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EIKONA 23-1

MHXANIZMOZ

O yeVIKGG pnXaviopo6 piag avtidpaocng kapBovuNKrig CUUITOKVWONG. H pita kapBovulikr
évwon 5pa we mMuPnVOPIAOS 56TNE Kat N GAAN we NAEKTPOVIOPIAOG SEKTNG. Yotepa and
TIPWTOVIWON TOL MPOKUNTOVTOG eVBIaUESOU, TEMKO TIPOTOV sival pia B-udpo&u KapBovUNIKN
£vwon.
&
I

C o He~
T :Baon

€ Mia kapBovuhikr évwon mou @épet

éva a-aropo uSpoyoVou [13 H
UETATPEMETAL GTO EVOAIKO TNG 1OV
ue eniépaon Baonc. I e '
5 %
EvolAiké CI (|:| Y
16v T ok ~ \/c \/
Q To evoNké 16v §pa we MupnvVOPIAOG |
501G Kal Tpaypatonolsi mpooBrikn e
TNV NAEKTPOVIOQIAN KapBovuloudada ”
piag Se0TEPNC KApBOVUAIKNG EVWONG o &
mou 8pa we SEKTNG. ﬁ % :/O s *H Bdon
/C ~C Ao
T & N
9 MNpwTtoviwon Tou eviapscou : !

TeTpasdpikol 16vrog akkoeidiov o
odnyei 010 oudETEPO TIPOTOV ”
CUUIMUKVWONG Kal avaysvvarat ) )
o katahiTng (n Baon). Néog deopog C—C

0 OH

I \\/ -

/C\g/g\c/ +  :Baon
N
B-Y6polu

kapPBovulikr évwon




Ardelideg

Ketoveg
\/ N/ N\ o
C\C/H C\C/C\C/H ,
? I Ao /Nl
O H O O
KuxA 5
Pa1vUuloaKeTaASeid) 90% ogfavovn
0]
0 Ol CH, , |(|j
|l | | Y
9 CH;—C—CH <—— CH.C CH—(|1—CHO
| )
CHj, CH; CH, Axetévn

2-MeOulonmporavdain Xapnd1 anddoon

22%



AZKH2EIZ

23-1 TpoBAEwTe TO TTPOIOV TNG OADOOAIKAGC avTidpaong KABe upiag atmrd TIGC akOAOUBEC

EVWOEIC:

(@) ﬁ B) ﬁ' )
CH3CH,CH,CH C ~Ch, ©




23.2

O O O
CH,
. IlpooOikn CHsl
THF, -78°C ~ -
VS
0 I Lol e
w CHsCH»2CH
CH,CH,CH > | CH,CHCH = CHBCHZCH(EHCH
L CHS -
0

v’ MMeipapaTikh diagopoTroinon
(KaTaAuTIKA A OXI TTooOTNTA BACNC)

0
|

CH30H2CH(|3HCH +

CH,



23.3

AAOOAIKN apudarwon

1]
H* 1
/C\C/C\ OH-
/\
B-Yopo&u xetdvn

1] aAOeion

2:Uuy1aKmn
evovT



Baoixn
KATAAuon

‘O&ivn

RATdAuon

<R T

/C\/C\‘/C\_\

Evoliks 16v




2UCUy10KT) €vOvT
(rreproaorepo araBepri)

0
| |

C C
N T T
c” ¢
/ \ |
Mn ouluyiakn evovn
(Aryorepo araBeprf)

10



| T
H\C|¢C \Cléo H\Cléc \Cléc ~H
H H H H
Mpomevdln 1,3-Boutadiévio

EIKONA 23-2 Tam deopukd popiaka tpoxiaka piag ouluylakic vovng (mpomevaAnc) kat evog ou{uytakou dieviou (1,3-poutadiévio)
€Xouv Tapopolo OXIjHa Kat EKTEivovTal a€ A0 TO T GUOTNIC.

11




r

Kuxklos{avivn

A

OH

A 4

O*@M

KuxAoe§ul16evoruRAoe{avivn
(92%)

12



AZKHZEIZ

23-3 MNola evovn Ba avapévare va oxNUATIOTE atrd TNV AADOAIKI] OUPTTUKVWON KABE

MIOG ATTO TIG TTAPOKATW EVWOEIG;

(@) O: (B) ﬁ‘ (Y) ﬁ‘
O C ~ CH3CHCH2CH
CH3 |

CHs

13




23.4

/C\C/C\
|

AASOAIKA 1poidvTa

O
ﬁ) |
N
/C\ + /C\
Apyikéc ouoiec aASOANC

14



O

|
L CH,CH,CH,CH,CHCH

CH,CH,CH,CH,CHCH,0H < (Biopnyavikd, Ho/Pt) |
CH,CH, CH,CH;
Ytoxog: 2-A10udo-1-e§avodn 2-A10vdoelavain
H,/Pt
] !
CH.CH,CH,CH > CH,CH,CH,CH (|3CH
BoutavdAn CH,CH;

2-A10udo0-2-edevadn

15



AZKHZEIZ

23-5 Tloleg atrd TIC TTAPAKATW EVWOEIC €ival TTPOIOVTA AADOAIKAC cuuTTUKVWOnNG; MNMola

gival N TTpOdPOoNN aAdelidn ) KETOVN O€ KABE TTEPITITWON;

(a) 2-Ydpocu-2-puebulotrevriavain
(B) 5-A1BuAo-4-peBulo-4-eTTTEV-3-0VN

©p ' wp g

CH3 CH2CH3

16




23.5

CH,CHO +

Axetaddelion

IIpommavdAn

(|)H (|)H

CH;CHCH,CHO + CH;CH

Bdon n n
+ CH,CHO
Mixtd mpoidvta
ZUPPETPIRA
mpoiovta

17



O CHO
H,C
+

2-MeOuloxkurAoefavivn
(86tne)

Bev{aAdetidn
(6ékInC)

0O O
.

A 4

+ CH3;CCH,COCH,CHj,4

Kuxloeavovn
(6¢KTNICQ)

Axeto1x6 a10UvA10
(661NC)

0
H,C
\©+ 0

78%

O O

N

OCH,CH; + .0

80%

18



23.6

O O
C > + 11,0
O CHs CH;
2,5-E&avodiovn 3-MeOulo-2-Kurlomevrevovn

(1,4-61KeTOVY))

19



O

s

CH
H O ?

2,5-E€avodiovn

EIKONA 23-3 H evdopopaxii akdohikn) avriépaon ¢ 2,5-g&avodiovng odnyei otov oxnpatiopo tng 3-peBuro-2-KUKAOTIEVTEVOVNG Kal
OX1 IPOTOVTOC L€ KUKAOTPOTEVIKO SaKTUAILD.

20




AZKHZEIZ

23-10 Tloio Ttrpoidv Ba avapévare va oxnuUartioTei amdé Tnv Kartepyaoia g 1,6-

KukAodekavodidvng ue Bdon;

Baon

O

1,6-KukAodekavodiovn

21




23.7

Avridpaon ouurrukvwaong Claisen

] T
2 CH,COCH,CH, - > CH,C—CH,COCH,CH, + CH,CH,0H
3 o
0&1K6 a10GA10 Axetol1xé a10vAi0,

évag fi-revo eotépacg (75%)

22



EIKONA 23-4 MHXANIZMOE
Mnyowopog e avtibpaong oupmikwwang Claisen.

S
H.} .C
~c ™om
PN
H H
o H Baon anoona éva 6Eivo a-aropo
uEpoydvou amd Eva PopIo ECTEDT, o“
OYNUATICoVTOL TO EVORMKD 10V
TOU EOTE| T 1
pao. 0
.
e
QU: wC OEt
Il |
C OEt
HJ \H
e To evoMkod 10V MpayPaTOMmoE]
avriSpaon nupnvogihng npooBrikng 9“‘
oE éva SEUTEPO POPIO E0TEPQ,
aynuaTiioviag éva TETpaedpmxo .
evBiapeco v akkofeaibiou. (‘f]’ ﬁ
A
EtD ) /N
H
9 Amo 1o TeTpasdpikd evBiapeco
anofarietan v aiBofeidion, 9”
OMGTE MPOKUTTTEL pia vEa kapBovukin
Evwon, o aketofikog aBuleoTEpac. rﬁl rﬁl
C C +  EO
Mt e ToR
H H
a Qotéoo, To 10v mbofeibiov eival aprketa
1woyupr BAon WoTe va amompuwTovVIDoE! a”
nocoTika Tov aketofiko mbuleoTépa,
peTaTomi{ovTag £ToL TNV 100 ppoTia o o
™ ouvolikng avtibpaong I I
A ; L. & .C + EtOH
OE TTOCOTIKT OAOKAN pLOaT). H—;C" ‘m?/ ~OEt
H
9 MpwToviworn Tou evolkol IGVTOC
pe mpoodnkn vEanikod Siahoparog elH;Cﬁ
ofEog o Eva EEXWPIOTO oTadio mapeEyE!
10 TEMKO TMpoiov Tow F-KETO ECTEPQ. Q Q




AZKHZEIZ

23-11 pdyte T TTPOIOVTA TTOU Ba avauévarte va oXNUATIOTOUV aTrd TNV avTidpaon

oupuTTUKVWONG Claisen Twv TTAPAKATW E0TEPWV:

(a) (CH;),CHCH,CO,Et (B) ®aivulogIkog alBuAeoTEPOG
(Y) KukAo€CUAOEIKOC aIBUAECTEPAG

24



(a)
I it

1. Na* "OEt
(CHg),CHCH,COEt  + (IDHZCOEt 2. HyO'
CH(CHg),
(b)
1. Na® OEt
+
©/0H2005t CH200Et 5 0"
(c)
CH COE + CH COE 1. Na® TOEt_
e 2 2. HO*

JC

o

> (CHg),CHCH,C— CHCOE

+ EtOH CH(CH3)2
: ,CH2C—CHCOEt
+ EtOH ©

P

CH,C— CHCOEt

+ EtOH

25




23.8

Meiktéc avridpdoeis ouutrukvwaong Claisen

1 I
COCzH5 C_ + CzH5O
1.
+ 2 >
Bev{oiké a10vA10 0&1K6 a10UGA10 Bev{oudol1K6 a10ul10
(8ékTNE) (86tne)

26



H.C 0O H.C !
|| RN
H,C L . HC H
+ PR 2. -
H OEt
2,2-A1peOudokurloeavovy  Poppmiké aafviio B-Keto aA8etidn

(66t108) (6éKTNC) (91%)

27



AZKH2EIZ

23-11 lMNolo rpoidv Ba avauévare;

@) ®O
O NaOEt
Ao Y e
@)
@)

28




23.9

Evoouopiakég avridpaoeic ouurukvwaons Claisen: Dieckmann

)

H .
OCH; ; + CH,0

2-Oforurlonmevravorappfofudiké6 peOviio

(82%)
E&avodioiké dipeOviio
(1,6-81e0Tépag)
O O
OCH, 1 + CH.0
5 >
Entavodi1oiké dipe@vhio 2-0orurAoclavorapfouliké pebviio

(1,7-81e01épacg)

29



EIKONA 235 MHXANIZMOX

o]
OEt
H
H CO,Et
o H Baon anoona éva 6§ivo a-uSpoydvo
amno éva and Ta aropa avBpaxa mou o” Na* "OEt
Bpiokovral SimAa oTig E0TEPOPASEC,
oxnuati{ovrag éva eVOMKO 16V. !
)
\OE:
5 . s w—C0,Et + EOH
© Evbopopiaxi nupnvoein npoadrikn Tou Tk
EVOMKOU 10VTOC TOU ECTEPA OTNV
xapBovulopada me Seitepng 2] n
eotepopadag, oto Ghho akpo NG
avBpakikng alucidag, mapéyel Eva 0: CMt
KUKAIKO TETpaedpixo evdiapeco. C/ H
COZEI
€ Me andlaia 16vTog ahkofeiSiov and To o J‘I
TeTpaedpiko EVSIANECD MAPAyETal EVag
KUKAIKOG B-KETO E0TEPAC. o
H ‘—\
COet  + :OFt
@ 0 napayspuevog 6§voc B-keto eatépag o l
QIOTPWTOVIWVETAI, CXNuaTi(ovTag Eva
EVOMIKO 1OV... o

- _COEt + FEOH

...TO OTIOIO TIPWTOVIWVETAL HE L

npoaBrkn udatikol Siakvparog oféog N
oTO TENOG TG avTidpaong, onoTe (5] l tay
TIPOKUTITEL £vag B-KETO ECTEPAC. .

H

COEt  + H0




Ouunbeire!

O
ﬁ | (“: \c/
Evepyommoimmpévog SimAdg Seopdg 1. :Nu~ A NP g N I
| H
| :Nu~ AEN npayparornoteital
M eVeAVOTIOINITSVOe S1TTAGe Sedi1io C —
Mn evepyomoimpévog S1mAog ecpdg \C// ™~ avu’é‘paafz

32




2uluync¢ mpooBnkn aAkuAouadwyv (evwoeig Li-Cu)

O

| |
1.
/C\C//"”C\ 2. H,0"

a,fp-Arépeotn
aASeudn/KeTtdvn

33



23.10

Avridpaon Michael

O

Arthur Michael (1855-1942)

IIpoiov ouluyotc
npoonkmnc

34




I I I I
CH,CCH, + H,C=—CHCCH, & Uftabadin, CH30(|3HCHQCHZCCH3

2. H,0"
CO,C,H, C0,C,H;

Axreto&1k6 a10vA10 3-Boutev-2-6vn 94%

35




Aéktec Michael Aotec Michael
ilfli O O
H,C=CHCH Mpomevain RgCHzgR‘ B-Aketovn
tlfli O O
HoC—CHCCH3 3-Boutev-2-6vn RgCHngEt B-Keto eotépag
O O O
H2C=CH(|I|OEt Mporevoikog alBuleoTépag EtO(!lCHZQOEt MnAovikoc SialBuleoTépag
O 0]
Il I
HoC—CHCNH, Mpomnevapidio RCCH,C=N B-Keto vitpiAio
H,C—CHC(=N Mpomnevovitpihio RCH-NO, Nitpoévwan
NO,
H2C=(|ZH NitpoaiBuAévio

36



EIKONA 23-6 MHXANIEMOX

Mnyxaviopog tng avtibpaong Michael peta&i evog B-KeTo eoTépa Kal piag a,B-akepeoTtng
Ketovne. H avtidpaon sivai pia culuyiakn mpooBrikn vog eEVOMKOU IGVTOG OF LI aKOPECTN

KapPBoVUAIK £vwor).

@ H Baon amoona karalutika
£va 0§Ivo a-TipwToVIo arod
TOV B-KETO £0TEPQA, OTIOTE
TIPOKUTTTEL £va TUPNVOPIAO
OTaBEPOTOINUEVO EVOAIKO
1ov.

© To nupnvégiro npocTiBetal
OTNV NAEKTPOVIOPIAN
a,B-aKOPEOTN KETOVN, O
wa avtiépaon Michael,
oxnuartifovrag wg mpoidv
£va VEO EVOMIKO 10V.

€ To svoiké mpoiov
TIPWTOVIWVETAL, £iTE a0 TOV
S1aAUTn €ite anod Tov apxiko

B-KeT0 £0TEPQ, KAl TTApAyETal
TO TEMIKO TIPOIOV MPOCONKNG.

0O 0
L L
BHO” CT CH;

75N
H H

0HNa+ ~OEt

H3C/c\c/ \C/C\ + EtO”

H
o et 37
H H Ot




AZKHZEIZ

23-17 MNolo trpoidv oxnuartietal atro TN Baoikd kataAuouevn avtidpaon Michael Tng 3-

BouTtev-2-6vng e KABE Evav aTrd TOUG TTAPAKATW TTUPNVOPIAOUG OOTEC;

(0) o9 B) o
EtOCCH,COEt COsEt

38




Michael Donor
(a)
//O

eley
CHa
Et0G,

O
(b)

CO2 Et

Michael Acceptor

I
HoC=CHCCH,

i
HoC= CHCCHg

Product

O

/Y
EtOC O
\ |

 CHCH,CH,CCHg

EtOC\\

O

i
CH,CH,CCHg

CO,Et

39




23.11

Ouunbeire!

40



Avridpaon Stork (3 oradia) W

O R.f\ /R.f
| o
~ C\ e |
R ¢~ +HNR, = __C _ +H0
o
<:>:0 4 H—NG — <:> NG+H2O
Kukloelavovn ITuppoM1divn 1-ITuppolidivorurAoeéévio (87%)

(evapivn)

41




EvoMixrs 16v C{\

|\

\ [Tupnvépidoc
a-avBpaxac
| U

/C\@ ~ /C\é/

| |

42




{2

C,N Q 0O Q 0

Kukhoe€avovn Mia evapivn o
H50 i

eﬁxo

EIKONA 23-7 H avridpacon Stork petafi g / '}

Kukhoe€avovng kat g 3-pourev-2-0vig. @) Apyikdn N

KukhogEavovn petatpénetal os evapivn, (€)) n evapivy

npootiBetar ot @, f-axOpeaT) KETOVN O pia avtidpaon H

Michael ka1 (€)) To mpoidv culuyiakic mpoobiKng

udpoAoetal Kat mapdyetar pua1,5-8ierévn. Mia 1,5-8iketovn (71%)

43




23.12

Avrtidpaon Robinson

COzCzH5 CO2 C2H5

(’\_
/ - . . E . -
6\ o AvtiSpaon Michae 0 0

. _ _

IIpoicv Michael

3-Boutev-2-6vly  Axketof1ké
a10UA10 o l R

o)

CO,C,Hj

SE
o

IIpoiov kukAomoinong

44




EIKONA 23-8 Zuvbeon 0 [ o |
NG 0TEPOEISOUC OOV _ H3C CHs
0LOTPOVNG i€ [ta avTibpac) + H
Kukhomoinang Robinson. O
nupnvo@io¢ S0 givat pua 0 o Bio o o
B-OikeTovn. een, —>
CH30 CH30
Aéktng Michael A6TN¢ Michael Mpoiov avtidpaong Michael
(a,B-ak6peoTtn KeTOVN) (B-61keTOVN) - -

CH30

Mpoiov kukAomoinong Robinson Owotpovn

Carl Djerassi
(1923-2015)




KE®.23. ANTIAPAZEIZ KAPBONYAIKHZ ZYMIMYKNQZHZ

gmravainyn
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/—\ | H

H

H, H H HO 5 i
\ﬂ><ﬂ/ ©/CHO Q ©)\ H ANSOAIKI) avrispaon

AAOOAIKN TUUTTUKVWON | RBJVL .

Avridpaon Claisen
47



Evdouopiakég avridpaoeic ouutrukvwong Claisen: Dieckmann

— (L —

L @—»“ﬁj—’(f
@ X ii*

Avrtidpaon Michael

ITpoidv oculuyoic
apooOnknc

48




Avridpaoeig¢ Stork

00

cat p—TsOH 2. H;0*

3. Y6po)\uon

Oy

49



Avrtidpaon Robinson

(’\_ COZCzH5
2 <
d 4
\;\
O O

3-Boutev-2-6vi) Axketoliké
a10uvAi10

A 4

CO,C,H; |
O O
IIpoidv Michael
CO,C,H;
+ H,O
O/

IIpoiév xukAomoinong

50




AAOOAIKN avridpaon-avayvwpion

7=q

@)

—

~
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KaBeyio and us napakanw svwaoss Jnopsi va napacksuaotel pe evbopoporn afbofikn cupnokvwon pios &-
KELOVNS. Xpnoiponoinote tnv avtiotpogn avaduen ouvBeons yia va npoodiopioete tn bopn tns Biketdvns oy

k@B nepintwon.

ial () o (¥

Ynodeiypa AUons

/
(a) - Xpr’\an Ths avn'afpo(Pns ava\vons ouvleons.

* Tava npocbiopioeTe pia blabikacia ahdo)ikhs

O aupnﬁkwuans w’as a,p-akdpeoTns KeTovNs,
braondote Tov beops C=C o1 wote o a avpakas
va nagapeiver pe Tov C=0 kat o P dvBpakas va

Bpioketar oTov beitepo C=0.

0
o
~ = (T,
C didonaon O
K b L,
* H oivleon civar:
/10 o f NalH =0
CHyC CHCH CH, ECH, —-—_’f/z”
teppavon C,lé 52
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Avridpaon Robinson-avayvwpion 0

0
v’ 6-ueAng 6aKTUAIOG
v a,B akOpeoTn KETOVN
0

SO=L0= 0
| U
L D= L O
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Bpeite tn bopn tou npoidvtos nou NPOoKUNTEl Katd tnv Katepyaaoia tou paivuiofikou ailBuieotépa pe kaBévav
and tous NApaKAatw eOTEPES O CUVONKES PEIKTNS oupnukvwons Claisen.

O 0 0
(a) /\D)kﬂ/‘\\“ (B) /‘\DJ\WD\/ (y) HJJ\D/‘\\_
O
AvBpakikog dialBuleoTépag Ofahofikoc SlaBLAECTEpaC MupuNKIKOC alBUAECTEPAC

Ynobdeiypa Avons (a) O avBpakikoés diailBuieotépas dev oxnpatilel evonikoé 16v, v o paivuioikds ailBune-
otépas oxnpati¢el. H nupnvé@inn dkudo unokatdotaon tou avBpakikou dialBuneotépa and 1o evonikd 16v tou
eaivunofikou alBuneotépa divel évav disotépa.

@)
IXNHATIONAG SeOHO0 PETAgL TOV @)A A 0
a GvBpaka Tou @aivulogIkoU 0
alBuAeoTépa Kal Tou KapBovuAikou — o/\
a” s =

avBpaka Tou avBpakikol S,

SialBuleaTépa 2\ —
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AZKHZEIZ

23-27 TpoBAEYTE TO TTPOIOV TTPOCONKNC YIa KABE Pia atrd TIC TTAPAKATW AVTIOPACEIC KAl

YPAWTE TOV UNXAVIOUO.

(@) O NaOH B NaOH _
/‘\)‘LH CH3CH,OH © CH3CH,OH  /
) o (8)

0
0
N )L NaOH NaOH |
H cH, L CHCHOH CHyCHOH 7
o)
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23-29 MNpoBAEYTE TO TTPOIOV TTPOOONAKNG YIA KABE pia atrd TIC TTAPAKATW avTIOPACEIS Kal

YPAWTE TOV UNXavIoOUO.

(a) 0 O
1. NaOCH,CH3 _
CH3CH,0 OCH,CH3  2.H;0* A
0
(B)/\)L I.NHDEH?, R
- ’
OCH3 2.H30
vy ©O
0

1. (CH3)3COK
+ = >
2.H30

> OCH,CH;

e

(9)

1.NaOCH3
2.H;0% '

N

OCHs

56




23-32 H ouuttukvwaon Knoevenagel repiAapfavel Tnv avrtidpaon Piag Evwong evepyou
pueBUAeviou (p1ag opddag CH, HETAEU OUO NAEKTPOVIOEAKTIKWY OMAdWYV) PE U1 aAdElidn

N KETOVN. [poTEiveTe Evav unxaviopo yia Tnv avTidpaon TTou aKOAOUBE.

0 O CH3CO,Na CH3CH,0 OCH,CH;

57



23-39 H avridpaon Darzens trepIAauBavel pia Baoikd KATAAUOPEVN OUMTTUKVWON dUO
oTadiwv TOU XAWPOCIKOU QIOUAECTEPO HPE MIO KETOVN, TTPOGC OXNMATIONO €VOC ETTOCU
eoTépa. To TTpwTO OTAdIO €ival pia avTidpaon KAPBOVUAIKAC CUUTTUKVWONG Kal TO

OeUTEPO HIa avTidpaan Sy2. [pAYTe TOUG NNXAVIOPUOUG Kal TwV dUO OTadiwV.

O O

Nat ~OEt |
+ . CHCO-Et
CICH,CO,Et Py .

58



23-45 H avTtidpacn Mannich, petagUu piag KeTdvng, PIOC apivng Kal piag aAdeliong,
arroteAei éva ammd Ta Aiya Ttrapadeiyyara avTidpAoEwV TPIWV AVTIOPWVTWY OTNV
opyavik xnueia. H KukAoggavovn, yia Tapadeiyua, avridpd pe 1n dieBuAapivn kal TV
OKETAAOEUON, OTTOTE TTPOKUTITEI MIa ApIvo KeTovn. H avTtidpaon Aaupavel xwpa oe dUO

oTadIa TToU TTEPIAAUBAVOUV TUTTIKEC aVTIOPACEIC KapBovUAouadac.

O O
Ht (KaTaAuTnc)
+  (CH3);NH +  CH3CHO
N(CH3)5

CHy
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23-49* Tlwg Ba ouvBEoeTe KABE pia ATTd TIC TTAPAKATW EVWOEIC, XPNOIMOTIOIWVTAG IO
aAOOAIKA avTidpaon; [pawte Tn Oourp kK&Be aAdeldne 1 KeTdvng Tou Oa

XPNOIUOTTOINCETE O€ KABE TTEQITITWON

(a) O (B) L

) (9) 0
Q CﬁHS \ﬁ/cfiﬂs

CgHs CeHs
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(@)

O

2

o e EtOH ~c =
—_— |
2. heat H e

+ H20
(b) 0 0
1. NaOH,
EtOH & H0
CHO 2. heat
C
© CH,CHO 1. NaOH,
EtOH ’ + H,0
2. heat
CH,CHO
CHO
(d) 0
CgH C CgH
b i Al TR C.h
i3 EtOH 6''5 6’5
0) O + 2 H-0
\! / 2. heat 2
—C
/ \ CeHs CeHs

CeHs CeHs
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23-56* H kivvauaAdelidn, 1o apwpaTtikd cuoTtaTtikd Tou aiBépiou eAaiou TNG KaveAAac,
MTTOPEI VO ouvTEBET NEOW MIOC MEIKTAC AADOAIKAG CUUTTUKVWONG. [ pAWTe Ta atTapaitnta

aAvTIOPWVTA Kal TIG avTIOPATEIG.

CHO
3
Kivwwapahdeiidn
CHO 1. NaOH, x. - CHO
EtOH
+ CH3CHO 3 + H
2. heat =
Cinnamaldehyde
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23-58* Tpaywte TIC OOMEC Twv TOAVWY TIPOIOVTWY ouuttukvwong Claisen Twv
TTAPAKATW AVTIOPACEWYV. 2€ KABE TTEPITITWON OTTOU aXNMaTi(ovTal TTEPICCOTEPA ATTO £va

TTPOIOVTA, TTOI0 Ba UTTEPIOXUOEI,

(¢) CH,CO,Et+CH,CH,CO,Et (B) CH.CO,Et+CHCH,CO,Et
(7) EtOCO,Et+ xvkhoeiavovn (6) CH.CHO + CH,CO,Et

63




@ o 0 0 0 0
Il Il Il Il [l
CHsCOEt  1.NaOEt, CHsC—CH,COEt  +  CHgCH,C— CH,COEt

" EtOH
IOI 5. H30+’ ﬁ ﬁ ﬁ hj + EtOH
CH3CH,COEt + CHgCH,C— (I)HCOEt * CH3C— ?HCOEt
. g CHs ) " EHs 3

self-condensation products mixed condensation products

Approximately equal amounts of each product will form if the two esters are of similar
reactivity.

® o
I

1. NaOEt, 0 0
CgH5COEt EtOH I I? I? I

o B m» CgHsCHoC— GHCOER + CgHsC— GHCOER + EtOH
I CeHsg CeHs

CgHsCHoCOEt
self-condensation product mixed condensation product

The mixed condensation product predominates.

© o 0 o) 0
+EtOICIDOEt s SR gouzt
_EtOH_ + EtOH
2. H30"

This is the only Claisen monocondensation product (aldol self-condensation of
cyclohexanone also occurs to a small extent).

@ 4
[l
1. NaOEt, 0 @] 0]
CGHSCH EtOH [ Il [l
. ———> CHsC—CHCOEt + CgHsCH=CH,COEt + EtOH
. 2. HyO

If-condensati duct ixed condensati duct
CH3COEt self-condensation product  mixed condensation produc
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23-62* Tlwg Ba TTAPACKEUACETE TIC AKOAOUBEC EVWOEIC XPNOIMOTTOIWVTAS avTIOPAOCEIS

Michael;, YT1rodeicte Tov TTUPNVOPIAO OOTN Kal TOV NAEKTPOVIOPIAO OEKTN O€ KABE

TTEPITTTWON.
() o) 0 P) 0 O
CHggCHCHECHng5H5 «:H3t|:|CH?_CH?_CH£cH3
éOzEt
) ﬁ (9) f\|10p_ ﬁ'
EtOCCHCH,CH,C=N CH3CHCH,CH,COEt
E|20;_Et
() © (61) O
EtOQCHCHECHENOE
c|0;._Et
CH,NO,
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Michael

Michael
donor ® i e acceptor
0 B YT 0N 0
] / ] {4 ] \ Il
CHaCOH | CHGCOHE CHaCHaCCgHs/  HaC=CHCCetis
\ s Pr

CO2Et \\ ColélEt T

? 0O 1. NaOEt, ? ?

| I i | |
CH3CICH2 + HC=CHCCgHy —— = CHSCC|:H— CHoCH,CCgH5
2 COLE

CO,Et
Michael donor Michael acceptor

(b) When the Michael product has been decarboxylated after the addition reaction, it is
more difficult to recognize the original enolate anion.

O O 1. NaOEt, 0 0
Il Il EtOH Il Il
CHscICHz + H20= CHCCH3 —+> CH3C H— CH2CH200H3
2. H30
COLE - COLEt
Michael donor Michael acceptor
P F e B F
CHgOCH—CHpCHoCCHg 2o CHgCCHaCHpCHACCHg + CO + EtOH
ea
CO,Et
© 4 1. NaOEt,
I _ EtOH —
EIOCCH, + HpC=CHOSN === EIOCCHCH,CHC=N
2. H30 |
CO,Et COLEt
Michael donor  Michael acceptor
d
@ O 1. NaOEt, NO» (@)
EtOH | I
— CHQCHCH2CH2COEt

CHgCHoNO, + H;C=CHCOEt ——=—
Michael donor ~ Michael acceptor %

© 0 1. NaOEt,
EtOH
EtOCCH, + Hy,C=CHNO, ;O+>
I 2. Hz0
CO,Et
Michael donor Michael acceptor
® o) 1. NaOEt,
CHaNO,  + —EtOH _
2. HzO"

Michael Michael acceptor
donor

i

EtOCCHCH,CHNO,

(@)

CO,Et
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23-66* H tTapakdatw PETATPOTIN TTEPIAAPBAVEI OUO DIAdOXIKEC EVOOUOPIAKES AVTIOPAOEIS

Michael. ['pawpTte TOV unxavioud kabe oTadiou.

Na®™ ~OEt
AlBavohn i
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OFt

X =

enolate
0 formation

T Michael
addition
EoH | © 0
"—’ '(—!
. i . \ -
+ “OEt protonation| Michael &) J
O O  addition O

68




23-69* ZUPTTANPWOTE TA AVTIOPAOCTHPIA O-N OTO TTAPAKATW OXAMA:

O
2O O e O
CDQEt 20‘[ 2.n

O

i.a fie CHEF

— —

2.b 2.d CO,Et

H

o e
—l~ —
2.1 2.h

(a) L1A1H4 then H;O™; (b) POC13, pyridine (¢) KMnOy, H30+ (d) CH3CH,OH, H™;
(e) Na* ~OEt; (f) H30™; (g) Na* “OEt, then CH3Br; (h) H;O™, heat

69




23-70* MNw¢ Ba TTapACKEUATETE TIC AKOAOUBEC EVWOEIC ATTO TNV KUKAOECAVOVN;

(0) o ® o

CeHsCH CHCgHs CH,CH,CN

(r) O ) © 0

CH,CH=CH, COEt
2
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(@)

1. NaOH, CgH5CH CHCgH5
EtOH
+ 2 CgHsCHO ——» + 2 H,0
2. heat
b = =
Lo [O °
N 1. HoC=CHCN CHpCHLCN
+ N @—— :
| 2. HzO" N
H
N
l
i | H
© 9 0
CHoCH=CH,
1. LDA
e
2. BTCH20H=CH2
@ 5 0 . ?
| 1. Na* "OEt, EtOH !3
+ C >
EtO” ~CO,Et 2. HgO" ~ CO,Et
+ EtOH
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