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Summary: The labile {10b,10c]diazapyraceheptylene 1 wasg obtained by thermo
flash dehydrogenation of a mixture of olefins Sa/b. The *H NMR spectrum
indicates a strong influence of the ldn-electron periphery. A by-product of
the synthesis of 1,i.e.,pyrazinof(2,1,6-cd:5,4,3-c’d’jdipyrrolizine 6,
points to a rearrangement of the diazapyraceheptylene system, which may be
frontier orbital controlled.

Previoug investigations of {10b,10cldiazapyraceheptylene derivatives did
not reveal informations concerning the properties of the parent compound
12). From a frontier orbital model described in the preceding paperJ) a
destabilizarion of 1 ag compared with the bis-iminofi4jannulene 24) may be
deduced. This conclusion, however, may be uncertain because differences of

MO-parameters of nitrogen atoms resulting from a splitting of the (N-N)-

bond are difficult to evaluatezx
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We synthesized 1 which, according to the frontier orbital considerations
mentioned above proved to be more labile in solution than 2, The T NMR
properties, however, point to a strong influence of the 14n-electron
periphery.

Starting from a mixture of esters 3a/b3) the olefins Sa/b were obtained

via the intermediates 4a, 4b and 4c or 4d along a route described

prev1ously4), The vields were increased saignificantly by variation of the

synthetic methodssk
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From a detosvlation of 4d 1% of the bridged [14Jannulene 6 was obtained as
5)
spectral data®) with those of the recently described compound7x

a by-product the structure of which follows from a comparision of

Thermoflash dehydrogenation of the mixture %a/b at ESOOCS) gave 13% of the
parent compound 1 which is fairly stable in the crystalline state.
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The chemical shifts of the protons of 1 are strongly 1nfluenced by the 14xn-
electron periphery, This may be deduced from a comparison with topologi-
cally eguivalent hridged [14lannulenes given in the Table, It seems
noteworthy that differences of shifts are negligible even compared with 7
and 8 which are not isoelectronic to 1. No decigsive influence resulting

from a splitting of the (N-N)~bond can be deduced from the 1y NMR spectra
of 1 and 2,

A sliqght deviation from planarity follows from differences of the vicinal
coupling congtants of the seven-membered ring protons of 1 (33 = 9.8 Hz.
3.3 Hz) and -~ more marked - 2 (3J = 13.0 Hz, 9.5 Hz).

Table: 1

1H NMR spectra of bridged
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1 8.60 8.31 8.10
2 7.74 8.23 7.98
7 8.93 8.72 7.38
8 8.74 8.77 8.04
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The mechanism of formation of 6 is under current investigation, An electro
cyclic rearrangement of 1 (possibly frontier orbital controlled as
indicated in 9 and 10) could vield a dihydro derivative of 6 which 1is
aromatized 1n a subsequent dehvdrogenation step. Alternatively, a rear-
ranuement starting from the olefing 5 seems concelvable which may hbe

similar to the route of formation of the bisiminofl14Jannulene 24{
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