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Methodology

Gassmann — 2, 3 sigmatropic rearrangement

CH,
'-\'.. -'n.
C‘H SCH
(CH5);COCI
OO
Et3 65% yield
59% overall yield
Compare to:
CH,4

5 steps

—_—

oo

10% overall yield

efficient way to make
polycyclic aromatic indoles

pu—

NH

90% yield
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Holton — Regiospecific Palladation (2 papers — pp.4175-4179)

( 1. Et0,C” > CO,Et COEt

£10,C = 82% vyield
O
<

N(CHs), ©
selective beta addition of carbon nucleophiles to
allylic amines and allylic sulfides

N(CH3), 2.

Selective ortho aromatic coupling

A\
L0
pa” 0
\ ., CHO ..
N —_— @ OR
~
| ~cH, ~
CH, CH,

CH;O

o

CH,O
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Sharpless epoxidation R
\ O
& / _ﬁ’a d

| on l/ VO(acac), (1 mol%) HO O

OH O(/DH > epoxide 1a,R = CH,

@ tBuOOH Ib,R=Ph

2 3 4
le, R =26-Me,Ph
Hvdroxamic Allylic
acid {equiv)® alcohol = o epd 8 conversion

1 lai{3) 2 =78 — 25 17 B3
21a(3) 3 ~78 — 25 10 100
Jla (5} k. =78 — 25 21 B
41a {10) 3 —~78 — 25 18 22
51b(4) 2 —78 — 25 19 100
6 1b{4) 2 25 17.5 100
Tib (%) 2 25 10 )
& 1b{3) 2 -8 - [H]
91bi(T) 2 =78 = 25 10 10
101k (1) 3 =78 —= 25 <B 100
11 1b (2} 3 =78 — 25 B 100
12 1h {3) 3 —78 —» 25 21.5 100
13 1b (5) 3 -7 —= 25 50 30
14 1b (5) 3 25 40 LB
15 1h {5} 4 23 40 87
16 1 (5) 4 -10 44 75
ITic{3) 7 0 5 70
18 1c (4) 2 0 19 55
19 1e (5) 2 0 — 0
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: : Key Point: interesting thermal
Wender — Preparation of 1,5 dienes cleavage followed by Cope
rearrangement
: : : H
medium size rings : o
acylic dienes
o 5:1 OFEt DEt
W C0.Me L_ J“f " omsCh
|j|\ + D - 'sgﬂ 5 T, 4
) 35 h C0O.Me
CO,Me Cone 21 » o COMe
2 3 1
2:1 mixture of 4/5 only product

€0 Me '
= thermodyamic control

H oy H ' 2:1 mixture of 8/9
| o g kinetic control
Me0,C H 5 B Cr': b‘ when heated to 240 °C for 12hrs
6 Gf-_ "™ a 1:2 ratio of 8/9 is obtained
7 0 0,
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Still - Frullanolide

Key point:
Claisen rearrangement to install
tertiary stereocenter

— Frullanolide
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Grieco — Costunolide (p. 1717)

2 steps O
o N -hydrogenation :
o=, -epimerization (+)-costunolide
santonin 5
Key Points:
— -asymmetric synthesis starting from santonin
0 -Cope rearrangement
0

i 2 oo
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Danishefsky - Prephenate

coy, Q 0 OMe 0
" oo \\\‘\\’/COZMe - PhOS™
i oM * CO,Me
HO 0 © TMSO e
e
key point:

use of Danishefsky
diene to access quaternary center
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Danishefsky — Vernolepin (p. 6066)

CU‘ e
<« ilf
[Hﬂl!i

§2 R = Me
15 R=H
foH M on SR
H 1 1 q H [] i
m L — o B
,: | | H “'d
; " nod 1 .
17 E EE'
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=
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[y ==

F 1T
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S| ©
Z| @
& 2
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e L g
. A5
Ty
x ﬁ ::;:ﬂ'-’i
SEE

key points:
1. use of Diels-Alder to access decalin system
directed epoxidation

; |
ISEE =

2.
3. conformationally directed epoxide opening
4. a-methylenation with Eschenmoser’s salt

______________________________________________________________________
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Brown, Molander, Sinclair — conjugate addition of boranes (p. 954)

mechanism:

ref: JOC, 1977, 42 (18), 3106

Ch
o e
-Fh
S ~
LH|[r}{_13C‘|E + C=[_-|
; F'hf H‘H
THF
1 T].L 0
h (0] I
2::::“ — CH,CH.),Ce=CCHCH.CPh
<10 min
CH,=CIICOCH; (4) 10 min 96
CH,CH=CHCOCH, (5] Ih 1010
(CH,)L,CH=CHCOCH, () 5 days Tih
0
10 min 70
i
o
id nd
o
"
éﬂ @ 3 days 0d

Key point: stereospecific
conjugate addition of boranes

Note: Brown retired in 1978 and
won the Nobel Prize in 1979

1 1

1 1

1 1

| |

1 1

1 2 1

1 1

Scheme 1 ! 0 :

(ﬁ | H EC'H '

B, OCH i \'\'C=C< + '@BUCIL i

Rc-cB:D + /C==C,\‘ ! aC H |
’ CH,O H ! 4 3 |
13 2 Y

CHD

—

RC=CCHCH==CCH.

0
| —_—
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(COLUMBIA [JNIVERSITY

IM THE CITY OF NEW YORK



Year In Review Group Jenny M. Baxter

Journal of the American Chemical Society 1977
Meeting #8 August 4, 2006

Paquette — Strained hydrocarbons (p. 5709)

i G [ 7 T key points:
7 ke Eﬁ;ﬁ: == ’m | 1. methyl group at bridging carbon
Rl J allows access to tricyclo[4.1.0.0]hept
22 &Pe '5'32

-3-ene systems
2. observation of hyperconjugation
e effects???

- 2 -previously obtained
in 1-4% yields

Br Er

I.l-.l{"'HE'
|8

l

e e e e e e e |

only product r

Br
o
: Ty d i

CHy Il LHy i
J - e 6§
E'.- Elr'-‘I i Br, Br :
||_'||:-H ! . 1
e ; Cgm on ;
h | — -
o N . TR ~ S MM
13 3 I i l
s I __.- @ 9:1 ratio of Gb
CHz  16/17 —
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Bosnich - Asymmetric Hydrogenation (p. 6262)

Tabde I. Opucal Yields (%9

= ===

- ———— e ———

ST Salfm——
acid E.ahs-"ul:r THI— Ell:,'.IH Cigheer
Alarine CDOH BE a1
_E::!'.'Hl."l:I{'E_
Fhenyl H og 94
alariine HH(‘L@
H T4 Eq
CUCH E3
=D
Lemcine 104 L
—<_<h Hme
&7 72 A8 (hene

e

key points:

zenz]

ERt

chiraphos
Amien Ealfm—
acid _______"u_ahnrul:r_ Tr-[l- :Ell:_'.IH i Cigher
T¥rosine CO0H b2 K4 {diax-
H an]
i cO0H 81 B8 91411,
NECOCH EtQiH]
H Ok
ﬁ:f TH (MeOH)

e CTOH T4 HE
,_/_("-.HI'I.'!-:'H
EC‘.'}

A

DaiP A, CO0H 81 B3
m@g-Q-:l-}:'l:ﬂ-l,
A OCH

quantitative conversion for all substrates

1. Dbidentate ligand to induce chirality in hydrogenation

2. very high “optical yields” of amino acids
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