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Rubottom & Hassner (1974):
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Table 1. Evaluation of Pauson-Khand reaction conditions.
Entry Conditions* drt Yield (%)*
- C02(CO)g (1.2 equiv.), THF, 12 hours; then DMSO, 65°C el .46
Z Co2(CO)s (1.2 equiv.), CHoCla, 9 hours; then NMO, 23°C 451 .
S e Mo(CO)e (1.2 equiv.), DMSO, PhMe, 110°C o Tace
g Mo(CO)3(DMF)s (1.1 equiv.), CHoClp, 23°C >20:1 67 .
5 [RhCI(CO),]» (1 mol %), CO (1 atm), m-xylene, 110°C >20:1 85

*Reactions conducted on 0.2 mmol scale. THF, tetrahydrofuran; DMSO, dimethylsulfoxide; NMO, N-
methylmorpholine N-oxide; DMF, N,N-dimethylformamide. tDetermined by 'H-NMR spectroscopy. Flsolated
yield after purification by silica gel chromatography.



PAUSON-KHAND REACTION
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RILEY SELENIUM DIOXIDE OXIDATION

H;C
1,2-disubstituted
alkene
0]
o SeO, , O
rPJ\&Rz (= 1equiv) T')k’.“rR + Oﬁyku/ R?
solventheat | Rt
0 1
R! H,0 R
ketone Regioisomeric 1,2-diketones
Oxidation of carbonyl compounds:
(@] 0]
o 2 OH 2 SO R2 Pummerer-like O H.0 OH 2 H.SeO
o « . R o _~>__R el, o o rearrangement o « R2 2 o R< - Nyoe
E——3 —_— - —_— —_—
HJ\/ 12\“/ R1 - Hzo ’).klr o
R R _Se._ 1 L
0" "OH R o758 RTo7Sen
Oxidation of alkenes:
O\\Se 9] HO\
= OH
- ¥
( Ene (Se =0 [2, 3]-sigmatropic HO\S —0 9 /
R H reaction R 2 shift _ P e=—= \ 2 R (E) O—Se hydrofysis
2
R2 R? R

allylseleninic acid envelope-like TS allylselenite ester

0]
o o R2
R" o
1,2-Dicarbonyl

Allylic alcohol




Can. J. Chem., 1979, 57, 3348.



	幻灯片 1
	幻灯片 2
	幻灯片 3
	幻灯片 4
	幻灯片 5
	幻灯片 6
	幻灯片 7
	幻灯片 8
	幻灯片 9
	幻灯片 10
	幻灯片 11
	幻灯片 12
	幻灯片 13
	幻灯片 14
	幻灯片 15

