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556 Monomeric lignin sulphonic acids No.11 

butuere fcwbistllltobelmyre. Largeramounts of these aoidsuere separated 

byi~ohromatogra~, sndtheeewerepuljfiedbyrepeatedohnmatogra~ 

of thdraoalm saltsonaFUcagelsndon"FlorM.l* dthlretn-butaIlo1, or the 

isoprqumol-water amotrope, as eluanta. The soids 

deom~l$value of their sodium salt6 inksley's 

Ho. 1 paper. 

Sub&awe No. I II 

$ (Wsley’s solvent) .67 .62 

5 (but8nol8pyridinelwater, 6:4:3) .27 .26 

werenumberedinorderof 

solventat20° onkihatamau 

III Iv v VI 

.41 .44 .30 .26 

.17 .16 .03 .02 

Lp. of auiline salt 209" 1Ps.5° 129O 

Ccmpounds I, II, and III have been obtained orystsllim snd enaly-tioally 

pum. ~oulert~havemt,buttheyhaveb~oharacterl~bytbnir~ 

values In 8ix different solvent systsmrr. 

STRUCl!CRE 

Molecular w-eight mesauramn ts (lritb %ohmlab" wqour pressure 

omomter) showed that tit& the exoeptionofv, all ocqo~~s hadmlecular 

weights of *about 300. wvalent weights of I, II, and III were found to be 

302, 302. 329. &xltired296,298, 330). OX&%&ion5 pmduced sgringadebyde 

astheonlyaromatio aldwde. The stnIotures of I and II then followed from 

their BAR* speotnr, Chssriosl evidenoe for the double bond in II wa8 obt&ed 

by hydmqmation, when II took up one mole of b@roe~en to give I. 
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&.CFBQ+?&~*.~ I 

Ar.cEso aJxIcE* 
P 

II 

Ar.cESJ aJxioE.~2oh 
P IILIg 

Ar.clt2.wo a.cE*oH 
r 

VI 

dllthsoampaundegcr~ea~~~~kstdthq~manochlorimids,andtharefolr 

anymlgroups preaentuere mot attaohedto the~lio carbon ata6. 

compound III uas therefon, one of the diaetereoi~rs of sodluu 1-(4-i@.ro4=-3, 

+dime~l)-piopen-2,3-dial-l+&phonate. bhem synthetio Qyrin@- 

glycerol" was heated dth sodiumbisulphite eolution, III wiIVuereproduoed 

in similar emounts. Bothoompoundsuere foruedfromeitherdiastereoiscwrof 

%3yr&gylglyoero,., and the ayuthetio ocupounds mem shountobe identioal uith 

thoseisolatsdfrom spentsulpNteliquor,bypaper~~~infivr, 

different solvent systems. Itleuothnomnuhiohieomerbaethe~snd 

ubioh thegn+hro- oonfiguration. 

When III or IV was heated with a solution of sulphw dioxide and 

sodium blsulphite (pH 1.6) at la', some stsrtingmaterialuasw&anged, but 

someuasoonvertedto asulphonic aoid(VI1) whiohhad snl$valuel.l4times 

that of VI in ckley's solvent. I was found, too, in the reaotion product fmm 

III, but not in that from IV. The mechanismof thla unusual reduotion is 

UIlkilOWll. Compund VII has not been isolated from spent snlphite liquor, but 

it must be present in the liquor since it is formed from III or IV under coohing 

conditions. when sinapylslcoholwas allowed to react with sodiumbisulphite 

solution in the presence of free radicals, and at room temperature, the main 

produotwasvI. Sodium l-(bbydroxy-3,5-dimetho~~l)-p~~~l-2-eulpho 

would be expected to result from this reaotion, sndvI mostpmbablyhas this 
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at-. Paper cbrcaam* aboved tba pramme of tbme lmpurlt1aa In the 

raMtlon product, and one of timr bad an $ Taluv very aimllar to that of VII. 

Tbi~indloatoa ~tVII~k~dirnl-(c~-3*5)- 

propan+ol.-knlpbmte,~& oauldbe fomedbythormraeadditionof 

aodhmbimlphlktoxilla~~oohol,andalaobythor8duotlcw ofthelcsmdaq 

QdmxylgmuplnIIIorIv. 

CompomdViabeliwodtobaadlmarofVI. FUlldot&.le ofthin 

vodt,ud cbrryntb#o~riwntmnou beinguvhrtmken,willbepubli&ed 

latar. 

1 D.C.C., SLdth, Am. Bmorte 2, 267 (1956). 

2 C.H. hadwIg, Ph.D. Theale. Unl~~raity of Ww, N.Y., (1961). 

3 s.Baan~audo.~lKm, sroneL*&sBB(1957). 

4 LG. waw, B&!&m&. gs 719 (1956). 

5 J.E. Stone aad I4.J. Blundell, AaUUzbm.a 771 (1951). 

6 J. Giemr, dota 8, 1319 (1954). 


