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'H NMR spectrum (500 MHz, ds-DMSO) for methyl 3-amino-5-bromobenzo[b]thiophene-2-carboxylate (5a)
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13C NMR spectrum (126 MHz, de-DMSO) for methyl 3-amino-5-bromobenzo[b]thiophene-2-carboxylate (5a)
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'H NMR spectrum (500 MHz, ds-DMSO) for methyl 3-amino-5-nitrobenzo[b]thiophene-2-carboxylate (5b)
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13C NMR spectrum (100 MHz, ds-DMSO) for methyl 3-amino-5-nitrobenzo[b]thiophene-2-carboxylate (5b)
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'H NMR spectrum (500 MHz, ds-DMSO) for methyl 3-amino-5-chlorobenzo[b]thiophene-2-carboxylate (5¢)
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13C NMR spectrum (126 MHz, de-DMSO) for methyl 3-amino-5-chlorobenzo[b]thiophene-2-carboxylate (5¢)
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'H NMR spectrum (400 MHz, ds-DMSO) for methyl 3-amino-6-(trifluoromethyl)benzo[b]thiophene-2-carboxylate (5d)
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13C NMR spectrum (101 MHz, ds-DMSO) for methyl 3-amino-6-(trifluoromethyl)benzo[b]thiophene-2-carboxylate (5d)
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'H NMR spectrum (400 MHz, ds-DMSO) for methyl 3-amino-6-nitrobenzo[b]thiophene-2-carboxylate (5€)
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13C NMR spectrum (101 MHz, de-DMSO) for methyl 3-amino-6-nitrobenzo[b]thiophene-2-carboxylate (5e)
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'H NMR spectrum (400 MHz, ds-DMSO) for methyl 3-amino-5-phenylbenzo[b]thiophene-2-carboxylate (5f)
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13C NMR spectrum (101 MHz, de-DMSO) for methyl 3-amino-5-phenylbenzo[b]thiophene-2-carboxylate (5f)
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'H NMR spectrum (500 MHz, ds-DMSO) for methyl 3-aminobenzo[b]thiophene-2-carboxylate (5g)
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13C NMR spectrum (101 MHz, de-DMSO) for methyl 3-aminobenzo[b]thiophene-2-carboxylate (59)
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'H NMR spectrum (400 MHz, ds-DMSO) for methyl 3-amino-5-(trifluoromethyl)benzo[b]thiophene-2-carboxylate (5h)
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13C NMR spectrum (101 MHz, ds-DMSO) for methyl 3-amino-5-(trifluoromethyl)benzo[b]thiophene-2-carboxylate (5h)
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'H NMR spectrum (500 MHz, ds-DMSO) for methyl (E)-3-amino-5-(2-cyclopropylvinyl)benzo[b]thiophene-2-carboxylate (5i)
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13C NMR spectrum (101 MHz, ds-DMSO) for methyl (E)-3-amino-5-(2-cyclopropylvinyl)benzo[b]thiophene-2-carboxylate (5i)
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'H NMR spectrum (500 MHz, ds-DMSO) for (3R)-3-methyl-9-nitro-1,2,3,4-tetranydro-5H-[1]benzothieno[3,2-e][1,4]diazepin-5-one (6b)
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13C NMR spectrum (125 MHz, de-DMSO) for (3R)-3-methyl-9-nitro-1,2,3,4-tetrahydro-5H-[1]benzothieno[3,2-¢][1,4]diazepin-5-one (6b)
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'H NMR spectrum (500 MHz, CDClIs) for methyl 5-nitrobenzo[b]thiophene-2-carboxylate (10)
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13C NMR spectrum (125 MHz, CDCls) for methyl 5-nitrobenzo[b]thiophene-2-carboxylate (10)
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'H NMR spectrum (500 MHz, CD30D) for 5-nitrobenzo[b]thiophene-2-carboxylic acid (11)
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13C NMR spectrum (125 MHz, CD30D) for 5-nitrobenzo[b]thiophene-2-carboxylic acid (11)
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'H NMR spectrum (500 MHz, CD30D) for 3-bromo-5-nitrobenzo[b]thiophene-2-carboxylic acid (12)
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'H NMR spectrum (500 MHz, CDClIs) for methyl 3-bromo-5-nitrobenzo[b]thiophene-2-carboxylate (13)
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13C NMR spectrum (125 MHz, CDCls) for
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methyl 3-bromo-5-nitrobenzo[b]thiophene-2-carboxylate (13)
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'H NMR spectrum (400 MHz, CDCls) for (E)-5-(2-cyclopropylvinyl)-2-fluorobenzonitrile (14i)
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13C NMR spectrum (101 MHz, CDCls) for (E)-5-(2-cyclopropylvinyl)-2-fluorobenzonitrile (14i)
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'H NMR spectrum (500 MHz, ds-DMSO) for methyl 3-aminothieno[2,3-b]pyridine-2-carboxylate (16)
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13C NMR spectrum (125 MHz, de-DMSO) for methyl 3-aminothieno[2,3-b]pyridine-2-carboxylate (16)
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'H NMR spectrum (500 MHz, CDClIs) for tert-butyl [(2R)-1-aminopropan-2-yl]carbamate (17)
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13C NMR spectrum (125 MHz, CDCls) for tert-butyl [(2R)-1-aminopropan-2-yl]carbamate (17)
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'H NMR spectrum (500 MHz, ds-DMSO) for (R)-methyl 3-((2-((tert-butoxycaronyl)amino)propyl)amino)-5-nitrobenzo[b]thiophene-2-carboxylate (18)
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13C NMR spectrum (125 MHz, de-DMSO) for (R)-methyl 3-((2-((tert-butoxycaronyl)amino)propyl)amino)-5-nitrobenzo[b]thiophene-2-carboxylate (18)
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'H NMR spectrum (400 MHz, CD30D) for methyl 3-(((E)-1-amino-2-chloroethylidene)amino)-5-((E)-2-cyclopropylvinyl)benzo[b]thiophene-2-carboxylate

hydrochloride (19)
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13C NMR spectrum (101 MHz, CD3OD) for methyl 3-(((E)-1-amino-2-chloroethylidene)amino)-5-((E)-2-cyclopropylvinyl)benzo[b]thiophene-2-carboxylate
hydrochloride (19)
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'H NMR spectrum (400 MHz, ds-DMSO) for (E)-8-(2-cyclopropylvinyl)-2-((dimethylamino)methyl)benzo[4,5]thieno[3,2-d]pyrimidin-4(3H)-one (20)

$ OO YT NoOWMW OWITNO o (o)) MON—=0O M OooMNP
~ SO0OORRUEL RVWOOS® 0 N ©Veo® Wnny
— OOV WY WWWLWN ™M o~ —A A~ OOOOC
| / —_—y = N e | N =
—N ,
N:Z
NH
N\
§ o ‘ (o
e 0 ,- / ( [ ]
’__,/ ‘! | J | / /" / :I
B (d) 3 {m)
8.03 0.57
A (d) D (d)| |E(dd) F (s) ld@| [Hm)| |1(m)
8.09 6.68 6.01 3.52 ' 2|29 1.62 0.82
TH _H H H = = H =
C (dd)
7.69
1l
|
l‘ i A U
| 1 ol L/
o [ NoNa o m o (ls)] (e0] O W
Q QO Q Q Q Q Q Qo
I v 1 ] ] T 4 T )] T Ll T v T L] T \J T T 1 . T T S 1 Y T ' 1 T L 1 ] T
0 125 120 115 11.0 105 10.0 9.5 9.0 8.5 8.0 7.5 7.0 : (6.5 ) 6.0 5.5 5.0 4.5 4.0 3.5 3.0 25 2.0 1.5 1.0 0.5 0
1 (ppm

5S40



13C NMR spectrum (101 MHz, de-DMSO) for (E)-8-(2-cyclopropylvinyl)-2-((dimethylamino)methyl)benzo[4,5]thieno[3,2-d]pyrimidin-4(3H)-one (20)
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