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As a very potent agent for 
the generation of syntheti-
cally valuable homoallylic 
compounds [1,2], we de-
veloped tartrate derived 
protecting group 1 provi-
ding an outstanding reacti-
vity/stability balance. Thus, 
the convenient and highly stereoselective syntheses of all four stereoisomers of 
secondary homoallylic alcohols depending on the configuration of the corresponding 
allylboronate 2/dia-2 could be demonstrated. However, due to their inherently lower 
reactivity, ketones remained inert to the systems established [3].  
 

Thus, rational reagent design was 
employed ‘tuning’ the reagents’ 
reactivity suitably. Herein we present 
new allylation reagents 3 enabling 
access to all stereoisomers of tertiary 
homoallylic alcohols 4a-m. Not only 
can the 2nd generation compounds be 

utilized without requiring inert conditions, but moreover highly selective access to E- 
and Z- configured tertiary homoallylic alcohols was given for the first time. 
Conclusively, all synthetic approaches and findings were investigated by DFT-
calculations, revealing further mechanistic insight and rationalizing the presented 
methodology thoroughly [4]. 
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