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Figure S3. HPLC profile of racemic 4a
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Figure S11. HPLC profile of racemic 4c
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Figure S15. HPLC profile of racemic 5a
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Figure S19. HPLC profile of racemic 5b
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Figure S20. HPLC profile of enantioenriched 5b
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Figure S21. *H NMR Spectrum of 5¢
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Figure S22. *C NMR Spectrum of 5¢



Chromatogram : DKN-20%-1-ADH-Ph-R-1_channel4

System : Jasco HPLC Acquired : 52012 1:23:32 PM
Method : DKN-20%-1FR-230nm Processed . 12/11/2012 6:40:18 PM
User : User1 Printed ; 12711/2012 6:40:45 PM

DKN-20%-1-ADH-Ph-R-1.DATA - 230.00 nm

20 25 30 35 40 45 50 55
Min

Peak results :

Index | Name Time| Quantity|  Height Area| Area %
[Minl (e Areall_ [BAULLIpAU ML ___LX1

1 _JUNKNOWN | G093 AT55| 157831 6] 04434 G| 47549
3 |UNKNOWN112546] 400| 166014] 66422] 40602
4 | UNKNOWN | 13826 480| 15283.0] €828.9| 4.892
2 |UNKNOWN | 51.116] 4266| 369906| 578052] 42657
L Total 100001 22706571 135511.21 100,000

Figure S23. HPLC profile of racemic 5c
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Chromatogram : DKN-20%-1-ADH-Ph-Naph-E-1_channel4

System ; Jasco HPLC

Mathod : DKN-20%-1FR-230nm

User : Usert

Peak results :

Acquired : 352012 10.41:56 PM
Processed : G/&/2012 7.09:22 PM
Printed ; 12/11/2012 7:06:30 PM

DKN-20%-1-ADH-Ph-Naph-E-1.DATA - 230.00 nm

15 20 25 30 35 40 45
Min

Index | Name Time | Quansty]  Height Areal Area%
[Min] | {% Area U) | {uAU.Min) [%]

1_LUNKNOWN | 89571 02,381 68570841 25853311 92,379

3 JUNKNOWN | 13,422 685! 450346! 1044021 6950

2 LUNKNOWN | 50.635 067! 13872 188001 0672

Tolal 100001 73213021 279862 3] 100.000

Figure S24. HPLC profile of enantioenriched 5¢

81’-

=

28



7

10

Figure $25. *"H NMR Spectrum of 5d
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Figure S26. **C NMR Spectrum of 5d
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Figure S27. COSY Spectrum of 5d
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Figure S28. HSQC Spectrum of 5d
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Chromatogram : DKN-20%-1-ADH-Naphthyl-naph-R-1_channel4

System : Jasco HPLC Acquired : 9182012 12:38:01 P
Method © DKN-20%-1FR-230nm Processed - 9262012 9:10-38 AM
User - User? Printed : 12/11/2012 8.03.05 PM

DKN-20%-1-ADH-Naphthyl-naph-R-1.DATA - 230.00 nm

1,800,000

1,600,000
|
1,400,000,

1,200.00%

Peak results :

index | Name Turme| Quantity|  Height]  Area| Area %
[MinlL % Area]] __[BAU)] [uAUMInl| %))

2 _JUNKNOWN | 0423 AGDGL 17736347 T7160126| 48.058

3 __JUNKNOWN | 15048 020 748562 30740 0.202

4 UNKNOWN | 15.848 022 77131 34173 0.224

1 JUNKNOWN | 746801 5262 322244 4] 802304.8| 52617
Tota! 100,001 2111077.51 15245808.8 | 100.000

Figure S29. HPLC profile of racemic 5d
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Chromatogram : DKN-20%-2-ADH-Naphthyl-Naph-E-2_channel4

System : Jasco HPLC Acquired : W26/2012 11:19:00 AM
Method - DKN-20%-1FR-220nm Processed ; 1271112012 8;05:28 PM
User - User1 Printed : 12/11/2012 8:06:01 PM

DKN-20%-2-ADH-Naphthyl-Naph-E-2. DATA - 230.00 nm

1,200,000/

1,100,000

1,000,000}
900,000
800,000
700,000
600,000
500,000; |
400,000,
3000 |
200, '

100, .
L ) Y B
0 1\1’ & e ]

0 20 40 80 80 100
Min

MAU

Peak results :
Incex | Name

Time | Quantity Height Area] Area
[‘ﬂ % Areal Al U.Min 1]
2 JUNKNOWN | 99031 ©3921 1164851.8] 5972132 98917

3 LTUNKNOWN L108881 0621 783151 3768.9] 0624)
1 JUNKNOWN | 79,132 046 1540.1] 27688| 0459

Total 100,00 1174223 4| (03750.9) 100.000

Figure S30. HPLC profile of enantioenriched 5d
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Figure S31. *H NMR Spectrum of 5e
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Figure $32. **C NMR Spectrum of 5e



Chromatogram : DKN-20%-1 -ADH-p-Me-R-1_channel4

System : Jasco HPLC Acguired | W&2012 2:.28:47 PN
Method : DKN-20%-1FR-230nm Processed © 12/11/2012 8.07-68 PM
User - Usart Printed : 12/91/2012 8:08.09 #M

__ DKN-20%-1-ADH-p-Me-R-1.DATA - 230.00 nm

100,000———
90,000 l
80,000, 4
70,000 ‘
60,000, .
9( 50,000 '
=
40,000:
30,00 I ‘
20.0 ‘l "'r'l
i |
10,00 ) . [\
f 48 J Ay [\
H.._n L\ ————— o~ ‘ s“l \-—-___‘ J _fi ;-.‘— ._.___ : _‘—r/ \'—-‘-- -_Jl
0 5 10 15 20 25 30 35 40 45 50
Min
Peak results :
index | Name ﬁomkn:y Helght |~ Aréa| Area %
1| UNKNOWN | 5&"223' 4G4 117.1] 33120.7| 46479
2 JUNKNOWN 117461  530| ©8667] 38407 6328
3 [UNKNOWN | 16 639 G131 79064 6131
UNKNOVWN | 41 42.001 23256.8] 25939.3| 42003
Total 100001 1 71 100.000

Figure S33. HPLC profile of racemic 5e
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Chromatogram : DKN-20%-2-ADH-p-Me-Naph-E-2_channel5

System : Jasco HPLC Acquirod : W52012 4:09:16 PM
Method : DKN-20%-1FR-230nm Processed : 12/11/2012 8:09:38 PM
User - User1 Printed : 12/11/2012 8:00:49 PM

DKN-20%-2-ADH-p-Me-Naph-E-2. DATA - Max. absorbance between (full range) nm

2,200,000
2,000,000
1,800,000
1,600,000
1,400,000, : )

= 1,200,000

o = 0 I

20 25 30 35 40 45 50 55 60 65
Min

Peak results :

Indox | Namo Time | Quantity Mml Area| Area %
3 |Mln| [% Area}| ! | Min] [%]
2 JUNKNOWN | 8744 90141 21912692| 802454.4] S0.140
3L UNKNOWN | 16527 8761 1462126] 780010] 8762
1__LUNKNOWN | 41 825 110 50034 97782) 1.098]
Total 100001 2345465 2| §90233.5] 100000

Figure S34. HPLC profile of enantioenriched 5e
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Figure S36. *C NMR Spectrum of 5f



Chromatogram : DKN-20%-1-ADH-p-OMePh-Naph-R-1_channel4

System : Jasco HPLC Acqured : 9M&/2012 3:48:48 PM
Method : DKN-20%-1FR-2300m Processed © 12/11/2012 6:55:31 PM
User : User1 Printed : 12/11/2012 7:00:32 PM

DKN-20%-1-ADH-p-OMePh-Naph-R-1.DATA - 230.00 nm

1.ooo,oooj
900,000
]

Peak results :

Index | Name Time | Quantity Haight Ares| Area %
[Min] | [% Arca] (AU} | JuAUMn)

1 JUNKNOWN 111,902 4571 092470.7| 446505.0] 45710

4 JUNKNOWN 1206731 4631 638212] 451304] 4625

3L UNKNOWN | 26,431 432 4488431 4222321 4322

2 |UNKNOWN | 87.875 45341 153332.6! 442013.2| 45342

| Tota 100.00 | 1256608.7] 976822.7 | 100.000 |

Figure S37. HPLC profile of racemic 5f
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Chromatogram : DKN-20%-1-ADH-p-OMePh-Naph-E-1_channel4

System : Jasco HPLC Acquirad : 9252012 2:46:00 PM
Method : DKN-20%-1FR-230nm Procossed : 11252012 4.56:38 PM
User - Usert Printed : 12/11/2012 7:01:34 PM

DKN-20%-1 -ADH-p-OMePh-Naph-E-1.DATA - 230.00 nm

10 20 30 40 50 60 70 80 90
Min

Peak results :
Index | Name Time | Quantity Haight Area| Area %

[Miol L% Area)]  [WAUL| (AU Min)| (%]
1_JUNKNOWN | 12,1821 8787 | 1858557.8] 8342042] 87,871
2 lunknownT2e950]  11.12] 1157506] 105543.4] 11117
3| UNKNOWN | 87.195 1.01 30276| 9599.5] 1011

Total 100,001 197824501 04934721 100000

Figure S38. HPLC profile of enantioenriched 5f
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Figure $39. *H NMR Spectrum of 5g
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g e g2 395538882 r©r S ?q Nw < NAME :NNEXR-W'LJC
- - v At ol ol ol :v- Qk":: 3 33 : KXPN0 L
| VNPV IV . % ;
] LI F2 - Acquisition Parameters
Date_ 20131122
Time 18,2%
INSTRUM apect
PROBHD 5 mm PAE20 =8/
OMe FULPROG zgpal0
™ 65536
SOLVENT CDCL3
MeO Ng 213
oS 4
swi 23761.904 Hz
FIDRES 0.454131 Mz
AQ L.1010046 soc
RO 197.27
(=) 16,000 usec
o8 6.50 usec
OZN// T 296.1 ¥
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Figure S40. *C NMR Spectrum of 5g
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Chromatogram : DKN-3-20%-ADH-2-DiOMePh-Naph-R-1_channel4

System : Jasco HPLC Acquired : J15/2013 10.55.08 AM
Methed : DKN-20%-1FR-230nm Processed © 315/2013 1:07:36 PM
User : Usert Printed : 315/2013 1:25:50 PM

DKN-3-20_%-ADH-2-DiOMePh-Napp-RJ DATA -230.00 nm

™\
{ o\

5 10 15 20 25 30 35 40 45 50 55 80 65
Min

Peak results :
Index | Name Time| Quantity]  Feight

Area| Area %

[Min] ! [% Aea) [LAU] | [HAU. M) 1%]
1__JUNKNOWN | 128621 4048 ] 345326.2| 1723662 9483
2_JUNKNOWN | 611931 5052 826058| 17595921 £0517]

Total 100.00| 427932.0] 348315.3] 100.000

Figure S41. HPLC profile of racemic 59



Chromatogram : DKN-3-20%-ADH-DiOMePh-Naph-E-1_channel4

System : Jasco HPLC Acquited © 31572013 12:0422 PM
Method : DKN-20%-1FR-230nm Processed : 3/115/2013 1:22:56 PM
User : User1 Printed : 31 5/2013 1:30:26 PM

DKN-3-20%-ADH-DiOMePh-Naph-E-1 DATA - 230.00 nm

1

1,800,000
1,600,000
1,400,000
1,200,000

% 1,000,000 i
800,000
600,000
400,000

l
200,000

Lol

Peak results :

Index | Nama Time | Quantity Hedght Areal Area %
2 JUNKNOWN | 13422 04.35] 1096980.4] 1137023 6] 04.347
1 |UNKNOWN | 83511 6566| 368676] 681277] 5653

[ Totw 100.00 | 2033857 01 120515131 100.000

Figure S42. HPLC profile of enantioenriched 5¢g
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Figure S43. 'H NMR Spectrum of 5h
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Figure S44. *C NMR Spectrum of 5h
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Chromatogram : DKN-20%-1-ADH-Pipernal-Naph-R-1_channel5

Acquired : 9/6/2012 3:37.55 PM
Processed : 9%8/2012 5:16:25 PM
Printed | 962012 5:17:53 PM

System : Jasco HPLC
Method : DKN-20%-1FR-230nm
User : Usert

DKN-20%-1-ADH-Pipernal-Naph-R-1.DATA - Max. absorbance between [full range] nm

350,000

|
|

300,000

‘/'.'\' =R L
30 40 50 60 70 80 o0
Min
Peak results :
Index | Name Time | Quantity]  Height Aren| Aroa %
m gku] IM [ﬂA_l_J.Mln] l’.‘l

UNKNOWN | 15.781 46.04 | 359269.7] 2905112 46043

UNKNOWN | 21.538]_ 3.99] 365249 261726]  39%0]
UNKNOWN | 37,000 3771 2121271 237959 3771

UNKNOWN | 80878 | 46201 112085 8| 2014756 46196
100,00 | 530973.2| 6309556 100.000

Ab)r)-

Figure S45. HPLC profile of racemic 5h
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Chromatogram : DKN-20%-2-ADH-Pipernal-Naph-E-2_channel4

Sysiem : Jasco HPLC Acquired - 9672012 5:17:23 PM
Method - DKN-20%-1FR-230nm Procassed : G/8/2012 8:21:55 PM

User : Usert Printed ; 9/8/2012 8:22:05 PM

DKN-20%-2-ADH-Pipemal-Naph-E-2 DATA - 230.00 nm
1.600,000
1.400,000

1,200,000 '
1,000,000,

=
< 800,000
600,000

. [

200,00 |
op~——% SIS {.1 , Y

0 10 20 30 40 50 60 70 a0 90 100

Min

Peak results :

Index| Name Time | Quantity Height Area | Area %
[Min) | [% Acea [UAU Min] 1961

1 TUNKNOWN | 15728]  91.97 | 1615816.1] 909811.0] 01.074
3| UNKNOWN | 36 800 731]  64578.5] 703339| 7110

2| UNKNOWN | 80.438 0.92 406011 90588| 0616
| Total 100.00] 1684454 7] 98520361 100.000]

Figure S46. HPLC profile of enantioenriched 5h

110

50



NAME INN~DKN=-633-1H
EXPNO 1

PROCNO 1
Date 20130207
Time 11.34 Br
INSTRUM spect
PROBHD S mm SEI lH/D-
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T00 1 5i
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Figure S47. *"H NMR Spectrum of 5i
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Figure S48. *C NMR Spectrum of 5i
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Chromatogram : DKN-20%-ADH-mBrPh-Naph-R-2_channel4

System : Jasco HPLC Acquired - 772712013 2:26:56 PM
Method : DKN-20%-1FR-230nm Procassed : 712712013 3.26:35 PM
Usar : User1 Printed : 7/27/2013 3.26:48 P\

DKN-20%-ADH-mBrPh-Naph-R-2.DATA - 230.00 nm

180,000
160,000
140,000
120,000
|
= 100,000 |
80,000
60,000
40,002 | N
| \
20,0044 '\\, [\ '
) - : : ."" \-» '
oclE S e Y 3 5 .
5 10 16 20 25 30 35 40 45 50 55
Min
Peak results :
Index | Name Time| Quantity] Height]  Area| Area %
[Min]| (% Area)l _[uAU] | [wAU.Min] %]
1 _JUNKNOWN | 85061 5069183933 1] 7027431 50663
2 JUNKNOWN |48.097| 49311 451145] 771208] 46312
Tolal 100,001 226047 5| 15639511 100.000/

Figure S49. HPLC profile of racemic 5i



Chromatogram : DKN-20%-mBrPh-Naph-E-1_channel4

System - Jasco HPLC Acquired - 72002013 10:53:21 AM
Mothod : DKN-20%-1FR-230nm Processed : 77292013 2:34:52 PM
Usor : Usert Printed : 77202013 2:35:27 P

DKN-20%-mBrPh-Naph-E-1.DATA - 230.00 nm

2,400,000}
2,200,000¢
2,000,000
1,800,000
1,600,000

-, 1:400,000 ;

< 1,200,000
1,000,000

800,00
600,00
400,00
200,00

I
0 ,_,_,/ﬂi \j AN l_'

0 5 10 15 20 25 30 35 40 45 50

Peak results :
Index | Name Time| Quantdy|  Height Arca| Area %

[Min] | 1% Aces) AU} | [uAU Min] [%]
1__UNKNOWN | 7.2931 _98.70 1 2468155.61 70506191 98.700)
2 JUNKNOWN 47,8231 1301 612831 ©2961) 1300

| Tota! 10000 ) 2474284.0] 715257.9| 100.000

Figure S50. HPLC profile of enantioenriched 5i
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Figure S51. *"H NMR Spectrum of 5j
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Figure S52. **C NMR Spectrum of 5j
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Chromatogram : DKN-20%-1-ADH-p-Cl-Naph-R-1_channel5

Systom : Jasco HPLC Acquired - QI5r2012 8:18:15 PM
Method : DKN-20%-1FR-230nm Processed - 9/5/2012 9:34:29 PM
User : Usert Prinled : 952012 8:34:44 PM

O2N
DKN-20%-1-ADH-p-Cl-Naph-R-1.DATA - Max. absorbance between [full range] nm 250

40 80 )

Min

Peak results :

Index | Name Time| Quantity|  Height Area| Area %
[Min]| [% Area]|  [uAU]| [UAUMinT| (%]

1_JUNKNOWN [ 101831 47.46 | 640568,0| 2424525 47.458)
2 147811 290l 315517| 148050] 2308
3 [UNKNOWN|[21139] 274| 1a248¢| 33977.5] 2738
4 |unknown | 56193]  46.91] 1370532| 239643 1] 46908
| Total 100.00] 82742031 $10879.0] 100,000

Figure S53. HPLC profile of racemic 5j



Chromatogram : DKN-20%-1-ADH-p-Cl-Naph-E-1_channel5

Acquired : ZE2012 9:31:42 PM
Processed : 12/1172012 7:52:49 PM
Prinled : 12/11/2012 7:53.01 PM

System : Jasco HPLC
Method : DKN-20%-1FR-230nm
User : Usert

DKN-20%-1-ADH-p-CI-Naph-E-1.DATA - Max. absorbance between [full range] nm
2,600,000 o : 7
2,400,000 |
2,200,000
2,000,000 |
1,800,000 I
1,600,000 \
~ 1,400,000
< 1,200,000

Peak results :

Index | Name Time| Quantty]  Height Area| Area %)
Min}) L [BAUMInI]___[5%))

1 10.150] 02,121 2466302 6] 1069827.5] 92120
3 LUNKNOWN | 20 605 7831 1317850| 909707] 7833
2 | UNKNOWN | 56.703 0.05 1145, 543.0 0.047
[ Total 100.00] 262932811 1161341.2] 100,000

Figure S54. HPLC profile of enantioenriched 5j
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Figure S56. *C NMR Spectrum of 5k



Chromatogram : DKN-20%-1-ADH-0-CIPh-Naph-R-2_channel4

System : Jasco HPLC Acquired © 10/24/2013 12:42:25 PM
Method ; DKN-20%-1FR-230nm Processed : 10/24/2013 2.02.45 PM
Usar : Useort Printed - 10/24/2013 347:19 PM

DKN-20%-1-ADH-0-CIPh-Naph-R-2.DATA - 230.00 nm

pAU
3
3
=)

0 10 - 20 20 40 50 80 70 80

Peak results :

Index | Name " Time| Quantity]  Height Area| Area %
L LU Areal) ' Y. Min %

= UNKNOWN | 8517 5025110026541 341280| 50253
2 |UNKNOWN | 45850]  4p75] 22745.5! 23784.5| 49747

| Totat 100.00] 123011.8] 67912.5[ 100,000

Figure S57. HPLC profile of racemic 5k



Chromatogram : DKN-20%-1-ADH-0-CIPh-Naph-E-1_channel4

System : Jasco HPLC Acquired : 9/25R2012 §:32:00 P
Method : DKN-20%-1FR-230nm Processed : 9252012 93521 PM
User : User1 Printed : Q2502012 9:35:29 PM

DKN-20%-1-ADH-0-CIPh-Naph-E-1.DATA - 230.00 nm

B |

10 15 20 25 30 35 40 45 50
Min

Peak results :
Index | Name

‘nrpe “Quantity Helght Areal Area %

(Min]} (% Area]]  [uAU) | [uAUMin)| D]
1 UNKNOWN | B B13 99521 3455528 139834 6] 0056518
2 JTUNKNOWN 1462371 048 500.0 6767] 0482

Total 100.00 | 348052.7 | 11.4] 100.000]

Figure S58. HPLC profile of enantioenriched 5k
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Figure S60. *C NMR Spectrum of 5l



Chromatogram : DKN-20%-ADH-0-NO2Ph-Nap-R-1_channel4

System : Jasco HPLC Acquited © 4/3/2013 3.23.08 PM
Methad : DKN-20%-1FR-230nm Processed - 4/3/2013 4:30.48 PM
User : Usert Printed : 4/3/2013 4:47.00 PM

DKN-20%-ADH-0-NO2Ph-Nap-R-1.DATA - 230.00 nm

180,000
160,000,
140,000
120,000
_, 100,000
S 80,000
60,000 |
40,000, ‘ /1

5 10 15 20 25 30 35 40 45 50 55 80 85
Min

Peak results :

Index | Name Ti'ne Quantity Heignt Area| Area %
[Min] (% Areall___[UAUIL [AUNVnl] %]

1 [UNKNOWN | 18013 60.231 172162.1] 1252552] 50.233

2 TuNKkNOWN | 61.078] 4077 5902081 124094 4] 48 767

[ Tolal 100.00] 232082 6] 24534961 100.000

Figure S61. HPLC profile of racemic 5l



Chromatogram : DKN-20%-ADH-0-NO2Ph-Nap-E-1_channel4

System | Jasco HPLC Acguired | 4112013 44442 PM
Methed | DKN-20%-1FR-2300m Processed | 4012013 6:04:17 PM
User : User Printed - 4132013 6.04:43 PM

DKN-20%-ADH-0-NO2Ph-Nap-E-1.DATA - 230.00 nm

0 10 20 R e T
Min

Peak results :
Index | Name

Time | Quantity] = Height Area| Area %6
1__JUNKNOWN [19.080( 99,391 23557001 185264.5] 99390
2 TUNKNOWN | 62.031 0.61 6205 101491 0810

LTolal 100001 23719051 16627941 100,000

Figure S62. HPLC profile of enantioenriched 5l
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Figure $63. *H NMR Spectrum of 6f
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Figure S64. *C NMR Spectrum of 6f
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Chromatogram : DKN-20%-ADH-Amine-R-1_channel4

System : Jasco HPLC Acquired : 6/13/2013 1:56:31 PM
Mathod : DKN-20%-1FR-230nm Processed : 8/13/2013 3.05:22 PM
User : Usert Printed : 6/13/2013 3.05.43 PM

DKN-20%-ADH-Amine-R-1.DATA - 230.00 nm

300,000
280,000
260,000
240,000
220,000 l
200,000 l
180,000 5
2 160,000 ‘
3. 140,000

120,000

Index | Name Time | Quanttyl = Height]  Area] Area %

[Min} | (% Area)| (AU [uAUMin)| _[%)]

1 LUNKNOWN 410] 2669671 122638] 4007
3
2
4

-
@
K

UNKNOWN 45,621 200076.0| 1305602] 46620)

UNKNOWN | 156661  3.881 16501 11622.7] 3883
183 4540] 848532 13801281 45401

:

UNKNOWN |

2

Total 100001 407217.7| 29935921 100,000

Figure S65. HPLC profile of racemic 6f



Chromatogram : DKN-20%-Amine-E-1_channel4

System : Jasco HPLC Acquired - 6/13/2013 5:56:55 PM
Method : DKN-20%-1FR-230nm Processed - 10/24/2013 12:30:37 PM
User : Usert Printed : 1217/2013 12.06:07 PM

DKN-20%-Amine-E-1.DATA - 230.00 nm
1,600,000 E ey e

1,500,000
1,400,000
1,300,000
1,200,000
1,100,000
1,000,000
900,000
800,000 l
700,000
600,000
500,00

AU

200,000 A I |

L_WJ\]»!Y | -

0 10 20 30 40 50

Peak results :

index| Name  Time| Quantty]  Height]  Area| Area %
3 |UNKNOWN | 10183 11.11] 23008311 101657.7] 11107

1t |UNKNOWN | 11.716] 8735 ] 1529094.6] 709453 1,
2 [UNKNOWN|57.183]  15¢|  78182] 141089]  1.541

| Total 100.00 | 17678956] 91521771 100.000}

E

Figure S66. HPLC profile of enantioenriched 6f
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Figure S67. *H NMR Spectrum of 8c
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Figure S$68. *C NMR Spectrum of 8¢



Chromatogram : DKN-20%-ADH-Ph-Azide-R-2_channel4

System : Jasco HPLC Acquired : 12/17/2013 9:25:21 AM
Method : DKN-20%-1FR-230nm Processad : 12/17/2013 10:10:15 AM
User : User1 Printed : 12/17/2013 10:13:11 AM

DKN-20%-ADH-Ph-Azide-R-2.DATA - 230.00 nm

1,100,000
1000000
900,000
800,000:
700,000; .
600,000
500,000
400.000} ‘ 0
300,000}‘ | ! | k'
200,000; 1 I.‘ .
100,000: ‘ \

1 |

P Uy e - O ¥ S
L A 0

6 8 10 12 14 16 18 20 22 24 26 28 30 32
Min

pAU

Peak results :

lndex | Name Timea | Quantity Height Areal Area %
[Min)1 6 A : Ming ()
1L UNKNOVN | 4489] 1130478.8] 3445830 44501

2 TUNKNOWNT 88301 e60[ 1271217] s50711.0] @e0s)
4 JUNKNOAN | 15348]  545] 76030.3] 41831.0] 5448

UNKNOWN | 257451 23.06] 415169.0] 330597.1] 43056
(JTotal 100001 1748808 8| 767828.01 100.000)

Figure S69. HPLC profile of racemic 8c



Chromatogram : DKN-20%-ADH-Ph-Azide-E-1_channel4

System : Jasco HPLC Acquired : 12/16/2013 2:57:42 PM
Method : DKN-20%-1FR-2300m Processed : 12/17/2013 9:59:02 AM
User : Usert Printed : 12717/2013 10:14:54 AM

DKN-20%-ADH-Ph-Azide-E-1.DATA - 230.00 nm

1,400,000/

1,300,000
1,200,000
1,100,000
1,000,000
900,000; 2
800,000
700,000 ‘
600,000
500,000
400,000 '

JAU

300,000{
200,000 I‘ |
100,000 A

8. 1 S5 ) A ]
o— % n

s ~—— — -—

10 15 20 25 30
Min

Peak results :
Index [ Name. Time| Quantity|  Helgnt]  Area| Area %
' e [BAULL AU M) [%6))

2 |UNKNOWN| 8173] 97.51] 1403397.8] 408047 1] 97.516
3
1

UNKNOWN | 6148 1274421 361551 0864
UNKNOWN [26051] 162 _ 621601 678421 1621

Total 100,00 ] 1422348.0] 41844681 100000

Figure S70. HPLC profile of enantioenriched 8c



Current
NAME
EXPNO

PROCNO

Data Parameters
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Figure S71. *H NMR Spectrum of 10c
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Figure S72. **C NMR Spectrum of 10c
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Chromatogram : DKN-20%-ADH-Triazole-R-1_channel4

System : Jasco HPLC Acquived : 12/27/2013 4:45:30 PM
Mathod - DKN-20%-1FR-2300m Processed ; 12/27/2013 5:40:06 PM
User ; Usert Printed © 12/27/2013 5:44:27 PM

~ DKN-20%-ADH-Triazole-R-1.DATA - 230.00 nm
22,000] , T =
20,000, y'.‘
18,000 |
16,000, H
14,000 |
12,000 |
-, 10,000 I
3 8,000 g ‘
6,000 | A
4,000 B a
2,000 [ .‘
0 | \ |

v R e o o S SN A, S
; o> O |

-4.000;

20 25 30 3 40 45 50

Peak results :

Index | Name Time | Quantty] Haight Areal Area %
MJM_W.M_J&

1 _JUNKNOWN 1 24 4381 45741 2418031 224061] 45735
2 LUNKNOWN | 27,011 4061 20783l 237071 4064
3 | UNKNOWN | 32.308 32a] 11720] 15736] 3282|
4 JUNKNOWN | 45.317] 45.02] 10196.9] 21581.2] 45019
LTotal 100,001 37627.41 4793641 100.000

Figure S73. HPLC profile of racemic 10c
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Chromatogram : DKN-20%-traiazole-E-3_channel4

System : Jasco HPLC Acquired - 1152014 11:10:17 AM
Method : DKN-20%-1FR-230nm Processed © 1/15/2014 12.08:26 PM
Uses : Usert Printed | 1/15/2014 12:08:44 PM

DKN-20%-traiazole-E-3.DATA - 230.00 nm

500,000/ I
450,000 i
400,000 |
350,000 I |
300,000 | '
2 250,000 | |
200,000 ‘ ‘
150,000/ ||
100,000 l’ ',
50,000 ,."\.fl

0 S

20 25 ~ 30 3% 40
Min

Peak results :

Index | Name Time | Quantity]  Height Asea| Area %
[l %))

UNKNOWN 124 758| 05.15] 484062 71 4666226] 95.151

1 i
2 lunknown 127318 2311 1005631 1138871 2312
2 |UNKNOWN | 46.503| 254 68479] 12402 2537

LTotal 100.001 50166691 492503.71 100.000)

Figure S74. HPLC profile of enantioenriched 10c
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