Accepted Manuscript

Synthesis of 6-amino-2,3-dihydropyridine-4-thiones via novel efficient thioe-
nolate-carbodiimide rearrangement

Nikolai Yu. Kuznetsov, Rabdan M. Tikhov, Tatyana V. Strelkova, Yuri N.
Bubnov, Konstantin A. Lyssenko

PIL: S0040-4039(16)30997-2

DOI: http://dx.doi.org/10.1016/j.tetlet.2016.08.010
Reference: TETL 47981

To appear in: Tetrahedron Letters

Received Date: 8 July 2016

Revised Date: 25 July 2016

Accepted Date: 3 August 2016

Please cite this article as: Kuznetsov, N.Y ., Tikhov, R.M., Strelkova, T.V., Bubnov, Y.N., Lyssenko, K.A., Synthesis
of 6-amino-2,3-dihydropyridine-4-thiones via novel efficient thioenolate-carbodiimide rearrangement, Tetrahedron
Letters (2016), doi: http://dx.doi.org/10.1016/j.tetlet.2016.08.010

This is a PDF file of an unedited manuscript that has been accepted for publication. As a service to our customers
we are providing this early version of the manuscript. The manuscript will undergo copyediting, typesetting, and
review of the resulting proof before it is published in its final form. Please note that during the production process
errors may be discovered which could affect the content, and all legal disclaimers that apply to the journal pertain.


http://dx.doi.org/10.1016/j.tetlet.2016.08.010
http://dx.doi.org/10.1016/j.tetlet.2016.08.010

Synthesis of 6-amino-2,3-dihydropyridine-4-thiones via

novel efficient thioenolate-carbodiimide rearrangement

Nikolai Yu. Kuznetsov,** Rabdan M. Tikhov,? Tatyana V. Strelkova,® Yuri N. Bubnov,*"
Konstantin A. Lyssenko®
# A.N. Nesmeyanov Institute of Organoelement Compounds, Russian Academy of
Sciences, Vavilov 28, 119991, Moscow, Russian Federation; e-mail: nkuznff@ineos.ac.ru

® N.D. Zelinsky Institute of Organic Chemistry, Russian Academy of Sciences, Leninsky
pr. 47, 119991 Moscow, Russia

Abstract

A new and efficient method for the synthesis of 6-amino-2,3-dihydro-4-pyridinethiones
from N-(3-butenyl)thioureas, without the use of conventional thiophosphorus reagents has been
reported. Thioureas are initially transformed into iodocyclothiocarbamates which subsequently
give cyclic thioenol esters after base-mediated HI elimination. These esters readily undergo a
base-mediated (tBuOK) thioenolate-carbodiimide rearrangement, accompanied by C-S bond
cleavage and C-C bond formation, to finally give a series of novel 6-amino-2,3-dihydropyridine-

4-thiones.

Introduction

Thiocarbonyl compounds are useful reagents and intermediates that are widely applied in
the syntheses of various substances including complex biologically active molecules or natural
products.’ Due to the relatively weak C=S bond (BDE 105.3 kcal mol™* in CS; versus 127.2 kcal
mol™ in CO,),% thiocarbonyl compounds demonstrate high reactivity in nucleophilic addition,
deprotonation, oxidation, sigmatropic rearrangement, and a variety of cycloaddition reactions
with 1,3-dienes and 1,3-dipoles.® A general approach to the introduction of a C=S group is the
direct thionation of carbonyl derivatives by treatment with hydrogen sulfide,
bis(trimethylsilyl)sulfide or thiophosphorus compounds (P4Sio, P2Ss*2Py, Lawesson’s and

Davy’s reagents).® Despite the well described procedures for thionation with these reagents,

' Single crystal X-Ray analysis



Download English Version:

https://daneshyari.com/en/article/5258482

Download Persian Version:

https://daneshyari.com/article/5258482

Daneshyari.com


https://daneshyari.com/en/article/5258482
https://daneshyari.com/article/5258482
https://daneshyari.com

