G.1. Gorchakov and E.G. Semutnikova

Vol. 11, No. 6 /June 1998/ Atmos. Oceanic Opt. 565

KINETICS OF ATMOSPHERIC WATER-SOLUBLE AEROSOLS

G.1. Gorchakov and E.G. Semutnikova

Institute of Atmospheric Physics of the Russian Academy of Sciences, Moscow
Received February 4, 1998

A kinetic equation of water-soluble aerosols is obtained for the particle size
distribution function that considers gas—particle changes including water vapor

condensation processes.

It is shown that the reciprocal power-law particle size

distribution may be formed due to gas—particle changes under stable atmospheric

conditions.

Analysis of variability of the microphysical parameters of the surface

aerosol allows the principal mechanism of growth of the atmospheric damp haze

particles to be determined.

The efficiency of investigations into the
atmospheric aerosol by optical methods! 2 allows one to
reveal the influence of the internal atmospheric
transformation processes3 on the variability of aerosol
microphysical  characteristics.! However, the
interpretation of the observed regularities calls for the
development of principles of kinetics (dynamics) of the
atmospheric water-soluble aerosol or atmospheric damp
haze. The detailed study of the dependences between
the relative air humidity and optical and microphysical
aerosol characteristics4> was an important step on the
road to the development of water-drop aerosol kinetics.

Spatiotemporal changes in the microstructure of
aerosols with preset properties (size of particles, phase
state, and chemical composition) are described by the
equation  for  the  aerosol  number  density
C=Clx,y, 2 t)
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where x, y, and z are the Cartesian coordinates, ¢ is the
time,3 the terms on the right-hand side of Eq. (1)
characterize transportS (##) and mixing’ (mix)
processes and particle removal (rem) from the
atmosphere as well as internal atmospheric aerosol
transformation, namely, coagulation® (cg) and gas-
particle change (gpc) processes. When solving the
specific problems of kinetics (or dynamics) of dispersed
media including the atmospheric aerosol, one usually
restricts oneself by one term or group of two-three
terms’:9 on the right-hand side of Eq. (1). An example
of detailed analysis and solution of three-dimensional
nonstationary problem can be found in Aloyan et al.”

In the derivation of the kinetic equation for
dispersed media with continuous distribution function,
unlike the discrete dispersed systems and gases, one
should take into consideration that the number density
of particles with the preset parameters (@ and o, the
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radius and volume of the particle) C= C(a) =
= AN(a) = g(a)Aa = n(v)Av is determined by the
product of the particle size g(a) or volume n(o)
distribution function on the width of the particle sizes
Aa (or corresponding volume Av) distribution, which
also can change together with g(a) in the process of
aerosol transformation.  Therefore, in general one
should solve the equation for the function y(a), which
is proportional to the width of the particle size
distribution Aa(a) = my(a), where m is the coefficient
of proportionality, together with Eq. (1).

If the function y(a) does not depend on time, then

d[y(a) g(a)] og(a)
—a - y(a) o T Vu g(a) |,

where u = u(x, y, z, t) is the velocity of air flow. In
this case, the aerosol kinetic equation for the
distribution function g(a) that considers transport and
mixing processes, particle removal on the underlying

surface,3  coagulation, and gas—particle change
processes, has the form
og(a)
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where B(a) = B(a, x, y, z, t) is the strength of particle
sources (in Eq. (2), unlike Eq. (1), generation of new
particles in the volume is considered in addition to
their transboundary transport, including nucleation
processes). The rate of change of g(a) due to the gas—
particle change processes is determined by the formula
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Obviously, a” = ((a)3 — («')3)1/3. In Eq. (2), D is the

diffusion coefficient, wge, is the rate of particle

sedimentation, and K is so-called coagulation constant.3
The relation

og(a)
[7:| o = - k(a) g(a)

is frequently used for monoreservoir models (for
example, for the model of a single-layer atmosphere),
where the function k(@) specifies the rate of particle
removal from the reservoir.

In some particular cases the rates of change of
particle volume and radius, caused by the gas-particle
change processes, 310 can be represented in the
following form (neglecting the Kelvin effect311):
do

= =4 @ and

da .

d
where o = B — 2, the parameter B does not depend on
the particle size in a wide range of its variations, and
the quantities Ay and Aj depend on the molecular
parameters.3

It should be noted that when B =1 or B = 2, the
relative width of the particle size distribution decreases
with the increase of particle sizes.

The laws of growth (Eq. (3)) are applicable for
the dry atmosphere (the relative air humidity r = 0),
ie.,, for ag,(¢) and o4.,(¢). For small Knudsen
numbers (the ratio of the mean free path length of
molecules to the particle radius) B =1, and therefore
the rate of growth of the particle size decreases with its
increase, whereas for large Knudsen numbers (B = 2) it
does not depend on the particle size. For heterogeneous
condensation it is expedient to use more general
expression for the law of particle growth,!! applicable
not only for small but also for large Knudsen numbers.

For humid atmosphere the rate of growth of volume
of the particle comprising water-soluble substances
increases due to accumulation of the substance of dry
residue, because the volume of the drop is much large
than the volume of the dry particle. Therewith, it should
be considered that under conditions of thermodynamic
equilibrium simultaneously with the substance of dry
residue the corresponding quantity of water vapor is
settled on the particle.

Therefore, the law of particle (drop) radius
growth for the humid atmosphere will be the following:

da\vet/(dt) = Cv(r) AE a\x?((et ) (4)

where ,(r) specifies the dependence of the particle
volume on the relative air humidity. Gorchakov et al.12
pointed out that the dependences of the components of
the light scattering phase matrix on the relative air
humidity!3 in a wide range of variations of 7,
approximately from 0.3 to 0.95, can be described by the
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reciprocal ~ power-law  empirical  supersaturation
functions!4 of 1 — 7

- 3 -3
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We note that =3 (a=1) corresponds to the
particle growth caused by the chemical reactions inside
the drop (aerosol particle).

Let us consider the stationary problem of particle
growth for the submicron range of particle sizes, when
we can consider that k(a) = const = k.  Neglecting
coagulation, transport, and mixing processes for the
monoreservoir model, we obtain the equation

1 Oly(@) g(a)] da

y(a) da e =~ kg(@).

Obviously, for B = 2 the particle radius a(¢) is the
linear function of time and therefore the width A«
remains  constant.  This leads to  significant
simplification of the kinetic equation.

We can say that in case of voluminous growth of
particles (B = 3), when the dry particles with radius «
entering the atmosphere immediately change into the
drop with radii ag(ry) = £ (rg)ay (the model with a
continuous source), the stationary distribution function
turns out to be the reciprocal power-law function (the
model of the kinetic equilibrium haze):

g(a) — go(a/ao)* 1+ k//COA§)' (6)

The reciprocal power-law distributions of the
atmospheric aerosol were observed long ago!® and
previously were interpreted as a consequence of
coagulation transformation of the aerosol. Distribution
(6) shows that the particle growth caused by chemical
reactions running inside the water-soluble submicron
aerosols are important for the formation of the
atmospheric damp haze. It should be emphasized that the
shape of the stationary distribution is determined by the
relation between the parameters that characterize the rate
of particle removal from the atmosphere and the rate of
growth of particle sizes.  Additional information is
necessary for determination of absolute rates of particle
growth and removal from the atmosphere.

A single-parametric microphysical model of the
surface aerosol! based on the general statistical
regularities of the light scattering phase matrix
variability! and determination of the microstructural
parameters and optical constants of the aerosol as
functions of the input model parameter (scattering
coefficient or meteorological visibility range L) allows
one to refine the peculiarities of the formation of the
typical atmospheric damp haze. The corresponding values
of the volume fill factor V (the volume of the aerosol per
unit volume of the air), the volume fill factor for dry
acrosol residue V., and conventional average relative air
humidity 7, as well as the parameters of the
microstructure «*, N, and v of the approximating
lognormal distribution
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are given in Table T for three values of L.

TABLE 1.

L, km| a* pm [N, em3] v | V1012 [ V,,-1012

) 0.079 8800 0.7 165 48
10 0.061 9100 0.7 80 33
20 0.048 10200 0.7 44 23

We note that when L changes from 2 to 50 km,
the parameter of the aerosol condensation activity
Xo = 0.58 in accordance with the data of Table I.
When L changes from 20 to 5 km, the shape of the
distribution remains unchanged, and the total number
density of particles decreases approximately by 10%.

Because in the surface layer of the atmosphere the
time periods with the increased relative air humidity
(r>0.6), as a rule, are short, we can assume that
beyond these periods in the surface and boundary layers
of the atmosphere for » < 0.4-0.5 the finely dispersed
haze is formed, whose microstructure is satisfactorily
approximated by the lognormal distribution with the
parameter v = 0.7 and the median radius «* <0.03-
0.04 pm. With the further increase of 7, the haze
particles grow so that the ratio a(r)/ag(ry) is
independent of the initial particle sizes. As 7 increases,
the accumulation of the dry particle residue mass occurs
in addition to the increase of ¢* and V, which is
manifested through the increase of the fill factor Vg,
(r>0.4). )

To evaluate the dependence Vg, (r) in the range of
variations of 7 from 0.45 to 0.95, the empirical relation’

Var(r) =V, exp(3.25 7) (8)

can be used. The values of Vy,y are given in Table L.

Thus, the microphysical model! also demonstrates
that for the damp haze and the increased relative air
humidity the mechanism of voluminous growth of
particles caused by chemical reactions running inside the
drop is of primary importance. Obviously, the processes
of water vapor condensation and accumulation of water-
soluble substance of the dry residue of particles intensify
one another. Under these conditions we cannot speak
about the equilibrium size of particles at the fixed value
r=r1y, and equilibrium-soluble haze.!4 The real
atmospheric haze is nonequilibrium, i.e., nonstationary.

If at the relative air humidity #, the particle has
the volume v4(7), with the fast increase of 7 from 7, to
ry its volume will increase to v{(r) due to the increase
of the parameter &, from &, (ry) to &,(r) (the model
with a pulsed source). Further for the fixed value
r =ry and A3 = const the particle volume increases by
the law

AN
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o(t)

= exp 43 C(rtl. 9)
1

The time of the particle volume doubling
Ty =1n2 /A3 C, (7)) (10)

is determined by the constant of the rate of growth As.
The conventional average values of a*(r), V(r), and
Var(7) or in accordance with Ref. 1, ¢*(L), V(L), and
V(L) are determined by the average lifetime of the

damp haze T.
The average lifetime of the damp haze in the
surface layer of the atmosphere can be estimated under

assumption that T does not depend on 7 and L and that
the decrease of the average particle number density N
(see Table I) with the increase of r is determined by
particle coagulation. This change of particle number
density can be estimated from the relation

N - KNT, (11)
where K is the effective constant of coagulation.3
Taking the value K = 1079 cm3 /s (Ref. 16), we obtain
T=10%s. From here it follows that by orders of
magnitude, A3 = 1th~! and 1) = 10% s.

The atmospheric aerosol cannot be considered
every time as homogeneous and single-component.
Thus, for example, for industrial regions the model of
the three-component aerosol including water-soluble,
field, and soot fractions is frequently used. Obviously,
in case of multicomponent aerosol one must consider
the system of kinetic equations instead of Kkinetic
equation (2).

Some fractions of mixed aerosol are formed due to
intercomponent coagulation.  This means that the
above-given equations are interrelated and cannot be
considered separately. All mixed fractions are to a
certain degree water-soluble; therefore, the problem of
the water-soluble aerosol kinetics is the key problem for
the Earth’s atmosphere. Of course, the regularities in
the growth of the particles for each mixed fraction will
differ significantly.

MAIN RESULTS

1. The equation of the water-soluble aerosol
kinetics has been derived for the preset particle size
distribution function.

2. Tt is shown that due to the gas-particle change
processes, the reciprocal power-law particle size
distributions may be formed in the atmosphere under
stationary conditions.

3. Analysis of the transformation of the
microphysical parameters of the surface aerosol shows
that the process of voluminous growth of particles is of
primary importance for the gas-particle change in
kinetics of the damp haze.



568 Atmos. Oceanic Opt. /June 1998,/ Vol. 11, No. 6

ACKNOWLEDGMENT

This work was supported in part by the Russian
Foundation for Basic Researches (Grant No. 96-05—
66170).

REFERENCES

1. G.I. Gorchakov, A.S. Emilenko, and
M.A. Sviridenkov, Izv. Akad. Nauk SSSR, Fiz. Atmos.
Okeana 17, No. 3, 319-322 (1981).

2. V.V. Veretennikov, M.V. Kabanov, and
M.V. Panchenko, Izv. Akad. Nauk SSSR, Fiz. Atmos.
Okeana 22, No. 10, 1042—-1049 (1986).

3. S.K. Friedlander, Smoke, Dust, and Haze (A Wiley-
Interscience Publication, New-York, 1977), 317 pp.

4. G.I. Gorchakov, A.S. Emilenko, and V.N. Sidorov,
in: Integrated Soviet—American Experiment on the
Study of the Background Aerosol (Gidrometeoizdat,
Leningrad, 1986), pp. 53-61.

5. M.V. Panchenko and A.G. Tumakov,
Oceanic Opt. 7, No. 7, 471-475 (1994).

6. G.I. Marchuk, = Mathematical — Modeling  with
Application to the Environmental Problem (Nauka,
Moscow, 1982), 320 pp.

Atmos.

G.I. Gorchakov and E.G. Semutnikova

7. M.E. Berlyand, Modern Problems of Atmospheric
Diffusion and Pollution (Gidrometeoizdat, Leningrad,
1975), 448 pp.

8. M. Smolukhovskii, in: Coagulation of Colloids
(ONTI, Moscow, 1936), pp. 7-39.

9. A.E. Aloyn, A.A. Lushnikov, S.V. Makarenko,
G.I. Marchuk, and V.A. Zagainov, Russ. J. Numer.
Anal. Math. Modelling 8, No. 1, 17-30 (1993).

10. J.H. Seinfeld, Atmospheric Chemistry and Physics
of Air Pollution (John Wiley, New York, 1986),
670 pp.

11. D.Kh. Sainfild and M. Basset, in: Heterogeneous
Atmospheric Chemistry (Gidrometeoizdat, Leningrad,
1986), pp. 20-32.

12. G.1I. Gorchakov, V.N. Sidorov, and
M.A. Sviridenkov, Izv. Akad. Nauk SSSR, Fiz. Atmos.
Okeana 18, No. 9, 997-1001 (1982).

13. H.C. Van de Hulst, Light Scattering by Small
Particles (Willey, New York, 1957).

14. G. Hanel, Advances in Geophys. 19,
(1976).

15. C.E. Yunge, Air Chemistry and Radioactivity
(Academic Press, New York—London, 1963).

16. N.A. Fuks, Mechanics of Aerosols (Academic Press,
Moscow, 1955), 351 pp.

73-188



