
Tetrahedron Letters No. 23, pp. 2O65-2088, 1971. Pergamon Press. 

SYNTHESIS AND SOXE PROPERTIES 

Printed in Great Britain. 

OF 

1-PH~NYL-2,2-DIMETHOXY-2(N-ALKOXYCARBONYlUIO)-DIAZOETRANES.(*) 

Rechele Scsrpe.ti 3rd H. Lili~nq Grsziano 

Istituto di Chimica Organic% delllUniversitR 

Vi% L. Rodinb 22 - 80138 N~poli (Italy) 

(Received in UK 14 April 1971; accepted in UK for publication 

1,3-Dipolrzr addition of dkyl Rzidoformate onto ketene 

slkylketene dinlkyl*cet?ls st 35' ia immediately followed 

from the intermediate unstoble &-trixzolines of nitrogen 

5 fiY 1971) 

dislkylacetds s.nd 

by the evolution 

in Rpproximately 

qwntitqtive -mounts. 2,rl.,4--T~i~lkoxy-~-ox~,~olinea =nd N-qlkoxycsrbonyl-P- 

-nlkoxyimino-ethers are formed from I-alkoxycqrbonyl-5,5-dislkoxy-b-1,2,3- 

-triqzolines' nnd 4-dkyl-substituted triazolineaLtS, respectively. 

We wish now to report that I-dkoxycarbonyl-4-phenyl-5,5-dimethoxy-b- 

-1,2,3-trin,zolinee st 35' show a different beh?.viour, in thqt the ring 

opening is followed in this cRae by 7. proton shift to yield 1-phenyl-2,2- 

-dimethoxy-2(N-dkoxycarbonylqmino)-dinzoethznes RS the main products. 

When ethyl RzidoformRte was heated with Rn excess of phenylketene dimethyl- 

ace&d for 8 dqys n.t 35O qna the reaction mixture chromqtopphed on neutral 

dumi%'(Woelm, pde IV activity), elution with incres.sing COnCentX'atiOns 

(up to 8O$) of benzene in light petroleum gave fractions containing the 

hitherto unreported di?zoethqne 1, which were pooled ,nnd rechromtographed 

on PolyTmid-SC 6 (&cherey-Nsgel, light petroleum a.8 the eluent) to give in 

pure form the red, thermdly unstable, diazoethane 1 (Yield N 40$)', m.p. 

63-66O; lzs u 285 (log E 4.291, 480 (log 8 1.76); $$ p 2.95 (:NH), 
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4.84 (:C=I?r), 5.74, 5.84 (-NH-COO-), 9.20-9.25 (:C:,o;$); nmr (Ccl,) 7 2.60- 

-3.20 (5H, m, aromatic H), 3.91 (lH, s, NH), 6.01 (2H, q (71, methylenic H), 

6.74 (6H, s, 2xOCHs), 8.90 (3H, t (71, methylic H). 

Treatment of diaeoethane J_ with 1$ methanolio KOH st room temperature 

afforded triazole 2 (- 97%)" probably according to the following mechanism: 

CSHS.C=.q* CsHsy4, 
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The reaction is actually a specid case of decomposition of N-alkylcsrbe.mic 

acids obtained from alkaline hydroly8i.s of aliph%tio carbRmFLte esters'. 

Treatment of dirzzoethane J_ in dioxnne aolution with l/3 equivdent of 1N 

hydrochloric acid ,nt room temperature led to a complex mixture, which w&s 

sepsl#ted by chromatography (SiOt) into 1 (- 6$)", 4 (- 30$)', 2 (- 2$)', 

5 (- 27$)', 1 (- 18%J5. We interpret our results in term of the mechanism 

preeented in Scheme I where the key step is the Rttnck of H+ Rt the aiqzo 

cnrbon Rtom'. 
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A more detailed discussion will be reported in nelr future. 
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