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Abstract

The methanol d -reagent lithio-lithium methoxide (59) can neither

be prepared by double deprotonation of methanol nor by the reac¬

tion of the most electropositive metals with formaldehyde.

Tin/Lithium-exchange often is used for the generation of lithium

derivatives which are available with great difficulties - or not

at all - by direct metalation. Therefore tributylstannylmethanol

is prepared as a precursor for 59. In fact the addition of two

equivalents of butyllithium provides a reagent for nucleophilic

hydroxymethylating substitutions and additions in moderate yields.

By-products and the results of mechanistic studies can be

explained by supposing that 52 does not exist free as lithio-

lithium methoxide but complexlike aggregated to tetrabutyltin.

Li««» u~^i n CC0U
OLi U OLi ^^ü

59 97 100 30

3
To complete the Stocks of alcohol d -reagents 97 und IQQ can be

obtained by tin/lithium-exchange - much easier than 5_9_. ortho-

Lithio-lithiumbenzyl alkoxide QQ) results from direct double

deprotonation and can be trapped with electrophiles in moderate

up to good yields. With alkylhalides, carbonyl Compounds and

heteroatom electrophiles you get selectively ortho substituted

benzyl alcohols. 1-Phenyl-alkoxides and a-tetralol undergo

ortho metalation, too. 2-Phenyl-ethanol on the orther hand is

deprotonated in benzylic position, the dilithio Compound eli-

minates under the reaction conditions and subsequently adds alkyl-

lithium still left in the mixture.
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