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(-)-Strempeliopine

extremely congested
quaternary center

Anthony John Rodriguez Baran Group Meeting8/17/2024Boger's Strempeliopine
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4 steps from N-benzyltryptophan
[2 purifications] [gram-scale]

diazo-bicycle

i. o-DCB,

-N2

[3 + 2]

71% yield
[gram-scale]

oxadiazole
[4 + 2]

"I screened extensively, this took
up two years of my PhD..."

- Zeng

steps

. various forms of Zn (dust, powder, granules, turnings, etc.)

. "aged" zinc and its common by-products (ZnO, ZnCO3)

. trace metal screen: Mn, Ni, Fe, Pd, Pt, Cr, Zn, Zn/Cu, Zn/Ni

never observed...direct imine [H]

< 30% yield
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toluene,

Grob frag. &
iminium trap

b. Cbz-Im

[stable iminium ion
surrogate]

87%, 2 steps
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SmII SmIII
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H
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3 steps
(-)-Strempeliopine

[crisis averted]
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reported 36% yield

[somewhat precedented rearr.]
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[5 + 2]

tetra-sub'd
olefin

vinyl cyclopropane
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i. cationic
Rh(I)

via cycloisomerization
reaction(s)

red.

elim.

. various acids,

bases,metals

screened towards

isomerization...

88% yield
[18g scale]

v. dry TBAF
(1g/mmol
MS)

iv. mCPBA

ii.

90% yield

iii. TBS-Cl

O
H

Me

O
O

TBSTBS

Al Et

Et

N

OO

Me

HN

OTBS

TBS

Not Observed

v. Et2AlCN

80+%
yields

via Pinacol rearr.

. various LA's, temp.

screens, cyanide nucleophiles

[Dead-End]
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directed
elimination

72% yield
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Bezene,
poly-hydroazulene
fully assembled

85% yield

[crisis averted]

b.

intramolecular 1,6
Giese addition

steps

c. ring opening;
oxidation;
nucleophilic
addition

d. hydro-
stannation

IMe

HO2Ce. [Pd]

(-)-Pseudolaric Acid B
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Removing complexity from Nazarov pre-cursor - [concession]
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93% yield
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i.

i. radical ring
closure
ii. carbonylation

X = OPh, Cl

iii. LA's

via Dieckmann-like
condensation

Observed in
all cases (>70%)

Theory: Methyl group in the
silyl-enol ether precursor is
not innocuous...
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