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Abstract—The kinetics of oxidation of L-phenylalanine (L-Phe) by diperiodatoargentate(II1) (DPA) in
alkaline medium at a constant ionic strength of 0.25 mol/dm~> has been studied spectrophotometrically. The
reaction between DPA and L-phenylalanine in alkaline medium exhibits 1 : 1 stoichiometry (L-phenylala-
nine : DPA). The reaction shows first order in [DPA] and has less than unit order dependence each in both
[L-Phe] and [Alkali] and retarding effect of [IO, ] under the reaction conditions. The active species of DPA
is understood to be as monoperiodatoargentate(I11) (MPA). The reaction is shown to proceed via a MPA—
L-Phe complex, which decomposes in a rate-determining step to give intermediates followed by a fast step to
give the products. The products were identified by spot and spectroscopic studies. The reaction constants
involved in the different steps of the mechanisms were calculated. The activation parameters with respect to
slow step of the mechanism were computed and discussed. The thermodynamic quantities were also deter-

mined for the reaction.
DOI: 10.1134/S0036024409130068

INTRODUCTION

Amino acids act not only as the building blocks in
protein syntheses but they also play a significant role in
metabolism. Amino acids can undergo many types of
reaction depending on whether a particular amino
acid contains non-polar groups or polar substituents.
The oxidation of amino acids is of interest as the oxi-
dation substrates differ for different oxidants [1, 2].
Thus, the study of amino acids becomes important
because of their biological significance and selectivity
towards the oxidants. Amino acids have been oxidized
by variety of oxidizing agents [3].

L-Phenylalanine is an essential amino acid. It
forms active sites of enzymes and helps in maintaining
their proper conformation by keeping them in proper
ionic states. So oxidation of L-phenylalanine may help
in understanding some aspects of enzyme kinetics. L-
phenylalanine, is part of almost all proteins, especially,
those of animal origin. L-phenylalanine supplementa-
tion helps in the suppression of the pain and aid weight
loss through the suppression of appetite. It is con-
verted in to tyrosine, which is precursor to dopamine
levels, have a definite function in sexual desire.

Diperiodatoargentate(111) DPA is a powerful oxi-
dizing agent in alkaline medium with the reduction
potential 1.74 V [4]. It is widely used as a volumetric
reagent for the determination of various organic and
inorganic species [5]. Jayapraksh Rao et al. [6], have
used DPA as an oxidizing agent for the kinetics of oxi-
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dation of various organic substrates. They normally
found that order with respect to both oxidant and sub-
strate was unity and [OH~] was found to enhance the
rate of reaction. It was also observed that they did not
arrive the possible active species of DPA in alkali and
on the other hand they proposed mechanisms by gen-
eralizing the DPA as [Ag(HL)L]“*D-. However,
Kumar et al. [7] put an effort to give an evidence for
the reactive species form of DPA in the large scale of
alkaline pH. When the silver(III) periodate complex is
oxidant and multiple equilibria among different sil-
ver(III) species are involved, it would be interesting to
know which is the active species of the oxidant. In the
present investigation, we have obtained the evidence
for the reactive species of DPA in alkaline medium. A
literature survey reveals that there are no reports on the
mechanistic studies of L-phenylalanine (L-Phe) oxi-
dation by DPA. The present study is undertaken to
deduce a suitable mechanism for oxidation of L-Phe
by DPA on the basis of kinetic results and to under-
stand the redox chemistry of DPA in alkaline medium.

EXPERIMENTAL

Materials and Reagents

All chemicals used were of reagent grade and dou-
ble distilled water was used throughout the work. A
solution of L-phenylalanine (Himedian Pvt. Ltd.,)
was prepared by dissolving an appropriate amount of a
recrystallised sample in double distilled water. Com-
paring its IR spectrum with literature data checked the
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Fig. 1. First order plots for oxidation of L-phenylala-
nine by DPA in aqueous alkaline medium at 27°C;

[DPA] x 10° (mol dm3): (1) 1.0, (2) 3.0, (3) 5.0, (4) 8.0,
(5) 10.0; A is absorbance.

purity of the L-Phe sample and with its m.p. 273°C (lit
m.p 275°C). The required concentration of L-Phe was
used from its aqueous stock solution. KNO; and KOH
were used to maintain ionic strength and alkalinity of
the reaction respectively. An aqueous solution of
AgNO; was used to study the product effect, Ag(I). A
stock standard solution of 10, was prepared by dis-
solving a known weight of KIO, (Riedel-de Haen) in
hot water and used after keeping 24 h to maintain the
equilibrium. Its concentration was ascertained iodo-
metrically [8] at neutral pH maintained using phos-
phate buffer. The pH of the medium in the solution
was measured by ELICO L1613 pH meter.

Preparation of DPA

DPA was prepared by oxidizing Ag(I) in presence
of KIO, as described elsewhere [9]: a mixture of 28 g of
KOH and 23 g of KIO, in 100 cm? of water along with
8.5 g of AgNO; was heated just to boiling and 20 g of
K,S,04 was added in several lots with stirring and then
the mixture was allowed to cool. It was filtered through
a medium porosity fritted glass filter and NaOH (40 g)
was added slowly to the filtrate, whereupon a volumi-
nous orange precipitate agglomerates. The precipitate
was filtered as above and washed three to four times
with cold water. The pure crystals were dissolved in
water (50 cm?) and warmed to 80°C with constant stir-
ring thereby some solid was dissolved to give a red
solution. The resulting solution was filtered when it
was hot and on cooling at room temperature, orange
crystals separated out and were recrystallised from
water.

The complex was characterized from its UV spec-
trum, exhibited three peaks at 216, 255, and 362 nm.
These spectral features were identical to those
reported earlier for DPA [9]. The magnetic moment
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study reveled that the complex is diamagnetic. The
compound prepared was analyzed [10] for silver and
periodate by acidifying a solution of the material with
HCI, recovering and weighing the AgCl for Ag and
titrating the iodine liberated when excess KI was
added to the filtrate for 10, . The aqueous solution of
DPA was used for the required in the reaction mixture.
During the kinetics a constant concentration, viz.
1.0 x 10~ mol dm~3 of KIO, was used throughout the
study unless otherwise stated. Thus, the possibility of
oxidation of L-Phe by periodate was tested and found
that there was no significant interference due to K10,
under experimental conditions.

Kinetic Measurements

The kinetics was followed under pseudo first-order
condition where [L-Phe] > [DPA] at 27 + 0.1°C,
unless otherwise specified. The reaction was initiated
by mixing the DPA to L-Phe solution, which also con-
tained the required concentration of KNO;, KOH,
and KIO,. The progress of reaction was followed spec-
trophotometrically at 360 nm by monitoring the
decrease in absorbance due to DPA with the molar
absorbancy index € to be 13900 + 100 dm? mol~! cm™".
It was verified that there is a negligible interference
from other species present in the reaction mixture at
this wavelength. The pseudo first order rate constants,
ks, Were determined from the logA4 (A is absorbance)
vs time plots. The plots were linear up to 80% (Fig. 1)
completion of reaction under the range of [OH~] used.

In view of the modest concentration of alkali used
in the reaction medium, attention was also directed to
the effect of the reaction vessel surface on the kinetics.
Use of polythene/acrylic wares and quartz or poly-
acrylate cells gave the same results, indicating that the
surface does not have any significant effect on the
reaction rates.

Kinetics runs were also carried out under N, atmo-
sphere in order to understand the effect of dissolved
oxygen on the rate of reaction. No significant differ-
ence in the results was obtained under a N, atmo-
sphere and in the presence of air. In view of the ubig-
uitous contamination of carbonate in the basic
medium. The effect of carbonate was also studied.
Added carbonate had no effect on the reaction rates,
however fresh solutions were nevertheless used for car-
rying out each kinetic only. The spectroscopic changes
during the reaction are shown in Fig. 2. It is evident
from the Fig. 2 that the concentration of DPA
decreases at 360 nm.

Regression analysis of experimental data to obtain
regression coefficient » and the standard deviation S,
of points from the regression line, was performed with
the Microsoft office Excel-2003 programme.
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Fig. 2. Spectroscopic changes occurring in the oxidation of L-phenylalanine by [diperiodatoargentate(I11)] at 27°C, [DPA] =
5.0 x 107>, [L-Phe] = 5.0 x 1074 [OH™] = 0.05, and 7 = 0.02 mol/dm? with scanning time of: (1) 0.5, (2) 1.0, (3) 1.5, (4) 2.0,

(5) 2.5, and (6) 3.0 min.

RESULTS

Stoichiometry and Product Analysis

Different sets of reaction mixtures containing vary-
ing ratios of DPA to L-phenylalanine in presence con-
stant amount of OH~, KNO;, and KIO,, were kept for

CH—(llH—COOH
S

CH-CHO
— O/ + H,IO + HCO; + NH; + Ag(I) + 3H*

The main oxidation products were identified as
corresponding aldehyde (phenyl acetaldehyde) by
spot test [11], ammonia by Nessler’s reagent and the
CO, was qualitatively detected by bubbling nitrogen
gas through the acidified reaction mixture and passing
the liberated gas through tube containing lime water.
Preparing its 2.4-DNP derivative identified the corre-
sponding aldehyde. Such products were also obtained
in previous work [12]. The nature of phenyl acetalde-
hyde was confirmed by its IR spectrum which showed
a C=O0 stretching at 1630 cm~! indicating the presence
of aldehydic C=0 and C—H stretching at 2855 cm™!.
The formation of free Ag* in solution was detected by
adding KCI solution to the reaction mixture, which
produced white turbidity due to formation of AgCl. It
was observed that phenyl acetaldehyde does not
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3 h in closed vessel under nitrogen atmosphere. The
remaining concentration of DPA was estimated by
spectrophotometrically at 360 nm. The results indicate
that one mole of DPA consumed one mole of L-phenyl-
alanine (1 : 1 stoichiometry) as given in equation:

+ [Ag(H,10¢) - (H,0),]

(1)

undergo further oxidation under the present kinetic
conditions.

The reaction orders were determined from the
slopes of logk ., vs. loge (c is concentration) plots by
varying the concentration of the reductant and alkali
in turn while keeping other conditions constant. The
DPA concentration was varied in the range of 1.0 x 10~
to 1.0 x 10~* mol dm—3 and the linearity of the plots of
logA vs. time up to 80% completion of the reaction
indicates a reaction order of unity in [DPA]. This is
also confirmed by varying [DPA], which did not result
in any change in the pseudo first order rate constants,
ks (Table 1). The L-phenylalanine concentration was
varied in the range of 3.0 x 10~*to 3.0 x 10~ mol dm™3
at 27°C while keeping other reactant concentrations
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Table 1. Effect of [DPA], [L-Phe], [10, ], and [OH] on diperiodatoargentate(I11) oxidation of L-phenylalanine in alka-

line medium at 27°C, / = 0.25 mol dm>

5 4 - - 5
1.0 5.0 0.05 1.0 4.6 4.6
3.0 5.0 0.05 1.0 4.5 4.6
5.0 5.0 0.05 1.0 4.7 4.6
8.0 5.0 0.05 1.0 4.6 4.6
10.0 5.0 0.05 1.0 4.4 4.6
5.0 3.0 0.05 1.0 4.0 3.6
5.0 5.0 0.05 1.0 4.6 4.6
5.0 8.0 0.05 1.0 5.1 6.0
5.0 10.0 0.05 1.0 6.0 6.6
5.0 20.0 0.05 1.0 7.0 8.4
5.0 30.0 0.05 1.0 8.0 9.2
5.0 5.0 0.01 1.0 2.0 2.0
5.0 5.0 0.03 1.0 4.0 3.8
5.0 5.0 0.05 1.0 4.6 4.6
5.0 5.0 0.08 1.0 5.1 5.3
5.0 5.0 0.1 0.5 5.5 5.5
5.0 5.0 0.05 0.5 6.9 5.5
5.0 5.0 0.05 0.8 5.6 4.9
5.0 5.0 0.05 1.0 4.6 4.6
0.5 5.0 0.05 3.0 3.5 2.8
0.5 0.5 0.05 5.0 2.7 2.0

and conditions constant. The k., values increased
with the increase in concentration of L-phenylalanine
indicating an apparent less than unit order depen-
dence on [L-Phe] (Table 1). The effect of alkali on the
reaction has been studied in the range of 0.01 to
0.1 mol dm3 at constant concentrations of L-pheny-
lalanine, DPA and a constant ionic strength of
0.25 mol dm=3. The rate constants increased with
increasing [alkali] and the order was found to less than
unity (Table 1).

Effect of [periodate]. Periodate concentration was
varied from 5.0 x 107 to 5.0 x 10~> mol dm~ at con-

Table 2. Thermodynamic activation parameters for the
oxidation of L-phenylalanine by DPA in aqueous medium
with respect to the slow step of Scheme 1

kx 10, K, K x 104, | K3x 1074,
K 57! dm3>mol™" | dm*mol | ol dm—3
295 7.0 [0.17+0.007 | 1.35+0.06 | 2.73 £0.11
300 8.0 |0.25+0.011{2.08+0.081.34 +0.06
305 8.6 |0.40+0.018(2.44+0.1 [0.95+0.04
310 103 [0.64 +0.028 [3.02 +0.13|0.52 + 0.02
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stant [DPA], [L-Phe], and ionic strength. It was
observed that the rate constants decreased by increas-

ing [10, | (Table 1).

Effect of added products. Initially added products,
Ag(1) and aldehyde did not have any significant effect
on the rate of reaction.

Effect of ionic strength (/) and dielectric constant of
the medium (D). It was found that ionic strength and
dielectric constant of the medium had no significant
effect on the rate of reaction.

Effect of temperature (7). The influence of temper-
ature on the k,, values were studied at 22, 27, 32, and
37°C. The rate constants, k, of the slow step of
Scheme 1 were obtained from the slopes and the inter-
cept of the plots of 1/k, vs. 1/[Phe], 1/ky,vs. 1/[OH~

1, and 1/kg vs. [H3IO§_] at four different tempera-
tures. The values are given in Table 2. The activation
parameters for the rate determining step were obtained
by the least square method of plot of logk vs. 1/T:
E,=18.4+0.8kJ mol™!, AH*=15.9 £ 0.7 kJ mol™!,
AS*=-231111JK'mol~!, AGF =85.4+ 4 kI mol~".
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Test for Free Radicals

The intervention of free radicals was examined for
reaction is as follows, the reaction mixture, to which a
known quantity of acrylonitrile scavenger has been
added initially, was kept in an inert atmosphere for 2 h.
Upon diluting the reaction mixture with methanol,
precipitate resulted, suggesting there is participation
of free radicals in the reaction.

DISCUSSION

In the later period of 20th century kinetics of oxi-
dation of various organic and inorganic substrates have
been studied by Ag(III) species which may be due to its
strong versatile nature of two electrons oxidant.
Among the various species of Ag(Ill), Ag(OH),,
diperiodatoargentate(1II), and ethylenebis (bigu-
anide) (EBS), silver(I11I) are of maximum attention
to the researchers due to their relative stability [13].
The stability of Ag(OH), is very sensitive towards
traces of dissolved oxygen and other impurities in the
reaction medium whereupon it had not drawn much
attention. However, the other two forms Ag(III) [6,
7, 14] are considerably stable; the DPA is used in
highly alkaline medium and EBS is used in highly
acidic medium.

The literature survey [9] revels that the water solu-
ble diperiodatoargentate(IIl) (DPA) has a formula
[Ag(10g),]’~ with dsp? configuration of square planar
structure, similar to doperiodatocopper(I1I) complex
with two bidentate ligands, periodate to form a planar
molecule. When the same molecule is used in alkaline
medium, it is unlike to be existed as [Ag(IOg),]"~, as
periodate is known to be in various protonated forms

2219

[15] depending on pH of the solution as given in fol-
lowing multiple equilibria:

HsIO, == H,I0; + H, )
H,I0; == H,I0; + H*, (3)
H,I0; == H,l0, + H". 4)

Periodic acid exists as (H5;1Oy) in acid medium and as
H,10, at pH 7. Thus, under the present alkaline con-
ditions, the main species are expected to be H3IO§_

and HZIOE_ . At higher concentrations, periodate also
tends to dimerise [4]. On contrary, the authors [6] in
their recent past studies have proposed the DPA as
[Ag(HL),]*~ in which L is a periodate with uncertain
number of protons and HL is a protonated periodate
of uncertain number of protons. This can be ruled out

by considering the alternative form [15] of 10, at

pH> 7 which is in the form H,I0; or H,IO; .
Hence, DPA could be as [Ag(H;IO4),]” or
[Ag(H,104),]*" in alkaline medium. Therefore, under
the present condition, diperiodatoargentate(III), may
be depicted as [Ag(H;10Og),]~. The similar speciation
of periodate in alkali was proposed [16] for diperioda-
tonickelate (IV).

The reaction between DPA and L-phenylalanine in
alkaline medium presents a 1 : 1 stoichiometry of oxi-
dant to reductant. Since, the reaction was enhanced by
[OH™], added periodate retarded the rate and first
order dependency in [DPA] and fractional order in
[L-Phe] and [OH™], the following mechanism has
been proposed which also explains all other experi-
mental observations (Scheme 1).

[Ag(H;10¢),]~ + OH~ <2= [Ag(H;04)(H,10¢)]*~ + H,0,

[Ag(H3106) (H,106)1>~ + 2H,0 === [Ag(H,104)(H,0),] + (H;10¢)1>,

CH5CH—COOH P
O/ 1{“‘12 + [Ag(Hzloe)(Hzo)z] <——'3 Complex C,

k CHQ_C-H
Complex C —— O/ i
2

+ Ag(OH)* + H,I0}” + HCO; + 3H*,

_C CH,—CHO
©/CH2 1('\:1: + Ag(OH)* _fist, O ? + NH; + Ag(l)
2

Scheme 1.
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Fig. 3. Verification of rate law (3) for the oxidation of L-phenylalanine diperiodatoargentate(I1I) at 27°C.

In the prior equilibrium step 1, the [OH~] deproto-
nates the DPA to give a deprotonated diperiodatoar-
gentate(I1I); in the second step displacement of a
ligand, periodate takes place to give free periodate
which is evidenced by decrease in the rate with
increase in [periodate] (Table 1). It may be expected
that lower Ag(I1I) periodate species such as monope-
riodatoargantate(I11) (MPA) is more important in the
reaction than the DPA. The inverse fractional order in
[H;IO4]> might also be due to this reason. In the pre-
rate determining stage, this monoperiodateargentate
(MPA), combines with a molecule of L-Phe to give an
intermediate complex C, which decomposes in a slow
step to give free radical derived from L-phenylala-
nine, acetate ion and Ag(II) species by one equiva-
lent changes of Ag(III) in a single step as intervention

of free radical has been observed. This free radical of
L-phenylalanine reacts with Ag(II) species in a fast
step to yield the products. The plot of 1 /k ., vs. 1/[L-Phe]
proved the complex formation between oxidant and
reductant, which explains less than unit order in
[L-Phe].

Since Scheme 1 is in accordance with generally
well-accepted principle of non-complementary oxi-
dations taking place in sequence of one-electron steps,
the reaction between the substrate and oxidant would
afford a radical intermediate. A free radical scavenging
experiment revealed such a possibility as given in
experimental section. This type of radical intermedi-
ate has been observed in earlier work [17]. On the basis
of square planar structure of DPA, the structure of
MPA and complex may be proposed as below:

n OH OH OH
0 OH O«|_ -0 _OH,
A S S0 oo ¥ on,| 07107 L-Phe
HO” | O 0 s
OH OH OH OH
(DPA) (MPA) (Complex)

Spectroscopic evidence for the complex formation
between oxidant and substrate was obtained from
UV-VIS spectra of L-phenylalanine (5.0 x 107%),
[DPA]=5x1073, [OH"] = 0.05 mol/dm~?) and mixture
of both. A hypsochromic shift of about 5 nm from 237
to 232 nm in the spectra of DPA was observed. How-
ever, the Linewear—Burk plot proved the complex
formation between oxidant and reductant, which
explains less than unit order in [L-Phe]. Such a com-
plex between a substrate and a oxidant has been

RUSSIAN JOURNAL OF PHYSICAL CHEMISTRY A

observed in other studies [18]. The rate law for the
Scheme 1 could be derived as (see Appendix),

Table 3. Thermodynamic quantities using K, K5, and K3

Quantities From K, From K, From K;
AH,kImol™" | 654+3 39.2£1.8 |-80.9£3.8
AS,JK'mol™'| 208+9 60.0+2.5 | —191£0.8
AGsp0, kI mol™' | 3.340.15 | 20.9£0.9 |-22.5+1.02

Vol. 83  No. 13 2009



OXIDATION OF L-PHENYLALANINE BY DIPERIODATOARGENTATE(III)

2221

Rate = d[DPA] _ kK, K, K;| DPA][L-Phe][OH ]
dt [H,10; ]+ K,[OH ][H;I0; ]+ K,K,[OH ] + K, K,K;[ OH ][ L-Phe]
ko = kK, K,K,[L-Phe][OH ]
obs —

The rate law can be rearranged in to the following form
which is suitable for verification

1 [H,105 ]
Koos  kK,K,K;[L-Phe][OH]

[Mi0Og] , 1 1
kK,K;[L-Phe] kK;[L-Phe] Kk

According to this equation, the plots of 1/k,, vs.

[H3IO§7] (r=>0.9995, §<0.00132), 1/k vs. 1/[OH™
] (r>0.9996, §<0.00086), and 1/k, vs. 1/[L-Phe]
(r>0.9992, § <0.00089) were linear (Fig. 3). From
the intercepts and slopes of such plots, the reaction
constants, K, K,, K5, and k were calculated as 0.25 £
0.01 dm®mol~', (2.08 £0.08) x 10~* mol dm~3 (1.34 £

0.06) x 10* dm3 mol~!, 8.0 x 103 s~! respectively. The
values of K; and K, obtained were in agreement with
earlier work [19]. These constants were used to calcu-
late rate constant and compared with the experimental
ks Values and found to be reasonable agreement with
each other, which fortifies the Scheme 1 (Table 1). The
equilibrium constant K| is far greater than K, which
may be attributed to the greater tendency of DPA to
undergo deprotonation compared to the formation of
hydrolysed species in alkaline medium.

[H,102 ]+ K,[OH ][H;1027] + K, K,[OH ] + K, K, K;[OH ][L-Phe]

The thermodynamic quantities for the different
equilibrium steps, in Scheme 1 can be evaluated as fol-
lows. The L-phenylalanine and hydroxide ion con-
centration (Table 1) were varied at different tempera-
tures. The plots of 1/k vs. 1/[L-Phe] (>0.9993, S <
0.00131) and 1/k,, vs. 1/[OH] (r = 0.9994, § <
0.00087) should be linear as shown in (Fig. 3). From
the slopes and intercepts, the values of K| are calcu-
lated at different temperatures. A van’t Hoff’s plot
was made for the variation of K; with temperature
li.e., logK, vs. 1/T (r>0.9993, §>0.1107)] and the
values of the enthalpy of reaction AH, entropy of
reaction AS and free energy of reaction AG, were cal-
culated. These values are also given in Table 3. A
comparison of the latter values with those obtained
for the slow step of the reaction shows that these val-
ues mainly refer to the rate-limiting step, supporting
the fact that the reaction before the rate-determining
step is fairly slow and involves a higher activation
energy [20]. In the same manner, K, and K; values
were calculated at different temperatures and the
corresponding values of thermodynamic quantities
are given in Table 2.

The negative value of AS* suggests that the inter-
mediate complex is more ordered than the reactants
[19]. The observed modest activation energy and size-
able entropy of activation supports a complex transi-
tion state in the reaction.

APPENDIX
According to Scheme 1
Rate = k[C] = kK, K,K:[Ag(H,10),][OH ][L-Phe]/[H,10; 1,
[DPA]; = [DPA]+ [Ag(H;10¢) - (H,106)]" + [Ag(H;10¢) - (H,0),] +[C],
2—
[DPA]f — [DPA]T[H3IOG ] ,
[H,10; ]+ K,[OH ][H;I0. ] + K,K,[OH ] + K, K,K;[OH ][ L-Phe]
[OH]; = [OH];+ [Ag(H;10¢) - (H,104)]" + [Ag(H;10¢) - (H,0),]
= [OH];+ K,[DPA][OH ] + K,[ DPA]/[H,10¢ ].
In view of the low concentration of [DPA] and [H 3lOé_] used
[OH ]t = [OH 1. 5
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Similarly,

[L-Phe]; = [L-Phe]; + [C] = [L-Phe]; + K,K,K;[ DPA][OH ][L-Phe]/[H;10,]’

LAMANI et al.

= [L-Phe],[1 + K, K,K;[ DPA][OH ]/[H,10; ]].

In view of the low concentration of [DPA], [OH™], and [H3IO§7] used

[L-Phe]; = [L-Phe],.

(6)

Substituting (2), (3), and (4) in (1) and omitting the subscripts T and f, we get

rate =

kK,K,K;[ DPA][L-Phe][OH ]

[H,1027] + K,[OH ][HI02 ] + K, K,[OH ] + K, K,K;[OH ][ L-Phe]

REFERENCES

. D. Lalo and M. M. Mahanti, J. Chem. Soc. Dalton

Trans., 311 (1990).

. K. Bal Reddy, B. Sethuram, and T. Navaneeth Rao,

Ind. J. Chem. A 20, 395 (1981).

. D. S. Mahadevappa, K. S Rangappa, N. N. M. Gowda,

and B. Timmegouda, Int. J. Chem. Kinet. 14, 1183
(1982).

B. Sethuram, Some Aspects of Electron Transfer Reac-
tions Involving Organic Molecules (Allied, New Delhi,
2003), pp. 151, 78.

. P. K. Jaiswal and K. L. Yadava, Talanta 17, 236 (1970);

P. K. Jaiswal, Analyst 1, 503 (1972).

. P. Jayapraksh Rao, B. Sethuram, and T. Naveneecth

Rao, React. Kinet. Catal. Lett. 29, 289 (1985); K. Ven-

kata Krishna and P. Jayaprakash Rao, Ind. J. Chem. A

37, 1106 (1998) and References therein.

A. Kumar, P. Kumar, and P. Ramamurthy, Polyhedron.
18, 773 (1999); A. Kumar and P. Kumar, J. Phys. Org.
Chem. 12, 79 (1999); A. Kumar, P. Vaishali, and
P. Ramamurthy, Int. J. Chem. Kinet. 32, 286 (2000).
G. P. Panigrahi and P. K. Misro, Ind. J. Chem. A 15,
1066 (1977).

G. L. Cohen and G. Atkinson, Inorg. Chem. 3, 1741
(1964).

. G. H. Jeffery, J. Bassatt, J. Mendham, and R. C. Den-
ney, Vogle’s Textbook of Quantitative Chemical Analysis,
5th ed. (Longmans Singapore, Singapore, 1996),
pp. 467, 391.

RUSSIAN JOURNAL OF PHYSICAL CHEMISTRY A

11.

12.

13.

14.

15.

16.

18.

19.

20.

E Fiegl, Spot Test in Organic Analysis (Elsevier, New
York, 1975), p. 333.

M. C. Agarwal and S. K. Upadhyay, J. Sci. Ind. Res. 42,
508 (1983); G. H. Hugar and S. T. Nandibewoor, Trans.
Met. Chem. 19, 215 (1994).

L. J. Krishenbaum and L. Mrozowski, Inorg. Chem.
17, 3718 (1978).

FE A. Cotton and G. Wilkinson, Advanced Inorganic
Chemistry (Wiley, New York, 1980), p. 974; R. Banerjee,
K. Das, A. Das, and S. Dasgupta, Inorg. Chem. 28, 585
(1989); R. Banerjee, R. Das, and S. Mukhopaddhyay, J.
Chem. Soc. Dalton Trans., 1317 (1992).

C. E. Crouthumel, H. V. Meek, D. S. Martin, and
C.V.Banus, J. Am. Chem. Soc. 71, 3031 (1949);
C. E. Crouthumel, A. M. Hayes, and D. S. Martin,
J. Am. Chem. Soc. 73, 82 (1951).

S. Bhattacharya, B. Saha, A. Datta, and P. Banerjee,
Coord. Chem. Rev. 47, 170 (1988); R. I. Haines and
A. McAuley, Coord. Chem. Rev. 39, 77 (1981).

. V. C. Seregar, C. V. Hiremath, and S. T. Nandibewoor,

Z. Phys. Chem. 220, 615 (2006).

T. S. Kiran and S. T. Nandibewoor, J. Chem. Res., 431
(2006).

V. C. Seregar, T. M. Veeresh, and S. T. Nandibewoor,
J.Mol. Cat. A 271, 253 (2007): T. M. Veeresh,
C. V. Hiremath, and S. T. Nandibewoor, J. Phys. Org.
Chem. 20, 55 (2007).

K. S. Rangappa, M. P. Raghavendra, D. S. Mahadevappa,
and D. Channegouda, J. Org. Chem. 63, 531 (1998).

Vol. 83  No. 13 2009




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


