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1. Concise Redox Deracemization of Secondary and Tertiary Amines with a Tetrahydroisoquinoline Core via a Nonenzymatic Process

By: Ji, Yus; Shi, Lei; Chen, Mu-Wang; Feng, Guang-Shou; Zhou, Yong-Gui

A concise deracemization of racemic secondary and tertiary amines with a tetrahydroisequineline core has been successfully realized by orchestrating a redox process consisted of N-

bromesuccinimide oxidn. and iridium-catalyzed asym. hydrogenation. This compatible redox combination enables one-pot, single-operation deracemization to generate chiral 1-substituted 1,2,3,

4-tetrahydreisoquinclines with up to 98% ee in 93% yield, offering a simple and scalable synthetic technique for chiral amines directly from racemic starting materials.

[Ir(cod)ClI]» / (R)-SynPhos

Ee: 86-98%

N-g NBS, Na;CO; N'R' Yield: 87~95%
R DCE, H; (500 psi) R
Racemate One-pot, Single-operation Chiral
Nonenzymatic Process Secondary & Tertiary Amines

Indexing

Heterocyclic Compounds (One Hetero Atom) (Section27-17)

C Substa
oncepts ubstances
Enantioselective synthesis Hydrogenation catalysts 12112-67-3 Dichlorobis{cyclooctadiene)diiridium &
Oidation 76189-55-4
133545-16-1 &
stereoselective prepn. of tetrahydroisoguineline derivs. via iridium-catalyzed 445467-61-8 Q
deracemization in presence of chiral phesphine ligands 503538-68-9 (5)-SynPhos @
5n1538.60.-0 Q

QUICK LINKS
0 Tags, 0 Comments

SOURCE

Journal of the American
Chermical Society
Volume137

Issue33
Pages10496-10499
Journal; Online Computer
File

2015

CODEN:JACSAT
ISSN:0002-7863
DOI:10.1021/jacs.5b06659

‘COMPANY/ORGANIZATION
State Key Laboratory of
Catalysis, Dalian Institute of
Chemical Physics

Chinese Academy of Sciences
Dalian, Peop. Rep. China
116023

ACCESSION NUMBER
2015:1340032
CAN163:331216
CAPLUS

Chiral ligand
= e stereoselective prepn. of tetrahydroisoquincline derivs. via iridium-catalyzed |

PUBLISHER
Amer\cﬂ'l Chemical Society

deracemization in presence of chiral phosphine ligands
sterecselective prepn. of tetrahydroisequinoline derivs. via iridium-catalyzed

deracemization in presence of chiral phosphine ligands Catalyst use; Uses TI pS )

A 1. 98%LAERISZHR , HPLITATLZRS]

A CAS So]ution Copyright 2016 American Chemical Society. All rights reserved.

. FIndex Term#x5 | SEAFAIEEIRIAANIE

2
OSciFinder ... 3. FICAS RNHRE|H B BB
4

. FHCAS Rolefr3 | ME P EEYIRAVAT

i




CAS A TL#x5 |#ERAY )R
- REANRYITER | BARRNAARBTHESS. 55, %Y

8

AESFRIE— T RARNEREITNES.

* AR, ZFAFRRUEY  SEFREAE. AHERYE@E, CAS RN
RIFRIRER 7% , FEERA RIS EEM A EYIR B TR,

= FJFASciFinderdg9#=5 {2 (Index Term , CAS RN, CAS Role) , &

B | A,

8

SciFinder*
C]. m eI' .......................................... W £ DIVISION OF THE
Copyright 2016 American Chemical Society. Al rights reserved. AMERICAN CHEMICAL SOCIETY

A CAS Solution



At

- EEME R AN

= SciFinderf@ "M@= A T
— XEkteZE ( PatentPak )
- YRR

— Markush§z=
- RN
— SciPlannerfEREEN

= SciFinder® W a]u & R

== ®
15 === CAS
Cl ].I]. eI‘ llllllllllllllllllllllllllllllllllllllllll ‘v DIVISION OF THE 9
Copyright 2016 American Chemical Society. All rights reserved.

A
A CAS Solution AMERICAN CHEMICAL SOCIETY



SciFinderZ=/9%

it

I

CAplus
>4200h R#&, TF,
WXF
63N T FIIR NI &
F
Medline

CAS REGISTRY
>1.081Z M IFHI R
>66008 5 MEEFFS
S6LZZMBEBILE

MARPAT

)
/  CASREACT \
/>T1I0F £B L% LR |
( KL

>14007 &£ & B Hl&1E
=

o

SciFinder*
Cl ]-I]- er CAS is a division of the American Chemical Society.

A CAS Solution Copyright 2016 American Chemical | Society. All rights reserve d.

>1107 R FAHA %
\ ERANNDEE

CHEMLIST
>34 5 A MELEE S
BHE®
15N EFRFEZRE F

CHEMCATS

[ SL02Z RS

>33005 4594 R
>660 NEIKLFE M
R

>750 LFEMBXR

)
—

== CAS

Wappg®® A DIVISION OF THE

AMERICAN CHEMICAL SOCIETY




SciFinderZ=Milt: https://scifinder.cas.org/

<= SCIFINDER
v A CAS SOLUTION

] — - — ' News & Updates
Slg“ In . Eﬁ)\sc I FI n d e rmk%*u&‘ﬁg Welcome to Scifinder

Username scicas7521

Did you notice our new look?

Qur new branding wil also be phasad into

training and other support materials in the

coming months. If you are a Key Contact and

have guestions, or need assistance updating

logos on any of your organization’s websites,
y please contact the CAS Customer Center.

Password |

[F] Remember me
(Do not use on a shared computer)

—

Forgot Username or Password? ! f:a%':rfso‘r,rtg:ng}ﬁ SdfFinder Future
Build your career, help shape the future of
research information and attend one of the
most respected scientific meetings in the
world. Apply for the 2016 SciFinder Future
Leaders program by April 101

Your SciFinder username and password are assigned to
you alone and may not be shared with anyone else.

New to Scifinder?

Learn mare about gaining access to ScFinder. A New Way to Explore Synthetic
Preparations in SciFinder!

Learn more about this new solution from CAS
and try 5 free samples of Methodshow today!

CHEMCATS Chemical Supplier Program
Chemical supplier? Be part of the waorld's
preferred chemistry research solution. Leamn
more now.

Introducing the PatentPak Interactive
Patent Chemistry Viewer
The new PatentPak interactive patent

What is SciFinder? chemistry viewer significantly reduces the
® time spent locating the important chemistry in
ScFinder ® is a research discovery application that provides int=grated access to the warld's most comprehensive and a ateit by usin gCAS Sclepntls'ts' direct ||nkr:
authoritative source of references, substances and reactions in chemistry and related sdences, p: Y a
to key substances in the source patent.
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Research Topic "synthesis of pesticide”™

REFERENCES @
Select All Deselect All

1 of 5 Reszarch Topic Candidates Selected

Welcome Helen Zhu

References

112 references were found containing "synthesis of pesticide™ as entered.
44932 references were found containing the
82807 references were found where the two concepts "synthesis” and "pesticide
11236033 references were found containing the concept "synthesis”.

376179 references were found containing the concept "pesticide”.

nthesis” and "pesticide

closely associated with one another.
were present anywhere in the reference.
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112
44932
82807

11236033
376179
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Hammann By Sharma, Nesil : Chan zk L R ~oge
Ingeborg =100 From International Journal of Environmental A English, Database: CAPLUS %‘E = =
This study documents the levels of pesticide residues in mik samples of mothers from Himachal Pradesh, India, and time trend comparison of &g | z Lj:i
Watanabe Yuki > 139 conducted around the world. The reg\onal difference in xenobiotic levels of breast mik varied with demog. characteristics Df mothers and altitudi

pesticides conmmlnatlon of p,p-DDE, p,p-DDT and chlorpyrrfos was revealed in 27.45% mothers' mik samples. Among these p,p'-DDE was the major contaminant found in 26.79% mmp\es

Stendel Wihelm > 124 folowed by p,p-DDT (1.31%) and chlorpyrifos (0.65..
s —— |

Homeyer Berhard = 121 [0l 2. Sulfur(VT) fluoride exchange (SuFEx): Another good reaction for click chemistry &
Q, Quick View [ Other Sources
Drabek Jozaf > 114 By Zheng, Qinheng; Dong, Jisjia; Wu, Peng; Sharpless, Karl B, o

From Abstracts of Papers, 281st ACS Mational Mesting & Exposition, San Diego, CA, United States, March 13-17, 2016 (201€), CARB-102. | Language: English, Database: CAPLUS

It has been 14 years since the Cu(l)-catalyzed azide-alkyne cyclization (CuAAC) was introduced as a premier example of click chem., which conceptualy descibes a few good reactions making
stable covalent connections between small units. Recently, another good reaction for dick chemn., sulfur(VI) fluoride exchange (SuFEx) was developed in our lbrotary, which virtualy consists
of three near-perfect recipes. First, satd. ag. KFHF soln. was discovered as a general method for converting a sulfonyl chloride to the corresponding sulfonyl fluoride, which is stable on-standing
while robust in presen...

Erdelen Christoph = 113
e ——|

Behrenz Wolfgang = 106
 E—— —

Wachendorff
Neumann Ulrike > g4 [[] 3. occurrence and removal of organic micropollutants: An overview of the watch list of EU Decision 2015/495 &
Q Quick View [ Other Sources
Maurer Fritz =77 By Barbosa, Marta O.; Moreira, Nuno F. F.; Ribsir, Ana R.; Persira, Manuel F. R.; Silva, Adrian M. T. ol
= From Water Research (2016), 54, 257-279. | Language: Engish, Database: CAPLUS -
 E— —

Afthough there are no legal discharge limits for micropolutants into the environment, some regulations have been published in the last few years. Recently, a watch list of substances for
— European Union-wide monioring was reported in the Decision 2015/495/EU of 20 March 2015. Besides the substances previously recommended to be included by the Directive 39/2013/EU,
ore namely two pharmaceuticals (diclofenac and the synthetic hormone 17-alpha-ethinylestradiol (EE2)) and a natural hormone (17-beta-estradiol (E2)), the first watch lst of 10 substances
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@ Author

Company Name
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Publication Year(s)
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0 of 14759 References Selected

1. Presence of pesticides in breast milk and infants' formulae in Himachal Pradesh, India

@ Quick View  [7 Other Sources

By Sharma, Mesta Deviz Sharma, Ishwar D.; Chandel, Rajeshwar Singh: Wiss, John C.

From International Journal of Environmental Anahsical Chemistry (2016), 96(3), 225-236. | Language: English, Databass: CAPLUS
This study documents the levels of pesticide residues in mik samples of mothers from Himachal Pradesh, India, and time trend comparison of pesticide load based on various studies
conducted around the world. The regional difference in xenobiotic levels of breast mik varied with demog. characteristics of mothers and altitudinal variations. The single or multiple
pesticides contamination of p,p"-DDE, p,p"-DDT and chlorpyrifos was revealed in 27.45% mothers' milk samples. Among these p,p'-DDE was the major contaminant found in 26.79% samples
followed by p,p"-DDT (1.31%) and chlorpyrifos (0.65...

2. Sulfur(VI) fluoride exchange (SuFEx): Another good reaction for click chemistry

Q, Quick View [ Other Sources

By Zheng, Qinheng; Dong, Jijia; Wu, Peng; Sharpless, Karl B,

From Abstracts of Papers, 251st ACS National Mesting & Expostion, San Disgo, CA, United States, March 13-17, 2016 (2016), CARB-102.
It has been 14 years since the Cu(I)-catalyzed azide-alkyne cyclization (CuAAC) was introduced as a premier example of click chem., which conceptually descbes a few good reactions making
stable covalent connections between small units. Recently, another good reaction for click chem., sulfur(VI) fluoride exchange (SuFEx) was developed in our labrotary, which virtualy consists
of three near-perfect recipes. First, satd. aq. KFHF soln. was discovered as a general method for converting a sulfonyl chloride to the corresponding sulfonyl fluoride, which is stable on-standing
while robust in presen...

Language: English, Database: CAPLUS

3. Occurrence and removal of organic micropollutants: An overview of the watch list of EU Decision 2015/495

Q Quick View [ Orther Sources

By Barbosa, Marta O.; Marsira, Nuno F. F.; Ribeiro, Ana R.; Pereira, Manuel F, R.; Silva, Adrizn M, T,

From Water Research (2016}, 54, 257-279. | Language: English, Database: CAPLUS
Afthough there are no legal discharge limits for micropollutants into the environment, some regulations have been published in the last few years. Recently, a watch list of substances for
European Union-wide monitoring was reported in the Decision 2015/495/EU of 20 March 2015. Besides the substances previously recommended to be included by the Directive 39/2013/EU,
namely two pharmaceuticals (diclofenac and the synthetic hormone 17-alpha-ethinylestradiol (EE2)) and 3 natural hormone (17-bets-estradiol (E2)), the first watch list of 10 substances
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By Sharma, Nesta Deviz Sharma, Ishviar D.; Chandsl, Rajeshwar Singh; Wise, John C.
From International Journal of Envirenmental Analytical Chemistry (201 6), 36(3), 225-236.

Language: English, Database: CAPLUS

This study documents the levels of pesticide residues in mik samples of mothers from Himachal Pradesh, India, and time trend comparison of pesticide load based on wvarious studies
conducted around the world. The regional difference in xenobiotic levels of breast milk varied with demog. characteristics of mothers and altitudinal variations. The single or multiple
pesticides contamination of p,p-DDE, p,p-0DT and chlorpyrifos was revealed in 27.45% mothers' milk samples. Among these p,p'-DDE was the major contaminant found in 26.79% samples
followed by p,p"-DDT (1.31%) and chlorpyrifos (0.65...

2. Sulfur{VI) fluoride exchange (SuFEx): Ancther good reaction for click chemistry
Q, Quick View [ Other Sources
By heng, Qinheng; Dong, Jajis; Wu, Peng; Sharpless, Karl B.

From Abstracts of Papers, 251st ACS National Mesting & Exposition, San Diego, CA, United States, March 13-17, 2016 (2016), CARE-102. | Language: English, Database: CAPLUS

It has been 14 years since the Cu(I}-catalyzed azide-alkyne cyclization (CuAAC) was introduced as a premier example of click chem., which conceptuzlly descibes a few good reactions making
stable covalent connections between small units. Recently, another good reaction for click chem., suffur(VI) fluoride exchange (SuFEx) was developed in our labrotary, which virtually consists
of three near-perfect recipes. First, satd. ag. KFHF soln. was discovered as a general method for converting a sulfonyl chloride to the corresponding sulfonyl fluoride, which is stable on-standing
while robust in presen...

3. Occurrence and removal of organic micropollutants: An overview of the watch list of EU Decision 2015/495
Q, Quick View [ Other Sources

By Barboss, Marts O.; Morsirs, Nuno F. F.; Ribsiro, Ana R.; Persirs, Manuel F. R.; Siva, Adrian M. T.

From Water Research (2016), 34, 257-279. | Language: English, Database: CAPLUS

Although there are no legal discharge limits for micropollutants into the environment, some regulations have been published in the last few years. Recently, a watch list of substances for
European Union-wide monitoring was reported in the Decision 2015/495/EU of 20 March 2015. Besides the substances previously recommended to be included by the Directive 39/2013/EU,
namely two pharmaceuticals (diclofenac and the synthetic hormone 17-alpha-ethinylestradiol (EE2)) and a natural hormone (17-beta-estradiol (E2)), the first watch list of 10 substances
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17. Plant biological source chive fertilizer maggot-eliminating pesticide

By: Li, Shi
Assignee: ingdac Changlv Biclogy Ressarch Institute, Peop. Rep. China

The title plant biol. source chive fertilizer maggot-eliminating pesticide contains effective ingredients of Nymphaea tetragona ext., chitin, plant ash, matrine, bios, and probiotics (prebiotic including Lactobacilus
acidophilus, Bifidobacterium, Bacilus subtilis, and culture media raw material including soya-bean milk, wheat bran, fish bone powder, brown sugar), and is obtained through special process. The inventive plant Apr 15, 2015
biol. source chive fertiizer maggot-eliminating pesticide is mainly used as fertiizer in chive growth cycle to dispel chive magaot for sterilization of leek soil.
cytokines, jointly being absorbed by chive, while providing nutritive substance, and avoiding chive maggot to infringe chive. The inventive plant biol. source chive fertiizer maggot-eliminating pesticide has A
efficient germicidal action, can purify soil, create good chive growing environment, can repair the chive injured by chem. pesticide, promote the absorption of nutritive substance, and resist chive maggot

infringement, is nontoxic, easy to degrade, and polution-free harmless, and has simple prepn., low pesticide amt., and low cost.

Patent Information

There is synergistic effect of plant and biogenic CN 104513104

QUICK LINKS
0 Tags, 0 Comments

PATENT INFORMATION

APPLICATION
Sep 27, 2013

Patent No. Kind Language Date Application No. Date
CN 104513104 B PATENTPAK A Apr 15, 2015 CN 2013-10448242 Sep 27
Priority Application

CN 20132-10448242

Indexing

Sep 27, 2013
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Substances

Hormones, microbial

519-02-8 Matrine %

bios; plant biol. source chive fertilizer magagot-eliminating pesticide

1398-61-4 Chitin &

plant biol. source chive fertiizer maggot-eliminating pesticide

Fish

Agricuttural use; Biological study; Uses

bone meal of; plant biol. source chive fertilizer maggot-eliminating pesticide

57-50-1 Sucrose, biological studies &

Maggot

plant biol. source chive fertiizer maggot-eliminating pesticide

control of: plant biol. source chive fertilizer maggot-eliminating pesticide

Biological use, unclassified; Biological study; Uses
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fESciFindert&ZRER Y , BEIPatentPakEREPAI =y

ntain active ingredients from the group of N-(1,3,4-oxadiazol-2-yl)-arylcarboxylic acid amides (I, where A = N or C-alkyl, C-halogenalkyl,
= alkyls and substituted alkyls, and Z = H, halogens, and substituted alkyls). The caimed amides can be formulated in mixts. with other

safeners. The herbicide combinations were evaluated against 15 test weeds. The herbicidal formulations are suitable for weed control in
lly medified crops) and other useful pl...

The claimed herbicidal fermulations
efc., R = alkyls, halogenalkyls, et
herbicides and opticnal herbici
agricultural crops (esp. genep
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— .
2y Rommelspac mPatentPak , $kHXPatentPak Viewer
From Eur. Pat. Ap) . e .
@ EP 2853533 | Interactive [German
The inventic  — thyl-Cs i pharmaceutical compns. thereof useful in the treatment of acute and chronic inner ear diseases.
Compd. Iwj{ Patent Family ~methyl-1H-Indole-3-ethanamine hydrochloride with 2,2-dihydroxyacetic acid followed by decarboxylation and redn. and
was evaluat ¢ WO 2015044434 A2 Garman
B WO 2015044434 A3 Garman

PatentPak™

Patent No. ——Y¥i~4_ | anguage

lines for the treatment of ear diseases
Q, Quick View PatentPak™ ~

By Rommelspacher, Hans; Enzensperger, Christoph

From PCT Int. Appl. (2015), WO 2015044434 A2 20150402, | Language: German, Database: CAPLUS
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Beispiele

Beispiel 1a: Synthese von G-Fmr-s-?mmyl-p-calbolh

search in Scifinder = | View Detail

Analyst Markup Location
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CAS RN 24335-20-4
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1971, 51, 136 oder Org. Synth. 1988, Coll. Vi .
S @00 fvl;'g;mﬁrztmmin fEPatentPak Viewerdrr/a 545
, Steinen| ost und mit ein N
G s ol NEAINTD | HUBEATEIPDFI
i n eine Lo aus 3, (190, ==
wobei der pH auf eu:: 4 eingestellt wird. 14:':F'E"J%JB"CJE:%\
umtemperatur gerihrt und zur Vervoll
15 (Figur 1a, Fon'el IVa) wird abfiltriert und mit wenig Eiswasser gewaschen.
Zur Decarboxylierung wird der noch feuchte Filterkuchen des Betains (Figur 1a,
Formel IVa) in einen Kolben Gberfuhrt und in verdinnter Salzs3ure (6,48 mLWasser

Analog zur Vorschrift von Ho und Walker (Beng T. Ho und K. E. Walker; Org. Synth.
10  GlyoxalsaureSydrat (Figur 1a, Formel lll) in 81
we ins Eisbad gestelt. Der orange-beige Niederschiag des Betains
und 918 pL konzentrierte Salzsaure) gelost. Die Reaklionsmischung wird unter
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CAS Registry Number 3118-97-6
I N

CLS Hlﬁ NZ 0
2-Naphthalenol, 1-[2+2,4-dimethylphenyl)diazenyl]-

4894

Molecular Weight
276.33

Melting Point (Experimental)
Value: 166 °C

Boiling Point (Predicted)
N, Value: 476.7+40.0 °C | Condition: Press: 760 Torr
1
IGRES o HO
Density (Predicted)
Value: 1.14+0.1 g/cm3 | Condition: Temp: 20 °C Press: 760 Torr

pKa (Predicted)
Value: 13.52+0.50 | Condition: Mast Acidic Temp: 25 °C

Other Names
2-Maphthalenal, 1-[({2,4-dimethylphenyl)azo]- (9CT)
C.I. Solvent Orange 7 (7CL8CI

. ° & Sudan Red (6CT)
SCIF] []de[‘ 1-[2+(2,4-Dimethylphanyl)diazenyl]-2-naphthalenol
CAS AL Dod B E
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EXPERIMENTAL SPECTRA k———

'HNMR | IR Mass Raman | UV and Visible

'H NMR Properties Value Condition Note
Proton NMR. Spectrum See spectrum (13)BIORAD
MNotes

(13) BIORAD: Copyright Bio-Rad Labaratories. All Rights Reserved.

PREDICTED PROPERTIES

Biological Chemical Density Structure Related  Thermal

Lipinski Properties Condition Note
Freely Rotatable Bonds (21)
N Ay 4 N \j:t
L Full R SFuEE] (an
TulE TS
H Donors (21)
H Donor/Acceptor Sum (21)
logP Temp: 25 °C (21)
Malecular Weight (21)
MNotes
(21) Calculated using Advanced Chemist elopment (ACD/Labs) Software V11.02 (© 1994-2015 ACD/Labs)
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Stages: 1, Most stages in any one step: 1
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TRISERR TS

From ACS Catalysis, 4(6), 2038-2047; 2014

+ Experimental Procedure

@ca rpy General/Typical Procedure: General Procedure for Nitroarene Reductions. Melecular hydregen was added with a balloon filled with 1 atm of H; to a mixture

t MY of nitroarene (0.3 mmol), Cs,CO; (0.3 mmol), anisole as internal standard (0.3 mmol), and NHC-Pd-rGO (6 % 107 mmel, based on metal) in toluene (5 mL). The
system was then evacuated and baclkfilled with H; in cycles for three times before putting the reaction vessel in an il bath at 100°C for 2h. Yields were determined
by GC analyses using anisole (0.3 mmol) as internal standard. Products were identified according to spectroscopic data of the commercially available compounds.
Entry: 4; Yield 100%.
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-~ Experimental Procedure

General Procedure for the Sonogashira Coupling.**®' Compounds 6a *! and 16 ° were synthesized according to literature procedures. Aryl halide 6a or 16
(9.21 mmol) in n-butylamine (6.4 mL) was placed in a flame-dried roling-boftomed Nask under an argon atmosphere. A mixture of terminal alkynes 7, 25, 26, or

27 (9.21 mmol} in n-butylamine (10 mL) and Pd(Phs ), (5% or 3% was added, with the optional addition of Cul (3% where appropriate. The FRtiTe was heated
for 21 h at 98 °C and poured intoH,0(80 mL). The product was extracted with EtOAc (3 % 80 mL). The combined organic layers were washed with brine, dried over
anhydrous Na,S0,, and evaporated under reduced pressure. The crude product was purified by silica gel column chromategraphy (EtOAc/hexanes, 10-50%). 3-
[2, 5-Bis{methoxymethoxy Jphenyorop-2-yn-1-oF (8). Yield 96%; colorless oil. IR (KBr) v, 3310, 2230 cm''; *H NMR (CDCl5, 400 MHz) & 3.46 (3H, s, H-4b),
3.51 (3H, 5, H-1b), 4.51 (2H, s, H-1a), 5.09 (2H, 5, H-4a), 5.17 (2H, 5, H-1a), 6.95 (1H, dd, 7= 9 and 3.0 Hz, H-5), 7.03 (1H, d, 7= 9.0 Hz, H-6), 7.10 (1H, d, 7
3.0 Hz, H-3); C NMR (CDCl,, 100 MHz) & 51.81 (C-9), 56.05 (C-4b), 56.38 (C-1b), 81.74 (C-7), 91.56 (C-8), 95.14 (C-4a), 95.88 (C-4b), 114.19 (C-2), 117.13 (
5), 118.50 (C-3), 121.20 (C-6), 151.95 (C-4), 153.06 (C-1); HRESIMS /m/Z 275.0900 [M + Na]* (calcd for C,;H,,0, 275.0896).

Step 2

Generation of the Key Aldehyde.'” Oxalyl chloride (272.3 gL, 3.12 mmol) in dry CH,Cl, (9 mL) was added to a stirred solution of DMSO (332 gL, 4.68 mmol) i
dry CH,Cl; (1.5 mL) under an argon atmosphere at -78 °C. The mixture was stirred for 15 min, and the alcohel 8 (393.5 mg, 1.56 mmol) or alcohol 17 (300 mg,
1.56 mmol) in dry CH,Cl, (12 mL) was added dropwise (Note: Swern oxidation could be scaled-up to 1.56 mmaol of starting material). After the starting material
been consumed (nearly 2 h), Et;N (1.88 mL, 7.8 mmel) was added. The reaction mixture was stirred at -78 °C for a further 30 min and was allowed to warm to
and quenched with saturated NH.Cl and H,0, and the mixture was stirred for 30 min. The organic phase was decanted off, and the aqueous layer was extracted
with CH,Cl, (3 ® 30 mL). The combined organic layers were washed with brine, dried over anhydrous Na,S0,, and evaporated under reduced pressure. 3-/2,.5-
Bis{methoxymethoxy)phenyllorop-2-ynal (9). Yield 91%; colorless oil. IR (KBr) v, 1660, 2194 cmi?; *H NMR (CDCl,, 400 MHz) & 3.46 (3H, s, H-4b), 3.51 (3H, 4
H-1b), 5.10 (2H, 5, H-4a), 5.21 (2H, 5, H-1a), 7.09 (1H, dd, 7= 9.2 and 1.2 Hz, H-6), 7.12 (1H, dd, 7= 9.1 and 2.2 Hz, H-5), 7.22 (1H, dd, 7= 2.2 and 1.3 Hz, H
3), 9.4 (1H, 5, H-9); 1*C NMR (CDCl;, 100 MHz) & 56.18 (C-4b), 56.54 (C-1b), 92.05 (C-8), 92.27 (C-7), 95.22 (C-4a), 95.58 (C-1a), 110.70 (C-2), 116.72 (C-6),
122.0 (C-5), 122.00 (C-3), 151.85 (C-4), 154.88 (C-1), 176.92 (C-9); HRESIMS /m/z 273.0741 [M + Na]" (calcd for C,-H,.0, 273.0739).
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By Jang, Jacbong; Jung, Jong-Wha; Ahn, Jaeseung; Sim, Jachoon; Chang, Dong-Jo; Kim, Das-Duk; Suh, Young-Ger y 44 114N IR

e e oo, 667 St i i —> ARSI LR B R
S
oo [ AHODAADDED

Products Isoquinoling, 3,4-dihydro-6,8-bis(phenylmsthoxy)-, 95%, CAS RN: 1384461-35-1
Reactants Benzenesthanaming, 3,5-bis(phenylmethoxy)-, CAS RN: 188662-05-7 = L"I,% ' 1
o o Hexamethylenstetraming, CAS RN: 100-97-0 Aen
N
+ Solvents Trifluoroacetic add, CAS RM: 76-05-1
- _/.f Acetic acid, CAS RN: 64-19-7 o
L
Nit, Procedure 1. Add hexamethylenstetramine (3.1 g, 22.1 mmol) to the mixture of 2-(3,5
bis(benzyloxyJphenyl)ethylamine (2.0 g, 11.0 mmaol), ACOH (12 mL) and TFA (3 mL) under argon
Y - 2. Stir the mixture for 3hours at SDEC.
3. Dilute the reaction mixture with H,0. o A\j- =
4. Basify with potassium carbonate and extract with CH,CI,. - *g\_\L 1> "
5. Wash the combined organic layers with brine.
6. Dry over MgS0, and concentrate in vacuo.
7. Purify the residue by column chromatography on silica gel (5 to 10% EtOAC in hexane) to obtain 6,8
bis{benzyloxy}-3,4-dihydroisoquinoline.
-
Scale gram
|
1H NMR (CDCI,, 400 MHz) & 8.69 (5, 1H), 7.43 - 7.29 (m, 10H), 6.45 (d, 7= 1.88 Hz, 2H), 6.36 (s, 1H), 5.05 (5, 2H),
5.04 (5, 2H), 3.67 (t, 2H), 2.65 (t, 2H)
Sy
13C NMR (CDCl;, 100 MHz) & 161.9, 157.7, 155.2, 140.0, 136.3, 126.6, 126.5, 126.1, 128.0, 127.4, 127.1, 111.9, 105.3,
98.5, 70.1, 46.5, 26.0
° - EEER
o I:l ’ Ll‘
IR (thin film, neat) v, 3062, 3032, 2935, 1736, 1620, 1603, 1575, 1497, 1442, 1377, 1351, 1309 cm!
HRMS (FAB+) calcd for CoH,;NO, (M+H™) 344.1651; found 344.1658
Mass Spec (FAB+) m/z344 (M+H")
-
State vellow solid
F/SHREE
'f% ?/ﬁ_ ] (— CAS Method Number | 3-614-CAS-200055
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