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Introduction. Electrochemistry is a powerful tool in organic chemistry even though its full potential
is largely underestimated. Indeed, most organic electrosyntheses are not only more ecologically friendly
but also far cheaper than more conventional chemical reactions.

Methodology. To the best of our knowledge, only few methods for generating benzoyloxy radicals
have been reported in the literature. Generation of oxygen-centered radicals very often implies the
synthesis of moderately stable compounds [1] or the use of toxic strong oxidants [2]. As a result,
benzoyloxy radicals have been rarely used as chemical reagents but most of the time as a radical-chain
initiator. The use of the Kolbe reaction, in order to generate benzoyloxy radicals, would represent not
only a greener and safer but also a cheaper alternative to the traditional chemical methods. The Kolbe
electrolysis usually allows the generation of carbon-centered radicals, in a very simple manner: the
carboxylate 1 is electrochemically oxidized into the carboxyl radical 2 which usually rapidly loses carbon
dioxide to form the radical 3 [3]. However, to the best of our knowledge, the Kolbe reaction has never
been used to generate oxygen-centered radical.
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Results. Although aromatic carboxylates have been reported to not undergo Kolbe reaction [4], much
to our surprise, previous results showed that electrolysis of benzoic acid 4, in presence of an excess of
aliphatic acid, leads cleanly to the formation ofthe ester 5 which presumably results from a recombination
between a benzoyloxy radical and a radical formed by the Kolbe decarboxylation of'the aliphatic acid.
Such process indeed allows the formation of esters under very mild conditions but more importantly, this
would also represent a new easy way to prepare lactones 7. In fact, the reaction is quite robust and could
be performed under air, in neutral or slightly acidic wet methanol.
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