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The reactionof diastereasaric thiane-l~~swiththecationicN_sulfinylcanpound zleads to 
the samaamino sulfcniumsalts zorg. 

Rscently (la,21 we reported the conversim of sulfinyl m intoamino sulfoniumsalts iby 

theirreacti~withN-dLkyl~-sulfinyld~ka~miniumlts 2 (3,4) 

[Rpso] (+I BF4(-) + R12S0 - [R2NSR121 (+I BF4(-) + so2 

2 = 1 

a:R=Me b:R=Et 

By'H-NMR-spsctrosqanin krmadiate cculd be detected (2) tc which wa assigned a cyclic sul- 

furanestructure. 

Mikolajczyk recentlyrepcrtedthatthe reacticnofopsn-chainopticallyactive sulfoxideswith 

theethylderivative &pzceedswith retentionofconfiguration (5). Inthe caseof therela- 

ted metathesis reacticm of sulfoxides with 4methyl-N-sulfinyl+ensene sulfonamide to yield sulf- 

imines (6-9) the stereochemical outaxna depends on the reaction conditions used (lo). We ime- 

stigaw, now, the stereochemi stryofthereactionof ~withtw~pairsof skceoiscsuzriccyclic 

sulfes, &/2 d 48/Q. (Figure 1) =- -- 
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1 Figure 

2: X=0. R=He 

A: x = ax-so, R=H 

Figure 2 

L.LQ 

Me&j. 2.73 

p: X= 0. R=We 

2: x = ax-so, R= H 

Me 
;r 2.30 

is 

l hie2N=S01@ BF,,’ - 

3.61 
3.60 

Ii 
&? 

Me~s~0333 

“2-f * 
" 2.25 

z!i 

Figure 3 

*.‘I I 
R2N-SO 

0 
A 

R&O 

3b _ 
C.H3..;@_” 

dH3 

(TR12 

cw3 

0 .I’ 
CH3-SS,NR 

0-e 2 

dH3 

A’ B’ 



1245 

A solution of 2u,48,6c-2,6-dimathyl-l,4+xathiane-4+xide, 2, (slight excess) in dry acetoni- 

trile was added drop.&se at -2oOC to a solution of g in the sane solvent under stirring in an 

a~sphereofdrynitrogen.'lhese~~~sweremaintainedfor 3hoursbeforewarmingtoam- 

bientteqerature,aftertiich stirringwascontinuedforanother 3 hours. Dichloranethane and 

ether web then added and the slightly nuddy solution Wch resulted was cooled slowly to -3oOC. 

The colorless needles which crystallized wzre filtered at -3oOC under nitrogen and dried in 

vacua, yielding 29% of 2, m.p. 135-136OC. - 13C-NMH (CD3CN): 6= 71.25 (C-H); 42.72 (+X2-); 

36.03 (N-CH3); 21.41 (-CH3). C8H18B1F4NOS (276.1) Calculated C: 35.97%: H: 6.74%; N: 5.24%. 

Found C: 35.47%; H: 7.33%: N: 4.92%. Ccqound 2 is the sole product also of the reaction of 

2a,4a,6a-2,6-din&hyl-l,4~thiarrs-4-oxide (&) (II) with & under the sams conditions (yield: 

27%). The stereochemistry of the 2c,4a,6c-aminosulfonium salt 2 was determined by hydrolysis 

with o,ol M NaCEI to the sulfoxide &. As the hydrolysis is known to proceed with inversion (12), 

5shOUldhaveanequatorialdimethylaminogroup.Wehavetoconclude,therefore,thatthe~~- 

thesis reaction proceeds with retention for the equatorial sulfoxide, but with inversion for 

theaxialisoxer. 

Inthesama manner, both iscekars of 1,4-dithiane-1,4+iioxide ig and ~IJ (13) react with 2~ to 

give the same aminosulfonium salt, namely the cis-isomer 5 (m.P. 178-180°C) the ccnfiguration 

of which was derived frun its 'H- and 13C-NMFI-spectra. $j does not react furtherwith2_aunder -= 
OuT reaction conditions, even using an excess of the reagent. 

The course of all the reactions mmkioned was follov&i by 'H-NMR directly. Thereby it was ascer- 

tainedthatthemetathesisoccursas theonlyobservable reaction. 

In the reactionsofhothisaneric sulfoxides 2, the'H-NMR-spectrumof the reactionmkture 

sbowsthe occurence of the sams intermediate (cbservable after lh until 28d at -20°C). A ampa- 

riscnof the shiftvaluesof educts, intemvadiate andproductleads totheconclusionthatin 

thisexanple,too,theintermediateshouldhavethefour~redringsulfuranestructure 

(Figure 2). In the case of the reaction of 4-nethyl-N-sulfinyl-benzenesulfonamide with sulfoxi- 

des, entirely different machanisms have been proposed for the retention or inversion process: 

a six-e ring structure (eel, forrtmd by 2 nolecules of 4_methyl-N-sulfinyl-benzenesulfon- 

amideandoneofthesulfoxideoranl:lfour~ sulfurane (ea) for the transition state, 

respectively. Inourcase, sincebothprocessespossess the sams four-manberedsulfuraneas an 

intentrzdiate, it seems unlikely that the transition states prior to this camon intermediate 

should differ in their rrolecularities. 

Notwithstandingthispossibility, our stereochemicalresult, then, canbeexplainf3dwiththe 

following assunptions: 

sulfurane -like structur es A or A' are first formed, with the NR2 group in an apical positi- 

on for both i-s 

formswiththelonepair inanapical position show stereoelectronk strain 

inthese sulfuranes, turnstilerotiti~ (TR) arepossible; turnstilerotaticnswiththetkiane 

ring functioning as the pair may lead to inversionor retention of anfigurationdl4). 
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- 902 is split off only fran forms with oxygen in an apical position. 

lheonlyforms favorable for 
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