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General Procedures. All chemicals were of reagent grade. Reactions were carried out using a high pressure vessel (i.d. 31.7cm) made of 4.0mm Pyrex 7740 heavy wall glass and equipped with a 4mm bore valve and Aegis backing o-ring. Flash chromatography was carried out on Kieselgel 60, particle size 0.032-0.063 mm. NMR spectra were obtained at 300 MHz (1H NMR) and 75 MHz (13C NMR) using CDCl3 as the solvent. Chemical shifts are reported in ppm relative to TMS. The purity of not previously reported alkynes 15, 18, and 22 was assessed based on elemental analysis. The purity of alkynes 3, 5, 7, 9, 11, 13, and 20 was assessed based on NMR spectroscopy and HPLC analysis using a YMC-Pack CN column (250 x 4.6 mm) and UV detection. 
Sonogashira coupling.

A mixture of 100 mg aryl halide, 10 mol% of POPd, 2 equivalents of the terminal alkyne, 10 mol% CuI, and 1 equivalent of TBAB was stirred in 5 mL 0.5 M NaOH (or 2 equivalents of pyrrolidine in 5 mL deionized water) at 135oC for 5h using a closed vessel. The reaction mixture was allowed to cool to room temperature, quenched with water, and extracted with Et2O. The combined organic layers were washed with brine, dried over MgSO4, and the solvents were removed under vacuum. The residue was purified by flash chromatography on silica gel, vide infra.
1-Phenyl-2-(3-pyridyl)acetylene, 3.
 Purification by chromatography on silica gel using hexanes:ethyl acetate:Et3N (100:10:1) afforded a red solid. 1H NMR (300 MHz, CDCl3) ( 7.28 (m, 1H), 7.35-7.40 (m, 3H), 7.52-7.56 (m, 2H), 7.79 (ddd, J = 1.7 Hz, 1.9 Hz, 7.7 Hz, 1H), 8.58 (d, J = 3.6 Hz, 1H), 8.78 (s, 1H). 13C NMR (75 MHz, CDCl3) ( 84.4 (C), 90.2 (C), 121.4, 121.8, 127.2, 127.3, 131.9, 138.6, 148.7, 152.4. EI-MS (70eV):m/z (%) = 179 (100, M+), 102 (40, M+-Ph), 77 (60, Ph).
1-(1-Naphthyl)-2-phenylacetylene, 5.
 Purification by chromatography on silica gel using hexanes gave a white solid. 1H NMR (300 MHz, CDCl3) ( 7.35-7.78 (m, 8H), 7.84 (d, J = 8.0 Hz, 1H), 7.87-7.89 (m, 2H), 8.45 (d, J = 8.0 Hz, 1H). 13C NMR (75 MHz, CDCl3) ( 85.3 (C), 93.9 (C), 123.6, 125.8, 126.1, 126.4, 126.6, 127.9, 128.0, 128.3, 128.3, 129.9, 132.2, 132.5, 142.2 142.5. EI-MS (70eV):m/z (%) = 228 (100, M+), 151 (10, M+-Ph), 127 (10, C10H7).
1-(2-Naphthyl)-2-phenylacetylene, 7.
 Purification by chromatography on silica gel using hexanes gave a red oil. 1H NMR (300 MHz, CDCl3) ( 7.32-7.37 (m, 3H), 7.47-7.53 (m, 2H), 7.58-7.61 (m, 3H), 7.81-7.84 (m, 3H), 8.07 (s, 1H). 13C NMR (75 MHz, CDCl3) ( 90.1 (C), 120.3, 123.8, 126.7, 126.8, 128.0, 128.5, 128.6, 128.9, 131.6, 131.9, 132.4, 133.0. EI-MS (70eV):m/z (%) = 228 (100, M+), 151 (5, M+-Ph), 127 (10, C10H7).
1-(2-Cyanophenyl)-2-phenylacetylene, 9.2 Purification by chromatography on silica gel using hexanes:dichloromethane (10:1) provided a red oil. 1H NMR (300 MHz, CDCl3) ( 7.36-7.44 (m, 4H), 7.55-7.69 (m, 5H). 13C NMR (75 MHz, CDCl3) ( 85.8 (C), 96.1 (C), 115.6, 117.8, 127.5, 128.4, 128.6, 129.4, 132.2, 132.3, 132.5, 132.8. EI-MS (70eV):m/z (%) = 203 (40, M+), 202 (100, M+-H), 176 (10, M+-HCN), 126 (10, M+-Ph).
1-(3,5-Dimethylphenyl)-2-phenylacetylene, 11.
 Purification by chromatography on silica gel using hexanes gave a red oil. 1H NMR (300 MHz, CDCl3) ( 2.35 (s, 6H), 7.01 (s, 1H), 7.20 (s, 2H), 7.29-7.34 (m, 3H), 7.45-7.58 (m, 2H). 13C NMR (75 MHz, CDCl3) ( 21.2, 88.0 (C), 88.4 (C), 122.1, 122.7, 127.3, 1278.6, 128.5, 129.4, 130.8, 136.1. EI-MS (70eV):m/z (%) = 206 (100, M+), 191 (75, M+-Me), 176 (5, M+-2Me), 77 (10, Ph).
1-Phenyl-2-(4-quinolyl)acetylene, 13.
 Purification by chromatography on silica gel using hexanes:diethyl ether:Et3N (100:50:1) afforded a red oil. 1H NMR (300 MHz, CDCl3) ( 7.40-7.46 (m, 2H), 7.58 (d, J = 4.5 Hz, 1H), 7.63-7.70 (m, 4H), 7.76 (dd, J = 3.3 Hz, 8.4 Hz, 1H), 8.13 (d, J = 4.4 Hz, 1H), 8.33 (d, J = 8.4 Hz, 1H), 8.91 (d, J = 4.5 Hz, 1H). 13C NMR (75 MHz, CDCl3) ( 85.0 (C), 98.6 (C), 121.1, 123.4, 126.9, 127.0, 127.6, 128.4, 129.2, 129.6, 129.8, 131.9, 141.9, 147.9. EI-MS (70eV):m/z (%) = 229 (100, M+), 152 (10, M+-Ph), 128 (5, C9H6N). 
1-Phenyl-2-(2-methyl-4-quinolyl)acetylene, 15. Purification by chromatography on silica gel using hexanes:diethyl ether:Et3N (100:50:1) gave a red solid. 1H NMR (300 MHz, CDCl3) ( 2.75 (s, 3H), 7.41-7.43 (m, 3H), 7.48 (s, 1H), 7.57 (dd, J =7.5 Hz, 8.0 Hz, 1H), 7.64-7.67 (m, 2H), 7.72 (dd, J = 1.3 Hz, 7.7 Hz, 1H), 8.03 (d, J = 8.2 Hz, 1H), 8.30 (d, J = 8.2 Hz, 1H). 13C NMR (75 MHz, CDCl3) ( 25.3, 81.5 (C), 85.2 (C), 122.3, 124.3, 126.2, 128.2, 128.3, 128.5, 129.2, 129.8, 131.4, 131.8, 132.4, 147.6, 158.2. EI-MS (70eV):m/z (%) = 243 (100, M+), 228 (10, M+-Me), 166 (5, M+-Ph), 151 (10, M+-Me, -Ph), 127 (15, C9C5N).
Anal. Calcd. for C18H13N: C, 88.86; H, 5.39; N, 5.76. Found: C, 88.27; H, 5.21; N, 6.14.
1-(2-Methylphenyl)-2-(3-pyridyl)acetylene, 18. Purification by chromatography on silica gel using hexanes:diethyl ether:Et3N (100:20:1) gave an orange solid. 1H NMR (300 MHz, CDCl3) ( 2.52 (s, 3H), 7.10-7.29 (m, 4H), 7.50 (d, J = 6.9 Hz, 1H), 7.78 (ddd, J = 1.6 Hz, 1.9 Hz, 7.7 Hz, 1H), 8.51 (d, J = 4.9 Hz, 1H), 8.77 (s, 1H). 13C NMR (75 MHz, CDCl3) ( 21.0, 90.1 (C), 91.9 (C), 120.9, 122.5, 123.2, 125.9, 129.0, 129.7, 132.1, 138.4, 140.5, 148.6, 152.3. EI-MS (70eV):m/z (%) = 194 (100, M++H), 102 (5, M+-Ph, -Me), 78 (18, C5H5N). Anal. Calcd. for C14H11N: C, 87.01; H, 5.74; N, 7.25. Found: C: 86.87; H, 6.23; N, 6.74.
1-(3-Acetylphenyl)-2-phenylacetylene, 20.
 Purification by chromatography on silica gel using hexanes:ethyl acetate (3:1) afforded a red oil. 1H NMR (300 MHz, CDCl3) ( 2.60 (s, 3H), 7.34-7.36 (m, 3H), 7.44 (dd, J = 7.7 Hz, 7.7 Hz, 1H), 7.53-7.56 (m, 2H), 7.65 (d, J = 7.7 Hz, 1H), 7.93 (d, J = 7.7 Hz, 1H), 8.11 (s, 1H). 13C NMR (75 MHz, CDCl3) ( 26.6, 88.2 (C), 90.3 (C), 122.6, 122.9, 126.7, 127.7, 128.3, 128. 5, 130.0, 131.5, 135.8, 137.1, 196.1. EI-MS (70eV):m/z (%) = 220 (60, M+), 205 (90, M+-Me), 176 (100, M+-H, -Ac), 101 (20, M++H, -Ph, -Ac).
1-(3-Acetylphenyl)-2-(3-pyridyl)acetylene, 22. Purification by chromatography on silica gel using hexanes:diethyl ether:Et3N (100:20:1) provided a colorless oil. 1H NMR (300 MHz, CDCl3) ( 2.60 (s, 1H), 7.23 (ddd, J = 0.8 Hz, 4.9 Hz, 7.8 Hz, 1H), 7.45 (dd, J = 0.5 Hz, 7.7 Hz, 1H), 7.67 (ddd, J =1.7 Hz, 1.7 Hz, 7.7 Hz, 1H), 7.79 (ddd, J =1.7 Hz, 1.7 Hz, 7.9 Hz, 1H), 7.91 (ddd, J =1.6 Hz, 1.9 Hz, 7.8 Hz, 1H), 8.10 (dd, J =0.5 Hz, 1.7 Hz, 1H), 8.54 (dd, J = 1.6 Hz, 4.9 Hz, 1H), 8.75 (dd, J =0.8 Hz, 1.9 Hz, 1H). 13C NMR (75 MHz, CDCl3) ( 27.0, 87.2 (C), 91.8 (C), 120.2, 123.3, 123.4, 128.5, 129.0, 131.8, 136.0, 137.4, 138.6, 149.0, 152.4, 197.2. EI-MS (70eV):m/z (%) = 221 (100, M+), 206 (97, M+-Me), 177 (80, M++H, -Ac), 102 (45, M++H, -Ac, -Ph). Anal. Calcd. for C15H11NO: C, 81.43; H, 5.01; N, 6.33. Found: C: 81.62; H, 4.69; N, 6.32.
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