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Quite recently, NAKAGAWA 26 has reported an efficient
synthesis of such 1,8-didehydro [14]annulenes, as shown
in Scheme IX. Treatment of the indicated acetylenic
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Tetra—¢—butyl~1, 8- didehydro [14] annulene
67°%o5 over-all yield

(Nakagawa, 1972.)

ketone with potassium hydroxide in liquid ammonia
gave rise to the two possible stereoisomers of the cyclic
dimeric diol. Reduction with stannous chloride then
produced the tetra-t-butyl-1,8-didehydro [14]annulene
in an over-all yield of 67%.26

This method has been applied by NakacawaA to the
synthesis of the corresponding symmetrical tetra-t-
butyldidehydro [18] annulene,?” -didehydro [22] annu-
lene,? and -didehydro [26] annulene,? as indicated in
Scheme X. Unlike the various annulenes, all these di-
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dehydroannulenes have essentially the same geometry.
This makes it possible to study the effect of increasing
the value of n in aromatic (4n+2) n-electron systems,
keeping the geometry largely unchanged. It can be seen
from the proton NMR spectra (Scheme X) that the dia-
magnetic ring current becomes progressively less as the
value of n is increased, although the ring current is still
evident in the 26-membered ring compound. Unfortu-
nately, the NMR spectrum of the 22-membered ring
compound cannot be compared with the others, since
this substance was reported in Chemical Communica-
tions,?® and the authors were only permitted to state
that its NMR spectrum indicated it to be aromatic. It
should also be mentioned that the didehydroannulenes
shown in Scheme X become progressively more coloured,
the 26-membered ring compound being black-violet.?

IV. Bridged Annulenes

All the nonbenzenoid aromatic compounds discussed so
far have been monocyclic. I would now like to pass on
to bicyclic and polycyclic systems, which may be con-
sidered as bridged annulenes. Probably the best known
examples are the 1,6-bridged [10]annulenes prepared
by Vocer. His synthesis of 1,6-methano [10]annulene3®
is shown in Scheme XI. The starting material was
naphthalene, which was reduced with sodium in liquid
ammonia to tetrahydronaphthalene.3 Addition of
dichlorocarbene to the central double bond led to . a
dichlorocyclopropane derivative, which was reduced to
the corresponding hydrocarbon with sodium in liquid
ammonia. Finally, a bromination-dehydrobromination
sequence yielded 1,6-methano [10]annulene, presumably
by valence isomerization of the initially formed tricyclic
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