Ind. Eng. Chem. Res. XXXX, xxx, 000 A

Numerical Simulation of Ethanol—Water—NaCl Droplet Evaporation

Xingmao Jiang,™* Timothy L. Ward," Frank van Swol,® and C. Jeffrey Brinker*'*
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A quantitative description of droplet evaporation is important to aerosol research for nanofabrication, spray
drying, fuel combustion, pollution control, and respiratory medical treatments. Evaporation is a moving-
boundary problem with coupled mass and heat transport. An explicit finite-difference methodology and
computer code has been developed for simulation of an evolving droplet, property data for size, and profiles
for various compositions and temperature. The code accurately predicts the evaporation of pure water and
pure ethanol droplets. To understand aerosol-assisted evaporation-induced self-assembly and the formation
mechanism for single-crystal NaCl core/hexagonally ordered mesoporous silica shell particles, evaporation
of ethanol —water—NaCl dropletsin N, has been investigated by numerical simulation. The extended universal
quasichemical (UNIQUAC) model with a Debye—Hiickel term is used to describe the vapor—liquid phase
equilibrium. For 1—2-um-radius droplets with a number density of 10°~10%cm?, it takes only tens of
milliseconds to reach phase equilibrium after adiabatic or isothermal evaporation at 25 °C in the drying zone.
The droplets entering a heating zone can be simply treated like a single-stage flash evaporation at 25 °C. For
a l-um-radius droplet, after 0.18 ms of evaporation at 100 °C in N, the NaCl saturation ratio reaches levels
as high as 1.3, first at the droplet center, where the initial NaCl nucleation and crystallization happens as a
result of relatively quick evaporation and a steep gradient in the concentration of ethanol, an antisolvent for
NaCl. NaCl crystallization “consumes’ NaCl molecules near the droplet center and quenches the formation
of new stable NaCl nuclei, favoring the formation of only one single-crystal NaCl core per droplet. The code

provides guidance for the custom engineering of aerosol nanoparticle architectures.

Introduction

Aerosols have been the subject of growing importance to a
broad spectrum of applications including spray drying, combus-
tion, pollution control, microel ectronics, occupational hygiene,
and biomedical technology.>~® Material synthesis using spray
and aerosol processes has been demonstrated for awide variety
of materials, including drug delivery platforms, ceramic and
metallic powders, and carbonaceous materials, etc.” ** Spray
and aerosol synthesis of particles involves solvent evaporation
from precursor droplets, usually followed or accompanied by
precursor reactions to produce the desired product. It has also
been demonstrated that solvent evaporation can be exploited to
drive the self-assembly of amphiphilic molecules within inor-
ganic precursor solutions (evaporation-induced self-assembly
or EISA), leading to oxide particles possessing templated
mesoporosity with remarkable control over the pore size and
mesostructural order.**~** The use of aerosol-asssisted EISA
has also been shown to be a powerful strategy for producing
particles with hierarchical porosity and multiphase composites,
with a potential value as controlled release vehicles.* *°

The concentration gradients that develop within droplets
during solvent evaporation play acritical role in the morphology
of particles produced by spray and aerosol methods. The
production of hollow particles in spray and aerosol processing
is very well-known,®*>® and the basic evaporation theory
explaining the synthesis of hollow particles from simple
precursor solutions has been well documented.>*~" For a
single precursor solution, solvent evaporation from the droplet
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surface leads to a higher concentration of the precursor
compound at the droplet surface, with adecreasing concentration
going toward the center of the droplet. In thistraditional theory,
the rate of solvent evaporation affects the steepness of the
concentration gradients inside the droplet; solid precipitation
initiates when the critical supersaturation is reached for the
precursor compound.®*>® On the basis of the diffusion equation
modified by van der Lijn,*® Jayanthi et al.'® investigated the
evaporation stage of solution aerosol thermolysis and simulated
concentration profiles inside the droplet and proposed two
criteria for solid particle formation. In a simple precursor
solution, solid formation isthus predicted to initiate at the droplet
surface where the precursor concentration is highest, and
depending on the relative concentrations of supersaturation and
saturation (solubility), hollow or nonhollow solid particle
formation may occur.®516-19

The physical picture of this process becomes considerably
more complex in droplets that contain multiple solvents and/or
multiple precursors. Thisis apparent, for example, in the recent
observation of single NaCl crystals formed within the interior
of mesoporous silica, produced by EISA of aerosols, where the
initial nucleation apparently occurred at or near the center of
an evaporating droplet.™® Understanding the behavior of precur-
sor systems such as the ones that contain multiple solvents and/
or precursor compounds requires consideration of a rigorous
thermodynamic model, coupled with multicomponent evapora-
tion, diffusion, and energy transport models. So far, prediction
of the droplet size evolution and droplet equilibrium temperature
still relies on empirical correlations based on experimental data,
and the correlations are available only for alimited number of
solvents. We lack a detailed understanding of the temporal
evolution even for pure water droplets in air. The complexity
and coupled nature of such problems require numerical methods
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Figure 1. Scheme for a 1D evaporation grid system of droplets (green) in surrounding air (red). The liquid droplet of radius R is divided into NL concentric
control layers. The gas phase is divided into NV concentric layers of increasing layer thickness for fast simulation.

of solution. Many methods have been tried to solve the one-
dimensional (1D) time-dependent moving-boundary problem.
For example, Asaithambi?° proposed a variable time-step finite-
element method. Caldwell et al.?* provided benchmarking for
the use of nodal integral and finite-difference solution of the
1D Stefan problem. The partia differential equations for the
problem with implicit boundary conditions were discretized
using an implicit finite-difference scheme.?® These methods have
been devel oped for specific problems and converge under special
boundary and initial conditions.

In this paper, we have utilized a moving-boundary finite-
difference method to study the evaporation of ethanol —water—
NaCl droplets. We demonstrate how solvent-based solubility
changes can influence the location of precipitation or solid
formation, and hence the particle structure and morphology.
These smulations are compared with our experimental observa-
tions for the same precursor system.

Theory and Model Development

For most evaporation phenomena, the Knudsen number, a
dimensionless number defined as the ratio of the molecular
mean-free path length to the droplet size, falls within the range
10731072 and the evaporation system falls within the
continuum regime, where the evaporation is controlled by
diffusion and the coexisting phases can be assumed at equilib-
rium. This liquid—vapor phase equilibrium is expressed as

XPYKg; = Vig P )

where P, P, yi, X, and y; are respectively the gas-phase total
pressure and saturated vapor pressure, activity coefficient, liquid
mole fraction, and vapor-phase mole fraction for component i.
The vapor phase will be assumed as an ideal gas (¢ = 1). Kg;
isthe Kelvin factor. For large droplets (>1 um), the Kelvin effect
can be neglected. The mass transport of an isotropic diffusion
system is described by the equation of continuity for speciesi.

G _ %ﬁ(rz.) 3_Ci) @

Similarly, the heat transport can be described as

PCpdT 1 9, aT

at 2 8r(r K ar) ®)
where t is the evaporation time, Ci(r) is the local concentration
of component i, T is the absolute temperature, Cp is the heat
capacity at constant pressure, k is the thermal conductivity, and
p is the mass density. Equations 2 and 3 are valid only for the
evaporation without radial convection.

Approach

The above partia differential equations are difficult to solve
simultaneously because all of the physical properties are
interconnected and change with both time and location. To solve
the moving-boundary problem, van der Lijn'® derived the
following form for a binary system using a reference-component-
centered coordinate system.

D 1 9 E]
oiGIC) = =5 o r’cD, —

CI’2 or =i ar(cilcr) (4)
r

For a multisolvent system containing nonvolatile solutes, this
istoo complicated to be practical. Moreover, eq 4 still contains
a substantial derivative. The validity of eq 4 relies on the
assumption that there is no flux for the reference component
across the moving boundary. For pure or multicomponent
solvent evaporation, no such reference component exists and
this method does not apply. By mathematical manipulation, one
can easily derive avalid eq 5 to replace eg 2 and convert the
moving-boundary problem to a conventiona fixed-boundary
problem. In eq 5, R is a dimensionless radius, r/R., and R_ is
the droplet size, which is an implicit function of time.
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Figure 2. Predicted droplet size and average droplet temperature as a function of the evaporation time and varying vapor grid number, NV, for water droplet

evaporation at atmospheric pressure.
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Although this equation is quite suitable for numerical simulation
and no substantial derivative is present, it is problematic that
one assumes that the multicomponent droplet keeps the same
shrinkage ratio everywhere and that each element keeps a fixed
dimensionless radius during evaporation. For the evaporation
of droplets of initid radius R_p in astill N, volume of equivalent
radius Ry o determined by the aerosol droplet number density,
the initial and boundary conditions for component i and details
of the numerical treatment have been published previously,**#
but highlights are reviewed here for completeness.

As shown in Figure 1, both the droplet and surrounding gas
phase are divided into a large number of concentric control
shells. For fast numerical simulation, the liquid phaseis divided
into N concentric uniform or nonuniform control elements and
the vapor phase of size Ry (Ry — < for infinite air) is separated
into Ny concentric control elements.

Equations 2 and 3 are solved by a finite-difference method.
Considering a uniform initial concentration distribution, the
initial and boundary conditions for component i are given as
follows:

CRRlFE e

C(r,0)=C, forO=r=R, (6)
G(r,0) =Cpy forR,<r=R, )
) -
ar /o
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R_ and Ry are the droplet radius and the radius of the outermost
vapor layer. A subscript of O denotesthe initia state. Similarly,
the initial and boundary conditions for heat transport can be
defined as

Tr,0)=T, for0=r =R, (10)

T(r,0) = Tov for Ro<r=Ry, (11)
oy
(8r) =0 (12)
(3—T) =0 o T| =T (13)
ar Ry oo

The mass balance for component i in the liquid layer (NL) at
the interface during the time interval between t and t + dt can
be written as

Ciat+0t) = G () _
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Similarly, the energy balance for the liquid layer (NL) can be
written as the following equation:

Ty (t +0t) — Ty () _
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For the first vapor element
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where k is the heat conduction coefficient and AH; is the partial
molar evaporation heat for component i. The solubility of air
or nitrogen in the droplet is neglected. Equations 14—16 assume
thermodynamic equilibrium at the liquid—vapor interface, but
diffusive transport on both sides of that interface is accounted
for.

Adjustment of the control volume following the updated
temperature and concentration determination is achieved by self-
attuning based on mass balance and pressure conservation.*
The volume shrinkage/expansion coefficient, 5, for liquid layer
j over time ot can be obtained by

(VA %1”('%’3— R-y* B izrnWiCi,ﬁ 18
e Sy
Sﬂ(a R]—l) i =i

Similarly, the volume shrinkage/expansion coefficient, 7', for
vapor layer j over time ot is given by

T
T (19

where p and C are functions of the composition and temperature
and mw; is the molecular weight for component i. Primed and
unprimed quantities refer to the properties after or before the
time increment, respectively. The volume updating starts first
from the element at the droplet center and gradually extends to
the outer liquid layer and then to vapor layers while keeping a
fixed total gas pressure. Theinitial conditions are used to update
C and T and, therefore, al other transient thermodynamic and
transport properties by mass balance (eq 2) and thermal balance
(eq 3) for each layer over a time period t = 0 — 6t. The
boundary conditions are coupled to the updating of the properties
for the liquid layer at the droplet center and at the outermost
vapor layer throughout the complete smulation. Step by step,
all thermodynamic and transport properties for each element
can be calculated over the entire evaporation time. The moving-
boundary problem is solved explicitly as integration of a series
of consecutive fixed-boundary heat transport only, mass trans-
port only, and control volume shrinkage/expansion only steps.
The heat transport only and mass transport only problems are
solved in the same manner as that for conventiona fixed-
boundary problems.** Only if the grid sizes and time steps are
small enough, the treatment should accurately simulate the actua
evaporation process.

To save computation, the initial grids are designed with
variable size so that the grids are dense near the dropl et interface
where the gradients are steep. During evaporation, the outer
liquid layer (NL) shrinks and finally disappears, while the first
vapor layer keeps growing bigger. The decreasing thickness for
the liquid layer (NL) requires a much reduced time step, which
is proportional to the square of the thickness to avoid oscillations
and divergences, resulting in long computing times. The NLth
liquid layer needs to be merged with the neighboring (NL —

1th layer to save computational time. Correspondingly, the
growing vapor layer (NL + 1) needs to be divided to enable
quick and stable simulation and preserve the accuracy of the
finite-difference method.** Therefore, a decreasing NL and
increasing NV are expected for the moving-boundary problem.
The time step can be fixed at alow value or gradually increased
with devel oping temperature and concentration profiles to reduce
computational time while ensuring convergence of the simula-
tion.**

Valid correlations of the vapor—liquid equilibrium at the
interface and accurate correlations for all of the thermodynamic
and transport properties are required for reliable simulation. The
physical properties for ethanol, water, nitrogen, and air, such
as density, heat capacity, viscosity, surface tension, vapor
pressure, diffusion coefficient, thermal conductivity, and en-
thalpy of evaporation, are correlated by polynomial regression
of literature data and detailed before.** The extended universal
quasichemical (UNIQUAC) model accurately predicts and
correlates well experimental phase equilibrium diagrams for the
saturated or unsaturated ethanol—water—NaCl system.*~27
When the NaCl concentration islow, the surface tension, thermal
conductivity, viscosity, and evaporation heat for the ethanol —
water—NaCl liquid phase are correl ated approximately the same
as those for the ethanol —water solution described before, X423
The NaCl solubility, heat capacity, density, and component
diffusion coefficients for the ethanol —water—NaCl solution are
described in the Appendix.

Results and Discussion

The code has been validated with evaporation of the water
droplet and ethanol droplet. Various parameters have been
checked to ensure a fast, convergent, and accurate simulation.

Water Droplet Evaporation. The droplet is divided uni-
formly into a sufficiently large number of grids of a size of
OR_ to simulate evaporation of a 1048.8-um-diameter water
droplet in still air at atmospheric pressure. A value of 100 for
NL is good for fast simulation and accurate description of the
droplet temperature inhomogeneity.**

a. Vapor-Phase Grid Distribution. The code was used to
simulate water droplet evaporation in air at atmospheric pressure
over 10 sto check the vapor-phase grid distribution effect. For
simulation of droplet evaporation in infinite air, to save
computetion time, the vapor-phase grid size, R for the jth vapor
layer, is designed in the power relationship given below.

ij =R + (i — NL)1+[(j7NLfl)/NV]Q (3RV (20)
where R_ is the droplet size and dRy is the initia first vapor
layer thickness. The adjustable factor, Q, is selected to reduce
the NV and save computation time without compromising the
accuracy much. The vapor-phase size is fixed, and Ry o/R_ o is
set as high as 1132 to simulate the 10 s evaporation in an infinite
vapor phase. Four different Q values have been checked, 2, 1,
0.5, and 0.1, corresponding to 28, 150, 800, and 2237 vapor
layers. Fewer grids make the computation faster at the price of
accuracy. Too many grids require longer computation time. As
shown in Figure 2, a value of 800 for NV (Q = 0.5) enables
convergence and accuracy for the droplet size and surface
temperature.

b. Vapor Grid Size Effect. To check the vapor grid size
effect, five different ORy/OR_ ratios, i.e., 0.5, 1, 2, 5, and 10,
have been considered (NV = 800). All of the grid sizes have
to be small enough to reduce the error for the finite-difference
method. However, too small a grid spacing requires small time
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Figure 3. Predicted droplet size and droplet temperature as a function of the evaporation time and different OR//0R,.
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Figure 4. Predicted droplet temperature and size depletion as a function of NV and the evaporation time.
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Figure 5. Temperature and water concentration profiles after 1, 10, and 100 s of evaporation.

steps and long computation time. As shown in Figure 3,
selection of a big grid size will underestimate the temperature
depression at the droplet surface. A ratio of 0.5 is sufficient
and alows convergence.

c. Vapor Domain Size Effect. The tiny concentration
gradient far away from the droplet interface makes it possible
to truncate the radius at a certain value without affecting the
accuracy for evaporation ininfinite still air. 0Ry/0R_ isfixed at
0.5, Qisset as 0.5, and five different values for NV, i.e., 50,
100, 200, 400, and 800, are compared. It is found that for 10 s
evaporation avalue of 100 for NV is sufficient for convergence.
A large value of NV is needed for longer evaporation times to
maintain the accuracy.

d. Time Step Effect. A small time step has to be selected
based on the grid sizes for convergence and accuracy. However,
the smaller the time step, the longer the computing time. The
code has been run to simulate 10 s of evaporation with different
timesteps,i.e, 1 x 1076 1 x 107° 2 x 10°° 4 x 10 5, and
1 x 10 *s. Itisfound that atime step of 2 x 10 ° sis close
to optimal.

e. Evolution of the Temperature, Droplet Size, and
Concentration during Evaporation. Figure 5 shows the
temperature and water concentration profiles inside the droplet
and surrounding vapor phase after 1, 10 and 100 s of evapora-
tion. The temperatures for the droplet and surrounding vapor
decrease with time. After 100 s of evaporation, the temperature
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Figure 6. Predicted droplet size and mass average droplet temperature as a function of the evaporation time. Experimental data are from Ranz and Marshall.?®

is uniform in the droplet because of high water thermal
conductivity compared to mass diffusivity. During evaporation,
water diffusion continuously increases the vapor-phase water
concentration. After 100 s, the water concentration at the vapor-
phase boundary is 10?° times lower than that in the droplet.
The selection of alarge limited vapor-phase size for numerical
simulation of droplet evaporation in infinite air is thus reasonable.

Water droplet evaporation has been simulated for 700 s. As
shown in Figure 6, the droplet size decreases with time and it
agrees well with experimental data. Theoretically, once the
temperature and concentration fields reach steady state, the
square of the droplet diameter decreases linearly with time.®
However, our simulation shows that the gradient of the square
of the droplet size with respect to time is not constant. The
dope decreases with time because the vapor-phase water
concentration profile still devel ops even though the temperature
field becomes stable at later times. As shown in Figure 6, the
average droplet temperature decreases quickly for thefirst 20 s
and stabilizes close to 279 K. During later evaporation, the
temperature depletion dightly continues because the vapor-phase
temperature profile is still relaxing as water is continuously
evaporated. Sazhin®® aso observed similar phenomena and
found that modeling transient droplet heating using steady-state
correlations for the convective heat-transfer coefficient can be
misleading. At theinitial stage of heating of stationary droplets,
the well-known steady-state result that the Nusselt number (Nu),
theratio of actual heat transfer to conductive heat transfer, equals
2 leads to underprediction of the rate of heating, while at the
final stage, the same result leads to overprediction.*

The temperature depletion can be calculated by the following
empirical equation®® for an evaporating water droplet a a
saturation ratio, Sz, of 0—5 and an ambient temperature of
273.15—313 K and at 1 atm.

T (6.65 + 0.345T_ + 0.0031T_%)(S; — 1)
d - e 1+ (0.082 + 0.00782T_)S;

(21)

For awater droplet evaporating in 24.9 °C dry air, the calculated
temperature at the droplet surface according to eq 21 is 280.9
K. Our smulation predicts that the droplet temperature at
equilibrium is 279 K, close to the experimental value of 282.2
K.?8 So far, there is no explicit analytical solution available in
the literature that can accurately predict the equilibration time
and describe the temperature evolution for these time-dependent
moving-boundary problems. The code we developed can be used

to predict the temperature depletion and droplet size for various
solvent droplets over wide ranges for the saturation ratio,
temperature, and gas pressure.

Ethanol Droplet Evaporation. Devarakonda and Ray
investigated transient evaporation of linear streams of highly
monodisperse alcohol over short evaporation times. To compare
with their experimental data and verify our code, we simulated
evaporation of an initialy 11.02 um ethanol droplet in dry air
over 0.6 ms.

The ethanol concentration profile in the vapor phase is far
from linear in a double-logarithmic plot, indicating that steady-
state or quasi-steady-state treatment is not appropriate. The
ethanol concentration at the vapor boundary is as low as 10~%2
mol/L. So, the selection of alarge vapor domain instead of an
infinite one incurs insignificant error. Unlike evaporation of a
droplet in infinite still air, the ethanol droplets move down the
chamber at ~10 m/s. The Sherwood number defined as Sh =
2K Rp/D is ~4.2 instead of 2 for static evaporation, and the
Nusselt number is also increased to 3.9 instead of 2.%? The mass
and heat transport by convection should have increased the
evaporation rate and reduced the droplet temperature. However,
interaction of the droplets in the linear streams reduced
evaporation. The interaction parameter, #iy, is defined as the
relative transfer rate of the droplet in an array to that of an
isolated droplet of identical size and composition under identical
environmental conditions. Sangiovanni and Labowsky*? found
that the interaction parameter for a given geometry is indepen-
dent of the physical properties of the droplets. The interaction
parameters for both heat and mass transport are amost the same,
i.€., Mint = Nm = 17h. Devarakonda and Ray*! obtained a quadratic
relationship as follows:

31,32

2
M = 0.0611 + 0.0505(l) + 0.0029('—) for3 <

Re Re

where| is the separation distance between neighboring droplets
and Rp is the droplet radius. For evaporation, the experimental
dimensionless separation distance I/Rp was 3.5 and the interac-
tion parameter had been determined as 0.27. The change of the
droplet size with evaporation time t can be described by the
relationship®

dR;> Sy, MWP°®

d Rl 23
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Figure 7. Predicted droplet size change versus residence time for ethanol
droplets. The square of the droplet size decreases with the evaporation time.
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Figure 8. Transmission electron microscopy (TEM) image for single NaCl
crystal/mesoporous silica core—shell particles.

where Ts is the droplet temperature at the surface, P is the
saturated vapor pressure, and MWs is the molecular weight. As
shown in Figure 7, the experimental data of the square of the
droplet size for avibrating-orifice aerosol generator linear array
droplet are rescaled by a factor of 2/Shy, according to eq 23,
assuming a Sherwood number of 2 for an isolated static
evaporating ethanol droplet. Because of the inhomogeneities of
temperature, the experimental value obtained for the Nusselt
number at a Reynolds number of zero was 2.23 instead of 2 for
evaporating water (Ranz and Marshall).?® Figure 7 also shows
the rescaled evaporation data for static evaporation with a
Sherwood number of 2.2. The simulation agrees well with
experimental data for ethanol droplet evaporation.
Considering the large number of physical parametersinvolved
in the simulation, the simulation results for both water and
ethanol droplet evaporation are quite satisfactory. The general
code can be used for engineering simulations of pure/multi-
component droplet evaporation under various conditions.
Ethanol—Water—NaCl Droplet Evaporation. For the EISA
and formation of single NaCl crystal/mesoporous silica core—shell
particles™® (Figure 8), the polydisperse droplets generated by
atomization have a mean number diameter of ~1.5 um. The
droplet number concentration is ~10"—10%cm?. The droplets
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were carried by nitrogen gas through a room-temperature drying
zone and then a three-zone tubular furnace kept at 400 °C.

Evaporation in the Drying Zone. For droplets evaporating
in ~40 cm long drying zone, the concentrations for ethanol and
water and the temperatures in the vapor phase and droplets
change as a result of the heat and mass transport between the
droplets and surrounding air. The actual evaporation condition
falls between two extremes:. isotherma and adiabatic evaporation.

Isothermal Evaporation. Considering fast heat transport
between the aerosol droplets with room-temperature glass tubing
in the drying zone, the temperature at the vapor-phase boundary
can be assumed constant at 298.15 K. For an initial 25 °C, 1
um aerosol droplet with a NaCl mass percentage of 0.01, and
adroplet number density of 8 x 107/cm®, i.e., the radius ratio
Ry/R_ ratio is ~15 and the initial ethanol concentration is set
as 70% (v/v), the evaporation is very fast. As shown in Figure
9, the droplet surface temperature decreases quickly at the
beginning to 292.6 K and then rebounds to 298.15 K. After
~0.01 s of evaporation, the vapor phase is at equilibrium with
the liquid phase. No further change with the droplet size,
temperature, and concentration occurs. The concentration, NaCl
saturation ratio, and temperature are uniform within the droplet
or in the vapor phase. The final saturation ratio is 0.178.

Adiabatic Evaporation. As a comparison, adiabatic evapora-
tion of 1-um-radius aerosol droplets in a nitrogen layer of 30
um radius; i.e., a droplet concentration of 107/cm® has been
simulated for aerosol droplets with aninitial system temperature
of 25 °C and an ethanol concentration of 70% (v/v). Theinitial
NaCl mass fraction is set at 0.02. Figure 10 shows evolution of
the droplet size and surface temperature with the evaporation
time separately. After ~0.028 s of evaporation, the system
reaches equilibrium. The concentrations are homogeneous in
both the liquid droplet and the vapor phase. The temperatureis
uniform, 275 K in both liquid and vapor phases. After adiabatic
evaporation, the NaCl mass fraction is~0.077 45 in the droplets.

For evaporation of the droplets of 2 um radius, if the initial
concentration, temperature, Ry/R_ ratio, and initial NaCl mass
fraction are kept the same as those for the adiabatic evaporation
of 1 um droplets, the equilibrium time is increased from ~28
to ~100 ms. The final temperature, droplet size, and NaCl mass
fraction are exactly the same as those for a 1 um droplet.

Ethanol Concentration Effect. To check the effect of the
ethanol concentration on evaporation, the initial ethanol con-
centration is increased to 80% (v/v) for the droplets of aradius
of 2 umwith the same Ry/R_ ratio, temperature, and NaCl mass
fraction as that for evaporation with 70% (v/v) droplets. The
final temperature is 274.2 K and the equilibration time ~0.11
s, as shown in Figure 11. Compared to evaporation of 2-um-
radius, 70% (v/v) droplets, increasing the initial ethanol
concentration increases the reduction in the droplet temperature
and droplet size. The final NaCl mass percentage at equilibrium
increases from 0.077 45 to 0.108 as aresult of increased solvent
evaporation.

Evaporation in the drying zone is a very fast process. A
relatively long residence time of ~2 s alows sufficient time
for heat transfer between the droplets and the carrier gas. We
conclude that at the time that the droplets enter the heating zone
the temperature can be assumed to be at room temperature and
the vapor phase is at equilibrium with the liquid phase. The
temperature and concentration are uniform in both the vapor
and liquid phases; i.e., the vapor phase and droplets can be
treated as at equilibrium after single-stage flash evaporation at
25 °C.



H Ind. Eng. Chem. Res,, Vol. xxx, No. xx, XXXX

299

208

297

206

295

294 -

Surface Temperature, K

293

292 |
0 0.005 0.01 0.015 0.02

Time, s

1.05€-06
1.00E-06
9.50€-07 |

9.00E-07

Rroplet size in radius, m

8.00E-07

7.50E-07 -
0 0.005 0.01 0.015 0.02

Time, s

Figure 9. Droplet surface temperature change versus isothermal evaporation time (left). Droplet size change versus isothermal evaporation time (right).

x 107

10

9.5

w w

Droplet Size, m

~

6

Time, s

0 0.005 0.01 0015 0.02 0025 003 0.035 004 0045 0.05

300 . ’ # ; . ’ - " —

295}

290 |

285}

Surface Temperature, K

280 |

2?5' L L L 1 1 I | i I I |
0 0005 001 0015 002 0025 003 0035 004 0.045 0.05

Time, S

Figure 10. Droplet size change versus adiabatic evaporation time (left). Droplet surface temperature change versus adiabatic evaporation time (right).

Evaporation in the Heating Zone. In the heating zone, the
temperature increases gradually from room temperature to 400
°C. The evaporation process can be assumed to consist of
consecutive evaporation at increasing temperature over varying
residence time. To illustrate the effect of evaporation on
nucleation and crystallization, we simplify the problem and
select 100 °C as the heating temperature. Evaporation in the
heating zone is simulated for ethanol —water—NaCl droplets of
an initia temperature of 25 °C and a droplet radius of 1 um.
The radius ratio of the vapor phase to the liquid phase (Ry/R.)
isset at 30, and the NaCl mass fraction is set at 0.08. The ethanol
concentration is set at 60% (v/v). The vapor phase is in
equilibrium with the droplet; i.e., the partial pressure is 0.0483
atm for ethanol and 0.0267 atm for water. The total pressureis
1 am, with N, asthe balance. It is assumed that NaCl nucleation
and crystallization follow a homogeneous nucleation mecha-
nism. The first nucleation and crystallization happen at the
location where the saturation ratio exceeds a critical saturation
ratio (a representative value of 1.3 was selected). Following
~0.183 ms of evaporation, the NaCl concentration becomes
supersaturated with a maximum saturation ratio of 1.3 at the

center. The temperature distribution is shown in Figure 12. The
mole fraction distributions for ethanol, water, NaCl, and N, are
shown in Figure 13. With evaporation, the concentrations for
water and NaCl are enriched at the surface. The temperature
profilein the liquid phase is uniform because of the large value
of the Lewis number (Le), which is a dimensionless number
defined as the ratio of thermal diffusivity to mass diffusivity.
After 0.183 ms of evaporation, crystallization starts at the droplet
center, and NaCl is assumed to be saturated at the center. The
heat of crystallization is neglected because the heat of evapora-
tion is much larger than the heat of crystallization and the
thermal diffusivity is much higher than the mass diffusivity in
the liquid phase. Quick thermal conduction makes the temper-
ature quite uniform within the droplets during crystallization.

As shown in Figure 14, even though solvent evaporation
induces enrichment of NaCl at the surface, relatively quick
diffusion of NaCl compared to solvent molecules and increased
NaCl solubility due to depletion of the antisolvent (ethanol) for
NaCl near the droplet surface enable the NaCl saturation ratio
to be maximum at the droplet center. During evaporation, the
droplet surface temperature increases quickly from the initial
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298.15 K to near 327 K, as shown in Figure 12. Figure 15 from entering the heating zone to forming only a stable single
demonstrates evolution of the NaCl saturation ratio profile at crystal at the droplet center, corresponding to ~0.026 mm axial

the beginning of stable nucleus formation and after 28.7, 61.6, movement of aerosol dropletsin the reactor tube. It isreasonable
96.3, and 131.6 us of crystallization. Once nucleation and to select 100 °C as the representative heating temperature
crystallization occur at the center, because the crystallization because the choice of a lower temperature, or treatment as a
process is very quick and controlled by diffusion, the NaCl sequence of consecutive evaporation steps with increasing
concentration is saturated at the crystal surface. This always heating temperature, does not affect the conclusion. According
keeps the saturation ratio at unity at the center and resultsin a to the simulation, if the droplet size and/or evaporation rate are
sharp NaCl concentration gradient near the droplet center. sufficiently large, NaCl cannot diffuse quickly enough to the
Diffusion of NaCl to the center reduces the nearby NaCl central nucleus to avoid exceeding the critical saturation in the
concentration and decreases the saturation ratio. As evaporation droplet bulk, indicating that multiple NaCl nanocrystals will
proceeds, the droplet size decreases and the surface NaCl be formed in the final particles.

concentration keeps increasing after 28.7, 61.6, and 96.3 us of It should be pointed out that theinitial droplet size, precursor
crystallization. After 131.6 us of crystallization, the saturation composition, evaporation conditions, solubility, diffusion, vapor
ratio reaches a maximum at the surface. The value is below the pressure, and heat transport al couple together in controlling
critical saturation ratio and continues to decrease with further the final particle morphology and structure. A combination of
evaporation, making it impossible to form additional stable good solvent and antisolvent will favor the formation of only a
nuclei in the droplet. The fast diffusion depletes NaCl in the single salt crystal or core inside each particle. Under aerosol
droplet and quenches the formation of new nuclei, favoring one generation and synthesis conditions, the droplet size is small

single crysta at the center. It takes only ~0.3 msfor the droplets and the growing assembled surfactant/silica layer provides a
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heat/mass-transfer barrier. The reduced evaporation rate and
droplet surface temperature decrease the NaCl gradient. In
addition, continuous formation of ethanol as a product of
tetraethylorthosilicate hydrolysis sustains the ethanol concentra-

1.35

Figure 16. TEM image for a mesoporous silica particle with multiple
embedded NaCl crystals fabricated with a ethanol-free precursor.

tion inside the droplet and maintains the ethanol gradient critical
to the initial NaCl nucleation/crystallization at the center.

For a comparison, an ethanol-free precursor composed of
4.0 g of cetyltrimethylammonium bromide, 10.42 g of tetra
ethoxysilane (TEOS), 78.7 g of deionized water, and 1.10 g of
1 N HCI was used for aerosol-assisted EISA under the same
conditions as those for Figure 8. Without the addition of ethanal,
sol—gel reactions occur rapidly and less ordered silica particles
with multiple NaCl crystals are formed (Figure 16). The delayed
NaCl nucleation and crystallization and higher NaCl concentra-
tion favor the formation of multiple smaller NaCl crystalsinstead
of a bigger single one.

Engineering of the Aerosol Particle Architecture. Inspired
by the simulation, we fabricated aerosol particles of varying
architectures. It is expected that high solvent evaporation
temperatures lead to less dense particles and hollow particles,
whereas low evaporation temperatures and initial concentrations
near saturation favor the formation of dense solid particles.*®
Figure 17 shows hollow cerium oxide/chloride particles fabri-
cated by the aerosol synthesis of CeCls—ethanol droplets at 400
°C. We sprayed ametal oxide precursor in a hydrophobic low-
boiling-point solvent (hexane) at room temperature.> Quick
evaporation enriches the precursor concentration at the droplet
surface, where hydrolysis and condensation of CeCl3 results
from the reaction with water supplied from the vapor phase.
Because water diffusion is limited by the solubility of the
hydrophobic solvent, this “sol gel” reaction occurs only at the
droplet surface. In this way, we demonstrated a general facile
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Figure 15. Effect of crystallization on the NaCl saturation ratio distribution.
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Figure 17. TEM images for hollow spherical particles: (Ieft) Titania hollow particles made by spraying titanium tetrai sopropoxide—hexane droplets at room
temperature;* (right) Cerium oxide/chloride hollow particle made by spraying CeCls—ethanol droplets at 400 °C.

Ce0,/CeCl;

Si0;

Ce0,/CeCl:

Figure 18. TEM images for cesium-containing silica particles. Core—shell ceria/cerium chloride/mesoporous silica particles prepared by aerosol processing
of awater-based precursor (high solubility) at 400 °C (left). Silica nanoparticles containing multiple ceria/ceriachloride crystallites prepared by spraying an

ethanol-based precursor (low solubility) at 400 °C (right).**

Ag

Si0.

Figure 19. TEM images for silver/silicaparticles: (Ieft) Single silver core—silica shell nanoparticle using TEOS as the silica precursor. (right) Multiple silver
nanocluster@silica using (aminopropyl)triethoxysilane as both a silica precursor and a complexing agent for silver ions.*®

room-temperature fabrication method®* for hollow spherical
metal oxide particles. The low-temperature technique works for
encapsulation of heat-sensitive drug materials. It is possible
to fabricate hollow spherical particles at alow temperature even
using a hydrophilic solvent if we increase the evaporation rate
using alow-boiling solvent or operate under vacuum to suppress
the droplet surface temperature and induce nucleation/crystal-
lization to occur first at the droplet surface instead of the center.

It is found by the simulation that a lower salt solubility
requires slower evaporation and/or a smaller droplet size to
homogenize the salt concentration or else multiple stable nuclei
and multicrystals will be formed. We have made single and
multiple cerium compound cores in silica particles by selecting
the solvents with varying solubility (Figure 18). In addition to
the controls by solvent hydrophobicity, solubility, and evapora-
tion rate, according to the simulation, if the salt ions have a
high affinity for the gelling silica matrix, the much reduced
diffusion coefficient of the ions will promote the formation of

well-dispersed small uniform crystals in the matrix. Applying
these principles, we a'so invented a technique™ for antimicrobial
agents in which silver nanoclusters are uniformly dispersed in
silica particles (Figure 19).

Concluding Remarks

A simulation methodol ogy/computer code has been devel oped
for the study of the evaporation of multicomponent droplets.
The code successfully describes water droplet and ethanol
droplet evaporation and clearly demonstrates the accompanying
evolution of composition, temperature, droplet size, and inho-
mogeneities. For ethanol —water—NaCl droplet evaporation, the
aerosol mist can be assumed to be at equilibrium before entering
the heating zone. After entering the heating zone, NaCl
nucleation and crystallization occur quickly, starting first at the
center. Crystallization depletes the surrounding region of NaCl,
and only a single crystal is formed within each particle. The
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code can be used to predict profiles for the temperature, size,
and compositions for both pure and multicomponent evaporating
droplets. So far, the temperature and concentration profiles
within the droplets are difficult to study experimentaly. The
computer code provides sufficient accuracy for engineering
design and provides a guideline for aerosol research such as
evaporation-induced self-assembly and fabrication of nanostruc-
tured aerosol particles.

Appendix
Heat Capacity. The heat capacity for an ethanol (1)—water
(2)—NaCl (3) solution is given as
Cp = Co(Xy + X) + X,Cpy + X,.Cpp + XsCps (A-1)

where the excess hest capacity excess Cgm Was given by Benson
and Darcy.®

Density. The density p (kg/m°) for an ethanol—water—NaCl
solution is given as*”

p = 1000(A, + AW, + AW, + AW, w, + AWW,?) X
") a2 a2
exp(As w, As m (A-2)
NaCl Solubility. In the temperature range 298—323 K, the
solubility, Svaci (Mol/kg), is given by Farelo et a4

_ 0.0956424 exp(0.0072512T)(1 — X) B
St = 70 0956424 exp(0.0072512T) + X /8461
0.01566T + 0.000034T?) (A-3)

where X is the ethanol mass fraction in a salt-free solvent.

Diffusion Coefficients. The Vignes relationship™ is used to
determine binary diffusion coefficients at finite concentrations.
The diffusion coefficients for ethanol and water can be assumed
to be the same as those for a binary system, and the infinite
diffusion coefficient for NaCl, D%,, can be estimated by the
Wilke—Chang estimation®>4

7.4 x 10 ¥(¢M,) V2T
7]2V10-6

0
12

(A-4)
For an ethanol —water solution, we replace the molecular weight

term in eq A-4 with

M = D xHMW, (A-5)

For NaCl concentrations up to 2 M, the diffusion coefficient
can be estimated by an empirica equation proposed by

Gordon.**
alnyi) 0( Blnyi)
am =Dp(l+m am

(A-6)

Dy, = D?z%s(:osvs)il(l +m

where m is the molarity of the solute (mol/kg of solvent), y.
the mean activity coefficient of the salt, ps the molar density of
the solvent, Vs the partial molar volume of the solvent, 7s the
viscosity of the solvent, and # the viscosity of the solution.
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