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Reomtlywe described (1) the ieolatim endpurifioatim oflaooaio 

(Lciddl# themajor omPcnemtoflacoaioaoid. uenoureport~iments 

whioh e&,&lirhthenaturs ofthenitrogentiotim inlaooeio aoidAl. 

Theeoand other axperimentrleaduetomodifythemoleouls fcmnula 

adoptd endier 0) to C+..H+Q.H$. 

I@irolyds oflaocaio aoatio 

aoid (ide0W'ied 

dilute elh&L. Anelyrie 

indioated 

500). Prolonged drying vater, end 

andlgeie 

aoid Al (dimethyloulphat&otaa.sium 

oerbmat~aoetme) gavefourpoduata, ubiohuere reparated t 

obrmatograpby m eilioia aoid. Themajor me (45% ofthe crudemixture) 

formedyellou-orengeneedle6,m.p. 290' , f!ran ohloroforawethenol. Itwaa 

soluble In water, gave a preoipitate uith potassium iodLde solution, 

ocartaFned eulphur, and-8 clear4 aqustgllargmethosulp~~. Anageir 

euggeated the ompoeitim L$H35N%S. 

This quaternary seJt, when boiledwith;?lP-sodium bgdrrxide gave 

trimetbylamine (ieolated as the k@ooblc&de and identified ae ittr 

3059 

Pi_te) 
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end an orange compoundwhichwae rbmethylatedunder the conditions 

used for the parent ocmpound. The product, called 'the methylated 

~ofmsnn praiuotlb, formed yenow needlee, m.p. 260~ , fran acetone. 

hal.yria qwd with the formula C29g.7240 (M.Wt. in chloroform by vapour 

pressure osmar~etry', 538). 

Treatment of tie methylated HoiInann produot with osmium tetroxide snd 

potassiummeta-periodatein aqueous dicusn, purifioatiar oftho produotby 

wtography (II sflioio aoid, end orystallisation from aoetone gave 

yellav needler, m.p. 265' (the infrared spectrum showsd a peak at 1.693 

C5.-')- &dJSiS S@eSd with the fti c28&2& . (&Wt. in 

ohlorofono by vapour pressure osmometry, 542). Formaldehyde (identified as 

th0 2,4-diUtrophenyl&dras~e) wae isolated from the oxidation liquor. 

N.m.r. speotrosoopy provides strong support for the folkwing 

iaterpretation of this sequenoe of reactions: 

Ar.CI++X2.Nh.Ccble ____) Ar.c+cH2.HB; 

Laooaio aoid Al . Desaoetyl-lacoaio acid 

~~C~~&li$4e3 @feS04~) -Ar.c?I$cH, 'Arm0 + 

Hetbylation produot . Ksthylated HofYnenn 

product. 

&1* 
HOGHO 

The n.m.r. spectrum of laooeic said 81 in dsutercdimethyl sulphoxide 

inoludes s:ignals at 8&r (singlet; 3H; MO), 7.20 r (multiplet; 2H; 

ArJZ&2.), :and 6.65 7 (titiplet; W; Cq adjacent to NH.COI4e). These 

sl~al~'srs,fn axoellat agreement with those given by N-aoetyl-c - 

phene&0.ariine (2). The speotrum of desaoetyl-lacoaio acid A1 ehawed no 

signal sram an aoety1 group. Indsutarodimethylsulphoxide + D20 it 

ocntained a broad band at 6.9 7 (4a; A~.cH~.cE.$ 1. In the sPec_ of 

the methylation produot there were sign&e at‘6.80 1 (broad singlet; @ 

Ar.CHlz.C~. _ k ), snd 6.56 ancl 6.60 r (2 singlets; l2H; &e~ + MeE.0~). 

The pertinent feature of the spectrum of the methylate Hofhann product 
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was a doublet of doublets at 3.15 7 (Jois 11.4, JtiMs 17.4 c.p.6.; la; 

Ar.CH=) and two doublets at 4.26 and 4.72 t (Jtrans 17.4 ad J,is 10.8, 

respective~; J gsm ( 0.8 c.p.s.8 each doublet = &I$_) (3). 

The infrared spectrum of lacoaia acid dl (1) contains a band at 1677 

cm. -I hitherto attrilmted to a non-quinonoid car-1 group. The band 5s 

absent from the epectrum of desacetyl-laccaio acid Al, and clearly is to 

be assigned to the 1Racetyl group. 

We have reported (1) that the nitrogen in laccaio acid A1 could be 

estimated by the van Slyke method, and this is true of the ni$roggl in 

dgsacetgl-laccalo acid Al. Qdrol~sis of the N-acetyl group of lacoaio 

acid Al must, therefore, ocour under the oonditicms (aqueous acetia aoid 

at 90') of the van Siyke estimaticm. 

The laccaio acids isolated by us (1) resemble in mny respecte the 

mixture desaribed by Venkatsramau and his cbvorkere (4). An importaut 

differenae seys to be that all three laocaio acids (Al, A2, aud B) 

(making up 853 of crude lacoaic acid) isolated by us contain nitrogen. 

Laocdc acid A1 resembles the laceaic acids of the Indian workers in 

ccmtaining a purpurin knit (l,4) and, as now shown, the unit Ar.CI+C~. 
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