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Reductive Cleavage of the Carbon—Oxygen Bond in Aryl Silyl Ethers by Means of Alkali

Metals (Graduate School of Science, Kyoto University) ODaiki Asai, Fumiya Takahashi,
Hayate Saito, Hideki Yorimitsu

Phenols and naphthols are among the most basic building blocks in organic synthesis owing
to their wide availability. While methods for the functionalization of phenols such as
electrophilic aromatic substitution reactions have been well-established, their transformations
involving the cleavage of the carbon—oxygen bond are underdeveloped. Recently, we have
reported a method for the preparation of allenyllithium species via reductive cleavage of the
C—O0 bond in the corresponding propargylic ethers by means of alkali metals.! In this context,
we envisioned that reductive lithiation of readily available aryl silyl ethers would open up a
new route to prepare aryllithium species starting from the corresponding phenols. Herein we
found that 1-naphthyl silyl ether 1 reacted with lithium granule in THF to generate 1-
naphthyllithium. The subsequent addition of methoxypinacolborane (MeOBpin) to the
resulting solution of 1-naphthyllithium gave the corresponding 1-naphthylboronate 2.
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