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Figure S1. *H NMR (400 MHz, CDClIs) of compound (11).

13C NMR/13C NMR GVIG 2-TBS-nitrile <

(=)}
Y oY onN—mNN ~ © in
13C GVIG 2-TBS- nitrile @400MHz@298 K3 R SRR A n w o
~— Ll o o (o)) (o] ~—
| | S~ e [
OH CN
“/! ! oTBS
| |
! |
) ’ | ‘1 “A ‘ |
N TP | . - nsho
- y v h Y
T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 8 70 60 50 40 30 20 10
f1 (ppm)

Figure S2. 3C NMR (100.6 MHz, CDCIs) of compound (11).
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Figure S3. HRMS [M+H]* of compound (11) using 0.1% HCOzH in MeOH as solvent.



Transmittance [%]

30

4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600 400
Wavenumbers [1/cm]

Figure S4. IR spectrum (solid) of compound (11).
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Figure S5. 'H NMR (400 MHz, DMSO-ds) of compound (5).
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Figure S6. “H NMR (400 MHz, CDCl3) of compound (12).
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Figure S7. *C NMR (100.6 MHz, CDCls) of compound (12).
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Figure S8. HRMS [M+H]* of compound (12) using 0.1% HCOzH in MeOH as solvent.
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Figure S9. IR spectrum (solid) of compound (12).
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Figure S10. *H NMR (400 MHz, CDClI3) of compound (13).
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Figure S11. 3C NMR (400 MHz, CDCl3) of compound (13).
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Figure S12. HRMS [M+H]* of compound (13) using 0.1% HCO2H in MeOH as solvent.

OMe CN

OMe
50
45

Transmittance [%]
o
&

4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600 400
Wavenumbers [1/cm]

Figure S13. IR spectrum (solid) of compound (13).
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Figure S15. *H NMR (400 MHz, DMSO-ds) of compound (15).
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Figure S14. “*H NMR (400 MHz, CDClz) of compound (14).
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Figure S16. *°C NMR (100.6 MHz, DMSO-dg) of compound (15).
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Figure S17. HRMS [M+H]" of compound (15) using 0.1% HCO2H in MeOH as solvent.
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Figure S18. IR spectrum (solid) of compound (15).

1H NMR/1H NMR GVIG 217 F1 2
1H GVIG 217 F1 DMSO @400MHz@2P8 K
—

3000

824
18.21
7.53
7.53
V751
| 7.51
| 7.49
L 7.48
| 7.46
L 7.46
| 7.08
1 7.08
1 7.06
L7.06
2.41

[

2800

OH CN
OAc 2600
(2
J ] / 2200
2000
1800
1600
1400
1200
1000
800
600
400

200

-
c
=

r-200

1.01=
1.00=
3.07=

T T T T T T T T T T T T T T T T T T T T T T
13.5 13.0 12,5 12.0 11.5 11.0 10.5 10.0 9.5 9.0 85 8.0

T T
5 70 65 60 55 50 45 40 35 30 25 20 15 1.0 0.5
f1 (ppm)

Figure S19. *H NMR (400 MHz, DMSO-ds) of compound (16).

N43.071
1.01=

12



13C NMR/13C NMR GVIG:217 F1 @ ¥ QOANNT N o ~
13C GVJG 217 F1 DMSE @400MHRa2P8 K SSRYIR2N o S
— — oA o o o o)} N
I 4 NN SN 22/ I I
OH CN
! ! OAc
|
| !
|
' |
' L A
T T T T T T T T T T T T T T T T T T T
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)
i 13
Figure S20. *°C NMR (100.6 MHz, DMSO-ds) of compound (16).
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Figure S21. HRMS [M+H]* of compound (16) using 0.1% HCO2H in MeOH as solvent.
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Figure S24. 13C NMR (100.6 MHz, DMSO-ds) of (17).
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Figure S25. HRMS [M+H]" of compound (17) using 0.1% HCO2H in MeOH as solvent.
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Figure S28. 3C NMR (100.6 MHz, DMSO-de) of (18).
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Figure S29. HRMS [M+H]" of compound (18) using 0.1% HCO2H in MeOH as solvent.

17



95
90
b
85 ] &
2 o 2
i i :
g @
5§ 75 o
= o
£ 70 I
c OAc CN T
= 65
. OMe
=
X
55 -
50
4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600
Wavenumbers [1/cm]
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Figure S31. 'H NMR (400 MHz, CDCls) of (19).
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Figure S33. H NMR (400 MHz, CDCls) of (21).
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Figure S36. HRMS [M+H]* of compound (22) using 0.1% HCO2H in MeOH as solvent.
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Figure S37. IR spectrum (solid) of (22).
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Figure S38. 'H NMR (400 MHz, CDCls) of (23).
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Figure S39. 3C NMR (100.6 MHz, CDClIs) of (23).
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Figure S40. HRMS [M+H]* of compound (23) using 0.1% HCO2H in MeOH as solvent.
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Figure S41. IR spectrum (solid) of (23).
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Figure S43. 3C NMR (100.6 MHz, CDCls) of (24).
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Figure S44. HRMS [M+H]* of compound (24) using 0.1% HCO2H in MeOH as solvent.
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Figure S45. IR spectrum (solid state) of (24).
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Figure S46. 'H NMR (400 MHz, CDCls) of (25).
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Figure S47. 3C NMR [100.6 MHz, CDCls] of (25).
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Figure S48. HRMS [M+H]* of compound (25) using 0.1% HCO2H in MeOH as solvent.
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Figure S49. IR spectrum (solid state) of (25).
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Figure S52. 13C NMR [100.6 MHz, CDCls] of (8).
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Figure S53. HRMS [M+H]" of compound (8) using 0.1% HCO2H in MeOH as solvent.

29



Transmittance [%]

35

4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600 400
Wavenumbers [1/cm]

Figure S54. IR spectrum of (8).
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Figure S55. *H NMR (400 MHz, DMSO-ds) of (9).
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Figure S57. 13C NMR [100.6 MHz, DMSO-dg] of (9).
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Figure S58. HRMS [M+H]" of compound (9) in DMSO-ds using 0.1% HCO2H in MeOH as solvent.
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Figure S59. *H NMR (400 MHz, DMSO-dg) of nitrile oxide (9) and isoxazole-2-oxide (8), superimposed.
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Figure S60. *H NMR (400 MHz, DMSO-ds) of nitrile oxide (9) and isoxazole-2-oxide (8), stacked.
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Figure S61. 'H NMR (400 MHz, DMSO-ds) time-course experiment of the ring opening of isoxazole-2-0x-
ide (8) (top spectra) to nitrile oxide (9) (bottom spectra).
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Figure S62. *H NMR (400 MHz, CDCls) of (10a).
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Figure S63. 3C NMR (100.6 MHz, CDClIs) of (10a).
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Figure S64. HRMS [M+H]* of compound (10a) using 0.1% HCO2H in MeOH as solvent.
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Figure S65. IR spectrum (solid) of (10a).
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Figure S66. 'H NMR (400 MHz, CDCls) of (10b).
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Figure S67. 13C NMR (100.6 MHz, CDCls) of (10b).
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Figure S68. HRMS [M+H]* of compound (10b) using 0.1% HCO2H in MeOH as solvent.
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Figure S69. IR spectrum (solid) of (10b).
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Figure S70. 'H NMR (400 MHz, CDCls) of (10c).
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Figure S71. $3C NMR (100.6 MHz, CDCls) of (10c).
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Figure S72. HRMS [M+H]" of compound (10c) using 0.1% HCO2H in MeOH as solvent.
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Figure S73. IR spectrum (solid) of (10c).
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Figure S74. 'H NMR (400 MHz, CDCls) of (10d).
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Figure S75. 13C NMR (100.6 MHz, CDCls) of (10d).
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Figure S76. HRMS [M+H]" of compound (10d) using 0.1% HCO2H in MeOH as solvent.
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Figure S77. IR spectrum (solid) of (10d).
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