This article was downloaded by: [200.0.183.44]

On: 25 February 2015, At: 09:29

Publisher: Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered
office: Mortimer House, 37-41 Mortimer Street, London W1T 3JH, UK

Journal of Applied Statistics

Publication details, including instructions for authors and
subscription information:
http://www.tandfonline.com/loi/cjas20

Journal of
Applied Statistics

Bayesian approach to the inverse
problem in a light scattering
application

Fernando A. Otero®, Helcio R. Barreto Orlande®, Gloria L.
Frontini®® & Guillermo E. Elicabe®

e % Institute of Materials Science and Technology (INTEMA),
University of Mar del Plata and National Research Council
(CONICET), J. B. Justo 4302, 7600 Mar del Plata, Argentina
CrossMark b Department of Mathematics, College of Engineering, University
of Mar del Plata, J. B. Justo 4302, 7600 Mar del Plata, Argentina
Click for updates ¢ PEM/COPPE-UFRJ, Universidade Federal de Rio de Janeiro, Caixa

Postal 68503, Rio de Janeiro 21941-972, Brazil
Published online: 23 Dec 2014.

To cite this article: Fernando A. Otero, Helcio R. Barreto Orlande, Gloria L. Frontini & Guillermo E.
Elicabe (2015) Bayesian approach to the inverse problem in a light scattering application, Journal
of Applied Statistics, 42:5, 994-1016, DOI: 10.1080/02664763.2014.993370

To link to this article: http://dx.doi.org/10.1080/02664763.2014.993370

PLEASE SCROLL DOWN FOR ARTICLE

Taylor & Francis makes every effort to ensure the accuracy of all the information (the
“Content™) contained in the publications on our platform. However, Taylor & Francis,
our agents, and our licensors make no representations or warranties whatsoever as to
the accuracy, completeness, or suitability for any purpose of the Content. Any opinions
and views expressed in this publication are the opinions and views of the authors,

and are not the views of or endorsed by Taylor & Francis. The accuracy of the Content
should not be relied upon and should be independently verified with primary sources
of information. Taylor and Francis shall not be liable for any losses, actions, claims,
proceedings, demands, costs, expenses, damages, and other liabilities whatsoever or
howsoever caused arising directly or indirectly in connection with, in relation to or arising
out of the use of the Content.

This article may be used for research, teaching, and private study purposes. Any
substantial or systematic reproduction, redistribution, reselling, loan, sub-licensing,
systematic supply, or distribution in any form to anyone is expressly forbidden. Terms &



http://crossmark.crossref.org/dialog/?doi=10.1080/02664763.2014.993370&domain=pdf&date_stamp=2014-12-23
http://www.tandfonline.com/loi/cjas20
http://www.tandfonline.com/action/showCitFormats?doi=10.1080/02664763.2014.993370
http://dx.doi.org/10.1080/02664763.2014.993370

Downloaded by [200.0.183.44] at 09:29 25 February 2015

Conditions of access and use can be found at http://www.tandfonline.com/page/terms-
and-conditions



http://www.tandfonline.com/page/terms-and-conditions
http://www.tandfonline.com/page/terms-and-conditions

Downloaded by [200.0.183.44] at 09:29 25 February 2015

Journal of Applied Statistics, 2015 Taylor & Francis
Vol. 42, No. 5, 994-1016, http://dx.doi.org/10.1080,/02664763.2014.993370 Taylor&Francs Group

Bayesian approach to theinverse problem in
a light scattering application

Fernando A. Otero®P, Helcio R. Barreto Orlande®, Gloria L. Frontini®P and
Guillermo E. Elicabe®*

a]nstitute of Materials Science and Technology (INTEMA), University of Mar del Plata and National
Research Council (CONICET), J. B. Justo 4302, 7600 Mar del Plata, Argentina; IDDepartment of
Mathematics, College of Engineering, University of Mar del Plata, J. B. Justo 4302, 7600 Mar del Plata,
Argentina; °CPEM/COPPE-UFRJ, Universidade Federal de Rio de Janeiro, Caixa Postal 68503, Rio de
Janeiro 21941-972, Brazil

(Received 11 August 2014; accepted 26 November 2014)

In this article, static light scattering (SLS) measurements are processed to estimate the particle size dis-
tribution of particle systems incorporating prior information obtained from an alternative experimental
technique: scanning electron microscopy (SEM). For this purpose we propose two Bayesian schemes
(one parametric and another non-parametric) to solve the stated light scattering problem and take advan-
tage of the obtained results to summarize some features of the Bayesian approach within the context of
inverse problems. The features presented in this article include the improvement of the results when some
useful prior information from an alternative experiment is considered instead of a non-informative prior as
it occurs in a deterministic maximum likelihood estimation. This improvement will be shown in terms of
accuracy and precision in the corresponding results and also in terms of minimizing the effect of multiple
minima by including significant information in the optimization. Both Bayesian schemes are implemented
using Markov Chain Monte Carlo methods. They have been developed on the basis of the Metropolis—
Hastings (MH) algorithm using Matlab® and are tested with the analysis of simulated and experimental
examples of concentrated and semi-concentrated particles. In the simulated examples, SLS measurements
were generated using a rigorous model, while the inversion stage was solved using an approximate model
in both schemes and also using the rigorous model in the parametric scheme. Priors from SEM micro-
graphs were also simulated and experimented, where the simulated ones were obtained using a Monte
Carlo routine. In addition to the presentation of these features of the Bayesian approach, some other top-
ics will be discussed, such as regularization and some implementation issues of the proposed schemes,
among which we remark the selection of the parameters used in the MH algorithm.

Keywords: Bayesian estimation; particle size distribution; inverse problem; Metropolis—Hastings;
static light scattering
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1. Introduction

Inverse problems arise in many fields of science and engineering. Typical examples include
tomography [16,21], geophysics [23], heat transfer [1,22] and image processing [35] among
many others. The ill-posedness of inverse problems requires an effective use of some sort of pro-
cess to introduce additional information. Traditionally, classical deterministic approaches such
as regularized least-squares using initially Tikhonov regularization [31] and more recently total
variation regularization [32] have been used to obtain a single solution to the problem. However,
instead of obtaining a unique solution, it might be more valuable to achieve a confidence inter-
val for the model parameters. In this case, it is worth recalling that once we have regularized a
least-squares problem, we lose the ability to obtain statistically valid confidence intervals for the
parameters. This is because regularization brings about the appearance of a bias in the solution
[2]. A different point of view is developed in the Bayesian approach, in it all the parameters
and variables of the models are modeled as random variables and the solution of the inverse
problem is a probability distribution of these model parameters. This approach makes the cal-
culation of the respective confidence intervals a straightforward task. Another characteristic of
the Bayesian approach is the inclusion of additional information as a prior probability distri-
bution of the unknown variables. However, as Lopes and Tobias stated in [20], to say that the
Bayesian approach is unique or clearly differentiated from the classical approach to inference
because of its reliance on prior information is misleading. In fact, from a Bayesian point of
view, many classical regularization techniques are equivalent to imposing certain prior distribu-
tions on model parameters and, furthermore, the Bayesian approach can be effectively used for
the selection of the so-called regularization parameter as can be seen in some articles [19,36].
It is also important to remark that although the Bayesian approach allows us to compute con-
fidence intervals, single values for the model parameters can also be obtained, such as the
mode of the posterior distribution, that is, the maximum a posteriori (MAP), and the median
which has been suggested as a robust estimator in the bibliography [28,29]. Fraley and Raftery
showed in [8] the advantage of computing the MAP solution instead of the traditional max-
imum likelihood estimation (MLE) in order to avoid singularities or degeneracies. Finally, a
fourth advantage of the Bayesian approach is that it explicitly addresses the uncertainty in the
model.

Algorithms for solving the inverse problems whether they are based on a Bayesian approach or
not, have two main issues to be considered: robustness and efficiency. Even when these attributes
are problem-specific, we may understand by robustness of the algorithm its ability to attain the
best estimate of the model parameters starting with much wider guess values of them. Efficiency,
on the other hand, is attributed to the degree of compute-intensiveness [27]. In this sense, most of
the studies using the Bayesian approach to inverse problems are related to the Bayesian robust-
ness, that is, the sensitivity of Bayesian answers to the uncertain inputs: the model, the prior
distribution or some combination thereof [3]. In particular, the selection of the prior distribution
is a matter of continuous debate. In fact, one of the major critics to the Bayesian approach is due
to de Finetti’s subjectivist conception of Bayesianism which has led to the personal choice of
prior. However, there also have been several tries to formalize the choice of priors. For instance,
non-informative (NI) priors were considered to yield robust answers since the time of Laplace,
but it was after a century later when formal rules were introduced for its construction as it can
be seen in the excellent review by Kass and Wasserman in reference [18]. On the other side,
there are many times when the state of knowledge before the data recollection is far from being
a state of ignorance and some robustness has to be sacrificed in order to effectively use this
prior information. In this sense, one of the biggest challenges in statistical inversion theory is the
design of methods that incorporate all prior information [17]. Furthermore, it has been seen that
for data with a high signal-to-noise ratio, a Bayesian analysis can frequently yield many orders
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of magnitude improvement in model parameter estimation, through the incorporation of relevant
prior information [13].

In this paper many of the features described above will be shown when we examine a par-
ticular inverse problem in the area of static light scattering (SLS). Several articles have been
written using a Bayesian approach to estimate the particle size distribution (PSD) of different
materials [7,37]. A prior distribution acting as a regularization term will be seen as mentioned in
a previous paragraph and corresponding results will show how the Bayesian approach can help
to solve a multiple local minima problem. An alternative procedure will be detailed also for the
consideration of model errors, equivalent to the one presented in [17]. Finally, the potentiality
of the Bayesian approach in the improvement in model parameter estimation will be presented
during a comparison of the results between a NI prior and an informative prior obtained from a
previous experiment.

2. Theinverseproblem of estimating the PSD using SLS
2.1 General description

There are numerous materials appearing in diverse industrial applications composed of particles
either suspended in a fluid or embedded in a solid matrix. In many cases, these particle systems
can be characterized through their PSD’s. The estimation of the PSD can be achieved using dif-
ferent particle sizing techniques. Optical techniques stand out because they are non-destructive.
One of the most important optical techniques is the so-called SLS which has been widely used
in practice for particles from about 50 nm to several micrometers [12]. The basic process con-
sists in illuminating a sample of particles by a laser light and measuring the intensity of the light
scattered at different angles.

Estimation of the PSD using SLS measurements requires solving an ill-conditioned inverse
problem using a predefined model. In this article, the estimated PSD corresponds to a number-
PSD. The inverse problem can be formulated as estimating the PSD represented by a function
f (R) (considering that particles are spherical and therefore the PSD can be expressed as a function
of a radius R) by using the intensity of light scattered as data, noted by Is(q), where the variable
g makes reference to the magnitude of the scattering vector and it is computed as

_47rnm . 0

q= » sin 2, @)

where np, is the refractive index of the suspending media, 4 is the wavelength of the incident
light in vacuum and 6 is the scattering angle.

When the inverse problem is solved and the used model makes it possible, also the volume
fraction of particles, n, can be estimated, and in some cases, previous information about the
statistical parameters of the PSD can be incorporated in the estimation process. For these cases,
the inverse problem is solved by combining the SLS measurements with the results of scanning
electron microscopy (SEM) which brings the previous information mentioned above through the
analysis of micrographs of the studied systems. Examples of these micrographs can be seen in
Figure 1(a) and 1(b), while the corresponding SLS intensities are shown in Figure 1(c) and 1(d).
These examples, labeled as 30PIB5 and 50PIB25, correspond to samples of polymer particles
embedded in a solid polymer matrix. The details of these samples will be given in a later section.
It must also be pointed out that in the process of solving the inverse problem other parameters
proper to the corresponding used models must also be estimated as we will see in the following
section.
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Figure 1. SEM micrographs for the experimental examples: (a) 30PIB5, and (b) 50PIB25; and their
corresponding SLS measurements: (c) 30PIB5, and (d) 50PIB25.

2.2 SLSmodels

Estimation of the PSD using SLS measurements requires solving an ill-conditioned inverse prob-
lem using a predefined model. The well-known model derived under the so-called Mie regime for
one particle can be straightforwardly extended to a system of many particles only if the assump-
tion of independent single scattering is valid, which means that the system is diluted [5,15].
However, for concentrated particle systems which cannot be controlled by dilution, approxi-
mated models based on the Rayleigh—Gans theory have been developed [4,14]. In the works of
Vrij [33,34] a model is formulated for finite mixtures of particles treated as impenetrable spheres
which cannot be overlapped in space, that is, hard spheres (HS). Vrij’s HS model provides an
analytical solution to the SLS problem of a concentrated system of spherical particles in the so-
called Percus—Yevick approximation. Vrij’s HS model provides a matrix form for the calculation
of the scattered intensities. In this model, the observable magnitude is the differential scattering
cross section (DSCS), proportional to the intensity of the scattered light Is(q)

d>@ @A
T BagDy = @ 2
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where d > (q)/d2is the DSCS per unit volume, Ey is the intensity of the incident electric field,
D is the distance from the sample to the detector, Aq is the area of the detector and K is an
instrumental constant which merges all involved parameters.

The complete formulation for Vrij’s HS model can be seen in Appendix 1. Estimated parame-
ters on this model are in addition to the PSD, the volume fraction », a proportionality constant C
between particle radii and HS radii and a global constant K’, a constant which is reciprocal to K;.

Vrij’s HS model constitutes an exact solution when particles can be modeled by ‘hard spheres’.
However, this model, which has a strong nonlinear dependence on the PSD, has several problems,
including high error propagation and a very time-consuming computational implementation
when used in an inverse problem. Thus, some approximate models were built to be used instead.
Pedersen [24,25] developed the local monodisperse approximation (LMA) assuming that the par-
ticles are spatially distributed according to their sizes. Under this assumption the scattered light
intensity becomes mathematically related in a linear fashion to the PSD and can be written as

(@) = K [0 FR)S(p, 6, AIF2(q, R) R, 3)

where K is a global constant, f (R) is the PSD and F?(q, R) is the form factor of each particle of
radius R. The factor S(p, g, R) is the so-called structure factor where p is an effective parameter
of the model, equivalent to the volume fraction in monodisperse systems but losing its physical
meaning as polydispersity increases. Analytical expressions for F(g, R) and S(p, g, R) used in
this article correspond to spherical particles and they are described from Equations (A9)-(A14)
in Appendix 2.

Parameters to be estimated in the LMA are besides the PSD, the effective parameter p and the
global constant K.

3. Description of the developed Bayesian schemes

Given SLS measurements (simulated or experimental) as the problem data, the inverse prob-
lem pursuits the objective of determining the PSD and also sometimes the volume fraction
of particles. In order to make this information retrieval possible, all the remaining unknowns
involved in each considered model must also be estimated. The estimated unknowns depend
on both the model and the scheme which is used. Once a Bayesian approach has been devel-
oped these unknowns are defined by means of their probability density functions (pdfs). In this
work, parametric and non-parametric Bayesian schemes (NPBSs) are implemented through the
Metropolis—Hastings (MH) algorithm. Although this algorithm has a relatively simple imple-
mentation, its correct performance is related to the correct selection of several parameters. In
the same way, even when the Bayes theorem is the keystone of the Bayesian approach, explicit
forms of this theorem and its specific application differ in every developed scheme explained
below.

3.1 Parametric Bayesian scheme

The first proposed scheme is applied to both SLS models described above and is called the para-
metric Bayesian scheme (PBS) because it makes use of a parametrical distribution to represent
the PSD. In this article, a log-normal distribution (with PSD mean radius R and standard devia-
tion) was utilized because it allows a relative skewness of the distribution. It is important to point
out that under this scheme, there is no need of an additional regularization term for the PSD since
its representation in a parametrical family converges already to a stable solution. In the PBS, the
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Bayes theorem is applied in the form of Equation (4)

ﬂprior(P)”(ls/P)
m(le)

where mposterior (P) is the so-called posterior pdf, mwprior(P) is the prior pdf (which refers to the
parameters information previous to measurements), (I, /P) is the likelihood function and 7 (l.)
is the measurements pdf where |, corresponds to noisy scattered light intensities (simulated or
experimental) while P represents a vector of estimated parameters. When Vrij’s HS model is used
in the inversion stage, the vector of parameters is given by P = [R, o, n, C, K']. Where parameter
C appears as a result of considering that the ‘hard spheres’ radius can be modeled as proportional
to the particle radius by a proportionality factor named C; and parameter K’ is obtained as K’ =
1/K; since K’ appears as a proportionality factor between the scattered intensities and the DSCS
in the form of Equation (5):

ﬂposterior(P) = (P/l) = ) 4)

_ldy@ o d¥X@ -
'S(q)_E 1o =K o - K'D(@A(@ . 5)

When the LMA model is used instead, the corresponding parameter vector is given by P =
[R,o,p,K].

All prior information available before the SLS measurements is incorporated into mpyior (P).
In this work, NI and partially informative priors were used and statistical independence and
normality in informative priors are considered as it will be explained in the prior information
subsection inside the implementation section.

A simplified analytical expression can be derived for the likelihood function 7 (l./P) when
measurements are modeled as a discrete variable and noise as a normal random variable:

1

1
e exp{
V2" W[ 2

where 15(P) = [ls(qz, P)ls(02, P) - - - Is(qm, P)]", M is the number of measurements, W is the
inverse of the covariance matrix of the measurements and Is(q;, P) are SLS intensities generated
by the considered model according to Equations (3) and (A9)—(A14) or Equations (A1)-(A7) for
the LMA model and Vrij’s HS model, respectively.

It is important to explain a particular consideration involving Equation (6). At this point it
seems important to remark differences between treatments with Vrij’s HS model and the LMA
model. In cases where Vrij’s HS model has been used or when the LMA model has been used
where modeling errors can be neglected (i.e. low concentration or diluted or quasi-monodisperse
particle systems), light scattering measurements can be modeled as

7 (1,/P) = [, — LTI, — |S(P>]} , ©)

I () = 15(qi, P) + (@), (7

where 1I5(q;, P) is the scattered intensity generated according to the corresponding model, and
£(Q;) is a gaussian additive noise. However, when the LMA model is used and modeling errors
cannot be neglected, then we can approximate light scattering measurements as

1. (9) = 1s(@i, P) + E(q;, P) + &(a), (8)

where E(q;, P)corresponds now to the errors between LMA model and Vrij’s HS model once
again for some set of parameters P. This approach for the approximation error was introduced
in [17].
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Matrix W of Equation (6) must be estimated before solving the inverse problem for some pre-
viously obtained set of parameters P = Pq. If measurements are modeled as in Equation (7), W
should be estimated from the error between |, and 15(P) for P = Py. On the other side, if mea-
surements are modeled as in Equation (8), it is also necessary to add the errors between the LMA
and Vrij’s HS models taking a predefined set of parameters Py. In the developed implementation,
the predefined set Py used for the estimation of W was computed from a previously performed
deterministic least-squares estimation.

3.2 Non-parametric Bayesian scheme

The NPBS has only been developed for the LMA model since it requires an important amount of
computational resources and the use of the analytical Vrij’s HS model would imply an excessive
cost. In the NPBS scheme the corresponding weights to each particle size proportional to the PSD
are estimated. The global constant K is absorbed in these weights. The corresponding PSD can
be obtained from a simple normalization of these weights and it can be represented as a vector
f=1[f(Ry),f(R2),...,f(Rn)] where the respective particle system is composed of N different
sizes. It is convenient that, as it will be presented later, the total number of particles N is also
included in the estimation process. It can be noticed that the mathematical model described in
Equation (3) displays a linear relation between f (R) and Is(q) for a given value of parameter p,
which is limited to the interval [0,1]. Taking advantage of this situation, an alternative version of
Bayes theorem can be written as

7. /f,p)r(f/p)
[ w1 /f ) (f/p)df’

(/1. p) = 9)

where 7 (f/l, p) is the conditional pdf for the PSD given the measurements |, and the parameter
p and 7 (f/p) is the prior pdf for the PSD given the parameter p; 7 (l./f,p) is the likelihood
function which is similar to Equation (6) and the integral is a normalizing factor.

When no assumption on the shape of f (R) is considered, as in this case, an explicit regular-
ization is needed. This regularization is carried out by including in the prior pdf the so-called
smoothness condition defined as the following pdf:

1 1
ws(f) = exp (——yfTHTHf) , (10)
V2m)" 2

where N is the number of components of the discretized PSD, H is a regularization matrix and y
is an adjustable regularization parameter.

It is also worth to say that besides the regularization term, any additional prior information
related to the PSD statistical parameters can be included in 7z (f/p) as in the PBS. This will be
explained later in the implementation section of the NPBS when the form will be detailed.

Finally, an iterative Bayesian method (IBM) using the Bayes theorem in the form of
Equation (9) is proposed to solve the NPBS. It can be described in the following steps:

(1) Choose a value for the parameter p and a seed function for the PSD.

(2) Compute a value for y using some method such as generalized cross validation (GCV),
L-curve (LC) and the principle of discrepancy (PD).

(3) Estimate the pdf of f (R), applying MH algorithm in the form of Equation (9).

(4) Repeat the first three steps for the whole range of possible values of p.

(5) Select the pdf of f (R)with the maximum product.
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4. Implementation
4.1 MH algorithm

The PBS as well as the NBPS have been implemented using the MH algorithm; its choice is based
on the versatility shown in many applications. It also allows us to create a simplified program
with the assumed considerations. The goal of the MH algorithm is to build an adequate Markov
chain X which simulates a distribution that has a density 7 (P), defining a density g, (P2 /P®),
called candidate-generating density, between a state of the Markov chain at a time t (i.e. a value
of the set of parameters P() and the next one P*%, Then, the MH algorithm is defined by two
steps: a first step in which a proposed value is drawn from the candidate-generating density and
a second step in which the proposed value P* is accepted as the next iterate in the Markov chain
according to the probability apy (P*/P®) defined as

(11)

o (P/P) = min (ZELITEED 1),

(PO /1.)qr (PO /P*)’

If amn(P*/P®) > v, where v is a random variable of uniform distribution U [0,1], then the
drawn sample P™D is accepted and P* = P™D: if ayy(P*/PY) < v, PHD s rejected and
P* = PO, An important aspect of the algorithm is that the acceptance probability given by
amn(P*/P®) avoids the computation of 7 (l,). A detailed analysis of the MH algorithm can
be found elsewhere in the literature [6]. As it was mentioned before, a correct performance of the
MH algorithm requires an appropriate selection of its own parameters. Such parameters include
initial sample, acceptance ratio, candidate-generating density, total length of the Markov chain
and samples considered and discarded in this chain. For a full discussion on these parameters see
also [6].

Convergence tests have been performed for different initial samples in order to determine
whether differences between obtained chains are significant. These tests must determine also if
the influence of the initial samples is reduced as long as the chains grow. Furthermore, the MH
algorithm cannot warranty the solution when multiple local minima problems are present. An
alternative solution is to slightly modify the algorithm by including concepts from the simu-
lated annealing (SA) algorithm [11]. In this case the parameter iy (P*/P©) of Equation (11) is

changed to
oon o ([T P*/1) T ar(Pr/PY)
o (P/P) =i (| ZE | e ) (2

which accelerates, for convergence purposes, the achievement of the maximum of the distribu-
tion, that is, the MAP solution. After the MAP solution is reached using Equation (A9) when the
parameter vector P converges, a new application of the MH algorithm using Equation (A8) is
performed starting from this MAP solution for computing the respective confidence intervals.

Acceptance ratio is the percentage of times a new sample is accepted; so, if a too small value is
selected, then, the chain slowly covers (or even does not cover) the whole distribution. However,
choosing a too large value produces jumps very often. Best results in all cases showed that
acceptance ratio should be set between 0.23 and 0.33, in agreement with a previous work [10].

A candidate-generating density must also be specified, typically from a family of distributions
with tuning parameters such as scale and location. The corresponding implemented densities
will be detailed in the following subsections. Finally, the length of the generated chain must be
large enough to be a good approximation to the final distribution and first samples until reaching
stationary regime should be discarded. These specific aspects related to both schemes, PBS and
NPBS, will be discussed in the implementation sections of each developed scheme.
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4.2 Prior information

Selection of a prior distribution is a critical and controversial factor in the Bayesian approach and
depends on the state of knowledge at the time of measurements. In this work, we consider non-
informative priors and partially informative priors. We include in the partially informative prior
distributions based on alternative SEM experiments to study their effects on estimations. In this
context, SEM micrographs were obtained from experiments or simulations. SEM simulations
have been generated with a Monte Carlo routine. Corresponding prior densities for both types
of micrographs (simulated and experimental) for R and o were approximated to be normal-
shaped according to the large-sample confidence interval for a size of sample Ns > 30 [9]. As a
consequence of this, R has been described by a normal density where its mean corresponds to the
sample mean ug of the mean radius and its standard deviation is s/4/Ns where s is the sample
standard deviation of the PSD, which leads to

_ 1 1. Ne.
o ) = = oxp{ 3R — el R~ . 3

In a similar manner, o can be described by
1 1 12N
i = — ——[o — ol =10 — uolt, 14
Tprior (0°) V2r) EXp{ 2[0 Mol 2 [o—n ]} (14)

where i, is the sample mean of the PSD standard deviation.

The prior information used for the other involved parameters will be detailed in the next sec-
tions for each developed scheme. In all cases we have made the assumption that priors for each
parameter are statistically independent.

4.3 Parametric Bayesian scheme

Implementation of the PBS in the MH algorithm is a straightforward task once all the MH
parameters are selected. As it was specified in the general description of the implementation,
a modification of the algorithm as expressed by Equation (12) was necessary in order to improve
convergence to the MAP and avoid local minima. myrior (P) has been built as an independent com-
bination of priors for each parameter. For both models prior information about PSD statistical
parameters is presented as the normal densities of Equations (13) and (14). In addition to this,
in Vrij’s HS model, parameter » has uniform distribution in the range [0,1] according to all pos-
sible values, while parameter C has been chosen to follow an uniform distribution in the range
[1,3], based on its physical meaning and according to some previous experimental results, and
parameter K’ has a NI prior. On the other side, in the LMA model, parameter p has a uniform
distribution in the range [0,1] and K has a NI prior. The candidate-generating density follows an
independent generation for parameters R and o, while the so-called random walk was chosen for
the rest of the parameters in each model. After studying simulated examples we conclude that
around 20,000 samples must be taken to reach the stationary regime and that the length of the
chain which is created to build the final distribution must be of the order of 50,000 samples.

4.4 Non-parametric Bayesian scheme

In general, in the studied examples the NPBS has shown worse convergence problems than the
PBS because of the large quantity of variables involved in the iteration process. This situation
requires the use of the SA algorithm as explained before, where in this case Equation (12) takes
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the following form:

* t * /()
n(f /Is,p)} gr (F* /1) 1) (15)

m(©/1:,p) | qr®@ /)’

The prior density involved in the NBPS, = (f/p), can be expressed just as the smoothness
condition, m5(f), when no prior information is included, and as a product of 75(f) and the priors
for mean radius nprio,(F_i) and for PSD standard deviation mprior(0') When information from the
micrographs is used. The computation of these two last densities nprior(l-:%) and rprior (o) for every
PSD computed at each iteration in the IBM is performed using the corresponding number density,
since

amp (F* /Y)Y = min ([

N
R= Z NSORY, (16)
N k=1
1 1/2
=2
[N NSORY —R) } : (17)

The candidate-generating density used in the NBPS was the random walk. However, this
method of generation of samples limits the number of variables as it will be discussed in the next
paragraph. Final distributions obtained from simulated examples were generated from 100,000
samples after reaching the stationary regime.

The NPBS has some other aspects which make its implementation more complicated. These
include discretization of the PSD, selection of the regularization matrix H and selection of a
method for computing the regularization parameter y. The random walk process was used to
generate the samples of the chain. In this process, each candidate is generated changing one
parameter at a time. However, even when the implementation of this method is very simple, it has
performance and convergence problems when there is a large number of components of the PSD.
Thus, a maximum number of around 40 points for the PSD were considered to make the problem
tractable. A few traditional regularization matrices were studied including the identity matrix,
and first and second derivative matrices. Best results in simulations were obtained for the second
derivative matrix. The computation of the regularization parameter was an important point to
analyze since it has a great influence on the computed solution. In this work three methods were
analyzed: GCV, LC and PD. It has been shown that GCV usually produces data overfitting [36]
and hence it may have a bad performance on systems were modeling errors are important. LC, on
the other hand, produces an over-regularization of the solution loosing a good part of information
provided by the data. Finally, PD seemed to bring an intermediate solution. This method requires
an estimation of the noise level which has to be according to the modeling of measurements
proposed in Equations (7) and (8).

5. Examples, resultsand discussion

We have selected three simulated examples of particle systems described exactly by a log-normal
distribution where all measurements were generated using Vrij’s HS model. The first example
has been analyzed with the PBS using Vrij’s HS model and the two last examples have been
analyzed with both schemes using the LMA model. The first example (Example 1) corresponds
to a concentrate particle system with parameters R = 0.35um, ¢ = 0.1um, n =0.1,C = 1.8
and K’ = 1. The second example (Example 2) corresponds to a sample with a PSD having R =
0.2u, 0 =0.02¢, n =0.01, C =1 and K’ = 1. The third example (Example 3) corresponds
to a sample with a PSD of R = 0.35x and o = 0.10u, n = 0.03 and once again C = 1 and



Downloaded by [200.0.183.44] at 09:29 25 February 2015

1004 FA. Otero et al.

K’ = 1. Three corresponding SEM micrographs of 50, 100 and 40 particles where simulated for
Examples 1-3, respectively.

We also have analyzed two experimental examples. Experimental examples were taken from
a previously reported publication [30]. In this work, blends of polyisobutilene (PIB) labeled
PIB5 and PIB025 in isobornyl methacrylate (IBoMA) were reacted until vitrification. The blends
contained 50% of PIB025 (50P1B025) and 30% of PIB5 (30PIB5). During reaction, the PIB is
phase separated forming micron-sized particles. Thus, the resulting final sample is made of poly-
mer particles embedded in the solid polymer matrix. Refractive indices were 1.51 for PIB5 and
P1B025 and 1.48 for the IBOMA. SLS measurements were performed using a flat cell light scat-
tering apparatus which consists of a linear array of photodiodes that detects the light scattered by
a thin sample illuminated by a 17 mW He—Ne laser with random polarization. SEM micrographs
were obtained using a Jeol JSM 6460 LV device and they can be seen in Figure 1(a) and 1(b).
The example 30P1B5 was used with Vrij’s HS model using the PBS, while the example 50P1B25
was used with the LMA model using both schemes.

Corresponding results are presented from Tables 1-6 and from Figures 2-10. We include only
the results of the parameters of interest (R, o and eventually ) and the corresponding 95%
confidence intervals for the simulated SEM micrographs and for the chains obtained using both a
NI prior and SEM micrograph information as discussed in the previous section. We also compute
the median and the MAP solution. In the presented figures, with the exception of Figure 8 in

Table 1. Results for Example 1 (R = 0.35x and o = 0.1u, n = 0.1, Ng = 50) using the PBS.

SEM SLS (NI prior) SLS (SEM prior)

Mean radius 95% C.I. [0.3331-0.3857] [0.3031-0.3757] [0.3280-0.3802]
Median 0.3397 0.3535
MAP 0.3402 0.3422

PSD std. deviation 95% C.I. [0.0762-0.1134] [0.0831-0.1125] [0.0890-0.1066]
Median 0.0978 0.0980
MAP 0.0971 0.0988

Volume fraction 95% C.I. [0.0761-0.1055] [0.0923-0.1045]
Median 0.0908 0.0973
MAP 0.0911 0.0932

Table 2. Results for Example 2 (R = 0.2x and ¢ = 0.021, n = 0.01, Ng = 100) using the PBS and NPBS.

SEM SLS (NI prior) SLS (SEM prior)

PBS

Mean radius 95% C.I. [0.2004-0.2106] [0.1875-0.2083] [0.1941-0.2019]
Median 0.1976 0.1978
MAP 0.1984 0.1981

PSD std. deviation 95% C.I. [0.0183-0.0285] [0.0121-0.0243] [0.0167-0.0225]
Median 0.0183 0.0196
MAP 0.0174 0.0204

NPBS

Mean radius 95% C.I. [0.2004-0.2106] [0.1856-0.2138] [0.1956-0.2079]
Median 0.1972 0.1997
MAP 0.1840 0.2040

PSD std. deviation 95% C.I. [0.0183-0.0285] [0.0129-0.0340] [0.0158-0.0288]
Median 0.0208 0.0194
MAP 0.0238 0.0269
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which we have used the MAP values of the parameters, and to improve visualization we only
have included PSDs and data fitting computed from the medians of the parameters.

The discussion may start with the analysis of the chosen implementation of the priors. This
problem has been solved using NI priors and partially informative priors; in this last case we have
specified informative priors on the parameters of interest and NI priors on the nuisance parame-
ters. We have selected normal priors for R and o mainly as we have mentioned before, with the
purpose of simplifying the implementation. Nevertheless, this selection of informative priors has
robustness problems. In fact, the price to be paid for utilization of inherently robust procedures
is computational [3]. As Berger pointed out in [3], standard choices such as the normal prior can
lead to the non-robust design in several ways: models can be very sensitive to outliers in the data

Table 3. Results for Example 3 (R = 0.35u and ¢ = 0.1, n = 0.03, Ns = 40) using the PBS and NPBS.

SEM SLS (NI prior) SLS (SEM prior)
PBS
Mean radius 95% C.I. [0.3111-0.3805] [0.3377-0.4019] [0.3121-0.3749]
Median 0.3699 0.3439
MAP 0.3705 0.3636
PSD std. deviation 95% C.I. [0.0874-0.1364] [0.0665-0.1049] [0.0843-0.1027]
Median 0.0857 0.0941
MAP 0.0855 0.0853
NPBS
Mean radius 95% C.I. [0.3111-0.3805] [0.3471-0.4291] [0.3357-0.3655]
Median 0.3869 0.3496
MAP 0.4027 0.3425
PSD std. deviation 95% C.1. [0.0874-0.1364] [0.1034-0.1300] [0.0965-0.1149]
Median 0.1168 0.1050
MAP 0.1159 0.1013
Table 4. Multiple minima found in 30PIB5 using deterministic MLE.
R o n C K’ Residue
0.2702 0.0622 0.0152 1.84 19.04 0.072
0.2037 0.0788 0.0933 3.24 8.42 0.073
0.3071 0.045 0.0125 1.82 20.14 0.074
0.2318 0.0948 0.2441 2.26 5.25 0.074

Table 5. Results for 30PIB5 using the PBS.

SEM SLS (NI prior) SLS (SEM prior)

Mean radius 95% C.I. [0.1980-0.2220] [0.1934-0.3470] [0.1978-0.2218]
Median 0.2654 0.2099
MAP 0.2702 0.2133

PSD std. deviation 95% C.I. [0.0456-0.0624] [0.0295-0.0949] [0.0489-0.0693]
Median 0.0643 0.0593
MAP 0.0622 0.0703

Volume fraction 95% C.I. [0.0054-0.0212] [0.0076-0.0177]
Median 0.0134 0.0106
MAP 0.0152 0.0142
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Table 6. Results for 50P1B25 using the PBS and NPBS.

SEM SLS (NI prior) SLS (SEM prior)
PBS
Mean radius 95% C.1. [0.2035-0.2565] [0.2066-0.4587] [0.2047-0.2576]
Median 0.2876 0.2301
MAP 0.3263 0.2734
PSD Std. deviation 95% C.I. [0.1039-0.1420] [0.0871-0.1912] [0.1030-0.1298]
Median 0.1372 0.1173
MAP 0.1390 0.1161
NPBS
Mean radius 95% C.I. [0.2035-0.2565] [0.2168-0.4006] [0.2254-0.2410]
Median 0.3293 0.2350
MAP 0.3293 0.2378
PSD Std. deviation 95% C.I. [0.1039-0.1420] [0.0963-0.1737] [0.1070-0.1268]
Median 0.1438 0.1173
MAP 0.1430 0.1161
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Figure 2. (a) Retrieved PSDs for Example 1 using the PBS and the parameters medians: actual PSD, full
line; PSD from SEM simulations, plot bars; PSD from SLS with NI prior, dashed line; and PSD from SLS
with SEM prior, dotted line. (b) SLS model fitting to simulated measurements for Example 1 using the
PBS and the parameters medians: simulated measurements, unfilled squares; model fitting with a NI prior,
dashed line; and model fitting with SEM prior, full line.

(this effect will be seen in some results) and conjugate priors can have a pronounced effect on
the answers even if data are in conflict with the specified prior information. However, this last is
not always a problem, in fact in this work this situation is preferred when the LMA model has
been used and modeling errors are significant or when noise in measurements is really impor-
tant. In this case, when data are being analyzed with an approximate model or prior information
is sufficiently strong compared with measurement errors, data fitting does not play the main role
in the inverse problem solution.
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Figure 3. (a) Retrieved PSDs for Example 2 using the PBS and the parameters medians: actual PSD, full
line; PSD from SEM simulations, plot bars; PSD from SLS with NI prior, dashed line; and PSD from SLS
with SEM prior, dotted line. (b) SLS model fitting to simulated measurements for Example 2 using the
PBS and the parameters medians: simulated measurements, unfilled squares; model fitting with a NI prior,
dashed line; and model fitting with SEM prior, full line.
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Figure 4. (a) Retrieved PSDs for Example 2 using the NPBS and the PSDs ordinate medians: actual PSD,
full line; PSD from SEM simulations, plot bars; PSD from SLS with NI prior, dashed line; and PSD from
SLS with SEM prior, dotted line. (b) SLS model fitting to simulated measurements for Example 2 using the
NPBS and the PSDs ordinate medians: simulated measurements, unfilled squares; model fitting with a NI
prior, dashed line; and model fitting with SEM prior, full line.
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Figure 5. (a) Retrieved PSDs for Example 3 using the PBS and the parameters medians: actual PSD, full
line; PSD from SEM simulations, plot bars; PSD from SLS with NI prior, dashed line; and PSD from SLS
with SEM prior, dotted line. (b) SLS model fitting to simulated measurements for Example 3 using the
PBS and the parameters medians: simulated measurements, unfilled squares; model fitting with a NI prior,

dashed line; and model fitting with SEM prior, full line.
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Figure 6. (a) Retrieved PSDs for Example 3 using the NPBS and the PSDs ordinate medians: actual PSD,
full line; PSD from SEM simulations, plot bars; PSD from SLS with NI prior, dashed line; and PSD from
SLS with SEM prior, dotted line. (b) SLS model fitting to simulated measurements for Example 3 using the
NPBS and the PSDs ordinate medians: simulated measurements, unfilled squares; model fitting with a NI
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prior, dashed line; and model fitting with SEM prior, full line.
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Figure 7. (a) Retrieved PSDs for Experimental Example 30PIB5 using the PBS and the parameters medians:
PSD from SEM measurements, plot bars; PSD from SLS with NI prior, dashed line; and PSD from SLS
with SEM prior, full line. (b) SLS model fitting to measurements for Experimental Example 30PIB5 using

the PBS and the parameters medians: SLS measurements, unfilled squares; model fitting with a NI prior,
dashed line; and model fitting with SEM prior, full line.
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Figure 8. (a) Retrieved PSDs for Experimental Example 30PIB5 using the PBS and the parameters MAPSs:
PSD from SEM measurements, plot bars; PSD from SLS with NI prior, dashed line; and PSD from SLS
with SEM prior, full line. (b) SLS model fitting to measurements for Experimental Example 30PIB5 using

the PBS and the parameters MAPs: SLS measurements, unfilled squares; model fitting with a NI prior,
dashed line; and model fitting with SEM prior, full line.
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Figure 9. (a) Retrieved PSDs for Experimental Example 50PIB25 using the PBS and the parameters medi-
ans: PSD from SEM measurements, plot bars; PSD from SLS with NI prior, dashed line; and PSD from
SLS with SEM prior, full line. (b) SLS model fitting to measurements for Experimental Example 30PIB5
using the PBS and the parameters medians: SLS measurements, unfilled squares; model fitting with a NI
prior, dashed line; and model fitting with SEM prior, full line.
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Figure 10. (a) Retrieved PSDs for Experimental Example 50P1B25 using the NPBS the PSDs ordinate
medians: PSD from SEM measurements, plot bars; PSD from SLS with NI prior, dashed line; and PSD
from SLS with SEM prior, full line. (b) SLS model fitting to measurements for Experimental Example
30PIB5 using the PBS and the PSDs ordinate medians: SLS measurements, unfilled squares; model fitting
with a NI prior, dashed line; and model fitting with SEM prior, full line.
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Example 1 corresponds to a concentrated and polydisperse system analyzed with Vrij’s HS
model. Results from applying the PBS appear in Table 1. In this table, it may be seen how
including a prior information from SEM slightly improve the predicted confidence interval in
the parameter o and how barely more accurate estimations are obtained using SEM priors for
the computed median as well as for the MAP solution. This improvement is in this case, not
particularly remarkable in the PSD retrieval as can also be seen in Figure 2. In this figure, it may
also be observed that differences between data fitting using a NI prior and a partially informative
prior are not significant.

Example 2 corresponds to a narrow PSD where SLS modeling errors can be neglected and
both techniques, SLS and SEM, obtain good results. For this example it can also be seen in
Table 2 how more accurate are estimations of both statistical parameters of the PSD and how
combining prior SEM information with the SLS measurements reduces the 95% confidence
interval with respect to the Bayesian approach with a NI prior. It can also be observed how
biased information from the prior SEM, which has the true mean radius value (0.20u) out of the
95% confidence interval, is improved in the corresponding posterior confidence intervals after
applying both Bayesian schemes, even when no greater precision is achieved in this case.

Corresponding results from retrieved PSDs and histograms from the micrographs are shown
in Figures 3(a) and 4(a) while Figures 3(b) and 4(b) show a bigger discrepancy in the data fitting
than the one observed in Example 1.

Example 3 corresponds to a wider PSD with a more vague SEM prior information and
considerable SLS modeling errors. Results of combining both techniques show in addition to
Example 1, a remarkable improvement in the resulting confidence interval for the PSD standard
deviation o and also for the mean radius R obtained in the NPBS. In this case, biased estima-
tions, a consequence from the use of an approximate model when a NI prior has been used,
are considerably improved using prior information as it can be seen when comparing the corre-
sponding estimated medians and MAP solutions in Table 3. While improvement in the estimated
medians may be clearly seen in Figure 5(a), no significant differences in data fitting are observed
in Figure 5(b). Significant differences between using a NI prior and SEM information can be
seen using the NPBS in Figure 6(a) with a respective difference in the data fitting observed in
Figure 6(b).

When analyzing experimental cases, the example 30PIB5 shows an important issue observed
in Vrij’s HS model, which is the appearance of multiple local minima with a very similar value
of residue. This can be observed in Table 4 when a deterministic MLE approach has been per-
formed. Multiple local minima are the result of a high correlation between some of the model
parameters. It has also been seen that the global character of a minimum cannot be guaranteed in
the experiments when no additional information is included. As a proof of this behavior, Monte
Carlo simulations of noisy measurements from known model parameters have shown that global
minima and local minima can change from a simulated experiment to another. This exchange
between locality and globality has been also observed when addressing a model error, specifically
by modifying the relation between particle radii and ‘hard sphere’ radii as Rfé) = (C+ AC)R®
when AC is a normal random variable of zero mean and standard deviation of 0.01. Applying the
PBS in this example with a NI prior takes into account such uncertainty with a large confidence
interval including all the local minima. As an alternative to this issue, the inclusion of parameter
information in a statistical manner solves the problem in a similar way to that of a constrained
optimization, but in a more flexible performance allowing a direct calculus of the confidence
intervals. In this case, as expected, results of statistical parameters of the PSD are close to those
from the SEM micrograph, considering that SLS measurements are particularly noisy and the
prior information term is stronger than the likelihood function. In fact no particular improvement
in the confidence interval has been made. Corresponding medians for the obtained PSDs can be
seen in Figure 7(a). It is interesting to notice in this example how this influence from the prior is
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clearly showed in the median which has not a good fitting to the experimental measurements in
Figure 7(b). However, taking the MAP solution instead improves remarkably the data fitting as
it can be seen in Figure 8(b) while it still conserves much influence from the prior as it can be
observed in Figure 8(a). The MAP solution shows a greater difference with respect to the prior
SEM information. This is reflected in its estimated value of the PSD standard deviation which
falls out of the 95% confidence interval. This situation is a consequence of choosing a prior in
conflict with the scattered intensity measurements. The considerable improvement in data fitting
using the MAP solution (when the used model is more accurate) may lead to a preference of
this solution over the median, however this is not always the case as we have seen before in
Example 1. In general, the MAP solution is only a ‘good’ estimate to pick up the best value
without caring how far of the confidence interval it is. The posterior median, on the other side,
penalizes in a proportional manner to the distance to the ‘true’ value. In this problematic case,
an alternative procedure, for instance changing the shape of the prior for a type more robust or
achieving additional information, can be useful to solve this difficulty.

Finally, we consider a last experimental example (50P1B25) which was solved using the LMA
model and both schemes. In this case, using prior information from SEM micrographs only
shows some improvement in confidence intervals for the parameter o, when once again the prior
has a stronger influence than the likelihood function as it can be seen in Table 6 and also in
Figure 9(a). In this case, important differences between median and MAP solutions are observed
when the PBS has been used with both a NI prior and SEM information. The sum of model error,
noisy data and a conflictive prior (in the case this one has been utilized) leads to a poor fitting in
Figure 9(b). However, when the NPBS has been performed, results of the MAP solution and the
median are very similar and data fitting is acceptable as it can be observed in Figure 10(b). The
considerable improvements in the 95% confidence interval are shown in Table 6 and once again
using a partially informative prior produces a retrieved PSD very similar to the SEM which is
presented in Figure 10(a).

6. Conclusions

We have developed two Bayesian schemes for solving an inverse problem in SLS, a PBS and an
NPBS both implemented through the MH algorithm. In this work we have shown the potentials
of the Bayesian approach within the framework of these two proposed schemes in the studied
problem and also have presented some limitations found in the development of the methodol-
ogy. The Bayesian approach may improve estimations combining deductive and inductive logic,
specially in cases where informative priors are used to complete the uncertainty in the likelihood
function and weights of both prior and likelihood are similar (as was detailed when discussing
results from Example 3). An application of the method was also presented in terms of decreas-
ing the effect of multiple minima, reducing in this form the estimated confidence intervals when
using informative priors on the parameters of interest (as was described in the experimental
example 30PIB5). The use of an approximate model using the Bayesian approach made possible
a simplified treatment of modeling errors in both schemes with a very simple implementation in
practice.

However, some limitations have been also found. A considerable difficulty appears when the
term of prior information is much stronger than the likelihood function. In those cases, apply-
ing the Bayesian approach (especially when priors are normal shaped and conflicted with data)
may result in controversial estimations, for instance, median and MAP solutions may result quite
different, this last solution even out of the 95% confidence interval (as it has been seen in the
example 30PIB5). In those cases, some limitations of the performed implementation using the
MH algorithm may also be mentioned, related to many involved factors. While the PBS has a
straightforward implementation, the NPBS has many significant issues, such as the tuning of
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parameters some of them proper to the MH algorithm (such as the candidate-generating den-
sity) and some other parameters proper to the scheme such as the selection of the regularization
matrix and the regularization parameter. Another difficulty involving the implementation, specif-
ically the selection of normal prior densities on the parameters of interest, leads to failures of
robustness, which can be improved by changing the shape of the priors, as it has been discussed
before. It is also important to notice that the chosen implementation using Markov Chain Monte
Carlo methods (in this specific case, through the MH algorithm) is not essential to the devel-
oped schemes and therefore it can be changed. In fact, when working with normal distributions,
the optimal estimation method (OEM) can be used instead [26]. The OEM is also based on the
Bayes theorem and searches to transform the mathematical model into a conditional probabil-
ity and model parameters and measurements into probability distributions by assuming normal
statistics and empirically determined covariance matrices. However, OEM has its own issues too.
In the two proposed schemes OEM has to consider a nonlinear problem in the PBS and a linear
problem which has to be iteratively solved with a cost function hard to build in the NPBS.
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Appendix 1. Vrij’sHS model

Vrij’s HS model gives an analytic formula for the DSCS per unit volume for a mixture of spherical particles of different
sizes, which is expressed as:

dy (@ _ —1
i D@A@™, (A1)

where the expressions for the computation of D(g) and A(qg) can be obtained using Equations (A2)—(A8)

—%(1 —(@*)*D(@) = (b@AT1T] + (A ToT5 + 9(d*y?)TsT3
+ (b@d3P) (T1TF + T§T2) + 3(b(@d?y) (T T3 + T5Ts)
+3(d%py)(ToTS + T5Ta) (A2)

and

1
A(Q) = ————— (FuF2 — FioFa1) (Ff1 F5, — FihF5) (A3)
1 - (d3)*
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with

T1(q) = F11F12 — F12F21

T2(q) = Fa (db(q) €™) — Frz(b(q) €™) (A4)
Ta(q) = F12(b(q) ™) — Fa1 (db(q) e™),

Fi(Q) =1— (d3) + (d%pe¥)

Fi2(q) = (d*¢e’™) (A5)
Fao(q) = 1 — (d*) + 3(d®y %)

Far(@) = 3 (1 — (d%))ig — 3(d?) + 3(d®y ™)

d = 2Ry
X = dRps

sin X
V= (A6)

3 .
¢ = F(sz — X cos X),

4 3 .
b(q) = Ap (§R3> [(qR)B' (singR — gRcos qR)] : (A7)
The used brackets indicate in the general case that
LN
(Arhg--An) =5 > NIALAK ... AW,
k=1

where Aj(k) is the value of the function A; evaluated for the kth particle, with N,Sk) as the number of particles per unit
volume of particles of kth size; N is the number of different sizes in the sample; Ap is the difference of length scattering
densities between medium and particles. On the other side, R® and RS;), make reference, respectively, to the radii of the
particles and to the radii of the “hard spheres’ both corresponding to the kth size, with R®) < RH?. This last consideration
is due to the nature of Vrij’s HS model which states that interaction between particles is given by spheres of greater size,
that is, the ‘hard spheres’. Physically, the radii of both particles and ‘hard spheres’ can be related in two main forms:
Rf]';) = CR® and Rr(]ks) =R® 4+ AR. It seems important to remark that for computation of the so-called form factor b(q)
the true radii of the different particles is used as it can be seen in Equation (9). Finally, the so-called volume fraction of
the particles can be calculated according to Equation (10):

4 O 3
=5 NSO RM)”, (A8)
k=1
In a similar manner, 75, the volume fraction of the ‘hard spheres’ can be obtained replacing R® by Rﬁ? in Equation (10).
Appendix 2. Local monodisper se approximation
Expressions for F(g, R) and S(p, g, R) used in Equation (3) are displayed below:
1R 1 .
F(,R) = a/ rsin(gr) dr = q—a[sm(qR) — gRcos(gR)], (A9)
0
) )
S(p,q,R) "t =1—24p [% cos(u) — % sin(u)

2 66 2 245 . 245
- % u—f + 5 Sin() + ~¢~[cos(u) — 1]] , (A10)
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where
(1+2p)?
o = 7
1-p
(1+p/2)?
B=—6p— ",
1-p*
_ p(1+2p)?
C21-p*’
u=2qR.

(Al1)

(A12)

(A13)

(A14)



	1 Introduction
	2 The inverse problem of estimating the PSD using SLS
	2.1 General description
	2.2 SLS models

	3 Description of the developed Bayesian schemes
	3.1 Parametric Bayesian scheme
	3.2 Non-parametric Bayesian scheme

	4 Implementation
	4.1 MH algorithm
	4.2 Prior information
	4.3 Parametric Bayesian scheme
	4.4 Non-parametric Bayesian scheme

	5 Examples, results and discussion
	6 Conclusions
	Disclosure statement
	References

