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Absl~act - ‘lhjonitr~osoar~enes (ArIM 
i 

react eCficient,ly with (E:E)- 
aud (E:Zj-hesadienes to vield 1,2-t liaziue adducts in Fltieh the 
st.rrrochrmrstry of the diene is retained. 

kr have recently developed the first? stra,ightforcard method for the generation of 

tliiouitrosoareues, ALWS (2). These transient irltcrmediates (2). generated from 

pr-ccursors (‘I), have lxcn t,rappcd as Dicls Alder addurts with butadiene; isoprene and 

2.3-dimethylbutadiene ~ and as ene adducts r;ith a1kenes.l Before the synthetic yoteutial 

oT RY=S species can bc csploit,cd, it, is ucccssary to establish t,hc st.ereochemical outcome 

of their addit ion rcactious. The analogous chemistry of &sulyhinylamines (RY=S=ll) and 

sulphodiimidcs (RN=S=YR) is dcvrloping rapidly.2 For example, rycloatlditious of (u) - 

and (1_.%) - hexadieues 1 (3) aud (4), to these diehophilw &ok. the usual Diels Alder m 

ster.eoselectivity,” although the sterically overcrowded (z.Z) -hexadiene reacts by a 

nowroucrrtcd mrrh~~nisni with Pl~SD~X=S=B.3aqP The structures of the cycloadducts (viz. 

cti’n~drothiazir~e-S_oxidcs and S- imiues) from RX=S=O md RN=S=SR species are complicated by 

chiralit#y at sulyhur: a feat#ure which is: of czourse; absent in RP;=S adducts. 

ThionitrosoarCncs (‘ta) and (2cj rcact,cd cleanly r;ith (m)-hcxsdicne (3) (35 

equivalents of diene) in acet,oue at 2O*C to yield. in each case: a single, stereoisomeric 

product, in >98% diastereomeric excess assigned the m adduct struct,nres (5a) aud (SC), 

respectively (yields > 70%). These results establish t,he retention of sterochernistry iu 

the addition reaction. Thionitrosoarenes (2a. d) reacted wit811 the isomeric (E,Z)-diene (4) 

(35 cqnivalents) to yield t,he st,ereoisomerir products (tia-d) ) respectively. Tn a,11 casts 

adducts (Za-d) xere found alongside (k-d) due to t.he presence of dieue (3) as an impurity 

(<10X by g.c.) in samples of dieue (4) .4 The more reactive tliionitr.osoareIies (2cj arid 

(?a) yielded (6~) and (Fd) in 90% d.e. j whereas (2a) gave a 1 :I mixture of 

diastereoisomers (5a) and (6a). 

Keactiou of (aa,) a.uci (2~) vith a 1: 1 misturr of dienes (3) and (4) showed high 

selectivity in favour of the (E-E)-diene (;?j* giving (5a) in >Sl;% d.e. and (5~) in 80% 

d. e. These result,s demonstrate the decreased react i vi t,y ( i c. incrca,scd se1 ect ivity) 
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