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This communlcatlon describes the synthesis and lsolatlon of the blologlcally Important 

intermediate 
1-8 

caffecqulnone (l), and of Its methyl ester (2). (2) serves as a useful model 

for studies of the chemistry of another Important blologlcal lntermedlate l-8 chlorogenquinone 

(3). Although stable products derived by the trapping of (I), (2) and (3) ln situ wth 

sultable reagents have been dcscrlbed 2,3,9,10 this 1s belleved to be the fxrst reported 

isolation of (1) and (2) In crystallIne form. 

11 (i) was prepared III 71% yield by the oxldatlon of caffex acid (1 mol.) knth o-chloranll 

(1.1 mol.) ln tetrahydrofuran/dlethyl ether (l/4, v/v). The mixture was stlrred for 2h. at 

between -60 and -7O', and the red product crystalllsed out on standlng at -coo overnight. (2) 

was slmllarly prepared in 75% yield from methyl caffeate, the solvent being tetrahydrofuran/ 

diethyl ether (l/l, v/v). Both (1) and (2) are unstable at temperatures as low as -20'. The 

crystalline products were separated from the reaetlon mixtures by rapld vacuum flltratlon at 

between -20 and -30". Both products are stable when stored at -80'. 

The w spectrum of (2) (CH3CN) changes marredly over a period of lh. from one shawzng 

maXlma at 246, 253, 305 and 396 mu to one with maxima at 223, 288 and 319 rnp- Isoshestlc 

points occur at 224, 267 and 354 mp. The W spectrum of (2) (EtOH) changes rapidly over k43 nnn. 

from one showing maxlma at 248, 302 and 375 rnk to one unth maxIma at 216, 297 and 327 mp, 

lsosbestlc points occurring at 225, 273 and 369 mp. 

(1) and (2) reacted knth benzenesulphlnlc acid in THF to form (4) and (5) resPectlvelY 
12 

* 

(4) exists as colourless crystals, m.p. 228-230', M+ 320,~~~ Wr) 332% 1685, 1435, 1294, 

1203, 1147, 853, 740 and 683 cmIi, 7 (PHJ- acetone) 1.86-2.47 (7H, m), 2.56 (lH,d, J=2Hz.) 

3.60 (lH,d, J=l5.7Hz.), x 
max 

(EtOH) 240 (E 21,000). 295 (13,750) 332 (12,000) and 372 "'p 

(5,100). 

(5) exists as colourless crystals, m.p. ~l9-2~'~ M' 334, Vmax (EBr) 3376, 1707~ 16449 

1486, 1285, 1264, 1179, 1144 and 720 cm. -I, t ( ["Hd- acetone) l-88-2.50 (7H,m) 9 2.59 
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(1) R-H 

(2) R = Me 

(3) R z CGH,(OY)3COOH 

iOLPh 

(4) R = H 

(5) R - Me 

(6) R = H 

(7) R = Me 

w,d, J ZHZ.), 7.62 (XH,CI, 5=1611~1 and b-27 (3rl,s),hmlx (~t0H) 242 (E 21,000), 301 (8,800) 

347 (14,500) and 370 ml (14,000). 

The posltlon of substltutlon of the pheny1sulphonyl group in the phcnohc nng of (4) and 

(5) 1s astabllshed by the doublet nature (J=PIIz) of the absorptxon?, lntegratlng for 1 proton 

at L 2.56 and 2.59 respectively. 

(I) and (2) reacted with o-phenylencdlamu-ie in THF to g=ve (6) and (7) respectively (6) 

gave yellow-brown crystals, m-p. 252-253', from pyrldlne/cthanol (l/4, v/v). (7) gave yellow- 

brown crystdla, m.P. 149-150', irom pyrldlnc/cthanol (l/9, v/v). bpectral details of (6) and (7) 

agree with those publIshed. 13 

Studies of the chem~ctry of (1) dnd (3) are an Progress wxth a view to forming a better 

understandlng of the coupling reactions between o-yunonold spccrry and Plant proteins. Details 

w.11 be poblLshed elsewhere. 
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