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Decarboxylative Hydrazination of Carboxylic Acids Catalyzed by Cerium-containing Multi-

metallic Clusters under Blue-LED Irradiation (Graduate School of Engineering Science, Osaka
University) OSota Tamaki, Hiroki Mori, Hayato Tsurugi, Kazushi Mashima

b

Homolysis of metal-ligand covalent bonds by photo-irradiation with visible light is an
efficient strategy for generating organic radicals under mild reaction conditions, which is a key
step to develop photocatalytic organic transformations.!  We previously reported that
cerium(IV) carboxylate complexes served as photocatalysts for decarboxylative oxygenation
of carboxylic acids under blue LED irradiation, in which homolysis of the cerium(IV)-oxygen
covalent bond generated carboxyl radicals.? We herein report that a mixture of carboxylic
acids, azo compounds, and catalytic amounts of Ce(O'Bu)s and Zr(O'Bu)4 (Ce/Zr = 1:5) under
blue LED irradiation promoted decarboxylative hydrazination of carboxylic acids. Further
addition of Mn(OAc)3;-2H,O to the reaction mixture significantly improved the catalytic
activity. Optimization of the reaction conditions, scope of substrates, and structures of the in
situ-generated multi-metallic clusters are disclosed in this presentation.
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