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The undesired coupling associated with the metal-allylic halide reaction, 

which is but slightly troublesome for preparing allylic Grignard reagents,1 be- 

comes especially severe when attempting similar syntheses of corresponding 

lithio derivatives. As a result, allyllithium is usually generated by (alkyl) 

CH2=CH-CH2X M CH2=CH-CH2M(X) + CH2=CH-CH2CH2-CH=CH2 

X = Cl, Br M = Mg, major minor 

M = Li, minor major 

aryllithium-induced transmetalation or lithium metal promoted cleavage of suit- 

able allylic precursors (w., allyltriphenyltin, 
2 ally1 phenyl ether, 3 ally1 

mesitoatel). When applied to coupling processes with simple primary organic 

halides, the yields of allylation product usually range from O-52%. 

CH2=CHCH2Sn(C6H5)3 CH2=CHCH20C6H5 CH2=CHCH20COMesityl 

\ ILi / 

CH2=CH-CH2Li 

Recently and in another context, mixtures of the lithio methallyl anion 

and dilithio trimethylenemethane dianion have been produced by metalation 

(;-C4HSLi.TMEDA) of isobutylene.' 

4115 





No. 42 4117 

CH 
.' l 

\ 

C6H5CH2CH2-C-CH9 
88% \' 

y2 .2wITm< _ p 

n-C6H13Br 

96% 

HO 

1(K 

Using a similar procedure, metalation-allylation of propene (165 mmole) 

also proceeds with facility but in slightly diminished yields to provide the 

corresponding allylated derivatives. 
10 

the 

and 

C6H5yH-CH2CH=CH2 

OH 

Although condftions have not been optl4mized and can doubtless be improved, 

present procedure recommends itself as an attractively simple route to allyl- 

methallyllithium reagents. 
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The cooling bath is removed, and the coolant (acetone-Dry Ice) in the Dewar 

type condenser is allowed to gradually evaporate. 

Crystalline complexes between alkyllithium reagents and tertiary amines are 

described by C.G. Screttas and J.F. Eastham, J. Amer. Chem. Sot., 87, 3276 
__ 

(1965). 

No commitment to structural detail is intended: rather this formulation is 

employed for simplicity and by consideration of stoichiometry and analogy. 

Structures of all products were verified by compatible spectral data (i.r., 

n.m.r., mass spectrum) and satisfactory 

Approximately 10% enolisation occurs. 

(*0.3%) combustion analyses. 


