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Ahtroct- A prcvmus report disclosed the presence of benzodioxan and bicycl~3.2.l]octanoid neolignans in the 
benzene extract of the trunk wood of an Amazonian A&XI (Lauraceae) species. The chbroform extract of the same 
material contains additionally two new benzodioxan neolignans [rel-(7S,8R)-A*‘-7-hydroxy-3,4.5.5’-tetramethoxy- 
7.0.3’,8.0.4’-neolignan; teI-(7R.8R~A”-3,4,5.5’-tetramethoxy-~-oxo-7.0.3’,8.0.4’-ncolignan], two new bicyclo[3.21]- 
octanoid neolignans [(7R.8S.l’S.2’S,3’S,4’R~Ao’-2’,4’dihydroxy-3,3’dime(hoxy-4.S-~hyltnodioxy-l’,2’.3’,4’,5’.6’- 
hcxahydro-5’-oxo-7.3’.8.1’-neolignan; (7R,8S.I’R~‘S.3’~Ao’-2’-hydroxy-3,3’.5’-trimthoxy~,S-~hylenedioxy- 
1’,2’,3’,4’-tctrahydro4’-oxo-7.3’,8. I’-neolignan] and a hydrobenxofuranoid neolignan [(~S.~R,~‘S.S’S)-A’~-~,~‘.S’-I~~- 
mcthoxy4,S-methyle~ioxy-l’,4’.S’,6’-tetrahydro-4’sxo-7.0.~,8.l-~1ig~]. 

INTRODCCTION 

The benzene extract of trunk wood pertaining IO 
an unclassified Aniba spaicq voucher INPA, Manaus, 
No. 42183. yicklcd the simple aJlylbenz.enc dihapiol 
(l), the benxodioxane-type neolignan eusiderin-A 
(21) and four bicycl~3.2.l]octanoid-type neolignans: 
methoxycaneilin-A (3), 4a. Jb and 5, all described in a 
previous paper [2]. The chloroform extract of the same 
plant material yielded in addition to these compounds two 
new benzodioxanc-type neolignans, cusidcrin-F (6) and 
eusidcrin-G (7), IWO new bicyclo[3.21]octanoid-type 
neolignans, 8 and 9a and the hydrobenzofuranoid-type 
neolignan 101 previously isolated from A. ferreo [3]. 
Nomenclature and numbering of the neolignans follow 
the rules detailed in a review [4]. 

REXLTS AND DISCUSSION 

The molecular formulae of 6a (C1xHr,,07) and of 
7 (C11H3.0,) determined by HR mass spectrometry 
could be expanded to C,H,.C,HI.COHCHMe. 
CHICHKHI(OMc).Ol and C6HI.CIHI.CHCHh4e. 
CH-CHCHO(OMc),02, respectively, after analysis of 
their ’ H NMR spectra. The compounds thus were im- 
mediately suspected to represent IWO new members of the 
smah group of benzodioxan neohgnans. By analogy with 
the cusiderins A (2a), B (2)) [ 5.61, C (6)). D (6c) [7] and E 
(11) [8] they were named eusiderins F (6o) and G (7) and 
given theconstitutions shown. These wereconsistent with 
the mass spectrum The spectrum of 6o included a 

*Part 77 In thesak~TbeChemistty ofBrw.iL~ l~urmaae~. 
For Part 76 see ref. [I]. Taken from the Doctorrtc tbair 
presented by SMCD to Univasukk de slo Paul0 (1985). 

prominent peak at miz 224 (42%). attributed IO the ion 
radical 121 and only a minor one at m/z 208 (1 I :/a while 

the spectrum of7 did not contain the former peak and the 
IaIta. attributed IO 12b, showed an enhanced relative 
intensity (33 %). AJI possible ‘H NMR decoupling txper- 
iments contirmed the ahphatic proton sequences. 
Chemical shifts and multiplicities of the aromatic proton 
signals left no doubts concerning the localization of the 
aromatic hydrogens at positions 2 and 6 of the symmetric 
aryl and at the m4mpositions of the asymmetric aromark 
nng. The localization of the substituents on this ring, a 
delicate problem in the structure elucidation of the 
eusiderins [S], was achieved for 6 by analysis of 
‘H NMR solvcn~ effects. With respect IO Ccl., C,D, 
shields the methoxyls with unsubstituted vicinal positions 
(OMe3.5 A = - 0.25 ppm. OMeS’ A = - 0.30 ppm). In 
contrast, the signal due IO the hindered OMe-4 is shifted 
downfield (A = + 0.21 ppm) Downfield shifts were also 
noted for the aromatic proton signals, the H-26 singlet (A 
- + 0.29 ppm) and the mto-split doublets (A = + 0.14 
and + 0.48 ppm) The magnitude of one of the latter shifts 
plafes the corresponding proton into the xtion sphere of 
the solvated trimethoxyphenyl group. i.e. at C-2’. 

The relative stereochemistry of benzodioxan ncolig- 
nans is easily verified by analysis of the chemical shift of 
the methyl protons and the H-7, H-8 coupling constant 
(cis 6,, 1.12 f 0.03, Iu.,,n.s - 2 Hz; IrMs. 6 
J 

WI 1.30 f 0.03, 
H.?.H.I - 7.5 f 0.5 Hz [S-.8]). According IO this criterion 

eusrderin-F (6a) is a &-derivative (6,, l.lO), while 
eu.siderin-G (7) is rt~~ (b, 1.32. I,.,,.., = 8 Hz). In the 
former compound H-7 is @aced by a hydroxyk JH.,.H4 is 
of course nol obstrved. 

The ORD curves of 6a and of the IWO otha known 7,8- 
cis-eusiderinr 6) and 6c [7] are all doseJy comparab+e 
(%4*,. A%,,,* %I*,* dj& *,) and thus their absolute 
stereochemistry must also be denticaJ. In opposition the 
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214 S. hl. C. Dw et oJ. 

2n R’ - 0Mr. R’ = Me 

2b R’ = 11. W - u’ = <:Ha 

4s R K=UH> 
4b R-Me 

6a r@ =ostc.tC =utt 
6b H’ = OMe. Ra = ii 
6c K’= R’= H 

7 8 

ORDcurvesofY and of another 7,8-rwweusiderin 2a [Y] Ar-7iNc-8 substitucnts must be rrans-oticntad (8 and !k 
arc very nearly antipodal. All the configurations given in Me-8 65.85 f 5.58), since for the c&arrangement strong 
the formulae of the seven eusiderins arc only relative. shiekiing of the methyl protons by the aromatic ring 

Compound 8, C1, H,,O, &Hz C&CO(OH)I- would be cxpecred. As in 5. the aryl must he exo-orientcd 
CHCHMe~CH~CH1CH~(OMe)~O,CH~, is an isomer since for the e~~~entation m compounds of tyf~ 13 
of the previousIy described compound 5 121. As in 5. the [9] non+quivaknce of mcthylene protons at C-6‘ (13: H, 
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62.54. dd, J = 16. I Hz; H 238. d. J - 16 Hr 8: 2H with the axial hydrogat at C-6’ determining a con- 
62.24, s) occurs. Hence wtt respect to relative stereo- .t s&r&k non-cquivaknce of the aethylene protons 
c~trythcsolediffereneebecwear5~Sconmnsthc (61.75265, m). Neither the C-S’ carbonyl (v_ 
configurations of the carbinolk carbons. This fact is 17lScm- ‘) nor the wtboxyl at C-3’ (6283) are ag 
confirmed by the relatively small differ- in their parcntly afTcctaL In contradistinction in g the hydroxyl at 
spectra. Thus in 5 the axial hydroxyl at C4’ interacts only C-4’ must lie in the plane of the ring. It does not intaacc 

9a it = OMC 
9b R=ti 
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OMe 

101 R’ = H’ = (Me. H’ - R' q Ctia 

IOb H’ - R’ = H. R’ - Me 

1oc H” H’=H.H’ H’=CtiJ 

12a R = Otl 

12b R= ti 

16 ISa R= ti 

15b R - OMc 
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m*hylmcdioxy-l’$‘.3’,4’,S’.6’-kxPhydro-S’-our-7.3’,8.I’-rudiq- 
nan (0). Viscous oil ([Ml’ found 390.1653. C,,Ha,O, requires 
390.1679). UV ie” nmz 238 inf, 270 (~2800. 11500). 
IR v- -cm- ‘: 3390.1704.1629.150~ 1451.1429 sh.. 1214I134, 
1095.1069.1044,933.835. ‘H NMR (60 MHz. CCl& 66.2 (co L 
H-2 H-6). 5.94 (J. OICHz), Kc6 ((rg H-83,4.7-5.2 (n, ZH-5Q 4.30 
(s, H414.07 (I, H-T), 3.90 (a Ok-3), 3.J2 (s. OMc-32 1.63.1 
(m. H-7. H-8,2H-712.24 (s. 2H-610.93 (d, I - 7 Hz. 3H-9) MS 
m/z (rd. mt.): 390(66). 349(14),317 (98),318(23),Mo(32), 285(6L 
259 (13). 192 (22). 181 (19). I67 (22). 165 (31). 149 (61). 137 (13). 
123 (11).91 (16k ORD (c l.O4mg/l00ml, MeOH. 24Onmk 
[+] -44200. [#I::,-4770, [#J&-4270. [O]::,-8lW 
161~ - 6180. t41:$- &CO 

(7R.SS.l’R.2’S.3’S)-A’~-2’-H~roxy-3,3’,5’-~r~~~xy~.~ 
merhylencdtoxy- 1’2’,3’.4’-rerrohydro4’sxcr-7.3’.8.l’-ncoliq~n 
@a). Viscous oil ([Ml’ found 402.1732 CXIH,,O, requires 
402.1679). UV ip nm: 231 inf.. 268 (c87XJ. 4350). 
IRv&$m-‘: 3472. 1695, 1631. 1499. 1453, 1429. 1348. 1319. 
1238. 1205. 1154. 1124,1081. I(w2 1ooO.971.935.823.787.758. 
‘H NMR (270 MHz. CDCl,k 66.30 (4 J - I.5 Hz. H-6), 6.27 (d, 
J = I.5 Hz, H-2). 5.95. 5.94 (AB rys!, OICHlh 5.8d (crs H-81 
5.2 5.4 (m 2H-915.07 (bt s. Hdl4.25 (br s. H-2’), 3.87 (1. OMc- 
3). 3.69 (J. OMa5’). 5.68 (s. OMa3’), 2.66 (d, J - 8.2 Hz, H-7), 
2.39 (dd. J - 14.6 Hz. H-7’). 2.23 (dd. J = 14.8 Hz. H-7’), 2.16 
(dq. J - 7. 8.2 Hr H-8). 1.57 (OH-21, 1.06 (4 J - 7 Hz 3H-9). 
MSm;r(rd.mr.):402(6),317(10),267(15),263(10),236(11).217 
(14,.213(15~212(18~2l0(5).~1(l0).192(8).186(16),182(12), 
169(21),163(21).151(28~135(5).133(15),132(1I).124(15),113 
(3n 112(14), IW(lCO), 101 (13).%(55),85(19),70(17).0RD(c 
3.29 m8/100 ml MeOH. 400 240 nm): [&I.,,,, + 7650. [#I% 
+ lO75Q [612,X 0. [#I:;, , - 1450. [@]I,I 0. [dq%, + 31w 
[@I::, , 0. [dl,.cl+ 3850. 

(7S,SR,I’S,S’S~A’~-3,3’,5’-~ricrurhoxy~,~~fhy/~ioxy- 
I’,~S’.6’-~ar~hydr~~x~7.0.Y.S.l’-rudiqrw (lb). Viscous oil 

WI l 
found 4021595. CIIH,,O, rap&a $021679). 

UV i=H nm: 213. 258 (r88a3.6150). IR. ‘H NMR and MS 
data in ref. [3]. ORD (c I.06 mgilO0 ml, MeOH, 40&230 nm)z 
[Olroo-53%. [Ol,,, 0. [&Is?. +385Q [&1,x3 0. [41:6, 
-624500. [Oh, 0. [#I$, + 8900. [#I,,, + 6550. 
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