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Supplementary Information:

General procedure: 3,3’-diphenyl-5,5’-Dibromo-2,2’-bithiophene 3 (476 mg, 1 mmol), diarylamine (2 mmol), NaOBut (230 mg, 2.4 mmol), Pd(OAc)2 ( 11 mg, 5 mol %), PBut3 ( 4.4 mL, 0.05M in toluene, 22mol%). The mixture was refluxed overnight under argon. The mixture was allowed to cool to room temperature, diluted with chloroform (10 mL). The solution was extracted with brine. Combined organic solution was dried over MgSO4. The concentrated crude product was purified by flash chromatography on silica gel (CH2Cl2/hexane (4/1)) to afford 4 as a bright yellow solid.

4a: mp. 157 oC (DSC) FT-IR (KBr)  1531.8, 1496.0, 1452.4, 694.4cm-1, 1H NMR (400 MHz, CDCl3) 2.28 (s, 6H), 6.65 (s, 2H), 6.86 (d, J = 7.6 Hz, 2H), 6.98-7.04 (m, 6H), 7.13-7.19 (m, 16H), 7.25 (t, J = 7.6 Hz, 4H). 13C NMR (100 MHz, d6-acetone) 21.41, 121.05, 122.11, 123.52, 123.59, 124.18, 124.42, 125.32, 127.84, 128.99, 129.11, 130.05, 130.16, 136.55, 140.00, 141.14, 148.29, 148.46, 152.56. MS (FAB) 680.3, HRMS calcd for C46H36N2S2 680.2320, found 680.2326.

4b: FT-IR (KBr) 1596.9, 1494.9, 1460.2, 693.1cm-1, 1H NMR (400 MHz, CDCl3) 6.54 (s, 2H), 6.90 (t, J = 7.2 Hz, 2H), 7.02 (d, J = 8.0 Hz, 4H), 7.06-7.12 (m, 10H), 7.15 (d, J = 7.6 Hz, 2H), 7.17 (d, J = 7.6 Hz, 2H), 7.41-7.50 (m, 8H), 7.79 (d, J = 7.6 Hz, 2H), 7.88 (d, J = 8.0 Hz, 2H , 8.00 (d, J = 8.4 Hz, 2H). 13C NMR (100 MHz, CDCl3) 119.15, 119.47, 121.42, 121.91, 123.80, 126.18, 126.25, 126.52, 126.60, 127.26, 127.84, 128.23, 128.41, 128.96, 130.70, 135.15, 135.92, 139.85, 142.95, 148.48, 151.83. MS (FAB) 752.3. HRMS calcd for C52H36N2S2 752.2319, found 752.2335.

4c: mp. 200 oC (DSC), FTIR (KBr) 1596.0, 1496.2, 1486.7, 694.4cm-1, 1H NMR (400 MHz, CDCl3) 6.70 (s, 2H), 7.05 (t, J = 7.2 Hz, 2H), 7.17-7.19 (m, 8H), 7.22-7.25 (m, 8H), 7.26-7.32 (m, 8H), 7.41 (t, J = 8.0 Hz, 4H), 7.48 (d, J = 8.4 Hz, 4H), 7.55 (d, J = 6.8 Hz, 4H). 13C NMR (100 MHz, CDCl3) 121.72, 122.74, 123.22, 123.32, 123.53, 126.72, 126.76, 126.90, 127.76, 127.99, 128.33, 128.73, 129.25, 135.80, 135.86, 140.08, 140.51, 146.75, 147.27, 151.09. MS (FAB) 804.3. HRMS calcd for C56H40N2S2 804.2632, found 804.2630.

4d: FT-IR (KBr) 1597.8, 1495.3, 1452.5, 695.8 cm-1, 1H NMR (400 MHz, CDCl3) 6.59 (s, 2H), 6.91 (t, J = 7.6 Hz, 2H), 7.08-7.12 (m, 14H), 7.15-7.19 (m, 4H), 7.51-7.68 (m, 8H), 7.71 (s, 2H), 7.79 (d, J = 8.0 Hz, 2H), 8.09 (d, J = 7.6 Hz, 2H), 8.68 (d, J = 8.0 Hz, 2H), 8.72 (d, J = 8.4 Hz, 2H). 13C NMR (100 MHz, d6-acetone) 120.10, 120.16, 122.36, 122.72, 123.61, 124.31, 125.18, 127.70, 127.98, 128.04, 128.16, 128.90, 128.99, 129.45, 130.04, 130.43, 130.55, 133.03, 136.50, 141.06, 142.29, 149.22, 152.80. MS (FAB) 852.3. HRMS calcd for C60H40N2S2 852.2632, found 852.2660.

4e: FT-IR (KBr) 1597.4, 1495.7, 1355.0, 692.6 cm-1, 1H NMR (400 MHz, CDCl3) 6.42 (s, 2H), 6.84 (t, J = 7.6 Hz, 2H), 6.98-7.07 (m, 14H), 7.10-7.26 (m, 4H), 7.40-7.48 (m, 8H), 8.04 (d, J = 7.6 Hz, 4H), 8.12 (d, J = 8.4 Hz, 4H), 8.48 (s, 2H). 13C NMR (100 MHz, CDCl3) 117.65, 117.75, 120.41, 121.05, 123.91, 125.51, 126.44, 126.88, 127.34, 127.78, 128.25, 128.86, 129.16, 129.82, 132.61, 135.82, 136.71, 139.72, 147.83, 151.26. MS (FAB) 852.3. HRMS calcd for C60H40N2S2 852.2632, found 852.2662.

4f: FT-IR (KBr) 1595.5, 1494.8, 758.8, 693.9 cm-1, 1H NMR (400 MHz, CDCl3) 6.56 (s, 2H), 6.90 (d, J = 7.2 Hz, 2H), 7.05-7.09 (m, 14H), 7.14-7.18 (m, 4H), 7.92 (d, J = 8.4 Hz, 2H), 7.97-8.08 (m, 8H), 8.13-8.21 (m, 8H). 13C NMR (100 MHz, d6-acetone) δ120.00, 120.47, 122.17, 122.81, 123.43, 125.34, 126.33, 126.47, 126.80, 127.03, 127.38, 127.40, 127.66, 128.03, 128.39, 128.62, 128.87, 128.97, 129.15, 130.06, 131.13, 131.81, 132.03, 136.50, 140.99, 141.08, 149.46, 153.45. MS (FAB) 900.3 HRMS calcd for C64H40N2S2 900.2632, found 900.2639.

5: IR (KBr) 1597.4, 1495.1, 779.8, 692.9 cm-1; 1H NMR (400 MHz, DMSO-d6)  6.57 (d, J = 3.6 Hz, 2H), 6.84 (d, J = 8 Hz, 4H), 6.91~6.87 (m, 4H), 7.19 (t, J = 8.4 Hz, 4H), 7.59~7.47 (m, 8H), 7.88 (d, J = 8 Hz, 2H), 7.93 (d, J = 8.4 Hz, 2H), 8 (d, J = 8Hz, 2H), MS (m/z, FAB+) 600.2; HRMS (m/z, FAB+) Calcd for C40H28N2S2 600.1693, found 600.1693.





















