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Summary. The title compound 1 is synthesized via Diels-Alder addition of 4-aza-2,7-dimethyl-isobenzofuran (5) 
to 1,2-bromochlorocyclopropene and aromatization of the adduct 6 with low-valent titanium. 

Introduction 

Although the chemistry of cycloproparenes has developed considerably over the recent years’,‘, the number 

of isolated heterocyclic derivatives is limited to three”‘, and only one of them contains nitrogen. The conven- 

tional methods for synthesis of cycloproparenes are not generally applicable for preparation of heterocyclic 

derivatives, because often the required starting materials are not as readily available as in the series of isocyclic 

analogues, or do not lend themselves to the same reaction sequences. In the past, we have synthesized cyclopro- 

parenes mainly from dienes or o-quinodimethanes and cyclopropenes’, but this approach appeared inadequate for 

heterocyclic compounds. Accordingly a variant of this methodology was developed, based on cycloaddition of fu- 

rans or isobenzofurans to 1,2-dihalogenocyclopropenes’ in order to construct the molecular framework (Scheme 1). 

For the aromatization of the adducts which, in general have exo-configuration, we exploited the observation that 

low-valent titanium* is not only capable to effect deoxygenation of 1,4-epoxybenzenes’, but also to reduce vicinal 

dihalides to alkenes”. Indeed, these two transformations could be combined in a single reaction step using 

McMurry’s reagent6. Accordingly, in model studies, cyclopropa[b]naphthalene and its 2,7-diphenyl derivative were 

prepared from the appropriate adducts in yields of 60 and 72%, respectively. The procedure worked also for 2- 

methyl-benzocyclopropene, but in this case the cycloproparene was contaminated by an equal amount of a 1,6-di- 

halogeno-Z-methylcycloheptatriene’. 

Scheme 1 

Synthesis of 4-aza-2,7-dimethyl-(l-Hlcyclopropalblnaphthalene 

The applicadon of this synthetic plan to 4-aza-2,7-dimethyl-cyclopropa[b]naphthalene (1) is shown in Sche- 

me 2. 3-Pyridyne, prepared either from 3-bromopyridine” or, better, by decomposition of 3-(3,3_dimethyltri- 
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