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AbbRnact : B-@wmoenamin~ 4 and u-bhomodedehydti 6 a&e byntheksed @om the am&dent aniovu 

3 genuucted &worn &the.~ a-btomoatdhnhpn 1 oh a,a-dib~omoato!imined 2 . - - 

Although ambident anions derived from imines have been extensively studied (1,2,3), deri- 

vatives with an a-halogen substituent were previously unknown. We now describe two independent 

routes (4) to these anions (i) by metalation of a-bromoaldimines &_ (5) and(ii) by halogen-metal 

exchange from a,a-dibromoaldimines 2 (6). a-Bromoimine anions 3 are stable to an excess of - 

n-butyllithium. 
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Although the a-bromoimine anions 3_ are ambident, protonation with methanol at -70°C led 

only to the N-protonated products, the B-bromoenamines 2 (4,7) in 79-87 % yield. 
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Secondary B-haloenamines were previously unknown except when further conjugated (8,4). The 

secondary enamines 4 were stable - for several days at -3O'C; their transformation to the tau- 

tomeric a-branoimines 1 occured on distillation and was accelerated by traces of acid. The 

-1 
8-bromoenamines 4 were characterized by their spectral data : I R : 3350-3370, 1660 cm ; - 

N M R (6, CDC13, TMS) : =CH 5,9 to 6,l ppn; U V x ,," 224 nm (11000 l.mol-'.cm-') in cyclohexane 

(compare with the values for the corresponding imines 1 (4.5); I R 1670 NMR: 

3319 



3320 No. 35 

7,3 ppm; u v : 217 nm (110 l.mol 
-1 

.cn?,). 

Alkylation of the a-bromoimine anions 2 with ally1 bromide gave only C-alkylated 

products. The intermediate imine S was hydrolyzed without isolation into the corresponding 

a-bromoaldehyde 5 (9) in 50-60 % yield. This provids an alternative and useful synthetic 

route to such compounds (10). 
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Unoptimised yield of aldehydes 6 

from 1 51 48 - 

from 2 6. (11) 51 (11) 55 55 
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