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Buiagen8z work (1) on l,)-dipolar cycloaddition hae recently been extended to 1,3- 

dipole6 containing central zulphur atom (2). As Nmmarized below, attempts of obtaining 

novel 1,3-dipoles II by proton abstraction of zaltz I has reNlted in an unexpected 

rearrangement, which proceed8 through II and III to afford product6 arising from reaotire 

rinylic thiolz V. 
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Salt Ia, m. 1_16-11?~, and Ib, m. 130-131°, were readily prepared from (UO~N)~C=S 

R=2K, 
J 

C=CHCOOR - 
/ 

Ne2N~CE2COOR 

He2N 0 

IX X 

and Me- or Et-CCCCH2Br in 94 and 92% yields, rezpectirely. A mixture of Ia and l xoeae 

kc-COOEt)2 in TRF uaa treated with Et3N at room temp under N2 for 12 hr to afford VIIIa 

(70%), m. 79-80’. Similarly Ib gave VIIIb (73%), m. 91-92O. Izomerio atructuro IVa and 

IVb were excluded az follows. The maee spectrum of VIIIa conzieted of peakz at m/e 374 
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(n), 203 ((Me2N)2C'C(C&Be)St and EtOOCCX=C(COOEt)S+) and 171 ((He2N)2CA-COOK. and 

BtOOCCE8&OBt), whoroa8 that of VIIIb at 388 (Ml, 217 ((Me2N)2C=C(CCCEt)St), 203 

(BtOOCCH8C(CoOBt)s+), 185 ((Me2N)2C&9JOEt) and 171 (EtOOCCH-1-COOEt). Dwulphurization 

of VIIIa with Baaoy'8 Ni afforded Wa (4s). b. 8%88'/4, and diothyl 8uooinato (68%). 

uhorea8 that of VIIIb gare IXb (36%), b. 76.5-77°/1, and diethyl auooinate (82%). 

Bydroly8i8 of IXb gare Xb, which wan alternatively prepared fram ClCCCH2COOBt. 

In the l beenoe of @XNCEt)2r Ia yielded VIIa (4l%), II. 16%164'. upon treatment 

with l quimolu NaB. The ma88 8peotrum of VIIa con8i8t.d of peak8: m/e 406 (U, exact ma88 

406.171, oalc. 406.171). 233 ((l4e,N),CPC(COCMe)S-St) and 203 ((We2N)2C=C(COOke)S+, exact 

ma88 203.086, talc. 203.085). Other npeotral data were conei8tent with the 8tructure and 

de8ulphurication gave IXa (68%). Treatment of Ib afforded VIIb (8pl6), m. 142-143'. whoa. 

8peotral data had a olo8ed resemblanoo to VIIa. Deaulphurization of VIIb gare IXb (76%). 

When a 8olution of Ib in ouefully degassed TBy va8 treated with 2 mol. of NaH and then 

with HeI, there wa8 obtained VIb (17%). m. 31-32', along with VIIb (12.%). The 8ource of 

oxidant in the formation of VII ha8 not been 88tabliah.d yet. 

The 8pectral data of S,S-diaminoaorplates merit 8ome di8cu88ions. Carbonyl ware 

number8 were ob8erred for VIb at 1645, VIIa at 1640, VIIb at 1633, VIII8 at 1661, VIIIb 

at 1660 (KBr), IXa at 1673 and IXb at 1675 cm -’ (neat). NMl? epeotra (CDC13) of VIIa, VIIb, 

VIIIa and VIIIb exhibited N-methyl signal8 a8 8inglet.8 at d 2.93, 2.%, 2.88 and 2.86, 

wherea thocre of other8 8hoved eplitting of N-methyl signals: VIb at 2.78, 2.88, IXa at 

2.81, 2.88, Ixb at 2.79, 2.87. These data are explained on the baeis of extensive 

delooalization of olefinic n electron8 and lov energy barrier for rotation around the 

bond. Thi8 problem will be the subject of the full paper , vhere reaction8 of thi8 nor.1 

Cla88 Of enediaminee will al80 be di8CU88.d. 
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