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SUPPLEMENTARY INFORMATION

Syntheses of [Ir(ppy)2(1)]PF6 and [Ir(ppy)2(4)]PF6 .

A solution of ligand 1 (25 mg, 0.092 mmol) and [Ir(ppy)2Cl]2 (50 mg, 0.046 mmol) in CH2Cl2/MeOH (10 mL; 6:4, v/v) was stirred at room temperature for 5 h. Then, a saturated solution of a five-fold excess (based on the ligand) of NH4PF6 in MeOH was added and stirring was continued for 3 h. After workup, the crude product was recrystallized from CH2Cl2/Et2O affording the desired product as orange-brown needles. Yield, 71 mg  (83%). Calc. for C39H28F6IrN4O2P: C, 50.81; H, 3.06; N, 6.08. Found: C, 51.39; H, 3.49; N, 5.80. The first part of the synthesis of [Ir(ppy)2(4)]PF6 was carried out under reflux conditions, whereas all other conditions were similar to those reported above for [Ir(ppy)2(1)]PF6. Yield, 85%. Calc. for C50H42F6IrN4O3P: C, 55.40; H, 3.91; N, 5.17. Found: C, 55.10; H, 3.89; N, 5.19.

Selected data for [Ir(ppy)2(1)]PF6
 MS (FAB+, NBA matrix) m/ z    777 [M-PF6], 622 [(M-ppyH) - PF6], 501 [(M-2) - PF6]. IR (KBr) max/cm– 1 1736 (carboxylic CO). 1H NMR (300 MHz, CDCl3)   9.05 (1 H, s, H3’), 8.64 (1 H, d J 8.5 Hz, H3), 8.07 (1 H, br t, H4), 7.91 (1 H, s, H5’), 7.89–7.73 (6 H, m), 7.68 (1 H, d, J 7.3 Hz), 7.45 (1 H, d, J 7.3 Hz), 7.32 (1 H, m, H5), 7.20–7.16 (2 H, m), 7.08 (1 H, m), 6.89 (2 H, t, J 7.3 Hz), 6.77 (1 H, t, J 7.3 Hz), 6.69 (2 H, t, J 7.3 Hz), 6.57–6.52 (3 H, m), 6.35 (1 H, t, J 7.3 Hz), 5.90 (1 H, d, J 7.3 Hz), 5.54 (1 H, d, J 8.5 Hz). 

Selected data for [Ir(ppy)2(4)]PF6
 MS (FAB+, NBA matrix) m/z    939 [M-PF6], 501 [(M-4) - PF6]. IR (KBr) max/cm–1 1706 (carboxylic CO). 1H NMR (300 MHz, CDCl3)  8.86 (1 H, d J 8.5 Hz, H3), 8.81 (1 H, s, H3’), 8.16 (1 H, br t, H4), 7.91 (2 H, d, J 8.5 Hz), 7.86–7.68 (7 H, m), 7.53 (1 H, s, H5’), 7.47 (1 H, d, J 7.5 Hz), 7.30 (1 H, m, H5), 7.19 (1 H, d, J 8.5 Hz), 7.10–7.03 (4 H, m), 6.94–6.87 (2 H, m), 6.80–6.70 (3 H, m), 6.58–6.53 (3 H, m), 6.35 (1 H, t, J 7.3 Hz), 5.92 (1 H, d, J 7.3 Hz), 5.57 (1 H, d, J 8.5 Hz), 4.03 (2 H, t, J 6.1 Hz, -CH2), 2.40 (2 H, t, J 7.3 Hz, -CH2), 1.81 (2 H, m, -CH2), 1.71 (2 H, m, -CH2), 1.55 (2 H, m, -CH2).

