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Regioselective halogenations of phenol substrates are important for promoting material
science and total synthesis of natural products. For the substitution of iodine to electron-rich
phenol substrates, molecular iodine was widely used. However, it is difficult to obtain high
regioselectivity. For the example, the iodination of the representative electron-rich phenol, 3,5-
dimethoxyphenol has been researched using N-iodosuccinimide (NIS) as the organic iodinating
agent to get mainly ortho-iodophenols.” Until now, efficient iodination at the para-position
have not been deeply explored. We achieved a highly para-selective iodination of 3,5-
dimethoxyphenol using 1,3-diiodo-5,5-dimethylhydantoin (DIH).

The reaction of 3,5-dimethoxyphenol with DIH in dichloromethane at 0°C gave para-
iodophenol in good yield without need of catalyst. The concentration was further adjusted, and
the yield was increased up to 74%.
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