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Ja~-AZAAZULENONES CONTAINING A CARBONYL GROUP

IN THE S-MEMBERED RINGl)
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SUMMARY: A report is given on the synthesis of Ja-azaazulen-3-ones 28 and
2bh. Experiments designed to prepare isomeric 3a- -azaazulen-1-ones la/b
resulted in a formation of rearranged 7-pyridone derivatives 7a/b and a
dimer 8 of 1b.

Ja-Azaazulenones containing carbonyl groups in the 7-membered ring have
been synthesized and shown to be stable compoundsZ). Isomers 1 and 2,
however, lacking a stabilising pyrrole subunit, should be labile, Our
efforts, resulting in a synthesis of 3a-azaazulen-3-one 2a as well as the
benzo-derivative 2h are shown in the sgcheme. Condensation of A3~pyrrolin~
2-one 3a3) and the isoindole 3b4) with the pentamethinium salt 4a°) gave
the enaminones 5a (26%)6,7) and 5h (35%)6.7). 2a (5%) and 2b (2%)6.7) were
obtained from a subsequent flash vacuum pyrolysis,

The 3a-azaazulenones are highly coloured and are extremely unstable in
oxygen. The average value of the proton shifts of 2a (8 = 6,01 ppm) is 0.7~
0.9 ppm to highfield, compared with the isomers which contain the carbonyl
2)

group in the 7-membered ring thus indicating a diminished diatropicity.
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Attempls to ohtain Ja-acaazulen-1-ones 1 analoqoualyg 1) are depicted in
the scheme. During the thermolysis of 6a, a transient blue colour deve-
loped, which points to an intermediate la. An additional indication for a
formation of an J3a-azaazulen-l-one 1 was obtained from the Lhermolysis of
6 which, hegsides the production of 7h, yielded the dimer 8. The dimer:-
zation of 1bh, which 18 not allowed ag a concerted reartion for symmetry
reagsons, could proceed in a manner siwilac to that of the multistep dimeri-
zation of azepines investigated carlier??, Rearrangements of lJa-azazulen-1
ones 1 to r pyridone derivatives are formally analogous to transtormalilons

of azulene into naphthalene.
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