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Dieckmann kondenzasyonu

C C
OO +
MaOEt _ _Hy0 OEt
RNCDDEt i i
o O
CHy C-OR NaOR f_fle—&—DR + RO
(CHy)
(o . |
(CH,) —C-OR <0

S-lcetoester

DIECKMAN KONDENZASYONUN, BIR DIESTERIN MOLEKULLER ARAS: BAZ KATALIZLI
REAKSIYONUDUR (MOLEKULLER ARAS: CLAISEN KONDENZASYONU). BU KONDENZASYON
SONUNDA 5- VE 6- HALKAL: URUNLER ELDE EDILIR (SIKLIK B-KETOESTER). URUN ENOLIZE
OLABILEN PROTON ICERDIGINDE VERIMLER OLDUKCA YUKSEK OLMAKTAD:R. AKSI
DURUMDA, TERS REAKSIYONLA HALKA KOPMALAR:1 OLABILMEKTEDIR.

0 0
0 > 18 g OFt
OiFt 4 0 MalEt
EtO) = — + EtOH
0 3 OFs 0

2
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Baz olarak genellikle alkoksit (RO-), gibi guglu bazlar kullanilir.
Enolatlari hazirlarken kullanilan genel bazlar

1. Hydrozide HQ:  pKa=157
2 Alkexides RO:  eg  CHO:  CHCHO:  (CH),COt
methoxide ethoxide t-tutomxide
pEKa=16 pEKa=18
3 Sodiumhydride NaH  NaH + H —= Na* + H,}

thiz reaction can not reverse as the proton
and the hydride combine to give hydrogen cas
which wall bubble cout of the reaction.

4. Lithium dusopropylamide (LDAD

LD A 15 a strong base, but not wvery L1 T pEa=36
nuclecphilic due to the stenic hinderance
of the two tsopropyl groups



General points to remember:

Hydroxide will cause hydrolysis of esters

Alkoxide basses should match the alcohol part of an ester to
avoid transesterification

NaH and LDA are usually used in tetrahydrofuran (THF) as
the solvent (like many organometallic reagents)
NaH and LDA are strong bases.

Important things about LDA:
Strong base but poor nucleophile (too sterically hindered)
LDA is very good for making enolates of esters, aldehydes
and ketones since it can give essentially 100% (quantitative
conversion) to the enolate

This allows the enolate to be alkylated or acylated with less
chance of self-condensation reactions
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http://www.chem.ucalgary.ca/courses/351/Carey/Ch20/ch20-3-3-1.html
http://www.chem.ucalgary.ca/courses/351/Carey/Ch21/ch21-1.html#base?
http://www.chem.ucalgary.ca/courses/351/Carey/Ch14/ch14-0.html

In some molecules there are H atoms that are adjacent to 2 carbonyl groups
(which are electron withdrawing).

Extra resonance stabilisation of the enolate anion makes these H more acidic
(i.e lower pKa) than hydrogens adjacent to a single carbonyl group.

These type of compounds are sometimes called "active methylenes" (recall a

methylene group is a CH2)

A S R g

LTOC'S'TE

1.2-dilcetone
rK_=9

1) 3eg TMSOTS 0o
4 eq. Et;M
CHLCh, 1, 14 h M= C

I 0
[+
J
2} qTMSDTf OTMS -
56, ELM, 4 h C DTMS OTMS

e
COMe — COMe "oane
_ Oe 0% (isol.) 9% (i=zol.)

{ Iu.“Je‘ou_L CvuUU Y iuuvay

Silylative Dieckmann-Like Cyclizations of Ester-Imides (and Diesters)
T. R. Hoye, V. Dvornikovs, E. Sizova, Org. Lett., 2006, 8, 5089-5091.


http://www.organic-chemistry.org/abstracts/lit1/477.shtm
http://www.chem.ucalgary.ca/courses/351/Carey/Ch12/ch12-8b.html
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The Reformatskii reaction (often spelled Reformatsky reaction) is
an organic reaction which condenses aldehydes 1 (or ketones)
with a-halo esters 2 with metallic zinc to form B-hydroxy-esters
3.[1][2] It was discovered by Sergei Nikolaevich ReformatskKii.

+ -
R1)J\ R, Br\)LORs R1R2 OR;
1 2 3

The organozinc reagent, also called a 'Reformatskii enolate’, is prepared
by treating an alpha-halo ester with zinc dust. Reformatskii enolates are
less reactive than Grignard reagents and hence nucleophillic addition to
the ester group does not occur.
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http://en.wikipedia.org/wiki/Organic_reaction
http://en.wikipedia.org/wiki/Organic_reaction
http://en.wikipedia.org/wiki/Organic_reaction
http://en.wikipedia.org/wiki/Condensation_reaction
http://en.wikipedia.org/wiki/Aldehyde
http://en.wikipedia.org/wiki/Ketone
http://en.wikipedia.org/wiki/Ester
http://en.wikipedia.org/wiki/Zinc
http://en.wikipedia.org/wiki/Reformatskii_reaction#endnote_Reformatsky
http://en.wikipedia.org/wiki/Reformatskii_reaction#endnote_Reformatsky2
http://en.wikipedia.org/wiki/Sergei_Nikolaevich_Reformatskii
http://en.wikipedia.org/wiki/Sergei_Nikolaevich_Reformatskii
http://en.wikipedia.org/wiki/Sergei_Nikolaevich_Reformatskii
http://en.wikipedia.org/wiki/Sergei_Nikolaevich_Reformatskii
http://en.wikipedia.org/wiki/Sergei_Nikolaevich_Reformatskii
http://upload.wikimedia.org/wikipedia/commons/6/64/Reformatsky_Reaction_Scheme.png
http://en.wikipedia.org/wiki/Organozinc




