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Br Which variant of the HWE reaction represents step 5? What is the
role of LiCI?

Masamune—Roush-modified HWE reaction

LiCl coordinates to the carbonyl groups of the ketophosphonate
and makes the CH,-group more acidic — weaker bases can be
employed; ideal for base sensitive substrates

1) DBU, LiCl, A

2) TFA/ H,0, Ac,0, NaOAc
3) Hy Pd/C, NaOMe

4) NaH, BnBr

5) PDBBA

A
P(O)(OEt),

t-B

u0,C. A coyt
Hint step 5: PDBBA can be prepared by admixing DIBAL-H with
KOt-Bu

What is the advantage over DIBAL-H?

A.R. Jeon et al., Tetrahedron 2014, 70, 4420-4424.

high product yields,

mild reaction conditions (0 °C)

process simplicity

potassium diisobutyl-tert-butoxyaluminum hydride: PDBBA

6) NaOH, KOH, 210 °C
7) NaH, M62304

8) NBS

9) NaH, MOMCI

6-10

10) n-BuLi, DMF
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Name the reaction in HO
step 67 dalesconol B
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17) Hy, Pd/C; TFA; Phl(OAc), Provide a mechanism for step 17
18) Pd/C, H,

17-24 19) HCI, THF
20) DDQ; BBr3
21) KHMDS, MOMCI Step 22: Under these conditions usually hydroperoxides or

Y 22) Pd(OAc),, t-BuOOH ketones are formed: please come up with a mechanism
23) DMP
. 24) BBr3 J. Yu, E. Corey, Org. Lett. 2002, 4, 2717-2730.
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© + tBuOO- + {BuOOPdL, —> @ + t-BuOOH

(t-BuOO),PdL,
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dalesconol B

OH
catalyst regeneration:

(r
HO

PdL, + tBuOOH —> |,PdO + t-BuOH

L,PdO + 2 t+BuOOH ——» (-BuOO),PdL, + H,0



Step 17:

OMOM
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