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Diphosphorous tetraiodide, a cheap, stable, easily prepared and handled red-gold crys- 

talline derivative 192 is a valuable deoxygenating reagent already successfully used for the 

synthesis of alkyl iodides from alcohols 
I 
and ethers 3b, olefins from epoxides 2,3 , diols3a'4, 

B-hydroxyselenides 
5 

and 8-hydroxysulfides 
5 2 

and nitriles from oximes . 

We find that P214 is particularly useful for the deoxygenation of sulfoxides, 

selenoxides and primary nitroalkanes producing respectively sulfides, selenides and nitriles 

in very high yield (Scheme). The reactions occur rapidly (~2 hr) at room temperature and the 

desired products are easily separated from the water soluble inorganic by-products. 
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The synthesis of nitriles can be performed in the presence of triethylamine to avoid the aci- 

die media and in case of phenylselenoxides the transformation can even be performed at -78°C 
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6 avoiding thus the easy selenoxide elimination reaction . 

Particularly interesting is the quantitative deoxygenation of the cyclopropylselenoxide 

which occurs without any cyclopropane ring opening. 

Due to these observations, the results just disclosed can be successfully compared to the 

methods existing for sulfoxides 
7 
and selenoxides 

8 
deoxygenation reactions. Work is in progress 

to apply these reactions to functionalised derivatives. 

Typica-t exptiem 

I. Nitmdecane (167 tng, 10-3m) and tieXhy&mLne (909 mg, 9.10-3tn] in Cff2CL2 (2 m-L) meadd& at 

20°c xo a .&Lvwd bwpenbhn 06 P21q (1.26 g, 2.2 10-3m) .in CH2Ct2 (5 me). A@ten bti,‘hng 

xlm mom howrd at 20°, noLid K2C03 in added to the /red-btack bol?&ion Men watu~ and the 

nritiu~~e L eWe.d with tihti (4 tieb). tlbt.& twtlk up and pwG,jicat.&n by PLC (Si02, 

eXhti/pentanc lOf90 Rd :U.SO) &a& xo 120 mg (78%) ob decunonithiee. 

2. D.Lptopyl&&,@~& (402 mg, 3. 10-3tnoQ~.) .& CH2C.iZ2 (3 r,&) i.6 added at 20” to a stied 6UbpCMbiOM 

06 P214 (934 mg x 1.65 10 -3 
mu&) in Clf2Ci?2 (3 t&l. The he&u?Xng hed-Mach bo&d,on .LA 

b.tirumi 60~ 0.5 htr, hyd&oLyzed, and exa%&ed uLth &ha. The organic .tayeh .i~ whed (3 tiers] 

with a thiobut@.te boLtin, cl&&d and the boLvev& /re.moveA cuith a ,jlow 06 ni&wgen. The 

ale mix--tw~e. (which in ptati&y pwre but@sdide) i.b b&b .to b&b cli.btied (ETso : 142“) 

Reading to 275 mg 06 ptie di.&ophopyLbu&Lde. 
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