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Figure S1. Transition state structure corresponding to the rate determining step of acid-
catalyzed ester hydrolysis for R=t-butyl (8-TS). Methylenic hydrogens and the auxiliary 

water molecule [1] were omitted for clarity. 

                                                        
1 Hori, K., Ikenaga, Y., Arata, K., Takahashi, T., Kasai, K., Noguchi, Y., Sumimotoa, M. & Yamamoto, H. 
Theoretical study on the reaction mechanism for the hydrolysis of esters and amides under acidic 
conditions. Tetrahedron 63, 1264-1269 (2007). 
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Figure S2. Correlation between calculated  (=0.01) values and Taft constants ( ) 

for 22 alkyl substituents. 
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Table S1. Potentials for 1-22 determined at 2 Å from the molecule. (Values are given in 
kcal mol-1) 
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 R= n-propyl R= n-propyl R= n-butyl R= n-butyl 
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 R= n-pentyl R= n-pentyl R= i-propyl R= i-propyl 
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 R= i-butyl R= i-butyl R= t-butyl R= t-butyl 
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 R= c-butyl R= c-butyl R= c-pentyl R= c-pentyl 
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 11 11 11’ 11’ 
 R= c-hexyleq R= c-hexyleq R= c-hexylax R= c-hexylax 
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