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PIeton oan be oubalkoqlated in tha &omitlon br re- 

aotlor with either dIethy oarbonate, BtO.OO.OEt, or dlethyl 

oxalate, EtO.OO.CO.OEt, In the preoenoe of auoh ba8e8 a8 rodlur 

l thoridr or 8odlum hJdrlde (1). Wo have found it adraatageolu 

te u8e a8 roegent ethyl dlethoqpho8phlx@ formate, 16t0.00.P -.. 

(=Omwp (2). The prlnry produot obtalned fro8 thi8 oo~~ound 

ati a ketone R.CO.OH.$i' in the pre8enor OS 8Odlum hydrid8, i8 ua- 

doubtedly ~.OO.CE.OO.P(=O).(OBt)~ia+ ; like a.llO(-oxopho8phO- 

E4at88 it 18 VOX7 8u808ptlble t0 aoldlo OlOavag8 (3). whioh 18 

b88t oarrled out br pouring the reaotlon rlxturr into UI aloohol, 

ooatalning a 8llght 0x0088 Of an 8nbydrou8 aold (a llttl8 more 

than required for th8 n8utrali8atlon of the above 8odluD d8rira- 

tlve).' 

~.Oo.an'.co.P(=oL(ollw~ 
E+ 

- Ia+ + RlOH + B.OO.CEE.COOB" + 

H - P(-O)(OEt)2 

The overall yield in thl8 q 0ne-8te+ reaction lie8 b8tweea 
70 and SO$ in the aa8e8 8tudled 80 fer. 

Examlo. To the 8u8penrion of 8odiuB hydrldo (5 g. of a 5s 8x18- 

penelon In paraffin oil) In dlbutyl ether (150 8l.1, 21.2 g. 
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(0.1 mol.) of fremhly dirtillod ethyl dlothoqrphorphinjlformate 

(2) wu added, followed by 9.8 g. of oyolohexanone in mall por- 

tlona. (If the rtirred aolutlon doem not develop a yellow oolo- 

ration,2 to 3 drops of methanol are adda+ The reaction mixture 

N held at belm JO0 for 1 hr. and heated at 50-60' am, 

80 u to dirt11 of about 10 8l. of the eolwnt together with 

& ethanol liberated In the reaotlom. Ihen the mikture warn 

oooled at below 30' and, after one more hour, poured into 200 rl. 

of mhydrour, ethanol, oontalalq 15 g. (0.15 mole) of 00110. 

l alphurio aold; the temperature roee to 50-55'. biter 30 rim., 

the product was poured Into 500 ml. of rater and extraoted three 

time8 with 150 ml. of benzene. Wadking with raturated l odlu8 

ohlorlde solution, dryin& and dlrtlllatlon gave 12 g. (71s) of 

l thJ1 oyolohoxaaone-2-oarboxylate, b.p. 95-94' (1 ED); It warn 

identified aa its cuprlo ohelate, I.P. 178’ (4). 

Aaalogoualj, the following reaotlom were carried out : 

Aoetone~ethjl aoetoaoetate , ouprlo ohelate of r.p. 92-93' (5); 

rleld, 68% 

Aoetophenone +etul beasoylaoetate, ouprlo ohelate of r.p* 

200-201' (6); yield, 74$. 

Methylketone -_)ethyl +proplolrjl-propioate, Ephewl- 

pyrasolone of 8.p. 112' (7); yield, 81% 

2-HatWl-oyolohexne *ethyl 2-uthylo~olohexuwae-6-oarb- 

o-late, aemloarbasone,r.p. 140' (8); yield, 67s. 
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