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Table S.1 Observed rates of cycloaddition of 5a with BuNs at 25°C.

Azide Concentration (M) Kobs (s71)
0.03 5.121E-4 4.763E-4 4.872E-4
0.04 6.901E-4 6.876E-4 6.779E-4
0.05 7.966E-4 7.566E-4 7.657E-4
0.1 0.00162 0.00160 0.00161
0.15 0.00250 0.00251 0.00247

Table S2. Observed rates of cycloaddition of 3a with BuNs at 25°C.

Azide Concentration (M) Kobs (S71)
3x104 0.01226 0.01145 0.01235
4x10* 0.01442 0.01610 0.01477
4.8x10* 0.01877 0.01965 0.01965
6x10* 0.02173 0.02155 0.0214
8x10* 0.02965 0.02896 0.02934

Table S.3 Observed rates of cycloaddition of 2a with BuNs at 25°C.

Azide Concentration (M) Kobs (s71)
0.0151 9.31E-4 0.00104 0.00112
0.0252 0.00172 0.00176 0.00175
0.0378 0.00243 0.00269 0.00229
0.0503 0.00301 0.00331 0.00394

0.0755 0.00513 0.00461 0.00522




o
/\

- (o]

0.9 O 6 O _ BN OQ

0.8 o My eu
E | 0.0025 | -
c 0.7 Kgu, = 0166 +.0002 M §°
o ]
O
™ 064
8 05-
c
(U 4
2
O 0.4_
0

0.06 0.08 0.10 0.12 0.14 0.16
0-37 [BuN,I/M
0.2 H
— 77777

T
2000 0 2000 4000 6000 8000 10000 12000 14000
Time/s

Figure S1. Reaction of 0.088 mM MC-DIBOD (5a) with butyl azide in 1:1 DCM/MeOH at 25°C.
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Figure S2. Reaction of 0.029 mM mono-triazole 3a with butyl azide in 1:1 DCM/MeOH at 25°C.
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Figure S3. Photo-derivatization of azido-BSA-azide with PEGsoo0-azide using MC-DIBOD (5a).
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Figure S4. Dark control: azido-BSA-azide incubated with PEGsooo-triazole and MC-DIBOD (5a) in the
dark.
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Figure S5. CuUAAC-conjugation of azido-BSA with propargyl-PEGsooo
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