O.__OH i) H*, R'"CHO
™) oH i) Cp,TiMe, MeAICI
Name?
R2

seminal works: J. Chem. Soc., Perkin Trans. 1. 1979, 1455
and Tetrahedron Lett. 1996, 141
Review: The Journal of Antibiotics 2016, 213, and Acc. Chem. Res. 2008, 675

« )OMe i) [Au(l)] cat.
N i) H*
(2) =
R1J\//

J. Am. Chem. Soc. 2009, 14660

i) Zn(OTf),, AcOH, 80 °C
ii) K,CO3, MeOH, 0 °C to RT

87% over 2 steps
Name?
Angew. Chem. Int. Ed. 2011, 3497

Seminal work: J. Org. Chem. 1962, 3819
Review: Org. React. 2002, 60, 1.

PMP
(4)
OH i) NMe4BH(OACc)3, AcOH, 24 h
o ii) TsCl, pyridine, 15 h
iii) KOt-Bu (3 equiv.), t-BuOH, 30 min
Name?
H
0]
OH i) L-selectride, - 60 °C, 30 min
o ii) BuLi, then TsCl, 30 min
iii) KOt-Bu (10 equiv.), +-BuOH, 15 h
H
o]

Chem. Eur. J. 2010, 2487



Seminal work: Helv. Chim. Acta. 1952,
1660, Helv. Chim. Acta. 1955, 594
Review: Chem. Rev. 2010, 3741

(5) Q KOt-Bu, 25 °C
OH
0 KO#Bu, 25°C Tetrahedron Lett. 1984, 4455
OH
Vs KOt-Bu, 25 °C
O OH

NsNHNH,, pyridine
-78°Ctort, 9 h, 76%

Name?

Seminal work: Helv. Chim. Acta. 1967, 708,
Review: Org. Chem. Front. 2019, 2560

NH NaOAc, NaNO,
(7) (o) HCI, MeOH, rt AcOH, 0 °C
L0 80%
OH Name?
NaOAc, NaNO,
ACOH, 0 °C J. Am. Chem. Soc. 1973, 6853



Seminal work: Compt. Rend. 1937,
54, J. Russ. Phys. Chem. 1903, 26.
Review: Org. React. 1960, 157,
Monatsh Chem 2019, 2011




SOLUTION
O~__OH i) H*, R'"CHO O. ,R! o) R'
i/ i) Cp,TiMe, \f Me,AICI

(M OH o] o]

Name?
R? R2 R2

seminal works: J. Chem. Soc., Perkin Trans. 1. 1979, 1455
and Tetrahedron Lett. 1996, 141
Review: The Journal of Antibiotics 2016, 213, and Acc. Chem. Res. 2008, 675

_______________________

OMe e OH :
X ) i) [Au(l)] cat. X : :
@ N i) H* Q ! !
e RN XX X
Petasis-Ferrier rearrangement
J. Am. Chem. Soc. 2009, 14660 typical retron
HO
) i) Zn(OTf),, AcOH, 80 °C - ““H/OH
ii) K,CO3, MeOH, 0 °C to RT y)
- \''OH
87% over 2 steps N Me
Name? (O
Angew. Chem. Int. Ed. 2011, 3497
PMP 9 PMP
| OH 5
Seminal work: J. Org. Chem. 1962, 3819 I R/\|/\Nu E
Review: Org. React. 2002, 60, 1. : OH '
Payne rearrangement
typical retron
(4)
OH i) NMe4BH(OAC);, AcOH, 24 h
o ii) TsCl, pyridine, 15 h
iii) KOt-Bu (3 equiv.), --BuOH, 30 min
Name?
H
0o
OH i) L-selectride, - 60 °C, 30 min 0
o ii) BuLi, then TsCl, 30 min N
ii) KOt-Bu (10 equiv.), t-BuOH, 15 h {
H
0}

Chem. Eur. J. 2010, 2487



_______________________

| o |
Seminal work: Helv. Chim. Acta. 1952, E io* .

1660, Helv. Chim. Acta. 1955, 594

Review: Chem. Rev. 2010, 3741 "'G'rbb'fr'a'g'n;éhiéﬁé;]"'

stereoelctronic requirement
antiperiplanar alignment

HO
(5) 2 KOt-Bu, 25 °C ) /\
0

H

O\Zb KOt-Bu, 25 °C " —O  Tetrahedron Lett. 1984, 4455
OH e’

Y KOt-Bu, 25 °C
e

\\O\(
E>‘\\\
OH

//O

OH

NsNHNH,, pyridine
-78°Ctort,9h, 76%

Name?

_______________________

Seminal work: Helv. Chim. Acta. 1967, 708,
Review: Org. Chem. Front. 2019, 2560

_______________________

Eschenmoser-Tanabe fragmentation
typical retron

OMe
NH, H,N NaOAc, NaNO,
7) o HCI, MeOH, rt OH  AcoH,0°c _ O
L9 4 o 80% H H
OH MeO Name? CHO
OH

NaOAc, NaNO,

ACOH. 0 °C J. Am. Chem. Soc. 1973, 6853



Seminal work: Compt. Rend. 1937,
54, J. Russ. Phys. Chem. 1903, 26.
Review: Org. React. 1960, 157,
Monatsh Chem 2019, 2011

NH2 NH2
CHO CHO fo o
t-Bu t-Bu t-Bu t-Bu

Tiffeneau-Demjanov antiperiplanar requirement



