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The reaction follows the second order rate 
equation; Rate = k2 [Substrate] [SOCl2]

(Nucleophilic Substitution Internal)

SNi



Two proposed mechanism:

1. Concerted

2. Through the formation of intimate ion pair  (In intimate ion pair, an ion is completely shielded by 

the counter ion. There are no solvent molecule between two ions)

The intimate ion pair within a solvent
cage is further attacked by Cl- is likely to
occur from the same side of the
departing gr. ie. with retention of
configuration



SNi reaction in presence of different solvents:

The HCl formed 
from ROH and SOCl2
is converted py, into 
C5H5NH+Cl- and Cl-

beeing a Nu- attack 
form the backside 

The SNi reaction in presence of pyridine or dioxane occurs through  the inversion of configuration of 
the substrate



SNi reaction for bridgehead Molecules:??

In case of such rigid molecule, formation of such non classical 
carbocation formation is unusual, but as ion pair formation does not 
involve formal carbocation, replacement of hydroxyl group can easily 
occur.





Neighboughing Group Participation (NGP)Part B: 
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Some additional problems……………..

1.

2. 
Example of  bond 
participation

Example of π bond 
participation.



Solve the following problems:

1. EtSCH2CH2Cl is found to undergo hydrolysis 104 times faster than 
EtOCH2CH2Cl-Expalin

2. Base hydrolysis of 1,2 chlorohydrin is found to yield the 1,2 diol
with retention of configuration- Explain

3. Give evidence in favor of concerted mechanism of SNi substitution 
reaction. 


