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ABSTRACT

Isochromenes and dihydroisobenzofurans are heterocycles with great importance in organic synthesis and
medicinal chemistry.12 In this context, an efficient method for synthesizing isochromene and
dihydroisobenzofuran analogues through electrochemical regioselective cyclization of 2-ethynylbenzaldehyde,
employing silver as sacrificial electrodes is described. Remarkably, after careful optimization of the reaction
conditions, the reaction presented an exceptional regioselectivity towards 5-exo-dig or 6-endo-dig cyclization,
allowing the preparation of a diverse scope of products in up to 97% isolated yield (Scheme 1a and 1b), without
the need for external oxidants or transition metal catalysts. The role of silver(l) and acetic acid additive in
controlling the regioselectivity was investigated through control experiments and density functional theory
(DFT) calculations, allowing the proposal of a plausible reaction mechanism, as shown in Scheme 1c for
isochromene formation.

Scheme 1. A) Scope of isochromenes; B) Scope of dihydroisobenzofurans; C) Plausible reaction mechanism.
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2 Reaction carried out using a 5 mmol scale for 22 hours at a constant current of 6 mA; ° Using etanol or |sopropanol as solvent mstead of methanol.
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