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The genus Iiernandia (liarnmdiaceae) ha8 been little invertlgated 

chemicw. Thus far, the blabenzyli8oquinoline bau chondodendrine has 

been said to be a constituent of Hermndia ovigera L;,2 while the othar- 

wise unreported uorphine bane hernandine (I) has been found in 

Ii. bivalvis Benth.3 We now wish to report the irolatlon and characteriza- 

tion of five new 

H. ovigera.4 

Nandigerine (II), C,$f170kN, cry&allized frae methanol either a# 

aporphinee (II, III, VII, VIII and X) frae the buk of 

needles of the solvent-free bare, m.p. 176-ln’, cd, + 248' (EtOH), or as 

plates of the methanol aolvate, C18H170,+N * CH3OH, m.p. 99-100'; it waa 

characterized al.80 a8 the crystalline hydrochloride, ClsH17~N . HCl, 

m.p. 245-247. dac.' The ultraviolet spectrum of nudigerina CAEz . 225 

mj~ (log c4.40), 271 (4.13), 314 (3.74)1 is consistant with It.8 formnlatdon 

an an ll-snbatituted aporphine6 ; ita m me&mm revealed the presence 
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0r three ucprtic protom (6.a - 6.61), 0na metbylenedi0xy gmq (chore 

d0ubleta at 6.01 and 5.82), 0ne mathxyl (3.60) and the abronco of aa 

Iahhyl fuluit1on. 

n4h*laticm 0r nmdigerine (ch4ytic reduction in the prerence or 

rcumldahyde) affcmledthe mnorphoun !I-methgrlmudigerlne (III), cbuwter- 

ized l it8 cry- hydrobrcridej C1fi90$ l HBr, m.p. 243-2k5'dw;,. 

[aID + ..170*(&c0); the PIR mectrrmr 0r III me eeeentirllJ mnticil with 

that of II, except for a new peak at 2.53 attributable to the R-met41 

w*. I-lktbylnudigerinewar lsolrtedrlro u l n~turallycaurring 

-id frm H. ov&err. 

II: 

III: 

IV: 

v: 

KC: 

Rotho-me*lat1on (well csy2)0r R-me~lnuldigerille aud%methyl- 

l tl0n (OE204C02E) oitbe emmphoua O-metl@mndlgerine (lV,prepued 

f'rar II cad (S&R2) riiorded O,R-Wluaudigerina, m.p; W-130*, 

C20R210$i, which ne Identical (mixed m.p., IR) wltb antbentic bulbo- 

cm ~l'etber (V). glncebotbtblnlayercbrcmatograpbyeadIR 

rpectroec~ l howedR-methylnaadigerina to be differentframbulbocqmlae 

(VI), nadlgeriae met be areigned etructure II. 



Ovigerlrm (VII) cry6taLUeed only a6 the hydr0chl0rib, C#.&H l 

Hcl, m.p. 300gdec., kZ& + 17'7* (H2a It6 ultravIolet 6pedrm 

CA=. 23) w (10gt4.29), 270 (4.lo), 317 (3.7713 w86 mxwtive of 8 

1, U-di6ub6titutedqWpbine 6tructure. The lWR 6pectrrmPoftbe free 

hue shoved IU) Si&6 Cha=aCt4riEtiC Of eitha ~-6IOthyl or +tboXY, bUt 

Ccmple~ 6igMl6 ChuaCteri6tiC Of tr0 6uperimpored IBetbgrleMdiO6J grOW6 

cppeued (4 protom) centered at 5.88 6nd 6.01.. 

fMkthyl.ationof ovlgerine (CH@-HcOp) afforded~l@oU6 R-rctbYl- 

ovlgerine (VIII), characterized both a6 the hydrobr&da, Q,R17~E - HBr, 

r.p. 2&245*dec. and a~ the mtbiodlde, Clfi704E * CH31,'m.p. 252-253. 

&c.B-Methylwi~erlnewa~ i6Olated 6J.60 a6 a~~ktPtiUyoCcUZTingrllriloid 

frauH. ovigera. 

VII: R-R Ix 

VIII: R=CR3 

The oriantation oftbemethyleaedioxy group6 in ovlgerkre w66proven 

la the fom manor. li-Metbylovl@erlne n8 heated for 15 hour6 with 

phloroglucinolandaqueou6 6ulfuric acld inorder to effectbydro~i6 of 

the mthgrl6~~3diOry -6. Treatmentofthe rerulting crud6pheaollc 

ba6e with 6X6066 dla6aetham, foLLowedbymthyllodide,aff~ded 

crp6t6Uin6 O,O-bimawmflorine Iodide (n), identical (mixed r.p., 

IR) with authentic IX fkan natural 6ource6. Ovigerlae mut, thwefore, 

be a66igncd 6tructure VII. 
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R~~~TIw (X),J+i&H, cryetalllzed frcan methanol a8 varyrparing- 

ly 8oluble plater, n.p. 234-236' dec.'l IJke nandlgerine and ovigerine, 

hemovIne bad ultraviolet abrorbtion [bz. 221 (logc4.41), 272 (4.01), 

306 (3.64)] characteristic ofal,ll-dinlbetituted sporpbine. R-MWl- 

atlon of hemov%ne (TO-RaqJ gave the wxpboue a-metbylhemovine (XI), 

abaractulzed u itr cryetelllne hy'drochloride, C1&O,+N . Bcl, r.p. 

245-247’ dec . The B(B of lbnethylhenm-im revealed, in addition to the 

R-methyl group (2.55), two matbox@ at 3.43 and 3.50. O-Met@lation of 

hemovlne (tithCR2R2) affordedthe cryetalline O,O-dimcthglhe-ine 

(XXI), n-p. 174-175. conflmlng the prerence of two phenolic hydroxyl 

grolqrillx. M4ethylation of O,O-dimet~lhernovi, foLl.oued 9 treat- 

aentofthe resnltingN,O,O-trimstbylbemovine wlthmethylicdide, gave 

O,O-dime~lmegnoflorine iodide (IX), Identical (mixed m.p., IR) dtb 

materlalfr~nat~al sourcea. 

R20 0 

CR30 \ I 

P 

% 

CR30 
I' 

R30 / 

X: R1=R2=R3=H 

XI: Rl=CH3, R2=R3=li 

XII: RI-E, R2=R3=CH3 

The twomoxyle inhemovl~ ue aemzmedtobe a$ pod.tiona .l and 

ll of the crporphjne eyatcrm, since theyeppeu i.ntha BQL at quite high 

filed6 (3.43 @I&¶ 3.50 in XI), coneietent only with a l,ll-dipcthoq- 
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aporphlnc formliletioll.8 Hernovinemwt, tberefore,be uri#md 8tmeture 

X. A fkrther confirmationoftbe structure ofhcmovinebytotsl 

ryntbeeis is In progroan. 

In addition to the five new rporphinen demribed above, H. ovlgera 

coLltainr other alk&loidB. Them9 include the known ccqounda iaocorydine 

end thalicarpine, a8 well M mveral new buer, the &.ructurer of wblch 

will be described in due course. 
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