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Fig. S1 HPLC chromatogram of 11 [Hypersil-Keystone Aquasil C18 column (4 x 150 mm, 5 m); flow rate = 1 mL min™'; 60 mM
acetate buffer (pH = 4.3) and a linear gradient of 3—50% MeCN during 60 min, then 50% MeCN for 20 min].
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Fig. S2 UV spectrum of 11.
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Fig. S3 HPLC chromatogram of 7 [Hypersil-Keystone Aquasil C18 column (4 x 150 mm, 5 zm); flow rate = 1 mL min™'; 60 mM
acetate buffer (pH = 4.3) and a linear gradient of 3—50% MeCN during 60 min, then 50% MeCN for 20 min].
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Fig. S4 UV spectrum of 7.
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Fig. S5 HPLC chromatogram of 4b [Hypersil-Keystone Aquasil C18 column (4 x 150 mm, 5 zm); flow rate = 1 mL min™'; 60 mM

acetate buffer (pH = 4.3) and a linear gradient of 3—50% MeCN during 60 min, then 50% MeCN for 20 min].
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Fig. S6 UV spectrum of 4b.
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Table S1 Observed pseudo first-order rate constants and product distributions for the hydrolysis of 1a, b.

pH [buffer] / mmol L™ kops / 107 57! kg / (ka + kg)
0.02 - 39+2 0.6+0.1
0.39 - 1143 0.64 +0.07
1.00 - 5.6+0.3 0.60 + 0.06
1.37 - 2.8+0.1 0.62 +0.03
2.00 - 33405 0.62 + 0.06
2.81 47.5 43+04
95.0 52+0.1 0.60 £ 0.02
190.0 72402
3.37 475 6.240.1
95.0 8.0+0.2
142.5 9.5+0.3 0.61£0.04
190.0 129403
4.30 47.5 144+0.2
95.0 22.4+0.6
142.5 36+ 1 0.60£0.06
190.0 44 +3
4.75 47.5 23.7+0.7
95.0 36+ 1
1425 154 0.65 £ 0.02
190.0 59+2
5.82 475 58 +2 0.74 £ 0.08
6.27 475 138+ 7 0.94 +0.02
6.73 475 270 £ 10 0.98 + 0.03
11.73 - - 1.00
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Fig. S7 HPLC chromatogram of a reaction solution of the hydrolysis of 1a and 1b [Hypersil-Keystone Aquasil C18 column (4 x 150
mm, 5 zm); flow rate = 1 mL min™'; 60 mM formate buffer (pH = 3.0) and a linear gradient of 3—30% MeCN during 40 min].

NaNO3
HoE R oo a b T ] 2
L A q RN N %
J.l
16a, b
17a, b la,b

35



