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Ftegitz and Anschnts1 recently reported the preparation of diethyldia~eethy1ph~~pbonate~ 

However, their procedure appeared to lack Ia%t.ical utility, giving only crude (34' boilisg ran@) 

material in unspecified yield. Their product was characteriaedasthe phosphaem, (EtO)2P(O)CE- 

W-W=PPha, and no other chemical transforPltions were reported. 

We have been investigating phosphorus-substituted diaaoalka~s* 8IldduriagthS COWW Of Our 

studies have prepared dimsthyl diazomethylphoaphonate by a route different than that used by De- 

gita end Anschtiz for the diethyl analog (Chart I). Our preparation afforded pure WaC@O)(~)z 

as a distillable yellow liquid, bp 59O (0.42 m), n*'D 1.4585, vfil" (C=W=H) 2llC(s), vfilpl (W) 

1250(s) cm-l. Calcd. for C&W&P: C, 24.01; H, 4.70; found: C, 23.73; H, 4.85. B= (neat): 

6 3.73 (d, 6, J = 11.5 Hz, P-ok&): 4.49 ppn (d,l, J = 10.7 Ifs, P-C-E). Ibis diaso colrp~und was 

stable indefinitely when refrigerated. It reacted with tripbsnylphosphine in benseaa to give 

(MeO)nP(O)CH=W-N=PPha, m.p. 132-1330, and, as expected, with warm acetic acid to form (MeO)aP(O)- 

CHaO2CCWs, bp 63O (0.16), n*'D 1.4295. Mercuration using mercury(II) acetylacetonate in dichlaro- 

methane gave Hg[C(Wa)P(O)(OMe)2]2, yellow needles with mp lC6.5-107°, in 8C$ yield, and a surpris- 

ingly stable yellow silver salt which exploded at its mp of l25'also was prepared. 

Of greater Interest end preparative utility was the finding that dimethyl dia~thylphospho- 

nate underwent carbenold addition to the C=C bond when stirred at 0' with a l8rge exoess of an 

olefin in dichloromathans solution and in the presence of copper powder. When dichlmthans was 

not used, the yields were markedly reduced due to the low solubility of the diaao compound in the 

various olefina. In reactions with cyclohexene, copper powder was found to ba the most effective 

catalyst, resulting in higher cyclopropane yields and less tar than in reactions employing coppsr- 

(I) chloride or copper(I1) acetylacetonate. Chart II sutmaarlzee the cyclopropanation reactions 

carried out. In addition to the cyclopropanes, all four reactions gave varying amounts of the car- 

bene "dimer", (MeO)aP(O)C&CHP(O)(~) a, a high boiling liquid which was identical to the product 

obtained by copper-catalyzed decomposition of the dlazo compound in pure dichlortnoathan. Hydro- 
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genatlon and saponification of this comqpouad geve the know!? 1,2_ethaaediphoe~onic acid. 

All new compound6 were characterized apctroscopically and satisfactory (i 0.s) combustion 

analyeee were obtainad for all. lhe infrared and nmr spectra of the olafin addition products 

were In agreement with their formulation as dimethylphorpbono-substituted cyclopropanes. 
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