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MFFERRE OB EE (3£30) @ Novel synthetic use of azaadamantane-type oxoammonium salts has been
exploited. It was found that 9-nor-azaadamantane N-oxy (Nor-AZADQ) gives the corresponding
oxoammonium salts that exhibit superior activities to AZADO derived oxoammonium salts. Several
novel oxidative transformations using Nor-AZADO have been developed including (1) silyl enol

ethers to a,b-unsaturated ketones and (2) silyl enol ethers to 1,2-diketones.
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5-F-1-Me-AZADO (7)  5,7-DiF-1-Me-AZADO (8) 5-MeO-1-Me-AZADO (9)
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1,3-DiMe-ABNO (11) 4-OH-TEMPO (14) 4-MeO-TEMPO (15)
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Nitroxyl radical DE DE *F DE wecy e
(kcal/mol)  (kcal/mol)  (kcal/mol) (mV)

AZADO (1) 159.09 160.11 117.29 236
1-Me-AZADO (2) 156.44 157.21 115.89 186
1,3-DiMe-AZADO (3) 153.80 154.71 114.55 136
1-F-AZADO (4) 164.86 165.53 123.52 472
5-F-AZADO (5) 167.08 167.85 122.75 412
5,7-DiF-AZADO (6) 174.87 175.36 128.55 591
5-F-1-Me-AZADO (7) 164.15 164.85 121.74 364
5,7-DiF-1-MeAZADO 171.52 172.09 127.46 534
(®)

5-MeO-1-Me-AZADO 158.82 159.57 119.50 294
(O]

ABNO (10) 160.38 161.21 118.32 252
1,5-DiMe-ABNO (11) 154.79 155.79 115.93 152
TEMPO (11) 160.02 161.02 121.61 294
4-0x0-TEMPO (12) 169.73 170.30 136.22 474
4-OH-TEMPO (13) 164.18 164.82 124.16 345
4-MeO-TEMPO (14) 162.95 163.60 124.62 354
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