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Table S1 Solvolysis rate constants (×102) for 3–7 at 25 °C
Solventa
3
4
5
6
7

100E
0.0936
0.0510
0.0689
0.149
2.15

90E
0.555
0.150
0.164
0.356
3.83

80E
2.24
0.332
0.296
0.502
4.85

70E
6.32
0.780
0.450
0.662
6.41

60E
18.1
2.00
0.855
0.832
8.40

50E
57.6
5.76
1.80
0.991
8.43

80A
0.267
0.0534
0.0670
0.122
1.52

70A
1.16
0.167
0.114
0.201
2.18

60A
5.09
0.556
0.254
0.317
3.13

50A
21.2
2.63
0.713
0.489
3.79

100M
0.957
0.364
0.427
0.607
3.96

90M
3.60
0.771
0.804
1.20
6.41

80M
12.4
1.82
1.27
1.62
11.8

70M
32.0
4.13
2.01
2.14
15.0

60M
83.4
10.3
3.51
2.61
15.3

100T
50.1
2.70
0.241
0.102
0.542

80T20E
11.0
0.755
0.107
0.0419
0.0172

60T40E
3.02
0.276
0.0949
0.0482
0.123

40T60E
0.867
0.122
0.0661
0.0584
0.362

a For abbreviation of solvents: A = acetone, E = ethanol, M = methanol, T = 2,2,2-trifluoroethanol.  Figures shown are percentages of volume in water, and that with w denotes weight percent ; 80T20E indicates T-E of 80:20 v/v and likewise for 60T40E and 40T60E.  

Table S2 Solvolysis rate constants for 1 and 3 at low temperature

Substrate
Solvent

k/s–1 (°C)


1
90E
1.96×10-2 (-5)
3.56×10-2 (0)
3.56×10-2 (5)


80E
3.34×10-2 (-15)
5.77×10-2 (-10)
9.84×10-2 (-5)


70E
6.88×10-2 (-18)
1.22×10-1 (-13)



70A
3.28×10-2 (-10)
6.47×10-2 (-5)
1.05×10-1 (0)


60A
9.78×10-2 (-18)
1.71×10-1 (-13)



100M
3.93×10-2 (-5)
6.87
1.24×10-1 (5)


90M
5.81×10-2 (-18)
1.04×10-1 (-13)



60T40E
1.06×10-1 (-18)
1.95×10-1 (-13)



40T60E
2.05×10-2 (-15)
3.96×10-2 (-10)
7.03×10-2 (-5)

3
50E
4.08×10-2 (0)
9.78×10-2 (10)



50A
3.21×10-2 (5)  
1.20×10-1 (15)



70M
2.28×10-2 (0)
6.57×10-2 (10)



60M
4.99×10-2 (-5)
8.39×10-2 (0)



100T
3.25×10-2 (-5)
5.36×10-2 (0)
8.63×10-2 (5)


