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6-(6-(Pyridin-2-yl)-1,4-dihydro-1,2,4,5-tetrazin-3-yl)pyridin-3-amine (S1)
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6-(6-(Pyridin-2-yl)-1,2,4,5-tetrazin-3-yl)pyridin-3-amine (S2)

0.00.51.01.52.02.53.03.54.04.55.05.56.06.57.07.58.08.59.09.510.0
f1 (ppm)

-200

0

200

400

600

800

1000

1200

1400

1600

1800

2000

2200

2400

2600

2800

3000

3200

3400

1H NMR

2.
03

1.
04

1.
04

1.
03

1.
00

1.
00

1.
00

1.
00

0102030405060708090100110120130140150160170180190200
f1 (ppm)

-200

0

200

400

600

800

1000

1200

1400

1600

1800

2000

2200

2400

2600

2800

3000

3200

3400

3600

380013C NMR

11
8.

92
12

3.
66

12
5.

69
12

6.
18

13
6.

04
13

7.
26

13
7.

63

14
7.

94
15

0.
41

15
0.

44

16
2.

52
16

2.
89



4

4-Pentynoic anhydride (S3)

0.00.51.01.52.02.53.03.54.04.55.05.56.06.57.07.58.08.59.09.510.0
f1 (ppm)

-10000

0

10000

20000

30000

40000

50000

60000

70000

80000

90000

100000

1100001H NMR

2.
00

4.
20

4.
01

0102030405060708090100110120130140150160170180190200
f1 (ppm)

0

10000

20000

30000

40000

50000

60000

70000

80000

90000
13C NMR

13
.9

5

34
.5

0

69
.8

1

81
.5

3

16
7.

30



5

N-(6-(6-(Pyridin-2-yl)-1,2,4,5-tetrazin-3-yl)pyridin-3-yl)pent-4-ynamide (I)

0.00.51.01.52.02.53.03.54.04.55.05.56.06.57.07.58.08.59.09.510.010.511.011.512.0
f1 (ppm)

-100

0

100

200

300

400

500

600

700

800

900

1000

1100

12001H NMR

2.
39

2.
00

0.
90

1.
00

1.
00

1.
00

1.
00

1.
00

1.
00

1.
00

1.
00

0102030405060708090100110120130140150160170180190200
f1 (ppm)

-1000

0

1000

2000

3000

4000

5000

6000

7000

8000

9000

10000

11000

12000

13000

14000

15000

16000

17000

18000
13C NMR

14
.3

4

35
.7

3

72
.1

2

83
.8

9

12
4.

66
12

5.
40

12
6.

66
12

7.
04

13
8.

26
13

8.
79

14
1.

71
14

4.
46

15
0.

66
15

1.
06

16
3.

22
16

3.
52

17
1.

06



6

Methyl 4-((trimethylsilyl)ethynyl)benzoate (starting material for carboxylic acid S4)
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4-Ethynylbenzoic acid (S4)
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4-Ethynyl-N-(6-(6-(pyridin-2-yl)-1,2,4,5-tetrazin-3-yl)pyridin-3-yl)benzamide (II)
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4-((Trimethylsilyl)ethynyl)benzonitrile (S5)
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4-Ethynylbenzonitrile (S6)
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Tert-butyl 2-(4-cyanophenoxy)acetate (S11)
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Tert-butyl 2-(4-(6-(pyridin-2-yl)-1,2,4,5-tetrazin-3-yl)phenoxy)acetate (S12)
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2-(4-Cyanophenoxy)acetic acid (S13)
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Di-tert-butyl 2,2'-((2-(4-cyanophenoxy)acetyl)azanediyl)diacetate (S14)
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Di-tert-butyl 2,2'-((2-(4-(6-(pyridin-2-yl)-1,2,4,5-tetrazin-3-yl)phenoxy)acetyl)azanediyl)diacetate 

(S15)
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3-(4-Ethynylphenyl)-1,2,4,5-tetrazine (III)
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3-(4-(Prop-2-yn-1-yloxy)phenyl)-1,2,4,5-tetrazine (IV)

1H NMR

13C NMR
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3-(4-(Prop-2-yn-1-yloxy)phenyl)-6-(pyridin-2-yl)-1,2,4,5-tetrazine (V)

1H NMR
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3-methyl-6-(4-(prop-2-yn-1-yloxy)phenyl)-1,2,4,5-tetrazine (VI)
1H NMR

13C NMR
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2,3,4-Tri-O-acetyl-6-O-(4-nitrobenzoyl)-β,D-glucosyl azide (pAz3)
1H NMR

13C NMR
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4-(1-(2-Fluoroethyl)-1H-1,2,3-triazol-4-yl)benzoic acid (S18)
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4-(1-(2-(2-(2-(2-Fluoroethoxy)ethoxy)ethoxy)ethyl)-1H-1,2,3-triazol-4-yl)benzoic acid (S19)
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4-(1-((2R,3R,4S,5S,6S)-3,4,5-triacetoxy-6-(fluoromethyl)tetrahydro-2H-pyran-2-yl)-1H-1,2,3-triazol-

4-yl)benzoic acid (S20)
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2-(4-Cyanophenyl)-N-(2-fluoroethyl)acetamide (S23)
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4-(((2-Fluoroethyl)amino)methyl)benzonitrile (S25)
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Tert-butyl 4-cyanobenzyl(2-fluoroethyl)carbamate (S26)
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Tert-butyl 4-(1,2,4,5-tetrazin-3-yl)benzyl(2-fluoroethyl)carbamate (S27)
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N-(4-Cyanobenzyl)acetamide (S29)
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Tert-butyl 2-((4-cyanobenzyl)amino)acetate (S30)
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Di-tert-butyl 2,2'-((4-cyanobenzyl)azanediyl)diacetate (S31)
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Di-tert-butyl 2,2'-((4-(1,2,4,5-tetrazin-3-yl)benzyl)azanediyl)diacetate (S32)
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Tert-butyl (8-((6-cyanopyridin-3-yl)amino)-8-oxooctyl)carbamate (S34)
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Tert-butyl (8-oxo-8-((6-(6-(pyridin-2-yl)-1,4-dihydro-1,2,4,5-tetrazin-3-yl)pyridin-3-yl)amino)octyl) 

carbamate (S35)



34

Tert-Butyl (8-oxo-8-((6-(6-(pyridin-2-yl)-tetrazin-3-yl)pyridin-3-yl)amino)octyl)carbamate (S36)
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3-(1-(2-(2-(2-(2-Fluoroethoxy)ethoxy)ethoxy)ethyl)-1H-1,2,3-triazol-4-yl)propanoic acid (S40)
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