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ABSTRACT: The second-order rate constants k, (M~'s™") for the alkaline hydrolysis of meta-, para- and ortho-
substituted phenyl benzoates, C¢HsCO,CgH,4X, in aqueous 0.5 M n-BuyNBr were measured spectrophotometrically.
The dependence of substituent effects, especially ortho inductive, resonance and steric terms on different solvent
parameters, was studied using the following equation:

A 10g Kortho = co + Cl(ortho)O1 + C2(ortho) Ug + cS(orlho)E? + c4AE + ¢sAY + c6AP + C7(0,~;}70)AEU]
+ CS(U}’[/’IU)AYUI + C9(ortho) APO—I + ClO(UrI/lu)AEUOR + Cll(urthu)AYUOR + C12(ortho) APG-OR

where Alog k =1log K= log K o1, Jlg and ESB are the inductive, resonance and steric substituent constants and E, Y
and P are the solvent electrophilicity, polarity and polarizability parameters, respectively. In data treatment
AE = Eg — Ey,0, AY = Ys — Yn,0 and AP = Ps — Py, were used. The solvent electrophilicity was found to be
the main factor responsible for changes in the ortho, para and meta polar substituent effects with medium. The
variation of the ortho inductive term with the solvent electrophilicity E5 was found to be ca threefold smaller than that
for para substituents, whereas the ortho resonance term appeared to vary with solvent very similarly to that for para
substituents. The steric term of ortho substituents was found to be approximately independent of solvent parameters.
The ortho effect caused by the supplementary inductive effect from ortho position was found to disappear in a solvent
whose electrophilic solvating power is comparable to that of 60% aqueous ethanol (E~ 13.3). Copyright © 2005
John Wiley & Sons, Ltd.

Supplementary electronic material for this paper is available in Wiley Interscience at http://www. interscience.

wiley.com/jpages/0894-3230/suppmat/
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INTRODUCTION

The purpose of the present work was to study the
dependence of substituent effects, especially ortho in-
ductive, resonance and steric terms on solvent electro-
philicity, polarity and polarizability parameters, in the
alkaline hydrolysis of substituted phenyl benzoates. In
previous papers, we studied the substituent effects, espe-
cially ortho effect, in the alkaline hydrolysis of ortho-,
meta- and para-substituted phenyl benzoates, CsHsCO,-
CeH4 X, and tosylates, 4-CH3;C¢gH4SO,0CgH4 X, in water,
aqueous 2.25M BuyNBr, 80% (v/v) DMSO and 5.3Mm
NaClO, (see Refs 1-4 and references cited therein).

*Correspondence to: M. Piirsalu, Institute of Chemical Physics, Tartu
University, Jakobi 2, 51014 Tartu, Estonia.

E-mail: mare.piirsalu@ut.ce
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Recently, the study of substituents effects in the alkaline
hydrolysis of ortho-, meta- and para-substituted phenyl
tosylates was extended to aqueous 0.5 M BuyNBr.” In the
present work the second-order rate constants for the
alkaline hydrolysis of substituted phenyl benzoates
[X=H, 4-NO,, 4-CN, 4-Cl, 4-F, 4-CHj, 4-OCH3;, 4-
NH,, 3-NO,, 3-Cl, 3-CH3;, 3-NH,, 2-NO,, 2-CN, 2-CF;,
2-F, 2-Cl, 2-1, 2-CHj;, 2-OCHj;, 2-C(CHj3)3, 2-N(CH3),] in
aqueous 0.5M BuyNBr at various temperatures are re-
ported. The electrophilic solvating power of aqueous
0.5M BuyNBr is reduced compared with pure water and
5.3 M NaClOy4. However, it is higher than that of aqueous
2.25M BuyNBr and 80% (v/v) DMSO.

Lately, in order to study the significance of different
solvent parameters for the substituent effects, in particu-
lar ortho effects, in the alkaline hydrolysis of ortho-,
meta- and para-substituted phenyl tosylates, the
log k values in various media have been analyzed® ac-
cording to the modified Fujita and Nishioka® equation:
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Alog ki, p.ortho = €0 + Cim, p,o,.th(,)ao + Co(orho) 01 + CGAE
+ c4AY + cs AP + cﬁ(,,,”,,_,,,,tho)AEoo + c7(m7,,‘0,,h,,)AYUO
+ C8(m, prortho) APT° + Co(orino) AETT + C10(0ro) AY 01
+ Cl1(ortho) AP0

(1)

where Alogk = log kX —logkH, o and oy are the Taft
polar and inductive substituent constants, AE = Es—
EHZO,AY = YS - YH207AP = Ps _PHZO and E, Y and
P are the solvent electrophilicity, polarity and polariz-
ability parameters of the Koppel-Palm equation.”®

In an earlier paper,’ it was shown, that in the alkaline
hydrolysis of substituted phenyl tosylates the solvent
electrophilicity was the main factor responsible for
changes in the ortho, para and meta polar substituent
effects due to medium [cen,p,ormoy = —0.0856]. The
ortho inductive term appeared to vary with the solvent
electrophilicity, E, nearly half as much as that for para
substituents [co(omo) = 0.0480] whereas the ortho reso-
nance term was found to change with solvent at nearly the
same rate as that for para substituents.’

On the basis of our earlier kinetic data for various
media (Refs 1-4, 9 and references cited therein) and
kinetic data reported in this work, it was interesting to
check on the significance of different solvent parameters
for the substituent effects, especially ortho inductive,
resonance and steric terms, in the alkaline hydrolysis of
substituted phenyl benzoates, CsHsCO,CgH4X, using a
multilinear relationship similar to Eqn (1), including an
additional steric term for ortho derivatives.

In the present paper, the substituent effects in alkaline
hydrolysis of substituted phenyl benzoates for aqueous
0.5M BuyNBr are also analyzed.

EXPERIMENTAL

The preparation procedure and characteristics of most
substituted phenyl benzoates are described in Refs 1-5,
10-12 and references cited therein. In this work, nine
new phenyl benzoates were synthesized. To synthesize
the substituted phenyl benzoates, CsHsCO,CgH4X, three
methods were used: the reaction of benzoyl chloride with
the corresponding substituted phenol in 10% aqueous
NaOH solution'® (X=4-CN, 2-CN, 4-Cl, 4-CH;, 4-
OCHs, 2-1), the Einhorn method'* (in pyridine) [X =2-
C(CHj;)3, 2-CF5] and reduction of 4-nitrophenyl benzoate
(X =4-NH,)."” Esters were recrystallized from aqueous
ethanol, dried in a desiccator over P,Os or purified by
vacuum- distillation. The esters were identified by NMR
chemical shifts [Table S1 (Tables S1-S6 are available in
Wiley Interscience)] and by melting or boiling points:
4-cyanophenyl benzoate, m.p. 91°C (lit.'"® 91-92°C),
2-cyanophenyl benzoate, m.p. 105.5°C (it."” 105°C),

Copyright © 2005 John Wiley & Sons, Ltd.

4-chlorophenyl benzoate, m.p. 86.5-87.7°C (lit.'"® 88—
89°C), 4-methylphenyl benzoate, m.p. 69.7°C (lit."®
70.4-71.2°C), 4-methoxyphenyl benzoate, m.p. 86.6—
87.8°C (lit."” 87-88°C), 2-iodophenyl benzoate, b.p.
162°C/0.9 mmHg, 2-tert-butylphenyl benzoate, m.p.
69.1-70.3°C, 2-trifluoromethylphenyl benzoate, b.p.
125-126 °C/1.5 mmHg, 4-aminophenyl benzoate, m.p.
160.5-161.5°C (lit.*® 153-154°C) tetrabutylammonium
hydroxide (0.0184Mm) was used as the reagent. The
purification of BuyNOH and BuyNBr was described
previously.'™

The kinetics were measured spectrophotometrically
as described.'™1%!"" The second-order rate constants, k
~1s71), for the alkaline hydrolysis of substituted phe-
nyl benzoates in aqueous 0.5 M BuyNBr at 15, 20, 25, 30
35, 40 50 and 55°C and the wavelength A used in
spectrophotometric kinetic measurements are given in
Table S2. The second-order rate constants, k (Mfl sfl),
for 2-cyano- and 4-cyanophenyl and non-substituted
phenyl benzoates in water at 25 °C are given in Table S3.

DATA PROCESSING

For the study of substituent effects at a single tempera-
ture, the logk values for the alkaline hydrolysis of
substituted phenyl benzoates, C¢HsCO,CcHyX, in aqu-
eous 0.5M BuyNBr were treated according to the Taft?'
equation, Eqn (2), and the modified Charton? equations,
Eqns (3) and (4):

log ky,,, = log ko + (po)mypao (2)

IOg km,p,ortha = 1Og ko + (po)m,pao + (pl)orthoaI
+ (pR)orthoo-% + 6E§

(3)

IOg k”rﬂm = IOg k() + (pl)orthoal + (pR)orthogoR + 5E? (4)

In order to study the dependence of the substituent
effects on different solvent parameters, the Alogk=
log K — log k™ values for ortho-, meta- and para-substi-
tuted phenyl benzoates at 50 °C in various media were
correlated with Eqn (5):

ALOg K, porho = A0 + A1, p)0° + @2(0rtho) 01 + A3 (ortho) O
+ a4(0,,ho)Ef + asAE + agAY + a; AP + ag(,mp)AEaO
+ ag(%p)AYO'O + alo(m7p>APUO + a11(ormo) AE0T
+ @12(0rh0) AY 01 + A13(0r10) APOT + lll4(orzho)AEUOR
+ a15(orho) AY OR + A16(orho) APOY

(5)

The inductive effect from the ortho position, different
from that from the meta and para positions, was
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assumed.®?*>* Similarly, in the case of ortho substitu-
ents, the variation of the inductive term with solvent
parameters, different from that for meta and para deri-
vatives, was assumed. The steric term of ortho substitu-
ents in the alkaline hydrolysis of phenyl benzoates was
considered to be independent of the solvent** and the
corresponding cross-terms with the solvent parameters
(AE, AY, AP) were omitted. In the data processing
including only ortho-substituted derivatives the log k
value for unsubstituted derivative (X =H) as standard
was included besides the ortho-substituted derivatives.
The Taft’s polar o ’26, inductive 01,27 the resonance
o [0% =(0")para — 01]*® scales were used in the data
processing. EP constants™ (EP =logkX, — logklL,
where ké* and k% are the rate constants for the acidic
hydrolysis of ortho-substituted and unsubstitued phenyl
benzoates in water at 50°C>) were used as the steric
constants for ortho substituents (Table S4). The previous
statistical data treatment>* confirmed that there was no
resonance in the case of 2-N(CHj3), substituent and in the
common data processing the correction pOUOR was added.
In the data processing according to Eqn (5), the logk
values for the alkaline hydrolysis of ortho-, meta- and
para-substituted phenyl benzoates at 50 °C in pure water,
aqueous 0.5 M BuyNBr (present work, Table S2), aqueous
1M BuyNBr, 2.25m BuyNBr, 80% (v/v) DMSO, 5.3 M
NaClO, and 4.8 M NaCl (Refs 1-4, 9 and references cited
therein) were included. In Eqn (5) the values of AE, AY
and AP are the differences in electrophilicities, polarities
and polarizabilities on going from pure water to the
corresponding aqueous binary solution, AE = E;—
Ey,0,AY =Ys — Y0, AP = Ps — Pn,0, respectively.
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The standard medium, where AE, AY and AP are equal
to zero, is pure water and the standard substituent is
X =H. The electrophilicity E values of Koppel and
Palm,*** polarity Y calculated as a function of dielectric
constant ¢ in the form (¢ — 1)/(e +2) and the polariz-
ability P as a function of refractive index np in the form
(n> —1)/(n*> +2) were used (see Table S5). The data
processing was carried out using a multiple parameter
linear least-squares (LLSQ) procedure.’® Significantly
deviating points were excluded using a Student criterion.
The exclusion of the significantly deviating points was
performed on different confidence levels of the r-test.
Results of the data treatment in the present work are given
mainly at the 0.99 confidence level.

The results of the data treatment with Eqns (2)—(5) are
presented in Tables 1 and 2. The values of substituent
constants o”, oy, o and EP used in the correlations and
the values of log A and activation energies, E (kJ molfl),
for the alkaline hydrolysis of substituted phenyl benzo-
ates in aqueous 0.5M BuyNBr, calculated with the Ar-
rhenius equation (logk = logA — E/2.3RT), are listed in
Table S4. The values of solvent characteristics used in
data treatment with Eqn (5) are collected in Table S5.

DISCUSSION
Substituent effects in aqueous 0.5m BusNBr
For most substituted phenyl benzoates the transition from

pure water to aqueous 0.5 M BuyNBr solution results in a
decrease in the rate constants of the alkaline hydrolysis.

Table 1. Results of the correlation with Eqns (2)—(4) for alkaline hydrolysis of substituted phenyl benzoates, CsHsCO,CgHyX, in

aqueous 0.5M BuyNBr and in pure water®

Temperature (°C) Eqn No. log ko p?m » (P1) orito (PR) ortho Sortho R s n

0.5m Buy,NBr

50 2 —0.084+£0.016 1.31+£0.05 — — — 0.995 0.049 11
3 —0.074 £0.059 1.30£0.06 1.46 £0.06 1.22+0.08 1.304+£0.08 0.997 0.061 21
4 —0.026 £0.061 — 1.41+0.09 1.24+0.10 1.38+0.13 0994 0.070 11

40 2 —0.324 £0.020 1.37£0.06 — — — 0.994  0.061 12
3 —0.316 £0.036 1.36 £0.05 1.50+0.07 1.254+0.09 1.33+£0.09 0994 0.066 22
4 —0.299 £ 0.065 — 1.49+£0.10 1.25+0.11 1.36 £0.14 0993 0.074 11

25 2 —0.754+£0.019 1.45+0.05 — — — 0994 0.059 11
3 —0.748 £0.037 1.4540.06 1.634+0.07 1.37+0.09 1.344+0.09 0.995 0.067 21
4 —0.727 £ 0.066 — 1.61£0.10 1.3740.11 1.384+0.14 0994 0.076 11

20 2 —0.923£0.027 1.5440.06 — — — 0.995 0.056 8
3 —0.903 £0.055 1.51+£0.07 1.724+0.09 1.234+0.12 1.53+£0.17 0995 0.070 15
4 —0.8534:0.085 — 1.66£0.12 1.254+0.14 1.624+0.22 0.994 0.080 8

15 2 —1.044£0.041 1.49+£0.07 — — — 0.992 0.077 9°
3 —1.032£0.045 1.474+0.07 1.644+0.08 1.26+0.12 1.31+£0.10 0994 0.071 18°
4 —1.004 £0.061 — 1.61£0.14 1.284+0.16 1.36 026 0994 0.069 10°

Water

25 2 —0.377+£0.025 1.11£0.05 — — — 0988 0.067 12
3 —0.3754+0.034 1.114£0.04 1.52£0.06 0.924£0.08 1.054&0.11 0994 0.055 22
4 —0.377 £0.040 — 1.54+£0.05 0.95+£0.07 1.09+£0.11 0997 0.047 13

% The log k values reported previously2 and measured in the present work were included.

® The log k value for the unsubstitued derivative, calculated with the Arrhenius equation, was included.

¢ The log k value for 2-CH3- and 2-OCHj-subsituted and unsubstituted derivative, calculated with the Arrhenius equation, were included.

Copyright © 2005 John Wiley & Sons, Ltd.
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Table 2. Results of the correlation with Eqn (5) for kinetic data for alkaline hydrolysis of substituted phenyl benzoates,

CeHsCO,CgH.X, in various media at 50°C?

1141

Reaction meta and ortho, meta and

constant para derivatives Weight ortho derivatives Weight para derivatives Weight
Solvent electrophilicity parameter, AE, was included®

ao —0.004 +£0.017 0.014 +0.046 0.001 +0.033

A10m,p) 1.075+£0.033 0.700 — 1.069 + 0.040 0.357
Wa(ortho) — 1.428 +0.059 0.538 1.437 4+ 0.052 0.145
A3(ortho) — 0.838 £0.075 0.226 0.829 £0.068 0.145
Aaortho) — 1.228 +0.090 0.067 1.199 +£0.070 0.121
asm,p) —0.0646 £ 0.0038 0.300 — —0.0645 + 0.0046 0.146
A1 (ortho) — —0.0212 £ 0.0059 0.047 —0.0211 +£0.0054 0.013
A1 4(ortho) — —0.0685 +0.0089 0.122 —0.0685 +0.082 0.073
ning 42/45 41/46 76/84

R 0.992 0.988 0.991

s 0.061 0.081 0.074

So 0.126 0.153 0.136

t 0.97 0.95 0.97

Solvent electrophilicity, AE, and polarity, AY, parameters were included®

ao —0.004 +£0.017 0.014 +0.046 —0.044 +0.039

A1 (mp) 1.0754+0.033 0.700 — 0.993 +0.060 0.329
A2(ortho) — 1.428 +0.059 0.538 1.444 4+ 0.051 0.128
A3(0rtho) — 0.838 +0.075 0.226 0.822 +£0.068 0.133
Asortho) — 1.228 +0.090 0.069 1.198 +0.063 0.145
asgm,p) —0.0646 £ 0.0038 0.300 — —0.0722 £ 0.0052 0.166
A9(m,p) — — -4.08 +1.87 0.021
A1 1(ortho) — —0.0212 +0.0059 0.047 —0.0212 +0.0055 0.012
A1 4(ortho) — —0.0685 + 0.0089 0.122 —0.0689 + 0.0083 0.067
ning 42/45 41/46 77/84

R 0.992 0.988 0.992

s 0.061 0.081 0.075

So 0.126 0.153 0.130

t 0.97 0.95 0.99

# A table containing the results of the correlations with Egs (5) for kinetic data for alkaline hydrolysis of substituted phenyl benzoates in various media at 50 °C
when three solvent parameters, the solvent electrophilicity, AE, the solvent polarity, AY, and the solvent polarizability, AP, were included, is available as
supplementary material (Table S6). If the scale is not shown in the table, the corresponding argument scale is excluded as insignificant during the data

Erocessmg (a=0).

In most cases exclusion of significantly deviating points performed before excluding insignificant argument scales and cross terms are formed from non-

centered basic argument scales.™*

0 0 0 : 8
In Eqn (5) the terms acAY, a7AP, o, ) AY0", @100 AP, 1200110y AY01 Q130r00y AP, A15(0mm0y AYo g and A16(0rnoy AP0y were omitted before data

processing.

¢ In Eqn (5) the terms a;AP, a,o(,,,y[,)APaO, 13(0rthoy AP0y, and alﬁ((,,,,,,,)APog were omitted before data processing.

The retardation is larger for esters with electron-donating
substituents than that for esters with electron-withdraw-
ing substituents (Table S2).

In the alkaline hydrolysis of of meta- and para-
substituted phenyl benzoates in aqueous 0.5M BuyNBr,
the dependence of the reaction rates on the substituent
effects is nicely described with ¢° values [Eqn (2)].
As found earlier'™ for water, aqueous 2.25M BuyNBr,
aqueous 5.3M NaClO,4 and aqueous 80% DMSO, the
inductive, oy, resonance, o, and steric, EB, constants
were used in the case of ortho substltuents (Table 1).
The values of reaction constants (91)o,0» (PR)oriho and 6
calculated from Eqn (4) separately for ortho-substituted
derivatives are approximately the same as those calcu-
lated simultaneouly with ortho-, meta- and para-substi-
tuted derivatives using Eqn (3) (see Table 1).

In the alkaline hydrolysis of substituted phenyl benzo-
ates, the (,oo)m,p and (ppomne values for aqueous 0.5M
BuyNBr for various temperatures are in the ranges

Copyright © 2005 John Wiley & Sons, Ltd.

1.30-1.54 and 1.46-1.72, respectively. Earlier the
(p )m,p and (pp),rme values for pure water were found to
be in the ranges 0.90-1.15 and 1.26-1.72 respectively.’
On going from pure water to aqueous 0.5M BuyNBr the
polar effect of meta and para substituents increases by ca
0.4 units of (p°),, »- The change in the susceptibility to the
ortho inductive effect, (p1),,., 1S essentially lower by ca
0.10 units of (pD)oro- Earlier® it was found that the pom, »
values in the alkaline hydrolysis of substituted phenyl
tosylates on going from pure water to aqueous 0.5Mm
BuyNBr changed by nearly the same extent (pm » by ca
0.5-0.6 units and (py),me by 0.15-0.20 units) as the p
and (pp)ormo values in the alkaline hydrolysis of phenyl
benzoates.

The analysis of the data for the alkaline hydrolysis of
phenyl benzoates in aqueous 0.5 M BuyNBr demonstrates
once again that the ortho inductive term varies with
solvent less than the para inductive term. In water, the
inductive influence from the ortho position was found to

J. Phys. Org. Chem. 2005; 18: 11381144
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be 1.5 times stronger than that from the para and meta
positions. Whereas the variation of the susceptibility of
the para inductive term with solvent is nearly double the
variation of the ortho inductive term, in aqueous 0.5M
BuyNBr solution the para inductive effect reaches nearly
the level of the ortho inductive effect [in aqueous 0.5M
BuyNBr (pp)orme surpasses the (po)m,p value only by
0.1 units of p].

In the alkaline hydrolysis of substituted benzoates in
aqueous 0.5 M BuyNBr solution, the susceptibility to the
steric effect was (6= 1.35, Tables 1 and 2) nearly the
same as we have found earlier”™ for water, aqueous
2.25M BuyNBr, aqueous 5.3M NaClO, and aqueous
80% DMSO (the ¢ values range from 1.0 to 1.4).

From the dependence of p on temperature, pr=co+
¢ (1/T), where 3= —cl/co,35 the isokinetic temperatures
0 for the ortho inductive term and meta and para polar
effect in the alkaline hydrolysis of substituted phenyl
benzoates in aqueous 0.5 M BuyNBr were calculated. For
aqueous 0.5M BuyNBr  Bimey = 872K [(P1corino) =
(—0.837) +0.730(10°/T)] and Bmp=1355K [(pm,p =
(—0.411)+0.557(10°/T)]. For water Brormoy=832K
[(Prcorinoy = (—0.89) +0.741(10°/7)] and 3,,,= 0o K. For
aqueous 2.25m BU4NBr ﬂl(ortho) =702K [(pI(orlho) =
(—1.51)+1.06(10°7)] and 3,,,=628K (3,,,=628K™)
[(pmp = (—2.14) + 1.34(10°/T)]. The values of 3 for the
alkaline hydrolysis of substituted phenyl benzoates in
various media demonstrate that the isokinetic tempera-
ture Biommey for the ortho inductive effect varies with
solvent considerably less than the isokinetic temperature
for polar effect of meta and para substituents, (3,,, .

In the alkaline hydrolysis of ortho-, meta- and para-
substituted phenyl benzoates, the dependence of the
activation energies E on the substituent effects in aqueous
0.5M BuyNBr is entirely caused by polar effects of
substituents (Table S4), whereas electron-withdrawing
substituents decrease and electron-donating substituents
increase it. The activation energy for ortho-substituted
derivatives with electronegative substituents was found to
be lower than those for para-substitued derivatives owing
to the additional inductive influence from ortho position.
The influence of the ortho, meta and para substituent
polar effects on the activation energy is greater in aqu-
eous 0.5M BuyNBr than in the pure water. However, in
0.5M BuyNBr a decrease in the difference E), , — E ),
compared with that in pure water could be observed.

The steric factor of ortho substituents appeared to be
independent of temperature and therefore influences the
log A value. The log A values for ortho-substituted deri-
vatives in aqueous 0.5 M BuyNBr were smaller than that
for para derivatives (Table S4) owing to the steric
influence from ortho position.

Influence of solvent on substituent effects

To study the influence of the solvent parameters on the
substituent effects in the alkaline hydrolysis of substi-

Copyright © 2005 John Wiley & Sons, Ltd.

tuted phenyl benzoates, the Alogk values at 50 °C for
various media were subjected to the multilinear regres-
sion analysis according to Eqn (5) in three different ways:
(i) only the solvent electrophilicity, AE, was included,
(ii) both the solvent electrophilicity, AE, and the solvent
polarity, AY, were included or (iii) all three solvent
parameters, the solvent electrophilicity, AE, the solvent
polarity, AY, and the solvent polarizability, AP, were
included. For comparison, the data treatment is shown
separately for meta- and para-substitued derivatives,
ortho-substituted derivatives and simultaneously for
ortho-, meta- and para-substituted derivatives [Eqn (5),
Tables 2 and S6]. If the scale is not shown in the table, the
corresponding argument scale is excluded during the data
processing as insignificant.

The reaction constants dag, @1(n py> A2(orthoy 3(orthoy aNd
Qagorthoy 1N pure water appeared to be fairly constant
values that do not depend significantly on the method
used for the data treatment: the data included are either
only for meta- and para-substitued derivatives or for
ortho-substitued derivatives, or the data set can embrace
the data simultaneously for ortho-, meta- and para-sub-
stituted derivatives. The reaction constant a,, ) shows
the susceptibility to the polar effect of meta and para
substituents in standard solution, in water at 50°C
(Tables 2 and S6). The values of aj ) found in different
ways appeared to vary in a narrow range, from 0.99 to
1.10. Earlier the (po)m’p value for the alkaline hydrolysis
of substituted benzoates in water at 50 °C was found to be
in the range 0.96-1.01 2 The calculated values of A2(orthoys
A3(0rthoy AN A4(ormey s the susceptibilities to the ortho
inductive, resonance and steric effects in pure water, were
in ranges 1.41-1.45, 0.83-0.86 and 1.15-1.20, respec-
tively. Earlier, the corresponding values of (oDomnos
(POR)mho, and (6),,, for pure water at 50 °C were found
to be in the ranges 1.50-1.52, 0.94—-1.01 and 0.97-1.20,
respectively.”

The solvent electrophilicity parameter, AE, was the
main factor responsible for the dependence of the sub-
stituent effects on medium as the contribution of cross
terms [aS(m,p)Aanv all((;rzh())AE017 a14(0rtho)AE0-g] con-
taining the solvent electrophilicity parameter AE was
significant when the Alogk values were processed
according to Eqn (5) (Tables 2 and S6). Consequently,
in the alkaline hydrolysis of substituted phenyl benzoates
the variation of the meta, para polar effect, the ortho
inductive and ortho resonance effects with solvent occurs
mainly due to the change in electrophilicity of the
medium considered.

The cross term containing the solvent polarity
Ag(mpAY o° was different from zero for the simultaneous
data treatment with Eqn (5) for ortho, meta and para
derivatives. However, the contribution of solvent polarity
on the polar effect of substituents could be considered as
almost insignificant owing to its very low relative weight.
Further, in the separate data treatment for mefa and
para derivatives the term dao, ,AYo" was excluded as
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insignificant. The terms a;2(om0yAY01 and ay3(orme)APOY,
were significant when the data for ortho derivatives were
processed with Eqn (5). Owing to very low weight, the
term ajo(ormeyAYoy was excluded during the data proces-
sing when data for aqueous 80% DMSO were excluded
before data treatment. Similarly, the term a;3(om0)AP0}
was excluded as insignificant when Eqn (5) included only
the solvent electrophilicity, AFE, and the solvent polariz-
ability, AP, and the corresponding cross terms.

The variation of the meta and para polar effects with
the solvent electrophilicity is three times higher than that
for the ortho inductive effect. The corresponding value
for reaction constants ag,, » are in the range from —0.065
to —0.072. In the case of ortho substituents, the suscept-
ibility of the inductive effect to variation of the solvent
electrophilicity ranges from 0 to —0.023. Earlier, nearly
the same values for reaction constants dg,, ,» = —0.0856
and ay1(pmoy=—0.0376 were found for the alkaline
hydrolysis of substituted phenyl tosylates.” The ortho
resonance effect appears to vary with the solvent electro-
philicity to nearly the same extent as the polar effect of
para Substituents, agg, py ~ a14(orho)-

The results of data treatment in Tables 2 and S6
confirm that the steric effect of ortho substituents could
be really considered independently of solvent parameters
as assumed in Eqn (5).

Therefore, in the alkaline hydrolysis of substituted
phenyl benzoates, the polar effect of meta and para
substituents, the ortho inductive and resonance effect
vary with the solvent electrophilicity to the same extent
as found earlier’ for the alkaline hydrolysis of substituted
phenyl tosylates, although the ratio of the susceptibilities
to polar effect of substituents in water differs twofold, i.e.
(pg‘l,p)TOS/(pE’)n,p)Bel’lZ = (pl(m‘ﬂw))Tos/(pl(orﬂw))Benz ~ 2.7

It follows from Table 2 that in medium considered the
total substituent effect in the alkaline hydrolysis of
substituted phenyl benzoates could be expressed by
Eqns (6) and (7):

A10g Ky, p(orino) = log kX —log k' = 0.001 + (1.0690°)
+ (1.43701) ., + (0.8290%) 1, + (1.199E)
— (0.0645AE0”),, , — (0.0211AE01) 4,

- <0'0685AEUOR)0rzho (6)

m,p

ortho

R=0.991,s = 0.074, 59 = 0.136,n/ny = 76/84

Alog k(ornoy = log KX — log kM
=0.014 + 1.42801 + 0.83807 + 1.228E7
—0.0212AE0; — 0.0685AEd0

(7)
R =0.988,s = 0.081,50 = 0.153,n/ny = 41/46

Copyright © 2005 John Wiley & Sons, Ltd.

An excellent fit between the experimental log k values
at 50 °C (Tables S2 and S3, Refs 1-5 and references cited
therein) and predicted log k values calculated with Eqns
(6) and (7), was found:

(Alog kops) = (0.057 £0.008) + (0.997 + 0.015)

X (AIOg kCﬂl)mm(urtho) (8)

m, p(ortho)

R =0.992,5 = 0.069, 50 = 0.126,n/ny = 76/84

(Alog kops), ., = —(0.002 £ 0.012)
+(0.993 +0.023)(Alogkea )y~ (9)

R =0.990,s = 0.076,s0 = 0.144,n/ny = 41/46

In the alkaline hydrolysis of substituted phenyl benzo-
ates, the induction factor from the ortho position, 1.5-fold
higher than from the para position in water, varies nearly
three times less than the polar effect from the para
position with change in solvent. From Eqn (6) could be
calculated the value of solvent electrophilicity at which
the ortho effect caused by the additional inductive effect
from ortho position, becomes zero:

(1.06901), — (0.0645AE0y), = (1.43701) .4, (10)
— (0.0211AEa)

ortho

In the alkaline hydrolysis of substituted phenyl benzo-
ates, the polar effects of ortho and para substituents
become equals in a solvent with an electrophilic solvating
power nearly the same as that of 60% aqueous ethanol and
IMBWNBr [AE(y) (), = —8.48]. Consequently, in
60% aqueous ethanol and aqueous 1 M BuyNBr the ortho
effect, caused by the supplementary inductive effect from
the ortho position, will disappear and the ortho effect is
caused only by steric effect of ortho substituents.

The present work shows that in the alkaline hydrolysis
of substituted phenyl benzoates, similarly to the alkaline
hydrolysis of phenyl tosylates, the polar effects of ortho,
meta and para substituents increase on going from water
to aqueous solutions of organic salts (0.5 M BuyNBr, 1.0M
BuyNBr, 2.25M BuyNBr and 80% DMSO) the electro-
philic solvating power of which is reduced compared
with water. On the other hand, the polar effects of
ortho, meta and para substituents decreased on going
from water to inorganic salt solutions (5.3 M NaClOy,
4.8 M NaCl) whose electrophilic solvating power is higher
than that of water. In the alkaline hydrolysis of substi-
tuted phenyl benzoates, the variation of ortho, para
and meta polar effects with solvent electrophilicity prop-
erties, AE, occurs to nearly the same extent as found
earlier for the alkaline hydrolysis of substituted phenyl
tosylates.”
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Supplementary material

The following tables are available as supplementary
material in Wiley Interscience:

Table S1, 'NMR spectra of substituted phenyl benzoates,
CcHsCOOCH,X; Table S2, second-order rate constants
k for the alkaline hydrolysis of substituted phenyl benzo-
ates, C¢HsCO,CgH4X, in aqueous 0.5M BuyNBr at var-
ious temperatures; Table S3, pseudo-first-order rate
constants k; (s') and the second-order rate constants k
(M~ 's™ ) for the alkaline hydrolysis of substituted phenyl
benzoates, CiHsCO,CgH,4X, in water at 25 °C; Table S4,
substituent constants used in the correlations and values
of logA and activation energy, E (kImol '), for the
alkaline hydrolysis of substituted phenyl benzoates,
Ce¢H5CO,CcH4X, in aqueous 0.5M BuyNBr; Table S5,
values of electrophilicity, E, dielectric permittivity, &,
refractive index, np, polarizability, P = (n*>—1)/
(n?> 4+2), and polarity, ¥ = (¢ —1)/(e +2), at 25°C
for various aqueous solutions; Table S6, results of the
correlation with Eqn (5) for kinetics of alkaline hydro-
lysis of substituted phenyl benzoates, C¢HsCO,CcH X,
in various media at 50°C (solvent electrophilicity, AE,
polarity, AYand polarizability, AP, parameters included).
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