.409377    -2.493815     1.021724

F      -7.067281    -3.468471    -0.389369

F      -8.665162    -2.172864    -1.108895

H       0.673049     2.353900    -0.702360

H      -0.672987    -2.353588    -0.702801

H       4.544194    -1.991387     0.118624

H       8.455923    -0.238854     0.272275

H       5.010580     2.256341    -0.383592

H      -4.544301     1.991359     0.119325

H      -8.455887     0.238447     0.273104

H      -5.010404    -2.256339    -0.383601

**********************************************



2A (X=F, Y=H): 

**********************************************

N       2.591360     1.564451     0.003519

C       1.232360     1.470537     0.006194

C       0.692231     0.201949     0.006820

S       2.008134    -0.957017     0.004550

C       3.162356     0.386324     0.002060

C      -0.692214    -0.201792     0.008302

S      -2.008144     0.957114    -0.001570

C      -3.162351    -0.386233     0.006155

N      -2.591323    -1.564316     0.014655

C      -1.232324    -1.470366     0.015917

C      -4.611669    -0.176065     0.002099

C       4.611670     0.176085    -0.000939

C       5.185457    -1.106252    -0.014405

C       6.567084    -1.273463    -0.017264

C       7.376138    -0.142492    -0.006624

C       6.843279     1.143260     0.006594

C       5.461986     1.298362     0.009377

C      -5.185542     1.106293    -0.004059

C      -6.567177     1.273405    -0.009312

C      -7.376153     0.142330    -0.008296

C      -6.843207    -1.143444    -0.001846

C      -5.461915    -1.298449     0.003180

F      -8.714192     0.296439    -0.012852

F       8.714172    -0.296701    -0.009360

H       0.643372     2.381747     0.007493

H      -0.643312    -2.381535     0.023096

H       4.551206    -1.988567    -0.023596

H       7.019671    -2.258998    -0.027940

H       7.509492     1.999795     0.014608

H       5.018706     2.287650     0.019608

H      -4.551368     1.988713    -0.004635

H      -7.019828     2.258961    -0.013896

H      -7.509355    -2.000067    -0.001014

H      -5.018569    -2.287755     0.007579

**********************************************



2B (X=H, Y=F): 

**********************************************

N       2.603123     1.537280    -0.228229

C       1.245221     1.454315    -0.264899

C       0.694381     0.194050    -0.155989

S       1.995647    -0.966054     0.011152

C       3.159626     0.360213    -0.090561

C      -0.694588    -0.197188    -0.154913

S      -1.995278     0.963783     0.010468

C      -3.159839    -0.362198    -0.087514

N      -2.603932    -1.539803    -0.222927

C      -1.245977    -1.457508    -0.260279

C      -4.608092    -0.144856    -0.014320

C       4.608042     0.144273    -0.016345

C       5.159568    -1.140017     0.119362

C       6.538829    -1.274588     0.195501

C       7.403742    -0.187740     0.141319

C       6.824986     1.070600     0.004037

C       5.454804     1.264517    -0.075509

C      -5.158082     1.140007     0.121863

C      -6.537234     1.276528     0.196052

C      -7.403561     0.190910     0.139874

C      -6.826297    -1.068103     0.002488

C      -5.456263    -1.263909    -0.075555

F       7.061650    -2.508223     0.324362

F       7.636459     2.142918    -0.054054

F      -7.639289    -2.139201    -0.057031

F      -7.058253     2.510960     0.324829

H       0.665337     2.363332    -0.384389

H      -0.666550    -2.367028    -0.378105

H       4.542992    -2.031197     0.166614

H       8.477817    -0.314396     0.202632

H       5.042001     2.260183    -0.177685

H      -4.540337     2.030276     0.170901

H      -8.477560     0.318904     0.199791

H      -5.044641    -2.260004    -0.178210

**********************************************



2C (X=Y=F): 

**********************************************

N       2.587340     1.567001     0.021403

C       1.229472     1.472824     0.026504

C       0.691987     0.202014     0.018605

S       2.007842    -0.954366     0.000660

C       3.156888     0.388489     0.008962

C      -0.692078    -0.203387     0.021415

S      -2.007644     0.953203    -0.003626

C      -3.157051    -0.389267     0.014530

N      -2.587795    -1.567755     0.037875

C      -1.229887    -1.473912     0.041269

C      -4.607487    -0.183704     0.004472

C       4.607443     0.183394     0.001733

C       5.176829    -1.099822    -0.022852

C       6.556098    -1.238579    -0.030001

C       7.394707    -0.125820    -0.013285

C       6.817603     1.144300     0.011021

C       5.443729     1.313694     0.018471

C      -5.176324     1.099774    -0.017194

C      -6.555512     1.239257    -0.026717

C      -7.394619     0.126822    -0.014877

C      -6.818085    -1.143626     0.006855

C      -5.444320    -1.313697     0.016417

F       7.111770    -2.459138    -0.053164

F      -8.722700     0.273100    -0.022888

F       8.722857    -0.271541    -0.019386

F       7.633215     2.208521     0.027761

F      -7.634299    -2.207440     0.018570

F      -7.110343     2.460151    -0.046878

H       0.639748     2.383374     0.038497

H      -0.640403    -2.384497     0.060256

H       4.570720    -1.999387    -0.037457

H       5.019351     2.309881     0.036864

H      -4.569910     1.999210    -0.026653

H      -5.020354    -2.310091     0.032910

**********************************************



3A (X=CN, Y=H): 

**********************************************

N       2.582501     1.567791    -0.295304

C       1.227252     1.466680    -0.342840

C       0.691784     0.199778    -0.223178

S       2.005949    -0.941381    -0.034012

C       3.154220     0.399076    -0.139823

C      -0.692139    -0.207789    -0.221326

S      -2.004678     0.934951    -0.030021

C      -3.154670    -0.404066    -0.133988

N      -2.584640    -1.573601    -0.289291

C      -1.229238    -1.474175    -0.338618

C      -4.602739    -0.208814    -0.037269

C       4.602721     0.207121    -0.042345

C       5.181972    -1.062433     0.126995

C       6.558314    -1.206403     0.238575

C       7.389339    -0.074921     0.179937

C       6.818117     1.198460     0.004842

C       5.442378     1.335691    -0.104714

C      -5.178652     1.062346     0.130473

C      -6.554769     1.210744     0.238703

C      -7.389052     0.081719     0.178622

C      -6.821127    -1.193377     0.005743

C      -5.445501    -1.334958    -0.100623

C       8.809664    -0.220012     0.297304

C      -8.809191     0.231378     0.292519

N       9.963024    -0.339784     0.393933

N      -9.962358     0.354879     0.386647

H       0.636051     2.366306    -0.477352

H      -0.639397    -2.374696    -0.473160

H       4.555435    -1.948810     0.174834

H       6.997056    -2.189682     0.371819

H       7.460592     2.071795    -0.041778

H       4.993177     2.313737    -0.234219

H      -4.549378     1.946714     0.178995

H      -6.990706     2.195477     0.369958

H      -7.466039    -2.064895    -0.041527

H      -4.998943    -2.314323    -0.228892

**********************************************



3B (X=H, Y=CN): 

**********************************************

N       2.606655     1.529451    -0.244695

C       1.249418     1.453133    -0.284416

C       0.695192     0.193572    -0.176216

S       1.990832    -0.971728    -0.007685

C       3.156270     0.349243    -0.107405

C      -0.695192    -0.193296    -0.176820

S      -1.990786     0.971526    -0.004697

C      -3.156272    -0.349055    -0.108755

N      -2.606717    -1.528875    -0.249596

C      -1.249465    -1.452499    -0.288915

C      -4.606473    -0.139428    -0.031839

C       4.606486     0.139477    -0.031101

C       5.175862    -1.134478     0.091234

C       6.567499    -1.286927     0.172644

C       7.407761    -0.167212     0.132150

C       6.837212     1.107524     0.006602

C       5.448628     1.262193    -0.074648

C      -5.175938     1.134536     0.089962

C      -6.567549     1.286868     0.172014

C      -7.407701     0.167033     0.132471

C      -6.837068    -1.107698     0.007275

C      -5.448501    -1.262260    -0.074461

C       7.133179    -2.600213     0.293788

C      -7.683733    -2.266635    -0.035482

N       7.589959    -3.665246     0.385863

C      -7.133364     2.600138     0.292693

C       7.683983     2.266346    -0.037130

N       8.364720     3.207918    -0.072823

N      -8.364439    -3.208260    -0.070355

N      -7.590488     3.665050     0.384449

H       0.673982     2.364623    -0.405030

H      -0.674064    -2.363646    -0.412263

H       4.550960    -2.021568     0.123978

H       8.483271    -0.284774     0.196569

H       5.009609     2.248263    -0.168095

H      -4.551110     2.021716     0.121559

H      -8.483195     0.284504     0.197316

H      -5.009421    -2.248322    -0.167686

**********************************************



3B (X=Y=CN): 

**********************************************

N       2.589480     1.555023    -0.294721

C       1.235146     1.466217    -0.338980

C       0.693114     0.199340    -0.230193

S       1.997991    -0.952556    -0.056435

C       3.149392     0.378872    -0.153218

C      -0.693203    -0.199786    -0.230902

S      -1.998367     0.952176    -0.061102

C      -3.149513    -0.379385    -0.156150

N      -2.589471    -1.555705    -0.296096

C      -1.235065    -1.466918    -0.338558

C      -4.599225    -0.188129    -0.070538

C       4.599034     0.187814    -0.067150

C       5.185207    -1.076925     0.072660

C       6.573147    -1.219624     0.167135

C       7.412477    -0.083445     0.122593

C       6.816519     1.191717    -0.022781

C       5.429585     1.319215    -0.116384

C      -5.185101     1.076792     0.069376

C      -6.572909     1.219500     0.166014

C      -7.412491     0.083569     0.122687

C      -6.816916    -1.191767    -0.023732

C      -5.430101    -1.319366    -0.118720

C       7.128423    -2.533752     0.306729

C      -7.627917    -2.373423    -0.072981

N       7.547888    -3.612158     0.414806

C      -7.127328     2.533819     0.307619

C       7.627046     2.373728    -0.072571

N       8.250898     3.353262    -0.114808

N      -8.252970    -3.352285    -0.113355

N      -7.544861     3.612889     0.417002

C       8.830950    -0.220872     0.223069

C      -8.830749     0.221288     0.225367

N      -9.984572     0.337906     0.310903

H       0.651147     2.371850    -0.462748

H      -0.650858    -2.372697    -0.460240

H       4.573107    -1.972292     0.110783

H       4.981343     2.299624    -0.223690

H      -4.573463     1.972549     0.106027

H      -4.981976    -2.299916    -0.225816

N       9.984978    -0.336634     0.306827

**********************************************



