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Synthesis of the C5-C17 fragment of saliniketal A
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The marine-derived saliniketals A (1) and B (2) H n;géf));f‘ Ve Mo Y HeONHe 0!
were isolated from the marine actmomycete pMBO O - DPEA MNW(O 2 Tes0Tr
Salinispora arenicola by Fenical and co-workers.' aiiyh: PMBO OH O O 2Etdne
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Their structures were confirmed by total synthesis P ort.
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in 2007."° We wish to describe here our synthetic e Mo OMe Me Me Me Me
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oo Me o TBSO O 0 oBn
7 |DIPEA 8
6 lCH2C|2
-78°C

Me Me Me Me Me Me Me Me

1312;170 PFENS T UG e
PMBO Q O OH OBn PMBO Q O OH OBn

H Me 2 R-OH

RESULTS AND DISCUSSION TBSy ™88 10

] ] Scheme 1. Preparation of C5-C13 fragment.
Our approach began with an asymmetric aldol

addition of the boron enolate derived from Me Me Me Me Me Ve Me e
oxazolidinone (S)-4 with aldehyde (R)-3 to give AN 2, 2(2:’50/2”’
aldol adduct 5 (75%, ds 95:5). Transamidation PMBO O O OH OBn PMBO O OH OH OBn 95%
followed by protection of the alcohol functionality ™ o st
provided Weinreb amide 6 (80%, 2 steps), which 2 MedlHB(OAc)e GSA, GHACH, CHaCOaM, =20 C, 7on, 50% o Y%
was treated with EtMgCI providing 7 (75%). Three e Me Me e o e We Ve Ne & °
different attempts of a double stereodifferentiating : buffer, pH7 [ X : BN, Ot Cle
aldol reaction were performed using diferent Lewis PMBOTBSp O O O T oy o7
acids (Table 1) and a selectivity inversion was 12 et e Me 1
observed when Ti(PrO)Cl; was employed. The o Yo e Me e 0,0 J_b e Meg Ve e
relative stereochemistry was assigned by applying : : ue L ‘2 Y e
y o O 0.0 OBn Et,O OH O (e} O OBn
the method of Murata and co-workers’s for B e 78%C ;5 TBS Meme
conformational analysis of acyclic systems, based 14 o6% (2 stepe) ds 75:25
on proton Carbon Coup“ng constants. 24 These Scheme 2. Preparation of C5-C17 fragment.

results allowed us to attribute the desired 6,7-anti CONCLUSION

and 7,8-syn configuration for compound 10 .
(Scheme 1). Stereoselective reduction of B- The synthesis of the C5-C17 fragment (15) of

hydroxy ketone 10 delivered anti-diol 11 in 58% saliniketal was achieved in 11 steps and 6%
yield and 85:15 diastereoselectivity. The overall yield.
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