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Several aporphlnes ¡nd 7-orcapor?hlnes have b€en lsol¡ted prevlously frü the bark of Litt^olit

pt¿Lípp¿atr Loose. (¡thérospern taceae).r contlnulng Ílth the stody of the nlnor b¡sés of thls

Cñllean !rcer a ner alkalold Ías sepa¡¡ted a¡d sho¡m to beto¡g to the heretofore unkñotñ cláss

of the 4-hydrcryl¡ted noráporphln€i.

a(f)-Hydrory-6a(S)-norn.nteniñe (I) |r.s lsol.ted by reperted p¡epr¡atlv€ fLC of the non-ph€ño-

l lc  a l la lo id f ract foñ ¡s  a colour le ls  o l l  yh lch d¿r lened rapld ly  ln  contact  Í l th  ¡ l r ,  P R (CDCI3)

ó 3.65 (3H, s .  oc l l3) r  3,9{  (3t i r  s ,0c l l3) ,  l .5 l  (1H,  m, h¡ l f  b¡nd i ld th I  Hz,  H seolnal  to  Sr) r

5.97 (2H, s ,0ct i20) ,6.68 ( rH,  s ,  ¡ rorEt lc-H),6,90 ( r f l ,  s ,  arüat lc-H),7.89 (1H, s ,  a¡o| |ut lc- i ) .

Acety lát ion of  I  r l tñ  ácet lc  anhydr lde-pyr ld lne r f forded the st ¡b le t ,o-d lacety l  der lv . t lve ( I I ) ,

Íp r79-r8ló (EtoH), u$!!  rno, rs lo on-l ,  p R (coc13) ó z.3o (6H, s,  [ -ac, o-Ac],  3.71 (3H, s,

0cl l3) t  3.93 (311, s,0cf i3),  5.77 ( lH, dd, ,J .  10, . rr  .5 Hz, í  genlml to oAc),  5.98 (2H, s,  0CÍ20)

6,74 (11i,  s,  rrcÍr t lc-H),6.80 (rH, sr ¡rürt lc-H),7,95 (r Í ,  s,  arotattc-H).  fhese d¡tn !u99es-

ted th€ presenco of .n ¡porpñlne skeleton rlth tro nethoryl gmr¡ps at C-l ¡nd C-2, one n€thytene-

dlo,V groüp át C-9 and C-10, one hydmryl gmup ¡t C-4 or C-5r aÍd a second.ry nttrogln atojn.

The mass sp€ctrum of lI sñorÉd th€ mlecül¡r lon ¡t n/é 425.1475 (calc, fo. CZ3HZ3N07, 425,1475)

and fr¿$ents ¡t m/e 365, 3541 353, 3rt (I00 f), and 252, pr ésr,l.bly orlgtn.tfng tn the processes

depfct€d fn Schen€ 1, lndlc¡tlng tñ¡t thé acetoxy group (¡nd thé hydrcry gmup tn I) ts tocated

.t  C-4-

Th€ optlcal ¡ot¡tio¡s of I and II Íe¡é ñot detlnntned dué to lack of rrt€rta].
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Altholgh thls ¡ltrlold t3 the flr3t ¡l-hJd¡o¡Jnor¡porphln. to b€ lñvlstlglted, thrc. t rtlárA

l-hyd¡o¡r¡porphlnes hrve b€én d.scflbed b€lorc: steponhln¿ (tV),2 cat¡lln€ (IIl),3 and epl-

3teporthln. (V),1 The 6¡(5) coÍflgur¡tlon r.3 p¡oposed for c¡t¡lln. on thc b¡sls of lt3 hydro-

g.nolyrls to ófford (S)(+)-gl¡ucln€,3 ¿nd the ¡€g.tlve Cottor! effect of eplsteporphlne n.rr 235

r¡ shors th¡t lt belongr to thé 6.(R) serlés.4'5

Rég.rdl¡g c.tlllne, Rlb¡s et ¡1.3 st.té thát ln C0Cl3 thé proto¡ ¡t C-l ¡ppe¡rs rs ¡ poor¡y-

¡esolled trlpl.t ¡t 4.83 pp rlth h¡lf-brnd rldth | ilr, iille lñ th€ o-acetyl derlvrtlve th€

corréspondlng slgn¡l ls shlfted to 6.03 ppri ¡é!.lnlng lts nultlpllclty. Accodlng to th.3e ¡u-

t¡o¡s¡ 'exanlnrtlon of or¿ldlng lDdels .., cle.rly s¡ors' lhat the r€latlye conflgurátlon should

te €ltn.r 4(s):6a{s) or th€ o9toslt.. fh¿se PIR d¡t¡ l¡dlc¡t th.t ln both tlÉ ¡l¡.lold ¡ñd lts

de¡ly.tlver the C-4 prctoñ lles ln ¡ pláne rñlch rpprórlm¡tely blsects tie ll-C-ll .ngle ¡t C-5,

¡nd ls therefo¡€ pseudo€qurtorl.l . llorÉver, Dreldlng r.del! bullt ln thc l(S):6¡{5) ¡ñd l(R):

6¡(5) conflgur¡tlons ylth p¡.udoeqü.to¡lrl C-4 pr{tons do not sr¡gg.3t rny cle¡r dlfler.€nc.s rs

f¿r ¡s pot ntl¡l .nergy ls concern€d. fh. $rll€r l-0 dlstánce ln thc l¡tt¿¡ rsor¡¡ (2,7 i ¡s

co|P¡rld rlth 3.0 i) nlgit prestn¡blt contrlblt€ to lls sübllltt thmugh lntra¡olccul¡r hydro-

gen bondlñg, llthoügh this ls ¡ot consl3tent ilth th€ r.portrd Oi .bsorptlon ¡t 3520 cn_1.3

Tiu!, the no.e llkelJ conflgur¡tlo¡ ¡roüld se€'l to be A(S):6a(S),.r proposed by Rlb¡sr gmüp,

but ¡ny ¡sslgn¡Ent mde on thf3 b¡sls ls hlghly specül¡tlvé.

¡n st€porphlner th.  l l t . r r tur€ reports.  t r lp¡et r t  a, l7 pFl | ,  J.2.5 H¿ ( ln Ct,cl3),  yhlch

shlfts to 5.86 ppn upon O-¿cetyl.tlon,2 rhorlng ti.t here too tlE C-l pmtons should be p3eüdo-

€qü.t rl.l. ¡n eplsteporphlñe ónd lts o-¡cetyl d.rlvrtlve. on th€ other h.nd, the correspondlñg

sign. ls ¡ppélr  ¡5 'qü.r tets 'or r¡ tñer,  doúbl€ts of doubl. t i t  J.  10, Jr .5.5 H¡,  . t  ¡1.93.nd

6.32 ppñr r€sp€ctlvely (ln CDCI3)i lndlc¡tlng th¡t th€ C-4 prctons ¡hould be preudoaxlal.'

Guln¡ud€áu et ál.l üs. théi! dat. to propose tlle 4(R):6¡(R) ¡nd 4(S):6¡(R) conflgur.tlons for

steporphlnc rnd epirt€porphln€r ¡aásonlng 'by rnalogJ |flth c¡tallne'. Herc ¡g¡ln. ¡nolccular rD-

dels do mt shor ¡ñt cllar confo¡n¡tlon l prcfeEnc., rnd the Éportad IR spectrur of ¡teporphln€

(\r.r 3350-3500 or-¡) glvc5 no lndlc¡tloñ of lntrnDl.cul.r Mmgln bondlns $lch could bc .¡-

p€cted ln on. of th. h¡tf-ch.l. confomrtlons. so th. El¡tlv. coñflgür¡tlons of tñ.s. t|o epl-

mrlc bases ar€ ¡lso dublous.
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0n the b¿sls of the PfR spectr¡ of I ¿nd II, it ca¡ b€ satd thrt the C-4 proton .ts pseudo-

equ¡torial f¡ 4-hydm¡yiornantenlne a¡d pseudoárjal ln its ,¿-dt¡cetyl deriv¡tlve, ¡,h€r€ st.rfc

c.mpressfon of both acetyl groups expl¡lns the lnverslon of the half-chatr conforÍ.tton of ¡tng

8. In this c¡se lt is obvlous that rlor€ sophlstlcated lR tech¡lques müld be requiréd in orde.

to establ lsh the relat lve €oñffgurat lons at C-4 ¡nd C-6a. Even thoúgh the chemic¡t  shi f ts of

the pseudoequator lal  C-4 protons of steporphine and I  a¡€ n€arty td€nttcal ,  thé dispe¡ston of 6

values for cat¡ l ine, €plsteporphln€ a¡d th€1r ¿cetyl  der iv¡t ives prectudes ¿ny rÉasonabte cor.re-

lat lon and nust al , ¡ l t  forther studles.

As coírpound II crystalllres ¡,el I fro¡ ethanot, i slngte-crystal X-rry djff¡¡c on an.lysts Ías

perforned on jt by Prof. r. H. ttatson. of Tex¡s Cñrls an Untvé¡stty. fhls stüdy conftn¡éd the

strüct l ral  asslgnnent,  ¡¡d shor€d th¡t  the absolute conffgura oñs a¡e a($:6a(S),  as  lustr¡-

ted in th€ fomúI.e. These co¡flgur¡tlons óre th€ sane ás thosé attrtbuted to cat¡ltne,3 |rhich

Ías used as a refer€ncÉ co pound ln proposl.s the confjgurrrions of sreporphjne and eplstépor-

pñine,4 but fron tne foregoiñg lt shoü¡d be cl€a. that thc stereostructur€s of rhe 4-nysro¡y-

¿po.phlnes i¡ve not yét been det€rflined uñambjguouslyr and must sttll be exanlned uslng X-r¡y

di f f ract ion or appropri¡ te spectro €tr lc correl¡ t ton techntqles.

fhis Íork rás supported by DICYT ¡nd the organlz.tion of A¡ertcan St.tes. Th€ authors thank

i1.. 5. Al€9rl¡ and D¡. c. €c*hardt fo¡ ?llR and nass so€ctra.

l, A. urrfa, 8. X. c¡ssels, J. Co¡ln, E. slñche2, A'¡2¿¡ AÁoc. tur.tñ. t^se¡Litt, gl, 259 (1975).

2, J.  (unl toñ, Y. olanotot €.  Yuge! l .  ¡gaf,  Tet^ahzdnoi L¿üeu,3287 (1969).

3. I. Rfbas, ,J. Surlras, t. Cast¿dot fe,t^thed^o^ Lettü4,2033 1t972),

4. H. Gufnaüdlau, I't. L€boéü1, t4. thbrey, A. crvér R. R. parts, ptaú.t4 !.d.t 3¿, 304 (1975).

S. J. Cc. Cralsf S. K. Ror, T..t^ahel^t\ ?!. 395 (1965).


