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Electrophilic additions to double end triple bonds are generally assumed to 

occur in en anti manner, though several experimental observations indicate that 

enti addition is far to be a general rule. '92 Very recently a theoretical expla- 

nation of the violations of the forbidden s [2x + 2o1 addition has been offer- 

ed. 
2 
In the case of electrophilic additions to acetylenes we have shown that ap- 

parent s and additions are determined by the relative difference in steric 

and/or electronic properties of the f+groups in a vinyl cation intermediate. 3 

Consequently, sound evidence for the occurrence of a s addition is obtainable 

only with systems where the G-groups are identical. 

In order to test this hypothesis we have studied the addition of hydrogen 

chloride to 
2 

phenyl[2- H,lacetylene (I) in various solvents. The reactions were 

carried out at 40' in tightly stoppered flasks with saturated solutions of gase- 

ous hydrogen chloride and afforded the isomeric a-chlorostyrenes (II) end (III) 

in different ratios depending on the reaction conditions. 
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The reactions were carried out with a 50$ excess of (I) and were quenched 

before completion in order to minimize double addition of hydrogen chloride, 

sometimes observed as a minor side reaction. Careful examination of the unreact- 

ed phenyl[2-2H,lacetylene4 by i.r. and 
1 
H n.m.r. spectroscopy showed that no de- 

tactable hydrogen-deuterium exchange had occurred. The relative amounts of the 

a-chlorostyrenes (II) and (III) were determined by integration of the 
1 
H n.m.r. 

signals (singlets) corresponding to the vinyl protons, which have different 

chemical shifts whether cis or trans to the phenyl group. 5 

was made by adding 
2- 

A control experiment 

HCl to phenylacetylene (IV) and afforded the expected re- 
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