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Abstract: A novel type of asymmetric induction originating from the chiral center 
of a THP protecting group was observed. The induction amounted to a 
14:l diastereoselection on addition of 1 to ethyl pyruvate. Selectivi- 
ties of 3:l to 13:l were observed on addition of 2 to various aldehydes. 

Being interested in the generation of macrolide building blocks such as d 1) , 

we considered their preparation by an aldol type addition 2) to ethyl pyruvate. 

Of the various y-alkoxy-allylboronates 3,4) the THP derivatives, such as 1 show 

the highest diastereoselectivity on addition to aldehydes. Hoping that this might 

hold for the addition to ketones as well, we prepared the pinacol ester 1 by meta- 

lation (n-BuLi/TMEDA) of ally1 THP ether followed by borylation with C1B[N(CH3)212 

(56%) and esterification with pinacol (91%). 1 (Z/E=>95:<5 by 13C nmr) reacted 

with ethyl pyruvate (80 hr, 45', petr.ether) under 6 kbar pressure to give 85% of 

an adduct mixture (13:1.0:1.4 by capil1.g.c.). The relative configuration of the 

major diastereomer 2 was secured by converting the crude adducts to a 9O:lO mix- 

ture of the racemates of the known II esters 1 and f, reflecting the syn/anti 

selectivity in the reaction of 1. 

1 4 

a) H$Pt, 83%; b) TsOH,CH30H, 82%; c) TsOH,(CH3)$0, 98%; d) KOH,CH30H, 96%; e) CH2N2,Et20, 87%. 

Remarkably this reaction led to a predominant diastereomer also with respect to 

the chiral center of the THP group as evidenced from the 13 C nmr spectrum. This 

suggests that a substantial (14:l) asymmetric induction originated from the THP- 

group. In order to evaluate the scope of this effect, we examined briefly the re- 

action of 2 prepared as above, with some representative aldehydes (48 hr, r.t.,neat). 
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