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Table S1 Observed rate constants for the cleavage and isomerization of 1b; T =90 °C; I(NaClO4) = 0.1 mol Lt

Buffer [HA] : [A] [Buffer] / mol L™ pH K ops /107 s log (k™ /™) K0ps /107 5™ log (k*° /™)
HCIO, N/A 0.98 0.02 345000° -1.46 604° -1.92
0.30 0.53 73100° -2.14 366° 221
0.10 1 18000° -2.74 99.6 -3.02
0.10 1 9690 -3.04 76.3 -3.12
0.03 1.52 1450 -3.89 13.6 -3.75
0.01 2 178 -4.75 1.77 -4.65
0.003 2.52 25.0 -5.65 0.426 -5.12
Formic acid 4:1 0.10 16.0 0.536
0.03 6.85 0.277
0.01 3.79 0.209
3.10 -6.63" -5.48"
Acetic acid 1:1 0.10 1.86 0.193
0.03 0.901 0.160
0.01 0.932 0.145
481 -7.15° -5.55"
2:3 0.10 158 0.181
0.03 0.823 0.152
0.01 0.759 0.144
498 7.22° -5.55"
Cacodylic acid 1:3 0.10 654 14.1
0.03 644 14.0
6.99 -6.19° -5.55"
Glycine 1:4 0.10 490
0.03 400
0.0125 297
9.05 -4.48°
NaOH N/A 0.01 10.21 8930 -3.04
0.10 11.21 88200 -2.04
0.10 11.21 201000° -1.70
0.30 11.70 246000° -1.61

3=1.0mol L*?

® Extrapolated to buffer concentration zero.



