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The second-order rate constants k, (I mol™ s71) for the alkaline hydrolysis of meta-, para-
and ortho-substituted phenyl benzoates CgH;CO,CzH,-X and phenyl tosylates
4-CH3-C4H,SO,0C¢H,-X in aqueous 5.3 m NaClO, have been measured spectrophotometri-
cally at various temperatures. The log k values at a single temperature were analysed
according to the equations log ky, , = log kg + (p)°m n0° 109 Koring = 109 Kot (P))ortno0r +
(pR)orthooRo + 6orthoU and IOg I(m,p,ortho = IOg k0+ (pl)orthool + (pl)metaol + (pl)paracl + (pR)ortho‘jRo +
(PRImeta®r” + (PR)paralr’ + dorthoV- IN the case of various temperatures, the equation for data
processing involved the additional c¢,(1/T) term and the cross term cm’p(llT)cr° or ¢,(1/T)g,
and c5(1/T)og° different for ortho-, meta- and para-substituted derivatives. As the measure of
the steric influence from ortho position, the Charton v values were used. In the case of a sin-
gle temperature, the sensitivity to the inductive effect of ortho substituents was found to be
about 1.7 times (in water 1.5 times) stronger than that of para and meta substituents in both
reaction series studied. The variation of the ortho inductive influence with temperature ap-
peared to be more than twice larger than that for para substituents. Compared to water, in
aqueous 5.3 m NaClO, the inductive effect from ortho position was nearly unchanged while
the para inductive effect was found to be about 0.13 units of p, smaller in the case of both
reaction series studied, though the polar effects in these reaction series differ about two-fold.
Due to different variation of the ortho and para inductive effects with solvent and tempera-
ture, the relative increase in the ortho effect was observed when going from water to aqueous
5.3 m NaClO,.

Keywords: Esters; Phenyl benzoates; Phenyl tosylates; Alkaline hydrolysis; Substituent
effects; ortho Effects; Kinetics; Chemometrics; Steric effect.

The kinetics of substituted phenyl esters has been in the focus of our inter-
est for many years. We have studied the temperature-dependent substituent
effects, (especially ortho effect) in the alkaline hydrolysis of ortho-, meta-
and para-substituted phenyl benzoates and tosylates in water!-3, in aqueous
2.25 M Buy,NBr 2= and in 80% aqueous dimethyl sulfoxide®®’. For the fur-
ther extension of our studies on substituent effects dependent on tempera-
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ture, in the present paper the kinetics of the alkaline hydrolysis of
substituted phenyl benzoates, C4H;CO,CgH,-X (esters 1) (X = H, 4-NO,,
3-NO,, 3-Cl, 4-F, 3-CH;, 3-NH,, 2-NO,, 2-F, 2-Cl, 2-CH;, 2-OCH;) and
phenyl tosylates, 4-CH;—-CzH,SO,0CgH,—X (esters 2) (X = H, 4-NO,, 3-NO,,
3-Cl, 4-Cl, 4-F, 2-NO,, 2-F, 2-Cl, 2-CH;, 2-OCHy;) in aqueous 5.3 M NaClO,
in broad temperature range has been studied. The purpose of our work was
to separate the influence of the induction, resonance and steric terms of
ortho, meta and para substituents and to check up, how these terms at a sin-
gle temperature and dependent on temperature vary during transition from
water to aqueous 5.3 M NaClO, which electrophilic solvating power is
higher compared to water. It is of interest to compare how vary the induc-
tive and resonance terms with temperature and solvent in the case of the
alkaline hydrolysis of benzoates and tosylates as polar effects in these reac-
tion were found to differ in water nearly twice.

o) O 1 2 X
a a 4-NO»
(j)k o \\x b | b | 3NO
c c 3-Cl
1 d d 4-F
e 4-Cl
f 3-CHs
Z | g 3-NH,
02, AN\ h h H
Q/ X i i 2-NO,
i ] 2-F
2 k K 2-Cl
[ | 2-CHs
m m 2-OCHj3

The log k values of both the alkaline hydrolysis of tosylates and benzoates
in the case of meta and para substituents were found to be correlated with
the o° substituent consatants, but the susceptibility to the polar substituent
effect in water exhibited a two-fold difference (p°y, p)1os/(P°mpeen: = 2. IN
water in both reactions considered, the inductive influence from ortho posi-
tion was found to be 1.5-fold stronger than that from para and meta position
and exhibited two-fold difference as well: [(P)ortholTos/ [(Portholgenz = 2. Dur-
ing transition from water to aqueous 2.25 M Buy,NBr and aqueous 80%
aqueous DMSO media, which electrophilic solvating power is reduced com-
pared to water, the polar effect of para and meta substituents was enhanced
by about 1.0 units of the p° scale in both reaction series considered. The
variation of the ortho inductive term with solvent and the temperature ap-
peared to be half that of para substituents?. Due to reduced variation of
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ortho inductive effect with solvent, compared to that of para substituents, a con-
siderable decrease in the ortho effect (i.e. the difference 10g Korno™ — 109 Koars™)
caused inductive influence, has been observed when going from water to
less electrophilic media (aqueous 2.25 M Bu,NBr and 80% DMSO).

Therefore it was interesting to check up whether the ortho effect, caused
by inductive influence, should become in inorganic salt like aqueous 5.3 M
NaClO, more positive compared to pure water.

Recently kinetics of the alkaline hydrolysis of phenyl benzoates in the
micelles of sodium dodecyl sulfate and hexadecyl(trimethyl)ammonium
bromide, in 31% aqueous acetonitrile and in 50% aqueous dimethyl
sulfoxide has been studied®13. In literature, there are, to our knowledge, no
kinetic data on the alkaline hydrolysis of substituted phenyl benzoates and
tosylates in aqueous 5.3 M NaClO, in broad temperature range. Earlier the
rates of the alkaline hydrolysis of substituted phenyl benzoates and
tosylates, with few of uncharged substituents, have been measured depend-
ent on the additions of NaClO, and NacCl at a single temperature only4-17,
When going from water to aqueous 5.3 M NaClO,, there was found a de-
crease in the (p°),, , value for the alkaline hydrolysis of substituted phenyl
tosylates at 75 °C (for water p°,, = 1.67 and for 5.3 m NaClO, p°,, =
1.36)7-19, The decrease in the p value when going from water to medium
which has more pronounced electrophilic properties, is in accordance with
the relationship (p° - p°y,0)) = (-0.0842 = 0.0056)(E - E,, ;) characterizing
the variation of the p° values with the solvent electrophilicity E,-parame-
terst’ 19,

Earlier’3% in order to study the substituent effects, especially ortho effect
dependent on temperature, the log k values for the alkaline hydrolysis of
ortho-, meta- and para-substituted phenyl tosylates and benzoates at various
temperatures have been treated according to the multilinear relationship

IOg km,p,ortho = IOg kOo + Cx(o)m,p,ortho o° + C><(I)ortho o, + CT(]-/T) + (1)

+ Cx(o)m,p,ortho(llT) o° + Cx(I)ortho(:I-/T) OI .

The inductive influence of ortho substituents was assumed to be different
from that of para substituents. Therefore the additional cyortho0, and
(CxyTortho(1/T)o, terms for ortho-substituted derivatives were included. In
the alkaline hydrolysis of substituted phenyl benzoates'® the correspond-
ing steric terms (Cy)orthoEs” aNd (Cyym)ortho(1/T)E® were included as well

Collect. Czech. Chem. Commun. (Vol. 67) (2002)



1836 Nummert, Piirsalu:

(E& = log ky+X - log k,+H, where k,+* and k,+" are the rate constants for
the acidic hydrolysis of ortho-substituted and unsubstituted phenyl
benzoates in water at 50 °C 2420). In EQ. (1) Cy()m p.ortho 1S the susceptibility
of the substituent polar effect to temperature variation, common for ortho,
meta and para substituents. The whole susceptibility of ortho inductive term
to variation of temperature is represented as sum (Cyoym,p.ortho * Cx(ljortho)-
The steric term appeared to be independent of temperature and medium. In
pure water, the log A values for meta- and para-substituted derivatives were
nearly constant, being independent of the substituent effect (isoentropic re-
action series) both in the case of the alkaline hydrolysis of benzoates and
tosylates. In water the dependence of the ortho inductive term on tempera-
ture appeared to correspond to the isokinetic relationship.

The aqueous solutions of inorganic salts are quite different from that of
organic salts considering them as the medium for organic reactions. The ad-
dition of Bu,NBr to water increases the solubility of esters considerably
compared to pure water? (salting-in effect?!), but the additions of inorganic
salts salt them out. Concentrated quaternary ammonium salts like Bu,NBr
drastically reduce the electrophilicity of water, changing the value of
electrophilicity E from 21.7 in water to 9.4 in aqueous 2.25 M Bu,NBr 22,
The magnitude of the electrophilicity E parameter for aqueous 2.25 m
Bu,NBr solution is similar to that for aqueous 80% DMSO (E = 7.9). It was
shown that addition of salts with relatively small inorganic cations, such as
NaClO, and NacCl, tends to increase the electrophilic solvating power of
aqueous methanol (Nyeon = 0.216) by 3.8 and 0.7 units for 5 m NaClO, and
4 m NaCl, respectively.

EXPERIMENTAL

The preparation and characteristics of substituted phenyl benzoates (esters 1) and phenyl
tosylates (esters 2) as well as the technique of kinetic measurements were described ear-
lier>#23-27_ As a reagent, NaOH (Chemapol, analytical grade) was used. A carbon dioxide-
free hydroxide solution was prepared28 from saturated aqueous solution of NaOH by dilut-
ing to approximately 0.3 m solution. This solution was refluxed with Ba(OH), to precipitate
BaCO; and passed through an cation-exchange column (KY-2) in argon atmosphere. The
salt, NaClO, (Sigma, anhydrous minimum 99%), was dried at an elevated temperature for 12
h and kept in a desiccator over P,Og. All solutions were prepared using water double dis-
tilled from glass and degassed.

The kinetics was measured spectrophotometrically. The reactions were followed using a
CF-4A spectrophotometer CF-4A equipped with a photoelectric multiplier and a recorder of
the LP type. The slower kinetics of alkaline hydrolysis of phenyl tosylates were followed us-
ing a CF-4 spectrophotometer equipped with thermostatted cylindrical cell-holders allowing
carry out Kinetics at elevated temperatures. All the reactions were carried out in aqueous
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5.3 m NaClO, medium under the pseudo-first-order conditions using at least a 10-fold sodium
hydroxide excess. To avoid the influence of salt effect on the kinetic measurements, a nearly
constant alkali concentration was used. Concentrations of NaOH 0.0271 and 0.108 mol It
were used in the kinetic measurements phenyl benzoates (esters 1) and phenyl tosylates
(esters 2), respectively.

The pseudo-first-order rate constants, k; (s71), were determined using the least squares
computer program. The second-order rate constants k, (I mol™! s71) were calculated by divid-
ing the pseudo-first-order rate constants k; (s} by alkali concentration. The kinetic mea-
surements were repeated more than three times for each derivative and the average values of
the second-order rate constants k, (I mol™ s™) were calculated. The k, values for substituted
phenyl benzoates (esters 1) and phenyl tosylates (esters 2) in 5.3 m NaClO,, the number of
measurements and the wavelength A used at spectrophotometric kinetic measurements are
given in Table I.

DATA PROCESSING

For study the substituent effects on a single temperature, the log k values of
the alkaline hydrolysis of substituted phenyl benzoates (esters 1) and
phenyl tosylates (esters 2) at 25 °C were treated according to the Taft Eq. (2)
and the modified Charton?® Eqgs (3):

T = const, X # const

IOg I(m,p = IOg I(O + (p)om,poo (2)

IOg km,p,ortho = IOg kO + (pl)orthocl + (pl)metacl + (pl)paraol + (3)

+ (pR)orthoo-R0 + (pR)metao-Ro "'(pl)parao-Ro + 6orthoS '

The activation parameters log A and activation energy E values were calcu-
lated according to Eq. (4)

T # const, X = const
log k = log A — (E/2.3RT) . (4)
For separation of the influence of the inductive, resonance and steric terms

dependent on substitution and temperature, the log k values were submit-
ted to a regression analysis using Eqgs (5) and (6):
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TaBLE |
The second-order rate constants k, for the alkaline hydrolysis of substituted phenyl
benzoates (esters 1) and phenyl tosylates (esters 2) in aqueous 5.3 m NaClO, at various tem-
peratures?

Compound r)1\:n T, °C lr(]f:):illg_sl nd Compound r:\:n T, °C l:]fl:):illg_sl nd
la 404 50  3820+40 9 19 242 60 1100+20 4
40 2370490 4 50 6276 6
30 1100+20 4 40 348+10 4
25  849+10 7 30 171#1 3
20 617+13 3 25 118#1 3
15  433+19° 3 15 54.6%1.7 3
1b 272 50  2790+60 8 1lh 292 60 1200+60 3
40 1490440 3 50 669+11 4
30 823+15 4 40 3777 3
25  587+12 6 30 1725 4
20  430+19 4 25 123+3 4
15 27046 4 15 59.4+5.0 4
1c 295 60  2820+130 4 1i 420 50 2660+90 3
50 1510460 9 40 1550430 3
40  850+13 3 30 848%1 3
25  304+26 6 25 6057 3
15  150+11 3 20 468+13 3
1d 300 60  1460+20 3 15 318+8 3
50 897+14 4 1j 280 60 2530+10 3
40  466%18 3 50 1390+110 3
30 234+11 3 40 818+22 3
25 16543 3 30 419+26 3
1f 292 60  908+40 3 25 306%22 3
50  554+9 4 15 132+1 3
40  321%7 3
30 123+2 3
25 98.0+1.6 3
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TaBLE |
(Continued)

AP, k¢ x 10° d AP, k¢ x 10° d

Compound e Compound T, °C mol-L s

>

50 2.70+0.28Y
2e 245 75 11.8+0.9

1k 296 60 1940+20
50 1190+10

40 775%15 60 3.66%0.10
25 260£15 50 1.52+0.06Y
15 123+10 29 237 75 3.94+0.14

1l 290 60 467+21 2h 290 75 4.51+0.27
50 288+24 60 1.56+0.03
40 147+12 50 0.605+0.0319
30 69.0+0.4 40 0.227+0.001
25 48.2+4.0 2i 410 75 44318

im 292 60 726x10 50 95.7+4.0
50 4267 40 46.6x0.5
40 242+1 25 12.8%#15
30 115+4 2j 290 75 47.0%15
25 74.6£2.9 60 15.1+0.3

15 37.1+0.3
2a 410 75 97.9+3.2

50 6.94%0.10
40 3.31+0.32

60 35.3+0.5 2k 290 75 34.6%2.6
50 18.5+0.4 60 12.4%05
40 6.81+0.44 50 5.13+0.02¢
25 1.85+0.03 21 290 75 2.76%0.46

60 0.850+0.1789

50 0.332+0.0369
2m 290 75 5.55+0.36

60 1.97+0.01

50 0.798+0.0279

40  0.302+0.0049

2b 270 75  75.3%2.7
60  28.2+1.2
50  12.8+0.1
40  5.18+0.11

2¢c 290 75 19.3+0.6'
60  6.40+0.44

O N W W W O W W W Ww o W Wwwwwdhd owaoadh wwo w w w
A DA D O W DA WA WA OODWWHPEAWWWWWWWOOLOWDPAWPMOG

& Aqueous 0.0271 m NaOH for esters 1 and aqueous 0.108 m NaOH for esters 2 was used. bAis
the wavelength used in kinetic measurements. © k, is the arithmetic mean value of the second-
order rate constants (I mol™? s‘l). dn equals to the number of the remaining k, values after
exclusion of significantly deviating rate constants in the calculations of arithmetic mean
values. ¢ The values of rate constants k, measured in 0.0108 M NaOH. f The values of rate
constant k, measured in 0.054 m NaOH. ¢ 0.195 m NaOH was used.
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T # const, X # const

log Ky, p = Co + €10° + Co(1/T) + c3(1/T)o° (5)

IOg km,p,ortho = CO + C1(ortho)0I + C2(meta)0I + C3(para)cyl + C4(ortho)0Ro + (6)
+ CS(meta)GRo + CG(para)oRo + C7(ortho)S + C8(1/T) + C9(ortho)(:|-/-|—)0-l +
+ C1ometa)(1/T)O) + Cr1paray(1/T)O) + Croortho)(L/ T)OR® + Cigimeta)(1/T)OR® +

+ C14(para)(:I-/T)O-Ro '

Equations (2) and (3) include data at a single temperature, Egs (5) and (6) at
various temperatures, respectively. The data only for meta- and para-substi-
tuted derivatives were correlated with Egs (2) and (5), the data for meta- and
para-substituted phenyl esters simultaneously with ortho-substituted esters
were treated according to Egs (3) and (6). The data for only ortho-substi-
tuted derivatives were treated according to Egs (3) and (6) to compare the
susceptibilities obtained for the inductive, resonance and steric terms for
ortho substituents with those determined with the simultaneous use of data
for ortho-, meta- and para-substituted derivatives. In processing of data for
ortho-substituted derivatives with Eqgs (3) and (6) the log k value for the
unsubstituted derivative (X = H) as standard was included besides the
ortho-substituted derivatives. The different sensitivity towards substituent
effects from ortho, meta and para positions was assumed. In the case of the
alkaline hydrolysis of substituted phenyl tosylates (series 2) the steric term
C7(orthoyS Was omitted. The steric term of ortho substituents in the alkaline
hydrolysis of phenyl benzoates was considered independent of temperature
and the corresponding cross term (1/T)S was not included. The Taft polar o°3°,
inductive 0,3, the resonance og° [0g° = (0°)paa — 0,132 scales were used at
the data processing (see Table I1). For comparison, two steric scales were in-
volved: the Charton steric v constants®? based on van der Waals radii and
E.B scale* determined as the Taft steric constants E,, but for ortho substitu-
ents in alkyl part of phenyl benzoates (esters 1). Two steric scales gave
nearly identical results if v = 1.39 for ortho-nitro group was used. When the
v value for nitro group was 0.35, in data treatment according to Eq. (3) the
steric scale for ortho substituents was excluded as insignificant.
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To the data processing according to Eqgs (2) and (3) were submitted the
second-order rate constants k, of the alkaline hydrolysis of substituted
phenyl benzoates (esters 1) and phenyl tosylates (esters 2) at 25 °C in 5.3 M
aqueous NaClO,, calculated according to the Arrhenius Eq. (4) using the
values of activation parameters E and log A listed in Table Il. When corre-
lated according to Egs (5) and (6), the experimental second-order rate con-
stants k,, reported in Table I, were used.

The data treatment was carried out using a multiple parameter linear least
squares (LLSQ) procedure3#35, Significantly deviating points were excluded
using a Student criterion. Exclusion of the significantly deviating points
was performed on different confidence levels of the t-test.

The activation parameters for the alkaline hydrolysis of substituted
phenyl benzoates and phenyl tosylates in 5.3 M NaClO, solution are listed
in Table Il. The parameters calculated with Eqgs (2) and (3) are presented in
Table 111, the results of data processing, obtained using Eqs (5) and (6) are
shown in Table IV.

TABLE Il
Substituent parameters used for correlations and the values of activation energy E (kJ mol‘l)
and log A for the alkaline hydrolysis of substituted phenyl benzoates (esters 1) and phenyl
tosylates (esters 2) in aqueous 5.3 m NaClO, calculated using Eq. (4)

Benzoates® Tosylates?
X ® o o v EB
E, ki mol™ log A E, ki mol™ log A

4-NO» 0.81 0.63 0.19 - - 48.90+1.49 8.499+0.256 68.86+1.93  9.344+0.315
3-NO, 0.71 0.63 0.19 - - 50.43+1.14 8.598+0.197 69.09+2.24 9.258+0.356
3-Cl 0.37 0.47 -0.20 - - 51.87+0.48 8.575+0.080 73.27+£1.80  9.280+0.283
4-F 0.21 0.52 -0.35 - - 52.12+1.22 8.353+0.202 - -
4-Cl 0.28 0.47 -0.20 - - - - 76.35+£1.05 9.526+0.166
3-CH3 -0.07 -0.05 -0.10 - - 54.63+3.51 8.557+0.585 - -
3-NH, -0.14 0.10 -0.48 - - 53.36+0.71 8.423+0.121 - -

H 0 0 0 - - 53.80+0.86 8.523+0.145 77.54+2.93 9.311+0.467
2-NO, 0.81 0.63 0.19 1.39 -0.374 46.76+0.67 7.985+0.114 60.83+1.78  8.790+0.292
2-F 0.21 052 -0.35 0.27 -0.155 51.47+1.17 8.478+0.198 68.76+1.74 8.974+0.278
2-Cl 0.28 0.47 -0.20 0.55 -0.243 49.23+2.16 8.037+0.365 70.85+3.75  9.176+0.588

2-CH3 -0.14 -0.05 -0.10 0.52 -0.264 54.55+1.70 8.248+0.286 78.78+2.49  9.265+0.389
2-OCHz -0.15 0.25 -0.41 0.36 -0.308 53.59+1.25 8.286+0.212 75.37+2.93  9.076+0.464

2 In the data processing according to Eq. (4) the values of s were in range from 0.01 to 0.04.
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RESULTS AND DISCUSSION

The alkaline hydrolysis rates of all substituted phenyl benzoates (esters 1)
and phenyl tosylates (esters 2) were found to decrease when going from wa-
ter to aqueous 5.3 M NaClO,. For esters with electron withdrawing substitu-
ents the retardation appeared to be bigger than in case of esters with
electron-donating groups. For instance, the log k value for ester 1a at 50 °C
decreased by about 0.5 units and log k value for ester 1g decreased by
0.3 units compared with values in water. In both reaction series benzoates
and tosylates the second-order rate constant k, for non-substituted esters at
50 °C was found to be about 0.35 log k units lower than the corresponding
value in water.

The alkaline hydrolysis of ortho-substituted tosylates was accelerated by
additional inductive effects of ortho substituents in comparison with those
of para ones. For ortho-substituted benzoates, two effects influenced the rate
of the process in the opposite directions: compared with para substituents,
process was accelerated by additional inductive effect but retarded by the
steric effect.

The values of reaction constants for ortho-substituted derivatives (p,)orthos
(P°R)ortho @Nd Oy tho, Calculated with Eq. (3) separately for ortho-substituted
derivatives appeared to be approximately the same when calculated simul-
taneously with for ortho-, meta- and para-substituted derivatives (Table III).

The separation of the total substituent effect into contributions of the in-
ductive, resonance and steric terms according to Eq. (3) (Table 1) con-
firmed the Taft postulate (p)meta = (P)para = (P°R)para = 2(P°R)meta = P°m p- The
susceptibility to the polar influence of meta and para substituents, (p°)m .
and similarly the (p)metas (P1)para @Nd (P°r)para Values appeared to decrease
approximately 0.13 units only, when going from water to aqueous 5.3 M
NaClOQ, solution, in both the alkaline hydrolysis of benzoates and tosylates,
depending on temperature considered (Table 111). The (p°),, , value for the
alkaline hydrolysis of substituted phenyl benzoates at 25 °C was found to
be equal to 0.96 and 1.08 in 5.3 M NaClO, 2 and in pure water, respectively.
The corresponding values for (p°),, , for the alkaline hydrolysis of phenyl
tosylates at 25 °C are 1.9 and 2.05.

In both reaction series the inductive influence from ortho position for
aqueous 5.3 M NaClO, appeared to be unchanged compared to pure water.
For alkaline hydrolysis of substituted phenyl benzoates the corresponding
(P ortho Values at 25 °C are 1.50 and 1.53 2 and for tosylates 3.2 and 3.3 °C,
respectively.

Collect. Czech. Chem. Commun. (Vol. 67) (2002)



1846 Nummert, Piirsalu:

When going from water to aqueous 5.3 M NaClO, the relation
(P ortho’ (P para Was found to be increased from 1.6 to 1.7 for tosylates reac-
tion series and from 1.5 to 1.7 (as steric constant v was used) for benzoates
reaction series.

Though the decrease in the polar effect of meta and para substituents
appeared to be minimal (only 0.13 units of p) and the inductive influ-
ence from ortho position was observed neary unchanged when going
from water to aqueous 5.3 M NaClO,, we detected the increase in ortho effect
(log Kortno™ — 109 Kyara™) by transfer from water to more electrophilic media
(compared to pure water) in both reaction series studied.

When going from water to less electrophilic media like aqueous 2.25 m
Bu,NBr or 80% DMSO, a considerable decrease in the relation
(Portho/ (P para Was detected?. In 2.25 M Bu,NBr (Portho/ (P para = 0.9 for the
alkaline hydrolysis of benzoates at 25 °C [(p))ortho = 2-09 and (p)para = 2.27]
and (pl)orthol(pl)para = 1.24 for phenyl tosylates [(pl)ortho = 3.59 and (pl)para =
2.90].

The observed variation of (p))ortho/ (P1)para When going from water to aque-
ous 5.3 m NaClO,, once more prove that the inductive term of ortho sub-
stituents varies with solvent less (nearly twice?) than the inductive term of
para substituents.

Similarly to our previous works, both the magnitude of the resonance
from ortho position and the variation of ortho resonance term with solvent
appeared to be nearly the same as for para substituents [(p°R)para = (P°R)orthol
in both reaction series considered.

In previous works we used for the data treatment the E.® scale determined
from the acidic hydrolysis experimental data for substituted phenyl
benzoates. To compare the steric term for aqueous 5.3 M NaClO, with those
obtained in previous works for other media, in present work besides the
Charton steric v scale, the steric E scale was involved. Two steric scales
gave nearly identical results if v = 1.39 for ortho-nitro group was used. In
the case of the v values, the resonance from ortho position appeared to be
exactly equal to resonance from para position and the inductive influence
from ortho position observed a little stronger than in case the E.B constants
used (Table I1). In the case the E constants, the resonance term from ortho
position appeared to be equal to or a little less than that for para substitu-
ents.

When to use in correlations the steric ES scale, for ortho-substituted
benzoates in aqueous 5.3 M NaClO, the susceptibility to the steric influence
was found to be equal to 1.0, nearly equal to that in water, aqueous 2.25 M
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Bu,NBr and 80% DMSO. When the Charton v scale was involved, the sus-
ceptibility to the steric influence was found to be -0.40.

Though the inductive and resonance terms in the benzoates and tosylates
reaction series differ about two-fold, the variation of the inductive and res-
onance terms for ortho, meta and para substituents with solvent was ob-
served by the same extent in the two reactions considered. Similar variation
of substituent effects with solvent has been found in our previous papers
involving media which electrophilic power is reduced compared to water?.

The separation of the inductive, resonance and the steric terms depend-
ent simultaneously on substitution and temperature was performed using
Egs (5) and (6) (Table 1V). Equation (5) includes data only for meta- and
para-substituted derivatives, Eq. (6) includes those simultaneously for ortho-
meta- and para-substituted derivatives at various temperatures. For the sake
of comparison data processing with Eq. (6) was performed separately for
ortho-substituted esters. The calculated susceptibilities for the inductive, res-
onance and steric terms for ortho, meta and para substituents obtained using
Eq. (6), appeared to be the same as calculated separately for meta-, para- and
ortho-substituted derivatives.

Equations (5) and (6) are the multilinear relationships with cross terms.
Palm and Istomin demonstrated®-3°:36 that this kind of equations exhibit a
remarkable property called isoparametricity. The phenomenon of isopara-
metrical relationship is possible if there are represented the cross terms in
correlation equation. The isoparametrical point for temperature T is the
known as isokinetical (or isoequilibrium) temperature.

In aqueous 5.3 M NaClO,, the variation of the inductive and resonance
terms with temperature only slightly differs from those obtained earlier for
pure water®. In 5.3 M NaClO,, similarly to water, the dependence of induc-
tive and resonance terms on temperature in the case of meta and para sub-
stituents in both the benzoates and tosylates reaction series, appeared to be
isoentropic as the corresponding terms in Eqs (5) and (6) were excluded as
insignificant (in Eq. (5) ¢; = 0 and in Ed. (6) Cymeta) = C3(para) = Cs(meta) =
Co(para) = 0). The dependence of the ortho resonance term on temperature,
similar to that of para substituents, was found to be isoentropic (C4(ortho) = 0)-
In aqueous 5.3 M NaClO,, similarly to pure water, the dependence of the
ortho inductive term on temperature for the tosylates series corresponds to
the isoparametric relationship, i.e. belongs to isokinetical relationship as
much the terms ¢, 4rtho)0) @Nd Coortho) (1/T)0; in EQ. (6) appeared to be pres-
ent (Cy(ortho = —1.51, C7(orthoy = 1.45 x 103). In water, the ortho inductive term
in benzoates reaction series corresponds to isokinetic relationship (the
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value of ¢y 4rtne) iN range from -0.4 to -0.8). In aqueous 5.3 M NaClO,, the
Ci(orthoy Value was found to be different from zero (nearly -0.4) in the pre-
liminary solution. Due to relatively large deviations, the ¢;,0)0, term for
benzoates reaction series was excluded as insignificant and the correspond-
ing relationship should be considered as isoentropic one. If the data treat-
ment procedure involved the cross terms, formed from centrated basic
argument scales®, the ¢; 1) Value was found to be about —0.6 and Co(othe) =
0.56 x 102 for the benzoates reaction series. Performing the data treatment
that way, the calculated resonance term for meta and para substituents ap-
peared to be independent of temperature. Therefore, similar solution could
be regarded “unreasonable” as well. Hence, in aqueous 5.3 m NaClO, for
the ortho-inductive term in benzoates reaction series, two alternative rela-
tionships, isoentropic and isokinetical could be considered as indistinguish-
able ones.

In both reaction series studied in the case of meta and para substituents
the inductive term and the resonance of para substituents vary with tem-
perature equally, but for meta substituents the variation of the resonance
term with temperature appeared to be nearly twice smaller than that for
para substituents: (Ciometa) = C11(para) = C14(para) = 2C13(meta))- IN the case of the
alkaline hydrolysis of substituted phenyl tosylates, the variation of the in-
ductive and resonance terms with temperature was found to be about twice
stronger than that in the alkaline hydrolysis of substituted phenyl
benzoates:

[Clo(meta) = C11(para) = C14(para) = C12(ortho) = 2Cl3(meta) = 0.56 x 103]Tos =
= 2[Clo(meta) = C11(para) = C14(para) = C12(ortho) = 2C13(meta) = 0.29 x 103]Ben2'

In water-® in both reaction series considered, the sensitivity of the ortho in-
ductive effect towards the temperature variation observed about two times
stronger than for meta- and para-substituted derivatives, dependence itself
in the alkaline hydrolysis of phenyl tosylates was found to be twice larger
than in the alkaline hydrolysis of phenyl benzoates:

[CQ(ortho) =141 x 103]Tos/[c9(ortho) =0.72 x 103]Benz = 2.

In aqueous 5.3 m NaClO,, similarly to pure water, in the case of ortho sub-
stituents, the dependence of the inductive influence on temperature ap-
peared to be about twice as large as the same dependence for para and meta
substituents in both reaction series studied. The magnitude of the relation
[Co(orthoy = (1.45 £ 0.23) x 103]74¢/[Co(ortho) = 0.5 % 10%]gen, = 2.9 could be con-
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sidered as too high. Due to large deviations, the [C g tho)lgen, CONStant was
excluded and the data processing gave for the reaction constant
[Co(orthoylsenz lOWeEr value than expected.

When going from water to aqueous 5.3 M NaClO,, the temperature de-
pendence of inductive and resonance effects in the case of meta and para
substituents appeared to be decreased about 0.06 x 103 units (Table 1V) in
case of both reaction series considered (for benzoates in water® ¢yg(meta) =
Ci1(paray = 0.320, for tosylates® Cig(meta) = C11(para) = 0.600). By transfer from
water to 5.3 M NaClQ,, in the case of ortho substituents the dependence of
the inductive influence on temperature appeared to be practically un-
changed compared to water in tosylates reaction series [in aqueous 5.3 M
NaClO, €y (ortho) = (-1.51 £ 0.70) and Cy(grtno) = (1.45 + 0.23), in water ¢y grtho) =
(-1.46 £ 0.46) and Cg(ortnoy = (1.41 + 0.11)].

The variation of the reaction rate with the substituent and temperature in
the alkaline hydrolysis of substituted alkyl benzoates and tosylates ap-
peared to be nicely described by Eqgs (5) and (6). The comparison of the pre-
dicted log k values (log k.,.) calculated according to Eq. (6) and the
experimental log k values (Table I) for the alkaline hydrolysis of substituted
phenyl benzoates and tosylates is shown in Figs 1-4. For the alkaline hydro-
lysis of substituted phenyl benzoates in 5.3 m NaClO, we found (Fig. 1):

1.0 T T T

log Kqps

15 & | | I 1

-15 -1.0 -0.5 0.0 0.5 1.0
log kcalc
Fic. 1
Plot of log kg, vs log Kk, for the alkaline hydrolysis of substituted phenyl benzoates (esters 1)

in aqueous 5.3 M NaClO, (Eq. (7)). log k,,, are the log k values of the experimental values of
the second-order rate constants at various temperatures given in Table I. log k... were calcu-
lated using Eq. (8) (Table IV). O ortho-Substituted derivatives, A meta- and para-substituted de-
rivatives, [0 points excluded during the data treatment
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log Kype = —(0.010 % 0.004) + (1.000 + 0.006) 10g Ky 7)

R =0.999, s = 0.026, sy = 0.052, n/ny = 67/67.

The log k., values for benzoates were calculated according to Eq. (8) (Table 1V)
using the steric parameter v = 1.39 for ortho-nitro group:

(109 Keai)o,m,p = 8:52 = (0.4150) 1o — 2.808(10%/T) + [0.499(10%/T)0 lortho + (8)
+ [0.288(10%/T)0) | neta + [0-293(10%/T )0ilpara + [0.341(10%/T)0R ortho +

+ [0.081(10%/T)0g lneta *+ [0.335(10%/T)0x T para -
Only for ortho-substituted phenyl benzoates we found (Fig. 2):

log Kyps = —(0.0003 + 0.0502) + (1.000 + 0.007) log Ky (9)

R =0.999, s = 0.021, sy = 0.042, n/ny = 33/34, excluded 2-CI derivative at 60 °C.

0.5 :

-15 1 1 I
-1.5 -1.0 -0.5 0.0 0.5
log k,

calc

Fic. 2

Plot of log kg, Vs l0g K, for the alkaline hydrolysis of ortho-substituted phenyl benzoates (es-
ters 1) in aqueous 5.3 m NaClO, (Eq. (9)). log Kk, are the log k values of the experimental val-
ues of the second-order rate constants at various temperatures given in Table I. log k. were
calculated using Eq. (10) (Table IV) O ortho-Substituted derivatives, A unsubstituted derivative
(phenyl benzoate), O point excluded during the data treatment
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The log k., values for ortho-substituted benzoates were calculated accord-
ing to Eqg. (10) (Table IV) using the steric parameter v = 1.39 for ortho-nitro
group:

109 Koo = 8.541 — (0.4160) 441 + 2.814(10%/T) + (10)

[0.499(10%/T)0 lurino + [0-341(103/T)0xTortho -

For the alkaline hydrolysis of substituted phenyl tosylates in 5.3 m NaCIlO,
it was found (Fig. 3):

log Kyps = —(0.007 + 0.029) + (0.996 + 0.012) log Ky, (11)

R =0.997, s = 0.058, s, = 0.076, n/n, = 38/38.

The log k., values for tosylates reaction series were calculated according to
Eqg. (12) (Table IV):

0.0 T T T
-1.0 -
o
-2.0 | a
8
XO o
=)
o
30 + i
-4.0 I L L
-4 -3 -2 -1 0

Fic. 3
Plot of log Kk, Vs log k. for the alkaline hydrolysis of substituted phenyl tosylates (esters 2)
in aqueous 5.3 m NaClO, (Eq. (11)). log k,,, are the log k values of the experimental values of
the second-order rate constants at various temperatures given in Table I. log k... were calcu-
lated using Eq. (12) (Table 1V). O ortho-Substituted derivatives, A meta- and para-substituted de-
rivatives, [J point excluded during the data treatment
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(IOg kcalc)o,m,p =934 - (1-510|)ortho - 4-055(103/T) + [1-45(103m0|]orth0 + (12)
+ [0.576(10%/T)0 ] peta + [0.543(10%/T )0lpara * [0.484(103/T)0x oo +

+ [0.305(10%T)0g |meta *+ [0.621(10%/T)0 ] ara -
Only for ortho-substituted phenyl tosylates we found (Fig. 4):

log Kyps = (0.015 = 0.035) + (1.003 + 0.014) log Ky ¢ (13)
R =0.998, s = 0.056, s, = 0.064, n/ny = 21/22, excluded 2-Cl at 50 °C.
The log k., values for ortho-substituted phenyl tosylates were calculated ac-

cording to Eq. (14) (Table IV):

IOg I(onho =962- 1-94(0|)om0 + 1-48(0R°)0rﬂ10 + 4-148(103”) + [1-59(103m0|]0nh0 : (14)

log Kqps

log kcalc

Fic. 4
Plot of log kg Vs l10g K.zc
ters 2) in aqueous 5.3 M NaClO, (Eq. (13)). log kg,
ues of the second-order rate constants at various temperatures given in Table I. log k.
calculated using Eq. (14) (Table 1V). O ortho-Substituted derivatives, A unsubstituted derivative

(phenyl benzoate), O point excluded during the data treatment

for the alkaline hydrolysis of ortho-substituted phenyl tosylates (es-
are the log k values of the experimental val-
were
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The polar effects of ortho, meta and para substituents in the alkaline hy-
drolysis of substituted phenyl tosylates (esters 2) for water were found to be
approximately twice higher than same effects in the alkaline hydrolysis of
substituted phenyl benzoates (esters 1)1. The slope of the similar de-
pendence in aqueous 5.3 M NaClO, (Eqg. (15)) was found to be equal to 2.19
(Fig. 5) when log k values for the ortho-, meta- and para-substituted deriva-
tives at 25, 40, 50 and 60 °C were included:

(log ky — log k)T = (-0.048 + 0.039) + (2.19 + 0.07)(log ky —  (15)
— log k4 — 0.979E B)Benz
R=0.989, s =0.121, s, = 0.149, n = 23.

The slope of the dependence (Eqg. (15)) for 5.3 m NaClO, appeared to be
slightly larger than the same slope for water (1.98) what is in accordance
with our point of view that the substituent polar effects in benzoates and
tosylates reaction series change by the same magnitude of Ap (for 5.3 M
NaClO, Ap nearly -0.13 units of p) when going from water to another solvent.
It should be remind that the slope of the dependence (log k{* - log k)T
on (log kX - log k;" — 1.2E.B)® (Eq. (15)) was found to decrease considerably
when going from water to media like 2.25 m Bu,NBr and 80% DMSO (the

2.5 T T T T T

2.0

15

1.0

(log ky — log k)™

1
-02 00 02 04 06 08 10 12

_0.5 1 1 | 1

(log ki - log k;™ - 0.979€B)Ben?

Fic. 5
Dependence of (log ky — log k)™ on (log k;* - log k; - 0.979E.%)B"?, Eq. (15). O ortho-Sub-
stituted derivatives, A meta- and para-substituted derivatives; Benz denotes esters 1, Tos de-
notes esters 2

Collect. Czech. Chem. Commun. (Vol. 67) (2002)



1854 Nummert, Piirsalu:

slope nearly 1.5) which electrophilic solvation properties are considerably
lower than for water.

The slight negative salt effects on the alkaline hydrolysis of esters, ob-
served when going from water to aqueous 5.3 M NaClO,, are consistent
with the ion-dipolar molecule rate theory3738, According to Loupy?®® the in-
fluence of the neutral salts on the rates of alkaline hydrolysis of aromatic
esters could be considered as sum of two opposite effects: association of the
nucleophile OH- with M* leading to rate decrease and =C=0-M*
complexation in ester inducing the rate increase. We assume that slight
negative salt effects on the alkaline hydrolysis of phenyl benzoates and
tosylates, observed in aqueous 5.3 M NaClO,, could be caused mainly by
the association of the nucleophile OH~ with Na* leading to rate decrease
and less extent by the complexation of Na* ions to the minus charged tran-
sition state, inducing a rate increase.

The relative importance of the complexation of Na* ions to transition
state depends on the nature of the ester. If the substituent X in phenyl
group is an electron repelling, in the transition state the minus charge is
more located in the phenolic oxygen and in protic solvents the electro-
philic solvation stabilizes the transition state more extent than in the case
of electron-attracting substituents. The complexation of Na* ions to the mi-
nus charged transition state could be considered responsible for the ob-
served substituent polar effect, which is a slightly decreased compared to
pure water. It follows from Eq. (16)*°

p = const(oy, - 0,7) (16)

that the p value is depending on the o value for the reaction centre in the
initial state (o,) and the transition state (0y¢). In the case of ester hydrolysis
in inorganic salt solution the o,* value should become more positive due to
complexation of M* to negatively charged transition state and p should de-
crease compared to water. In concentrated organic salt solution of 2.25 m
Bu,NBr and 80% DMSO the sensitivity to the polar effect of substituents in
the alkaline hydrolysis of benzoates and tosylates increased by about 1.0
units of p compared to water®. In 2.25 m Bu,NBr and 80% DMSO the transi-
tion state of ester hydrolysis involving minus charge, could be considered
as very few solvated electrophilically what leads to essentially increased p
values compared to pure water. In the concentrated aqueous Bu,NBr solu-
tion there are very few of the active water molecules capable for hydrogen
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bondings with the negative charged transition state and the large Bu,N*
ions are not able for the complexations to the partly charged phenolic oxy-
gen as do little M* cations.

The dependence of the activation energies E on substituent effects in the
alkaline hydrolysis of meta- and para-substituted as well as ortho-substituted
phenyl benzoates (esters 1) and tosylates (esters 2) is completely caused by
polar effects of substituents whereas the electron-withdrawing substituents
decreased the activation energy E, the electron-donating substituents in-
creased it. In aqueous 5.3 M NaCIlO, the activation energies E of the alkaline
hydrolysis of benzoates and tosylates increased in the case of all substitu-
ents in comparison with the activation energies in water (see Table I1). Be-
cause of the additional inductive effect of ortho substituents in comparison
with para substituents, the activation energies E of the alkaline hydrolysis
of ortho-substituted derivatives, except esters 11 and 21 were lower than for
para-substituted ones in water as well as in agueous 5.3 m NaClO,. The sen-
sitivity of the activation energies E of the alkaline hydrolysis of meta- and
para-substituted phenyl benzoates and and phenyl tosylates to the polar
substituent effects decreased in aqueous 5.3 m NaClO,, in comparison with
the sensitivity for water':3. In aqueous 5.3 M NaClO, the lowered suscepti-
bility of the activation energy to the polar influence of substituents could
be considered caused by the complexation of Na* ions to the transition
state involving negative charge what makes the activation energy of esters
with electron repelling substituents lower and for esters with electron at-
tracting substiuents higher compared with unsubstituted derivative.

The log A values for meta- and para-substituted derivatives were nearly
constant, being independent of the substituent effects in aqueous 5.3 ™M
NaClO, for both reaction series (see Table Il). But all the values of log A
found in aqueous 5.3 M NaClO, for substituted phenyl esters were signifi-
cantly higher than those in water. Similar values for ortho substituents were
smaller in both reaction series than those observed for the para substituents
in water as well as in aqueous 5.3 M NaCIlO, (see Table II). It was shown ear-
lier? that if the steric factor was temperature-independent, it could influ-
ence merely the log A value, i.e., only the entropy of the reaction.

The work was supported by the Estonian Science Foundation (grant 3978).

REFERENCES

1. Nummert V., Piirsalu M., Palm V.: Org. Reactiv. 1996, 30, 85; Chem. Abstr. 1996, 125,
141892.

Collect. Czech. Chem. Commun. (Vol. 67) (2002)



1856 Nummert, Piirsalu:

NNk W N

[e]

17.
18.

19.
20.

21.

22.
23.
24.
25.

26.

27.

28.

29.
30.

31.
32.
33.

34.
35.
36.
37.

. Nummert V., Piirsalu M.: J. Chem. Soc., Perkin Trans. 2 2000, 583.

. Nummert V., Palm V.: Org. Reactiv. 1993, 28, 63; Chem. Abstr. 1994, 121, 56768.

. Nummert V., Bogdanov A.: Org. Reactiv. 1989, 26, 231.

. Nummert V.: Org. Reactiv. 1989, 26, 98; Chem. Abstr. 1990, 113, 211055.

. Nummert V., Piirsalu M.: Org. Reactiv. 1997, 31, 101; Chem. Abstr. 1998, 128, 47902.

. Nummert V. M., Piirsalu M. V.: Org. Reactiv. 1990, 27, 217; Chem. Abstr. 1992, 116,

193427.

. Khan M. N.: Colloids Surf., A 1997, 139, 63.

. Pirinccioglu N., Williams A.: J. Chem. Soc., Perkin Trans. 2 1998, 37.
10.
11.
12.
13.
14.
15.
16.

Correia V. R., Cuccovia I. M., Chaimovich H.: J. Phys. Org. Chem. 1991, 4, 13.
Bauerova 1., Ludwig M.: Collect. Czech. Chem. Commun. 2000, 65, 1777.

Bauerova 1., Ludwig M.: Collect. Czech. Chem. Commun. 2001, 66, 770.

Colthurst M. J., Williams A.: J. Chem. Soc., Perkin Trans. 2 1997, 1493.

Nummert V., Alakivi I.: Org. Reactiv. 1976, 13, 536; Chem. Abstr. 1977, 87, 117279.
Nummert V., Piirsalu M.: Org. Reactiv. 1977, 14, 263; Chem. Abstr. 1978, 88, 189543.
Nummert V., Piirsalu M., Alakivi I.: Org. Reactiv. 1978, 15, 133; Chem. Abstr. 1978, 89,
196816.

Nummert V., Piirsalu M.: Org. Reactiv. 1982, 19, 67; Chem. Abstr. 1983, 99, 87388.
Nummert V., Piirsalu M., Palm V.: Org. Reactiv. 1993, 28, 82; Chem. Abstr. 1994, 121,
56770.

Nummert V.: Org. Reactiv. 1981, 18, 274; Chem. Abstr. 1982, 97, 181605.

Nummert V. M., Piirsalu M. V.: Org. Reactiv. 1975, 11, 921; Chem. Abstr. 1976, 84,
43074.

Janovskaja L. A., Juffit S. S.: Organic Syntheses in Two-Phase Systems. Khimya, Moscow
1982.

Koppel I. A., Koppel J. B.: Org. Reactiv. 1984, 21, 98; Chem. Abstr. 1985, 103, 37044.
Maremde V. M., Palm V. A.: Org. Reactiv. 1964, 1(2), 85; Chem. Abstr. 1965, 62, 8959.
Maremde V. M., Asenbush J. B.: Org. Reactiv. 1965, 2(1), 83; Chem. Abstr. 19685, 64, 545.
Pissa T. O., Nummert (Maremde) V. M., Palm V. A.: Org. Reactiv. 1972, 9, 697; Chem.
Abstr. 1973, 78, 147026.

Nummert V. M., Piirsalu M. V.: Org. Reactiv. 1975, 11, 899; Chem. Abstr. 1976, 84,
58393.

Nummert V., Eek M., Piirsalu M.: Org. Reactiv. 1981, 11, 363; Chem. Abstr. 1983, 98,
178451.

Albert A., Serjeant E. P.: Ionization Constants of Acids and Bases, p. 28. Khimya, Moscow,
Leningrad 1964.

Charton M.: Prog. Phys. Org. Chem. 1971, 8, 235.

Palm V. A. (Ed.): Tables of Rate and Equilibrium Constants of Heterocyclic Organic Reactions,
Vol. 5(II), p. 164. Publishing House VINITI, Moscow 1979.

Taft R. W., Jr., Lewis 1. C.: J. Am. Chem. Soc. 1958, 80, 2436.

Taft R. W., Jr., Ehrenson S., Lewis I. C., Glick R. E.: J. Am. Chem. Soc. 1959, 81, 5352.
Aslam M. H., Burden A. G., Chapman N. B., Shorter J., Charton M.: J. Chem. Soc., Perkin
Trans. 2 2000, 583.

Uri A., Tuulmets A., Palm V.: Org. Reactiv. 1983, 20, 122; Chem. Abstr. 1983, 99, 139041.
Palm V.: J. Chem. Inf. Comput. Sci. 1990, 30, 409.

Palm V. A., Istomin B. L.: Org. Reactiv. 1969, 6, 427; Chem. Abstr. 1970, 72, 59641.
Amis E. A.: Solvent Effects on Reaction Rates and Mechanisms. Mir, Moscow 1968.

Collect. Czech. Chem. Commun. (Vol. 67) (2002)


http://dx.doi.org/10.1039/a904741g
http://dx.doi.org/10.1039/a705499h
http://dx.doi.org/10.1039/a700686a
http://dx.doi.org/10.1135/cccc20001777
http://dx.doi.org/10.1135/cccc20010770

Alkaline Hydrolysis of Substituted Phenyl Benzoates and Phenyl Tosylates 1857

38. Bender M. L.: Chem. Rev. (Washington, D. C.) 1960, 60, 53.
39. Loupy A., Meyer G., Tchoubar B.: Tetrahedron 1978, 34, 1333.
40. Hine J.: J. Am. Chem. Soc. 1959, 81, 1126.

Collect. Czech. Chem. Commun. (Vol. 67) (2002)


http://dx.doi.org/10.1016/0040-4020(78)88325-2

