Substrate pKa H:O (DMSO)

ALCOHOLS
HOH 15.7 (27.5)
MeOH 15.54(27.9)
FProH 16.5 (29.3)
1-BuCH 17 (29.4)
c-hex,COH 24
CF;CH OH 12.5 (23.5)
{CF3),CHOH (17.9)
CgHs OH 9,95 (18.0)

m-ONCgH,OH 835
p-ONCgH,OH  7.14 (10.8)

p-OMeCH,OH  10.20(19.1)

2-napthol (17.1)
OXIMES & HYDROXAMIC ACIDS
_OH
)|\ 11.3 (20.1)
Ph Ph
0
_OH 8.88 (13.7)
Ph N {NH)
o H

an\ - (18.5)

PEROXIDES
MeOOH 11.5
CH;CO3H 8.2

Tables des pKa

Substrate pka H.C (DMSO)

FPROTONATED NITROGEN

N*H, 92  (10.5)
EtN*H, 106
FProN*H, 11.05
Et;N"H 10.75 (9.00)
PhN*H; 46 (3.6)
PhN*(Me).H 520 (2.50)
PhoN*Hs 0.78
2-napthal-N"H; 4.16
HoNN* Hy 812
HON*H, 5.96
Quinuclidirlié\l}H 1.0 (9.80)
/N

Morpholine g M'H: B.36
N

N-Me morpholine 7.38

MO,
+
Y NH:  -93
O,
—H
I 297, 8.82
DABCO 4% > (297, 8.9)
4
P, 6.90, 9.95
/N
Y4
Proton Sponge -9.0,12.0
PO
PhCN'H -10
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Substrate  pKa HxO (DMSO)

AMINES
HN; 47 (7.9
NH; ag (A1)
FPraNH (36)
TMSNH (30)
PhNH (30.6)
PhoNH (25.0)
NCNH (16.9)
W .
e
T™MP H (37)

Me

- Me
HEN—@\I {26.5)

AMIDES & CARBAMATES

O
FRJI\NHE
R= H (23.5)
CHs 151 (25.5)
Ph (23.3)
CF4 {(17.2)
NH: (urea) (26.9)
OFt (24.8)
0
EIJ\ _Ph {21.6)
@]



Substrate pka  H:O (DMSO)

CARBOXYLIC ACIDS

]

XJ\OH

X= CHs 4.76 (12.9)
CHoNO, 1.68
CH.F 266
CH,CI 2.86
CH,Br 2.86
CHal 3.12
CHCl, 1.29
CCly 0.65
CF4 -0.25
H 3.77
HO 3.6, 10.3
CaHs 4.2 (11.1)

D'OQNCE;H4 217
fTT'OQNCgH,_q 2.45
P-O:NCgH, 3.44

0-CICeH, 2.91
m-CICgH, 3.83
p-CICH, 3.99

O'(CHS)SN+06H4 1.37
P-(CHz)}sN"CgH, 3.43
p-OMeCgH, 4.47

O
R"'\)I\OH
R=H 4.25
trans-CO-H 3.02, 4.38
cis-COzH 1.92, 6.23

Tables des pKa
Substrate pKa HxO {(DMSO)

ESTERS
j\ 24.5 (30.3)
FBUO O e
Ph (23.6)
FBLUC
]
- 20.0
0 0
Jvu\ 11 (14.9)
EtO e
m] @]
Jvu\ 13 (15.7)
WeO OMe
]
MeOJ\(S (20.9)
)
]
)J\/Ph [30.2 (THF)]
Licy
AMIDES
T (26.6)
J\/F'h
Ml o
SPh (25.9)

]
. (24.9)
M* e
EthJ\O/ 2
CNJ\/GN (17.9)
] ]

(18.2)
MeENJ'jSvu\Me

(25.7)
=R =
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Substrate pKa H.O (DMSO)
ETHERS
CH;OPh (49)
MeOCH,SO,Ph (30.7)
PhOCH,SO,Ph (27.9)
PhOCH.CN (28.1)
o)
(21.1)
MeO\_)J\Ph
SELENIDES
O
PhS (18.6)
K)I\F'h
PhSeCHPh, (27.5)
(PhSe),CH, (31.3)
PhSeCH-Ph (31.0)
PhSeCH=CHCH.SePh (27.2)
AMMONIUM
M83N+CH2}<
X= CN (20.6)
S0O-Ph (19.4)
COPh (14.6)
COoEt (20.6)
CONE, (24.9)



Tables des pKa

Substrate pka HxO (DMSO) Substrate pKa H.O (DMSO) Substrate pKa H.O (DMSO)
IMIDES HYDROGARBONS INORGANIC ACIDS
7 (32
- 5 MeyCH - HxO 157 (39)
HyO* 1.7
@j‘({m 8.30 I)<NH (14.7) (Me)>CH; 51 o -
S CHL=CH, 50 2 -
HBr -9.00 (0.9
CHy 48  (56) (0.9)
ACNH (17.9) A 16 HCI 80 (1.8)
SULFONAMIDE CH,=CHCH, 43 (44) HF 3.17 (19
HOGI 7.5
MeSO,NH, (17.5) PhH 43 o -
PhSO.NH; (16.1) PhCGH; 41 (48) 4
HCN 94  (12.9)
CF3SOoNH, 63 (9.7) PhaCH, 33.5 (32.2)
MeSO,NHPh {12.9) Ph;CH 31.5 (30.6) HN; 1.72 (7.9
GUANIDINIUM, HCCH 24 HSCN 4.00
HYRDAZONES, - IDES, & -INES PhGCH o (28.9) H.50, Lo, 721
MYHo
(13.6) XCeH1CHy H.S0, 3.0,1.99
Moo N X= p-CN (30.8)
MMH, p-NO, (20.4) H;POy 212, 7.21, 1232
(21.6) HNO -1.3
P e p-COPh (26.9) 3 :
o]
Py (18.9) e Me HNO, 3.29
P NHNH; ’ (26.1) H.CrO, -0.98, 6.50
i
PhSO,NHNH (17.2) e CHS0uH 26 (16)
PhNHNHPh 26.1
=0 20 (201) CF3S05H 14 (0.3)
HYDROXAMIC ACID NG 001
- {\ /7 15 (18.0) o 000
M on 8.88 (13.7) N . (OH); .
P N (NH) z HOOH 11.6
H
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Tables des pKa

Substrate  pKa H,O (DMSO) Substrate pKa H:O (DMSOQ) Substrate  pKa H.O (DMSO)
KETONES T AMIDINES
o Me NE0.Ph
JI\/X )j\
= T (265 | e Mo (17.3)
= R: Me -
Ph (198) [ x= H (24.7) Ph (15.0
SPh (18.7) OMe (25.7)
COCH; 9 (133 NMe, (27.5) PROTONATED HETEROCYCLES
SO-Ph (15.1) Br (23.8)
@ CN (22.0)
I 19-20 (27.1) (11-12)
=1 (estimate)

Bt et %
§]
A =9 é DMAP
PP SiPr
I M *H 9.2 if\ NH 6,95
95.1) 2 J g e

(

. (269 6 (26.4) —<"

Q 7 (27.7) H

A s 8 (27.4) \ /"

e (24.7) i

X= H :

R= H({PPTS) 521 (34)

CH, (121},-? % . (28.1) +Bu 4.95 (0.90)
en ar.n Me 6.75 (4.46)
COCH; (12.7) CLH o
COPh (13.3) (29.0)
CO,E (22.7) ,ﬁfo HETEROCYCLES
o e | A -
F : 25.5
OMe (22.85) (25.5) @ ) (20.95)
OPh (21.1)
SPh (16.9)
SePh (18.6) o QH (23.0) JN (18.6)
NPh, (20.3) (32.4) _
N*Me; (14.6) Me” Mo x 1,2,3 triazole
NO7 (7.7) Elum) I/\NH (13.9)
SO.Ph (11.4) N0

H
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Tables des pKa

Substrate pKa H:O (DMSO)
NITRILES

NGVX

X= H (31.3)
CHs (32.5)
Ph (21.9)
COPh (10.2)
CONR» (17.1)
CO,Ft (13.1)
CN 11 (1.1
OPh (28.1)
N*Mes (20.6)
SPh (20.8)
SO.Ph (12.0)

HETERO-AROMATICS

e
s (28.2)
M
g 3041
My, l Ph (30.1)
e
@\/ph (26.7)
=
Sy Ph (25.2)
L
{O\ Ph (30.2)
( ) Ph (30.0)

F'h)LF'h
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Substrate pka H.O (DMSO)
NITRO

RNO,

R= CHs =10 (17.2)
CH:Me (16.7)
CHMe, (16.9)
CHoPh (12.2)
CH-Bn (16.2)
CH=SPh (11.8)
CH,S0O-Ph (7.1)
CH,COPh (7.7)

R0
3 (26.9)
4 (17.8)
5 (16.0)
6 (17.9)
7 (15.8)

IMINES
N Ph
(24.3)

Substrate pkKa H.O (DMSO)
SULFOXIDES
o)

Me/gv)(

¥= H 35.1
Ph 29.0
SPh 29.0
=)

Ph’gv}{

X= H (g%)g
Ph .
SOPh 518.2;
0

(24.5)

Ph” "™ CHPh,

SULFONIUM

Me;S =0 (18.2)
Ml

(16.3)

Ph*" " ™CHgPh

SULFIMIDES & SULFOXIMINES

MNTs

PR TR 576
R= Me .
Pr 530-7;
] Ts
Vi
24.5
F'h')S‘:'Me ( )
QJMe
5
~ (33)
PR e
0. MWrhes
““S’ff (14.4)
PR Me
O s
Vi
Ph')S{"onm (20.7)



Substrate pKa HxO (DMSO)

PHOSPHONIUM

P*H, 14
MeP H; 97
Et;P*H 9.1
Ph;P*CH4 (22.4)
Ph;P* i-Pr (21.2)
Ph;P*CH,COPh (6.2)
Ph;P*CHLCN (7.0)

PHOSPONATES &
PHOSFPHINE OXIDES

]

(ETD)zP"\/X

X= Ph (27.6)
CN (16.4)
CO,EL (18.6)
cl (26.2)
SiMes (28.8)

W

PhaR X

X= SPh (24.9)
CN (16.9)

PHOSPHINES
Ph.PCH;PPh, (29.9)
Ph-PCH.SO.Ph (20.3)

Tables des pKa

Substrate pKa H:O (DMSQO)
PROTONATED SPECIES

Subsirate pKa HO (DMSO)

M
. -12.4
OH
-7.8
Ph”" ™OH
*OH
-6.2
P ™CH,
i
F'h"o:‘Me 6.5
f
Me"'at'Me .8
COLH -2.05
MEOH, 0.2
+ICIJH
-1.8
Me” e
N /N"—DH 0.79

Q D
}/x 06
Me”” “OH

0

Il 71

S .
Ph~"" ~OH
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SULFIDES

PhSCH.X

X= Ph (30.8)
CN (20.8)
COCH; 518.?;
COPh 16.9
NO, 11.8
SPh ESO.S;
SO.Ph (20.3)
SO.CF5 (11.0)
POPh, (24.9)

MeSCH.SO.Ph (23.4)

PhSCHPh, (26.7)

(PhS);CH (22.8)

(PrS);CH (31.3)
Pl

j\ (30.5)

SH =

{PhS);CHPh (23.0)
=

O
=

X= Ph (30.7)
COs-Me (20.8)
CN (19.1)

RSCH.CN

R= Me (24.3)
Et (24.0)
iPr (23.6)
+Bu (22.9)

PhSCH=CHCH.SPh [26.3]

BuSH 10-11 (1/7.0

PhSH ~7 (103)



Substrate pKa HxO (DMSO)

SULFONES
Y,

Ph"

X=H (29.0)
CHs 31.0
i-Bu 31.2
Ph (23.4)
CH=CH, 522.5
CH=CHPh (38-12)
CCH :
CCPh (17.8)
COPh (11.4)
COMe {(12.5)
OPh (27.9)
N*Mes H%}
CN :
NO, {?.1%
SMe 23.5)
SPh {20.5)
SO.Ph {12.2)
PPh, (20.2)

D\\S’P (22.3)

Ph*"" ™CHPh,

[
W (31.1)

M Me
(]

W
18.8

CFS,a{Me (18.8)

[
v/
21.8

CFy”" ™iPr (21.8)

—_p (26.6)

o 0
/4
328
Et”\S“‘Et ( )
{PhS05).CH-Me {(14.8)

Tables des pKa

DMSO:

JACS 97, 7007 (1975)
JACS 97, 7160 (1975)
JACS 97, 442 (1975)
JACS 105, 6188 (1983)
JOC 41, 1883 (1976)
JOC 41, 1885 (1976)
JOC 41, 2786 (1976)
JOC 41, 2508 (1976)
JOC 42,1817 (1977)
JOGC 42, 321 (1977)
JOGC 42, 326 (1977)
JOGC 43, 3113 (1978)
JOC 43, 3095 (1978)
JOG 43, 1764 (1978)
JOGC 45, 3325 (1980)
JOG 45, 3305 (1980)
JOGC 45, 3884 (1980)
JOC 46, 4327 (1981)
JOC 46, 632 (1981)
JOGC 47, 3224 (1982)
JOGC 47, 2504 (1982)
Acc. Chem. Res. 21, 456 (1988)
Unpublished results of F. Bordwell

Water:
Advanced Org. Chem., 3rd Ed.
J. March (1985)
Unpublished results of W. P. Jencks
THF:

JACS 110, 5705 (1988)
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