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Metal-Free Synthesis of 5,6-Dihydrodibenzo[c,e]azocine Derivatives by Intramolecular
Iodoamination Using Hypervalent lodine and lodine ('School of Advanced Science and
Engineering, Waseda University, *Global Center for Science and Engineering, Waseda
University) OMarina Tane,' Kyalo Stephen Kanyiva,? Takanori Shibata'

Regioselective aminohalogenation of unsaturated C-C bonds is a useful method that allows
efficient synthesis of 1,2-bifunctionalized compounds. In addition, nitrogen-containing
medium-sized heterocycles such as dibenzazocine are important intermediates in organic
synthesis and have interesting biological activities. Therefore, the authors aimed at metal-free
aminoiodination of alkynes for the synthesis of dihydrodibenzo[c,e]azocine derivatives under
visible light irradiation using iodine and hypervalent iodine. As a result of optimization of
reaction conditions, an intramolecular aminoiodination of alkynes was conducted in the
presence of iodine and (diacetoxyiodo)benzene (PIDA) in DCE at 0 °C under visible light
irradiation, and we succeeded in the synthesis of 8-iodo-5,6-dihydrodibenzo[c,e]azocine
derivatives. Moreover, the reaction was confirmed to proceeded via a radical mechanism by
using radical scavengers such as TEMPO and BHT. Furthermore, the obtained dibenzazocine
products were used in some synthetic applications such as Suzuki-Miyaura coupling and
deiodination in good yields.
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