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Optioallg aotive ml#inio e8ter6 having eptioally l otive rfl 

moieties (eegeoially the m-1 group) are the main source or optioallj 

aotive 8-s a& ooow a oentral pmition in the m of organio 

rrulphur 6tereoohemietxy ? However:, the 8yntheei.e of optioally aotive 8ulgh+ 

nio e&ore in uhioh the sulphur atom ie the eole ohiralitj oentre ha6 reoeived 

a very little attention. Optioallg aotive alQlp4olueneeulphinatee (I) were 

obtaiued in a very low state of optioal purity for the fir& time by Phil&w 2 

iu 1925 from (-)aenthyl p-tolueneeulphinate by traneeoterifioation and thea 

by Bava 3 who oarried out aeymmetrio oxidation of methyl p4olmnemlphenate 

with (+)monoperoamphorio aoid. 

C r $4-02 
1 . 

(I), RJae,Rt,Bp (III, R’ana af al%yl 
Ben~~or?ttbat6iqp~~~4l~le~~~e (II) OanbeamdilJ 

resolved into optioally aotive forrs via #-oyolodextrin inolueion ocmpounde. 

Thin resoWtionteohuique firatintroduoedbyCraaer4waa moentlg euooeee- 

fully appliedtothe reeolutionof O-alkylalQl.phosphonatee5 aulohiral 
6 eulphoxideo . 

Since the 6uQhinatea (II) are 6loulyhydrolyeedbJ water* , their 

-H--m 
% 
we have aleo taken into acoount the iaot that ogolodextrine sot a6 
hydrolysie 0atalJste 7. Probably for thh reaecn our attwt to reeolve 
0-etbglmethyleulphinato wab uneucoeeeful. 
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Qartial ro8ollxtionwuoarriodout aooordipec to w RoMoimg8Droooaun 4 

Bixing5-6-molaruoe~ofomtor (II) with &oyolAmrtrkiIlthoDn8uloo of 

alaull~\llltOfua~(2~).Utora4htb,~~~~~~~o~ 

~fil~ndtogi~~irrol~~o~l~rbiohuu~&o~udina 

utbjlono ohloridwuator 8ixturh %hm or?ganio 4or warn ua8bd with a 5p 

aqueorumdiuoarbonato8olutioninoMorto rmovo nail aoidio iqmriti~8. 

Shonitrudriodandonorgpontionitgm o+oalQ aotive l Mer tII).Bm 

aoeinoludodmal@inato ~II~~~~qppo~~rotcrti~~WMruOO~nb 

fromthe l therfiltrate.Optioalrotatiena, optioalpuritios andabmoluto 

oonfigurationa of tha re8olvodmlphinak8 (II) ara oolleotedintho ZabIa I. 

Iable 1 

Stonsqmoifio incrluaioa of R'St0,0R2 in &OD 

BulDhinata lilon_inolM IMlU 
(II) 

a' az [d&,(o) 
0 D 

*%&%, ::s. [q@(o, 
b b 

&z:2a :%. Eti 

a Ho P1p - 0.2Hl5.0) 0.15 8 + 2.38( 3.3) 1.40 B I:1 

b Re Pri +18.52( 3.3) 7.80 B -165.9l( 2.5) 70.20 6 I:1 

o Ho Bu - 1.34(11.3) 1.30 8 + lO.lO( 4.9) 8.70 R 211 

d Ro Rut + 6.72( 8.2) 4.10 R - 19.90( 1.0) 12.40 a 4:3 

0 w opd - - - - + l.10(10.4) 0.40 R I:? 

f M8 lQP - 0.50(10.3) 0.40 8 + 5.16( 3.9) 4.20 R Ill 

6 R?i Y, - 3.10tl4.3) 0.95 8 + 14.4Ot 7.3) 4.20 R I:1 

h Pa+ Pa+ + O&6(10.3) 0.70 8 - 1.87(10.2) 2.10 R I:? 

a UI rotationnfer to eolventathanol bSoe Pablo 2 far oalaulationof 
optioalpuritie~ and&t usinationofabll~luta oonfigunrtiona. ' Based 
0nmMtal anaIyW@ dcp I ogoloDul~l~ lop I zLoopn~1 

Zhe data in%!ablelmhow that- bomtronolutionraa aohieved intba 

oa8e of O-imoproDy1methylm&&i.nato (IIbl.Sn inoluded omter (IIb) had 

[O’]p -165.91° uhioh oorroapmdm to 7O.m of optioal puritg. VI&e non-inola 

re6idw had [ac,jD +18.52' (optioal puritg 7.m). After four oonseoutivm 
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ia~rw~ to 1~3~ +76&O lo~ticml purity 32.~). 1% inolumionm it6 rotation 

i8 of i8tormtthattho 

"aaobwrvedbyBerwbop5intheoaaeof 

haIatheIatruotureve~nirilartothat*f 

Optioal purities sld ab6olute ooniiguratiolu of optio811J l otivm ml- 

phinatee (II) obtained in the present work mere Qtwainod ohemioally w lyuu 

of their 8tereoqmoifio oamer8s onintobram~~8(m~l~~l 

8ul@oxida 8 andmet4y1imoqqylsulp-~) aemmimgthattheo~ 

nuotion prooeedm with full imerrion of 0ozUigumtion at t&n eulphur atom. 

!l!he resultmofthew detoxaiaatioxmare s&uninTable 2. 

Contaidering our ootiigurational arrhgnmente to sulphinate6 (II) it i8 

noteworthy that the 0hiraliQ atmlphurinall(-hhlkylmethylmlphinate~ 

ie8.~r8~~on~n&tion~~~tbobirilitg~~ph\ucin 

mQphinate8 (II) and their rotation mQp are in progre~. 
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!cablo 2 

I SulRhinato (II) I SUlQhAAO 

aM0 P8 

bMa Pri 
. 

om Ru= 
am Rut 
l MO cpb 
fM0 mb 
6 Pr= * MO 

hPri pri 

- O.s( 4.6) S mPP + 0.44(10.2) 0.30 8 

+47.20( 3.3) R MoPa? -27.w 3.1) 20.70 R 

- 1.34(11.3) s Mm Prp + 1.58(11.5) 1.30 0 

+20.00( 1.0) R II, PP -l6.24(10.5) 12.40 R 

+ 0.99hO.4) R M8Rp - 0.33( 5.0) 0.35 R 

- l&0( 4.51 s MapIp + 1.84k4.8) 1.30 8 

- 3.lO(l4.31 8 Pri MO - lAO(l9.2) 0.95 R 

+ O&6(10.3) 8 Pri MO - 0.72(10.3) 0.45 R 

a All rotation0 nforto mlvezkt l thuml bCp= oJologontgl# Kp I mopenjl 
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