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Synthesis of o-nitrophenols via Fries-type Rearrangement of a Nitro Group (Graduate School
of Engineering, Kochi University of Technology) OTakumi Hamada, Kento Iwai, Nagatoshi
Nishiwaki

Multiply functionalized cyclohexanone 1 was readily prepared by cycloaddition of a-
nitrocinnamate and Danishefsky’s diene. When cyclohexanone 1 was treated with iodine in a
DMSO solution, elimination of nitrous acid and methanol occurred to afford 4-functionalized
3-arylphenols 2 and 3. The latter product 3 should be formed via [1,3] rearrangement of a nitro
group, and only reaction related to the rearrangement was reported by Clemens in 19779. This
experimental fact prompted us to study the generalization of this rearrangement using simple
cyclohexanone 4 prepared from dibenzalacetone and ethyl nitroacetate. When cyclohexanone
4 was subjected to the reaction under the same conditions the nitro group migrated from the 4-
to 2-position, leading to afford tetrasubstituted phenol 5.
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a) Rearrangement of nitro group of 4-nitrocyclohexadienone has been reported. Clemens, A.
H.; Hartshorn, H. P.; Richards, K. E.; Wright, G, J. Aust. J. Chem. 1977, 30, 113.
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