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Abstract In the presence of T1C14 the 4 position of the title s1lyl ester reacts with 
such electrophlles as allylic ethers or bromides carrying the leaving group on the 
secondary carbon without allylic rearrangement. 

A recent publlcatlon concerned with the silicon-directed selective y substltutlon of 

ethyl 3-methyl-2-trimethyls1lyl-3-butenoate' prompts us to report our independent work on 

the regloselectlve allylation reaction 

Table 1 sumnanzes the reaction of the title s1lyl ester2 with sone electrophlles 

Allyl1c ethers or halides having the leaving group on the secondary carbon gave the corre- 

sponding ethyl 2,6-dienoates 1n good yields, while primary halides such as Me2C=CHCH28r, 

CH2=CHCH28r, and PhCH2Br failed to give any coupling products. It 1s worth noting that the 

reaction proceeded exclusively on the a carbon of the allylic system Treatment of Ia 

with the s1lyl ester II 1n the presence of T1C143 gave Ill as a single isomer pract1cally.4 

The allylic double bond remained untouched in the reaction of 1-deuteno-2-cyclohexenyl 

butyl ether or (2E)-1-deuterlo-2-cyclododecenyl methyl ether with the s1lyl ester II 

MeTDoBu + Tt c2 MeyCOOEt 

1Me 3 

Ia II III 

A flame-dried flask was charged with the s1lyl ester II (0 37 g, 2.0 mmol) and d1- 

chloromethane (6 0 ml) under argon atmosphere A solution of T1C14 in dichloromethane 

(1 0 M, 2 5 ml, 2.5 mmol) was added to the above solution at -78°C and the resulting 

mixture was stirred at the same temperature for 5 m1n Allyl1c bromide Id (0 60 g, 4 0 

mmol) was added dropw1se at -78'C and the whole was stirred for an additional 15 m1n 

The reaction mixture was diluted with d1chloromethane (10 ml) and poured into 1N HCl 

(20 ml). The separated organic layer was washed with brine, dried, and concentrated. 

Purification by silica gel column chromatography gave ethyl (2E,6E)-5-methyl-2,6-octa- 

dienoate (0.30 g, 81% yield) as a colorless 011. 596 
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Table 1 Reaction of Ethyl 2-Tnmethylsilyl-3-butenoate with Allyllc Ethers or 
Allyllc Halldesa 

Electrophile (mnol) 
TlC14 Reaction 
(mmol) Time (min) 

Product 
Yieldb 
(%) 

Ia 

Vy g 

Ie 

IIa X=OBu (1.4) 2 0 15 

X IIb X=Br (2 5) 1 4 6 

IUa 
Ph 

Y 
X 

JIIb 

IIIC 

OMe 

X=OBu (1 2) 2.0 30 

X=OMe (1 3) 1 3 2 

X=OSiMe3 (2 0) 2 0 3 

X=Br (2 0) 1 2 10 

X=Cl (1 3) 1.3 5 

X=OMe (1 4) 3 0 

X=OBu (1 5) 3 0 

X=Br (1 1) 2 2 

(11) 20 

15 

30 

10 

5 

TCOOEt ; 

65 

a+ooEt ;; 

phyOOEt ;I 

73 

aReactions were performed in dlchloromethane at -78'C. One mmol of the sllyl ester II was 
employed blsolated yields 

1 
2 

3. 

4 

5 

6 
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