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Inapreviouspape?wereportedtheisolationoftwo 
new secondary metabolites mycochronnmc &HI&) 
and mycoxanthone (C&~) from the plant pntlugenic 
fungus Myco@aedIa IW@JUL’ A stuly of the minor 
constituents of this fungus has now allowed the isolation 
of a new secondary metabolitc (la), for which we P 
pose the name rosigenin (C,,H,,O,) the present work 
deals with its structure determination. 

RmlLlsARD- 

Thefunguswasgrownonpo~mediumaadthe 
metabolite extracted with ethyl acetate and pmified by 
chromatography. The metabolitc (la) is a white sou 
analysis and spectral data give formula C1rH1403. Tbe 
IR spednun (355Ocm-‘, 176Ocm-‘, 169Ocm-‘) is cob 
dent with the presence of OH groups (confirmed by the 
formationofthed&%ate(lb),ofalactom?groupandof 
an nnsatmated ketone. Tbe ‘H NMR is fairly sign&ant, 

as it shows a Me- 6 H-CH=CH- system, three protons 
oncarbonsbearinganOatom(tbefirstoneofthemat 
4.35 S is coupled with an OH ad is shifted downlW by 
acetylation; the second also shifted by acetyMon, is 
coupledwitbthetbid,whichonitstlmlisfmthefcuupled 
withaMegroup)adtwoOHgroups,thusaccodngfor 
aUtbeHatomsofthendcuk.Tbe~NMRdataare 
reported in Table 1 and show signals comsponding to 
eleven carbons. 

combiIWionofallthesedatapointedtotbepaftial 
shuctum A and B for la: 

-=l4wmonldmctPWlitea”PxltvlII.For~M(~ 
Ref. rm. 

tCcntmdelC.N.RpcrkSo&nzeChgmkbeNrrmli 

presence of m which gave the tetrahydmderivative 
(21). The absence in its lR SpectNm of the bud cor- 
respondingtotheconj.COadtbepre.senceintbe’H 

NMR spectrum of a d!H-CHrCHICH(OHFt!Z H- 
OH system clearly id&ted that tbe a$-mutuded 
ketone was hydrogenated; ac&yWm of 2x gave a tri- 
acetate P which contirmed tbe presence of a new OH 
groupintiwithmpecttola 

Fromthesedataitarisesuquivocallythatt&e-6H 
OH in la is bcataJ u to the conj. CO and that the 
qunternarycarbonmustbetbebrid&dbetweentbe 
hvo partial strutwzs idcated above, so that the 
strucure of la is that ~~KWII. 

bR=H 2aR=H 
.R=Ac 2bR=Ac 

A crystallogmpbic de-n amfumed tbc struc- 
turepropodforlaandrevededtherelativeum8gura- 
tiooofthedmtitueotas#ven~~F&1.AnORTEPviewof 
themdccdeisslnnvniupcg.2;tbcnlevantWlcllgths, 
bondallgksandiIltedMatiUilapeks8distCdillTable4 
2 ad 3 feapectivdy. 

Allthcbondlengthsareintbeexpectedraq+adall 
tbeangdardeviationsareldilyexplainedtakinginto 
accolmtsterichidance. 

Theconf~oftbecycldExenel&tycanbe 
descriiintermsoftbedcviationffomtbekast-square 

carboxyandtbehydroxygWpsaretmJutoeachatlK!X 

“““,‘I._. 
mtermokculsrumtact(uoA)isan~~ 

atoms0(~q2ladtbeatomsdatedbytbesymmetry 
openWs f*x; -y; z*t; an o&f distaQcelJ beinjj 
greateX than 3.1 A. 

Ros&linwasessayed(soppmandl@pminE.tOH) 
on leaves of Mcdana &akacamandBdav&adsaod 
Epve no phytatoxic e&t. 

Tbebiosynthesisof~preseatsaOlUlWlIIy 
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Table 1. “C &e&al shifts of rosiaeain (la) in IN!30 

ne”f# 14.3 

IIB-~~ 17.9 

C -6 ’ 33.0 

c -5 59.5 

c -4 1 73.3 

c -10‘ 75.4 

c -3 s 79.0 

C -8 b 124.3 

c -7 b 152.0 

c -1 b 175.3 

c -9 b 196.9 

9 

q 

A 

l 

A 

A 

A 

A 

A 

B 
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0(2)-c(l) 

0(2)-c(3) 

0(3)-c(lO) 

0(5)-C(l) 

0(4)-c(9) 

C(l)-C(S) 

C(s)-C(6) 

C(S)-C(l0) 

C(6)-c(7) 

c(6)-~(12) 

C(7)-C(8) 

C(8)-C(9) 

C(9,-C(lO) 

1.423(4) 

1.339(4) 

2.460(r) 

1.421(4) 

1.202(4) 

1.215(4) 

1.521(4) 

1.537(S) 

1.504(S) 

1.560(4) 

1.552(4) 

1.542(4) 

1.497(S) 

1.538(s) 

1.329(S) 

i.rsl(s) 

1.514(S) 

T&k 3. kkvmt intmal mtation & PI bs.d.‘s in paren- 
-1 

O(l)-C(4)-c(3)-0(2) 104.0 (1) 

O(Z)-C(l)-C(S)-C(4) -5.6 (1) 

0(2)-C(3)-C(4)-c(S) -16.9 (2) 

o(~)-c(~o)-c(~)-c(~) 165.9 (2) 

0(4)-~(9)~(8)-~(7) 166.3 (2) 

O(s)-C(1)-0(2)~(3) 173.4 (1) 

c(l)-c(s)-c(4)-c(3) 13.6 (2) 

C(1)-0(2)~(3)-C(4) 14.5 (11 

C(l)-O(2)~(3)-C(ll) 140.3 (1) 

C(j)-O(O)-C(l)-C(5) -5.5 (2) 

c(s)-c(6)-C(7)-C(8) -5.4 (2) 

C(S)-C(lO)-C(?bC(R) 44.5 (2) 

c(6)-c(s)-c(lobC(9) -52.0 (2) 

c(6)-C(7)-c(8)-C(9) -3.8 (2) 

c(8)-c(7)-C(6)-C(l2) -132.2 (2) 

c(7)-~(6)-C(S)-C(l0) 32.5 (1) 

c(7)-~(8)~(9)-C(lO) -16.3 (1) 

O(l)-C(l)X(3) 109.2 

O(l)-C(4)-C(S) 113.0 

0(2)-C(3)-C(4) 106.2 

0(2)-C(l)-C(S) 111.6 

0(2)-C(3)-C(l1) 107.7 

0(3bC(lO)-C(S) 297.4 

0(3)-C(lO)~(9) 112.0 

0(4)-C(9)-c(8) 123.8 

O(rl)-c(9)-c(lO) 120.6 

O(S)-C(l)-o(2) 120.9 

0(5)-C(l)-C(5) 127.4 

C(l)-o(2)-c(3) 111.7 

C(l)-C(S)-C(4) 103.4 

C(l)-C(S)-C(l0) 105.4 

C(3)-C(,)-c(S) 104.2 

C(4)-C(3)-C(l1) 116.7 

C(l)-C(S)-C(6) 113.9 

C(5)-C(6)-C(7) 113.2 

C(S)-c(6)-c(12) 113.4 

C(S)-C(lO)-C(9) 112.7 

C(6)-c(s)-~(10) 111.0 

c(6)-C(7)-C(8a 126.6 

C(7)-C(8)-~(9) 120.4 

C(7)4(6)-~(12) 108.5 
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M.PsarclltlmddNMRspcctIam~witha 
varian XLlOO-15 souWmf&PndwithaVarianeM-390 

were kft 48lu at C.-he mixture was-dii&uJ in CHCI, a&l 
treated with a sat NaHCO,rq, water, ant KHSO,sq. water aarl 

Dp (rhljull cm-‘: 1760 (Co); 1700 (amj. Co). ‘H NMR 
(lOOw4CDCl,): II r.34(6H,d,J=6.0H&twog&cH),2.2 
~~(6K~twocH~),2#1(1H,m,Hd),4.78(lH,m, 
H-3), 552 (1 H, d, J = 4OHz, H+, 5.65 (1 H. s, H-10), 6.06 (1 & 
dd,J=l~OOudZSHH8),6~(lH,ddJ=lO.Oaad3.0~ 
H-7). 

3~-~~-4$,10-~~~2-~~4~-1 
-fMe(2m).30mgoflahl10mlMcoHwerchydnqe&dh 
pIe8ahxofptolfor3Omillatfomntcmp.Evrpontionoftbe 
8olvalt pad pk (kxaswk 1:l) #avc 2snqt of &# mp. 
22@-221’. Maw 230,212, I!% 1ss. 

v- (KBr) cm-‘: 3420 (OH), 1712 @cwoc CO). ‘H NMR 
@OMHz, awmed& I 1.05 QH, d, J=6Hz, C&&IQ, lb 
QH,d,J=6HE,~H),1.4-20(5a&i1.protous),3.70(lH, 
d, J - 3 Hz, H-lo), 39 (1 H, m, H-9), 4.7-5.0 (2 H, H-3 and H-4). 

3f-~~-49,10-~-2-atorplro[4Jjdaw-l- 
cm(8).#)~ofhinO~mlQyp~PndOJmlAclOwne 
kft2hratroomtcmp.lbemixturcwasdissolvcdinCHCl!,imd 
workcdppasdfwibed.Thctliacew2)hlmm.p*124-1250 
Mrrs3M,296,236191.‘HNMR(W~C~):d135(6& 
d, J -6 Hz, two w 1.4- 130 (S a&h. txoiios), 20;2ti 
and 2.12 6H. II. three CHY-COI. 4.7 (1 W. m. H-3). 52 t2 IL Ii-9 
aml Slti). hi5 (1 H, &- J-iHz, .H4j. “C k?dR $XiCl,,: 
lXI.4- 169.6 (6, four CO), 763. 75.2, 72e4 and 67.7 (d, four 
CH-OhS3.9 (a, C-SI.303 (d, W&263 and 24s (t, C-7, Cq, 20.7 
and 20.4 (q, four CHrCO). 17.3 and 14.2 (q, CH,-3 and CH&). 
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Ata xh va =b %l 822 833 B12 B13 '32 

o(2) .3663(2) .2642(2) .7030(4) 2.8(l) 3.0(l) 5.1(l) 2.4(l) -l.8(1) 0.6(z) 

o(2) .4029(2)-.0304(2) .7673(3) 3.1(r) 1.9(l) 2.8(*) -*.3(l) +7(l) O.?(l) 

o(3) .6062(2) .0311(z) .6409(3) 2.1(l) 4.1(l) 3.0(l) 0.5(l) oe3(l)-2.3$2) 

00) .7294(2) .0161(3) .9339(4) 2.6(l) 4.4(l) 4.5(l) 3.0(2) -2.o(2)-l.4(2) 

o(S) .4894(2)-.0468(2)1.0296(2t 4.5(x) 2.6(l) 3.3(l) -l-2(2) -1.5(2) 2.412) 

C(i) .4646(2) .0140(3) .8943(4) 2.1(l) 1.7(l) 2.stl) -o.l(2) o+8(2)-0.2(2) 

C(3) .3937(2) .OS23(3) .6043(4) 2.2(l) 3.2(l) 2.4(l) -0.2(2) -0.9(2)-0.2(2) 

C(4) .4389(2) .1765(3) .6630(r) 1.8(l) 2.2(l) 2.3(l) 0.4(l) -0.2(2) l.l(2) 

C(5) .499S(2) .1430(2) .8403(4) 1.6(l) 1.4(l) 2.l(l) 0.07(14 0.2(s) O.S(l) 

C(6) .4908(2) .2380(3)1.0049(S) 2.4(l) 2.1(l) 3.0(l) 0.6(2) 0.3(2)-0.7(2) 

C(7) .5736(3) .2360(3)1.1367(6) 3.5(l) 2.7(l) 2.7(l) 0.3(2) -0.6(2)-l.S(2) 

C(8) .6S24(2) .1700(3)1.1164(s) 2.8(l) 3.1(l) 3.2(l) -0.05(a)-2.0(2)-l.l(2) 

C(9) .6674(Z) .0952(3) .9479(5) l.Sfl) 2.8(l) 3.6(l) -0.1(l) -1.o(2)-0.3(4) 

C(lO).6037(2) .1254(3) .7818(4) 1.5(l) 2.8(l) 2.7(l) -0.o7(29 o.3(2) 0.5(2) 

C(11).2910(3) .0558(4) .5494(7) 2.5(l) 4.9(2) 4.1(2) -1.5(3) -2.7(3) 0.7(4) 

C(l2).4000(3) .2224(4)1.x221(6) 3.0(l) 4.142) 4.3(l) 0.9(3) 2.8(3)-o-4(3) 

bhmixwpic thermal factors in the form : 

T - erp~l/4(Bll~*2h2+B22b*~2+833c*212+2~~2**b*~+2B~3~*C~hl+2B23b*c*kl ) ) 

121 

A&w~-wetImllkRoi.L~MdPfof.u. 
W&sfathebelpfuldbawhudMr.A.ArwaefaNMR 

‘O.Assude,Lfh~hL~~~h~itt~dG.~~i~i~~kh~~ 
zrd 109,137 (1979). 

%. Asmite, L Camrd~, L I&&i and G. Nasini, f’ky- 
q I& 3lfwm. 

%.&?ibaadC.N.~~Plsry~RrpLXXXIi.1,9 

T c$mtic&~# Am 121(1979). 
ihtmthk IMama Spec. P&l. No. 18, The 

cb#mial society, LuKkm (l%5). 
co. Rmdz, A& Kafli 14, x1 (1959). 
‘D. C. Mridge, S. Gait, D. Gih and W. B. Turm, J. C%m. 
sac 1623 (1971). 

%.LLMdPp.J.Ctmpman,zb&f731(1978)* 
~.~~~W~~L~,G.~~j.P. 
Dfide?q,AfumAN74,Asyfte.mofpogsrmforthcautmml- 
ticiIdlIthofGrysrdahuchn#udv.ofYak(1974). 

%ttnwMd Tablea for X-my Cry-y, Vd. IV. Clmp. 
22 Ibe Kywcb ?‘Iw, Bii (1974). 

“C. K. Jdmon, fXfZ?P I+. ORNL-3794, Gak Ridge Nathal 
Lsbontay. 


