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pKBH =1 0,64

pKgy = 1

H3;C—NH, pKg =3,36 base forte
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PKg =13 molto debole
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Kg + pKgy = 14 ®
PKp * PRy HiC—NHs
Le ammine aromatiche eNH
sono basi piu deboli rispetto ’
alle ammine alifatiche
NO,
base debole
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NH; NH,
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pKgH = 4,63 pKg = 9,37
X PKBH piridinio = 9,29
»
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Ne pKBpiridina =8,75

pKBimidazoIo =7,05

N ibrido sp2 abbassa basicita

PKBHimidazolio = 6,99

in imidazolio la risonanza delocalizza la carica positiva
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®
H30 pKa =-1,74 H,0 pKgy = 15,74 ©0oH pKg = 1,74
® Guanidina
NH, NH, NH> NH base di forza comparabile

o

Ho,N7 SNH, H.NZ NH, HoN” ~NH, H,N” NH,

pKBH =13,6

analgesico-antitussivo

H,PO .
2T la salificazione

rende le ammine piu solubili in acqua

codeina codeina fosfato
poco solubile in acqua solubile
solubile in acqua insolubile in acqua

questo diverso comportamente
@_ @_ _> @_‘EHB + @_NH puo essere sfruttato per separare
o ):o composti organici basici da non basici
Cl

in miscela
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aldeidi/ chetoni
amminazione

iduttiva™

Gabriel synthesis o
vedi 0 A.A pag.6-7 ftalimmide
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riduzione
ammidi

nitrili

nitroderivati

alchilazione
riduzione

: ione azoturo N3

alchilazione
R RX / ossirani

ammoniaca

riarrangiamenti (HN3 e R3B)

Wilhelm Eschweiler
1 December 1860 - 21 March 1936
German, b. Euskirchen, Germany

Hans Thacher Clarke
27 December 1887 - 21 October 1927
British, b. Harrow, England

Eschweiler, W., Chem. Ber. 1905, 38, 880
Clarke, H.T.; Gillespie, H.B.; Weisshaus, S.Z,
J. Am. Chem. Soc. 1933, 55, 4571

*
Eschweiler-Clarke reaction
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Staudinger, H.; Meyer, J., Helv. Chim. Acta 1919, 2, 635 Hermann Staudinger
S_ o /| PPh; . . 23 March 1881 - 8 September 1965
R=N-N=NI| StaUdmger reaction German, b. Worms Grc)ermany
o o Nobel Prize Chemistry 1953
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OH
CN

Br

NH, N,
NaN02

HCI

Reaz. Sandmeyer Traugott Sandmeyer

I 15 September 1854 - 9 April 1922
Swiss, b. Wettingen, near Zurich, Switzerland
Sandmeyer reaction
Sandmeyer, T., Chem. Ber. 1884, 17, 1633
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Eliminazione: sali di ammonio quaternario
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Arthur Clay Cope

27 June 1909 - 4 June 1966

American, b. Dunreith, Indiana, USA

Cope elimination

Cope, A.C.; Foster, T.T.; Toule, P.H., J. Am. Chem. Soc. 1949, 71, 3929
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Ph + Me,NOH

Eliminazione di COPE
stato di transizione SIN coplanare stereospecifica
come per solfossidi e selenossidi (vedi cap. enolati)
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Me,N Polonovski
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