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Experimental.  


General.  All manipulations were carried out using standard Schlenk and glovebox techniques under argon.  Solvents were purified by appropriate methods, distilled under Ar and stored in gas-tight solvent bulbs with Teflon closures.  1H and 31P NMR spectra were recorded on a Varian Gemini 2000 (1H: 300 MHz; 31P: 122 MHz) or a Varian Inova 400 (1H: 400 MHz; 31P: 162 MHz) spectrometers and referenced to the residual protio solvent peaks (1H) or external 85% H3PO4 (31P).  Chemical shifts are reported in ppm relative to tetramethylsilane (1H), and 85% H3PO4 (31P).  


cis,trans-Os(H)2Me(NO)(PiPr3)2 (2).  A THF solution (1 mL) of [Bu4N][Ph3BMe]
 (70.8 mg, 142 mol) was added via cannula to a MeOH solution (12 mL) of cis,trans-Os(H)2(OTf)(NO)L2
 (100 mg, 145 mol) at RT.  The resulting pale-yellow solution was stirred for a total of 3 min and cooled to –40°C to yield yellow crystalline material after several days, which was washed with 3×5 mL of MeOH at –40°C, dried under full vacuum at RT for 30 min and stored under Ar at –20°C.  Yield 60 mg (108 mol, 74%)  1H NMR (C6D12, 20°C):  2.36 (m, 6H, P(CH(CH3)2)3), 1.22 (dvt, JH-H=6.9 Hz, N=13.8 Hz, 18H, P(CH(CH3)2)3), 1.21 (dvt, JH-H=6.9 Hz, N=13.8 Hz, 18H, P(CH(CH3)2)3), 0.67 (td, JP-H=4.4 Hz, J(C)H-(Os)H=2.1 Hz, 3H, (OsC)H3), -7.99 (tdq, JP-H=25.4 Hz, JH-H=8.3 Hz, J(C)H-(Os)H=2.1 Hz, 1H, OsH), -8.14 (td, JP-H=18.3 Hz, JH-H=8.3 Hz, 1H, OsH).  31P{1H} NMR (C6D12, 20°C):  30.7 (s).  IR (C6H6 ): 1676 cm-1 (vNO).  


cis,trans-Os(H)2(C8H14N)(NO)(PiPr3)2 (3).  To a solid mixture of cis,trans-Os(H)2(OTf)(NO)L2 (150 mg, 217 mol) and LiTMP
 (63.8 mg, 434 mol) was added a benzene solution (6 mL) of 1,2-dehydro-2,6,6-trimethylpiperidine
 (477 mol) with stirring.  The resulting dark brown homogeneous solution was stirred for 30 min at RT and brought to oil in vacuo.  The residue was extracted with 4×5 mL of Me4Si, the combined extracts were filtered through Celite and concentrated to 5 mL to yield brown crystalline material after standing at –40°C for several days, which was washed with 3×5 mL of pentane at –40°C, dried in vacuo and stored under Ar at –20°C.  Yield 100 mg (150 mol, 69%).  1H NMR (C6D6, 20°C):  3.17 (td, JP-H=4.5 Hz, J(C)H-(Os)H=1.3 Hz, 2H, (OsC)H2), 2.49 (m, 6H, P(CH(CH3)2)3), 2.37 (t, JH-H=6.7 Hz, 2H, (C3)H2), 1.80 (m, 2H, (C4)H2), 1.52 (m, 2H, (C5)H2), 1.38 (s, 6H, (C6)(CH3)2), 1.15 (dvt, JH-H=7.0 Hz, N=14.0 Hz, 18H, P(CH(CH3)2)3), 1.14 (dvt, JH-H=7.0 Hz, N=14.0 Hz, 18H, P(CH(CH3)2)3), -7.23 (td, JP-H=28.1 Hz, JH-H=7.7 Hz, J(C)H-(Os)H not resolved, 1H, OsH), -8.37 (td, JP-H=20.0 Hz, JH-H=7.7 Hz, 1H, OsH).  31P{1H} NMR (C6D6, 20°C):  30.1 (s).  IR (C6D6 ): 1681 cm-1 (vNO).
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