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Table 

Dependence of Products on the Order of Addition of Reactants 

Salta 

CTABr 

CTAN03 

(CTA)~SO~ 

NBu4Br 

ClABr 

CTABr 

CTABr 

CTABr 

a) 

b) 

c) 

d) 

e) 

f) 

- 

- 

- 

12l/ll I 

Normal Additionb 

10 

20 

30 

0.1 

2od 

9od e 

looe 

qf 

Reverse AdditionC 

5 

6 

7 

0.1 

qd 

lod e 

At 25"C, unless specified, iSalt] = 5 x 10 
-2 

N; bromine equimolar with 

ammonium ion, and cyclohexene in 5 i 10% molar excess over bromine. 

Br2 added first. 

Cyclohexene added first. 

[Br,l/iJalt! = 0.5. 

At 90°C. 

In 5 x 10m21rl NaBr. 

This results are unexpected because the surface of a CTABr micelle is saturated with 

D/(3) 
> but nevertheless the first-formed bromonium ion is captured almost completely by 

water, if bromine is added first, despite the nucleophilicity of many micellar bound 

anions(3'4" 

Several factors are involved in this control of product specificity. First, bromine 

binds very strongly to CTA micelles and is not expelled by heating a CTA Br Solution at 9O"C, 

and we assume it binds in the Stern layer. Micelles of SDS do not strongly bind 

bromine. Second, the bromonium ion is very short-lived, and in a cationic micelle may be 

so short-lived that is reacts, from the rear, almost exclusively with the most abundant 
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