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The conformational spaces and dynamic stereochemistry of
representative overcrowded homomerous bistricyclic aromatic
enes (1, X = Y) are investigated, applying the semiempirical
PM3 method. The experimental energy barriers for E,Z iso-
merizations, enantiomerizations, and conformational inver-
sions of 1 and related compounds, derived from DNMR and
other kinetic studies, are reviewed. This study focuses on the
analysis of the minima, transition states, and dynamic mechan-
isms of the conformational isomerizations of bifluorenylidene
(2), dixanthylene (3), dithioxanthylene (9), and bi-5H-di-
benzo[a,d]cyclohepten-5-ylidene (11). The four representative
bistricyclic enes differ in the sizes of their central rings and in
their bridging groups. The mechanisms of the interconversions

1. Introduction

The bistricyclic aromatic enes[1,2] (1) have fascinated
chemists since bifluorenylidene (2) was synthesized in
1875,[3] dixanthylene (3) was synthesized in 1895,[4] and
thermochromism and piezochromism were revealed in bi-
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of the twisted, anti-folded, and syn-folded conformations and
of thermal E,Z isomerizations (topomerizations), enantiomeriz-
ations, and conformational inversions (including combinations)
are elucidated. The calculated energy barriers for E,Z topomer-
izations of 2, 3, 9, and 11 are 25.3, 16.4, 24.3, and 39.3 kcal/
mol, respectively. The corresponding barriers for enantiomeriz-
ations or conformational inversions are 4.9, 15.9, 24.3, and 37.6
kcal/mol, respectively. In most cases, the agreement with ex-
perimentally determined values is within 1−3 kcal/mol. New
mechanisms are proposed for the E,Z isomerizations and con-
formational inversions of anti-folded 3, 9, and 11, involving
low-symmetry folded/twisted transition states and the respect-
ive syn-folded intermediates.

anthrone (4).[5,6] They can be classified into homomerous
bistricyclic enes (1, X 5 Y) and heteromerous bistricyclic
enes (1, X ? Y).[7] They may be viewed as bridged tetraaryl-
ethylenes or as tetrabenzofulvalenes. These systems are at-
tractive substrates for the study of the ground state con-
formations and dynamic stereochemistry of overcrowded
polycyclic aromatic enes (PAEs).[1,2,8,9] The topic of bis-
tricyclic enes has been reviewed previously.[1,2,9,10,11]

Thermochromic and photochromic bistricyclic enes are
candidates for potential molecular switches.[12216] Bifluor-
enylidene (2) and bi-4H-cyclopenta[def]phenanthren-4-ylid-
ene (5),[17] with their central five-membered rings, are fuller-
ene fragments, and potential starting materials for the pre-
paration of buckyballs.[18227] Lucigenin (6), a dicationic salt
derived from N,N9-dimethylbiacridan (1, X,Y: NCH3), was
considered the most powerful of all synthetic chemilumines-
cent substances.[28,29] Bianthrone (4) is found in plants,[30]
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and its derivatives are topologically related to the natural
product hypericin (7), abundant in St. John’s wort (hyper-
icum perforatum, German: Johanneskraut), an important
remedy for depression,[31,32] and an antiretroviral agent with
potential anti-AIDS capabilities.[33,34]

The thermochromism in solution of bianthrones, dixan-
thylenes, and several other bistricyclic enes has been shown
to result from a thermal equilibrium between two distinct
and interconvertible conformers (A r

R B), where A is the
ground state, anti-folded, yellow conformer, and B is the
thermochromic, green or blue, twisted conformer.[11,35240]

Conformers of type A and B have also been detected (along
with other conformers) in studies of the photochromic and
piezochromic phenomena exhibited by bianthrones, dixan-
thylenes, and some other bistricyclic enes. It is generally ac-
cepted that the thermochromic B conformer and the photo-
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chromic B conformer are identical. Syn-folded conformers
of bistricyclic enes with central six-membered rings have
been reported as metastable conformations 2 the photo-
chromic E form 2 in the cases of, for example, 10,109-di-
methylbiacridan (8) (1, X,Y: NCH3), dithioxanthylene (9)
(1, X,Y: S), and the methylene-bridged bistricyclic ene 10
(1, X,Y: CH2).[39242] Piezochromism of bistricyclic enes has
so far gained only little attention.[40,43] Values of ∆Η° have
been determined for the thermochromic equilibrium A r

R B
in bianthrones and dixanthylene.[38,44246] No direct correla-
tion was found between ∆Η° values and possible steric in-
teractions in the fjord regions.[38] The thermal decay of the
colored B species of 2,29-bis(trifluoromethyl)bianthrone has
been studied by laser flash photolysis (∆H‡

BRA). The rela-
tionship between the thermochromic process and the fast
thermal E,Z isomerization found in the bianthrone series
indicated that both thermal phenomena have a common
highest transition state.[38] Thermochromism has also been
found in the solid state.[47,48] The A R B transformation
can be triggered not only by heating, photoexcitation, and
pressure, but also by electrochemical redox cycles.[2,49259]

The important role of conformational equilibrium and kin-
etics in electrode reactions in the bianthrone series has
been noted.[58]

This microreview is focused mainly on the analysis of the
minima and transition states of the conformational spaces
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for a set of representative homomerous bistricyclic aromatic
enes, with the emphasis on the mechanisms of conforma-
tional isomerizations. This set was selected from the 45 bi-
stricyclic enes previously reviewed,[2] for a detailed study of
conformational behavior. This study includes a search for
possible conformations of lower symmetry, and for trans-
ition states involved in conformational isomerizations, in-
cluding enantiomerizations and/or inversions of the con-
formations. The mechanisms of the dynamic stereochem-
istry are elucidated. The homomerous bistricyclic enes
studied are bifluorenylidene (2) (1, X,Y: 2), dixanthylene
(3) (1, X,Y: O), dithioxanthylene (9) (1, X,Y: S), and bi-5H-
dibenzo[a,d]cyclohepten-5-ylidene (11) (1, X,Y: CH5CH).
The four homomerous enes differ in the size of their central
rings and in their bridging groups. The conformational en-
ergies of the twisted conformations, relative to the respect-
ive anti-folded conformations, have been shown to vary over
a wide range of values: 24.6 kcal/mol to 150.5 kcal/mol.[2]

The semiempirical method PM3 was employed.[60] For bi-
stricyclic enes, PM3 geometries are close to those found by
X-ray crystallography.[2]

Intramolecular Overcrowding is a steric effect shown by
aromatic structures in which certain (intramolecular) dis-
tances between nonbonded atoms are smaller than the sum
of the van der Waals radii of the atoms involved.[61,62] The
bistricyclic aromatic enes 1 are overcrowded in the fjord
regions. This intramolecular overcrowding requires out-of-
plane deformations to alleviate prohibitively close contacts
of nonbonded atoms in the fjord regions on both sides of
the central double bond (C95C99) resulting from the
sterically demanding tricyclic moieties.

A variety of conformations has been identified in the
homomerous bistricyclic enes series.[1] The nonplanarity of
bifluorenylidene was inferred as early as 1935, from the di-
pole moment of 2,29-difluorobifluorenylidene.[63] Red bi-
fluorenylidene (2), with central five-membered rings, adopts
a twisted conformation.[7,35,64267] Yellow dixanthylene
(3)[7,47,48,68] and bianthrone (4),[7,69271] with central six-
membered rings, are anti-folded with boat-shaped central
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rings. Colorless 5,59-bi-5H-dibenzo[a,d]cycloheptenylidene
(11), with central seven-membered rings, can adopt both an
anti-folded and a syn-folded conformation.[72276] 1H NMR
spectroscopy has been used to distinguish between twisted,
anti-folded, and syn-folded conformations of 1 in solu-
tion.[2,77]

1.1 Nonplanarity in Overcrowded Bistricyclic Enes

Two principal modes of out-of-plane deformations of
enes are considered: twisting around the double bond and
out-of-plane bending.[10,78] In 1, the bending is brought
about by folding about the C9···X and C99···Y axes of the
tricyclic moieties at both ends of the central ene, resulting
in boat conformations in the central rings.

The pure twist ω of the central ethylene group is defined
as the average of the signed torsion angles
τ(C9a2C92C992C9a9) and τ(C8a2C92C992C8a9):[1]

ω 5 1/2 [τ(C9a2C92C992C9a9) 1 τ(C8a2C92C992C8a9)] (1)

In addition to the twist in the double bond, the carbon
atoms C9 and C99 of the ethylene group may be
pyramidalized.[79285] This out-of-plane deformation results
in a change in the pure sp2 hybridization (towards
sp3),[80,81,83] and improves the π-overlap across the adjacent
formal single bonds.[85] Pyramidalization of C9 and C99 may
lead to syn and to anti pyramidalization, as shown in Fig-
ure 1.

Figure 1. Hybridization in syn- and anti-pyramidalized double
bonds

Various measures for pyramidalization have been used in
the literature.[80284] In this study, the pyramidalization
angle χ(C9) 2 defined as the improper torsion angle
τ(C9a2C92C992C8a) minus 180° 2 will be used:

In syn-pyramidalized double bonds, the pyramidalization
angles χ(C9) and χ(C99) have identical signs, whereas in anti-
pyramidalized double bonds they have opposite signs.

The degree of nonplanarity of the tricyclic moieties may
be measured by the dihedral angles A2B and C2D of the
least-squares-planes defined by the carbon atoms of the
peripheral benzene rings.

1.2 Types of Conformations

The classification scheme adopted for the conformational
types of bistricyclic enes is given in Table 1. The schematic
projections along the C95C99 bond should not be confused
with Newman projections of the central double bond. The
lines represent the peripheral benzene rings of the tricyclic
moieties.
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Table 1. Conformational types of bistricyclic enes

In the cases where two out-of-plane modes are combined,
their order of listing is used to designate the dominant
mode. Thus, ta is closer to a twisted conformation, while at
is closer to an anti-folded conformation. The symbols au
and su describe unequally folded conformations close to
anti- and syn-folded conformations (a and s, respectively).
In the same spirit, symbols tau, tsu, aut, and sut may be
defined; however, in this work, the shorter symbols tf and
ft will be preferred for conformations of these types. It
should be noted that this classification according to con-
formation types is empirical and qualitative.

1.3 Chirality

The helicity of the central double bond in twisted con-
formations of 1 introduces an inherently chiral structural
element.[86] The chirality sense, or helicity, defined by the
sign of the pure ethylenic twist ω (vide infra), is indicated
by subscripts P and M, following the Klyne2Prelog con-
vention (Figure 2).[87] This chirality of the central ethylene
group vanishes in planar conformations (ω 5 0° or 180°)
and in orthogonally twisted conformations (ω 5 690°).

Figure 2. Definition of helicity in twisted central double bonds
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In substituted bistricyclic enes, the folding of the tricyclic
moiety introduces another, independent element of chiral-
ity,[88] reminiscent of a tripodal unit.[86] The assignment of
chirality sense (configuration) for a tripodal unit requires
two rules: a sequence rule and a conversion rule (or assign-
ment rule), as provided by the Cahn Ingold Prelog (CIP)
system.[86,89] In this work, the atom C9 is chosen to define
the center of the tripod, and the atoms C1, C8, and C99

define the ‘‘ligands’’ in the given sequence, assuming relat-
ive priorities X . C and R . H. This is in agreement with
the CIP rules, which allow ranking of the three tree-graph
ligands of C9, based on the atoms three and four bonds
from the center:[86]

C9a{C[X(C), C(C,H)], C[C(C,R), H]} .
C8a{C[X(C), C(C,H)], C[C(C,H), H]} .
C99{C[C(Y,C), C(C,H)], C[C(Y,C), C(C,H)]}
The assignment of chirality sense 2 R or S 2 for substi-
tuted, folded tricyclic moieties is illustrated in Figure 3.
Note that unsubstituted folded moieties are achiral, but
nevertheless may be assigned handedness in a labeled
atom sense.

Figure 3. Assignment of chirality sense 2 R or S 2 for substituted,
folded tricyclic moieties

1.4 Conformations and Point Group Symmetry

Combination of the above classification schemes and de-
scriptors with a symmetry analysis based on the point
groups leads to a detailed classification of the conforma-
tions, symmetry, and chirality of overcrowded homomerous
bistricyclic aromatic enes. The results are summarized in
Table 2. A preliminary classification was presented in ref.[7]

In Table 2, the homomerous unsubstituted and disubsti-
tuted classes are arranged in columns. Each of the basic
conformation 2 p, t', t, a, s, and f 2 is listed in a separate
block. Conformational symbols and the point group sym-
metry are given, along with the chirality or achirality of the
conformation. The E and Z isomers, the helicity of the cent-
ral double bond (P, M), and the chirality of the (substi-
tuted) folded moieties (R, S) are indicated by subscripts.
For each of the basic conformations the highest point group
is listed first, followed by the subgroups. In cases where the
point group symmetry, in addition to the basic conforma-
tional mode, allows twisting, anti-folding, or syn-folding,
this is indicated using symbols for mixed conformations 2
ta, at, ts, st, au, su, and f. Note that, from a symmetry point
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Table 2. Conformations, symmetry, and chirality of homomerous
bistricyclic aromatic enes (1, X 5 Y)

[a] For chiral conformations, only one enantiomer (P) is given. Con-
formations with C1 symmetry are represented by ft, listed at the
bottom of the table. 2 [b] See this point group further down in this
column. 2 [c] In this orientation of the point group C2v, the
reflection planes are the diagonal planes y 5 x and y 5 2x, re-
spectively. 2 [d] The reflection plane is the plane y 5 x. 2 [e] The
two moieties have opposite chirality sense. 2 [f] The relative direc-
tion of folding of the two moieties is syn. 2 [g]The relative direction
of folding of the two moieties is anti.

of view, the magnitude of the contributions of two modes
in a mixed conformation is irrelevant. The point group and
symmetry properties are identical. However, the conforma-
tions may look significantly different (vide infra). Any con-
formation combining three modes (t, a, and s) of out-of-
plane deformation has point group C1.

1.5 Dynamic Stereochemistry

In bistricyclic enes, three fundamental dynamic processes
have been observed:
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(a) E,Z isomerization as illustrated in Figure 4
(b) enantiomerization or conformational inversion: inver-

sion of the helicity in twisted 1 (Figure 5), or inversions of
the boat conformations in the central rings of anti-folded
1 (Figure 6);

(c) syn, anti isomerization (s R a) as illustrated in Fig-
ure 7.

It should be noted that enantiomerization and conforma-
tional inversion may also be considered in processes (a)
and (c).

Figure 4. Thermal E,Z isomerization of 2,29-disubstituted bi-
stricyclic enes

Figure 5. Enantiomerization of twisted bistricyclic enes

Figure 6. Conformational inversion of anti-folded bistricyclic enes

Figure 7. The syn,anti isomerization of bistricyclic enes
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The dynamic stereochemistry of bistricyclic aromatic

enes has been reviewed recently.[11] The dynamic processes
of bifluorenylidenes and of the homomerous bistricyclic
enes with central six-membered rings have been extensively

Table 3. Experimental Gibbs energies of activation for thermal E,Z isomerizations [∆Gc
‡(E,Z)] of disubstituted bistricyclic enes

Parent Bridges Substituents ∆Gc
‡(E,Z) Method

system X, Y [kcal/mol]

2 2 2,29-di-Me 25.0 DNMR [67]

3 O 2,29-di-Me 17.1 DNMR [68]

4 CO 2,29-di-Me 20.0 DNMR [96,98]

8 NCH3 2,29-di-Me 20.8 DNMR [71]

10 CH2 2,29-di-Me 23.8 DNMR [77]

9 S 2,29-di-Me 27.4 kinetic[a] [103]

2 2 2,29-di-F .25 DNMR [93]

2 2 2,29-di-NH2 25 kinetic[b] [90]

3 O 2,29-di-iPr 17.5 DNMR [68]

3 O 2,29-di-tBu 18.0 DNMR [68]

3 O 2,29-di-OMe 18.4 DNMR [92]

4 CO 2,29,3,39-tetra-Me-6,69-Br 20.3 DNMR [98]

4 CO 2,29-di-O-iPr 21.0 DNMR [92]

4 CO 2,29-di-CF3 21.5 DNMR [96,98]

8 NCH3 2,29-di-Et 21.4 DNMR [71]

8 NCH3 2,29-di-tBu 21.8 DNMR [71]

8 NCH3 2,2-di-OCH326,69-Cl 20.3 DNMR [71,96]

12 2 2,3:29,39-dibenzo 23.5 DNMR [94]

13 CO 2,29-di-Me, 6,7:69,79-dibenzo 21.6 DNMR [98]

14 CO 2,29-di Me, 5,6:59,69-dibenzo 22.7 DNMR [98]

15 CO 2-Me 14.6 DNMR [99]

16 CH2 2,29-di-Me, 6,7:69,79-dibenzo 24.0 DNMR [77]

2 2 1,19-di-F .22.4 DNMR [93,94]

2 2 1,19-di-Cl [c] DNMR [93]

2 2 1,19-di-Me 19.0 DNMR [93]

2 2 1,19-di-CO2Me 20.1 DNMR [91,92]

2 2 1-CO2Me, 19-CO2-IPr 20.9 DNMR [91,92]

[a] Isomerization kinetics followed by HPLC. 2 [b] Activation energy EA from E,Z isomerization kinetics, followed by column chromatog-
raphy and photometry. 2 [c] A coalescence point Tc ø 140 °C was reported, see ref.[93]

Table 4. Experimental Gibbs energies of activation for thermal enantiomerizations and conformational inversions [∆Gc
‡(inv)] of bis-

tricyclic enes

Parent Bridges Substituents ∆Gc
‡(inv) Method

system X, Y [kcal/mol]

2 2 2-CH(CH3)2 10.5 DNMR [67]

3 O 2,29-di-CH(CH3)2 17.7 DNMR [68]

10 CH2 2,29-di-CH3 23.4 DNMR [77]

C(CH3)2 .25.8 DNMR [77]

9 S 2,29-di-CH3 27.4 kinetic[a] [103]

9 S 2-CH3 27.3, 27.4 kinetic[b] [16,103]

9 S 2,29-di-CH2OH, 7,79-di-OCH3 26.7 kinetic[b] [105]

S, O 2-CH3 ,20 kinetic[b] [103]

S, C(CH3)2 2-CH3 25.1 kinetic[b] [103]

S, NCH3 2-CH3 21.3 kinetic[b] [16,103]

CH2 2,29-di-Me, 6,7:69,79-dibenzo 23.1 DNMR [77]

S 1,2-benzo 28.6 kinetic[b] [104]

S 1,2-benzo 28.4 kinetic[b] [16]

O, S 1,2-benzo 26.7 kinetic[b] [16]

S, O 1,2-benzo 25.9 kinetic[b] [16]

17 2 2,29-di-CONH-CHMePh 11.5 DNMR [101]

18 2 2,29-tethered 12.0 DNMR [100,101]

19 2 2,29,7,79-tetra-tBu 15.0 DNMR [102]

2 2 1,19-di-CO2-iPr 21.0 DNMR [91,92]

2 2 1-CO2Me, 19-CO2iPr 20.8 DNMR [91,92]

3 O 1,19,3,39-tetra-OCH(CH3)2 24.1 DNMR [92]

4 CO 1,19-di-OCH(CH3)2 25.8 DNMR [92]

[a] Isomerization kinetics followed by HPLC. 2 [b] Racemization kinetics followed by polarimetry.
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studied.[68,71,77,902105] The experimental Gibbs energies of
activation for thermal E,Z isomerization [∆Gc

‡(E,Z)] of di-
substituted bistricyclic enes are reviewed in Table 3. Table 4
summarizes the Gibbs energies of activation for thermal en-
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antiomerizations and conformational inversions [∆Gc

‡(inv)]
of representative homomerous and heteromerous bi-
stricyclic enes.

The dynamic stereochemistry of bifluorenylidenes has
been a controversial issue[11,91293,102,106,107] since the seminal
communication in 1970 on the conformational behavior of
1,19-bis(alkoxycarbonyl)bifluorenylidenes.[91] These over-
crowded diesters showed low barriers (∆Gc

‡ 5 20221 kcal/
mol) both for E,Z isomerizations and for conformational in-
versions.[91] The conformational behavior of 1,19-disubsti-
tuted bifluorenylidenes was found to be strongly substituent-
dependent.[91,93] In 1,19-difluoro- and 2,29-difluoro-9H-biflu-
oren-9-ylidene, ∆Gc

‡(E,Z) is . 25 kcal/mol.[91,93] In 2,29-di-
methyl-9H-bifluoren-9-ylidene, which closely resembles the
parent system 2, ∆Gc

‡(E,Z) is 25.2 kcal/mol.[67] (E)- and (Z)-
2,29-diamino-9H-bifluoren-9-ylidene have been separated by
column chromatography, and the Arrhenius activation en-
ergy of their interconversion determined to be 25 kcal/
mol.[90] In (E,Z)-11,119-bis(11H-benzo[b]fluoren-11-ylidene)
(12), the lower barrier of ∆Gc

‡(E,Z) 5 23.5 kcal/mol, has
been attributed to an enhanced stabilization of an ortho-
gonal diradical transition state.[95]

The free energies of activation for thermal enantiomeriz-
ation of bifluorenylidenes are remarkably low, and an at-
tempt to resolve them has failed.[108] The enantiomerization
barrier of 2-isopropyl-9H-bifluoren-9-ylidene is 10.5 kcal/
mol.[67] Barriers of 11.5 kcal/mol for rapid equilibration be-
tween two diastereomers of N,N9-bis[(R)-1-phenylethyl]-
(Z)-9H-bifluoren-9-ylidene-2,29-dicarboxamide (17) and
12.0 kcal/mol for ‘‘racemization’’ of a chiral (Z)-2,29-
tethered bifluorenylidene 18 have been reported.[100,101] A
‘‘racemization’’ barrier of ∆Gc

‡(inv) 5 15.0 kcal/mol was re-
ported for a 4,49-bis(cyclohepta[def]fluorenylidene).[102] The
higher barriers for ‘‘racemization’’ of bifluorenylidenes with
additional steric constraints[1002102] do not reflect the in-
trinsic enantiomerization barrier of the parent hydrocar-
bon 2.
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The low barriers associated with the E,Z isomerization
of the bistricyclic enes with central six-membered rings
[∆Gc

‡(E,Z) 5 14.6227.4 kcal/mol] were interpreted predom-
inantly in terms of ground-state destabilization due to steric
strain and overcrowding, rather than in terms of stabiliza-
tion of the biradical transition state.[96,97] These barriers are
considerably lower than the E,Z isomerization barriers for
substituted tetraarylethylenes.[109] For example, the Arrhen-
ius activation energy for thermal E,Z isomerization of 1,2-
diphenyl-1,2-bis(4-methylphenyl)ethylene is 35.3 kcal/
mol.[109]

The increase in ∆Gc
‡(E,Z) with the bulkiness of the 2,29-

substitutents (Me , Et , iPr , tBu) in the N,N9-dimethyl-
biacridane (8) (1, X,Y: NMe)[71] and dixanthylene (3) (1,
X,Y: O)[68] series was interpreted in terms of R(2)···H(29)-
type secondary steric interactions in the folded/twisted
transition state.[68,71] This indicated that the orthogonally
twisted biradical transition state is not the highest trans-
ition state in an E,Z isomerization.[68,71]

In the bianthrone (4) and the methylene-bridged bi-
stricyclic ene (10) series, ∆Gc

‡(E,Z) values are not lowered
by benzannulation of the parent systems (Table 3). In the
dibenzobianthrone analogs 13 and 14, ∆Gc

‡(E,Z) values
were even somewhat higher than that of 2,29-dimethyl-4
[21.5 kcal/mol (13) and 22.7 kcal/mol (14) versus 20.2 kcal/
mol].[98] This benzoannulation effect ruled out the ortho-
gonally twisted biradical conformations as the highest
transition states for the E,Z isomerizations in 1 with central
six-membered rings (in contrast to the situation in bifluor-
enylidenes).[98] It is interesting to note the significantly
lower ∆Gc

‡(E,Z) value of 14.6 kcal/mol for the bianthrone
analog 15, bearing a sterically less demanding azulene moi-
ety.[99]
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The barriers for conformational inversion and for E,Z

isomerization of 2,29-disubstituted dixanthylenes, dithio-
xanthylenes, and methylene-bridged 10 are identical, within
experimental error.[68,77,103] This argues in favor of a com-
mon highest transition state for both dynamic pro-
cesses.[68,77]

Feringa et al. have shown that, for a series of substituted
bistricyclic enes 1: X 5 S, Y 5 S, C(CH3)2, NCH3, and O,
the racemization barriers (27.4, 25.1, 21,3, and , 20.0 kcal/
mol, respectively) depend upon the aryl2Y bond
lengths.[103] It should be noted that, in these 2-methyl-sub-
stituted bistricyclic enes, a racemization may be due to a
conformational inversion or to an E,Z isomerization.[103]

The high barrier for the dithioxanthylene (9) derivatives 2
27.4 kcal/mol 2 permitted a separation of the three ste-
reoisomers (the achiral aE-RS9, and the enantiomers aZ-RR9

and aZ-SS9).[103] The syn r
R anti isomerization barrier of bi-

5H-dibenzo[a,d]cyclohepten-5-ylidene (11) was found to be
even higher 2 ∆G‡

347 5 36.4 kcal/mol 2 in a bistricyclic ene
with central seven-membered rings.[73]

A PM3 study of the a r
R t conformational isomerization

of bianthrone (4) has previously been reported.[110,111] PM3
results on bifluorenylidene (2), dixanthylene (3), diseleno-
xanthylene (1, X,Y: Se), ditelluroxanthylene (1, X,Y: Te),
the methylene-bridged ene 10, and the isopropylidene-
bridged 1 (1, X,Y: C(CH3)2) have been reported.[7,77,112]

Two earlier MINDO/3 studies of the a r
R t isomerization of

bifluorenylidene and bianthrone, using partially optimized
structures with fixed bond lengths and angles and planar
benzene rings, have been reported.[113,114] Recently, ab initio
DFT calculations on twisted bifluorenylidene (2) and anti-
folded bianthrone (4) (B3LYP/6231G*), and of anti- and
syn-folded vinylidene-bridged 1 (1, X,Y: C5CH2) (B3LYP/
6231G*//HF/6231G*) have been reported.[21,115] A PM3
study of the conformational space of the heteromerous
fluorenylidene-xanthene (1, X: O, Y: 2) has been reported
very recently.[116]

1.6 Methods

The geometries of all conformations were fully optimized
using the semiempirical method PM3[60] as implemented in
the program MOPAC6.[117,118] Optimization criteria were
increased and a gradient norm below 0.1 enforced in order
to secure reproducible results.[119] Vibrational frequencies
were calculated for all conformations.[120] The conforma-
tional space was searched comprehensively for conforma-
tions of lower symmetry, in particular for transition states
of dynamic processes. Internal coordinates pertaining to
twisting, folding, bending, and the passage of the two hy-
drogen atoms in a fjord region were incrementally raised or
decreased in 2° steps. The other geometrical parameters
were optimized at each point. All minima and maxima
found in these searches were used as starting points for op-
timizations.[121] Intrinsic reaction coordinates (IRC)[122]

were calculated to identify unambiguously the reactant and
product of each transition state, verifying that no interme-
diates were missing among the various potential conforma-
tions and in order to elucidate the mechanisms of the dy-
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namic stereochemistry in detail. For the orthogonally
twisted biradicals, no IRC calculations were carried out, be-
cause these calculations would have been excessively de-
manding.

2. Bifluorenylidene

Bifluorenylidene (2) (1, X,Y: 2), the smallest over-
crowded bistricyclic aromatic ene, is a unique case among
the homomerous bistricyclic enes, because of its central 5-
membered rings. This topology introduces a bias towards
planarity of the tricyclic moieties, while at the same time
rendering these tricyclic moieties sterically less demanding,
especially in twisted conformations.[2] Bifluorenylidenes are
the only known homomerous bistricyclic aromatic enes with
a twisted global minimum conformation.[35,64267] The 2D
structure and atom labeling is shown in Figure 8.

Figure 8. Structure and atom labeling of bifluorenylidene (2)

2.1 Conformers and Transition States

For bifluorenylidene (2), 4 minimum energy conforma-
tions, 5 transition states, and 2 higher order saddle points
were computed. The results of the PM3 calculations are
summarized in Table 5. The conformations are listed in or-
der of increasing energy. The shorthand symbols for the
various conformations are derived from the conformational
type (see Table 1). Transition states and higher order saddle
points are indicated by square brackets ([ ]) and double
square brackets (|[ ]|), respectively. Some 3D projections of
minima and transition states are shown in Figure 9 and Fig-
ure 10, respectively.

The global minimum twisted/anti-folded conformation ta
has a pure ethylenic twist of ω 5 31.5° and is slightly
folded, with A2B 5 3.8°. The nonbonding distance
H8···H89 (1.78 Å) is highly overcrowded (22% overlap of the
van der Waals radii).[123]

The anti-folded/twisted conformation at is a local min-
imum with a relative energy of 4.3 kcal/mol and character-
ized by a high degree of folding (A2B 5 20.9°), and consid-
erably less twisting (ω 5 11.4°). This structure has the
shortest double bond of all bifluorenylidene conformations
(1.353 Å). The nonbonding distance H8···H89 (1.71 Å) is
highly overcrowded (26% overlap).

The C2h-symmetric, anti-folded conformation a is a local
minimum with a relative energy of 4.8 kcal/mol, 0.5 kcal/
mol higher than that for the at conformation. The fluorenyl-
idene moieties are folded by A2B 5 20.8°. There is no
pure ethylenic twist ω. The atoms of the central double
bond are anti-pyramidalized, with χ 5 77.9°. The fjord
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Table 5. Conformations of bifluorenylidene (2) calculated by PM3

Conformation [a] PM3 ∆Hf° ∆∆Hf° ω[b] Folding Bond χ(C9) C1···C19 C1···H19 H1···H19

[kcal/mol] [kcal/mol] [°] A2B [°] C95C99 C8···C89 C8···H89 H8···H89

ta twisted/ ta-C2 (y) Min 140.7 0.0 31.5 3.8 1.357 22.4 3.06 2.50 2.29
anti-folded 3.16 2.39 1.78

t twisted t-D2 Min 140.9 0.2 30.2 2.5 1.358 0.0 3.08 2.36 1.88
[ta-t] ta-C2 (y) TS 140.9 0.2 30.3 2.5 1.358 20.4 3.07 2.37 1.94

3.09 2.36 1.86
at anti-folded/ ta-C2 (y) Min 145.0 4.3 11.4 20.9 1.353 29.2 2.92 2.45 2.37

twisted 3.14 2.37 1.71
a anti-folded a-C2h (y) Min 145.5 4.8 0.0 20.8 1.354 27.9 2.99 2.29 1.86
[at-a] ta-C2 (y) TS 145.5 4.8 0.8 20.8 1.354 27.9 2.98 2.29 1.88

2.99 2.29 1.84
[ta-at] ta-C2 (y) TS 145.6 4.9 23.3 16.6 1.357 28.9 2.90 2.51 2.55

3.36 2.52 1.58
[s] syn-folded s-C2v (x) TS 149.0 8.4 0.0 22.5 1.355 22.2 3.11 2.51 1.64
|[a-s]| su-Cs (xz) 2 149.3 8.6 0.0 11.0 1.356 15.3 3.10 2.66 1.66

30.3[c] 22.8[c] 2.25[c]

[t'] 90°-twisted t'-D2d TS 165.9 25.2 90.0 0.0 1.437 0.0 4.37 4.09 4.07
|[p]| planar p-D2h 3 170.2 29.6 0.0 0.0 1.375 0.0 3.07 2.18 1.16

[a] Minimum (Min), transition state (TS), or number of imaginary frequencies of a higher order saddle point. 2 [b] Pure twist of central
ethylene group. 2 [c] Refers to second moiety.

Figure 9. 3D projections of the twisted/anti-folded global minimum
conformation ta (left), the anti-folded/twisted local minimum con-
formation at (center), and the anti-folded local minimum con-
formation a (right) of bifluorenylidene (2)

Figure 10. 3D projections of the transition states [ta-at] (left), [s]
(center), and [t'] (right) of bifluorenylidene (2)

regions are highly overcrowded: C···C 5 2.99 Å, C···H 5
2.29 Å, and H···H 5 1.86 Å (13%, 20%, and 19% overlap).

The transition state [ta-at] has a relative energy of
4.9 kcal/mol, and is highly twisted (ω 5 23.3°) and folded
(A2B 16.6°). The ethylene group bond angles C9a2C92C99

(123.2°) and C8a2C92C99 (132.6°) differ by 9.4°, indicating
a high degree of in-plane bending. In this structure, the dif-
ferences between corresponding geometrical parameters on

Eur. J. Org. Chem. 2001, 15234 23

the left- and right-hand side of the molecule are the largest
observed in all the conformations of bifluorenylidene. The
nonbonding distances are C1···C19 5 2.90 Å versus
C8···C89 5 3.36 Å, and H1···H19 5 2.55 Å versus H8···H89 5
1.58 Å. The hydrogen atoms H8 and H89 are in the process
of passing one another at a distance reflecting 31% overlap.
This is the ‘‘edge passage’’[50,104] where the two bucking hy-
drogen atoms of one fjord region pass one another.

The twisted conformations ta and t, the anti-folded/
twisted conformation at, and the anti-folded conformation
a are part of an isomerization cycle, which also involves the
corresponding enantiomeric conformations and is the basis
of the low energy thermal enantiomerization mechanism of
bifluorenylidene illustrated in Figure 11. The connectivity
of the various transition states and minima was verified by
IRC calculations.

The syn-folded conformation [s] with C2v symmetry is a
transition state for an alternative enantiomerization of the
twisted conformation t, with a barrier of 8.4 kcal/mol,
shown in Figure 12. The folding dihedral A2B is 22.5° and
syn-pyramidalization χ 5 22.2°. In this transition state,
both pairs of bucking hydrogen atoms pass one another
simultaneously at a distance of 1.64 Å, (29% overlap).[123]

The conformation |[a-s]| is the highest point on the Cs-
symmetric minimum energy pathway from a to [s]. How-
ever, this stationary point is a second order saddle point
with two imaginary frequencies, and therefore does not
qualify as transition state.[124]

The orthogonally twisted D2d conformation [t'] is a bi-
radical and the transition state for rotation of t about the
central double bond. The orthogonal biradical has a relat-
ive energy of 25.2 kcal/mol. Both fluorenylidene moieties
are planar, and there is no overcrowding in this structure.
The transition state [t'] serves as a model for the E,Z iso-
merization in disubstituted bifluorenylidenes (Figure 13).
It should be noted that, in disubstituted bifluorenylidenes,



P. U. Biedermann, J. J. Stezowski, I. AgranatMICROREVIEW

Figure 11. Scheme of the dynamic mechanism for the interconversion of the twisted and anti-folded conformations of bifluorenylidene
(2). Symbolic projections along the C95C99 bond are given for the minima and the highest transition state [ta-at]

Figure 12. Scheme of an alternative dynamic mechanism for enantio-
merization of twisted bifluorenylidene t via the syn-folded trans-
ition state [s]

there are two enantiomeric transition states [t']P and
[t']M.

The planar D2h conformation |[p]| has a relative energy
of 29.6 kcal/mol and can thus be excluded as a transition
state for the dynamic stereochemistry of bifluorenylidene.
Indeed, this stationary point is not a proper transition state:
it has 3 imaginary vibrational frequencies.

Figure 14. Scenario of the dynamic processes in bifluorenylidene (2)
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Figure 13. Scheme of the thermal E,Z isomerization mechanism in
disubstituted bifluorenylidenes

2.2 Dynamic Stereochemistry of Bifluorenylidene

Figure 14 summarizes the dynamic stereochemistry of bi-
fluorenylidene (2), as derived from the PM3 calculations.
For simplicity, the conformations ta and t are represented
by t. Only the highest transition states and most important
intermediates are shown. The most rapid process in the dy-
namic stereochemistry of bifluorenylidene (2) is the enantio-
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merization of the twisted conformations t via the anti-
folded/twisted intermediates at and the highest transition
states [ta-at] (bold arrows in Figure 14). The barrier of 4.9
kcal/mol is due to the steric requirements of an edge pas-
sage. The alternative single-step enantiomerization via [s]
has a higher barrier (8.4 kcal/mol), due to the simultaneous
double edge passage. However, the PM3-calculated barriers
for both mechanisms are below the experimental barrier
for enantiomerization of 2-isopropyl-9H-bifluoren-9-ylid-
ene [∆G‡

c(inv) 5 10.5 kcal/mol].[67] The E,Z isomerization
may proceed in a single step via the orthogonal biradical
transition state [t'] (25.2 kcal/mol). This is in excellent
agreement with the experimentally determined E,Z iso-
merization barrier in 2,29-dimethyl-9H-bifluoren-9-ylidene
[∆G‡

c(E,Z) 5 25.0 kcal/mol].[67] In bifluorenylidene, the
transition state for E,Z isomerization, [t'] is much higher
and is clearly distinct from the highest transition state for
enantiomerization [ta-at].

3. Dixanthylene

Dixanthylene (3) is a representative homomerous bi-
stricyclic aromatic ene with central 6-membered rings and
an anti-folded global minimum conformation. It is thermo-
chromic and photochromic and has been extensively
studied.[45248,68] The 2D structure and atom labeling is
shown in Figure 15.

Figure 15. Chemical structure and atom labeling in dixanthylene (3)

Table 6. Conformations of dixanthylene (3) calculated by PM3

Conformation [a] PM3 ∆Hf° ∆∆Hf° ω [b] Folding Bond χ(C9) C1···C19 C1···H19 H1···H19

[kcal/mol] [kcal/mol] [°] A2B [°] C95C99 χ(C99) C8···C89 C8···H89 H8···H89

a anti-folded a-C2h (y) Min 65.7 0.0 0.0 40.4 1.354 24.8 2.95 2.72 2.91
s syn-folded s-C2v (x) Min 69.8 4.0 0.0 44.0 1.353 15.6 3.03 2.53 1.72
t twisted t-D2 Min 74.4 8.7 49.2 2.3 1.386 0.0 2.98 2.58 2.61
[s-t] ts-C2 (x) TS 75.2 9.5 44.6 26.6 1.375 24.4 3.09 2.28 2.47

2.97
[a-s] ft-C1 TS 81.6 15.9 13.1 7.6 1.365 4.9 3.06 3.17 2.58

59.9[c] 15.9 2.92 2.18 1.71
2.75[c]

1.90[c]

[t'] t'-D2d TS 82.0 16.3 90.0 0.0 1.460 0.0 3.91 3.61 3.62
|[a-s]|Cs f-Cs (xz) 2 82.6 16.9 0.0 0.5 1.365 3.8 2.89 2.84 2.06

59.1[c] 13.4 1.89[c]

|[a-t]| ta-C2h (y) 2 83.5 17.8 49.3 24.9 1.385 28.4 3.35 3.50 3.91
3.39 2.50 1.50

|[p]| planar p-D2h 9 206.0 140.3 0.0 0.0 1.437 0.0 2.87 1.96 0.94

[a] Minimum (Min), transition state (TS), or number of imaginary frequencies of a higher order saddle point. 2 [b] Pure twist of central
ethylene group. 2 [c] Refers to the second moiety.
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3.1 Conformers and Transition States

For dixanthylene, 3 minima, 3 transition states, and 3
higher order saddle points were identified. The results are
summarized in Table 6. 3D projections of the minima and
transition states are shown in Figure 16 and Figure 17, re-
spectively.

The global minimum conformation of dixanthylene is the
anti-folded conformation a, with C2h symmetry, a folding
dihedral A2B of 40.4° and zero ethylenic twist. In the fjord
regions, the nonbonding C···C distance of 2.95 Å indicates

Figure 16. 3D projections of the anti-folded global minimum con-
formation a (left), the syn-folded local minimum conformation s
(center), and the twisted local minimum conformation t (right) of
dixanthylene (3)

Figure 17. 3D projections of the [s-t] (left), [a-s] (center) and [t']
(right) transition states of dixanthylene (3)
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a high degree of intramolecular overcrowding (14% over-
lap).[123]

The second minimum is the syn-folded C2v conformation
s, with a relative energy of 4.0 kcal/mol and a folding dihed-
ral A2B of 44.0°. The very short fjord region H···H dis-
tance of 1.72 Å indicates a high degree of overcrowding
(27% overlap).

The D2-symmetric, twisted conformation t is a third min-
imum, with a relative energy of 8.7 kcal/mol. The central
double bond is twisted by ω 5 49.2° and is 0.03 Å longer
than in the anti-folded and syn-folded conformations. There
is no pyramidalization and no folding; the dihedral A2B
of 2.3° is due to a propeller twist. The fjord regions are
less overcrowded.

The conformations s and t interconvert via the transition
state [s-t], with a relative energy of 9.5 kcal/mol (Figure 18).
The central double bond is twisted by ω 5 44.6° and the
folding dihedral is A2B 5 26.6°. In the fjord region, the
C1···H19 distance of 2.28 Å (20% overlap) is much shorter
than in a and t.

Figure 18. Scheme of the dynamic mechanism of the syn-folded to
twisted conformational isomerization s r

R t of dixanthylene (3)

Figure 19. Network of pathways for the anti-folded, syn-folded conformational isomerization a r
R s via a folded/twisted transition state

[a-s] of dixanthylene (3)
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The conformations a and s interconvert via the folded/
twisted C1-symmetric (type ft-C1) transition state [a-s], with
a relative energy of 15.9 kcal/mol, ethylenic twist ω of 13.1°
and folding dihedrals A2B of 7.6° and C2D of 59.9° (syn).
In the fjord regions, H8 is in the process of passing the op-
posing C89 and H89 at a distance of 1.90 Å and 1.71 Å (34%
and 28% overlap), respectively. Conformational inversion of
the anti-folded conformations of dixanthylene may proceed
in two steps via an intermediate, as outlined in Figure 19.

The D2d orthogonally twisted biradical [t'] is the trans-
ition state for rotation about the double bond. The biradical
state has a relative energy of 16.4 kcal/mol; the length of
the C92C99 bond is 1.460 Å. Obviously, there is no over-
crowding in this conformation. For E,Z isomerization, the
anti-folded global minimum conformation first has to be
converted into a twisted conformation via a syn-folded con-
formation. An example is shown in Figure 20.

The Cs-symmetric pathway for the interconversion of the
conformations a and s (synchronous double edge passage)
does not have a bona fide transition state, but a second
order saddle point |[a-s]|Cs. The relative energy of 16.9 kcal/
mol renders it less favorable than [a-s].

The C2-symmetric edge passage pathway from a to t
passes through the second order saddle point |[a-t]| with a
relative energy of 17.8 kcal/mol (a and t interconvert via the
intermediate s and transition states [a-s] and [s-t], vide
infra).

The planar conformation |[p]| has a relative energy of
140.3 kcal/mol and 9 negative Hessian matrix eigenvalues.
It has no relevance to the dynamic stereochemistry. How-
ever, it illustrates the degree of overcrowding in a hypothet-
ical planar conformation of dixanthylene.
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Figure 20. Example of a thermal E,Z isomerization pathway of a disubstituted dixanthylene, including a schematic energy profile

3.2 Dynamic Stereochemistry of Dixanthylene

The lowest dynamic barrier (9.5 kcal/mol) calculated for
dixanthylene (3) corresponds to the interconversion of the
syn-folded and twisted local minima s and t via [s-t] (bold
arrows in Figure 21). The barrier for interconversion of the
anti-folded global minimum a and the syn-folded conforma-
tion s is 15.9 kcal/mol. This conformational isomerization
via the C1-symmetric folded/twisted transition state [a-s]
also facilitates the conformational inversion of the anti-
folded conformation in two steps. The E,Z isomerization of
a proceeds in 5 steps through intermediate syn-folded and
twisted conformations, s and t. The highest transition state
is the orthogonal biradical [t'] (16.3 kcal/mol).

Note that the PM3 dynamic mechanisms are different
from those derived from the experimental results.[68] In the
latter, a direct conversion of the anti-folded conformation
to the twisted conformation was postulated. It is possible
that a syn-folded intermediate may not have been detected
because of its higher energy and very low equilibrium con-
centration. The experiments found essentially identical bar-
riers for the E,Z isomerization, and conformational inver-

Figure 21. Scenario of the dynamic processes in dixanthylene (3)
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sion [∆G‡
c(E,Z) 5 17.9 6 0.3 kcal/mol and ∆G‡

c(inv) 5 17.7
6 0.5 kcal/mol for 2,29-diisopropyldixanthylene].[68]

4. Dithioxanthylene

Dithioxanthylene (9), a homomerous overcrowded bis-
tricyclic aromatic ene with sulfur bridges, is a higher
homologue of dixanthylene (3). It has an anti-folded global
minimum conformation. However, 9 proved to be nonther-
mochromic in solution, contrary to dixanthylene (3).[45] A
metastable syn-folded conformation was generated photo-
chemically.[39,42] The 2D structure and atom labeling of di-
thioxanthylene are shown in Figure 22.

Figure 22. Structure and atom labeling in dithioxanthylene (9)
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4.1 Conformers and Transition States

For dithioxanthylene, 2 minima, 3 transition states, and
3 higher order saddle points were identified. The results are
summarized in Table 7. 3D projections of the minima and
transition states are shown in Figure 23 and Figure 24, re-
spectively.

The global minimum conformation of dithioxanthylene
is the C2h-symmetric, anti-folded conformation a, with
A2B 5 46.8°. In the fjord regions, only the nonbonding
distance C···C (3.13 Å) corresponds to overcrowding (9%
overlap).

Figure 23. 3D projections of the anti-folded global minimum con-
formation a (left) and the syn-folded local minimum conformation
s (right) of dithioxanthylene (9)

Figure 24. 3D projections of the transition states [t] (left),
[t'] (center), and [a-s] (right) of dithioxanthylene (9)

Table 7. Conformations of dithioxanthylene (9) calculated by PM3

Conformation [a] PM3 ∆Hf° ∆∆Hf° ω[b] Folding Bond χ(C9) C1···C19 C1···H19 H1···H19

[kcal/mol] [kcal/mol] [°] A2B [°] C95C99 χ(C99) C8···C89 C8···H89 H8···H89

a anti-folded a-C2h (y) Min 145.2 0.0 0.0 46.8 1.353 22.9 3.13 3.12 3.47
s syn-folded s-C2v (x) Min 148.5 3.3 0.0 50.4 1.352 10.7 3.01 2.55 1.76
[t] twisted t-D2 TS 165.3 20.1 55.9 7.1 1.404 0.0 3.01 2.75 2.91
[t'] t'-D2d TS 165.8 20.7 90.0 0.0 1.477 0.0 3.73 3.45 3.51
[a-s] ft-C1 TS 169.5 24.3 12.2 20.2 1.369 2.3 3.06 3.29 2.98

68.4[c] 9.5 2.87 2.81 1.76
2.41[c]

1.84[c]

|[a-s]|Cs f-Cs (xz) 2 171.1 25.9 0.0 5.1 1.368 2.3 2.99 3.14 2.35
72.5[c] 12.2 1.97[c]

|[a-t]| ta-C2h (y) 2 175.4 30.2 58.1 30.3 1.397 27.3 3.75 4.00 4.39
3.36 2.46 1.48

|[p]| planar p-D2h 9 363.1 217.9 0.0 0.0 1.464 0.0 2.85 1.92 0.90

[a] Minimum (Min), transition state (TS), or number of imaginary frequencies of a higher order saddle point. 2 [b] Pure twist of central
ethylene group. 2 [c] Refers to the second moiety.
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The C2v-symmetric, syn-folded conformation s is a local
minimum. It is 3.3 kcal/mol higher in energy than a and
considerably more folded, with A2B 5 50.4°. The central
double bond is not twisted but highly syn-pyramidalized,
with χ(C9) 5 10.7°. The fjord-region hydrogen atoms are
subject to severe overcrowding: H···H 5 1.76 Å (23% over-
lap).

The D2-symmetric, twisted conformation [t] is the trans-
ition state for inversion of the syn-folded conformation
(Figure 25) with a relative energy of 20.1 kcal/mol. The
central double bond C95C99 is twisted by 55.9° and is 0.05
Å longer than in a. The nonbonding distance C···C 5
3.01 Å corresponds to overcrowding (12% overlap).

Figure 25. Scheme of the dynamic mechanism for inversion of the
syn-folded conformation s via the twisted transition state [t] of di-
thioxanthylene (9)

The D2d-symmetric, orthogonally twisted biradical [t'] is
a transition state. Its conformational energy is 20.7 kcal/
mol, only 0.5 kcal/mol higher than t. The central C92C99

bond is 1.477 Å. There is no intramolecular overcrowding
in this conformation. The transition vector of [t'] is of sym-
metry species B1 and leads to t-D2 type structures. However,
no local minimum energy conformation with D2 symmetry
was found for dithioxanthylene. The conformation [t] is a
transition state. Thus, the pathways bifurcate[125,126] at the
valley ridge inflection point (VRI)[127] between [t'] and [t]
and lead to syn-folded conformations. The mechanism is
outlined in Figure 26.
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Figure 26. Thermal E,Z isomerization mechanism of the syn-folded conformations s in dithioxanthylene (9) via the orthogonally twisted
transitions state [t'] and the Valley-Ridge inflection points VRI with D2 symmetry, where the pathways bifurcate; the transition states
[t] for inversion of the syn-folded conformations s are also included in the scheme

Figure 27. Example of a thermal E,Z isomerization pathway of a disubstituted dithioxanthylene (9), including a schematic energy profile;
VRI is the Valley-Ridge inflection point at which the pathway bifurcates

Figure 28. Scenario of the dynamic processes in dithioxanthylene (9)

The conformational isomerization of a to s may proceed
via the transition state [a-s] (type ft-C1), with a mechanism
analogous to that for dixanthylene (Figure 19). The relative

Eur. J. Org. Chem. 2001, 15234 29

energy is 24.3 kcal/mol, the ethylenic twist ω 5 12.2°, the
A2B folding dihedral 5 20.2°, and the C2D folding dihed-
ral 5 68.4°. Hydrogen atom H8 is passing H89 and C89 at
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distances of 1.76 Å and 1.84 Å (23% and 36% overlap), re-
spectively. The [a-s] transition state facilitates the conforma-
tional inversion of a in a two-step process (Figure 19) and
is the highest transition state for the E,Z isomerization of
a by a three-step process. An example is shown in Figure 27.

The Cs-symmetric pathway from a to s (synchronous
double edge passage) leads to the second-order saddle point
|[a-s]|Cs with a relative energy of 25.9 kcal/mol, and thus is
less favorable than the above mechanism.

The C2-symmetric pathway from a to [t] passes through
the second order saddle point |[a-t]|, with the high relative
energy of 30.2 kcal/mol.

The D2h-symmetric, planar structure |[p]| has nine ima-
ginary vibrational frequencies. The very high relative energy
of 217.9 kcal/mol and the highly distorted geometry illus-
trate the extreme level of overcrowding in a hypothetical
planar dithioxanthylene.

4.2 Dynamic Stereochemistry of Dithioxanthylene

PM3 predicts high barriers for the dynamic stereochem-
istry of dithioxanthylene (9). The results are summarized in
Figure 28. The conformational inversion of the anti-folded
global minimum conformation a proceeds via the syn-
folded intermediate s and the ft-C1 type transition state [a-
s] (24.3 kcal/mol barrier). The E,Z isomerizations proceed
via the intermediates s, the orthogonal biradical transition
state [t'] (20.6 kcal/mol), and bifurcating pathways. The
highest transition state in this three-step process is [a-s].
Thus, in dithioxanthylene, [a-s] is the highest transition state
common to both processes: the conformational inversion
and the E,Z isomerization. The experimental barriers
∆Gc

‡(inv) and ∆Gc
‡(E,Z) are 27.4 kcal/mol for both pro-

cesses.[103]

5. Bi-5H-dibenzo[a,d]cyclohepten-5-ylidene

Bi-5H-dibenzo[a,d]cyclohepten-5-ylidene (11), also
known as tetrabenzoheptafulvalene, is a homomerous over-
crowded bistricyclic aromatic ene with central 7-membered

Table 8. Conformations of bi-5H-dibenzo[a,d]cyclohepten-5-ylidene (11) calculated by PM3

Conformation [a] PM3 ∆Hf° ∆∆Hf° ω[b] Folding Bond χ(C9) C1···C19 C1···H19 H1···H19

[kcal/mol] [kcal/mol] [°] A2B [°] C95C99 χ(C99) C8···C89 C8···H89 H8···H89

a anti-folded a-C2h (y) Min 155.4 0.0 0.0 61.6 1.347 20.1 3.66 3.82 4.23
s syn-folded s-C2v (x) Min 155.9 0.5 0.0 64.8 1.347 2.1 3.09 2.60 1.81
[a-s] ft-C1 TS 193.0 37.6 10.5 57.2 1.369 0.5 3.22 3.53 3.71

78.7[c] 4.0 2.89 2.84 1.78
3.10[c]

2.04[c]

[ft'] ts-C2 (x) TS 194.7 39.3 91.4 59.2 1.442 6.4 4.52 4.79 4.22
3.83

|[a-s]|Cs f-Cs (xz) 2 197.2 41.8 0.0 27.6 1.372 27.1 3.03 3.23 2.84
87.4[c] 3.7 2.29[c]

|[t']| t'-D2d 2 203.7 48.3 90.0 0.0 1.499 0.0 3.54 3.30 3.40
|[t]| twisted t-D2 2 205.9 50.5 58.0 26.9 1.423 0.0 3.08 3.10 3.43
|[p]| planar p-D2h 13 519.3 363.9 0.0 0.0 1.509 0.0 2.89 1.87 0.85

[a] Minimum (Min), transition state (TS), or number of imaginary frequencies of a higher order saddle point. 2 [b] Pure twist of central
ethylene group. 2 [c] Refers to the second moiety.
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rings. The long bridges X 5 Y: CH5CH allow high degrees
of folding. Both an anti-folded and a syn-folded conforma-
tion have been characterized by X-ray crystallography and
by solution NMR spectroscopy.[72276] In solution at high
temperatures, the syn-folded conformation completely iso-
merizes to the anti-folded conformation.[76] The 2D struc-
ture and atom labeling used in this work are shown in Fig-
ure 29.

Figure 29. Structure of bi-5H-dibenzo[a,d]cyclohepten-5-ylidene
(11) and atom labeling used in this work

5.1 Conformers and Transition States

The PM3 calculations located 2 minimum energy con-
formations, 2 transition states, and 4 higher order saddle
points in the conformational space of bi-5H-dibenzo[a,d]cy-
clohepten-5-ylidene (11). The results are summarized in
Table 8. The 3D projections of the minima and transition
states are shown in Figure 30 and Figure 31, respectively.

The global minimum conformation of 11 is the anti-
folded conformation a, with C2h symmetry. The folding di-
hedral A2B is 61.6°. Surprisingly, this conformation is not
overcrowded in the fjord regions.

The second (local) minimum conformation is the syn-
folded conformation s, with C2v symmetry and a relative
energy of 0.5 kcal/mol. The folding dihedral A2B is 64.8°
higher than in a. However, this conformation is over-
crowded, with H···H 5 1.81 Å (21% overlap).

The conformations a and s interconvert via the trans-
ition state [a-s] (type ft-C1), with a relative energy of
37.6 kcal/mol. The mechanism is analogous to that of di-
xanthylene (Figure 19) and also allows conformational in-
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Figure 30. 3D projections of the anti-folded global minimum con-
formation a (left), and the syn-folded local minimum conformation
s (right) of bi-5H-dibenzo[a,d]cyclohepten-5-ylidene (11)

Figure 31. 3D projections of the transition states [a-s] (left)
and [ft'] (right) of bi-5H-dibenzo[a,d]cyclohepten-5-ylidene (11)

version of a. Both tricyclic moieties are highly nonplanar:
A2B 5 57.2° and C2D 5 78.7°. Hydrogen atom H8 is in
the process of passing H89 and C89 at short distances:
1.78 Å and 2.04 Å (23% and 29% overlap), respectively.
The high barrier, as compared to dithioxanthylene (9) and
dixanthylene (3), may also reflect the lower degree of in-
tramolecular overcrowding of the anti-folded and syn-
folded conformations of 11.

The C2-symmetric biradical transition state [ft'] has an
almost orthogonally twisted central C92C99 bond, with

Figure 32. Pathways for the E,Z isomerization with simultaneous anti,syn isomerization via the transition state [ft'] in bi-5H-dibenzo[a,d]-
cyclohepten-5-ylidene (11)
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ω 5 88.6°. The relative energy is 39.3 kcal/mol. Each
tricyclic moiety is folded by A2B 5 59.2°. The nonbonding
distances C1···H89 5 2.56 Å and H1···H89 5 1.79 Å corre-
spond to overcrowding (14% and 22% overlap). The
tricyclic moieties remain folded during the rotation about
the central double bond. Thus, simultaneously with the E,Z
isomerization, an anti-folded conformation is converted
into a syn-folded conformation and vice versa, as shown
in Figure 32.

The symmetry-constrained Cs pathway (synchronous
double edge passage) from a to s crosses the second-order
saddle point |[a-s]|Cs, with a relative energy of 41.8 kcal/mol.

The D2d-symmetric, orthogonally twisted biradical |[t']|
is a second order saddle point, with a relative energy of
48.3 kcal/mol.

The D2-symmetric conformation |[t]| is a second order
saddle point, with a relative energy of 50.5 kcal/mol. This
explains why bi-5H-dibenzo[a,d]cyclohepten-5-ylidene (11)
is not thermochromic.

The D2h-symmetric, planar conformation |[p]| has a very
high energy of 364 kcal/mol and a highly distorted geo-
metry due to the extreme intramolecular overcrowding.
There are 13 imaginary frequencies.

5.2 Dynamic Stereochemistry of Bi-5H-dibenzo[a,d]-
cyclohepten-5-ylidene

Figure 33 summarizes the dynamic stereochemistry of bi-
5H-dibenzo[a,d]cyclohepten-5-ylidene (11). PM3 predicts
the local minimum syn-folded conformation s to be only
0.5 kcal/mol higher than the global minimum anti-folded
conformation a. The isomerization of the anti-folded and
syn-folded conformations via the ft-C1 type transition state
[a-s] (37.6 kcal/mol), which also facilitates the inversion of
a (and s), is similar to the inversion mechanisms found for
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Figure 33. Scenario of the dynamic processes in bi-5H-dibenzo-
[a,d]cyclohepten-5-ylidene (11)

dixanthylene (3) and dithioxanthylene (9). The E,Z iso-
merization of 11 involves a simultaneous anti,syn isomeriz-
ation, because the tricyclic moieties remain folded in the
orthogonally twisted transition state [ft'] (39.7 kcal/mol).

For 11, the experimental barrier ∆G‡ for the process
s R a is 36.4 kcal/mol.[73] Adding the PM3-calculated relat-
ive energy of s 2 0.5 kcal/mol 2 one arrives at 36.9 kcal/
mol, which compares very well with the PM3-calculated en-
ergy of the [a-s] transition state: 37.6 kcal/mol. However,
the complete conversion of s to a observed in the experi-
ment[76] is not consistent with the calculated relative energy
of 0.5 kcal/mol.

In cases where a pure stereoisomer of a disubstituted syn-
folded 11 (sE-RR9) can be isolated, it should be possible to
determine both barriers in a kinetic experiment. The prod-
ucts aE-RS9 and aE-SR9 should be formed at a different rate
from aZ-RR9.

6. Conclusions

The PM3 calculations of the minima and transition states
of overcrowded bistricyclic aromatic enes give a detailed
picture of the dynamic stereochemistry and the energetic
and geometric effects involved in the conformational iso-
merizations of bistricyclic enes.

The conformational energies of the twisted conforma-
tion, the syn-folded conformation, and of the most import-

Table 9. Energies of the twisted and syn-folded conformations and of the transition states for enantiomerization, conformational inversion,
and E,Z isomerization, relative to the global minimum (anti-folded) conformations of 2, 3, 9, and 11 [kcal/mol]

Twisted conformation[a] syn-Folded conformation Enantiomerization or E,Z Isomerization barrier[a]

inversion barrier[a]

2 t 0.2[b] [s] 8.4[b] [ta-at] 4.9[b] (10.5)[67] [t'] 25.2[b] (25.0)[67]

3 t 8.7 (4.9,[45] 5.6)[46] s 4.0 [a-s] 15.9 (17.7)[68] [t'] 16.4 (17.9)[68]

9 [t] 20.1 s 3.3 [a-s] 24.3 (27.4)[103] [a-s] 24.3 (27.4)[103]

11 |[t]|[c] 50.5 s 0.5 [a-s] 37.6 (36.9)[d] [ft'] 39.3

[a] Experimental values are given in parenthesis where available. 2 [b] Relative to the global minimum ta. 2 [c] Second order saddle point.
2 [d] Composed from ∆Erel(s) 5 0.5 kcal/mol (PM3) and the exptl. barrier for s R a of 36.4 kcal/mol.[73]
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ant transition states are summarized in Table 9. For com-
parison, experimental values are given in parenthesis.

The PM3-calculated and experimentally determined bar-
riers of the thermal E,Z isomerization processes and con-
formational inversion processes agree within 123 kcal/mol.
Only the energy of the highest transition state for enanti-
omerization of bifluorenylidene (2) 2 [ta-at] 2 is underes-
timated (4.9 versus 10.5 kcal/mol[67]). Formally, the com-
puted energy barriers in Table 9 are enthalpies (∆H‡), while
the experimental barriers are free energies (∆Gc

‡). However,
in these monomolecular conformational isomerizations, the
contributions of entropy are small.[50,102] New mechanisms
are proposed for the conformational inversion processes of
dixanthylene (3), dithioxanthylene (9), and bi-5H-di-
benzo[a,d]cyclohepten-5-ylidene (11): in two steps via
folded/twisted (type ft-C1) transition states [a-s] and the
syn-folded intermediate s. The mechanisms for E,Z iso-
merization of 3 and 9 include a r

R s isomerizations as initial
and final steps. In 9, [a-s] is the highest transition state for
E,Z isomerization, while in 3 the orthogonally twisted bi-
radical transition state [t'] is calculated to be slightly
higher. For 11, a unique mechanism with simultaneous E,Z
and syn,anti isomerization was found. It is interesting to
note that low-symmetry mechanisms, bypassing highly
strained conformations, are preferred over the ‘‘high sym-
metry’’, or ‘‘least motion’’, mechanisms that might be ex-
pected intuitively.

Hopefully, the elucidation of the dynamic stereochem-
istry of the parent homomerous bistricyclic enes as a func-
tion of their molecular structure will contribute towards the
development of the molecular architecture of new poly-
cyclic aromatics and molecular devices with novel and inter-
esting properties.
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