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Figure S1. Methyl-3-iodo-1-benzothiophene-2-carboxylate (2). *H NMR spectrum (400 MHz, CDCls).
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Figure S2. Methyl-3-iodo-1-benzothiophene-2-carboxylate (2). 1*C NMR spectrum (100 MHz, CDCls).
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Figure S3. Methyl 3-[(4-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3a). 'H NMR
spectrum (400 MHz, CDCls).
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Figure S4. Methyl 3-[(4-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3a). *C NMR
spectrum (100 MHz, CDCls).
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Figure S5. Methyl 3-[(4-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3a). HRMS (ESI).
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Figure S6. Methyl 3-[(2-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3b). *H NMR
spectrum (400 MHz, CDCls).
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Figure S7. Methyl 3-[(2-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3b). 1*C NMR
spectrum (100 MHz, CDCls).
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Figure S8. Methyl 3-[(2-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3b). HRMS (ESI).
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Figure S9. Methyl 3-[(4-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3c). tH NMR spectrum
(400 MHz, CDClz).
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Figure S10. Methyl 3-[(4-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3c). 13C NMR
spectrum (100 MHz, CDCls).
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Figure S11. Methyl 3-[(4-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3c). *°F NMR
spectrum (100 MHz, CDCls).
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Figure S12. Methyl 3-[(2-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3d). *H NMR
spectrum (400 MHz, CDCls).
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Figure S13. Methyl 3-[(2-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3d). 13C NMR
spectrum (100 MHz, CDCls).
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Figure S14. Methyl 3-[(2-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3d). *°F NMR
spectrum (400 MHz, CDCls).
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Figure S15. Methyl 3-[(2-fluorophenyl)amino]-1-benzothiophene-2-carboxylate (3d). HRMS (ESI).
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Figure S16. Methyl 3-{[4-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3e). 'H
NMR spectrum (400 MHz, CDCls).
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Figure S17. Methyl 3-{[4-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3¢). 13C
NMR spectrum (100 MHz, CDCls).
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Figure S18. Methyl 3-{[4-(trifluoromethyl)phenyl]Jamino}-1-benzothiophene-2-carboxylate (3e). 1°F
NMR spectrum (100 MHz, CDCls).
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Figure S19. Methyl 3-{[3-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3f). *H
NMR spectrum (400 MHz, CDCls).
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Figure S20. Methyl 3-{[3-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3f). 13C

NMR spectrum (100 MHz, CDCls).
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Figure S21. Methyl 3-{[3-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3f). 1°F

NMR spectrum (100 MHz, CDCls).
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Figure S22. Methyl 3-{[2-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3g). *H
NMR spectrum (400 MHz, CDCls).
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Figure S23. Methyl 3-{[2-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3g). 3C
NMR spectrum (100 MHz, CDCls).



-62.01

CF

NH

s O—CHj

Figure S24. Methyl 3-{[2-(trifluoromethyl)phenyl]amino}-1-benzothiophene-2-carboxylate (3g). °F

NMR spectrum (100 MHz, CDCls).
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Figure S25. Methyl 3-{[2-(trifluoromethyl)phenyllamino}-1-benzothiophene-2-carboxylate (3g).

HRMS (ESI).
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Figure S26. Methyl 3-[(3-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3h). *H NMR
spectrum (400 MHz, CDCls).
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Figure S27. Methyl 3-[(3-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3h). *C NMR
spectrum (100 MHz, CDCls).
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Figure S28. Methyl 3-[(3-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3h). DEPT135
spectrum (100 MHz, CDCls).
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Figure S29. Methyl 3-[(3-methoxyphenyl)amino]-1-benzothiophene-2-carboxylate (3h). HRMS (ESI).
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Figure S30. Methyl 3-[(4-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3i). tH NMR spectrum
(400 MHz, CDCls).
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Figure S31. Methyl 3-[(4-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3i). 3C NMR
spectrum (100 MHz, CDCls).
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Figure S32. Methyl 3-[(4-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3i). HRMS (ESI).
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Figure S33. Methyl 3-[(3-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3j). tH NMR
spectrum (400 MHz, CDCls).

- R @R ANONG MmO

o HANN S OONO O MmN M ol
n FITIAZIRUL OO o
© TEFTTMANNNCN N A i
=1 AL L B R A A s s in

NZO
NH
\ [0}
S O—CH,

0 190 180 170 160 150 140 130 120 110 ° (1[?8'_”) 90 80 70 60 50 40 30 20
Figure S34. Methyl 3-[(3-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3j). 1*C NMR
spectrum (100 MHz, CDCls).
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Figure S35. Methyl 3-[(3-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3j). HRMS (ESI).
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Figure S36. Methyl 3-[(2-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3k). H NMR
spectrum (400 MHz, CDCl3
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Figure S37. Methyl 3-[(2-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3k). *C NMR
spectrum (100 MHz, CDCls).
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Figure S38. Methyl 3-[(2-nitrophenyl)amino]-1-benzothiophene-2-carboxylate (3k). HRMS (ESI).
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Figure S39. Methyl 3-(phenylamino)-1-benzothiophene-2-carboxylate (3I). tH NMR spectrum
(400 MHz, CDCls).
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Figure S40. Methyl 3-(phenylamino)-1-benzothiophene-2-carboxylate (31). 1*C NMR spectrum (100
MHz, CDCly).
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Figure S41. Methyl 3-(phenylamino)-1-benzothiophene-2-carboxylate (31). HRMS (ESI).
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Figure S42. Methyl 3-[(4-hydroxyphenyl)amino]-1-benzothiophene-2-carboxylate (3m). *H NMR
spectrum (400 MHz, CDCls).
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Figure S43. Methyl 3-[(4-hydroxyphenyl)amino]-1-benzothiophene-2-carboxylate (3m). 3C NMR
spectrum (100 MHz, CDCls).
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Figure S44. Methyl 3-[(4-hydroxyphenyl)amino]-1-benzothiophene-2-carboxylate (3m). HRMS (ESI).
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Figure S45. Methyl 3-[(4-aminophenyl)amino]-1-benzothiophene-2-carboxylate (3n). tH NMR

spectrum (400 MHz, CDCls).
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Figure S46. Methyl 3-[(4-aminophenyl)amino]-1-benzothiophene-2-carboxylate (3n). 1*C NMR

spectrum (100 MHz, CDCls).
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Figure S47. Methyl 3-[(4-aminophenyl)amino]-1-benzothiophene-2-carboxylate (3n). DEPT135

spectrum (100 MHz, CDCls).
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Figure S48. Methyl 3-[(4-aminophenyl)amino]-1-benzothiophene-2-carboxylate (3n). HRMS (ESI).
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Figure S49. Methyl 3-{[4-(acetylamino)phenyl]amino}-1-benzothiophene-2-carboxylate (30). H NMR
spectrum (400 MHz, DMSO-ds).
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Figure S50. Methyl 3-{[4-(acetylamino)phenyl]Jamino}-1-benzothiophene-2-carboxylate (30). 3C
NMR spectrum (100 MHz, DMSO-ds).
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Figure S51. Methyl 3-{[4-(acetylamino)phenyl]amino}-1-benzothiophene-2-carboxylate (30). HRMS
(ESI).
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Figure S52. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). 'H NMR spectrum
(400 MHz, DMSO-dg).
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Figure S53. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). 13C NMR spectrum
(100 MHz, DMSO-de).
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Figure S54. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). DEPT135 spectrum
(100 MHz, DMSO-dj).
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Figure S55. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). COSY.
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Figure S56. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). HSQC.
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Figure S57. 5a,7-dihidro-6H-[1]benzothieno[2,3-b][1,5]benzodiazepin-6-one (4). HRMS (ESI).
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Figure S58. Dimethyl 3,3’-iminobis(benzo[b]thiophene-2-carboxylate) (5). *H NMR spectrum
(400 MHz, CDCly).
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Figure S59. Dimethyl 3,3'-iminobis(benzo[b]thiophene-2-carboxylate) (5). **C NMR spectrum
(100 MHz, CDCls).
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Figure S60. Dimethyl 3,3'-iminobis(benzo[b]thiophene-2-carboxylate) (5). DEPT135 spectrum
(100 MHz, CDClg).
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Figure S61. Dimethyl 3,3'-iminobis(benzo[b]thiophene-2-carboxylate) (5). HRMS (ESI).



