900

doi:10.1246/cl.2010.900
Published on the web August 5, 2010

Bimolecular Rate Constants between Levoglucosan and Hydroxyl Radical:
Effects of pH and Temperature

Takashi Teraji'! and Takemitsu Arakaki*?
'Graduate School of Engineering and Science, University of the Ryukyus,
1 Senbaru, Nishihara-cho, Okinawa 903-0213
’Department of Chemistry, Biology and Marine Science, University of the Ryukyus,
1 Senbaru, Nishihara-cho, Okinawa 903-0213

(Received May 12, 2010; CL-100458; E-mail: arakakit@sci.u-ryukyu.ac.jp)

Bimolecular rate constants for levoglucosan and hydroxyl
radical were determined at various temperatures and pHs using
competitive kinetics. Hydrogen peroxide was used as the radical
source, and benzoic acid was used as a competitive radical
scavenger. The rate constants at 20°C were 7.9 x 10% to
2.4 x 10°M~'s7! between pH 3.0 and 8.0 and showed little
variation as a function of temperature between 10 and 40 °C.

The hydroxyl radical ("OH) is a potent oxidant in aquatic
environments. The lifetimes of many organic compounds are
controlled by their relative reactivity with ‘OH.! The bimolec-
ular rate constant between any given compound and ‘OH
(korg,0on), and the steady-state concentration of ‘OH (["OH]s,)
determine the reactivity, as shown below.

korg,
‘OH + Organic compound — % . Product (D

Lifetime of organic compound 1/(korgon[ OHly) (2)

To better estimate the lifetime of a given compound in
nature, it is necessary to determine the rate constants for its
reaction with ‘OH in different aquatic environments. For
example, the pH of seawater is about 8.0, whereas cloud waters
affected by anthropogenic activities can have pH values as low
as 2.9.%2 Pristine rain water at equilibrium with current CO,
levels of 380 ppm has a calculated pH of 5.6. The temperature of
aquatic environments can also range from below freezing to
boiling.

Levoglucosan (1,6-anhydro-B-D-glucose) is one of the main
polar chemicals emitted into the atmosphere during biomass
combustion. Levoglucosan is reported to be relatively stable in
the environment and thus is often used as a tracer for biomass
burning.** For example, Kundu et al.® used levoglucosan as a
tracer to study aerosols during an intensive biomass-burning
period in Brazil and found that the ratios between dicarboxylic
acids and levoglucosan concentrations were higher during the
daytime than at night, suggesting that photochemical reactions
are important for dicarboxylic acid formation.

The current study determined the bimolecular rate constants
between levoglucosan and ‘OH (kpeyion) at various pH and
temperature conditions, using competitive kinetics. In this
technique, aqueous reactant solutions were illuminated with
313-nm light.® The solutions contained 100 uM levoglucosan,
various concentrations of benzoic acid (BA; including both
CgHsCOOH and C¢HsCOO™) as a competitive scavenger of
‘OH, and 100 uM hydrogen peroxide as a source of ‘OH. The
solution pH was adjusted to 3.0, 5.5, or 8.0 using an appropriate
phosphate buffer solution. Phosphate buffers were chosen
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Figure 1. Examples of salicylate formation with different
initial concentrations of BA at pH 5.5 and 20°C, with
[Levoglucosan] = 100 uM and [H,0,] = 100 uM.

because the reaction rate of ‘OH with phosphate is much
slower than those with levoglucosan and BA. The concentration
of levoglucosan in the initial reaction mixture was held
constant, while the BA concentration was varied. The rate of
formation of salicylate, one of the products of ‘OH and BA,
was a function of the fraction of "OH reacting with BA, which
in turn was a function of BA concentration. Salicylate
concentrations were determined by HPLC using a fluorescence
detector (excitation at 320 nm, emission at 400nm).® Calibra-
tion curves were made on each day of the experiments by
adding standard sodium salicylate solution to pure water.
Figure 1 shows examples of the salicylate formation kinetics
observed with this technique. Formation rates of salicylate were
calculated using a least-squares fit of the data in Figure 1,
which show an increase in salicylate formation with increasing
concentrations of BA.

With our illumination system, the "OH formation rate from
the photolysis of 100 uM H,0, is estimated to be about 8 x
10~""Ms~!. Since we illuminated the solutions up to 24 min
only, the total *OH formed in 24 min was about 1.15 x 1077 M.
Even if all the total "OH reacted with levoglucosan, only 0.1% of
100 uM levoglucosan would have been destroyed. Therefore, the
initial concentration of 100 uM levoglucosan can be assumed to
remain constant during the 24-min illumination period. Note that
levoglucosan does not absorb 313-nm light; consequently, no
direct photolysis occurred under these experimental conditions.
In addition, no salicylate was detected after irradiating a 100 uM
levoglucosan solution at 313 nm for 24 min.

As the bimolecular rate constants of BA were also affected
by the temperature and pH of the reaction mixture, rate constants
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were calculated at different temperatures and pHs using
previously published data.” The bimolecular rate constants
reported by Ashton et al.” for reactions of C¢HsCOOH (BAH)
and CcHsCOO™ (BA™) with "OH were relatively unaffected by
temperature between 20 and 200 °C. Considering that the acid
dissociation constant (pK,) of BAH is 4.2, the mole fractions
of BAH and its conjugate base BA™ at a specific pH were
calculated and taken into account in the rate constant calculation
shown below.

ksaton = (&Ban)(kBan+on) + (A~ )(kBA-+oH) 3)
apan = [H'1/(K, + [H']) 4

opar- = 1 — apan )

where agp and aga- are the mole fractions of BAH and BA™,
respectively, at a given pH. A scavenging rate constant, which
represents the product of the bimolecular rate constant and the
concentration of levoglucosan, kiey+on[Levoglucosan], was
determined from the relationship between [BA] and the
formation rate of salicylate. Thus, kpey1on could be calculated
at a given levoglucosan concentration. The Supporting Informa-
tion provides a detailed derivation of the equations and rate
constants used in this study.®

Table S2 in the Supporting Information summarizes the
values of kiev4on as a function of pH and temperature.® At least
three replicate experiments were conducted to determine the rate
constants at each specific pH and temperature. For example,
krevron at 20°C (293K) was (0.79 £ 0.11) x 10°M~'s™!
(n=5) at pH3.0, 244£028)x10°M's™!' (n=4) at
pH 5.5, and (1.6 0.08) x 10°M~'s~! (n = 4) at pH 8.0. The
mean values of kieyion at pH 3.0 were always slightly smaller
than those calculated at pH 5.5 or 8.0 at the same temperature.
Hoffmann et al.,? the only study in the primary literature to have
determined ke on, reported a value of (2.4 40.3) x 10°
M~!s7! at 298 K (25 °C) using laser flush photolysis; however,
because the solution pH was not given, it is not possible to
directly compare this value with the present values. In the
current study, when the pH of the solution was not controlled
with a buffer solution, the measured pH of a solution for the
conditions of Hoffmann et al.> (45 uM levoglucosan and 100 uM
H,0,) was 6.2. Assuming that the pH of the solution used by
Hoffmann et al.®> was approximately 6.2, their reported value
was similar to the kp.,.on value reported here at pH 5.5 and
293K.

Figure 2 shows an Arrhenius plot of In(kiey+on) versus 1/T.
Linear regression analyses revealed relatively low slopes across
the pH range. Using the mean values at each temperature, the
activation energy (E,) for the reaction between levoglucosan and
‘OH was calculated at each pH; the E, (+standard error) was
12 £9.6kImol~" at pH 3.0, 2.3 £4.8kImol~" at pH 5.5, and
27 £ 10kJmol~! at pH 8.0. The E, values for kie,on Were
small. For example, the bimolecular rate constant of a reaction
with E, = 10kJ mol~! changes by only 16% with a temperature
change of 10°C, assuming that all of the coefficients in the
Arrhenius equation are the same. Thus, the E, values calculated
in this study suggest that the rate constants for levoglucosan and
‘OH are influenced little by changes in temperature between 10
and 40 °C.
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Figure 2. An Arrhenius plot showing In(key+on) as a function
of 1/T at pH 3.0, 5.5, and 8.0. Error bars indicate one standard
deviation about the mean.

Hoffmann et al.® studied reaction rates between levogluco-
san and "OH, NOs’, and SO, ~, concluding that the reaction with
‘OH was the major degradation pathway. In natural systems,
[[OH] can vary widely; nevertheless, assuming that ["OH] is
107“M in the atmospheric liquid phase,” eq 2 predicts the
lifetime of levoglucosan to be about 13.2 h. Although previous
studies have indicated that levoglucosan is relatively stable in
the atmosphere,? its calculated lifetime is relatively short. One
should take this into consideration when using levoglucosan as
the sole tracer for biomass burning.
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