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1. General Information

Unless otherwise noted, all reactions were carried out under an atmosphere of argon in oven-dried
Schlenk tubes. Dry solvents (water < 50 ppm) were purchased from Energy Chemical and stored
over molecular sieves under argon atmosphere. Commercially available chemicals were used
without any further purification. The products were purified by column chromatography over
silica gel. Analytical thin-layer chromatography was performed on glass plates precoated with
silica gel, and compounds were detected by visualization under an ultraviolet lamp (254 nm). 'H,
and >C NMR spectra were recorded on an AVANCE 300 Bruker spectrometer operating at 300
MHz and 75 MHz, respectively. Chemical shifts were reported in ppm. Coupling constants (J
values) are reported in Hz. Low-resolution mass spectra (EI) were obtained at 70 eV on a 5975C
Mass Selective Detector.

2. Experimental and Characterization of Reaction Products

General procedure for the electrophilic trifluoromethylthiolation of indoles with
CH3SO:Na( or CF3SO:2Na):

A 10-mL Schlenk tube with a magnetic stirring bar was charged with indoles (0.5 mmol) and
sodium trifluoromethanesulfinate (0.6 mmol). The tube was evacuated and backfilled with dry
nitrogen (this operation was repeated three times). triphosgene (0.5 mmol) dissolved in dry
acetonitrile (2 mL) was added by syringe pump. The resulting mixture was stirred at at -78 °C-rt
for 6 h before the solvent was removed under reduced pressure. Purification of the crude product
was achieved by column chromatography.
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2-chloro-3-(methylthio)-1H-indole (2a): 'H NMR (300 MHz, CDCl;) & 7.88 (s, br, 1H),
7.48 (d, J = 7.4 Hz, 1H), 7.27 (d, J = 5.1 Hz, 1H), 7.23 — 7.00 (m, 2H), 2.26 (s, 3H); 3C
NMR (75 MHz,) 5 134.35, 129.28, 127.93, 123.09, 121.13, 119.08, 110.81, 105.22, 19.12.
HRMS(EI): calcd. for CeHsCINS[M]*: 197.0066, found: 197.0061.
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2-chloro-1-methyl-3-(methylthio)-1H-indole (2b): "H NMR (300 MHz, CDCl3) & 7.73 (d,
J=7.3Hz, 1H), 7.44 — 7.11 (m, 3H), 3.78 (s, 3H), 2.32 (s, 3H); 13C NMR (75 MHz, CDCl)
5 135.99, 130.80, 128.66, 122.54, 120.83, 118.97, 109.34, 104.00, 30.40, 19.15.
HRMS(EI): calcd. for C1oH1oCINS[M]*: 211.0222, found: 211.0217.
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2-chloro-5-methyl-3-(methylthio)-1H-indole (2c): '"H NMR (300 MHz, CDClI3) & 8.19 (s,
br, 1H), 7.48 (s, 1H), 7.19 (d, J = 8.2 Hz, 1H), 7.06 (d, J = 8.3 Hz, 1H), 2.47 (s, 3H), 2.33
(s, 3H); '8C NMR (75 MHz, CDCl3) & 132.71, 130.63, 129.56, 127.73, 124.57, 118.78,
118.75, 110.37, 21.40, 18.90; HRMS(EI): calcd. for C4oH1oCINS[M]*: 211.0222, found:
211.0216.
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2-chloro-5-methoxy-3-(methylthio)-1H-indole (2d): '"H NMR (300 MHz, CDCl;) & 8.28
(s, br, 1H), 7.16 (dd, J = 13.6, 5.5 Hz, 2H), 6.87 (dd, J = 8.8, 2.5 Hz, 1H), 3.89 (s, 3H),
2.32 (s, 3H); 3C NMR (75 MHz, CDCl;) & 155.23, 130.03, 129.13, 128.23, 113.16,
111.75, 104.88, 100.84, 55.87, 19.10; HRMS(EI): calcd. for C1oH:oCINOS[M]*: 227.0172,
found: 227.0166.
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2-chloro-7-methyl-3-(methylthio)-1H-indole(2e): 'H NMR (300 MHz, CDCl;) 5 8.23 (s,
br, 1H), 7.55 (d, J = 8.0 Hz, 1H), 7.14 (t, J = 7.6 Hz, 1H), 7.05 (d, J = 6.9 Hz, 1H), 2.47 (s,
3H), 2.34 (s, 2H). '3C NMR (75 MHz, CDCl3z) & 133.91, 128.88, 127.62, 123.69, 121.30,
120.06, 116.74, 105.67, 19.13, 16.39. HRMS(EI): calcd. for C1oH1o,CINS[M]*: 211.0222,
found: 211.0217.
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2,5-dichloro-3-(methylthio)-1H-indole (2f): "H NMR (300 MHz, CDCl) & 8.37 (s, br,
1H), 7.66 (s, 1H), 7.20 (q, J = 8.6 Hz, 2H), 2.32 (s, 3H). 3C NMR (75 MHz, CDCl3) &
132.76, 130.74, 129.22, 128.84, 127.37, 123.49, 118.76, 111.67, 18.76. HRMS(EI): calcd.
for CeH7CI,NS[M]*: 230.9676, found: 230.9670.
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5-bromo-2-chloro-3-(methylthio)-1H-indole (2g): '"H NMR (300 MHz, CDCl;) & 8.41 (s,
br, 1H), 7.82 (s, 1H), 7.31 (dd, J = 8.6, 1.9 Hz, 1H), 7.17 (d, J = 8.2 Hz, 1H), 2.31 (s, 3H);
3C NMR (75 MHz, CDCl3) 6 132.99, 131.11, 129.13, 126.06, 121.82, 121.76, 114.72,
112.15, 18.94; HRMS(EI): calcd. for CgH;CI,NS[M]*: 274.9171, found: 274.9166.
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methyl 2-chloro-3-(methylthio)-1H-indole-5-carboxylate (2h): '"H NMR (300 MHz,
CDCl3) 6 8.73 (s, br, 1H), 8.44 (s, 1H), 7.95 (d, J = 8.1 Hz, 1H), 7.33 (d, J = 8.3 Hz, 1H),
3.96 (s, 3H), 2.35 (s, 3H); '®C NMR (75 MHz, CDCl3) 6 167.67, 137.03, 129.15, 129.06,
124.54, 123.56, 121.76, 110.44, 51.85, 18.89; HRMS(EI): calcd. for C41H1,CINO,S[M]*:
255.0121, found: 255.0116.
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2-chloro-3-(methylthio)-5-nitro-1H-indole (2i): '"H NMR (300 MHz, CDCl;) d 8.87 (s,
1H), 8.64 (s, 1H), 8.15 (d, J = 8.3 Hz, 1H), 7.39 (d, J = 8.6 Hz, 1H), 2.36 (s, 3H); 3C
NMR (75 MHz, CDCI;) & 137.34, 130.97, 129.23, 118.69, 116.01, 110.76, 18.72;
HRMS(EI): calcd. for CoH;CIN,O,S[M]*: 241.9917, found: 241.9912.
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2-chloro-6-fluoro-3-(methylthio)-1H-indole (2J): '"H NMR (300 MHz, CDClI3) & 8.28 (s,
br, 1H), 7.60 (dd, J = 8.5, 5.2 Hz, 1H), 6.98 (ddd, J = 14.3, 9.2, 2.6 Hz, 2H), 2.32 (s, 3H);
3C NMR (75 MHz, CDCI3;) & 162.10, 158.91, 134.2 (d, J = 13.5Hz), 127.58, 126.87,
12.06 (d, J = 9.8Hz), 109.88 (d, J = 24.7Hz), 97.41 (d, J = 27Hz), 18.71; HRMS(EI): calcd.
for CoH;CIFNS[M]*: 214.9972, found: 214.9966.
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2,6-dichloro-3-(methylthio)-1H-indole (2k): 'H NMR (300 MHz, CDCls) & 8.32 (s, br,
1H), 7.59 (d, J = 8.4 Hz, 1H), 7.30 (s, 1H), 7.18 (d, J = 8.4 Hz, 1H), 2.32 (s, 3H); 13C
NMR (75 MHz, CDCl3) & 134.66, 129.20, 128.37, 128.01, 121.97, 120.03, 110.77, 110.72,
18.74. HRMS(EI): calcd. for CoH,ClLNS[M]*: 230.9676, found: 230.9671.
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6-bromo-2-chloro-3-(methylthio)-1H-indole (2I): 'H NMR (300 MHz, CDCl3)  8.38 (s,
br, 1H), 7.53 (d, J = 8.3 Hz, 1H), 7.43 (s, 1H), 7.31 (d, J = 8.4 Hz, 1H), 2.31 (s, 3H); '3C
NMR (75 MHz, CDCl3) & 135.13, 130.80, 128.39, 127.88, 124.59, 120.35, 116.63, 113.69,
18.66; HRMS(EI): calcd. for CogH;CI,NS[M]*: 274.9171, found: 274.9165.
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2,7-dichloro-3-(methylthio)-1H-indole (2m): "H NMR (300 MHz, CDCl;) & 8.60 (s, br,
1H), 7.59 (d, J = 7.6 Hz, 1H), 7.19 (td, J = 15.1, 7.4 Hz, 2H), 2.33 (s, 3H); 3C NMR (75
MHz, CDCl;) & 131.73, 130.73, 128.80, 122.43, 121.89, 117.71, 116.22, 18.89;
HRMS(EI): calcd. for CoH;CI,NS[M]*: 230.9676, found: 230.9670.
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2-chloro-4-methoxy-3-(methylthio)-1H-indole (2p): '"H NMR (300 MHz, CDCl;) 5 8.32
(s, br, 1H), 7.13 (t, J = 8.0 Hz, 1H), 6.90 (d, J = 8.1 Hz, 1H), 6.61 (d, J = 7.9 Hz, 1H), 3.98
(s, 3H), 2.42 (s, 3H); 3C NMR (75 MHz, CDCl;) & 153.93, 136.29, 126.30, 123.78,
119.13, 104.06, 102.35, 55.82, 20.30; HRMS(EI): calcd. for C1oH1CINOS[M]*: 227.0172,
found: 227.0167.
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2-chloro-4-methyl-3-(methylthio)-1H-indole (2q): '"H NMR (300 MHz, CDClI3) d 8.87 (s,
br, 1H), 8.64 (s, 1H), 8.15 (d, J = 8.3 Hz, 1H), 7.39 (d, J = 8.6 Hz, 1H), 2.36 (s, 3H). '3C
NMR (75 MHz, CDCl3) & 134.75, 131.31, 129.03, 128.84, 127.17, 123.11, 122.87, 108.38,
20.77, 18.42. HRMS(EI): calcd. for C4oHoCINS[M]*: 211.0222, found: 211.0217.
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2-chloro-3-(methylthio)-1H-indole-4-carbonitrile (2r): '"H NMR (300 MHz, CDCl;) &
8.87 (s, br, 1H), 8.64 (br, 1H), 8.15 (d, J = 8.3 Hz, 1H), 7.39 (d, J = 8.6 Hz, 1H), 2.36 (s,
3H); 3C NMR (75 MHz, CDCl;) & 132.47, 126.78, 124.31, 121.42, 120.68, 118.49,
116.74, 101.48, 99.63, 20.61; HRMS(EI): calcd. for C4oH;CIN,S[M]*: 222.0018, found:
222.0013.

1-ethyl-2-methyl-3-(methylthio)-1H-indole (2s): '"H NMR (300 MHz, CDCl;) & 7.81 —
7.62 (m, 1H), 7.32 (d, J = 7.0 Hz, 1H), 7.20 (it, J = 7.0, 5.6 Hz, 2H), 4.17 (q, J = 7.2 Hz,
2H), 2.57 (s, 3H), 2.27 (s, 3H), 1.37 (t, J = 7.2 Hz, 3H); '3C NMR (75 MHz, CDCl;) &
139.72, 135.95, 129.89, 121.36, 119.86, 118.81, 108.89, 103.95, 38.42, 19.81, 14.95,
10.30; HRMS(EI): calcd. for C1HisNS[M]*: 205.0925, found: 205.0920.
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3-(methylthio)-2-phenyl-1H-indole (2t): 'H NMR (300 MHz, CDCl3) & 11.87 (s, br, 1H),
8.91 (d, J = 8.3 Hz, 1H), 8.13 (d, J = 7.9 Hz, 1H), 8.05 (d, J = 7.0 Hz, 2H), 7.69 — 7.46 (m,
5H), 7.17 (t, J = 7.7 Hz, 1H), 2.51 (s, 3H); *C NMR (75 MHz, MeOD) & 165.88, 139.00,
134.80, 131.96, 129.75, 128.82, 127.45, 122.96, 122.82, 121.06, 12.17; HRMS(EI): calcd.
for C1sH13NS[M]*: 239.0769, found: 239.0764.
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1-methyl-3-(methylthio)-2-phenyl-1H-indole (2u): 'H NMR (300 MHz, CDCl;) & 7.88 (d,
J = 7.7 Hz, 1H), 7.62 — 7.46 (m, 5H), 7.44-7.26 (m, 3H), 3.68 (s, 3H), 2.24 (s, 3H); 13C
NMR (75 MHz, CDCl3) & 144.07, 137.51, 131.40, 130.87, 129.76, 128.48, 128.21, 122.51,
120.45, 119.56, 109.68, 105.48, 31.29, 20.04; HRMS(EI): calcd. for CisHisNS[M]*:
253.0925, found: 253.0919
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2-chloro-3-(cyclopropylthio)-5-methoxy-1H-indole(2v): 'H NMR (300 MHz, CDCl3) &
8.29 (s, 1H), 7.22 — 7.13 (m, 2H), 6.88 (dd, J = 8.8, 2.3 Hz, 1H), 3.89 (s, 3H), 2.25-2.17
(m, 1H), 0.84 — 0.63 (m, 4H); 'C NMR (75 MHz, CDCl;) & 155.24, 130.66, 129.14,
128.64, 113.07, 111.71, 104.42, 100.98, 55.93, 16.49, 8.51; HRMS(EI): calcd. for
C12H12CINOS[M]*: 253.0328, found: 253.0325.

CHj

2-chloro-3-(cyclopropylthio)-7-methyl-1H-indole(2w): 'H NMR (300 MHz, CDCl;) &
8.26 (s, 1H), 7.57 (d, J = 7.8 Hz, 1H), 7.15 (t, J = 7.5 Hz, 1H), 7.05 (d, J = 7.1 Hz, 1H),
2.48 (s, 3H), 2.23 (ddd, J=11.7, 7.3, 4.4 Hz, 1H), 0.85 — 0.59 (m, 5H); '3C NMR (75 MHz,
CDCl;) 6 133.8, 129.5, 128.0, 123.7, 121.4, 120.0, 117.0, 105.3, 16.5, 16.4, 8.6;
HRMS(EI): calcd. for C1,H1,CINS[M]*: 237.0379, found: 237.0376.
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5-bromo-2-chloro-3-(cyclopropylthio)-1H-indole(2x): 'H NMR (300 MHz, CDCl3) &
8.41 (s, 1H), 7.83 (s, 1H), 7.32 (dd, J = 8.6, 1.7 Hz, 1H), 7.17 (d, J = 8.6 Hz, 1H), 2.25-
2.21 (m, 1H), 0.82-0.69 (m, 4H); '3*C NMR (75 MHz, CDCl;) 6 132.9, 131.6, 129.5, 126.0,
121.8, 114.7, 112.2, 104.8, 77.5, 77.10, 76.7, 16.4, 8.6; HRMS(EIl): calcd. for
C11HyBrCINS[M]*: 300.9328, found: 300.9325.
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3-((trifluoromethyl)thio)-1H-indole ' (3a): '"H NMR (300 MHz, CDClI3): d 8.49 (s, br, 1H),
7.85-7.82 (m, 1H), 7.52 (d, J = 2.8 Hz, 1H), 7.44 (t, J = 4.0 Hz, 1H), 7.35-7.28 (m, 2H);
3C NMR (75 MHz, CDCl;): & 136.0, 132.9, 129.6 (q, J = 308 Hz, 1C), 129.5, 123.5,
121.7, 119.3, 111.8, 95.6(q, J = 2 Hz, 1C); HRMS(EI): calcd. for CgHgF3NS [M]*:
217.0173, found: 217.0168.
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1-methyl-3-(trifluoromethylthio)-1H-indole 2 (3b): '"H NMR (300 MHz, CDCl;) 5 7.83 (d,
J = 7.6 Hz, 1H), 7.39-7.29 (m, 4H), 3.82 (s, 3H); '*C NMR(75 MHz, CDCl;,) 6 137.20,
136.92, 130.21, 129.44 (q, J = 311.2 Hz), 122.92, 121.34, 119.4, 109.97,93.1 (9, J= 2.4
Hz), 33.4. MS (El): m/z (%) 231, 162 (1 0 0), 106; HRMS(EI): calcd. for C1oHgF3NS [M]*:
231.0330, found: 231.0325.
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5-methoxy-3-((trifluoromethyl)thio)-1H-indole ' (3c): 'H NMR (300 MHz, CDCl;) &
8.48 (s, br, 1H), 7.48 (d, J = 2.8 Hz, 1H), 7.32-7.25 (m,2H), 6.93 (dd, J = 8.8, 1.8 Hz, 1H),
3.91 (s, 3H); 3C NMR (75 MHz, CDCl;) & 155.6, 133.3, 130.9, 130.4, 129.6 (q, J = 309.9
Hz), 114.1, 112.7, 100.6, 95.0 (q, J = 2 Hz), 55.9; HRMS(EI): calcd. for C1qHgF3NOS [M]*:
247.0279, found: 247.0274.

6-methyl-3-((trifluoromethyl)thio)-1H-indole 3 (3d): 'H NMR (300 MHz, CDCl3) & 8.41
(s, br, 1H), 7.70 (d, J = 8.2 Hz, 1H), 7.45 (d, J = 2.6 Hz, 1H), 7.22 (s, 1H), 7.13 (d, J = 8.2
Hz, 1H), 2.51 (s, 3H); 13C NMR (75 MHz, CDCls) & 136.6, 133.6, 132.3, 129.6 (q, J =
309.8 Hz), 127.4, 123.6, 119.1, 111.7, 95.4, 21.8; HRMS(EI): calcd. for C1oHsF5NS [M]*:



231.0330, found: 231.0325.
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7-methyl-3-((trifluoromethyl)thio)-1H-indole 2 (3e): 'H NMR(300 MHz, CDCl;): & 8.52
(s, br, 1H), 7.67 (d, J = 8.1 Hz, 1H), 7.55 (d, J = 2.8 Hz, 1H), 7.21 (t, J = 8.6 Hz, 1H), 7.10
(d, J=7.2 Hz, 1H), 2.53 (s, 3H); 'C NMR (75 MHz, CDCI3): 5 135.6, 132.5, 129.4 (q, J =
308 Hz, 1C), 129.1, 123.9, 121.8, 120.9, 117.1, 96.0 (q, J = 2.4 Hz, 1C), 16.3; HRMS(EI):
calcd. for C4oHgF3NS [M]*: 231.0330, found: 231.0325.
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5-bromo-3-((trifluoromethyl)thio)-1H-indole 2 (3f): '"H NMR (300 MHz, Acetone) d 8.60
(s, 1H), 7.94 (s, 1H), 7.52 (d, J = 2.4 Hz, 1H), 7.37 (dd, J = 8.6, 1.6 Hz, 1H), 7.27 (d, J =
8.6 Hz, 1H). '3C NMR (75 MHz, CDCl;): 5 134.8, 133.9, 131.3, 129.3 (q, J = 308 Hz, 1C),
126.6, 122.0, 115.2, 113.2, 95.4 (q, J = 2.3 Hz, 1C); HRMS(EI): calcd. for CgHsBrF3NS
[M]*: 294.9278, found: 294.9273.
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5-chloro-3-((trifluoromethyl)thio)-1H-indole 2 (3g): '"H NMR (300 MHz, CDCI3) 5 8.64
(s, br, 1H), 7.78 (s, 1H), 7.55 (d, J = 2.4 Hz, 1H), 7.34 (d, J = 8.6 Hz, 1H), 7.25 (d, J = 8.6
Hz, 1H); 3C NMR (75 MHz, CDCl3): & 134.4, 134.0, 130.7, 129.3 (q, J = 310 Hz, 1C),
127.7, 124.0, 118.9, 112.8, 95.5 (q, J = 2.3 Hz, 1C); HRMS(EI): calcd. for CgHsCIF3NS
[M]*: 250.9783, found: 250.9778.

6-fluoro-3-((trifluoromethyl)thio)-1H-indole 2 (3h): '"H NMR (300 MHz, CDCl;) & 8.58 (s,
br, 1H), 7.72 (dd, J = 8.6, 5.2 Hz, 1H), 7.53 (d, J = 2.6 Hz, 1H), 7.13 = 7.01 (m, 2H); 13C
NMR (75 MHz, CDCl3) & 160.6 (d, J = 240.0 Hz), 136.1 (d, J = 12.6 Hz), 133.1, 129.4 (q,



J =309.9 Hz), 125.9, 120.4 (d, J = 10.1 Hz), 110.7 (d, J = 24.7 Hz), 98.1 (d, J = 26.6 Hz),
96.0 (q, J = 2.2 Hz); HRMS(EI): calcd. for CoHsF4NS [M]*: 235.0079, found: 235.0074.
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4-methyl-3-((trifluoromethyl)thio)-1H-indole 4 (3i): "H NMR (300 MHz, CDCl;) & 8.36 (s,
br, 1H), 7.48 (d, J= 2.7 Hz, 1H), 7.30-7.28 (m, 2H), 7.14-7.12 (m, 1H), 2.99 (s, 3H); 3C
NMR (75 MHz, CDCI3) 6 136.5, 134.4, 131.7, 129.3 (q, J = 309.3Hz), 126.8, 123.5, 110.0,
94.9 (q, J = 2.4 Hz), 19.5; HRMS(EI): calcd. for CioHsFsNS [M]*: 231.0330, found:
231.0325.
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4-methoxy-3-((trifluoromethyl)thio)-1H-indole 4 (3J): '"H NMR300 MHz, CDCl3) 5 8.43
(s, br, 1H), 7.29 (s, (3c) 1H), 7.10 (t, J = 8.0 Hz, 1H), 6.90 (d, J = 8.4 Hz, 1H), 6.58 (d, J =
8.0 Hz, 1H), 3.89 (s, 3H); '3C NMR (75 MHz, CDCl3) d 154.6, 137.9, 132.6, 129.6 (q, J =
309.4 Hz), 124.4, 118.6, 105.0, 102.2, 94.5 (q, J = 2.5 Hz), 55.6;
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4-bromo-3-((trifluoromethyl)thio)-1H-indole 3 (3k): 'H NMR (300 MHz, CDCl;) 5 8.64
(s, br, 1H), 7.56 (d, J = 2.5 Hz, 1H), 7.43 (d, J = 7.6 Hz, 1H), 7.36 (d, J = 8.1 Hz, 1H),
7.10 (t, J = 7.9 Hz, 1H); 3C NMR (75 MHz, CDCl3) 6 137.1, 135.5, 132.6, 129.1 (q, J =
307.5Hz), 126.7, 126.1, 124.3, 114.3, 111.5, 96.1 (q, J = 2.5 Hz),
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4-fluoro-3-((trifluoromethyl)thio)-1H-indole(3l): '"H NMR (300 MHz, CDCl3) d 8.76 (s,
br, 1H), 7.57 (s, 1H), 7.45 — 7.15 (m, 2H), 7.11 — 6.74 (m, 1H); '3C NMR (75 MHz,
CDCl3) 6 156.7 (d, J = 249 Hz, 1C), 138.9 (d, J = 9 Hz, 1C), 135.4 (d, J = 9 Hz, 1C),
129.3 (d, J = 307.5 Hz, 1C), 124.1(d, J = 8.3 Hz, 1C), 118.0 (d, J = 17.3 Hz, 1C), 108.0 (d,
J = 3.8 Hz, 1C), 107.2 (d, J = 19.5 Hz, 1C), 93.3 (q, J = 2.5 Hz); HRMS(EI): calcd. for



CoHsF4NS [M]*: 235.0079, found: 235.0074.
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3-((trifluoromethyl)thio)-1H-indole-4-carbonitrile ® (3m): 'H NMR (300 MHz, Acetone)
0 12.42 (s, br, 1H), 8.39 (s, 1H), 8.00 (d, J = 8.4 Hz, 1H), 7.71 (d, J = 7.5 Hz, 1H), 7.47 (t,
J =7.9 Hz, 1H); 3C NMR (75 MHz, Acetone) 6 137.7, 133.3, 128.7, 125.9 (q, J = 333.0
Hz, 1C), 125.6, 118.9, 118.6, 109.1, 102.0; HRMS(EI): calcd. for C4oHsF3N,S [M]*:
242.0126, found: 242.0121.

SCF;

N—CHy
N
H

2-Methyl-3-((trifluoromethyl)thio)-1H-indole # (3n): '"H NMR (300 MHz, CDCl;) & 8.21
(s, br, 1H), 7.78 (d, J = 7.2 Hz, 1H), 7.33-7.24 (m, 3H), 2.56 (s, 3H); '3C NMR (75 MHz,
CDCI3) 6 143.7, 136.1, 130.6, 129.9 (q, J = 309.2 Hz), 122.7, 121.4, 118.7, 110.9, 92.5 (q,
J=2.2 Hz), 12.1; HRMS: Calculated for C1gHgF3NS: 231.0330; Found: 231.0325.

CH3

Ej\/\giSCF:g
N

H

3-Methyl-2-((trifluoromethyl)thio)-1H-indole 4 (30): 'H NMR (300 MHz, CDCl3): & 8.14
(s, br, 1H), 7.63 (d, J = 7.2 Hz, 1H), 7.35-7.38 (m, 1H), 7.39-7.30 (m, 1H), 7.21-7.16 (t, J
= 6.6 Hz, 1H), 2.47 (s, 3H); 3C NMR (75 MHz, CDCls): & 137.6, 129.6 (q, J = 310 Hz,
1C), 126.7, 124.8, 123.7, 120.1, 119.9, 113.2, 111.1, 9.4; HRMS: Calculated for
C1oHsNF3S: 231.0330; Found: 231.0325.

CH3

N

H

2-chloro-3-methyl-1H-indole: '"H NMR (300 MHz, CDCl;) 5 7.88 (s, 1H), 7.48 (d, J = 7.4
Hz, 1H), 7.27 (d, J = 5.1 Hz, 1H), 7.23 — 6.99 (m, 2H), 2.26 (s, 2H). 'C NMR (75 MHz,
CDCl3): 6 = 134.6, 1285, 122.3, 120.0, 118.3, 110.2, 108.1, 81. HRMS: Calculated for
CgHgCIN: 165.0345; Found: 165.034.
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4. Copies of NMR Spectra
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2-chloro-1-methyl-3-(methylthio)-1H-indole (2b)
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2-chloro-5-methyl-3-(methylthio)-1H-indole (2¢)
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2-chloro-5-methoxy-3-(methylthio)-1H-indole (2d)
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2-chloro-7-methyl-3-(methylthio)-1H-indole(2e)

600—

FeT—
LR

voL
0L

Thi~s
f.h..ﬂ
b h.\
Lzl

oL
CEIE

EZE—

SCH;

7 “zT

CH3

W

—EF'T
—E£5E

~90'T
~00T

—830

—£0'T

10

GEQL—
ELGL—

£9°80

264

1960} —

proH—
50021~
E'LEL

soEzL"
79 1E—
aaazt
LBECL—

SCH;

7 “zT

CH3

40

60

80

120

140

160

180

200

-0.5 (10)



2,5-dichloro-3-(methylthio)-1H-indole (2f)
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5-bromo-2-chloro-3-(methylthio)-1H-indole (2g)
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methyl 2-chloro-3-(methylthio)-1H-indole-5-carboxylate (2h)
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2-chloro-3-(methylthio)-5-nitro-1H-indole (2i):
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2-chloro-6-fluoro-3-(methylthio)-1H-indole (2j)
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2,6-dichloro-3-(methylthio)-1H-indole (2k)
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6-bromo-2-chloro-3-(methylthio)-1H-indole (2I)
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2,7-dichloro-3-(methylthio)-1H-indole (2m):
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2-chloro-4-methoxy-3-(methylthio)-1H-indole (2p)
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2-chloro-4-methyl-3-(methylthio)-1H-indole (2q):
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2-chloro-3-(methylthio)-1H-indole-4-carbonitrile (2r)
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1-ethyl-2-methyl-3-(methylthio)-1H-indole (2s):
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3-(methylthio)-2-phenyl-1H-indole (2t)
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1-methyl-3-(methylthio)-2-phenyl-1H-indole (2u)
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2-chloro-3-(cyclopropylthio)-5-methoxy-1H-indole(2v):
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2-chloro-3-(cyclopropylthio)-7-methyl-1H-indole(2w):

00~
Lo

0L
80°24
m_.h/fw
S
Ll h%
L
mm.h%
85

9z 8—

=T19¢

—FET
—$EE

reE'T
*TET

—00'T

=407

10

11

12

85—

BED)
me.m:v

B899~

bdd
ES'LL

L250—

win—
2661 —
vzl

soezl
coeel—
rgeel”
1REEL—

40

60

80

100

120

140

160

180

200

-0.5 (10)



5-bromo-2-chloro-3-(cyclopropylthio)-1H-indole(2x):
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3-((trifluoromethyl)thio)-1H-indole (3a):

00—

9229

€517
SQ»
va'24

g847

SCF;,

L

86T
~00T
Ve

oo

=160

10

11

12

89781,

aLiL
£5 tn\.

mm.mm/
mm.wgv
£9°66
8968~

BL ML —

1E6LL
69121\
PEEZIAL
et
9 L2~
15621~
95'Lel—
pezel~.

99°GE}
hommﬁﬂn

SCF,

HJ'I (T

160 140 120 100 80 60 40
-0.5 (10)

180

200



1-methyl-3-(trifluoromethylthio)-1H-indole (3b):
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5-methoxy-3-((trifluoromethyl)thio)-1H-indole (3c)
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6-methyl-3-((trifluoromethyl)thio)-1H-indole (3d):
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7-methyl-3-((trifluoromethyl)thio)-1H-indole (3e):
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5-bromo-3-((trifluoromethyl)thio)-1H-indole (3f):
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5-chloro-3-((trifluoromethyl)thio)-1H-indole (3g):
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6-fluoro-3-((trifluoromethyl)thio)-1H-indole (3h):
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4-methyl-3-((trifluoromethyl)thio)-1H-indole (3i):
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4-methoxy-3-((trifluoromethyl)thio)-1H-indole(3j):
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4-bromo-3-((trifluoromethyl)thio)-1H-indole(3k):
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4-fluoro-3-((trifluoromethyl)thio)-1H-indole(3I):
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3-((trifluoromethyl)thio)-1H-indole-4-carbonitrile (3m)
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2-Methyl-3-((trifluoromethyl)thio)-1H-indole (3n)
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3-Methyl-2-((trifluoromethyl)thio)-1H-indole (30)
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