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5,10,15,20-tetraphenyl-24,25-diethynylquinoxalino[2,3-b]porphyrin (7):  To a solution of porphyrin-2,3-dione 5 (322 mg, 0.50 mmol) in CH2Cl2 (100 mL) was added a solution of diamine 4 (150 mg, 0.50 mmol) in CH2Cl2 (100 mL) and the resulting solution stirred in the dark for 48 hrs.  The solvent was removed under vacuum and the resulting solid purified by silica gel column chromatography (1:1 hexane/CH2Cl2) to afford porphyrenediyne 6 (417 mg, 90%).  Porphyrenediyne 6 (300 mg, 0.32 mmol) was then dissolved in a mixture of THF (75 mL) and MeOH (25 mL) containing K2CO3 (540 mg, 4 mmol) and the reaction was stirred one hour.  Upon completion the reaction was diluted with CH2Cl2, transferred to a separatory funnel and washed with water, sat. NaCl, dried (Na2SO4) and evaporated to dryness.  The residue was recrystallized from CH2Cl2/MeOH to give porphyrenediyne 7 (222 mg, 90%) as a purple solid.  1H NMR (CDCl3):   -2.59 (2H, br s), 3.52 (2H, s), 7.73-7.79 (10H, m), 7.90 (2H, t, J = 7.4 Hz), 8.05 (2H, s), 8.12 (4H, d, J = 7.3 Hz), 8.21 (4H, d, J = 7.3 Hz), 8.72 (2H, s), 8.93 (2H, d, J = 4.9 Hz), 8.96 (2H, d, J = 4.9 Hz).  13C NMR (CDCl3):   81.6, 82.7, 117.3, 121.8, 124.5, 126.8, 126.9, 127.8, 127.9, 128.1, 128.3, 133.8, 134.3, 134.5, 135.3, 138.1, 139.5, 140.0, 141.5, 141.7, 144.9, 153.2, 155.1.  UV-vis (CH2Cl2):  max (log )/nm 421 (5.27), 531 (4.23), 602 (4.05), 652 (3.31).  UV-vis (TFA-CH2Cl2):  max (log )/nm 466 (5.20), 483 (5.22), 605 (3.93), 699 (4.56).  HRMS (FAB):  calcd for C54H33N6 (MH+), 765.2767 found 765.2770.


Thermolysis of fused porphyrenediyne 7:  In a typical experiment, porphyrenediyne 7 (19 mg, 0.025 mmol) was dissolved in 5% 1,4-cyclohexadiene in chlorobenzene (15 mL) and placed in an Ace or ChemGlass pressure tube.  The reaction was then heated at 180 oC for 24 hours.  After cooling to room temperature the solvent was removed under vacuum and the resulting solid was purified by silica gel column chromatography (3:1 hexane/CH2Cl2).  The major orange band was collected and recrystallized from CH2Cl2/MeOH to give 5,10,15,20-tetraphenyl-benzoquinoxalino[2,3-b]porphyrin 8 (17.5 mg, 92%) as a purple solid.  1H NMR (CDCl3):   -2.43 (2H, br s), 7.56 (2H, dd, J = 6.7, 3.0 Hz), 7.74-7.85 (10H, m), 7.95 (2H, t, J = 7.6 Hz), 8.15 (2H, dd, J = 6.4, 3.4 Hz), 8.18-8.23 (8H, m), 8.47 (2H, s), 8.69 (2H, s), 8.91 (2H, d, J = 4.4Hz), 8.94 (2H, d, J = 5.0Hz).  13C NMR (CDCl3):   116.4, 121.9, 126.2, 126.8, 127.0, 127.7, 127.8, 127.9, 128.0, 128.5, 128.8, 133.7, 133.9, 134.0, 134.4, 137.7, 137.8, 139.8, 141.8, 141.9, 146.1, 153.3, 154.8.  UV-vis (CH2Cl2):  max (log )/nm 426 (5.34), 533 (4.58), 608 (4.36), 660 (3.98).  UV-vis (TFA-CH2Cl2):  max (log )/nm 422 (4.99), 459 (5.17), 503 (4.95), 626 (4.40), 711 (4.63).  HRMS (FAB):  calcd for C54H35N6 (MH+), 767.2923 found 767.2921.
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