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(i) MsCl, NEt,
DCM (Step 1)
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(i)
HoN  NHTs
NEts, DME, 80 deg C
(Step 2)
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NHTs

(i) con. HCI, EtOH
(if) RuCls, EtOH, 80 deg C
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OH
RuL*, , AgX (if present)

-

MeOH, 50°C, H, (30 bar), 16 h.
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Ru Catalyst, MeOH
30, 30, and 50 deg C
450 PSEEL, 16 1
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0oooao
#1
Bl | il BEH AL | AgX(mol%) | BB LR ()" | Ee(h)®
1 | Ts-DPEN Teth RuCl | 100/1 - 70 94
2 | Ts-DPEN Teth RuCl | 100/1 AgOTE(2)t |84 90
3 | Ts-DPEN Teth RuCl | 100/1 AgPF, (2) 16 87
4 | Ts-DPEN Teth RuCl | 100/1 AgBF, (2) 69 92
5 Ts-DPEN Teth RuCl | 200/1 AgOTE (1) 80 94
6 | Ts-DPEN Teth RuCl | 400/1 AgOTF (0. 5) | 63 92
7 | Ts—DPEN Teth RuCl | 100/1 TFOH (2) 24 90
8 | Ms—DPEN Teth RuCl | 100/1 - 38 82
9 | Ms-DPEN Teth RuCl | 100/1 AgOTF(2) | 94 92
10 | Ms-DPEN Teth RuCl | 100/1 AgPF, (2) 41 92
11 | Ms-DPEN Teth RuCl | 100/1 AgBF, (2) 25 84
GCIZ L VRE

P OT PV AF AN EBBETCHD,
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ogogoano

#2:[(R, R)y—Ts—teth—-DPEN Ru Cll&#EHL-TE 7=

J D AFEA

] S/C Tagt | Ar-w[S] £ BB BEfE] | Tha—b | ee

%) | (0)®

12 200/1 | MeOH | tmmol[0.5M] | 30bar |50°C | 16h >99% | 95%(R)

13 250/1 |MeOH | 1mmol[0.4M] | 30bar | 50°C 16h >99% | 94. 5% (R)

14 500/1 |MeOH | 2mmol[0.5M] | 30bar | 50°C | 16h 67% | 92.5%(R)

15 500/1 |MeOH | 2mmol[0.5M] | 30bar | 60°C | 16h >99% | 94. 5%(R)

16 500/1 {MeOH | 10mmol[1M] | 15bar | 60°C | 24h 97% | 91. 5% (R)

*GC (ChromPack CP—ChlrasIl—Dex—CB
25mx0. 25mmx0. 25um. 1045M100C. KiZ10C/4HT20
OC%T, 10psI He flow, HAZ: 200°C, #&itigs (FID) : 2

1 0°C) TIRE,
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#3.[(8, S)-Ts—teth—DPEN Ru CllaEHLETEFN7=

J v Dk#EL

il S/C e | Ar-wis] EH  |RE | BRE |Tha e

(%) (%)
17 100/1 |MeOH | 2mmol[0.5M] | 30bar | 40°C | 16h 100% | 94%(S)
18 250/1 |MeOH | 2mmol[0.5M] | 30bar |50°C | 16h 100% | 94%(S)
19 500/1 |MeOH | 2mmol[0.5M] | 30bar |60°C | 16h 100% | 93. 5%(S)

20 1000/1 | MeOH 2mmol[0. 5M] | 30bar | 60°C 16h 100% 93%(S)

21 2000/1 | MeOH 4mmo1 [1M] 30bar | 60°C 16h 49% 93%(S)

*GC (ChromPack CP—ChlrasIl—-Dex—CB
25mx0. 25mmx0. 25um. 105M100C, KIZ10C/ 4 T20
OCETC, 10psl He flow, AZ: 200C; &g (FID) : 2

10C) TRZE.
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Oo0oao
Fd4  TENZ ) OKF  Me OHIZET A LB ER

7l | S/C it M-y P | IR | B | T | ee

[S] O E R | )

22 1 100/1 | [(S,8)]Ts-teth-DPEN | 2mmol |30 |40 |16 | >99% | 94%(S)

Ru C1] [0.5M] |bar |°C | h
22 100/1 [ (S, S)]-TsDPEN 2mmol | 30 40 {16 | >99% | 92%(S)
(kL Ru (p—cym) C1] [0.5M] | bar |C |h

B#2)

23 | 500/1 | [(S,S)]Ts—teth-DPEN | 2mmol |30 |60 |16 | >99% |93.5%(S)

Ru C1] [0.5M] | bar |C |h

23 500/1 | [(S,S)]-TsDPEN Ru 2mmol {30 60 |16 | >99% |93.5%(S)
(kb (p—cym)Cl] [0.5M] [bar |C |[h

)

24 | 1000/1 [(S,S)]Ts-teth-DPEN | 2mmol |30 |60 |16 |>99% | 94%(S)

Ru C1] (0.5M] | bar | TC | h

24 1 1000/1 | [(S,S)]-TsDPEN Ru 2mmol |30 |60 |16 7% | 93%(S)

(kb (p—cym)C1] [0.5M] {bar |[°C |h

#2)

*GC (ChromPack CP—ChlraslIl—Dex—CB 25mx0.
25mmx0. 25um. 1051 00C, KIZ10C/HT200CET, 1
Opsl He flow, #AZ:2007C;®HE (FID) : 2107C) Tk

[==3

JE
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Doooo
£5 : RuftEARFERLETE N7 = /2 o DKEL
51 Ak S/C (®Bth) [RE (C) Bi ke, to 2
(%)
25 [Ts-teth-EN Ru Cl] 100 30 100
20 [Ts—teth-EN Ru Cl] 250 40 100
27 [Ts—teth-EN Ru Cl] 1000 50 50

CRISEE TR R ) — = AT A, 1 (3. Ommo 1),

MeOH (1. Om!/mmol), 31barH, 16h

"GCILL DG (W75 :CP—SI1 5CB, 30m, 0. 25mm, 1um)
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