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Summary: The hydrometallation of trifluoromethylated propargyl alcohol 

derivatives with metal hydride reagents proceeds smoothly to give cis- and 

trans-olefins on H20 quenching. The halodemetallation of intermediate formed 

in the reaction process was also examined. 

For the study of the synthesis of biologically active fluorine-containing 

molecules, it was necessary to synthesize trifluoromethylated allylic alcohols 

(1,2) in a regio- and stereoselective manner as a synthetic fragment. These 

molecules are considered very important to construct polyolefin compound 

which shows an interesting biological activity. 1) Although a few methods are 

available for the preparation of these compounds (1,2),2) it is still needed 

to explore other possibilities. 

chemistry3) 

Recent advances in acetylenic compound 

prompted us to carry out the hydrometallation of trifluoro- 

methylated acetylenic compounds. For this purpose, we used propargyl alcohol 

derivatives (3), because of their ease in handling and preparation and more 

importantly, the existence of chiral center in 3 which may possibly facilitate 

the synthesis of trifluoromethylated chiral compounds. 4) The starting 

materials were obtained in the conventional manner. 5) 
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a) 2.3eq. of n-Bu3SnH relative to 3 was used and the mixture was heated 
at 85’ for 2hr under an Ar atmosphere. 

b) The trans-reduced product 4a was also obtained in a 16% yield. 
Table I 

On the basis of the hydrometallations, we examined the halodemetallation 

of the intermediates formed in the reaction process. When the ate-complex (Sa) 

was treated with a large excess of iodine (or bromine) at -78", vinyliodide 

(or bromide)(7a) was obtained in a 80% yield (85% yield for bromide). 15) The 

vinyliodide (8a)-stereoisomer of 7a- was obtained in a 20% yield 7) by iodine 

quenching of the copper hydride reduction 

products resisted iodination (12, CH2C12, 

conditions, 16) this was achieved in &lo% 

borated intermediates gave no substituted 

philes even under the ate-complex forming 

tion mixture containing no fluorine atoms 

(7a, 8a), an attempt is now being made to 

fluorine-containing compound. 
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synthesize a biologically active 
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