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Abrbrb-Tbe relative and m co-n of dysidmin has been dctcrmiocd by chemical cc&ho 
between dysidcnin, isodyaidenin and tbeii respective dccblorinated dcrivaties. 

In a previous communication;’ we reported the structure. 
determination, including the absolute co&uration, of 
isodysidenin (1). tk major kacblorinatal metabolite 
isolated from the sponge Dysidaa h&acee Keller col- 
lected at Lain3 Island (Papua-New Guinea). From the 
same sponge, collected at the Great Barrier Reef, 
Kaxlauskas et eP have isolated the closely related dysi- 
denin, for which they proposed structure 2 without any 
stereochemical assignment. 

Gn the basis of ‘H NMR data, we suggested that 2 is 
the C-5 epimer of 1.’ In this paper we wish to present a 
chemical correlation between 1 arul 2 confkming this 
hypothesis and establishing the absolute con&nation of 
dysidenin. 

Hydrolysis of isodysidenin (1) with hydrochloric acid 
in glacial acetic acid,’ yielded a mixture of 3 and 4 from 
which compound 3 was isolated as its p-bromophenacyl 
ester (3) and compound 4 as its 2,4dinitrobenzene 
derivative (6) (Experimental). Likewise, hydrolysis of 
dysidenin (2) under the same conditions afforded the 
same compounds 3 and 4, isolated likewise as 5 and 6, 
identical in ah respects with the corresponding com- 
pounds from 1. This established that the C atoms C-2 and 
C-13 have the same R con6gwation in both 1 and 2. 

In addition to 3 and 4, two other derivatives (70 and 
7b) were generated on acid hydrolysis of 1. These com- 
pouds were isolated as Sa amI& after treatment of the 
mixture with fluoro-2,4dinitrobenne, followed by 
methylation with CH2N2. Their physical and spectral 
properties (Experimental) show that these compounds 
are diastereoisomers having structure 8 (stereochemistry 
not de&mined) which contain the remaining C atoms 
C-5 to C-9 of isodysidenin. The formation of two dias- 
tereoisomers from 1 can only be explained by partial 
epimerisation of one of the asymmetric centres during 
the acid hydrolysis (C-5 or C-7). Epimerisation at both 
centres is ruled out since this would lead to the for- 
mation of a dl pair. Since 1 has the SS, R7 configura- 
tion,’ the diastereoisomeric pair isolated after hydrolysis 
must be either SS, R7+ RS, R7 or SS, RI+ SS, S7. 
Moreover, the same pair of diastereoisomers is obtained 
from the hydrolysis mixture of dysidenin (2). This implies 
that the latter must necessarily be either RS R7 or SS 
S7. A choice between these. two possibilities cot&I be 
done by ehmi@ing the asymmetric centre at C-7. 

Reduction of the trichloromethyl groups of both 1 and 2 
by a Zn-Cu couple* led to the redid compounds 9 ad 
10 respectively. These compounds which have lost the 
asymmetric centres at C-2 and C-7 are still dias- 
tereoisomeric. Si it has already been demonstrated 
(oidcsupra)thatland2havethesameRco~~n 
at C-13, one must con&de that 9 and 10 have opposite 
canfieurations at C-S. It follows that dysidenin (2) has the 
absolute co&uration: C-2 (R), C-5 (R), C-7 (R), C-13 
(R), thus conihing our previous ~uggestion.~ 

Epimerisation at C-5 under the acid conditions used to 
perform the hydrolysis, was unexpected.t Indeed we 
have not been abIe to f&d any similar reaction in the 
literature. Moreover, if racemisations of amino acids are 
reported, it is always under more drastic conditions. For 
example, the racemisation of argin& takes place only on 
treatment with HSO, (5096) at 164LlW for 37 hr? 

Thus, since this side reaction could not be explained 
we had to c&k very carefully the purity of dysidenin 
and isodysidenin before hydrolysis, in order to be sure 
that the formation of a diastereoisomeric mixture w7u 
not due to impure starting materials. Therefore, both 
compounds were submitted to extensive tk and hplc 
analyses which demonstrated their homogeneity. 

From a biogenetic point of view, it should be interes- 
tin3 to determine if the diRerence of co&uration at C-5 
between 1 and 2 results from an isoudsation takiqj 
place in tbe final products or if it results from the 
incorpo~tion of either D or Mrichloroleucine. 
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IUB @3). 112 (72). 84 (100). ‘H NMR (CD&/TM. 100 MHZ): 
1.84 (3H,d,J=6sWz,~. 5.25 (lH,quiuW,J-6.SHe 
NH-Q&m,), 7.0 (lH.d.J=9Hz. uX-6’). 736 (lH,d,J= 
3Hz) and 7.80 (lA,d,J=3Hz) (CH-CH of thiazob), 8.27 
(lH.&l.J=9 ad 3F4M. 9.04 (lH,bd.J=6.5H~-W- 
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2 duth); w (MeoH): 355 lull (kl l p4.10); IR !f$n): 1755, 
1610, 1525, 1340, 790 amt 77Ocm-‘; MS: chacwsk ioaa at 
m/z 427 (M+, O.$, 392 (2.7). 368 (lOO), 322 (23) and %8 (14): ‘H 
NMR (CXXI~, 100 MHz) 1.43 (3H. d. J = 6.5 Hz., CH 

* l,XI (lH, dd, J = 15 aai 7.3 Hz) and 278 (2H. m) (‘CH- ri 
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(CDC@TMS. 1OOMHz): 1.25 (3H,d,J=65Hz,~~, 2.06 
(lH,m) and 277 (2H, 3 @Xi-WZ-1, 292 (3H,s,mN-1, 

3.MQH,s.C~~,4.12(lH,dd,J=135HzaadlJHz,~N- 

Q&tXOCH& 7.17 (lH,d,J=9Hz.HC_63,8.33 (lH,dd,J=9 
and 3 Hz, H-C-5’), 8.75 (lH, d, J = 3 Hz, H-C-3’). 

iIkxMo~oj1and2~zn/cuco*404~of 
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chraachtic ious at mlz 339 (Id+ 6.4),324 (2). 283 (38). 184 
y&, 112 (93), 100 (%); ‘H NMR (lOh& cm% 0.91 

(IZH, compks S&WI, 2x&CH-C&C&, 1.62 (3H.d.J=7Hz), 

224 (3H. bs), 293 (3H, s,mN-C-), 5.36 QIf, bqm~M, J = 

7%2, 2xCH&&CH& 7.00 (lH,W.J=7.0&-N&CO), 
7.27 (lH, d, J=3Iiz) and 7.73 (lH, 6 J=JHz) (CH-CH of 
thhlk). 
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4 dations); [uhp=-122i40 (c-0.%9; CHC& W (-MeoH): 
355Ml (log c =4.10): IR (cHcl& 34&I* 1685, 1635. m?OclJl-‘; 
MS:idmtkalwithttHtuf);‘HNMR(CDClJTMS;lWMHz): 
0.93 (12H. cmpkx s@l, 2xcHrcHcH3, 152 (3H,d,J= 
7~).2.18(3H,be),291(3H,s,~N-c-),5JL5(zH,~~ 

J - 7.5 Hz, 2 x CH,-C&CH& 6.97 (lH, bd, J - 7 Hz, N&C@), 
7.24 (lH,d,J=JHz) md 7.71 (lH,d,J=3Hz) (-cH=CH- of 
t&&j* 
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