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Crystal size and morphology have been varied by changing the
initial supersaturation ratio and the temperature in reactive crystalli-
zation experiments. The influence of the chord length distribution,
average cake porosity, and filtration pressure difference on the
average cake resistance of polycrystalline particles of an industrially
produced aromatic amine has been investigated by means of partial
least squares (PLS) regression and sensitivity analysis. Analysis of
the results has disclosed that wider chord length distributions as well
as lower values of the measured average porosity lead to higher values
for the average cake resistance. However, PLS regression and sensi-
tivity analysis have identified the applied pressure difference itself as
the most significant parameter influencing the magnitude of the cake
resistance. This unexpected behavior is accounted for by compression
of the filter cake occurring predominantly in small layers above the
filter cloth characteristic for highly compressible cakes.

Keywords constant pressure cake filtration; crystallization;
FBRM chord length distribution; partial least squares
regression; sensitivity analysis

INTRODUCTION

Filtration of crystalline material, as well as crystal hand-
ling in other down-stream processes like washing, drying,
powder transport, and powder storage is influenced by
characteristic properties displayed by the crystals. Crystal
properties like morphology, size, surface structure, and
hardness are controlled by crystallization parameters such
as the type of substance used, supersaturation (chemical
potential), temperature, mixing, crystallization time, pH,
solvent composition, and type and amount of seed crystals.
The crystallization conditions influence the nucleation,
growth, aggregation and the breakage of the crystals (1).
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Variation in the crystal properties by the applied crystal-
lization conditions will affect the subsequent filtration
process (2), which can be characterized by the specific aver-
age cake resistance. The ideal filtration theory assumes the
feed suspension to consist of a constant concentration of
spherical particles of the same size. The cake is assumed
to build up without rearrangement and breakage of the
particles in the cake and the supposed laminar filtrate flow
is proportional to the cake build-up. In practice, however,
suspensions are composed of non-spherical particles
exhibiting a variation in size and shape. This has led to
concepts that are based on the Sauter mean diameter of
the distribution of particles with shape factors correcting
for the deviation from spherical shapes (3,4). The filtration
cake resistance is lower for larger particles (lower specific
surface area) as well as for cakes exhibiting higher porosity
(5). The relation between the filter cake resistance and the
size is derived by Carman (6-8) from Kozeny’s work (9).
Leave aside the size distribution of particles, real filtration
processes are also deviating from ideal conditions in other
aspects. Filter cakes are usually compressible, at least to
some extent, resulting in the interdependence between the
applied pressure difference, porosity and cake resistance
(10,11). In literature, other parameters than the applied
pressure are reported to influence the cake resistance. For
example, Rushton et al. (12) found that both the flow
velocity and the solids concentration affect the measured
cake resistance values. Cake structures were observed to
be more open in experiments performed at higher velocities
leading to lower average cake resistance values. Above a
certain limit, the cake was also found to be more open
structured at higher levels of solids concentration. As a
result of the numerous parameters influencing the cake
resistance, Hiakkinen et al. (13) use multilinear partial least
squares regression (N-PLS) as a tool to predict average
specific cake resistance values, cake porosity, and cake
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compressibility of sulfathiazole crystal suspensions. The
model is based on shape and size data obtained from image
analyser measurements as well as on the density and the
viscosity of the solvents used. Multivariate data analysis
has been proved to be a successful tool in various areas
like research and development, process optimization and
control, quality control and market research. As an
example, Liotta and Sabesan (14) use the method of partial
least squares (PLS) regression to predict solute concen-
tration values of an active pharmaceutical ingredient based
on infrared (ATR, attenuated total reflectance) spectra to
be able to control the supersaturation level and thereby
the crystal size throughout the crystallization experiment.
PLS regression allows for the prediction of dependent
variables based on latent variables calculated from a large
number of variables as compared to observations, thus
allowing for data compression (15). In PLS regression a
number of factors are calculated and optimized for
maximum explanation of the variance in the y-variables.
The concentration (dependent variable) can be calculated
from the large number of absorbance values associated
to certain wave lengths of the used IR radiation (14).
Togkalidou et al. (16) have previously studied different
multivariate methods like partial least squares regression,
principal component regression, top-down regression, and
confidence interval regression to relate the chord length
distributions of crystal suspensions measured by focused
beam reflectance measurements (FBRM) to the measured
average cake resistance values. Sensitivity analysis is
concerned with how the results of estimations from PLS
depend on the data set. There are two approaches to sensi-
tivity analysis, one is to consider the influence of the sam-
ples and the other concerns the influence of the variables
(17). The latter approach is applied in the present work.
Polycrystalline particles with a roughly spherical shape
have been identified in the industrial production of an
aromatic amine derivative, where filtration is considered
to be the major bottle neck. We have previously shown that
these particles are produced by a spherulitic growth mech-
anism (18). In the present work variations in chord length
distributions obtained by FBRM (19), porosity and applied
filtration pressure difference were evaluated for their effect
on the average cake resistance by means of partial least
squares regression and sensitivity analysis, in order to
shed light on the filtration problems encountered in the
industrial production of aromatic amine spherulites.

EXPERIMENTAL
Crystallization Experiments

The initial supersaturation ratio S and temperature
T were varied in reactive crystallization experiments
performed in a 21 batch (18) reactor at 500 rpm stirring
speed within 2 hours crystallization time after nucleation

to produce crystals of different size and morphology. The
initial supersaturation ratio S, was calculated as the ratio
of the weight fraction of dissolved substance before the
onset of nucleation to the solubility weight fraction c¢*:

s== (1)

c*

The initial supersaturation ratio was varied in the range
from S=2 to S=8 and experiments were performed
between 5°C and 60°C.

Non-weighted chord length distributions were recorded
at the end of each experiment by means of FBRM (Mettler
Toledo, Lasentec D600 L) operated in the fine resolution
mode at a scanning speed of 2m/s. The data were collected
in the fine resolution mode to capture the small particles
which might be of crucial importance for the filtration
performance (2,20). The crystal morphology was studied
by scanning electron microscopy (SEM, HITACHI,
S-3400 N).

Filtration Experiments

Prior to the filtration experiments, the solids density pg
of the crystals was measured using a gas pycnometer
(Micromeretics, AccuPyc 1330). The Dynamic viscosity 5
was determined by a capillary viscosimeter (Ubbelohde-
viscometer, Schott Instruments, 50103 Oc). The 1 liter
thermostated pressure Nutsche filter with 4 =20cm? filter
area (pocket leaf filter, BHS, TMG 400) was filled with
350 ml suspension in each experiment. Polypropylene filters
(Tamfelt, PP 2101) were used as filter media. Filtrate
volume V, and filtration time ¢, were recorded by a data
collection program for batch filtration experiments
performed at constant pressure differences Ap of 2, 4,
and 6bar. Altogether 49 filtration experiments were
performed. The effective solids concentration x.,. was
calculated according to

Xesc = P (2)

1 Pr_e
Sinfs - (1 +;§(17£))

where p; and p, stand for the density of the liquid or the
solid, respectively and s, represents the mass fraction of
solids in the feed. For better comparability of different
filtration experiments (21,13) the solids suspension concen-
tration was kept constant at approximately s,,;=0.09 by
removing clear filtrate. The average cake porosity ¢ was
calculated by Eq. (3):

Al — s .

The cake height & as well as the mass of the dry
solids mg were measured after the filtration process. The



08:45 25 January 2011

Downl oaded At:

1198 R. BECK ET AL.

average specific cake resistance o was calculated from
Eq. (4):

! NXecs np
L 4
V= %020 ¥ T aAp “)

where 7 is the dynamic viscosity, Ap is the applied pressure
difference and f is the filter medium resistance.

Partial Least Squares Regression

PLS is performed on y-variables, expressed as a vector.
The models which relate the PLS model terms are given by
the following expressions:

X =TP" +E (5)
Y=UQ" +F (6)

T and U are factor scores, P and Q are the loadings of
the x and y-variables and E and F are the residuals in X
and Y, respectively. Alternatively, Eq. (5) can be expressed
in the form:

X=tp] +tp] +--+taps +---+taps +E (7)
where a= A is equal to the maximum number of latent
variables included in the PLS-model for explanation of
variance in Y.

By scaling the variables, an unreasonable influence of
variables with dominating standard deviations, s(x), on
the model can be avoided. The weighting (w) of x;; by
centering and scaling is performed according to the
following formula, where i is the observation number
and k is the number of the original variable:

Xik — Xk
s(xx)

®)

Xikew =

Recorded chord length distributions (1-1000 um) were
divided into 45 log channels and the 7 channels with the
highest chord length values were left out due to statistical
insignificance. Thus, the percentage of chords between
I pm and 317 um from 38 channels, the pressure difference
and the measured average cake porosity were chosen as
independent variables x to perform PLS-regression to
explain the effect on the y-variables, the measured average
specific cake resistance values, o or log(x). All 49 performed
filtration experiments were included into the model as one
sample set, giving a matrix composed of 40 x-variables (col-
umns) and 49 samples (rows). The commercial software
Unscrambler (CAMO, version 9.7) was used to perform
the PLS-regression analysis. The observation X-matrix
consists of observation of the following groups of variables
or sub matrices: (Xap|Xchord length distr|Xz ) -

Validation

Validation means to determine the number of PLS-
components or latent variables that give the prediction
of y from X in future objects that lack the value of the y-
variable. Cross validation was performed in this work.
The calibration set was split into ten segments, and the vali-
dation was repeated ten times, each time treating one-tenth
of the calibration set as prediction objects. The cross-
validated residual variance in y after inclusion of A4 latent
variables is as follows:

"

)

1
Valn = E -

Var(y 9)

where I, is equal to the number of validation objects,
which is equal to the number of calibration objects, ¥,
is the predicted value and y; the respective observed value.

Sensitivity Analysis

Sensitivity analysis was used to evaluate the influence
of the chord length distribution data, the applied pressure
difference and the porosity on the cake resistance.

Sensitivity analysis based on a PLS model performed
with centered and scaled data allows for the evaluation
of how the x-variables affect the chosen y-variables in
different ways:

1. Comparison of the regression coefficients of the various
variables from PLS with centered and scaled data.

2. Significance testing on the coefficients by application of
Jack-knifing estimation (22).

3. Prediction of variation in y from variation of one
x-variable in equal steps in one direction while the
others are kept constant and equal to their respective
mean values.

An influence of one or several x-variables on a y-
variable is defined in this work as being significant if there
is no overlap of confidence intervals of the predicted
maximum and minimum y-values. The significance of the
influence of a variable x; is evaluated by Jackknifing
estimation. This influence is defined significant if the uncer-
tainty level is less than 2|b,,|, where by is the regression
coefficient.

The type of sensitivity analysis to be applied for examin-
ing the influence of x on y depends much on the type of
modeling applied. In multivariate data analysis as for
example PLS yp is correlated to the latent variables
which are linear combinations of the x-variables. In (23)
and (24) variation in y is predicted from a simulated
variation of a latent variable. The latent variable may be
a combination of several.

From the PLS-model on centered and scaled data the
influence of x-variables on the y-variable(s) is evaluated
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by prediction of variation in y from variation of one
latent variable at a time from one “observed” extreme to
the other. By varying the A’th latent variable Azp, the
variation in Axy in its original form, i.e., not scaled, can
be calculated in the following way:

Axi = (At pra) s(xk) (10)

Similar to a type of sensitivity analysis with variation of
only one x-variable, the score, ¢, is varied in one direction
and in equal steps, Az. Calculation of xi, neither centered
nor scaled, will then be as follows:

Xie = (1 Pra)S(X) + X (11)

Usually, variation in the whole observation X-matrix was
simulated prior to the prediction by constructing an artificial
observation X-matrices. In some cases sensitivity analysis
in the form of prediction from a simulated variation of a
selection or a group of variables could be appropriate.

Optimization

The optimization based on the PLS-model is in the form
of a linear program, where the constraints describing the
influence of one variable on the others are given by one
original PLS component or one equal a combination of
several (25,26). Having a model y = by + Z,Ile by xy from
PLS on mean-centered and scaled data, using weights based
on the standard deviation and selecting the latent variable
no. a to constrain the variation in X then mathematically,
the linear programming problem is presented as follows:

Minimize or Maximize
K
y:Zbkxk or y=x'b (12)
k=1
subject to

Alx:cl, A2X§Cz, AzXZC}, and XZO

where
A=
—PraS(Xk) -+ 0 Pras(x) 0 0
0 coo —DPkaS(Xk) Pr—1aS(Xk—1) 0
0 0 prr1aS(Xiy1) —Pras(xk) . 0
0 0 pKaS(XK) 0 _pkas(xk)

1 -~ 0
A, = . .

Xk PraS(X1) — X1 Pras(xi)

. Xk Pk—1aS(Xk—1) — X1 PraS(Xk)
1= _ _
X Phi1aS(Xkt1) = Xkt1 Pra S(Xk)
X PKaS(XK) — XK Pka S(Xk)
X1 upper lim it
C =
XK upper lim it
X1 lower lim it
C3 =

XK lower lim it

Xk, s(xp), and py, are the mean value, standard deviation,
and the loading of x, respectively. The constant by is not
included in the optimization but is added afterwards. x;
is selected to influence the other x-variables in the
constraints if |py, s(x;)| is of max value for k=1, 2,..., K.

In order to achieve the most optimal solution, several
PLS-components were involved in optimization. The
“loadings” in the new constraints are linear combinations
of the original ones and are expressed as follows:

A
Pcombination of several PLS—components — E NnaPy (13)
a=1

where >4 n,=1and 0<n,<1.
The latter constraint prevents absolute values of the
scores, |t|, of optimal x=(x; X,...xg) to be unreasonable

high.
The stepwise optimization was in this case carried out,
by stepwise changes of some or all ny,. . ., n4 before the next

optimization, until a maximum value of y was obtained, on
the condition that the constraints were consistent.

A useful method for optimizing a combination of several
latent variables is the simplex method (27). This is not to be
confused with the simplex methods of linear programming.

RESULTS AND DISCUSSION
Crystal Properties and Filtration Characteristics

A limited number of the resulting crystalline products
are presented to illustrate major differences in the crystal
size¢ and morphology as a consequence of different
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FIG. 1. Crystals produced at 60°C and an initial supersaturation ratio of
(a) S=4 and (b) S=6. The whole scale bar is 200 pm.

temperature and supersaturation in the crystallization
experiments. Crystals formed at 60°C at different initial
supersaturation ratios are depicted in Fig. 1, at an initial
supersaturation ratio of either 4 (Fig. 1a) or 6 (Fig. 1b).
At an initial supersaturation of S = 6, polycrystalline parti-
cles with a denser surface structure appear, while in experi-
ments performed at S =4 the crystals exhibit a more open
surface structure and plate-like particles crystallize along
with the polycrystalline particles. The amount of plate-like
crystals was found to increase (18) in experiments per-
formed at a lower initial supersaturation, by nucleation
and growth from solution. Plate-like particles can also be
formed by transformation of the polycrystalline particles
or by attrition of the seemingly fragile spherulites in the
course of the crystallization process. Polycrystalline parti-
cles produced at 5°C are seemingly smaller (Fig. 2b) and
exhibit a more compact surface structure than spherulitic
crystals originating from experiments performed at 60°C
(Fig. 1b). The particles produced at 25°C (Fig. 2a) seem
to be intermediate to the particles produced at 5 and
60°C, at least with respect to the maximum particle size.
However, the results of the FBRM-measurements (Fig. 3)
reveal a different trend for these three different crystalliza-
tion conditions. SEM-pictures cannot be used to obtain
information about the particle size distribution due to
non-representative sampling in this case. The FBRM-
measurements on the other hand, were shown to be highly
reproducible. Spherulites obtained at T=5°C and S=38§

8200 um

200um

@) ' ®)

FIG. 2. Crystals obtained from experiments performed at a supersatura-
tion ratio of S=8 at (a) 25°C and (b) 5°C.

counts per s/total number

counts per s [%]

L

L

Loy

Ly
T

10

100

1000

chord length [pm]

FIG. 3. Measured counts of chords per second in relation to the total
number of measured counts per s divided into chord length intervals exem-
plified for crystals produced at T=5°C and S=38 (light grey), T=25°C
and S =8 (dark grey) and T=60°C and S =6 (black).

(light grey spectrum in Fig. 3) exhibit a narrow chord
length distribution, with the lowest frequency of counts
for smaller chord lengths. Crystals (black spectrum in
Fig. 3) produced at 60°C at S =6 lead to a relatively broad
chord length distribution, with a high frequency of smaller
chord lengths. The distribution at 25°C and S =8 resulted
in a broad distribution with a surprisingly high frequency
of larger chord lengths when compared to the particle size
information from the SEM-picture of Fig. 2a.

At 2 bar filtration pressure difference, the measured aver-
age specific cake resistance value was found to be almost 9
times higher for experiments performed at 25°C and S=38§
(2.1-10"m/kg) than for experiments carried out at 5°C
and S=8 (2.4-10° m/kg), whereas the cake resistance was
intermediate for crystal suspensions originating from
experiments at 60°C and S =6 (7.3 -10° m/kg).

The effect of the filtration pressure difference on the
measured cake resistance values is illustrated in Fig. 4 for
crystals produced at T=60°C and S=6. The measured
cake resistance values in this figure are fitted by means of
a power function.

The discrepancy in particle size observations from
the SEM-pictures of Fig. 1 and 2 and the chord length

1.0E+10
8.0E+09 | -
6.0E+09 _-

4.0E+09 | -

2.0E+09 |

cake resistance a [m/kg]
\
\

0.0E+00 t f . f
1 2 3 4 5 6 7
Ap [bar]

FIG. 4. The effect of the filtration pressure difference on the measured
cake resistance values for the filtration of crystals produced at T =60°C
and S=6.
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Predicted Y
0.6E+11 3 Elements: 49
4 Slope: 0.638860
4 Offset: 4.601e+09
0.5E+11 — Correlation: 0.765644
4 R-Square: 0592923
1 RMSEP: 7.300e+09
3 SEP: 7.375e+09
04E+11 — Bias: -8.974e+07 .
E . : .
0.3E+11 — R T . 5.
02E+11 3 IR
0.1E+11 - o P
0 _f oo o .
SAE+11 . :
Measured Y
T T T T T T T
-1E+11 0 0.1E+11 0.2E+11 0.3E+11 0.4E+11 0.5E+11 0.8E|+11

FIG. 5. Predicted versus measured values for the cake resistance o ().

information in Fig. 3 motivated for a statistical analysis
that takes the whole distribution into account. The
additional large effect of pressure difference on the mea-
sured cake resistance made it obvious to include also this
variable in the analysis. The average porosity was also
included since it has an effect on the filter cake resistance.

Partial Least Squares Regression

PLS regression based on the 49 observations (filtration
experiments) yielded maximum explained variance (59%)
with 5 PLS-components incorporated into the model. The
predicted values for the average specific cake resistance
() values (predicted y) are plotted against the measured

cake resistance values (measured y) in Fig. 5. The plot in
Fig. 5 of predicted versus measured cake resistance shows
a lack of fit appearing as systematic tendencies. Therefore
another PLS model based on the logarithmic form of the
cake resistance (In(x)) was built to examine the possibility
of achieving a plot which fits the target line (predicted
equal to measured values) in a better way (Fig. 6). As
can be seen when comparing Figs. 5 and 6 the new model
yields a better fit to the target line. The explained variance
increases from 59 to 86%. However, the latter model uses 9
PLS-components, but according to Fig. 7 the increase in
explained variance is marginal when using 9 components
instead of 5.

Predicted Y
250 - Elements: 49
7 Slope: 0.868644
- Offset: 3.017787
245 — Correlation: 0.923699
-{ R-Square: 0.858958
1 RMSEP: 0.309322
24.0 — SEP: 0312527 |
7 Bias: -5.224e-05
235 _: .................
23.0
225 -
22.0 —
215 —
Measured Y
T T T T
210 215 220 225 23.0 235 24.0 245 25.0

FIG. 6. Predicted versus measured values for the logarithmic form of the cake resistance o(/n(o) = ).
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number of PLS-components

©

10

FIG. 7. Explained variances in the logarithm of the cake resistance
(In(2)) versus the number of PLS —components included in the PLS-model.

Figure 8 shows the regression coefficients, b,,, for predic-
tion of the logarithm of the filter cake resistance (/n(x))
from the variables presented in the experimental section.
The regression coefficient for the first variable x; represents
the filtration pressure difference (Ap). Regression coeffi-
cients 2-39 (for x,—x39) characterize the 38 chord length
distribution channels and the 40th regression coefficient
(for x49) describes the average cake porosity (&).

The regression coefficients b,,q, b,», ..., b,k are used in
the prediction model In(a) =y, =bg,, + by1X1,0+ by2X2,
+...+ bk xk, for the prediction of the y-variable (/n(a))
in centred and scaled form. The elements in by, contrary
to the respective elements in b used for prediction from
the x-variables in their original forms, i.e. neither centred
nor scaled, give the information about how much each
x-variable influences the cake resistance (/n(x)). Based on
the criterion of s(b,)<2|b,| (Jackknifing estimation)
Fig. 8 shows that the only x-variables which influence the
cake resistance significantly are x;: the pressure difference
and the number fractions of the chord length intervals
X16: 9.3 —10.2pum x5q: 20.0 —23.3um x57: 50.3 — 68.3 um
and x3g: 79.7 —92.9 um. The variable x44: the porosity of

N

-

'
-

=]
3

'
N

0.8 T
[ B PLS-component 1
0.6 | PLS-component 2
B PLS-component 3
w 047
5 [
£ [
T 02+ ||||||||||
2 L
X 00 Iﬂlhll % ll-l[,l
-0.2 4
04 L

1 3 5 7 9 11131517 19 21 23 25 27 29 31 33 35 37 39
x-variables

FIG. 9. Contribution of the x-variables to the first three latent variables
(PLS-components) selected by PLS to explain the cake resistance values.

the filter cake, has no significant influence on the cake
resistance according to the Jackknifing criterion. The con-
tribution of the x-variables to the first three latent variables
or PLS-components (equation the loadings of the x-
variables, p.,) is presented in Fig. 9. The loadings confirm
the variation of xi: the pressure difference, independent of
the other variables and vice versa while x49: the porosity
of the filter cake correlates much with the chord length
distribution. This could explain the lack of significance of
the influence of porosity alone on the cake resistance.

Sensitivity Analysis

Sensitivity analysis of the obtained experimental data
shows that both the applied pressure difference (Fig. 10)
and the porosity (Fig. 11) influence the cake resistance
significantly. The influence of the pressure difference (x;),
however, is more significant. The cake resistance increases
with an increase in applied pressuredifference (x;) and
decreases with increasing porosity (X49). The dependencies
of the cake resistance on both the applied pressure differ-
ence and the porosity is in good agreement with basic

X-Variables

T T T
20 30 40

FIG. 8. The respective regression coefficients, b,,, for prediction of /n(x).
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_ | Predicted ¥

Samples

4 5 6

FIG. 10. Predicted variation in the logarithm of the cake resistance (/n(x)) from a simulated variation in the pressure difference (x;) with the other

x-variables set constant and equal to their mean values.

filtration theory (see. Introduction). To examine the
influence of the chord length distribution on (/n(x)), the
following simulation of X can be performed prior to
the prediction (24):

Xsimulated = (XAp‘Xchord length distr, simulated|ie)
= (XAp‘tsimulated Pa, from PLS of whole X|X8)
fora=1,..., A, where A is the number of PLS-components
for max explanation of y=In(x). In this case p,=

(P2a---Pka - - -Pk—14) Where A is the number of variables
included in PLS.

_| Predicted ¥

In Figs. 12, 14, 16, and 18 the variations in the chord
length distribution are simulated by varying one latent
variable or combinations of several latent variables. In
Figs. 13, 15, 17, and 19 variations in the cake resistance
are predicted from the simulated variations in the chord
length distributions presented in Figs. 12, 14, 16, and 18,
respectively. The variation was simulated by optimizing
the regression function constrained by the latent variables.
The ranges of variation of all x; were X; +1.5s5(xx) unless
constrained by the latent variables.

The simulated chord length distributions based on vari-
ation in the first latent variable (Fig. 12) give a significant

Samples

T T T

0.50 55 .60

FIG. 11. Predicted variation in the logarithm of the cake resistance (/n(x) = y) from a simulated variation in the porosity with the other x-variables set

constant and equal to their mean values.
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FIG. 12. Simulated variation in the chord length distribution by varying
the first latent variable.

response in the resulting cake resistance (Fig. 13). The same
is true for the simulation based on the second latent vari-
able (Figs. 14 and 15). This is in accordance with Fig. 9
which shows relatively high loadings for the x-values that
represent the chord length distribution. The response by
variation in the third PLS-component is moderate both
with respect to the simulated chord length distribution
(Fig. 16) and the resulting cake resistance (Fig. 17), which
can be explained by the fact that the third latent variable is
dominated by the pressure difference.

The simulations of chord length distributions presented
in Fig. 18 are based on an optimization of a combination of
the first four latent variables in order to minimize and max-
imize the resulting cake resistance. The resulting maximum
and minimum values of the cake resistance (/n(x)) is
presented in Fig. 19.

Sensitivity analysis and optimization performed on the
basis of the experimental data leads to the conclusion that
a broader chord length distribution with a larger percent-
age of smaller chord lengths coheres with a higher value
for the average cake resistance (Fig. 19).

Predicted Y
240 —
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chord length [pm]

FIG. 14. Simulated variation in the chord length distribution by varying
the second latent variable.

Cake Compressibility

The important role of the compression of the filter
cake during filtration is illustrated by the significant
regression coefficient (Fig. 8) and loading (Fig. 9) for
the applied pressure difference during the filtration pro-
cess. The fact that the cake resistance is mainly affected
by the applied pressure difference with only minor depen-
dence on the average porosity requires a closer look on
the particle-particle and particle-liquid interactions within
the cake. Wakeman and Tarleton (10) illustrate that the
total applied pressure is partly converted into the solids
compressible pressure acting on the particles within the
cake, depending on the examined cake height. The solids
compressible pressure in turn leads to a reduction in
porosity of compressible cakes and hence more resistant
cakes. Grace (28) presents filtration results for 17 tested
materials showing that the specific cake resistance
increases and the porosity decreases by increasing the
compressive pressure exerted on the particles from
0.07 bar to 186 bar. Tiller (29) shows the results of exper-
imentally determined values for the porosity of materials

Samples

FIG. 13. Variation in the logarithm of the cake resistance (In(a) = y) predicted from the chord length distributions presented in Figure 12. The other

variables are kept constant and equal to their mean values.
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FIG. 15. Variation in the logarithm of the cake resistance (/n(o) = y) predicted from the chord length distributions presented in Figure 14. The other

variables are kept constant and equal to their mean values.
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FIG. 16. Simulated variation in the chord length distribution by varying
the third latent variable.

such as kaolin, calcium carbonate and asbestos, in
dependence of the applied solids compressible pressure
of up to 7bar. From the obtained results he concludes
that the porosity can be satisfactorily related to the press-
ure by a power function. Both empirical models (13)

Predicted Y
23.2

and mechanistic models (30-34) have been used in the
attempt to capture the characteristics of compressible
cakes. According to Wakeman and Tarleton (10) the solids
compressible pressure increases non-linearly from the cake
surface to the filter cloth as the hydraulic pressure is trans-
mitted by the liquid to the particles by friction and then
from particle to particle. As a consequence of the increase
in the solids compressible pressure towards the filter cloth,
Zogg (35,36) illustrates that compressible filter cakes
display an incompressible layer at the cake surface, but
are compressible to a higher extent as the distance from
the cake surface increases. These findings make it possible
to explain why the cake resistance significantly depends
(Fig. 5 and 6) on the applied pressure difference and
why the measured average porosity is far less significant.
It is proposed that the compression of layers close to
the filter medium leads to a low local porosity while the
average porosity is nearly unchanged. As a result, cake
resistance values are found to increase strongly with
the applied pressure difference. The dependency can be

Samples
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FIG. 17. Variation in the logarithm of the cake resistance (/n(a) = y) predicted from the chord length distributions presented in Figure 16. The other

variables are kept constant and equal to their mean values.



08: 45 25 January 2011

Downl oaded At:

1206 R. BECK ET AL.

| |

T T T T T T

of counts per s [%]
O —=_NWHh OO N OO
Il

counts per s/total number

Ly Ly Lo

10 100 1000
chord length [pm]

-

FIG. 18. Simulated variation in the chord length distribution by varying
the optimal combination of the four first latent variables, (n; ny n3 n4) =
(0.59 0.23 0.13 0.05).

expressed as a power function (10) which explains why a
logarithmic transformation of the measured cake resist-
ance values yielded a higher quality model (Fig. 6).
The strong local compression of the filter cake might
originate by different mechanisms. The observed spheru-
lites are susceptible to disintegration by breakage or age-
ing during the filtration process. Then, smaller plate-like
crystals arising during crystallization and filtration might
migrate into the deeper laying pores of the filter cake
(32,34). This is supported by the sensitivity analysis
which shows that broader chord length distributions
due to smaller particles give rise to higher cake resistance
values (Figs. 12-15 and 18-19). Finally, also the
rearrangement of the particles composing the cake can
lead to a compaction of the cake. The compressible
behavior of the investigated crystals is confirmed by
the pictures depicted in Fig. 20 where the surface of
the crystalline material is shown to be damaged
(Fig. 20a), and by the plate-like particles in Fig. 20b
originating from crystallization and filtration.

Predicted ¥

N
[52]
|

N
=

N
N

N
w
[T FUTTTEITT FETITRITT T

N
-

' " 30.0um | 15.0kv 5.5mm x1.00k BSECOMP
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FIG. 20. Crystals produced at 60°C and S =6 taken from the filter cake
after filtration at 2 bar: (a) shows the damaged surface of the particles and
(b) shows plate-like crystals that have arisen during the crystallization and
filtration process.

SUMMARY AND CONCLUSIONS

Partial least squares regression and sensitivity analysis
were used to study the influence of the measured chord
length distribution of different crystal suspensions, the
effect of the average cake porosity and the applied filtration
pressure difference on the average cake resistance of poly-
crystalline particles of an aromatic amine. Analysis of the
results has disclosed that wider chord length distributions
as well as lower values of the measured average porosity
lead to higher values for the average cake resistance. The
fact that lower average porosity leads to more resistant
cakes is in accordance with general filtration theory, partly
as a consequence of a wider particle size distribution. How-
ever, it has been shown that the applied pressure difference
itself plays a more significant role in explaining the
measured average cake resistance values than the measured
average porosity. The fact that an increase in the applied
pressure difference has a more significant influence on the
increase in the average cake resistance than could be
expected from the average porosity can be explained by cake
compression of the filter cake occurring predominantly
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A

FIG. 19. Variation in the logarithm of the cake resistance (In(a) = y) predicted from the chord length distributions presented in Figure 18. The other

variables are kept constant and equal to their mean values.
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close to the filter cloth. Cake compression above the filter
cloth leads to low local porosity which has previously been
reported for highly compressible cakes (37). Cake com-
pression is proposed to be effected by disintegration of
unstable polycrystalline particles forming the cake and by
invasion of smaller plate-like particles into deeper lying
pores of the filter cake. Hence, owing to high filter cake
resistances in the aromatic amine system associated with
the formation of unstable polycrystalline particles, such
particle morphologies should, if possible, be avoided in
industrial crystallization processes.
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NOMENCLATURE
a number of latent variables
A filter area, maximum number of latent variables,

number of PLS components for max explanation
of y, variable

b regression coefficient

by weighted regression coefficient

c weight fraction of dissolved substance [g/g
solution], variable

c* solubility weight fraction [g/g solution]

E residual in X

F residual in Y

h cake height

1 observation number, variable

I, number of validation objects

k variable number

K number of variables included in the PLS model

my mass of dry solids

n optimal value for latent variables

p, P x variable loading

Q y variable loading

S standard deviation

Smfs mass fraction of solids in the feed
[g/g suspension]

S supersaturation ratio

t filtration time

T temperature

T, t factor score in X

U factor score in Y

A% filtrate volume

Xees effective concentration of solids [g/ml filtrate],
predictor variable

predictor variable

mean value of the predictor variable

matrix of predictor variables

observed variable

<

1207

¥ predicted value for the response (predicted
variable)

Y matrix of predicted variables

o average specific cake resistance [m/kg]

B filter medium resistance [1/m]

Ap pressure difference

€ average cake porosity

n dynamic viscosity

o1 filtrate density

Os density of solids

ATR Attenuated Total Reflectance

FBRM Focused Beam Reflectance Measurement

IR Infrared

PLS Partial Least Squares

Scanning Electron Microscopy
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