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Non-innocent behaviour of aromatic isocyanides under visible light: a 
pathway to thioformimidates and dehydroalanine

We disclose a mild, additive-free, visible-light method for the synthesis 
of thioformimidates. The study shows that aromatic isocyanides can 
generate thiyl radicals upon irradiation, enabling radical initiation under 
simple conditions. Beyond small-molecule synthesis, the approach 
allows selective activation of cysteine thiols in dipeptides, followed by 
conversion to dehydroalanine. This creates a practical entry to late-
stage peptide modifi cation and expands the toolbox for site-selective 
transformations in complex biomolecules.
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