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A?rstxact - A mmber of the -Cal assi~ llEuk in an earlier 

plb~icatial a?x revised in light of the data based al x-ray crystall~c 

studieswhicfibeoeoDe availablemorereoently. 

me oxidative asnmr13im of~a.1,4diazylkubne type ligmid to a dbJUOt@OOCtadi~ 

type, follu!JwI by the plq%atiul of ths M mmoanddioxyderivati~0fthe 

latte.rwasthesubjectof anearlierplblicaticmbyus ~mhaqhtlIemrlzpectMevidence 

available at ths time qqortedthestareochsmicdlassignaentsardefor~oxy 

derivatives, mf?sewem.pointed cut tius tobe inommctbyDr.IMerA.C!raw,basedmthe 

x-raycystaUograFhicdatamacloselyrelatedrmrpanrd2. ws deeplyapp?Siate Ik. craw's 

sharing of this infarmation witi us. we also, since, dLhi.nedx-ray crystall~~C 

evidencecntmkeycenpaade, thecku.lt3of~~willaFpear~~. lhepurpceeof 

thepmsmtaXsQmicatial istapmvidetheooxmchdstereochanical assignaents,aswellas 

cNrificaticm ard am-ectialsofcrtherBtatemeatswhi~rcrpnreaintheearlierpaper. 

sincethispaper islimitedcmlytolW3e~ thtneetiedttEi correcticn, either 

intezpretative or typqqhic, abrief nanativedescripticmof the 0qmWs in question is 

given here using the same identificaticm numben asusedinthaearlierpaper,althaqhthey 

will not be amsacutive. lhe nanenclatum of lisnarrs/neolignans used h2re followad that 

d-m-ibed by Gottlieb4 and the IIUI&IS~ system used for the dibemoccyclochchW system 

was that us4 by Ikeya5P6et al., 

Austrcbailignan-57 1, mre readily isolated frun zSaumms ceznuus as a crystalline 

solid1r8 wasccme&edbyreactionwithdichl~~ (Cop) in trifluoroaoetic acid 

(TFA) or with Mn3+ acektein'rmtothedibenzocycloochdie~,hichhasbeenprepamd 

earlier by Biftus et al.., firm _1 using van&m oxyfluoride in TFA. A nunbar of 

cyclwctiidienetype lignoidsamnaturallyoazumhg and show sumz biolcgical activity, a 
notable exanplebeitqkadsurin~lo. AlloftherMurallyoccurr~ cXmpom%ofthistype 

are trisut6tituted in both the aranatic rings, a situation which restricts the rings to 

nonplanarconfomtions. AlVmgh Lo is not naturally cccurrw, itsdisubstitutedamnatic 

rirqs represent a system where the aJx.we restriction is md~ less significant. The 

objective of cur earlier stuly was to prepare sane oxy analogues of this type for evaluation 

of their possible biological activity. 
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22, A=H 23, R=ti 26 

24, RQcH3 25, R=COW3 

Acid treahrent of the mmoalmhols u or U qax the sm~ t+-c@mm D, whid~ readily 

foImedzpwhentre0tedwith o-phnylenediamine. IWhction of ;1p with sasiun borohydride 
gaveagroduct~~wasnotaFhenolbutaFpearedtobeadial~land,on~~tianwith 

perialic acid yielded a dial-, dmractzrizad aa the bis 2,4-dhi~~zone & 
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"20 

109.0 (x2,014) 

145.4 (x2&!-13) 

147.0 (x2,012) 

108.4 (x2,C-11) 

133.3 (lQ,DlO) 

42.0 (x2$-9) 

40.7 (xZ,C-8) 

135.5 (x2,0-16) 

23.5 (S&C-18) 

100.8 (x2) 

109.0 107.1 

145.2 145.5 

145.9 147.0 

111.1 109.0 

135.6 141.0 

66.5 70.8 

43.7 47.0 

31.4 39.4 

34.6 42.0 

133.0 135.4 

107.7 106.4 

145.9 147.0 

145.2 145.5 

108.5 107.1 

131.5 132.3 

131.2 131.1 

19.5 24.0 

15.8 18.0 

100.8 (x2) 101.0 (x2) 

108.3 (x2,*14) 106.4 (x2,*14) 

145.3 (x2,013) 145.3 (x2,*13) 

146.0 (x2,C-12) 146.8 (%2,C-12) 

107.5 (x2,*11) 105.8 (x2&-11) 

135.8 (x2&-10) 141.1 (x2,010) 

66.3 (lQJ-9) 70.7 (x2,C-9) 

43.5 (xZ,C!-8) 47.2 (x2+8) 

X30.6 (x2,C-16) 

15.7 (x2$-18) 

100.8 (x2) 

130.3 (X2$-16) 

19.3 (x2&-18) 

100.8 (x2) 

The hstnmmbtion used and the details of the experimmtal methods are essmtially 

the sane as hscribed earlierl. Onlynemssaqaltmatians or cxzmeckialsofthedataare 

presented~,~itenbeingreferredtothe~~~sectianOftheearlierpaper. 
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(3omaersian;obmmm w&sanalogouStothatdeocribedfor 

mpoamqt=l(*)= lzxiabd with m3+ aceb&b (7rg; 1:2 nmlar ratio). 2hogmdwt, 30 

~CZY=&UiZedpma~to~meettss, yield, 3.8q; mp. 219-220'. 

lO+tel4and : * . . . . 111 mlrof 3.5: . . . 6 2.02, a distabd t, Jsl4.4 and 

15.3 Hz. 

of the kebtes 17. and : meacetatel8cq3mlizedfxunMLsccIas5all 

cubes. lHmlrofl8: . . . 6 6.66, 6.67, 28, 4Mi . . . . [@ID 0% 17, -105'; Irr = of 17 : 

. . . 6 6.70, S, UzH . . . . 

oxidatia of 15 to l$: 1655c&..,: %i 1111p: of 16: . . . 60.92, 1.0, 28, J%t 2.80, dd . . . 

and 2.95, dd 54.5 Hz. 

Breduction : A laethan0li.c solutim of 16 (0.059) km8 treated with 

NaEfq(O.04g) at 20'. Qil~wi~~,exbsdiarwi~~endoavJentratian0fthe 

extract gaw a solid cm3isthg of 14 and 15 in a ratio of 9:l. Crystallizatien of the 

nhtum gave 14, yield, 0.02q. 

-of . . . lH rmr of 19: . . . 6 7.0, 28, 2H: . . . 

prrparaticn of 20 frcn: . . . h mu of 20: . . . 6 0.90, 1.33, 26, J%: 2 QIm3 . . . . 

oxidatianOf22to2@ lbaso1uthof22 (0.l.g) . . . 

prerwraticn of a: . . . . 6 1.85, . . . C3H60 = ac&mm. . . . hi mw of 27: 

. . . 

- ~l6and27wereidemtifiedcn 

Fhysical (mp., tlc)andsqxtral (uv, ir, lHrmrandrm6) curacbristias. 

2.20, 2m, 2 a*3 
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