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TRIFLUOROMETHYLATION OF ARENEDIAZONIUM WITH CuCF3 IN AQUEOUS MEDIA

Chem. Commun. 2014, 50, 10237

1) HF 48%
NaNO, (1.05 eq)
V2 then MeCN N
R—— R——
F 2) CuCF; (2 eq) Z
(0]
o°C ) 30 examples
10-15 min 41-80% yeild
PERFLUOROALKYLATION OF ARENEDIAZONIUM WITH RFCu(CH3CN)
Eur. J. Org. Chem. 2014, 6303-6309 (10.1002/ejoc.201402820)
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30min 26 examples

32-96% yeild

R': Alkyl, Ph, halogen, OR, COOR, CN, NO, NMe, COMe
Re: F(CFy),; F(CFy)s; F(CF,)s; F(CFy)s



METAL-FREE TRIFLUOROMETHYLATION OFAROMATIC AND HETEROAROMATIC ALDEHYDES
AND KETONES

J. Org. Chem. 2014, 79, 7122

(|j|) 1) Ph3P+CF2COO- cl:Fg
DMF / 60-80°C
N C\H _ SN CH\H
R'—~ 2) TBAF / 5mol%H,0 R—~
7 THF / 60°C Z
17 examples

45-77% yeild

COPPER-CATALYZED AMINOTRIFLUOROMETHYLATION OF UNACTIVATED ALKENES WITH
(TMS)CF3: CONSTRUCTION OF TRIFLUOROMETHYLATEDAZAHETEROCYCLES

J. Org. Chem. 2014, 79, 7084
Rs CU(CH5CN)4BF, (15mol%)

AN AgNO;(1 equiv.) / KF(4 equiv.) R
R- + MegSiCF ~ R |
Z DMF / 80°C N

NH (4.0 equiv.)
|
R

18 examples
34-62% yeild

R, = H, alkyl, alkoxy, aryl, halogen
R, =Boc, CBz, Ts

Rz = H, alkyl, aryl

Org. Process Res. Dev. 2014, 18, 1260-1269

NICKEL-CATALYZED CROSS-COUPLING OF FUNCTIONALIZED DIFLUOROMETHYL BROMIDES
AND CHLORIDES WITH ARYL BORONIC ACIDS: A GENERAL METHOD FOR DIFLUOROALKYLATED

ARENES

Angew.Chem., Int. Ed. 2014, 53, 9909

Ni(NO3), 6H,0(2.5-5 mol%
~B(OH) ( bsg)zl (2.%-5(mol%) ) ~CFaR2
| + XCFR, - |
/ F K,CO3 (2 equiv.) / s
Ry X = Br, Cl 1,4-dioxane, 80°C Ry
30 examples

R,=E 30-96% yeild



Org. Process Res. Dev. 2014, 18, 1594-1601

EFFICIENT COPPER-CATALYZED TRIFLUOROMETHYLATION OF AROMATIC AND
HETEROAROMATIC IODIDES: THE BENEFICIAL ANCHORING EFFECT OF BORATES

Org. Lett. 2014, 16, 4268
Cul (20 mol%)
1,10-Phenanthroline (20 mol%)

Ar—l + TMS—CF; + KF + B(OMe); >  Ar—CF3
0
(3 equiv.) (3 equiv.) (3 equiv.) DMSO /60°C
28 examples
21-95% yeild
Org. Process Res. Dev. 2014, 18, 1602-1613
C-H ACTIVATION
Green Chem. 2014, 16, 1097-1100
(|3H3 <|3H3
H3;C—C—CHj _ H3;C—C—CHj;
NaSO,CF; (3 equiv.)
X TBHP (5 equiv.) X
_ 2 wt% aqueous TPGS-750-M =
N RT, 24 h N CF3
84%
GREENER FLUORINATION
Org.Lett. 2014, 16, 1744-1747
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Br N | Br
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_ (12 equiv) ‘ >
N DMF, 80°C, 8 h X
N Br N CF3
65% yeild

(18% bis-CFs)



