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Supporting Information

1. Chemo- and enantioselective addition to 1-(4-acetylphenyl)-2,2,2-trifluoroethanone.
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Diethylzinc (1.0 M in toluene, 0.28 mL, 0.28 mmol) was added to a solution of diamine L* (35
mg, 0.046 mmol, 10 mol %) in anhydrous toluene (1 mL) under argon at -20 °C. The solution
was stirred for 30 minutes and 1-(4-acetylphenyl)-2,2,2-trifluoroethanone (50 mg, 0.23 mmol)
was added at -40 °C and this temperature is retained. After the reaction was complete, it was
qguenched with saturated ammonium chloride solution, extracted with ether, and filtered over
silica gel. The solvents were removed under reduced pressure. The ee was determined by HPLC
on Chiralpak IA using n-hexane/IPA 90:10 as the mobile phase, t; = 6.86 min, t, = 7.53 min. 47%
ee. Chemical yields were determined by °F NMR.

1-(4-(1,1,1-trifluoro-2-hydroxybutan-2-yl)phenyl)ethanone. °F NMR (376.50 MHz, CD;0D) & =
-81.57. '"H NMR (400.13 MHz, CD;0D) 6 = 0.73 (t, J = 7.2 Hz, 3H), 2.10 (m, J = 7.19 Hz, 1H), 2.25
(m,J=7.19 Hz, 1H), 4.88 (s, 3H), 7.72 (d, J = 7.5 Hz, 2H), 8.02 (d, J = 7.5 Hz, 2H). MS: Calculated
mass: 246.09; Measured mass: 246.08.
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2. NMR spectra:
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3. CG and HPLC Chromatograms
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15a

UVA

Project Name: Miroslav
Reported by User: System

_SAMPLE INFORMATION

Injection Volume:  10.00 ul

Sample Name: P-48_AD_column
Sample Type: Unknown

Vial: 1

Injection #: 2

Acquired By:
Date Acguired:
Acg. Method:
Date Processed:
Channel Name:

System

17/9/10 10.18.19
miro_95_5
17/9/10 10.42.11
2487Channel 1

Run Time: 80.00 Minutes Sample Set Name:
1.00 B E
0.80
0.60
2D
<
0.40- 3
=
&
0.20
0.00 4 -
200 400 600 800 1000 1200 1400 1600 1800 2000 2200
Minutes
RT Area |, Height | %
(min) | (visec) |®A™8| (V) | Height
1| 19.068 | 24051596 79.19| 992010 | 78.06
2|21.004 | 6320496 20.81| 278804 | 21.94

Report Method: Sin t tulo

Printed 10.42.20 17/9/10

Page: 1 of 1
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10b (T =-40 °C)
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14b

UVA 7
Project Name: Miroslav f/’ff/g
Reported by User: System
. SAMPLE INFORMATION
Sample Name: P-12 Acquired By: System
Sample Type: Unknown Date Acquired: 1/9/10 16.58.58
Vial: 1 Acq. Method: miro_95_5
Injection #: 1 Date Processed:  1/9/10 17.36.53
Injection Volume:  10.00 ul Channel Name: 2487Channel 1
Run Time: 80.00 Minutes Sample Set Name:
0.80-
0.70] 2
(=2}
! :
0.60]
0.50]
3 0.40]
0.30]
0.20] o
(2]
o
0.10 8
0.00 -
000 | 500 | 1000 " qs0d | 2000 T T '
Minutes
RT Area |, Height | %
(min) | ( V*sec) % AfBE (V) |Height

-

17.976 | 12572860 | 87.79| 600793 | 89.56
20.636 | 1747991 12.21| 70028 | 10.44

n

Report Method: Sin t tulo Printed 17.39.11  1/9/10 Page: 1 of 1
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15b

UVA i
Project Name: Miroslav i/’ff/é

Reported by User: System

SAMPL INFORMATION
Sample Name: P-46_AD_column Acquired By: System
Sample Type: Unknown Date Acquired: 17/9/10 18.01.05
Vial: 1 Acqg. Method: miro_95 5
Injection #: 3 Date Processed:  17/9/10 18.34.17
Injection Volume:  10.00 ul Channel Name: 2487Channel 1
Run Time: 80.00 Minutes Sample Set Name:
050 d I
[«
Q
u
0.40 ;
|
|
030
2
<
0.20
[=2]
I @
0.10 o
0‘00--; V——-J
= 500 10.00 T 4500 20,00 2500 Ca00
Minutes
RT Area |, Height %
(min) | ( V*sec) h Area (V) |Height

15.699 | 8557827 | 81.79| 506294 | 86.29
19.819 | 1904858 | 18.21| 80435 13.71

-

V]

Report Method: Sin t tulo Printed 18.34.28  17/9/10 Page: 1 of 1
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16b

UVA

Project Name: Miroslav
Reported by User:  System

SAMPLE INFORMATION
Sample Name: P-9(2)_AD_column Acquired By: System
Sample Type: Unknown Date Acquired: 16/9/10 9.40.56
Vial: 1 Acg. Method: miro_95_5
Injection #: 1 Date Processed:  16/9/10 9.58.16
Injection Volume:  10.00 ul Channel Name: 2487Channel 2
Run Time: 80.00 Minutes Sample Set Name:
T ——— == == —- —— == -
3.00 |
2,50~
|
| |
2,00 |
- |
o 1500 =
< =
|
1.00-
0.50-
000,
200 T 400 " 600 8.00 w000 1200 1400 Ceo0
Minutes
RT Area |, Height %
(min) | (Vsec) | A vy | Height
1110.011 | 48245071 | 74.66| 2982946 | 70.14
2] 11.115| 16372052 | 25.34| 1269840 | 29.86
Report Method: Sin t tulo Printed 10.29.30  20/9/10 Page: 1 of 1
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18b

Data File C:\CHEM32\1\DATA\JM\C1217PURIFICAD7.D

Sample Name: Cl217purificado

HC-2€2 d@'{‘uék de  colomne

Acqg. Operator
Acq. Instrument
Injection Date

Acq. Method
Last changed

Analysis Method
Last changed

Sample Info

Marta
HPLC 1200 Analitico Location Vial 1
6/5/2012 11:48:30 AM

Inj Volume 5 Al

C:\CHEM32\1\METHODS\MIROSLAV.M
6/5/2012 11:47:35 AM by Marta
{modified after loading)

C: \CHEM32\ 1\METHODS\MIROSLAV .M
6/5/2012 12:43:10 PM by Marta
(modified after loading)
muestra pasada por columna para purificarla disulelto e
n nhexano:IPA(95:5) Smicrolitros de inyeccién 0,5ml/min

‘ ~ VWD1 A, Wavelength=254 nm (JM\G1217PURIFICAD7 D) o i

min

mAU 2
T
i
| 1000 | -
| ‘L» ‘ ] |\
1 { 3 y LR 10 © |
] :¥\4;1C (Cr S < !
4 ™ ‘
800 f " (\ I
’ 1 O ‘)‘“*.//L~—LA k [
[ [ L
1 |
600 - ‘\ ||
| ||
‘ | 1
| ] | |
400 ' { i
| | || [
i | g 2 o |
| © ~ |
o P . ]
} i N S ‘ I
[ fﬂ j \ o | k } |
| \ |
| 0 s —wess ‘,J,Lf [ o e s __kj_m¥}4__gk_ﬁa =
1 0 2 8 8 10 12 14 16
Sorted By Signal
Multiplier: 1.0000
Dilution: i 1.0000
Do not use Multiplier & Dilution Factor with ISTDs
Signal 1: VWDl A, Wavelength=254 nm
Peak RetTime Type Width Area Height Area
# [min] [min] mAU *3 [mAU ] %
R R i e === mmeee [ memme e R oS |
L 6.283 BB 0.1672 2161.36841 211.55856 3.9194
2 7.503 BB 0.2876 3980.05493 214,728899 72173
3 8.172 BB 0.2918 1063.90503 59.04171 1.0283
4 11.233 BB 0.3377 1.68525e4 839.04865 30.5598
5 13.08¢ &% o 4loy 3. 108BZet  yisE.g2903 g 2343
HPLC 1200 Analitico 6/5/2012 12:45:23 PM Marta Page 1 of 2
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DAD1 A, Sig=254 4 Ref=

CF3

OH

450,80 (CC000018.D)

uwy
&
LN
N
«""’%‘
¥ %
of
o>
o W
o) ..
‘ 0 &
|
f

1 T
10

Y YU A VAV N

5
Lrea Percent Report
Sorted By Signal
Multiplier 1.0000
Diluticn 1.0000
Use Multiplier & Dilution Factor with ISTDs

Signal 1: DaDl &, 5ig=254,4 Ref=430, 380
Peak RetTime Type Width Area Height
$ [min] [min] [mAU*s] [mAU]

-—-=1- |====1 ===

1 ©.865 MM 0.1736 1.21ed4led4 1167.76672

2 7.530 MM 0.18B25 4443.38037 405.85%910
Totals : 1.66075e4 1573.62582
Signal 2: DADl B, 5ig=220,4 Ref=450, 80
Signal 3: DARD1 C, Sig=254,4 Ref=off

**+ End of Report *+#



