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Selective C(sp*)-H Functionalization of Valine Residues via Interactions between Ammonium
Group at the N-terminus and the Decatungstate Photocatalyst (‘Institute for Materials
Chemistry and Engineering, Kyushu University, *Interdisciplinary Graduate School of
Engineering Sciences, Kyushu University) O Jizhou Song,' Takeru Torigoe,'? Yoichiro
Kuninobu'*

Functionalization of aliphatic residues in peptides is one of the most challenging issues in
synthetic organic chemistry. We have developed a new method for regioselective C(sp’)-H
functionalization using a decatungstate photocatalyst controlled by noncovalent interactions.'
Based on this method, we envisioned that selective C(sp*)-H functionalization of aliphatic
amino acid residues in peptides would be realized.

The TFA salt of valine methyl ester reacted with ethyl acrylate in the presence of the
decatungstate photocatalyst under UV irradiation. On the other hand, the reaction of N-
acetylvaline methyl ester did not give the C(sp’)-H alkylated product, indicating the
ammonium group of the substrate is important for the reaction. Selective functionalization of

a valine residue in a peptide containing two valine residues was also successful.
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