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1. Introduction

ABSTRACT

The earlier reported simplified model for multi-component droplet heating and evaporation is gener-
alised to take into account the coupling between droplets and the ambient gas. The effects of interaction
between droplets are also considered. The size of the gas volume, where the interaction between
droplets and gas needs to be taken into account, is estimated based on the characteristic thermal and
mass diffusion scales. The model is applied to the analysis of the experimentally observed heating and
evaporation of monodispersed n-decane/3-pentanone mixture droplets at atmospheric pressure. It is
pointed out that the effect of coupling leads to noticeably better agreement between the predictions of
the model and the experimentally observed average droplet temperatures. In most cases, the observed
droplet temperatures lie between the average and central temperatures, predicted by the coupled
solution. For the cases reported in this study, the observed time evolution of droplet radii cannot be used
for the validation of the model. It is pointed out that the number of terms in the series in the expressions
for droplet temperature and species mass fraction can be reduced to just three, with possible errors less
than about 0.5%. In this case, the model can be recommended for the implementation into computational
fluid dynamics (CFD) codes and used for various engineering applications, including those in internal
combustion engines.

but ignored the effects of droplets on gas. Furthermore, the issue of
optimisation of the code was not addressed in [9]. The choice of the

The problem of modelling multi-component droplet heating
and evaporation is a long-standing one, and has been widely dis-
cussed in the literature (e.g. [1-8]). A new simplified model for
bi-component droplet heating and evaporation was suggested in
[9]. This model is based on the analytical solutions for heat
conduction and species diffusion equations inside droplets, which
are incorporated into a numerical code. The results of calculations
were validated against experimental data obtained at the Univer-
sity of Nancy (France).

Although the model, suggested in [9], was recommended for
incorporation into computational fluid dynamics (CFD) codes, there
are still a number of issues which need to be addressed. The original
model of [9], took into account the effect of ambient gas on droplets
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number of terms in the analytical solution was based exclusively on
the numerical values of the ignored terms, without taking into
account the computational cost. These two issues will be addressed
in this paper. Also, the model suggested in [9] will be generalised to
arbitrary number of species and validated against experimental
data different from those used in [9]. The new analytical solution
for species was given in [9], without showing the details of the
derivation. Since these details are not trivial, they are reproduced in
this paper.

As in [9], we will assume that the surface of the droplet remains
spherical (see [10—12] for modelling the time evolution of the
droplet surface using the Volume of Fluid methodology), and its
radius remains constant during the time step (this assumption was
relaxed in the most recent papers [13,14]).

Basic equations and approximations are briefly summarised in
Section 2. Our approach to the coupled solution and the numerical
algorithm are described in Sections 3 and 4. Section 5 is focused on
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Nomenclature X molar fraction
y variable introduced in Eq. (43)

Aut coefficients in Correlations (24) and (25) Y mass fraction
Bu Spalding mass transfer number
Br Spalding heat transfer number Greek symbols
c specific heat capacity o parameter defined by Eq. (17)
Cur coefficients in Correlations (24) and (25) 0 film thickness
d distance between droplets v activity coefficient
D diffusion coefficient € evaporation rate
f frequency of droplet production Eva Lennard—Jones energy
F function introduced in Eqs (5)—(6) ® function introduced in Eq. (50)
Gmr coefficients in Correlations (24) and (25) K thermal diffusivity
h co&lvection heat transfer coefficient A An eigenvalues
ho —ERd -1 U dynamig visgosity
k thermal conductivity v kinematic viscosity
L latent heat of evaporation p density
Le Lewis number 1 Lennard—Jones length
m mass [0) parameter defined by Eq. (12)
M molar mass X parameter defined by Eq. (14)
N number of moles or species Xy parameter defined by Eq. (20)
Nk the number of points along the radius inside droplets Qp function introduced in Eq. (41)
Nu Nusselt number )
p pressure Sybscrlpts .
Pe Peclet number ar air
Pr Prandtl number d droplet
Qin parameter defined by Eq. (74) e evaporation
Qn parameter defined by Eq. (69) eff effective
R distance from the droplet centre g gas
Ry universal gas constant ! Species
R4 droplet radius 150 1§013}ted
Re Reynolds number ! liquid
Sc Schmidt number M mass boundary layer
Sh Sherwood number p constant pressure
t time r radial
T temperature S surface
u variable introduced in Eq. (47) T thermal boundary layer
Ve interaction volume v vapour
Vn eigen function 0 initial
vy radial velocity £ ambient conditions

the experimental setup and input parameters. The results of oT

calculation are compared with experimental data in Section 6. In h(Tg = Ts) = k’a_R R=R, 0 (2)

Section 7, the accuracy of the model predictions versus the CPU
efficiency of the code are investigated. The main results of the
paper are summarised in Section 8.

2. Basic equations and approximations

Most basic equations and approximations used in our analysis
are essentially the same as used in [9]. They are briefly summarised
below. New equations, not used in [9], are described in more detail.

Droplets are assumed to be perfect spheres, and the process of
their heating is described by the following equation [15,16]

. 0°T N 20T )
OR2 ROR)’

where k = k;/(c;p;) is the liquid thermal diffusivity. Eq. (1) is to

be solved for t > 0 and 0 < R <Ry, where Ry is the droplet radius,

with the following boundary condition (ignoring the effect of
evaporation):

oT
at

and the initial condition T(t = 0) = Tyo(R), where Ty = Ts(t) is the
droplet’s surface temperature, Tg = Tg(t) is the ambient gas
temperature, subscript_g indicates that the derivative is taken
inside the droplet. The analytical solution to this equation is given
and discussed in [9]. This solution is applied at individual time-
steps. To take into account the effect of droplet evaporation, gas
temperature should be replaced by the so-called effective
temperature defined as Ty = Tg + piLR4e/h, where the value of Ry,
is taken from the previous time step and estimated based on the
following equation:

My —27RyDyproraiBmSh

- = , (3)
4TR3py ATR3py

Rde

where D, is the binary diffusion coefficient of vapour in air, By, is the
Spalding mass transfer number defined as:

Pus — Py Yis — Yoo
By = = , 4
M P 1-V, (4)




Y, = >;Y,; is the vapour mass fraction, Sh is the Sherwood
number. This number and the Nusselt number for an isolated
droplet (Shjs, and Nu;s) were estimated based on the model sug-
gested in [17] (this model was extended to a moving multi-
component droplet in [18]):

Shiy — ,In(1 + By) (1 N

1+ RedScd)]/3max{l,Re2'°77} - 1)

Bu 2F(By)
(5)
Nu.. — o +Br) ([ 1+ RedPrd)l/3max[l,Reg'O77] -1
Ujso = By + ZF(BT) ’
(6)
where
SCd = @
D,

is the Schmidt number,

g, — (e —Ts)
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is the Spalding heat transfer number,
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Q. is the power spent on droplet heating, ¢,y is the specific heat
capacity of fuel vapour, ¢ = ¢(t) are the evaporation rates of
species i, ; = g (Mg = Y ;m;). Br and By are linked by the
following equation [17]:

Br = (1+Bu)’-1, (7)

where
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Le = kg/(Cp airProtaiDv) = Sc/Pr is the Lewis number,

. (1 +RezScy)/>max|1,Re77| — 1
Sh” =2(1+ [ ‘ ] : (9)
2F(Bym)
. (1 +RedPrd)1/3max[l,Re3'077] -1
Nu =2(1+ 2F(By) (10)

When deriving (9) and (10) we assumed that the corrections to Sh”
and Nu" due to finite distance between droplets are the same.
Remembering that F(By, 1) is a slowly varying function in the range
from 1 to 1.285 [17] and assuming that Le is close to 1, we can
expect that

Sh”
(Nu">~1‘ (11)

Note that for small Re, condition (11) is always satisfied. For large
Re, (Sh'/Nu)=Le'/3. In this case, even if Le = 1.5, the error

introduced by Approximation (11) would be less than 15%. This
error is comparable or even less than the errors due to different
dependencies of Sh" and Nu" on spacing between droplets (cf. Egs.
(24) and (25)). Remembering (11), Eq. (8) is simplified to:

_ ()1
¢ = <Cpﬁair> e (12)

The latter expression for ¢ is used in our analysis. This approach
allowed us to avoid the iteration procedure to take into account the
dependence of ¢ on By 1.

The thermal expansion or contraction of droplets was taken into
account as in [9]. The effect of recirculation inside droplet was
taken into account based on the effective thermal conductivity
(ETC) model [17] in which the liquid thermal conductivity k; is
replaced by the effective thermal conductivity

kege = xki, (13)

where the coefficient y is defined as

X = 1.86 + 0.86tanh [2‘22510g10(Ped<,) /30)], (14)

Pey1 = RegqPry is the droplet Peclet number, in which the liquid
transport properties and the relative velocities between droplets
and gas were used.

All transport coefficients for the mixtures and individual
substances were estimated as discussed in Appendix 1. Note that
our analysis is focused on the evaporation only; the analysis of
condensation is beyond the scope of this paper.

Equations for mass fractions of liquid species Y;;=Yj;(t,R) inside
droplets were used in the following form:

X 2y X
Wi _ p, (a Yi 2 ay"), (15)

at dR2 ' R oR
where i > 1, Dy is the liquid mass diffusivity. Eq. (15) was solved with
the following boundary condition [1]:

i
"aR

and the initial condition Y;(t = 0) = Yj;o(R), where Yy = Yj;5(t)
are liquid components’ mass fractions at the droplet’s surface,

o€ — Yis) = —D (16)

R=R4—0’

__Img
4mp|R?

= [Rge|- (17)

Assuming that species concentrations in the ambient gas are equal
to zero (Y, = 0), the values of ¢ can be found from the following
relation [9]:

_ Yvis

Zi Yi/is7
where the subscript , indicates the vapour phase. We assume that ¢;
are still defined by Eq. (18) even in the case when Y, #0, which is
expected in the case of a coupled solution. The analytical solution of
Eq. (15) is given in Appendix 2. This solution is generalised to the
case of moving droplets with the help of the effective diffusivity
model [1,9] in which D; in Eq. (15) is replaced with the so-called
effective diffusivity Degr [37]:

€; (18)

Degr = xyDy, (19)
where
Xy = 1.86 + 0.86tanh [2.22510;;10(Red<,)5c,/3o)]. (20)



To calculate the species mass evaporation rate riy; and the values of
the evaporation rate of species ¢; based on Eq. (18) we need to
calculate first the values of Y,;. The latter depend on the partial
pressure of species i in the vapour state in the immediate vicinity of
the droplet surface [19]:

Pui = XisYiDyis (21)

where Xjjs is the molar fraction of the i th species in the liquid near
the droplet surface, p; is the partial vapour pressure of the i th
species in the case when Xj;; = 1, v; is the activity coefficient. In the
limit when v; = 1 (ideal mixture), Eq. (21) describes the Raoult law.
This approximation will be used in our analysis. As shown in [9] for
the acetone/ethanol mixtures, this can lead to errors in predicted
temperatures not more than about 2 K, which is comparable with
experimental uncertainties.

The corrections to Nujs, and Shjso due to the finite distance
between droplets were calculated in [9] based on the empirical
correlation which was the function of the distance parameter (the
ratio of the distance between droplets and their diameters) (see
Eq. (28)in [9]). However, as shown in [20], this correlation does not
always work, mainly due to the fact that it does not account for fuel
volatility which influences the interaction between droplets. In
[21], the ratios Sh/Sh;s, and Nu/Nu;,, were estimated based on
experimental measurements for mono-component droplets. This
approach is believed to be not convenient in practical applications.

As shown in [20], the above ratios are controlled not only by the
distance parameter but also by the nature of the fuel. Following
[20], we introduce the dimensionless time t* defined as:

«  Of

t = e (22)
where f is the frequency of droplet production (in Hz) (setup for
each particular experiment and directly linked with the distance
parameter), ¢ is the film thickness, as introduced in [17], which is
different for mass and thermal boundary layers (3y; and d7), v, is the
radial velocity of the vapour released at the droplet surface esti-
mated as

1My

=—0 (23)
4mp,R3

Ur

pv is the density of vapour. Thus parameter t" takes into account the
contributions of both the distance parameter (via f) and the vola-
tility of fuel (via vy).

The values for dy; and dér for mono-component droplets were
estimated based on the model suggested in [17] (see also [1]). The
definitions of these thicknesses and v, were generalised to the case
of multi-component droplets, via introduction of the average
density and mass averaged values of transport coefficients (cf. [9]).
Having introduced the concept of t*, Deprédurand et al. [20] sug-
gested the following correlations for Nu/Nu, for acetone, ethanol,
3-pentanone, n-decane, n-dodecane and n-heptane, and Sh/Sh;s,
for ethanol, 3-pentanone and n-heptane (Sh/Sh;,, for acetone was
approximated by the same correlation as for Nu/Nujg, ):

A (24)
Ujso (GTt* +1) T

Sh 1- Ay
Shiso = Cu + AMa (25)

where the coefficients used in these equations are given in Table 1.
Equations (24) and (25) describe the effects of spacing between
droplets on the values of Nu and Sh.

Although Correlations (24) and (25) were derived for a limited
number of substances, we assume that they can be used for a wider
range of substances and their mixtures. They will be applied for the
analysis of droplets of the mixture of n-decane and 3-pentanone.

3. The coupled solution

The model, described in the previous section, could be gener-
alised to take into account the effects of droplets on gas and then
incorporated into any computational fluid dynamics (CFD) code
(e.g. KIVA [22]). This analysis, however, is beyond the scope of this
paper. Instead, a simplified model, capturing the essential features
of coupling between droplets and ambient gas will be described
with a view to a specific application to the analysis of the experi-
ments described in [5,20,23]. In these experiments, ambient gas
pressure remained the same and equal to the atmospheric pressure.
This model will be eventually applied to the analysis of the
experiments similar to those described in the abovementioned
papers.

Let us assume that the droplet exchanges heat and mass with
a certain volume Vg surrounding the droplet. Following [24], we
call it the region of influence. The shape of this region can be either
spherical, in the case of isolated droplets, or cylindrical, in the case
of droplet streams, considered in [5,20,21,23]. In both cases, the
cross-section of this region in arbitrary direction for the spherical
region and the cross-section perpendicular to the axis of the
cylinder can be schematically presented as shown in Fig. 1. For the
spherical and cylindrical regions, their volumes can be estimated
based on the following equations

4 (03 53
Ve = 37 (R; —R3) (26)
and
Vg = mRad — %lerg (27)

respectively, where d is the distance between droplets. Since the
cylindrical region is more physical for the cases considered in our
paper, the focus of our analysis will be mainly on this particular
region. The ratior = Vg/V,, where V; = 4/37R3, was fixed during
calculations but the values of R, were recalculated at each time step
depending on the volume of the droplet. Since the changes of V4
were small for the cases to be considered, the values of R, remained
close to their initial values. The choice of the initial values of Ry will
be discussed in the next section.

3.1. Size of the region of influence

In CFD codes the results of calculations should not depend on
the cell sizes for sufficiently small cells, since the ordinary differ-
ential equations in individual cells are solved alongside partial

Table 1

The numerical values of parameters in Eqns. (24) and (25).
Parameter Ar Gr Cr Am Gum Cum
Value 0.155335 1.416767 0.535026 0.155335 6.503406 x 1077 54302.36




Fig. 1. Schematic diagram for the spherical region of influence or the plane perpen-
dicular to the cylinder axis for the cylindrical region of influence.

differential equations describing mass, momentum and energy
conservation between cells. Although this is true in the case of the
Eulerian approach, the results usually start depending on the grid
size for sufficiently small cells in the case of the Lagrangian/Euler-
ian approach widely used for spray simulation. This problem was
extensively discussed in [24], where the concept of the region of
influence was first introduced. The main idea of this concept is to
allow droplets to exchange mass, momentum and energy not only
with gas in a cell, in which a droplet is located, but with gas in
a wider a priori determined region (region of influence). Essentially
the same idea is used in our approach. The size of this region is
considered as a free parameter, within a certain range, which can be
adjusted to get the best fit with experimental data. In the case of
very large Vj;, the coupled solution reduces to the one-way solution.
For small Vg we can obtain an unphysical solution, since in this case
the interaction of gas in V; and the ambient gas, ignored in our
analysis, can play the dominant role.

We appreciate that this approach does not allow us to perform
a quantitative predictive analysis of mass, momentum and energy
exchange between individual droplets and gas, but it does enable
us to perform a simple qualitative analysis of the effect of this
exchange on time evolution of droplet temperature and radius. As
shown later, it allows us to explain some discrepancies between
experimental measurements and the predictions of the one-way
model. Note that this model will be applied to the analysis of
experiments similar to those described in [5,20,21], where the
droplets’ velocities were determined from the experiments and not
calculated. Hence the momentum transfer between the region of
influence and the droplets is not considered in our model. In this
case, we can approximate R as

Rg = Ry + +/Kptp, (28)
where tp is the characteristic duration of the process,
kg
Kp = max D, |, (29)
Crghg

where the first term in the latter equation describes the heat
diffusivity in volume Vg while the second term describes diffusion

coefficient of the fuel vapour in the gas inside the region of influ-
ence. Equations (28) and (29) allow us to assume that this region of
influence is large enough to enable us to ignore heat exchange
between it and the ambient gas, and escape of fuel vapour from this
volume to the ambient gas.

Let us first focus on the mass transfer process.

3.2. Mass balance

The total number of moles of gas inside volume V; can be
obtained from the ideal gas law

Nt = 2202, (30)
where R, is the universal gas constant. Initially, there is no vapour
in Vg and Nioqy = Nyir at T = Tp. Once the evaporation process has
started then a certain number of moles of vapour N, = Zf’:]Nvi,
where N is the total number of species, penetrates into volume Vg,
Simultaneously the temperature changes from the initial temper-
ature Ty to T;. The number of moles of air in this case reduces (or
increases if Ty is sufficiently lower than Ty) to:

Patm Vg N
Nair = TTl - ;Nvi- (31)

This allows us to calculate the mass fraction of vapour inside the
cell as

N . .
Yv(cell) = N Zl:] M,i, ) (32)
Zi:l MviNvi + MairNair

where M,;; is the molar mass of air, My; are molar masses of vapour
species. We assume that Y, = Y, ). In the one-way solution
described in [9] it was assumed that Y,. = 0. When deriving Eqgs.
(31) and (32) we used our assumption that the region of influence is
large enough to prohibit the fuel vapour from escaping from
volume Vg For sufficiently small timesteps, we can assume that
T; = Ty in Eq. (31) and updated at the next time step.

The calculation continues until Y, ey = Yis. Once this happens,
the droplet stops evaporating (By = 0). Apart from Yy, Eqs. (31)
and (32) are used for calculation of physical properties of the
mixture of vapour and air.

3.3. Heat balance

Assuming that gas temperature inside volume V; is homoge-
neous, the time evolution of this temperature can be described by
the equation:

% — —2mkgNugRy(Tg — T), (33)
where myg is the total mass of gas (mixture of air and vapour) in
volume V; Nuy is the Nusselt number for evaporating droplets
(taking into account the heating/cooling of the vapour).

Eq. (33) was solved at each time step. The value of mg in this
equation is the mass of the mixture of air and fuel vapour as
calculated at the previous time step. The values of k; and c,g were
calculated for the mixture of air and fuel vapour. The physical
meaning of Eq. (33) is obvious: this is the mathematical expression
of the statement that the energy lost by the gas is spent on droplet
heating and evaporation.

Note that in our approach to the coupled solution we implicitly
took into account the transient nature of the process of droplet
heating and evaporation. At the same time, the expressions for Nu



and Sh, discussed in Section 2, were derived under the assumption
that the process is quasi-steady (heat and mass flow rate through
each sphere surrounding the droplet remains the same). Transient
effects on Nu have been considered in a number of papers,
including [25—27]. As shown in [25], the quasi-steady approxima-
tion is valid at times much greater than t.=R3cypg/(mkg). For
droplets with radii about 60 um and typical parameters for the
experiment considered in our paper, t. = 0.25 us. The time scales of
the processes under consideration are much greater than 0.25 ps.
We anticipate that the quasi-steady approximation for Sh is valid
after a certain t. which is of the same order of magnitude as the
abovementioned t. The approach which we use is consistent with
widely used practice in Computational Fluid Dynamics (CDF) codes
[1,24]. For sufficiently large computational cells, only a small frac-
tion of mass and heat exchanged between gas and droplets is lost in
the ambient gas.

4. Numerical algorithm

The numerical scheme outlined below is specifically focused on
the application of the model for interpretation of the experimental
results reported in [5,20,23]. In the experiments reported in these
papers ambient pressure was constant. The time evolution of
droplet velocities was directly measured and these were used as
input parameters of the model at each time step. In contrast to [9],
the effects of droplets on the gas phase were taken into account
(coupled solution).

These are the main steps of the numerical algorithm:

1. Assume the initial distribution of temperature and mass frac-
tions of species inside the droplet or use the distributions
obtained at the previous time step (in our case the initial
distributions of both were assumed homogeneous). Recalculate
the mass fractions of species into molar fractions of species.

2. Calculate the values of liquid thermal conductivity and effec-
tive thermal conductivity of the droplet. Use the values of the
droplet velocities from the experimental data.

3. Calculate species partial pressures and molar fractions in the
gas phase from the Raoult law.

4. Calculate maximum of the thermal and mass diffusivities;
calculate Rg according Eq. (28) with tp = 12 ms (typical transit
time of droplets).

5. Calculate the interaction volume based on Eq. (26) for the
spherical volume and Eq. (27) for the cylindrical volume where
d = C x 2 x Ry, Cis the distance parameter.

6. Calculate the concentration of vapour of all species in the
region of influence and the value of the Spalding mass transfer
number.

7. Calculate the values of heat capacity, diffusivity of the mixture
of vapour species in the air and species evaporation rates (¢;).

8. Calculate the values of Nusselt and Sherwood numbers for
isolated droplets.

9. Calculate the values of Nusselt and Sherwood numbers for
droplets, taking into account the interaction between them
(Eqgs. (24) and (25)).

10. Calculate the total change of mass of the evaporating droplet
during the time step At, taking into account the interaction
between droplets and the change in liquid density.

11. Calculate the rate of change of droplet radius.

12. Calculate the distribution of temperature inside the droplet.

13. Calculate the distribution of species inside the droplet.

14. Recalculate the droplet’s radius at the end of the time step At.
In our analysis the droplets never fully evaporated, but the
program was designed to deal with the case when the
complete evaporation takes place, if necessary. If this radius is

negative then the time step is reduced and the calculations are
repeated. If the ratio of this radius to the initial radius is less
than an a priori chosen small number ¢ = 1076, then the
remaining part of the droplet is assumed to be evaporated with
all liquid species transferred into the gas phase with the cor-
responding decrease in gas temperature. If this ratio is greater
than 10~° then go to the next step.

15. Recalculate the distributions of temperature and species for the
new radius (e.g. T(R) = T(RRg/Rq1) = T(R), where Ry1 are
droplet radii at the beginning and the end of the time step, R is
the new R used at the second time step, T are the values of
temperature at the end of the time step).

16. Return to Step 1 and repeat the calculations for the next time
step.

5. Experimental setup and input parameters

The experimental setup used for validation of the model is the
same as described in [20,21]. Monodispersed and periodically
spaced droplets were generated by the break-up of a liquid jet via
Rayleigh-type instability at the injector outlet. A piezoelectric
ceramic inserted into the injector body triggered the disintegration
of the liquid jet by vibrations at certain frequencies. The fuel
temperature was regulated in the injector body and a thermo-
couple (located near the outlet of the injector) was used to verify
that the set temperature was maintained the same during the
experiment. The droplets were injected into a hot air enclosure
equipped with several optical windows for measurements. Air
within the enclosure was preheated up to 400 °C. The walls of the
enclosure were made of thermally isolating materials, and an
electric wire was inserted into the interior of the walls. The electric
current was adjusted so that the Joule heating could compensate
thermal losses. A constant air flow was maintained to avoid the risk
of progressive saturation of vapour in the enclosure. An almost
uniform air velocity in the cross-section of the enclosure was
achieved by introducing a layer of metal foam at the air inlet. Air
velocity of about 0.3 m/s turned out to be sufficient to deplete
vapour from the enclosure. The relatively large radius of the
enclosure (0.05 m) and small diffusion length did not allow vapour
to diffuse to the walls before it was removed through the holes
drilled at the top of the enclosure.

Downstream distance from the injector was converted into time
with the help of the space evolution of the droplet velocity measured
using the Laser Doppler Anemometry (LDA) technique. Droplet
temperatures were measured using the laser induced fluorescence
technique described in [28,20]. The emissions from two different
spectral bands with different temperature sensitivities were utilized.
The ratio of the intensities of these two bands allowed us to eliminate
the effects of parameters that are unknown or difficult to control,
such as the variations in laser intensity, tracer concentration or
measurement volume during the acquisitions. At the same time this
ratio depends on the temperature, making possible its measurement.
Although fluorescent tracers like Rhodamine B or Kitton red are well
known for the temperature sensitivity of their fluorescent signal and
their high quantum yield, the fluorescence spectrum of these mole-
cules can vary significantly with the composition of the liquid
mixture in which they are dissolved. To account for this effect,
a special method has been developed and described in [29]. This
method is based on the inclusion of a third spectral band. However, in
the case of the n-decane/3-pentanone mixture, considered in this
paper, we found a new fluorescent tracer, Pyrromethene 597-C8, for
which the fluorescent ratio is almost independent on the volume
fraction of 3-pentanone up to about 15% with only a negligible effect
to the sensitivity of the fluorescent ratio on the temperature [30].



Measurements, using this tracer were therefore performed with only
two bands. The probe volume (intersection between the laser beams
and the detection field of view) was about 150 x 150 x 1200 pm’. It
was larger than the droplet in order to provide a global excitation of
the whole droplet volume. The signal was averaged over the total
time of droplet transit in the probe volume.

In the presence of thermal gradients inside droplets, the
temperature obtained, based on this signal, could differ from the
volume-averaged droplet temperature. This is related to the fact
that the laser intensity is not distributed uniformly inside the
droplet, mainly due to light refraction at the droplet surface and the
Gaussian profile of intensity in the laser beams. Also, the receiving
optics collect the fluorescent signal from the droplet interior with
a spatial distortion. These effects could be taken into account with
the help of an efficient ray tracing code, based on the geometric
optics approximation [31]. This analysis, however, is beyond the
scope of this paper. We would just mention that the 2cLIF
measurements allow us to estimate the volume-averaged droplet
temperature with systematically more weighting in the zones near
the centre of the droplet rather than at its edge. We cannot quantify
this effect at this stage and we assume that the measured
temperatures are close to the droplet average temperatures.

Moreover, the forward scattering interferometry (FSI) was used
to determine the droplet diameter with a good accuracy [32]. In the
case of a droplet having diameter of 120 um, the uncertainty of the
diameter measurement using this method was estimated to be
about +£1.2 um [33].

Three sets of experimental data referring to the mixtures
of decane and 3-pentanone will be used in our analysis. These are 95%
decane — 5% 3-pentanone, 90% decane — 10% 3-pentanone and 85%
decane — 15% 3-pentanone mixture droplets, which will be referred
to as Cases 1, 2 and 3 respectively. Droplet initial diameters, ambient
temperatures, distance parameters and injection frequencies for
these cases are presented in Table 2. The experimentally observed
time evolutions of droplet average temperatures, velocities and
diameters are presented in Table 3.

6. Results

A crucial parameter which needs to be considered in the
coupled solution is the volume of gas where the interaction
between droplets and gas is taken into account, or even more
important the ratio of this volume and the volume of the droplet
r=Vg/V,4. For spherical and cylindrical cells these volumes are
linked with parameter R, via Eqs. (26) and (27) respectively. A
crude estimate of this parameter is given by Eq. (28). Taking tp in
this equation equal to 12 ms (characteristic transit time of droplets),
R4 = 61.35 pm (see Table 2), d = 463.806 pm (based on the distance
parameter equal to 3.78 (see Table 2)), and estimating xp as
3.61 x 107> m?/s, we obtain Rg = 7.2004 x 10~* m = 720 pm. This
gives us r = 1615 for the spherical cell, and r = 780 for the cylin-
drical one. The latter is more appropriate for the experimental

Table 2

Droplet initial diameters, ambient temperatures, distance parameters and injection
frequencies for the 95% decane — 5% 3-pentanone mixture droplets (Case 1), 90%
decane — 10% 3-pentanone mixture droplets (Case 2) and 85% decane — 15% 3-
pentanone mixture droplets (Case 3).

Parameter Case 1 Case 2 Case 3
Initial diameter 122.7 pm 126.1 pm 127.7 pm
Ambient temperature 370 °C 374 °C 374°C

Distance parameter 3.78 3.84 3.8
Injection frequency 20600 Hz 20600 Hz 20500 Hz

Table 3

The experimentally observed time evolutions of droplet average temperatures
velocities and diameters for the 95% decane — 5% 3-pentanone mixture droplets
(Case 1),90% decane — 10% 3-pentanone mixture droplets (Case 2) and 85% decane —
15% 3-pentanone mixture droplets (Case 3). The contribution of gas velocity is
ignored in the estimates of Sherwood and Nusselt numbers as in [9]. Time was
measured from the moment of injection.

Case Time (ms) Average Velocity (m/s) Diameter (um)
Temperature (°C)
1 4.784 28.66 7.77 122.7
1 6.105 30.45 7.33 122.7
1 7.476 32 7.22 1225
1 8.897 339 6.96 122.7
1 10.368 36.8 6.75 123.1
1 11.889 40.1 6.44 1233
2 3.86 25.6 9.34 126.1
2 49 26.67 9.04 125.7
2 5.97 28.17 8.6 125.6
2 7.07 29.9 8.25 1255
2 8.2 31.88 8.04 1254
2 9.36 34.74 7.86 1255
3 3.86 26.3 9.2 127.7
3 49 27.99 8.92 127.6
3 5.97 29.2 8.67 127.5
3 7.07 30.83 8.38 127.2
3 8.2 32.26 8.04 1271
3 9.36 34.7 7.91 126.6
3 9.36 36.2 7.69 126.3

results considered in this paper. Remembering that this estimate
was made for the maximal 7p _and is rather crude by its nature, we
can take the actual value of this parameter a bit less than 780 in the
coupled solution, but not too small to affect the assumptions of the
model.

The calculations were performed for r=Vg/V; = 600 (coupled
solution) and r = 5 x 10% (it was shown that for this r the results
predicted by the coupled solution are indistinguishable from the
results predicted by the one-way solution, described in [9]). Twenty
terms in the series in the analytical solution for temperature and
species were used in the calculations (the sensitivity of the results
with respect to the choice of the number of terms will be investi-
gated in Section 7). As in [9], in both cases the temperatures at the
centre of the droplets, the surface of the droplets and the average
droplet temperatures were calculated. The values of ambient gas
temperature and droplet velocities were the input parameters of
the model. Note that although the ambient gas temperature
remained constant during each experiment, in the case of the
coupled solution gas temperature inside the volume V; was allowed
to change with time. This temperature plays the same role as the
ambient temperature in the case of the one-way solution. As in [9]
the calculations started at the moment when droplets were first
observed. The initial droplet temperatures were assumed equal to
the measured temperatures of the first observed droplets. As in [9],
it is assumed that initially there is no temperature gradient inside
droplets.

The time step in the calculations was taken equal to 107> s, and
the number of points along the radius inside droplets, where the
temperatures were stored, was taken equal to 2000. The latter
number controls the accuracy of the calculation of the spatial
derivatives of the temperature and species mass fractions, used in
boundary conditions for Tand Yj; (see Egs. (2) and (16)). The reason
for this choice of the time step and the number of points will be
discussed later in Section 7.

The plots of time evolutions of the temperatures at the centre of
the droplets, the surface of the droplets and the average droplet
temperatures, predicted by the coupled and one-way solutions for
the 95% decane — 5% 3-pentanone mixture droplets (Case 1), are
shown in Fig. 2. As follows from this figure, all three temperatures
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Fig. 2. The time evolution of the droplet surface, average and central temperatures (T,
Tay and T;), as predicted by the coupled and one-way solutions, and experimentally
observed temperatures for the 95% n-decane 5% 3-pentanone mixture droplets with
initial diameters 122.7 um and homogeneous temperature 28.66 °C injected into an
ambient gas at constant temperature equal to 370 °C (see Tables 2 and 3). Zero time
corresponds to the start of injection.

under consideration are well separated, as in the cases, considered
in [9]. Also, the coupled solutions show visibly slower rates of
droplet heating, compared with the predictions of the one-way
solution. All experimental plots lie between the average droplet
temperature and the temperature at the centre of the droplet
predicted by the coupled solution.

The same plots as in Fig. 2 but for the 90% decane — 10%
3-pentanone mixture droplets (Case 2) and the 85% decane — 15%
3-pentanone mixture droplets (Case 3) are shown in Figs. 3 and 4
respectively. The trends of all curves in these figures are rather
similar to those shown in Fig. 2. In both cases experimental plots lie
between the average droplet temperature and the temperature at
the centre of the droplet predicted by the coupled solution, as in the
case shown in Fig. 2, except three experimental points in Fig. 4.
Even in the latter case, however, the deviation between the pre-
dicted temperatures at the centre of the droplet and the ones
obtained experimentally is well within the experimental error. In
all three cases, the one-way solution predicts unrealistically high
average droplet temperatures, well above those observed experi-
mentally. Hence, the effects of coupling need to be taken into
account for the accurate prediction droplet temperatures.
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Fig. 3. The same as Fig. 2 but for the 90% n-decane 10% 3-pentanone mixture droplets
with initial diameters 126.1 pm, homogeneous temperature 25.6 °C injected into an
ambient gas at constant temperature equal to 374 °C (see Tables 2 and 3).
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Fig. 4. The same as Figs. 2 and 3 but for the 85% n-decane 15% 3-pentanone mixture
droplets with initial diameters 127.7 um, homogeneous temperature 26.3 °C injected
into an ambient gas at constant temperature equal to 374 °C (see Tables 2 and 3).

The plots of time evolutions of the gas temperatures in the
region of influence for all three cases, as predicted by the coupled
solution, are shown in Fig. 5. In the case of the one-way solution,
this temperature remained constant. As can be seen from Fig. 5, the
drop in the gas temperature during droplet heating could reach up
to about 70 °C and this leads to a visible reduction of the rate of
increase of droplets temperatures predicted by the coupled solu-
tion. This drop in gas temperature is expected to produce much
stronger effect due to the coupled solution, compared with the
addition of fuel vapour to the region of influence.

The plots, similar to those shown in Figs. 2—4, but for droplet
radii, are shown in Figs. 6—8. As one can see from these figures,
neither coupled nor one-way solutions can predict the observed
trends in the time evolution of droplet radii. At the same time, one
can see from these figures that the deviation between the predicted
and observed droplet radii is less than about 0.5 um in most cases
(less than 1%), which is within the margins of experimental errors.
Hence, the deviations between the predicted and observed droplet
radii cannot undermine the validity of the model.

Finally we present four sets of plots, which cannot be validated
against experimental data at the moment, but show the underlying
physics of the processes involved. The temperature distribution
inside the 95% decane — 5% 3-pentanone mixture droplets (Case 1)
at three moments of time, as predicted by the coupled and one-way
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Fig. 5. The time evolution of gas temperature in the region of influence for three
mixtures of n-decane and 3-pentanone. The droplets and the ambient gas parameters
are the same as used in Figs. 2—4.
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Fig. 6. The plots of R4 versus time predicted by the one-way and coupled solutions for
the same conditions as in Fig. 2.

solutions, is presented in Fig. 9. As can be seen from this figure, at all
times the temperature increases with the distance from the centre
of the droplets, as expected. The temperature gradient is less
important for case predicted by the coupled solution compared
with the one-way solution. The deviation between the tempera-
tures in all areas of the droplets, predicted by coupled and one-way
solutions, increases with time.

The plots similar to those shown in Fig. 9, but for the mass
fraction of n-decane, are presented in Fig. 10. As can be seen from
this figure, the mass fraction of n-decane in the areas close to the
surface of the droplet, predicted by coupled and on-way solutions,
increases with time. This is related to higher volatility of 3-penta-
none, compared with n-decane. As in the case of temperature,
shown in Fig. 9, the rate of increase of the mass fraction of n-decane,
predicted by the coupled solution, is slower than the one predicted
by the one-way solution. The deviation between the results pre-
dicted by these solutions increases with time. This can be related to
the fact that in the coupled solution, vapour in the region of influ-
ence is partially saturated and the temperature in this region is
lower than that in the ambient gas.

The time evolution of evaporated masses of 3-pentanone,
n-decane and the total vapour mass in the region of influence is
shown in Fig. 11. As one can see from this figure, evaporated masses of
both substances increase with time. This can be related to the fact that
no condensation takes place during the period under consideration,
and to our assumption that no vapour escapes from the region of
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Fig. 7. The plots of Ry versus time predicted by the one-way and coupled solutions for
the same conditions as in Fig. 3.
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Fig. 8. The plots of R4 versus time predicted by the one-way and coupled solutions for
the same conditions as in Fig. 4.

influence into ambient gas. The predicted mass of n-decane is
always greater than that of 3-pentanone, despite higher volatility of
3-pentanone, compared with n-decane (cf. Fig. 10). This is related to
the fact that the original amount of n-decane in droplets is 20 times
more than the amount of 3-pentanone.

The time evolution of masses of air and the total mass of the
mixture of air and vapour in the region of influence is shown in
Fig. 12. The increase of the mass of air with time is related to the
decrease of temperature in the interaction volume with time (cf.
Fig. 5) at constant pressure. Note that for a fixed temperature, part
of air should have been removed from the interaction volume by
the evaporating fuel (see Eq. (31)).

7. Accuracy versus CPU efficiency

In the analysis, reported in our earlier paper [9], we were con-
cerned with the accuracy of the results, and chose the maximum
number of terms in the series in the analytical solutions for
temperature and species mass fractions. However, remembering
that perhaps the most important practical application of the model
described in [9] would be its potential implementation into
computational fluid dynamic (CFD) codes, and application of the
latter to simulation of realistic engineering processes, finding
a reasonable compromise between the accuracy of the model and
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Fig. 9. The plots of T versus R/R; for three moments of time after the start of calcu-
lations predicted by the one-way and coupled solutions and for the same conditions as
in Fig. 2.
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moments of time after the start of calculations predicted by the one-way and coupled
solutions and for the same conditions as in Fig. 2.

its CPU efficiency becomes more important than its accuracy
alone. The accuracy and CPU efficiency of the model, depending on
the number of terms in the series in the analytical solutions for
temperature and species mass fractions, is investigated in
this section. We focus on the analysis of the 95% decane — 5% 3-
pentanone mixture droplets (Case 1). The conclusions referring to
other mixtures are essentially the same as the ones for the
abovementioned mixture.

In our previous paper [34] we have shown that modelling of
mono-component droplet heating and evaporation, based on
the analytical solution of the heat conduction equation inside the
droplet, is more CPU efficient and accurate than when based on the
numerical solution of this equation. We anticipate that the same
conclusion remains valid for multi-component droplets of the type
considered in our paper, when the species diffusion inside droplets
is taken into account.

The relative errors were estimated based on the following
equation:

Soi=imax(|Fy_y — Fy_100/Fn—100)

Error = -
Imax
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Fig. 11. The plots of the evaporated masses of n-decane, 3-pentanone and the total
evaporated mass versus time predicted by the coupled solution for the same condi-
tions as in Fig. 2.
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Fig. 12. The plots of the total mass of air and the mixture of air and vapour in the
region of influence versus time predicted by the coupled solution for the same
conditions as in Fig. 2.

where F stands for either temperature or mass fraction, N is the
number of terms in the series in the solution to the equation for
temperature or mass fraction, i refers to time steps, imax iS the
maximal number of timesteps used in calculation (this number
varied from about 700 to about 800). The errors were calculated
relative to the values obtained when 100 terms in the expression
for the temperature or mass fraction of n-decane were used. Higher
order terms did not produce any effects on the results.

The plots of relative errors of the temperatures at the centre of
the droplets (T¢), the surface of the droplets (Ts), the average droplet
temperatures (T ), predicted by the coupled solution, and the CPU
requirement versus the number of terms in the series in the
expression for droplet temperature (1) are presented in Fig. 13. 100
terms in the expression for the mass fraction of n-decane (Eq. (79)
in Appendix 2) were taken. All temperatures were measured in °C.
Calculations were performed on 3000 Hz CPU, 3 GB RAM work
station. As follows from this figure, the errors of calculating all
temperatures, are practically equal to zero when the number of
terms n is close or larger than 20. Hence, 20 terms were used in the
analysis presented in Section 6. The CPU time increased by about
50% when the number of terms in the expression for temperature
increased from 20 to 100. This increase of the number of terms,
however, does not lead to any increase in the accuracy of the results
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Fig. 13. The plots of relative errors (in percent) of calculation of droplet surface,
average and central temperatures (Ts, Ty, and T.) and CPU time versus the number of
terms in the solution to the temperature equation with the fixed number of terms in
the solution to the species equation equal to 100 for the same conditions as in Fig. 2.



and cannot be justified. Note that the errors of calculating average
temperature are more than an order of magnitude less than the
errors of calculating droplet surface temperature and the temper-
atures at the centre of the droplets. This is related to the fact that for
small number of terms, small oscillations of temperature were
observed near the centre of the droplet and its surface. These
oscillations reduce substantially during the integration along R
performed for the calculation of the droplet average temperature.

The plots similar to those presented in Fig. 13, but for the mass
fractions of n-decane, are shown in Fig. 14. In contrast to Fig. 13, the
number of terms in the series in Eq. (79) varied, and the number of
terms in the expression for the temperature was assumed to be equal
to 100. As can be seen from this figure, all errors of calculation of the
mass fractions of n-decane are about two orders of magnitude less
than the errors of calculation of droplet temperatures. As in the case
of temperatures, the errors of calculating average mass fractions are
more than an order of magnitude less than the errors of calculating
the mass fractions at the surface and the centre of the droplets. The
explanation of this phenomenon is the same as for the droplet
temperature (see Fig. 13). As in the case of temperature, the errors in
the case when the number of terms are about or more than 20, can be
safely ignored. The increase of CPU time when the number of terms
increased from 20 to 100, was even more noticeable than in the case
of temperature (this time almost doubled). As in the case of
temperature, this increase in the number of terms could not be
justified from the point of view of increased accuracy of the model.

The plots similar to those shown in Fig. 13 but assuming that the
numbers of terms in the series for Tand mass fractions are equal are
presented in Fig. 15. We focus on the case when these numbers are
less than 20. As can be seen from this figure, the errors of esti-
mating all temperatures are less than about 0.5%, even if the
number of terms in both series is reduced to just three. At the same
time the CPU time, in the case when three terms are chosen, is more
than an order of magnitude less that in the case when hundred
terms is chosen in both series.

The plots similar to those shown in Fig. 14, but referring to the
case when the numbers of terms in the series for T and mass
fractions are equal, are presented in Fig. 16. As can be seen from this
figure, the errors of estimating all mass fractions are less than about
0.01% even if the number of terms in both series is reduced to just
three. Note that the increase in the number of these terms from five
to twenty practically does not improve the accuracy of the
prediction of the model. As in the case of the results shown in
Fig. 15, the CPU time, in the case when three terms are chosen, is
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Fig. 14. The plots of relative errors (in percent) of calculation of liquid n-decane mass
fractions at the surface of the droplet, average mass fraction of n-decane and its mass
fraction at the centre of the droplet (Ys, Y4y and Y;) and CPU time versus the number of
terms in the solution to the species equation with fixed number of terms in the
solution to the temperature equation equal to 100 for the same conditions as in Fig. 2.
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Fig. 15. The plots of errors (in percent) of calculation of droplet surface, average and
central temperatures (Ts, T,y and T;) and CPU time versus the number of terms in the
solutions to the temperature and species equations (these numbers are assumed
equal) for the same conditions as in Fig. 2.

more than an order of magnitude less than in the case when
a hundred terms is chosen in both series.

Combining the results shown in Figs. 13—16, the model can
accurately predict the values of droplet temperature and mass
fractions of n-decane even if the number of terms in the series for
temperature and mass fractions is reduced to three. This result is
consistent with the earlier finding reported in [22]. Relatively low
CPU time required for calculations makes this model potentially
attractive for implementation in CFD codes.

As mentioned earlier, all plots presented so far refer to the case
when the time step was chosen equal to 10> s and the number of
points along the radius, Ng, equal to 2000. The increase in the time
step is expected to decrease the accuracy of calculations as in any
numerical code. In our case, however, the excessive reduction of
this time step can also lead to decrease in the accuracy of calcula-
tions due to the decrease in the Fourier numbers in the series in the
analytical expressions for T and Yj;, This decrease is expected to
affect the convergence of these series. This effect is illustrated in
Fig. 17, where the plots of droplet surface temperatures versus Ng
for different timesteps are presented for the 95% n-decane — 5% 3-
pentanone mixture (Case 1) 5 ms after the start of calculations. As
follows from this figure, the choice of the time step 10> s leads to
under-prediction of this temperature by more than 1 °C for all Ng,
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Fig. 16. The plots of errors (in percent) of calculation of liquid n-decane mass fractions
at the surface of the droplet, average mass fraction and the mass fraction at the centre
of the droplet (Ys, Yqy and Yc) and CPU time versus the number of terms in the solutions
to the temperature and species equations (these numbers are assumed equal) for the
same conditions as in Fig. 2.
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Fig. 17. The plots of the predicted droplet surface temperatures versus Nk for different
timesteps for the 95% n-decane — 5% 3-pentanone mixture (Case 1) at 5 ms after the
start of calculations.

For all timesteps in the range 1076-10~% s and NR > 1500 the
predicted temperature remains almost the same. For smaller Ny the
accuracy of calculations clearly deteriorates, especially for the time
step equal to 1078 s. The plots, shown in Fig. 17, are similar to those
obtained for other cases and other moments of time (these are not
shown in the paper). Based on these plots, the values of the time
step 107> s and Nz = 2000 have been chosen. Note that the CPU
time could be further reduced, practically without any detrimental
effects on accuracy, if the time step is increased to 10~ s and Ny is
reduced to 1000.

Note that although the numerical code, used in our analysis, is
based on the analytical solutions both for temperature and species
mass fractions, it still requires the introduction of time steps and
the spatial mesh inside the droplets. The time steps are required to
take into account the time dependence of gas temperature in the
zone of influence and the evaporation process. The spatial mesh is
required for calculating the integrals used in the analytical solu-
tions, the averaging of variables and postprocessing.

8. Conclusions

The earlier reported simplified model for multi-component
droplet heating and evaporation is generalised to take into account
the coupling between the droplets and the ambient gas. Similarly to
the original simplified model, the model takes into account droplet
heating by convection from the ambient gas, the distribution of
temperature inside the droplet, diffusion of liquid species inside the
droplet, droplet swelling or contraction due to changing average
temperature, the effects of recirculation in the moving droplets on
heat and species mass diffusion within them. The effects of the non-
unity activity coefficient are ignored (the Raoult law is assumed to
be valid) and the interaction between droplets is taken into account
based on the correlation suggested in [20]. The size of the gas
volume, where the interaction between droplets and gas needs to
be taken into account (region of influence), is estimated based on
the characteristic thermal and mass diffusion scales.

The model is applied to the analysis of the experimentally
observed heating and evaporation of monodispersed n-decane/3-
pentanone mixture droplets at atmospheric pressure. It is pointed
out that the effect of coupling leads to noticeably better agreement
between the predictions of the model and the experimentally
observed average droplet temperatures. In most cases, the experi-
mentally observed droplet temperatures lie between the average
and central temperatures, predicted by the coupled solution. The

main effect of the coupled solution is linked with the reduction of
the gas temperature in the region of influence. A deviation of up to
about 0.5 pm between the experimentally observed and predicted
droplet radii (less than 1%) is related to the experimental margins. It
is pointed out that the observed time evolution of droplet radii
cannot be used for the validation of the model.

It is pointed out that the number of terms in the series in the
expressions for droplet temperature and species mass fraction can
be reduced to just three, with possible errors less than about 0.5%. In
this case the model can be recommended for the implementation
into computational fluid dynamics (CFD) codes and used for various
engineering applications, including those in internal combustion
engines.
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Appendix 1
Transport coefficients for mixtures

Liquid thermal conductivity for a mixture

A number of approximate formulae for thermal conductivity in
multi-component liquids are reviewed in [35]. We use the Vrede-
veld equation, valid for nonaqueous systems in which the ratio of
thermal conductivities does not exceed two [35]:

~1/2
K = (Z y,-k,;z) , (34)
i

where Y; are mass fractions for species i, kj; are thermal conduc-
tivities of species i.

Liquid viscosity for a mixture

A number of approximate formulae for dynamic viscosity of
multi-component liquids (y;) are reviewed in [35]. It was shown
that in the case of two species, the approach suggested by Grunberg
and Nissan [36] is the most accurate and convenient in practical
applications:

2
Ing = > " Xilnw; + X1 X2Gia,
i

where Gp; can be negative or positive.

As follows from the example presented in [36], the contribution
of the term proportional to Gy in this equation is about 1%. In our
analysis the liquid viscosity is used for the estimate of the correc-
tion factors in effective thermal conductivity and effective diffu-
sivity models. These correction factors are rather weak functions of
liquid viscosity especially for large Peclet numbers. This allows us to
ignore the term proportional to G2, and reduce the above equation
to the Arrhenius formula [36]

2
Ing = > Xilng;.
i

In the case of several components, this equation can be gener-
alised to

Ing; = >~ Xilng;. (35)
i

The latter equation is used in our analysis.



Liquid diffusivity for a mixture

In the case of two-component droplets it was suggested that the
liquid diffusivity of the mixture is estimated based on the following
simplified formula [9]:

D1y = XiD9, + X,D9;, (36)

where D?z and Dg] are diffusivities of dilute solute 1 in solvent 2,
and dilute solute 2 in solvent 1 respectively.

In the case when three or more components are present in the
droplets, the situation becomes much more complex as the
diffusion flux of each species depends not only on the concen-
tration gradient of the species in question, but also on concen-
tration gradients of other species. In this case, a single diffusion
coefficient, describing the diffusion of a given type of species, as
defined by Eq. (36), needs to be replaced by N—1 diffusion coef-
ficients, where N is the number of species. These are the self
diffusion coefficient and cross-diffusion coefficients [35]. The
analysis of this diffusion process can be simplified in the case
when the concentration of a given species is low (solute) [35],
which is generally not the case when realistic multi-component
droplets are considered.

We suggest the following approach allowing us to describe
the diffusion of individual species i in N-component droplets
based on a single diffusion coefficient D In this approach we
consider the mixture of all species, except i as the second
component in the droplet, and the problem of diffusion in
a multi-component droplet is reduced to the problem of diffusion
in a two-component droplet which was already considered in [9],
when X;; = Zj#i)%. Without loss of generality we assume that
i=1and X, = >imaXj

Now we assume that the sum of all components, except the first
one, is replaced by the component 2, with the molar fraction equal
to X, In this case we can calculate Dq; as:

D1y = X1DY, + XmDY;, (37)

Then we assume that the sum of all components, except the first
one, is replaced by the component 3, with the molar fraction equal
to X, In this case we can calculate Dq3 as:

D13 = X1DY, + XmDY;, (38)

Following the same procedure, we assume that the sum of all
components, except the first one, is replaced by the components 4,
5, ..., N, with the molar fraction equal to Xy, In this case we can
calculate Dqy as:

Diy = X1D9; + XmDY;. (39)

The value of Dy, is calculated as

N N
Dip = ( Xlej>/< Xj)7 (40)
= =

where Dy; are obtained based on Egs. (37)—(39). The diffusion
coefficients for all other components are calculated in the same
way.

We cannot justify rigorously this approach at the moment,
except that it gives a correct result in the limit when one
component in the mixture j = 2, 3...,N dominates over others. It
is expected to predict the correct order of magnitude of this
coefficient if this is not the case. This approach is more general
than the one used in [37], where it was assumed that the diffu-
sion coefficients of all species are the same (see Eq. (3.5a) in this
book).

Gas diffusivity for a mixture

In the case of mono-component droplets, the value of the
diffusion coefficient of vapour in air Dy, can be estimated from the
Wilke and Lee formula [35]:

[3.03 - (0.98/M,4%)| (10-7)1%/2
Dyg = 12 o s (41)
vaa JanD

where Dy is in m?/s, T is temperature in K,

Mo = 2[(1/M,) + (1/My)] !

M, and M,;, are molar masses of vapour and air respectively, p
is pressure in bar, gy; = (0y + 04)/2, 0y and ¢, are characteristic
Lennard—Jones lengths for vapour and air respectively, measured in
Angstrom (A), Qp is the function of the normalised temperature T* =
kgT/eyq given by Eq. (B6) in [38], &y,a = +/€8q, €& and ¢, are charac-
teristic Lennard—Jones energies for vapour and air respectively, kg is
the Boltzmann constant.

In the case of the mixture of vapour components, the cross-
diffusion coefficients D; would have to be estimated [35]. The
analysis of this process can be substantially simplified if we assume
that the diffusing component i is a dilute one and the remaining
mixture is homogeneous. In this case the value of the diffusion
coefficient of this component in the mixture (D;y;) can be obtained
from the Blanc law [35]:

-1
N X:
Dim = ( > D]>
.~ D
j=1j=i ¥

If air dominates over all vapour components then this equation
reduces to the statement that D;;, = Djq.

However, even in this simplified case, the problem of the
diffusion of multi-component vapour in air remains rather
complex. To simplify the problem further, the multi-component
vapour will be treated as mono-component (similarly to the case of
air). In this case the value of D, will be calculated based on Eq. (41)
in which all input parameters (molar masses and Lennard—Jones
parameters) are calculated as molar averaged, taking into account
their relative molar concentrations.

This approach can be justified by the fact that for heavy
hydrocarbons the value of M, is mainly controlled by air, while the
difference in the values of o, for various components in most cases
differ not more than by about 20%.

Gas thermal conductivity and viscosity

The thermal conductivity (k,) and dynamic viscosity (u,) for the
mixture of air and fuel vapour was calculated following the
procedure described in [33].

Appendix 2
Solution of Eq. (15)

In what follows, the solution of Eq. (15) (Y};(t,R)) for t > 0 and 0
< R < R, is found. Remembering the physical background of the
problem, we will look for a solution which is continuously differ-
entiable twice in the whole domain.

Let us rewrite the boundary condition (16) in the form:

aYl,- o
(& 1)

The initial condition is Yj;(t = 0) = Yj;o(R).
We look for the solution to Eq. (15) in the form:

ae;(t)
= — . 42
R=R; D (42)




Yli(t7 R) = y(taR) + G(t), (43)

where the subscript i at € is omitted to simplify the notation.

Having substituted (43) into Eq. (15) and the boundary condi-
tion (42) we can rewrite this equation and the corresponding
boundary and initial conditions in the form:

y 0%y 2oy de(t)
&D’<W+Eﬁ ~dr (“a4)
ay « )
w_ — o, 45
(aR Dly R=R, (45)
Yl—o = Yiio(R) — €(0)=Y}jp(R) — €o. (46)

Introduction of the new variable, following [39],
u(t,R) = y(t,R)R

allows us to rewrite Eq. (44) and the corresponding boundary and
initial conditions in the form:

ou %u L de(t)

ot~ P ~Rar (47)
ou ho )

Upo = |5+ 35U =0, (48)

k=0 (f’R Ry /) Ir=r,

ule_g = R(Yii0(R) — €0), (49)

where:

ho = — (1 + %Rld) .

Note that the change of the variable from y to u leads to the need for
a second boundary condition at R = 0. Our assumption that the
solution is continuously differentiable twice implies that y is finite
everywhere in the domain 0 < R < Ry. Hence, the boundary
condition (48) at R = 0. The solution to the problem (47)—(49) for
ho > —1 was earlier reported in [39]. Here the focus will be on the
case hg < —1, which is directly relevant to the problem of diffusion
of species inside droplets.

We look for the solution to Eq. (47) in the form:

u =3 On(t)um(R), (50)
n=0

where v, (R) is the full set of non-trivial solutions to the equation:

8%y

3R2 +pv = 0, (51)

subject to the boundary conditions:

v = @—&-h—ov
k=07 \6R " Ry
Eq. (51) with boundary conditions (52) is the well known
Sturm—Liouville problem. Our first task is to find eigenvalues p for

this problem. The cases p = 0, p < 0 and p > 0 will be considered
separately.

= 0. (52)

R=Ry4

The Sturm—Liouville problem for p = 0

For p = 0 the general solution to Eq. (51) can be presented as
v = A+ BR. The condition vjz_y = 0 implies that A = 0. The
boundary condition at R = R; leads to the following equation

B(1+ hg) = 0. Since hge (—«,—1), the latter equation is satisfied
only when B = 0. This leads to the trivial solution v = 0 which is
disregarded in our analysis. Hence, Eq. (51) has no non-trivial
solutions for p = 0.

The Sturm—Liouville problem for p < 0

Assuming that p = —2% < 0 we write the general solution to
(51) as:
R . R
v(R) = Acosh( A ) + Bsinh{ A— ), (53)
Rq Rq

where A and B are arbitrary constants.
The boundary condition at R = 0 (see (52)) implies that A = 0.
The boundary condition at R = R leads to the following equation:

R%(x coshl + hpsinh2) = 0. (54)

B in this equation is not equal to zero as we do not consider the
trivial solution v = 0. Hence, Eq. (54) can be re-written as:

tanhA = —i. (55)
ho
It is easy to show that for hge(—=,—1) Eq. (55) has three
solutions A = 0; +Ag, where Ape (0, + ), and it has no solutions for
hg > —1. The solution 2 = 0 leads to the trivial solution v = 0,
which is disregarded in our analysis. The solutions A = +4q lead to
solutions (53) (eigen functions) which differ only by the sign of B.
Since the value of the coefficient B is determined by the normal-
isation condition only (see below), the solution A = —Ag can be
disregarded. Hence, we can conclude that the solution of Eq. (55)
gives only one eigenvalue A = A3 >0 and the corresponding
eigen function

vo(R) = sinh (AOR%), (56)

where the normalisation leading to B = 1 has been chosen.
The direct calculation of the integrals, taking into account
condition (55), leads to the following expression for the norm of vy:
Rq

ol = [ B(RIAR =
0

ho
1+ . 57
2 —xé} =

The Sturm—Liouville problem for p > 0
Assuming that p = 22 >0 we write the general solution to
(51) as:

v(R) = Acos <AR%) + Bsin (/\R%), (58)

where A and B are arbitrary constants.
The boundary condition at R = 0 (see (52)) implies that A = 0.

The boundary condition at R = Ry leads to the following equation:
B .
R—(/lcosA + hgsind) = 0. (59)

d

B in this equation is not equal to zero as we do not consider the
trivial solution v = 0. Hence, Eq. (59) can be re-written as:

A
tand = e (60)

As in the case p < 0 we disregard the solutions to this equation
corresponding to zero and negative 1. A countable set of positive



solutions to this equation (positive eigenvalues) A, are arranged in
ascending order:

0< A <Ay <A3<...

The corresponding eigen function can be presented as:
. R
Un(R) = Sin An— 5 (61)
Rq

where the normalisation leading to B = 1 has been chosen as in the
case p < 0.

The direct calculation of the integrals, taking into account
Condition (60), leads to the following expression for the norm of v,
forn>1:

Rq

2_ (2 _ Ry ho
lonl? = O/v,,<R>dR 2|1 i) (62)

The norm (62) differs from the norm chosen in [39] by the factor
Ry (see their Eq. (A4)). This does not affect the final solution.

Orthogonality of the eigen functions

The orthogonality of functions v, (n > 1) was shown in our
previous paper [39]. To show that functions vp and v, (n > 1) are
orthogonal, we need to calculate the following integral:

R4
. R\ . R
I = / sinh (/\OR—d> sin </1,1R—d) dRr, (63)
0
where n > 1.

Using integration by parts twice when calculating the integral
on the right hand side of Eq. (63) we rearrange this equation to:

Ao 2
I = T {smhxo CoSAp — A—cosh/lo sinAp + /\ Rdl} , (64)

where I in the right hand side of this equation is the same as in (63).
Eq. (64) can be rearranged to:

Rq[sinhdg g sinin coshg cosA
[ AnlcoshAy A, cosin 0 " (65)
- o ’
1+ (An)

Remembering Egs. (55) and (60), we can see that I defined by Eq.
(65) is equal to zero. This implies that functions v, are orthogonal
for n > 0 and we can write:

Rq
[ onRyum(RIAR = o] . (66)
0

where n > 0and m > 0, |jvy||? is defined by (57) whenn = 0and
(62) when n > 1.

Expansion of R in a Fourier series with respect to functions v,

Before we are able to use (50) for the solution of Eq. (47) we
need to find the presentation of R as a Fourier series with respect to
functions vy:

R— gwn(m, (67)

where
1
- / Run(R)dR. (68)
IonlP?§

Direct calculation of the integrals in the right hand side of (68)
leads to the following explicit expressions for Qp:

! (Rd) (1 +hg)sinhdg when n =0
Qn = HV;)H . (69)
( d) (1+ hg)sinA; when n>1
[[vn]|* \An

Calculation of coefficients ®n(t) in Eq. (50)
Having substituted Expressions (50) and (67) into Eq. (47), we
rewrite the latter equation in the form:

©

30, (O fDIZ@n OUR) — €0 Qun(R),  (70)
n=0

n=0
where

, dO, d?v, de_ ,
O = g7 (R = a ¢

Since the expansion in the series with respect to v, (Fourier
series) is unique, Eq. (70) is satisfied only when it is satisfied for
each term in this expansion. Remembering that

vy = A—Oz and v, = A—”z (n>1)
Vg = Rd vo Vn*_Rd Un = 5

we can see that this implies that:

A )
0(6) - by ") Oo(t) — ¢Qu. (71)
, )2 ,
Oy (t) = —Dy R, On(t) — €Qu, (72)
when n > 1.
Egs. (71) and (72) need to be solved subject to the initial

conditions for ®(t) (n > 0). To find these initial conditions we
substitute (50) into the initial condition (49) and expand RYj;o(R)
into a Fourier series with respect to v, Remembering that the
expansion with respect to v; is unique, this leads us to the following
equation for ®@,(0):

01(0) = qin — €(0)Qn, (73)
where Q, is defined by (68),

Ry
1
an =13 / RYjio(Ryun (R)dR, (74)
el
0

n>0.
The solutions to Egs. (71) and (72) subject to the initial condition
(73) can be presented in the form:

2
Oo(t) = exp {Q(é—i) t} gio — €(0)Qy)

—QO/ exp[ (%)z(t—r)] dr, (75)



¢ 2
~ O / d;(;)exp{D, (1%) (t— r)] dr, (76)
0

where n > 1.

The final solution

Having substituted (56), (61), (75) and (76), into (50), we can
present the final solution to Eq. (15), satisfying boundary condition
(16) and the corresponding initial condition in the form:

1 Jo)?
Vi =t g fexp|D1(R2) ¢ o - (000
d

- Q b/t dz(j)exp [D, (2—3) 2(t - r)} dr} sinh (AOR%)

— €(0)Qn]

—Qn b/ dz(;)exp — D (%)2@ — r)] dr} sin (/1,%1) },

(77)

where Qp, gin, Ao and A, (n > 1) are defined by Eqgs. (69), (74), (55)
and (60) respectively; the subscript ; at € has been restored.

Note that Expression (77) contains the term which exponen-
tially increases with time. This, however, will not lead to an
unphysical solution to Eq. (15), since this equation is valid only for 0
<Y, < 1. Once Yj; reaches one of its limiting values it will remain
equal to this value.

If we apply Solution (77) to individual short timesteps, we can
ignore the time dependence of d¢;(7)/dt during this time step and
assume that

dé,‘(t) _ déi(f)

de dt

—
=€

t=0

This allows us to simplify Expression (77) to:

Y-—e<+1 exp|D Yo 2l“ io— Qo e-(O)+—R‘21 €
L=&Tg p le dio i Dlléi

+ QOR—ge’» sinh (Aoﬁ) + i exp|—Dy (A—") 2t
D" Ri) = R4
R: RZ

. R
; _QnDkzsi sm(/lnR—d) . (78)

1"n

X |Gin—Qn| €(0) —

If we ignore the time dependence of ¢; then Expression (78) can
be simplified to

Vi = 6+ ;{exp [D, (®) 2% i - (0)Qalsinh oz )

+ i:l exp { - D (%) 2t} [@in — €(0)Qn]sin (A"R%) }
" (79)

The assumption that the time dependence of ¢; can be ignored
during the time step will be used in our analysis. This allows us to
base our calculations on Eq. (79).
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