Total Synthesis of (—)-Merochlorin A 23.01.19
E. M. Carreira et al., Angew. Chem. Int. Ed. 2019, Accepted Article. DOI: 10.1002/ange.201813090

1.)1, LiBr, THF 3.)9-BBN, 0°C tor.t

then PhLi, -78°C to r.t. ~ OAc then NaBOs-4 H,0 OAc

then a, -78°C =z THF/H,0, 0°C to .. OBz

then PhLi, -78°C to r.t. I 2.) 2, PdCIy(PPhg), Cul Me X 4.) BzCl, pyridine, DCM, r.t. Me X
X X

OHC then ICH,CH,l, -78°C to r.t | NEt3/THF, r.t. 5.) TBAF, THF, r.t.
? | I
TBSO
a OTBS oTBS OH
8.) Tf,0, 2,6-lutidine OBz

6.) oxalyl chloride,DMSO DCM, -78°C tor.t

DCM, -78°C then DBU, 0°C to r.t o
then C 7.)3 (5 mol%) 9.) PdClo(PPh3), CuCl,
then NEt, -78°C to r.t THF, 0.2vol% H,0, -10°C 0, DMF/H,0, rit.
y y y o]
_0 Me H

12.) 5, t-BuLi, THF, -78°C

10.) LaCls-2 LiCl, THF,r.t. then LiCu(CN)(2-thiofurenyl)
then 4, -78°C to -40°C then G, BF5-OEt,
11.) BF3-OEt, Et3SiH, DCM, 13.) NEt;, TMSOTf, DCM, 0°C to r.t.
0°Ctor.t. then CBMG
y y cl

Me

OBz

14.) K,CO3 MeOH/THF, r.t
15.) PDC (5 equiv), DMF, r.t.
Me 16.) NaOAc, Ac,0, 140°C

'

Me

Step 7.) L. Zhang, S. Wang, J. Am. Chem. Soc. 2006, 128, 1442—1443.
X. Shi, D. J. Gorin, F. D. Toste, J. Am. Chem. Soc. 2005, 127, 5802-5803.
Step 13.) Baran et al., J. Am. Chem. Soc. 2014, 136, 6908—-6911.
Step 19.) T. Mukaiyama, A. J.-l. Matsuo, H. Kitagawa, Chem. Lett. 2000, 29, 1250-1251.

Me d.r. 3:1

17.) DIBAL-H, PhMe, -78°C to r.t.
18.) PCC, celite, DCM, r.t.

s N
o OAc Me N” t-Bu
h )\/\/l 3
Phip” N MY Me PN 0
1 2 5 6 19.) LDA, THF, -78°C
then 6
© 20.) 7, PhMe, 110°C
t-Bu  SbFg cl OMe 21.) (i) NEts, TMSOTf, DCM, 0°C
t-Bu~p_au-NCMe MgBr N~ Me0” X (i) Pd(OAC), MeCN, r.t.
e - o
Me/& MeOzC\N)I\N,COzMe 22.) LiCl, DMF, 135°C
O H H OTMS
4 CBMG 7
Au(MeCN)(Jothhos)SbFe Brassard diene
\ (-)-merochlorin A Me




L. Fensterbank, M. Malacria, Org. Lett. 2007, 9, 2207—2209.

OAc OAc OAc
Au(l)

84% ee



