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Table 1. Kinetic data for the reaction of benzyl benzenesulfonate with pyridine in various solvents

10%; (L /mol.s1) AH* -AS* AG*
No.  Solvent 35°C  45°C  55°¢ (Kcal/mol)  few)  (Kcal/mol)
3 Methanol 42.3 86.6 161.9 12.8 27.8 216
2 Ethanol 27.8 46.6 101.6 13.1 28.0 22.0
3 1 Propanol 20.1 389 78.0 14.2 25.1 22.2
4 2 Propanol 375
5 1 Butanol 16.0 316 63.3 14.4 24.7 223
6 2 Methyl 2 propanol 28.7
7 Benzyl alcohol 51.0
8 Ethylene glycol 63.8
9 Acetonitrile 13.2 252 54.8 13.6 278 224
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Fig. 1. Correlation between log %, and dielectric cons-
tant(D} for the reaction of benzyl benzenesulfonate with
pyridine at 45 °C in the solvent 1~9, as Table 1. (6; D at
50°C, 9; D at 25°C).
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Fig. 2, Correlation between log %, and Dimroth-Rei-
chardt parameter E+for the reaction of benzy! benzene-
sulfonate with pyridine at 45°C in the solvent 1-9, as
Taoble 1.
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Table 2. Second order rate constants (10%;./ fmol.sec)
at 50 °C for the reaction of benzyl benzenesulfonate with
3-Cyanopyridine in methanol-acetonitrile mixtures

MeOH ___3-cyano?
100 1.0 247 555 200 0.16
90 092 222 547 -1.99 0.20
80 084 198 540 -208 .13

70 075 173 531 -2.18 0.07
30 0.36 74 488 275 0.33
20 0.24 49 483 =294 -0.50

sMolar fraction of Methanol acetonitrile Mixture. ®The
E7 values for the solvent mixtures were calculated by

the equation E7gmix=E roveonXMeot) + Ea NXaN)-
cAlog ky = log ky-log #5°, log #5* = 0.00394E 7-4.342
(plot of log %, vs. Erat 45°C, Fig. 2, sol. 1~7). ¢Plot of
Alog kp vs. log [MeOH], stope; 1.02 (r = 0.996).
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