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The combination of d i a l ky lbo ry l  t r i f l a t e s  and a l i p h a t i c  t e r t i a r y  amines was successively app l i ed  

t o  the a ldo l - t ype  react ion  o f  "ac t i ve  methylene groups" o f  n i t rogen-conta in ing heteroaromatic 

compounds w i t h  benzaldehyde. The s t e r e o s e l e c t i v i t y  and r e g i o s e l e c t i v i t y  were much b e t t e r  than 

those o f  conventional methods using s t rong bases such as n - b u t y l l i t h i u m  o r  l i t h i u m  d i i sop ropy l -  

amide as shown below. 
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Me i )  LOA/THF/-78•‹ - rt, i i )  PhCHO/-78' + rt 78 26 74 
Me i n Bu2BOTf/-78". i i )  Et3N, PhCHOlrtl l7 h 50 94 6 
Ph il 9 k ~ - 0 ~ f / - 7 8 ~ ,  i i )  Et3N, PhCHOlrtl l7 h 66 100 0 
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R2BOTf t e r t .  amine Y ie ld  (%) ?-Subst i tuted 4-Subst i tu ted 
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R X Reaction condi t ions Y i e l d  (%)  2-Subst i tuted 5-Subst i tuted 

H S i )  n-BuLiITHFl-78" + rt, i i )  PhCHO/-78•‹ + rt 43 0 100 
Ph 0 i )  n - B U L ~ I T H F I - ~ ~ ~  + rt, i i )  PhCHO/-78•‹ + rt 60 0 100 
H S i )  9-BBNOTf/-78•‹, i i )  i-Pr2NEt, PhCHOlrtl l7 h 77 100 0 
Ph 0 i )  9-BBNOTfI-78'. i i )  Et3N, PhCHOlrtl l7 h 70 100 0 


