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HyPWces rosellus (Al& B Schw. ex Fr.) Tul. produces an antibacterial culture liquid 

from which a cryst.aUine compound,roseU^isin,Wae isolated. 

Rosellisin has been assigned the novel structure I on the basis of chemical ad spectral 

characteristics 

Rosellisin, 

reported here. 
CH2OH 

MeO;pme MeO;;F 

I II 

W ~0-1.12~ (EtOAc), C,,q,Q, (elemental analysis), had IW 270 (ms), A max (EtOH) 

333 and 228 ~TII (E 12,700 and 22,000), vmax 3430, 1720 (shh 1703, 1669, 1600 and 1550 cur1 and 

ms Peaks at 270 (M+, 40$), 239 (M-Ohk, 45$), 2l-l (M-C-, 40$),193 (2ll-%o, 80%) ad 165 

(193-CO, 100$). The uv and ir spectra of I are very similar to those of nectriapyrone,2 an 

extended a-pyrone. On boiling with ASO-N~OAC, rosellisin formedadiacetate, mp 135-6' (EtOH), 

x max 333 and 228 "I, vmax 1750-1710 (broad), 1656, 163.8 and 1567 cm-l. cp1 hydrogenation (5s 

# on C), I gave a dihydro derivative, II, mp lOl-2O, 1 _ 291 and 206 nm (C 7,500 and 18,000) 

vmax oa. 3500, 1736, 1709, 1647 and 1563 cm-l. The uv and ir spectra of II were similar to 

those of an ~Pyrone. 3 The pnr spectrum 4 of rosellisin shawed singlets at 2.85 (2H, exchanges 

with QO) for the hyd~~yls, 3.8 (3H) for the CCOMzMz 4.03 (3) for the OMe, 4.53 (2H) and 4.56 
(2H) for the two CQ-OH and an AR quartet. centered at 6.62 and 7.67 (J 15.5 Hz) for theC-8 end C-7, 

protons, respectively. In the pmr spectrum of the acetate a singlet (6H) for the acetate methyls 

appeared-at 2.12; the CoOMe and O& signals were shifted to 3.85 and 4.1, the methylene signals 

to 5.04 and 5.08, and the olefinic protons to 6.8 and 7.6. The pmr spectrum of II shoded a 

singlet at 2.8 superimposed on a broad Peak 2.7-?.g integrating for a total of 4H, for the 

hydroxyls andC-Bprotons, another broad peak at 3.0-3.3 (2H)forthe c-7 protons, and singlets at 

3.65 (3Ii), 4:l (3H),4.50 (2H broad), and 4.53 (2H) for the COCW, OMe and C-5 and C-4 hydroxy- 

methylenes, respectively. The appearance of a Peek at 1736 cm-' in the ir spectrum of II, taken 

together with the prnr spectra, showed the presence of the carbomethcxy group in the side chain, 
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and them fra@mltat1onpatternvaa ln agreement. The chemical ehlfts oS the oleiinic pro- 

tons,5 a& the high coupLiDg conetant,6 &rined the tram nature of the 0i& chaindouble bond. 

Rmadening of the cllgrrd. (u 3 3 Ez)or one of the Cq-aa In the pueqectnm of II rhwed that 

ltvu on carban 5 (long range co\rlplkrg with the C-7 pmtonm). In conflmatlon, 30$ nuclear 
Gverhauser effect enhancement, vaa observedbetween the C-7 proton adl the acetoxy-methylme 

protona in the acetate of I. This leffi twopoeelble structures r0r ra5ellialn: onewith 0llc 
in the j-position and the otherwlth Old0 in the 4-poeltlon. Iha chemical ehlft of the Ol(rr pro- 
tonsvas larer fleldthantbatoi cmparable 4-metho~ycrpyrorm,~~~which ruggartedthatthe 

one wan lnthe 3-position. laC nm spectrum of I vaa in agreement with this assignment.: It 

shared rlgnal~ at 52.2 (WC&k, 54.6 and 55.6 (2 C&-ai), 63.2 (We), 113.9 (C-4), l18.7 (C-5), 

l25.1 (C-7), 130.5 (C-S), 153.3 (C-6), 163.8 (cm), 166.2 (C-3) and 167.7 (C-2). Cheaical 

shifta observed for the rlngoleiinlc carbon8 ln Iwere dlfferentfraathoeetyplcalfor 4-oxy- 

aRyro=a. 2>3#7 This, taken together vlth the chemical e&Fit of 63.2 for the We, compared to 

56 cud 56.2 of campuable 4-methcacy ,yqyrones, 2~3showed that the CMz groupwas ln the 3-posl- 

tlon, and thus roseXl.leinhaa rtructure I. Infurther conflrmtlon, the two sharp singlets r0r 
thelxy-droxymrthylenee intheprspectrunof Icollap6edtobroadpeakeouaddltimof 

rapper acetylacetonate, andllttle or no broadenl~6 of the other peak8 was observed. The 

bldentate complex ronmtionwlth the reagent ia poaalble only If thecre groups are ln 4- and S- 

poe1tions. 

Several oxy-p-pyronee occur in nature;butlnall of them the oxy-groupie in 4-position 2 

m wouldba expectedfranthe Birch acetate rules. To our knouledge,ro6ellieln la the ouly 

naturally-occurringoqyronewlth amethoxylln 3-poeltlon. Thle, lncaoblnatlao with the two 

hydraxy methylene groupn on carbom 4 and 5, poses an lntereetlng biogenetic problem which we 

plan to inveetl&e. 

Rosellleinwas active against Staphylococcus aureua at a concentratlou of 30m. 
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