Exercise 24 - Cyril Piemontesi

1 Propose two possible mechanisms for the formation of the product
Propose a possible reaction pathway accounting for the observed epimerization

Ni(cod), 5 mol%
ArCH,BF;K 1.2 equiv
(S,S)-PhBox 6 mol%

NR,
NC CN NR,:
R,;N NR,
NR, 77% yield
2 mol% 91% ee Ar = Ph
ol > 20:1 dr
Dioxane, 34 W blue LEDs 83% vyield
75% ee Ar = o-tol
Rovis, Doyle, 2017 6:1 dr
2 Propose a possible mechanism for the formation of the product
NaOAc 0.66 equiv
LiCl 0.66 equiv
15 mol%
BFs F F
/N\
+N F (0]
NO, N
N Q F F
X
) . H -
r:l+ PhCF;, 70 °C
0 MeO
0.66 . MeO OMe
-00 equiv Rovis, 2015 79% yield
65% ee
>20:1dr
3 Propose two possible mechanisms for the formation of the product (concerted + carbocation)
Propose a possible experiment to probe which one is the more likely to occure
(0]
FeCl; 5 mol% ‘ O
A > 99% yield
CO,Et DCE, rt CO,Et

Schindler, 2016



4 Propose a possible mechanism for the formation of the product
Explain the role of DIPEA and what would happen if you omit it in the rxn mixture

[Ir(dF-CF3ppy),(dtbbpy)]PFg 0.5 mol% CO.Et
CoBry(PCys3), 2 mol% 2
CO,Et

Et0,C_ CO,Et
DIPEA 25 mol%

| | | | MeCN, rt, 14 W CFL
Ph
Rovis, 2016

92% yield

5 Propose a possible mechanism for the formation of the product

Ir(ppy); 1 mol%
NiBryediglyme 5 mol%

dtbbpy 5 mol% CO,Me
(0] 2
Br tBuNHiPr 0
OH * ? o
C02M9

DMF, 26 W CFL, 40 °C
94% yield

MacMillan, 2017

6 Recently, the mechanism of the transmetalation step in the Suzuki-Miyaura couplinf was detailed. Try
to find one possibility.
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Denmark, 2017




