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Diazo reagents substituted with two electron-withdrawing groups are among the most stable diazo
derivatives.l! Yet, under metal catalysis, they readily decompose to form highly reactive electrophilic
carbenes which,? upon trapping of various Lewis bases, generate subsequent ylide intermediates.
Recently, in this context, we reported the condensation of ketones 1 with electrophilic metal carbenes
derived from a-diazomalonates 2 and [CpRu(CHsCN)s][BAre] as catalyst for the effective synthesis of
malonate enol ethers 3.5!

These 2-vinyloxymalonates 3 are interesting building blocks due to the presence of two different
nucleophilic active sites, the enol and malonate groups. They can be exploited separately but also in
synergy to promote diverse annulation processes,® considerably expanding as a consequence the
classical scope of cyclizations derived from carbonyl ylide intermediates.*!

Herein, capitalizing on the dual reactivity of 3, we demonstrate that the post-functionalization of the
malonate group (3—4) paves the way towards the synthesis of complex fused-heterocycles 5, under
visible-light photoredox catalysis.
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