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PHOTO-RING EXPANSION OF AZIDOMETHOXYQUINOLINES TO METHOXYPYRIDOAZEPINES
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We have shown® that photolysis and in some cases thermclysis of bleyelic aromatic and hetercarc-
matic azides in amines offer a practicable route to bicyelic azepines subject to some limitations
such as position of the azide group and nature of the amine, However, photochemical ring-
expansion of quinolyl and isoquinolyl azides to the corresponding azepines occurs in methoxided
regardless of the azide position,

The general scope of preparing azepines by ring expansion has been further widened as the
result of the following observatlons: The presence of a 6-methoxygroup in 8-azidoquinoline
leads to a remarkable increase in the yleld of singlet products azepine (2) and c—diamlne (3)
when this azide {1) is irradiated in primary aliphatic amines. This group also promotes azepine
formation on irradiating azide (1) in secondary amines, which does not occur in absence of this
substituent, Conditions for the photolytic azeplne formation from 8-azidoguinoline in methanol/
K-methoxide to give P-methoxy-5H-pyridc [2,3-c] azepine {(2; MeQ for NREZ) have Qeen optimised.
When these sare applied to B8-azidc-G.-methoxy-(1) and 6-azido-8-methoxy-quincline {1; R' = N3, (Me
for Nq) the corresponding dimethoxyazeplnes (4 or 5} are obtained in good yleld.
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