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Abstract

Isotopic measurements of N,O contain valuable information about its production and consump-
tion pathways, whose rigorous understanding could shed light on currently poorly understood
processes, such as the recent acceleration of N>O build-up in the atmosphere and its connection
to anthropogenic activities. Contributions to isotopic mixtures can be quantified by solving
systems of mixing equations, although this introduces mathematical constraints and complicates
handling uncertainties. Bayesian hierarchical models combine the use of expert information
with measured data and a mathematical mixing model while considering and updating the uncer-
tainties involved. Models specialized to solve mixing problems are known as Bayesian mixing
models and have already been successful in generating insights from isotopic data in many dif-
ferent contexts. However, data analysis of N>O production and consumption pathways requires
managing time series data and simultaneous estimation of endmember fractionation, which has
not been combined in a modeling approach before.

In total, four different model classes are presented in this thesis: independent time step models,
Gaussian process priors on measurements, Dirichlet-Gaussian process priors, and generalized
linear models with spline bases. All four have been extensively tested in different variations and
for a multitude of scenarios. Dirichlet-Gaussian process prior models have been found to be
most reliable, allowing for simultaneous estimation of hyperparameters via Bayesian hierarchical
modeling. Generalized linear models with spline bases seem promising as well, especially for
fractionation estimation, although the robustness to real datasets is difficult to assess given their
high flexibility. Additional experiments concluded that model performance of all classes could
greatly be increased by reducing uncertainty in input data, whereas the addition of more isotopic
measurements yielded a comparatively small benefit.

The TimeFRAME package available in R was implemented to distribute these models using Stan
for parameter estimation in addition to supplementary functions re-implementing some of the
surveyed isotope analysis techniques.
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Chapter 1

Introduction

1.1. Background

Analysis of isotopic signatures is extensively used in geosciences and ecology as a way of
studying mixing processes that are di cult or impossible to measure directly. Notable examples
include the study of water contamination [1], animal diet composifion [2] and most importantly
for this thesis the quanti cation of nitrogen pathways [3], [4].

Isotopic signature measurements of nitrous oxMgX) have been shown to be useful for the
understanding of its production and consumption pathways. Moreover, the analysis techniques
used are applicable to many di erent research questions involving isotopid datal [5], [6]. Nitrous
oxide is a naturally occurring gas that is primarily produced by microbes in soil and water. It
appears as a side-product as well as an intermediary in the series of processes constituting the
nitrogen cycle. This cycle, and thus by proxy the productidd D, is impacted by anthropogenic
activities such as fertilization [7]. However, the acceleration of its emission rate in the past few
decades cannot be explained by rising fertilizer use alone, but could follow from the greater
impact of climate changé [[8] or redistribution of nitrogen inputs [4]. This is critical shkig@
acts as a strong greenhouse gas and ozone depletant in the atmdsphere [9], [10]. Quanti cation
of individual production and consumption pathways despite complex interactions of numerous
biotic and abiotic processes can be helpful to gain a better understanding of the causes and
preventative measures regarding this development.

1.1.1. Nitrogen Cycle

The nitrogen cycle is commonly split into two main pathwaétri cation is the oxidation of
ammonium NH,: ) to nitrite (NO, ) and later nitrateN O3 ) performed by bacteria and other
microorganisms| [11]. It produces nitrous oxidé,Q) as a side-product and has generally a
low throughput compared to the rest of the nitrogen cydenitri cation is a process in the
opposing direction, namely the reduction of nitrate to elemental nitroenhaving nitrous
oxide as the penultimate intermediate. A multitude of organisms can be identi ed to participate
in the denitri cation process, since it can serve as a source of energy for them [12]. Both
pathways are ampli ed when fertilization increases the available nitrogen in soil.

The di erent main pathways and even di erent mechanisms facilitating each individual path-
way have distinct reaction properties which can be measured and compared using the isotopic
signature of the corresponding product. This allows one to distinguish among them and even
qguantify individual contributions given su cient measurement accuracy and advanced calcula-
tion methods.



1. Introduction

Figure 1.1.: Graphical illustration of the di erent stages in the nitrogen cycle. Importantly,
nitrous oxide is produced via two main pathways, namely nitri cation (Ni) and
bacterial denitri cation (bD). Both nitrous oxide and elemental nitrogen are typically
in exchange with the atmosphere making this a partially open system.

1.1.2. Isotopic Signatures

Chemical elements are determined by the proton count in the nucleus of the atom. Isotopes are
variations of the same element with a di erent number of neutrons, which are neutral particles
also found within the nucleus. Molecules that di er in the isotopic composition of their atoms
but are otherwise identical are known as isotopocules. They have almost identical chemical
properties but vary slightly in their mass, which can have an impact on the rate of reactions.
Nitrous oxide consists of nitrogen with its most abundant isotope having a total of 14 nucleons
14N and oxygen with the most common nucleon count being 16 thus denotfi@ iTheir second
most frequently occurring isotopes af with a natural abundance of 0.36% alf® with an
abundance of 0.2% [13]. Possible substitutions of the most abundant nitrous oxide isotopocule
N N €0 are thus central nitrogen substitutiéfN >N €0 known asU-con guration,
terminal nitrogen substitutiot™N 1“N 180 known asV-con guration and oxygen substitution
YN N 0. Multiple substitutions, known as clumped isotopes, are simultaneously possible,
but given the low abundance of either heavy isotope they are exceptionally rare.
Example measurements of the isotopic signature of nitrous oxide would be the presence of
nitrogen substitution!°N, the presence of oxygen substitutifO and the di erence between
the U andV position known as site preferend&NSP. Depending on the source and particular
reaction, a given substance such as nitrous oxide shows a characteristic isotopic signature and
hence acts as a natural tracer for the speci ¢ source and mechanism.
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1.2. Previous Work

Isotopic measurements have been used for various studies of nitrogen pathways, whether it be the
main cycle of nitri cation and denitri cation or alternative processes that exist in conjunction with
them. Typically, the endmember isotopic signature is partitioned into the di erent sources and
pathways by constructing a linear system of equations and solving for the source contributions.
This technique is known as isotopic mapping [14], [15]. Analysis using statistical frameworks
provides an alternative that is much more open to di erent measurement designs and can put
produced estimates in context of the associated uncertainties [16].

Since it has been usual to measure only two types of isotopic measurements for nitrous oxide
in the past, linear isotope mapping has been straightforward to compute and simple enough to
extend with rudimentary ways of handling uncertainty. With the recent possibility of measuring
more than two isotopic properties of the nitrous oxide molecule, more sophisticated methods
could be developed and applied. TBI2IM model [17] uses all three above mentioned isotopic
measurement9®N, XNSP as well asX*®0, and places them in a Bayesian framework to
account for mixing of multiple sources as well as the further reduction to elemental nitrogen
under uncertainty.

The recently publisheBRAME model [18] provides a Bayesian framework for a wide range
of isotopic measurements with di erent cases of production and consumption pathways and is
accompanied by a graphical interface implemented in Python [19]. It casts a wide net in terms
of the problems it can address by allowing arbitrary mixing equations augmented with auxiliary
variables to model the measurements of the endmember as the combination of many di erent
contributing processes.

1.3. Aim and Motivation

Although at the present time there exist models with implementations that deal with isotopic
measurements for the purpose of estimating source contributions [17], [18], [20] [22], they
appear to be tailored toward isotopic problems that do not deal with fractionation or have no
straightforward way of bene ting from time series information.

The goal of this thesis is thus to provide a statistical framework as well as a corresponding
implementation that can be used to quantitatively analyze isotopic mixtures over time. In
particular, the objective is to improve and extend existing Bayesian models to deal with multiple
isotopic measurements in the presence of fractionation and to meaningfully incorporate time
series information. Models shall be compared in terms of accuracy of estimates as well as time
series properties such as the rate of change on simulated data sets.



Chapter 2

Theory

2.1. Stable Isotope Mixing

In order to study and quantify di erent sources and pathways of a particular chemical species,
stable isotope measurements can be used as indicators. Fundamental notation as well as some
calculations shall be established in the following section based on Hayes [23].

In the most general case the measurements yield concentrations for the isotope of interest
denoted by against the concentration of the most abundant, lighter reference isogoer
instance in nitrogen pathway analysis the presence of the héahiés measured in contrast to
the most abundant stable isotof&l. Calculations are then based on thetope ratiode ned
by the ratio of concentrations.

= — (2.1)
0

As is the case for the vast majority of isotopic analyses of light elements it can be assumed
that the most abundant isotope has a much higher concentrajion  and therefore the
isotope ratio is small. For the purpose of calibration to an international standard scale a di erent
notation is commonly used, where the isotope ratio is expressed relative to a standardized ratio
' gcadesignated and agreed upon on a case by case basis [24]. Nitrogen is standardized using
the isotopic ratio of elementary nitrogen in air (N2-AIR).

X=— 1 (2.2)
BC3

Additionally, the values are typically expressed in permdill)(to make them more readable and
usable. Inthis delta notation the isotope of interest is appended to the symbol to uniquely identify
the measurement that is being made. In the case of nitrogen the bulk isotope measurement is
therefore denoted byto# .

Isotopic mixing calculations are used when the measured species is known to be the mixture
of two or more sources with di erent isotopic compositions. The sources shall be enumerated
by : = 1-+«««— with each having concentration and thus;isotope ratib.. Given that the
sources are mixed with molar proportiofs-+++— Shaving ._; 5 = 1, the mass balance
equation for the mixture can be derived in terms of the concentration values by normalizing with
the total sum of constituents.

0 .
= 2 (2.3)
0. o= 0=
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One can easily see that using the assumption of a very Ifirge light isotope concentgation
the balance equation holds for the isotope ratios as'well ._, 5' . and furthermore, using
the assumption that the ratios do not deviate much from the standard gafipthe equation

even holds approximately for delta values wih= Tca 1

O
X SR (2.4)
=1

2.1.1. Fractionation E ects

One might want to take into account that a source in this case is not simply a collection of
pre-existing product, but a substrate that undergoes a chemical reaction to become said product.
Even if the original isotopic ratio of the source substrate corresponding to sousagiven by
'~ the immediate products of the reaction are not necessarily isotopically identical. For instance
the isotopic signature of nitrite in soil will be di erent from nitrous oxide purely produced from
denitri cation. This is due to the fact that chemical reactions do not preserve the isotopic ratios,
but they generally favor certain isotopes and thereby introduce a so fraldidnation e ect A
typical example is the fact that light isotopes tend to react faster and thus products get enriched in
light isotopes compared to their substrates. This e ect is of course only relevant if the isotopes
can separate in the rst place and the reaction is not fully complete, otherwise the exact same
isotopic ratios would necessarily be observed due to mass balance.

Fractionation e ects are quanti ed by the relation of the isotopic ratios of substrates and
products. The so calleflactionation factoris de ned as the ratio of isotope-speci ¢ reaction
rate constants and consequently corresponds to the relationship of product and substrate isotopic
ratioU. = T [25]. Inheriting the notation convention from delta values, it is similarly expressed
in permill (f ).

Yo=— 1 (2.5)
This allows the expression of the mixture isotope ratio as a weighted sum of the original
substrate isotope ratios and fractionation e ects, which by approximation on small deviations
relative to the standard isotope ratio also holds in delta notation, as already seen above.
0
= /U (2.6)
=1

In addition to the sources producing the chemical species of interest, one might also consider
reactions that consume it and thus induce a fractionation e ect of the opposite size. For instance
reactions that favor light isotopes will remove them and thus leave the mixture enriched in heavy
isotopes compared to what was produced by the di erent sources. This is typically the case for
the reduction of nitrous oxide to elemental nitrogen.

Under the assumption that the substrate has isotope'radicectly after mixing and is then
transformed into a product with isotope ratie = U' determined by the fractionation factor
Y of the reaction, the resulting isotopic ratio can be derived. Using an approximation of small
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values ofYthis relationship is stated in delta notationas= X, Y. A common situation involves

open systems where reactants can be supplied in nitely and the transformed product is instantly
lost to the environment. If such systems are in steady state the mass balance equation can be
interpreted per unit time and adapted to delta notation in terms of the fraction of remaining
substrate 2 »0-1%also calledractionation weighbor fractionation index

X=AX11 MX,=AX11 MIX Y 2.7)

Now the terms can be reordered and the previous sources can be incorporated.

O
X=X Y11 A= 5X Y1 A (2.8)
=1

A fully closed system has limited resources of reactants in addition to the accumulation of
product such that mass balance is always satis ed. This fractionation type results in reaction
kinetics described by the Rayleigh equations which were developed by John William Strutt and
is therefore oftentimes referred to Rayleigh fractionation The Rayleigh equation then states
the relationship of the original isotope rativand the isotope ratio of the remaining substrfate
in terms of its molar proportioA

—=A (2.9)
Restating this equation in terms of the delta notation and using the approxirfatitogt1l, X

for small values the full mixing equation including sources and product fractionation can be
derived.

O
X=X, YlogA= 5X , YlogA (2.10)
=1
Careful consideration needs to be taken for the approximations involved, since for large yields
A Othey can lead to errors that are of the same order of magnitude as the e ects to be studied.
A di erent closed system interaction can occur when the reaction in question is reversible.
The fractionation e ects in both direction can then be used determine an isotopic signature at
equilibrium X @ If the system is not fully equilibrated and thus not in steady state the isotopic
signature of the substrate can be expressed in terms of the equilibrated proaggt2orD-1%4
0
X=11 AdX, Acue='1l Ad 33X . Acde (2.11)

=1

These three mixing and fractionation equations are approximations for open system in steady
state as well as closed systems with and without reversible reactions. They are useful for basic
analyses, but many additional cases exists with fractionation equations that are not covered here.
Some examples are the exact formulations of the above equations [26] as well as individual
source fractionation before mixing occurs [15]. Multiple fractionation terms in one equation are
also possible, in which case the fractionation proportions will be enumerat&e- oy « + A
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2.1.2. Inference of Source Contributions

One obijective of studying isotopic signatures is to determine the source contribgtions — 5
from measurements of the mixture. However, measuring one single type of isotope will only be
e cient in distinguishing between two sources. For additional sources or if consumption of the
mixture needs to be taken into account, multiple isotopic measurements are necessary. Analysis
of nitrous oxide sources and pathways for instance can include the bulk isotopic abundance of
heavy nitrogen<!>N and heavy oxygeX80 in addition to nitrogen site preferend@& NSP.

In general the vector o8 di erent isotopic measurements shall be denoted-by2 RS,
Measurements of the isotopic signature of each individual source enumerated e« —
are assumed to be known and denoted By-  « — (2 R2 together with the fractionation factor

2 R3. Using vector and matrix notation they can later be used to state the mixing equation in
vector form.

=»5 5%2R

S:=x1eee( u R®

The case of Rayleigh fractionation shall serve as a representative example for this section since the
simple inference methods discussed here are tailored to this speci ¢ example. More sophisticated
methods are developed for the general case and the mixing equafieA can be expressed
in terms off andAas is deemed appropriate for the given situation. The example mixing and
fractionation equation using Rayleigh fractionation can be expressed in vectorized form as well.
0
= f-A:= 5(., logA=sf, IlogA (2.12)
=1

Given that the number of measureme®is chosen exactly such that the source contributions
f can be identi ed uniquely, a method of determining them is the isotope mapping approach
[15]. For the simplest example of only two sources and two measurement3 = 2 the mixing
equation can be solved for the parameters of interest.

-1=(115

(21 5 ! logA= (21 ’ (11 (22 5 1 logA
-2 (22

(22 2 2 ° (12 (22 2

5

This is a linear system of equations that can be addressed with the usual techniques giving explicit
solutions to compute the desired quantities.

1t-2 (22 2t-1 (21°
112 (22 2%11 (21°

2.13
(12*-1 (21° (12*-2 (22°, -2(21 -1(22 (2.13)
1212 (22°  2%11 (21°

a=1 2=

logA=

No unique solution exists if the quantity in both denominators is equal to zero or equivalently if
—1 = % In this case the mixing line and the consumption line coincide and the e ects of
both can no longer be separated as the problem essentially reduces to ful lling a one dimensional
constraint with two unknowns.
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The more general case of mixing and Rayleigh fractionation can be solved for an arbitrary
number of sources as long as an equal number of isotopic measurements exg&t 2. In
that case the linear system of equations can be written in matrix terms and augmented with the
sum constraint ofi to ensure that the solution ful lls it exactly.
- S f

151 o logA S (2.14)

This3, 1-dimensional linear system of equations can be addressed with decomposition techniques
and its solution can be expressedfas S -~ A unique solution exists i is invertible or
equivalently if none of the mixing lines as well as the consumption line are collinear. Only
non-negative solutions 0 are feasible to ensure that the source contributicc@respond to

mixing weights and tha® Y A 1.

2.1.3. Uncertainty Quanti cation

A aw of the isotope mapping approach as presented above is that it does not take measurement
uncertainty into account. However, this can easily be added by formulating the measurements
- as random variables with expected value given by the mixing equ&ierys= " f-A

Most commonly, measurements are modeled using the Gaussian distribution with independent
components and variangé 2 R.

- N3 —A-[1 =N3 Sf, logA-f1 (2.15)

The likelihood equation can now be stated in terms of the multivariate Gaussian density with inde-
pendent components and the maximization problem can be soledrfdAunder consideration
of all relevant constraints.

5]

k- T if-Ak?

21 jf—A= 2¢[2 °
j cl exp o2

Solving for the maximum likelihood solution thus leads to the identical solution derived from
solving Equation 2.14 if it exists and otherwise the closest feasible solution in terms of the
Euclidean distance by solving the optimization problem.

argmax ?!- jf—-A= argmin k- 1f—Ak = argmink-~ SH? (2.16)
£2S R0V f2S —R>01% Fo

The least squares minimizer can be expressed using the Moore-Penrose pseud&irnsiise
In the case where the columns are linearly independent, thus requiring that there are at least
as many isotopic measurements as there are sources, the pseudo-inverse can be computed as
S =18Tse 1ST[28]. Therefore, when the inverse exists this computation reducgs+oS .
The distribution of the least squares solution can be expressed as a truncated normal distribution
constrained to the positive half-plane, whose variance is smaller than that of the unbounded
normal.

f N3z S=[21STs ! (2.17)
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Furthermore, given values for the isotopic signature of the so@rees* « — (and fractionation
factor are subject to measurement uncertainty as well as epistemic uncertainty, since their
values can depend on unknown soil and environmental characteristics. It is thus natural to model
these uncertainties as normally distributed random variables as well and derive the estimation
uncertainty with their consideration.

(: N3l -8B~ 8 =1-eeo—

N 312—&°

The distribution of the measurementss thus a convolution of weighted Gaussian distributions,
which itself is a Gaussian distribution again [29]. Inference and uncertainty quanti cation is
then analogous to above, while using the calculated mean and variance of the measurement

distribution.
|

o} 0 '
-9 N 51.9, 29logA— 507, adlog?A, [2 — 89=1-e++-3  (2.18)

=1 =1

Oftentimes, the epistemic uncertainty of source isotopic signatures is modeled as a uniform
distribution. Itis worth to note that in the case of many similar sources a Gaussian approximation
is applicable and su cient for most applications, but it is not universally adequate. In those cases
Bayesian statistics is useful to incorporate all assumptions and constraints into the model as well
as to employ numerical inference methods for source contribution estimation and uncertainty
estimation. This widens the framework to arbitrary mixing equatiotis- Aas well as arbitrary
prior distributions for the auxiliary paramete8saand

2.2. Bayesian Hierarchical Models

Bayesian models assume that the measurements as well as the parameters are associated with
respective probability distributions. The concept of probability is to be understood as a measure
of certainty regarding the actual value of a variable rather than the frequentist perspective that
focuses on the likelihood of an outcome given repeated experiments. The Bayesian framework
combines parameter estimation with uncertainty quanti cation and makes use of estimation
methods that are applicable to a wide range of possible models.

A given model is parameterized by the vector of paraméte2s that are equipped with
a given prior probability distributiorc®\°. In the case of isotopic source contribution and
fractionation quanti cation the parameter vector would\be } . The statistical model then
de nes the likelihood of measuring a certain observatio2 R3 conditioned on the parameter
value denoted bp1- j\°. Now, Bayes' Theorensan be used to derive the posterior distribution
of the parameters given the observation [30].

?l_ J\ 0C1\0

cl\j-°= 1o

(2.19)
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This posterior probability distribution conveys much more information than a simple maximum
likelihood estimation of the parameter-would. The core task of Bayesian parameter estimation
is then to evaluate the integra@l- © =  ?1- \°c1\°3\ or respectively to sample from this
posterior distribution directly without normalization.

Bayesian hierarchical modeling adds additional layers to the prior structure, thus allowing
for grouping of the measured variablesin certain dimensions [31]. In general, the choice
of prior is arbitrary and numerous methods of selecting or estimating it are o ered within the
literature [32] [35]. Principally, the prior structure can be utilized to encode information about
the sampling populations that the measurementsriginate from. Assuming that there is a
set of populations warrants modeling them with potentially di erent prior distributiongqg®
indexed by thényperparameteq 2 . In a fully Bayesian framework this index parameter is
equipped with its own probability distributiazitg® which is known as &yperprior.

In an empirical Bayesian framework the hyperparameter is estimated to maximize the evidence
?1- ° peforehand, which is equivalent to the maximum a posteriori soldtiona at hyperprior
[36]. Alternatively, for very peaked posterior distributions, frequentist technigues such as maxi-
mum likelihood estimation can be used as well [37]. A posterior of the model parameters canthen
be formulated by plugging in this estimatof\ j- © / ?1- j\°c?\jd°. However, most Bayesian
estimation methods are reasonably e cient for a large number of parameters and thus a fully hi-
erarchical Bayesian framework which evaluates a joint postetierqj- ©/ ?1- j\°c\jg°ct\°
is frequently the framework of choice [38].

2.2.1. Bayesian Mixing Models

For scenarios involving only isotope mixing, a Bayesian framework can be established by as-
suming some prior distributioaf® for the source contributiorfs2 S . The likelihood??- jf°

is then a normal distribution centered around the result of the pure mixing equéafibr Sf.

The matrix of source isotopic signatur®2 R® is an auxiliary parameter with values taken
from speci ¢ analyses of each individual source found in the literature. When uncertainties are
involved, they are incorporated into a prior distributio¥s® as well.

Bayesian mixing models allow for general purpose inference of mixing weights. By combining
the priors for source contribution weights and source isotopic signatures, a posterior distribution
can be evaluated that gives pointwise estimates of the parameters as well as an estimation of
uncertainty.

cif-§j- °/ ?1- jf-S°cifocts (2.20)

The auxiliary parameters corresponding to source isotopic signafuaes latent variables
and the posterior estimates their values jointly withn order to get estimates of the relevant
mixing weight parameter§ only, the posterior can be marginalized by solving the integral
cifj-° = cif-§j- °3S. Latent variables can also be integrated over when formulating the
likelihood by computing?t- jfe =  ?1- jf-S°c1S°3S. This results in a model with fewer
parameters and produces the exact same marginal posterior.

1 1

cifj-°/ ?t-jfocife = ?1- jf-S°c1SPcif°3S/ cif-§j- °3S (2.21)

10
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Many isotopic problems require solving pure mixing equations exclusively, which is why many
di erent approaches for this setting exist. However, in the case of nitrous oxide measurements
and similar situations, the endmember isotopic signature is not only governed by the mixing of
di erent sources, but it is simultaneously removed by other processes that introduce fractionation
e ects. For these situations Bayesian mixing models are extended with augmented mixing
equations as in Equation 2.12 using an additional paramfefer0-1%for the fractionation
weight and equipping it with a suitable prior as well. The joint posterior can then be
evaluated by modeling the fractionation factor as a random variaBl&? similar to the source
isotopic signatures.

Cf—AS- j-©/ ?1- jf-AS- °ocifoctPciSPct © (2.22)

2.2.2. Choosing Prior Distributions

Bayesian hierarchical models are based on a representation of the data generating process that
allows one to nd posterior estimates of the parameters. These estimates are the consequence of a
combination of prior and likelihood distributions, that must be modeled somehow. Itis oftentimes
clear how to construct suitable likelihood distributions since they stem from the physical modeling
of the situation and are part of frequentist statistics as well. In isotopic data analysis the likelihood
is given through the mixing and fractionation equation. Prior distributions on the other hand
are much more exible and are desirably chosen to re ect already known information. If this is
not available so calledninformative priorsare chosen that simply constrain the parameters to
certain regions without in uencing the nal estimate otherwise. Claims of any distribution being
uninformative are patently up to debate and ultimately the choice of the modeler. A common
practice when using Rayleigh fractionation is to assign a uniform prior to the fractionation
weight, although, considering its logarithmic dependence on the measurement outcomes, it is
not immediately clear why this is deemed a favorable choice.

Typically, the choice of priors is separated into uninformative [35], weakly informative [39] and
strongly informative priors [34]. In the presence of expert information or strong a priori results
the choice of strongly informative prior should be natural and the possibility to incorporate such
information is one of the major strengths of Bayesian modeling. Mixing problems for instance
have notions of concentration, where priors do not presuppose that any parameter is larger than
another but simply that one parameter dominates against the others [40]. In the absence of
prior information the use of uninformative priors is oftentimes discouraged. This is due to the
ambiguity of what it means to be uninformative and the unintended consequences and pitfalls
of such assumptions [39], [41]. In certain cases such as normal-normal hierarchical models
guidelines for choosing priors exist [42] and predictive checks can help in general to understand
the e ect a certain prior has on the estimates [33].

The Je reys prior [43] o ers a way of constructing an uninformative or objective prior
distribution based on the argument that it is invariant under change of coordinates and thus
does not favor any particular values over others. The Je reys prior for a paramistehosen
proportionally to the square root of titésher informationdeterminant.

p
cNO/  JIT\O] (2.23)
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The Fisher information is de ned as the variance of the rst derivativg of the log-likelihood,
which under certain regularity conditions can be expressediYy= E mi\z log ?1- j\°\

and therefore quanti es a notion of curvature or sensitivity of the likelihood around a parameter
value [44, ch. 5]. Consequently, it is modi ed under any transformation of the paraimat&to

plio= 1o g’—l\ such that the Je reys prior assigns equal probability to the same volume

of probability space in either parametrizatiohi © = c\° g—l\ [45]. This property is mostly
desired for parameters relating to scale [46].

2.3. Monte Carlo Methods

Bayesian estimation of source contribution and fractionation weights for instance works by
constructing a prior distributioa!\ ° for the parametefs 2  as well as a likelihood distribution
?1- j\°forthe measurements 2 R® and then carefully evaluating both, using Bayes' Theorem to
compute a posterior distributiart\ j- °. Various methods exist to approximate this distribution
numerically of whichMonte Carlomethods are most prominent. A Monte Carlo method is
de ned as any computational algorithm that relies on random sampling to compute an output,
which therefore by construction is also random [47]. They are capable of both numerical
integration as well as sampling from di cult probability distributions.

Assuming that the distribution of a parameter has distributionP  with densityc?\°,
Monte Carlo integration approximates the marginal likelihood integral with the random sampling
average ovef identically distributed variables'—eee2(° P

1 ~

10 .
?1.0= 21 j\ogno3y = 2 - \'F (2.24)
B=1

The marginal likelihood has important statistical meaning since it can be used for model
comparison and to examine the posterior numerically, although this approximation presupposes
the ability to sample fron® instead. When this is not given, Monte Carlo methods can be used
to sample from the posterior directly. Rejection sampling [48], [49] and importance sampling
[50] both provide a way of adapting a sample from a suitable and simple proposal distribution
to the target posterior distribution, although with varying e ciency. However, due to its wide
applicability and adaptive nature, Markov Chain Monte Carlo sampling is the method of choice
in the vast majority of cases.

2.3.1. Markov Chain Monte Carlo

Given the objective of Monte Carlo sampling to generate statistically e cient random sample
from a challenging target distribution, it is intuitive to construct methods that use independent
samples from auxiliary distributions, such as the uniform or Gaussian distribution, which o er
simpler sampling procedureBlarkov Chain Monte Carlo (MCMQnethods abandon the idea of
creating a statistically independent sample in order to create a more e cient proposal distribution
[51]. The result are algorithms that trade o the statistical e ciency of independent samples for

12



2. Theory

the e ciency stemming from samples having high target probability and thus large contributions
to the integral in Equation 2.24, typically resulting in an overall better sample especially for
high-dimensional parameter spaces.

A Markov chainor Markov processs a statistical process comprising a series of random
variables\ 'I°~\"*—«eeand is de ned by the conditional probability \ "Fj\ "1’—eee % 1°
of each subsequent member of the chain [51, ch. 4]. To be classi ed as Markov process, it
must satisfy the Markov property, that is to say that the probability of each observation is solely
dependent on the last member of the chain and independent of all others.

h i h i
P\ B\ e R —p\'B\'BT

In order to construct a Markov chain that samples a speci ¢ target deosif/known only
in unnormalized form@\° = /c 1\° for / j 0, one must choose the transition probabilities
P \'®\'B 1 accordingly. TheMetropolis-Hastings algorithrprecisely constructs a transition
probability satisfying detailed balance, which is a su cient condition for the Markov chain to
converge to the target probability distribution [30, ch. 10.3].

The algorithm then works by iteratively sampling from a proposal distribugidi\ "®° and
then evaluating an acceptance probabilitthat modi es the overall transition probability such
that the desired distribution is sampled.

Algorithm 1: Metropolis-Hastings algorithm

Data: Initial value\ '*°, sample sizé
1 fors=0,...,Sdo
2 | Sample® &1 j\Fo;
3 SampleD Uniloﬁlo;

_ . @\00&1\1B°j\00 0
4 ComputeU—mln l—m y

5 if D Uthen

6 \ \'BIP O
7 else

8 \ \'BI®\'F
9 end

10 end

Constructing proposal probabilities is not di cultin general, since it only must be ensured that
all regions of the variable spacecan be reached [30, ch. 10]. However, it is not trivial to nd
distributions that are also e cient, meaning they generate proposals with high acceptance rates
and thus frequent transitions. Straightforward proposal distributions are the uniform distribution
over the whole spaceas well as the random-walk proposal using a Gaussian distribution centered
around the previous value. In the context of sampling from Bayesian posterior distributions it
also common to choose the independent prior distribution, if the posterior is expected to be
similar due to the data conveying only little information.

13



2. Theory

Trivial proposal distributions can already be e cient enough depending on the problem at
hand. Situations where the variable spacéas high-dimension or where the unnormalized
density@\ ° has a di cult shape are often mentioned as cases where these approaches are not
su cient anymore [52]. It is thus useful to construct more sophisticated proposal distributions.
Gibbs samplinguses the fact the conditional distributions are perfect proposals in the sense
that they will always be accepted [53, ch. 11.3]. The conditional distribution of of one single
parametel g in the parameter vectdr = » j—ss+—%4 2 s the distribution conditioned on
the parameter vector including all other parameters.

Cl\SJ\ 80 = C1\8j\l_..._8\1_\8>1_..._:v

Even though the joint distributioa®\ © is not known, thus prompting the use of a sampler in the
rst place, the conditional distributions are oftentimes easy to derive analytically or to reasonably
approximate with Markov blankets.

Gibbs sampling follows the same procedure as the general Metropolis-Hastings algorithm with
each step corresponding to sampling only a single compdrgemftthe parameter vector and
with its conditional distribution as the proposat %\° = cl\gj\ £. One can easily see that
the acceptance step in that case becomes trivial and can be omitted, thus eliminating any issues
stemming from low acceptance probabilities.

1po- 1R0 1., 10 - 1B° B B 1B
A S ¥ o W P O S T A W Pl S S (2.25)

CV BRIV B oy B\ Bocny Gy To ¢y B Bocay Boga gy Fo

Increasing statistical quality of an MCMC sample by reducing autocorrelation and increasing
computational e ciency by proposing better values with higher acceptance rates oftentimes
presents itself as a strict trade-o . However, if not only the unnormalized de@ifyis known,
but also its derivativ% @\°, this additional information can be used to generate high quality
proposals with minimal autocorrelation. This is accomplishedHayniltonian Monte Carlo
(HMC) [54] which generates proposals by simulating a physical particle trajectory in a potential
corresponding to the target log-density surface.

The Hamiltonianis an operator used in physics that computes the total energy of a physical
system. In the case of non-interacting classical particles the energy is given by the sum of kinetic
and potential energy components. The position represents the sampled parardérsvhich
will be accompanied by an equally sized momentum vee®iR3. Jointly, they uniquely de ne
the state of a system and can be used together with a xed mass mwh2iR® 2 to compute
the Hamiltonian.

N—pp = %bTM b log@\° (2.26)

Physical system dynamics are now describe#ibynilton's equationsNew state vectors can be
generated and proposed for the sampling algorithm by following these parameter dyh&thics
andb!C for a suitable amount of time.

2= = (2.27)
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Hamilton's equations can be solved numerically by discretizing in time and employing for
instance the leap-frog algorithm to integrate up until a nal timngs3, ch. 11.5]. The previous
sample will be set as the initial conditidrt0° = \ *® and the position at the end of the path
\9=\1) °js proposed as new sample and subjected to the acceptance step. Improvements to the
sampling strategy exist, such as tHe U-Turn Samplef55], [56], which selects the stopping

time) adaptively. Since the path of a particle is restricted inside the potential by its initial
energy, the initial momentum is randomized and typically sampled from a Gaussian distribution
bt0° N 310-M°. Both the sampling position as well as the momentuinare included in the

modi ed acceptance probability, thereby ensuring that the accepted parameters follow the target
distribution and the random particle states in each step follow a Boltzmann distribution [57].

pl 1\ 1) o__ b) [o]e]

U=min 1- exp 10— B0

(2.28)

2.3.2. Evaluating Sample Quality

Markov chain Monte Carlo simulation is used to create a correlated safiptes « « ={° which
is then used to estimate posterior distribution properties such as its mean for pointwise estimation
and quantiles for uncertainty estimation. However, statistical samplers have many failure modes
in which the produced sample does not represent the posterior well. Theoretical guarantees of
the Metropolis-Hastings procedure exist only for an unbounded number of samples [58]. For
this reason it is important to evaluate the sample quality after a Monte Carlo simulation is done.
For the estimation of distribution properties independent samples are typically preferred.
Markov chain Monte Carlo methods inherently produce subsequent samples on the basis of
previous values and thus create dependence. In the worst pasterior samples are produced
that are heavily correlated and thus do not give accurate estimates of its distribution properties.
The autocovariance of a statistical process such as a stationary Markov chain is de ned as the
covariance between elements having lagetween them.
h [
W = Cov \ 'BP—_\B:° (2.29)

Distribution estimators derived from independent samples have estimation errors proportional
to pl? for # observations [59]. This fact is a consequence of the linearity of variance which
holds for independent random variables but not for correlated ones. It can be shown that the
fotal variance of a correlated sample estimate is given by the sum of autocovariance coe cients

-1 W which can be evaluated using autoregressive processes or Fourier transforms [60]. A
notlon ofe ective sample sizis then given by the actual number of observatipissaled by the
ratio of the correlated sample variance with the empirical variance estifhator

2
- (i_lLW (2.30)
=1 v

The e ective sample sizé# 45 snow corresponds to the estimation error using the correlated
sample in the analogous way, having errors proportional;ﬂe= [61].
455
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Since Markov chains can fail to sample the full posterior in the presence of sti ness or multi-
modality, it is recommended to run multiple chains and assess their similarity to determine if
the generated sample is well mixed and stationary. Let the sample be replicdtedhnins

with values\ "<7’—eee 25(° for < = 1—eee—" Each chajn can compute an individual mean
1

estimate™s = &, \*® and variance estima®Z, = 17 (,0\'<"F " 02 The within-
chain variance is thep given by the average= ..ilf L:l 72 and the between-chain variance
is given by =5 __;2" °2for> =21 __ ", which can be used to compute

the Gelman-Rubin statistias the ratio between weighted combined variances to the average
within-chain variance [62]. S

b= > T (2.31)

If the chains are slowly mixing, the overall variance of the combined sample will exceed
the average within-chain variance and a hfgindicates sampling issues. The Gelman-Rubin
statistic is considered acceptable and the chains are declared as stationary and converged if
DY 12 meaning that the variance increase over within-chain variances is smaller than 20%
[63]. Nevertheless, further failure modes can occur that this criterion cannot detect and several
variations for measuring mixing quality and stationarity exist [64], [65].

2.3.3. Statistical Sampling Software

Monte Carlo simulation is almost universally used to implement Bayesian models and thus
there are numerous libraries in various programming languages assisting with this task. The
implementation of statistical sampling, which is largely independent of the speci ¢ model being
evaluated, allows sampling libraries to interface with high-level model descriptions and produce
posterior samples using a general purpose strategy. Having robust software already in place,
that can deal with the complexities of implementing e cient Monte Carlo sampling, especially
for high-dimensional parameter spaces, is incredibly valuable for the purpose of developing and
implementing novel tools designed to analyze isotopic data.

Stanis a library implementing a high-performance Hamiltonian Monte Carlo sampler written
in C++for Bayesian modeling [66]. It contains many utility functions for complex operations
and can be used for variational Bayesian inference and penalized maximum likelihood estimation
as well. Stan additionally has features helping with the assessment of sampler health and data
quality. Most notably it is used in packages implementing Bayesian linear regression techniques.

Just Another Gibbs Sampler (JAGSy Gibbs sampling implementation @++based on the
BUGS language [67]. It is fairly lightweight and does not possess data post-processing features
itself, but these are usually available in statistical programming languages used in conjunction.
Many high level Bayesian analysis packages use JAGS as a sampler in the background and it can
tackle a wider range of problems such as modeling integer parameters.

Interfaces to th&programming language exist for both samplers, making tool developmentand
distribution fairly straightforward and allowing users to directly integrate Monte Carlo samplers
in their data analysis work ow [68] [70].
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2.4. Smoothing

The numerical and Bayesian techniques to estimate source contribution and fractionation weights
based onisotopic measurements rely on accuracy of the input data in order to derive the estimates.
However, it can be the case that the measurement error becomes overwhelming making precise
inference impossible. Time series datég® 2 R can be preprocessed to eliminate some of this
error variation by assuming regularity and introducing the series of smooth vakgfs - 1g°
that balances regularity and accuracy in hopes of eliminating noise.

For sampling pointgy—***—xgof the measurement time serieg := - 1gP the smooth
approximation can rely on di erent points in tingg—* ¢ g to compute the estimation, which
can sometimes be advantageous for the construction of smooth estimates 1gs°. Generally,
using less evaluation pointsY # reduces variation, because more raw points are aggregated.

2.4.1. Linear Smoothing Operators

Linear smoothing operators assume that the estimated valge®= 1—e«<+—"are a linear
combination of the original measurements- 8 1—+ « «—#Thus, arranging both series in vector
form, =» ., , %2R and- :=»1 -x% 2R¥, linear smoothing operators are
matricesG 2 R* # such that the estimates can be computed asG- .
Using the idea of a local average, kernel smoothing operators can be derived. Stemming from
kernel density estimation ti¢adaraya-Watson estimat@ given by the weighted average of the
raw data points, where the weights are computed using a symmetric kernel fuHctipriL].
Iy AL 0_ 10
o= L gfl 9 098 (2.32)
g1 B 9

In order to derive the matrix formulation, the linear operator can be constructed with the elements

L Nl o] . .
<8 = % for a xed set of evaluation points of the smoothegf ¢ *g- .
o1 9 <

@ N1 o @
. . %1 g‘< 0'8: <8-8 8< =]—eee_" (233)
g1 o1 O & 81

y < T

This kernel smoothing operator encompasses for instance moving averages in the case of
equally spaced time series. An extension to this construction are local linear and local polynomial
regression estimators suchlalBESY72]. They estimate derivatives alongside the smooth time
series and can take uncertainties into account.

A di erent approach to the problem of nding a smooth representatiorg® of a time series
- 1g° can be taken by assuming that the function is di erentiable up to a certain order and thus
it can be expressed as a spline polynomial [73, ch. 1.4]. Spanning the space of splines using
a suitable basi§ ! °>—«+«+- B © with restricted degrees of freedoin, the smooth function is
given as a linear combination.

o}
, 1g°= 1oBolg° (2.34)

o1
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Evaluations of the basis functions at the measurement tiprese * +gcan be arranged in a
design matrix gg:= Bolg. The vector of basis function coe cients = »; 1+ 42 R’
can now be chosen as the least squares estimate in order to minimize the approximation error of
the spline polynomial. This is exactly the least squares regression solution for the design matrix
H2R" #[74,ch.10.2].

f=argmirk- H1k?*=1HTHo HT- (2.35)
12R"

Now the smoothing operator can be expressed as the projection to the space of spline function
evaluations = G- = HIHTH? 1HT- .

Itis important to make the distinction between spline regression and smoothing splines, which
are arguably more widely used for this particular purpose. They use an equal number of basis
functions as there are measurement points # but enforce smoothness via a penalty on the
second derivatives, which translates to a generalized least squares estimate [75].

2.4.2. Gaussian Processes

Gaussian process regression is a smoothing technique using the assumption that the time series
- 1g°is jointly normally distributed for all discrete subsets of points in time, and thus inference
of the distribution means gives an estimate with reduced noise. In a Bayesian interpretation of
this setting, a Gaussian process prior distribution is applied on the smooth méghs

The Gaussian process prior distribution is de ned over a vector of function evaluations
» 1, 4% = » g , 'gs°% 2 R*. Itis given by a constant mean 2 R and a
covariance kerneGgg = f 2qlgs—@° with scale parameter 2 R and a symmetric kernel
function”4® —°. Since it is usual to work with normalized data the prior is typically set to zero
mean” = 0 and unit variancé 2 = 1. Alternatively, the Gaussian process can be shifted and
scaled to the correct shape by plugging in the empirical nfeaand variancé*? of the data to
be tted for an equivalent result. Examples of kernel functions include the radial basis function
kernel, the exponential kernel and the Matérn kernel, which are all parameterized by a correlation
lengthd 2 R [76], [77].

|

1 02
Ayige @ = exp _982;39 (2.36)
NG 237)
L. P ta P R
aa o 287 23 gd 2ajgp g 5 33
o= . 2 H (2.39

Here, ! ° denotes the gamma function ang? © denotes the modi ed Bessel function of the
second kind. Di erent kernel functions can be used to codify assumptions about the smoothed
solution into the distribution. Furthermore, di erent kernels can be combined to express even
more sophisticated relationships.
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Figure 2.1.: Gaussian process prior fotg® sampled three times independently for radial basis
function kernel, exponential kernel and Matérn kernel of order 2 all having
correlation lengthd = Oel.

The main parameter that governs the properties of the kernel covariance function is the
correlation lengthd. It can be set beforehand to a suitable value, re ecting the rate of change that
is expected from the smoothed time series, or it can be equipped with a hyperprior distribution and
estimated in conjunction with the smooth time series values\n empirical Bayesian estimate
can then be used for e ciency or a fully hierarchical model can be formulated to estimate a joint
posterior. Di erent approaches exist in terms of de ning suitable priors. A common choice is
the inverse Gamma distribution, since it has an appropriate tail and is zero avoiding.

The Bayesian model can now be formulated using the Gaussian process prior and independent
Gaussian distributions with varian¢e2 R as likelihood. Because vectors with components
belonging to di erent points in time will later be reordered to row-vectors the Gaussian process
distribution shall be de ned as a row-vector distribution and therefore must be transposed here.

,  GP Tt'—f-G°=Ny1'—f2G°

- Ngi—[21°=Ngt-[%1, f2G° (2:39)
For measurement series it is often the case that multiple values exist at the same time and thus a

single time step is represented b§-dimensional measurement vectas2 R® and consequently

smooth means ¢ 2 R3. In this situation the values are arranged into a measurement matrix

X =x»1 -z% 2R® #  Expressing the mean, scale and noise of the Gaussian process as

vectors'—f—[ 2 R3, the row-vector8V g have independent Gaussian process distributions.

Wgq GP! g-fgG° 89=1-ee+-3

po oo B (2.40)
Xog NT Wog[2° 89=1—eee—BB=1—see—#

The prior can then use the notatigh GP ;1 —f—G° denoting the matrix distribution with
row-wise independent Gaussian processes.
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Figure 2.2.: Gaussian process prior,fotg® sampled three times independently with radial basis
function kernel for di erent values of correlation length

2.4.3. Multiple Dimensions

It is conceivable that isotopic measurements are taken with more than just one continuous
covariate corresponding to time, for instance in the case of spatio-temporal measurements over
a given area or in di erent depth®;—++—~D Natural extensions to Gaussian processes can
easily be constructed by applying kernel functions in multiple dimensions and bases for spline
regression can for instance be expanded to tensor product splines [78].

However, in order to take time series information into account it has to be implicitly assumed
that the system is non-stationary, even though the exact dynamics are usually not considered
and smooth estimators use notions of correlation length that are not necessarily physical in
nature. Considering concentration measuremefB3— gover spac®and timeg, their physical
dynamics is given by Fick's second law for some di usion constar2 R [79].

m-_ ot (2.41)
mg mi3

Now accounting for source contributiofitsg® and fractionationA g® as functions over time
the production rate in terms of concentrations is summarized in the mixing and fractionation
equation f1g°—AgP . It can be added as contribution to the change in the isotopic measurement
value thus yielding an inhomogeneous di usion equation.

m- _ nf-
mg mB°’
This partial di erential equation can be solved for source contributions and fractionation if
suitable boundary conditions are provided, and even possible analytical solutions closely related
to kernel smoothers could be derived using Green's functions [80]. Possible extensions include
the addition of stochastic terms to model uncertainty and extension of source contributions and
fractionation to functions over space and tiiB—gandA'D—§

f1ge—Ag° (2.42)
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Approaches using these assumptions are fundamentally di erent from the other models con-
sidered in this thesis since they rely on a di erentiation between concentration and ux mea-
surements. It is unclear whether this approach can be e ciently paired with Bayesian statistics
for uncertainty quanti cation, but approaches using di usion solvers have been presented for
instance by Decock, Lee, Barthet,al.[81].

2.5. Compositional Modeling

Solutions of the3-dimensional pure mixing equation=" 4., 5( ¢ 2 R3 are vectors of source

contributionsf = »5 5 ¥4 that additionally ful Il the sum condition o1 = 1. For this
reason, only 1degrees of freedom have to be determined and the system of equations is well

de ned for 3 = 1 measurements. The domainfds the -simplex which is de ned as the
set of -vectors satisfying the above sum constraint as well as a non-negativity constraint.
g 0 2
f2s = _f2R 5H=1-95 089=1-eee—
2 o1 >

Inference on variables onthe simplex suchdsS canbe done using compositional modeling
techniques. Instead of relying on methods that inherently incorporate the sum constraint into their
solution, acommon technique isto nd b%ective functions f®mnto the Euclidean vector space
R 1, which has the appropriate degrees of freedom and thus allows for consideration of the
problem in terms of unconstrained variables. In order to nd mappings of theorh R 1,
appropriate operations must be de ned on the simplex. This can be accomplished by equipping
it with the so calledAitchison geometrgharacterized by de nitions of vector addition and scalar
multiplication in order to form a linear space [82].

! #
0 5 50
f 9= § 23 f 8f£%2 s
9:15:7% 9=153£
) qU U #T
u f:= 17U 17U 8U2R 8f2S
921% 9:159

There are now multiple ways to de ne isomorphisms from the Aitchison simplex to the real
spaceR 1, one of which is the additive log ratio transform, that separates the last component
5 to form ratios and thus a vector of the correct dimensionality [83].

5 5 4"
alrifo := Iog? Iong 8f2S (2.43)

However, the components of the vectaare not exchangeable, sinée is arbitrarily chosen
and serves a di erent function than the other components. This could lead to discrepancies in
estimation when component de nitions are swapped, which is rarely desired. Furthermore, the
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transformation is not isometric and can distort distances of mapped vectors. In order to use all
components exchangeably instead of using one particular component as reference, the geometric
mean of the vector can be used to compute the ratios instead.
.. 11
O
61f° := 5
&1

The transformation constructed this way is known as the centered log ratio [83]. Since now all
components of the simplex vector are used, the mapped vector bamponents as well and
does not represent the correct number of dimensions.

5 5 T

clrife := log i Iogﬁ 8f2S (2.44)

Although this transformation is not b¥%ective since it maps onto Huémensional Euclidean
vector space, it provides a useful relation for the additioafclrf® = clrfo | clrif® and
multiplication cltU  f° = Uclrife. Fyrthermore, the imagg of the centered log ratio transform

in R is the linear subspadd := u2R : 4,Dg=0, on which itis b%ective and its
inverse generalized to the entire Euclidean sgacds known as the softmax function. It can

then be used to extend the standard inner product in the Euclidean space tsithplex and
de ne the Aitchison inner product.

)
610

. o _ 10 5§
H—% = helrtfo—clrif® = = log —~
g1 O

log

The centered log ratio transform is in fact already an isometry with respect to the norm on the
simplex induced by the Aitchison inner prodikik? = H—fi, albeit between the simplé&x and
the linear subspadg . Anisometric transformationt® *can be constructed by composition
with amapping fromJ ! R !using a basis expansion with respect to an orthonormal basis
ui—eeed- ; 2 U . Itis not obvious how to choose a basis system, but simple standard bases
can be derived from Euclidean orthonormal bases [84] or they can be speci cally adapted to
the data by principal balance methods [85], [86]. In fact, any orthonormal basis in the linear
subspacé) can expressed as the transformation from an orthonormal basis on the simplex
e—***e 1 2 S by the centered log ratio éke® = us. Now any vectorf 2 S mapped to
the linear subspadd via the centered log ratio can be expanded with coe ciemiis'f°—ugi .
By this construction it follows immediately that the composition of clr and the basis change with
thematrixU:=»; u Y42R 1 ischaracterized by coe cientsclrifo-ug = H—ego,
which de nes the isometric log ratio transform [83].

ilr1f0 := Uclrif® = »f-eig H—e 1ig% (2.45)

Thus given any Euclidean vecter2 R 1, the inverse isometric log ratio transform is given in
terms for the centered log ratio ifttx° = cIr 12UTxe.
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2.6. Related Research

2.6.1. General Stable Isotope Mixing Models

General stable isotope mixing models (SIMMs) were introduced by Parnell, Phillips, Bearhop,
et al. [21] for the purpose of generalizing animal diet partitioning to cases where isotopic
compositions are not observed directly. The model works Withata points of3 isotopic
measurementsg 2 R3 for 8= 1—«« «—#where each data point is associated withauxiliary
measurements—e++—/ 2 R® that are then used to predict the source contributions.
sources are modeled with auxiliary parame®se++S; 2 R®  and fractionation corrected
versionsCi—+++G4; 2 R® that have di erent values for each data point and are given normal
distribution priors based on previously available information. Source contributions are then
estimated via generalized linear model using the ilr transform as link function with parameters
# 2 R . The implementation of this model is available in Rpackagesimmr [87].

S N Ve
Cqg N 17— °
iIrife® N 1#7/ g0
-8 N3 1S5, CPfe [

(2.46)

2.6.2. Stable Isotope Analysis in R

The stable isotope analysis in R (SIAR) framework provided the ability to do Bayesian data
analysis for di erent isotopic problems. MixSIAR is an extension introduced by Stock, Jackson,
Ward, et al. [20] that aims to unify modeling approaches by having exible error structures
including xed and random e ects that cover typical study designs in ecology. A total of
# dierent measurements g 2 R3 for 8= 1—«++—are analyzed with regards to additional
information/ ;—es*—/ 2 R" and. —+*+— 2 R' corresponding to xed e ects parameters

# 2 R" andrandom e ects parametars2 R' . Source contribution weights are thus estimated
with a generalized linear mixed-e ects model using the ilr link function, Gaussian priors for
xed e ects and uniform priors for random e ect standard deviation. The implementatidrR as
package is available &8ixSIAR[88].

2 Uni p0-B;
u N 1022%
# N 0-7% (2.47)
iIrfe=#"7g, u'.g

-8 N3 Sfg-[
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2. Theory

2.6.3. Fractionation and Mixing Evaluation

The fractionation and mixing evaluation (FRAME) model [18] is a Bayesian framework for the
simultaneous evaluation of mixing contributions and fractionation progress. It uses a matrix of
source contributionS= »1 ( ¥ R3  to analyze3 isotopic measurements 2 R while

taking fractionation factord = » 1+« | % 2R® ' into account. Inference is done jointly on
mixing weightsf and fractionation weights. Notable is that the tool can work with arbitrary
mixing and fractionation equations-f—° to cover a wide range of scenarios even when e ects

on measurements cannot be determined by generalized linear models. The implementation is
available as a user interface tool written in Python [19].

(g Unitleg— - N 312 —&0
f Dirtl>~r Unit0-1° (2.48)
- N3 “fqo-p?
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Chapter 3

Methodology

3.1. Stationary Inference

Inference for the source contributioh S and fractionation weighh 2 »0-1¥for one single
measurement independent of time can be accomplished by the original FRAME model [18].
It constructs a prior and likelihood structure where the isotopic measuremegtsR? are
independently normally distributed with variance vedtér2 R? around a mean given by an
arbitrary mixing equation *f—A The source contributionk are then equipped with a at
Dirichlet prior and the fractionation weight with a uniform prior.

f Dirt1°>~ A Unit0-1°

3.1
-jff-AN 3 " H-A-] 1)

The auxiliary parameters for the mixing equatiSrnand are understood to be random
variables as well with predetermined xed priors that are omitted from the model description
above. Choosing those priors is ultimately up to the origin of the data and thus not subject
to the further engineering of inference models in the sections below. The likelihoediof
understood to be implicitly conditional on these auxiliary parameters. This means that a joint
posteriorcf—AS- j- °is t by the model and the reported posteriotf—Ax © is simply its
marginalization.

1 1

clf—A °= Cf-AS- j-°3S3 /  ?i- jf—AS- °clf—AclS- °3S3

Di erent likelihood formulations exist, where the auxiliary-mixing parameters are already
integrated. This can be done by solving the inte@fal jf-A= ?1- jf—-AS- °c1S- °3S3
beforehand, which is analytically possible for instance if the auxiliary priors are Gaussian. Using
the proper marginal likelihood can be an improvement due to the reduction in parameters that
need to be t by the sampler. However, the number of auxiliary parameters stays constant when
the model is extended to multiple points in time and thus this improvement becomes less relevant
for time series models. Itis worth to note that the inferred posterior is theoretically the same with
the only di erence being e ciency of computation and the potential interpretation of posterior
predictive distributions.

1

Cif—A O/ ?1- ji—AcH—-A=  ?1- jf—AS- ocif—AclS- °3S3
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3. Methodology

3.1.1. Priors for Stationary Parameters

The FRAME model can be extended by taking di erent choices of prior distributions for the
parameters of interest, namely the source contributioasd the fractionation weighf into
account. The Jereys prior for source contributions is constructed by computing the Fisher
information matrix and choosing the probability distribution proportional to the square root of
its determinant. For the source contributidns 155 2 S, of two sourceq 1—( 2 R the
computation can be done by omitting the in uence of fractionation.

3251- (111 B (5% 21(1 (2%
1515/ E — 5=—">——1/1 3.2

5 32 E E (3.2)
Therefore the objective Je reys prior is uniform over the domaih.dy symmetry this extends
to multiple source contributions 2 S , which is equivalent to the at Dirichlet distribution
already used in the original FRAME model.

Taking now Rayleigh fractionation with weigh2 »0-1¥independently of the mixing weights
f into account, the Je reys prior can be computed relative to the pure mixing solltion
- (111 5> (252 Rwithfractionation factor 2 R.

32At log2 22 1

1 - = —
WRIE e AR %

(3.3)

Therefore the objective prior for the Rayleigh fractionation weight is giverct¥ / %\ for

A 2 »0-1%which is also known as the logarithmic prior and since it cannot be normalized it
is an improper prior. Additionally, even though this prior can be considered uninformative for
Aindividually according to the Je reys criterion, a joint prior could lead to di erent results,
although priors are typically chosen as independent distributions.

In the case of Rayleigh fractionation, however, it might be more reasonable to use a di erent
distribution that is somewhere in between the uniform and logarithmic prior and incorporates
the bounds to the intervaD-1%as well, which is a similar idea to prior averaging [89]. The beta
distribution o ers a functional form that is similar to the Je reys prior, but can be normalized.
Parameterizing the distribution with a restricted concentration pararde2es0-1% the form
BetalU-1° is the uniform distribution fotJ = 1 and converges to the Je reys prior far! 0O,
thus expressing a generalized approach.

3.2. Time Series Inference

In order to incorporate time series information in the inference procedure the model can be
extended to work with multiple measurements at di erent points in time. The source contribution
and fractionation weights are assumed to be functions with respect tbtihandAlg® and the
measurements correspond to samples in tige - 1gP at discrete time pointg— ¢ ¢ * »g

Now the measurements can be grouped into a measurement Watrix 1 - 4% R3 #
where the time dimension is along the matrix rows. Inference of the parameters can be done
at the identical time point = f1g® andAc = Alg® such that they can be grouped into similar
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3. Methodology

matrices as welF := >f; f4% 2R # andr = »& A% 2R #. This grouping has the
advantage that the mixing equation can be expressed in vectorized form over all time points
without changing its general layout.

ExXjF—rYE " 1F4°=SF, logr (3.4)

Again, Rayleigh fractionation is used as representative example, but the mixing equation can
be vectorized for other forms of fractionation as well. If multiple consumption pathways exist
the corresponding parameters can be expanded to a matrix wathisR 2 R' # and inference
can be doneonall | ! parameters per point in time simultaneously.

3.2.1. Independent Time Steps

A simple way to extend the stationary model is to assume complete independence between all
pointsintime. This reduces the time series problem to a seidependent stationary problems

with one single measurement point each and thus the same stationary FRAME model can be
used for each point. The vector of measurement efrdsR® is now also allowed to vary in

time[ 1—ee*—.
fc Dirtl°~ A Unit0-1° 8C
-dfeB N3 - 8C
The prior on the series of source contributidasand fractionation weigh#c is now fully
independent in time and the information contained in the fact that some measurements are closer
in time than others is ignored.
Prior information can be encoded into the prior distributioridmy introducing a concentration
parameteR 2 R as well as a parametér2 10-1° that interpolates between the uniform prior
for Acand the Je reys prior using the beta distribution as described in subsection 3.1.1. This
allows for the inclusion of information that is universally true for all time points simultaneously.
If no information is available the model can be extended by adding an additional hierarchical
layer for these parameters with weakly informative hyperpriors being the gamma distribution
12-2° on the positive real axis for concentratidhsand the uniform Urii0-1° for U.

(3.5)

2 12-20— U Unit0-1°
fc Dirt2°-= 8 BU4° 8C (3.6)
-gfeB N3 Hg- 8C

3.2.2. Gaussian Process Priors

Time series information can be incorporated by various methods in the case of unconstrained
random variables. Since this setting is applicable to the time series of isotopic measuregitents

is natural to apply the FRAME model with independent time steps on preprocessed measurement
series. This preprocessing does not necessarily need to be part of the model itself, but can be
done beforehand without consideration for the Bayesian mixing model. Candidate preprocessing
algorithms are kernel smoothing, spline smoothing as well as local polynomial regression.
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3. Methodology

While the latter can o er uncertainty estimates of the smoothed time series, a holistic treatment
of estimation with uncertainty can be o ered by Gaussian process regression.

Despite the possibility of running the simple time-independent model on preprocessed mea-
surement time series, it can be bene cial to combine both steps into an advanced model. This is
due to that fact that for instance the problem speci c geometry can in uence the feasibility of a
region in measurement space. A combined model will include a Gaussian process prior on the
measurementscsuch that posterior meansccan be estimated and used to plug into the above
constructed FRAME model with independent time steps. The Gaussian process is shifted and
scaled to align with the empirical me&h and standard deviatioh. of the measurementsc
and controlled by a kernel functida.

fc Dirt1°~ 4 Unit01° 8C

2
, dfc-B N 3 ‘lfc—@f’LZC 8C

W GP 3i™ 4 -G° (3.7)
2
-dy cf-B N 3, c-[EC 8C

The distribution on the latent estimates is the product of the Gaussian process prior as
well as the independent normal distribution around the mixing estimate. Ideally, this model does
not need to include sampling &f andAcbecause if the mixing equation can be expressed as a
linear system of equations (Equation 2.14) then the smooth measurement ggsiea cient to
solve for the source contribution and fractionation parameters directly. In practice, this approach
reduces to applying isotopic mapping techniques to the time series that is preprocessed using
Gaussian process smoothing.

If the mixing equation is not explicitly inverted but evaluated by sampling the paranfgters
andAg then the latent variabléd/ can be marginalized over and eliminated from the model.
The product density dfV can also be expressed using known identities [90, ch. 8.1.8] for each
separate isotopic measurement dimensfon 1—e¢++— B terms of its empirical mearf._g,
empirical standard deviatidh._ and noise varianci,

| |
‘1 . !
~ 1 #o# o~ 2.7 "o g #
9:= 1, —G 2R - =79 — o'F4°, —G 1 2R
-9 [ 9 17\-—9
Using the Cholesky decomposition these distribution parameters can e ciently be computed
and used for sampling. Thus the latent paramatéisan be eliminated from the model and the

likelihood of each rowX ¢ can be directly computed.

F Dirtl°>~r Unit0-1°

A o 1N o
F-r° GP 3N .G 3.8)

2
XgiF+ N g ~g"9, [—2C1 89=1-eee_3
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3. Methodology

Gaussian process priors on measurements use only one single hyperparameter which is the
correlation lengthd used to compute the kernel matéy 9= ~q1gs— @°. The scale of the Gaussian
process is always set to the empirical standard deviation of the data and is thus considered xed. In
order to compile a fully hierarchical Bayesian model an inverse gamma distrilc%xtion 1220
can be used as hyperprior for the correlation length assuming that the time scales are properly
normalized.

3.2.3. Generalized Gaussian Process Priors

To make use of time series information in the source contribution and fractionation weights
direct priors are desired. Such priors can be constructed by sampling auxiliary variables from
multiple independent Gaussian procesgesGP 1G° and at each point in time inverting the

log ratio transformations on the simplex introduced in section 2.5 in order to create a time series
of simplex-valued variablefg; The fractionation amouri:is constrained to the intervad-1%

and can thus be linked for instance by applying the logit transformgit log ﬁ at each point

in time, which maps it to the entire real axis. Hyperparameters for correlation lehgtR

and concentratiofi 2 R are used to compute the kernel matéygo = f 2n41ge-@P° for the
Gaussian process. The general shape of these priors is visualized in Figure 3.1 and Figure 3.2.
Working with the matrix of source contributior’s = »fyee4 % 2R # and fractionation
weightr = »  A:+Y% 2R # the model can be stated in vectorized form, where the link
functions are understood to be column-wise.

cIiFe GP  1GO
logitiro GP? G° (3.9)
-dfeA N 3 " H—#-[2 8C

Figure 3.1.: Gaussian process prior with radial basis function kernel and with di erent correlation
lengthsd for three source contributions mapped to the simplex using the centered
log ratio transform.
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3. Methodology

Both link functions used can easily be inverted once random variable&P 1G° and
Y GP* G° are sampled from Gaussian processes over @md— e« +—#The inverse of the
clr transform is given by the softmax function and the inverse of the logit link is given by the
sigmoid function.

4 . 1
Fe=clr. '/ ceee—to=f———-  A=logit 't. &=
9:14 9c 1’ 4'C

The prior on the source contribution parameters known as a generalized Gaussian process
prior and techniques such as Taylor expansion can be used to derive analytic approximations [91].
Its marginal is a softmax transformed multivariate Gaussian, which is also known as a logistic-
normal distribution and serves as an approximation to the Dirichlet distribution [92]. This is
due to the fact that a Dirichlet distribution can be constructed as the ratio of gamma distributed
variables [93, ch. 4.1] and the softmax function produces a ratio of log-normal variéisi¢sat
are very similar in distribution. The mapping using centered log ratio transforms thus creates a
time series of random variables with approximate Dirichlet marginals, which is referred to as a
Dirichlet-Gaussian process (DGH94].

The marginals are controlled by the paramétaaf the Gaussian process that now acts as the
concentration parameter of the Dirichlet distribution. Since the covariance K8risescaled
to generate Gaussian random variables with unit varianicesifl, the marginal distribution in
that case is approximately the uniform Elif. This fact can be seen by sampling from these
generalized Gaussian process priors and estimating the marginals as in Figure 3.2.

Using the isometric log ratio transform ilr instead of clr reduces the number of Gaussian
processes that need to be sampled to 1 for the source contributions. Inverting this link
function is as simple as applying an orthonormal base transfb(section 2.5) to the random
variables and then applying the softmax function. Since interpretability of the sampled Gaussian
process variables is not required, any orthonormal basis is suitable and a simple construction
using Gram-Schmidt orthogonalization is chosen [84].

iIrtFe. GP 41G°
logitire GPt G° (3.10)
-df-B N 3 “H—&-2 8C

Shorthand notatiolts P1G° = GP10-1-G° is used with correlation lengtd and scalef
included in the kernel computatid®g o= f 24— @°. Both kernel parametesandf can be
set in advance or given weak hyperpriors. The inverse gamma distrib&xtion 12-2° and the
regular gamma distributioh 12-2° are chosen under the assumption that the time variables
01— * * * xgare scaled appropriately. This hierarchical model bene ts especially from the reduced
number of Gaussian processes sampled when using the ilr transform since the kernel covariance
matrix must be reconstructed in every sampling step. The number of hyperparameters can be
increased by using separate concentrations and correlation lengths for the source contributions
F and the fractionation weights
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3. Methodology

Figure 3.2.: Estimated marginal densities of transformed Gaussian process priors for di erent
concentration parametefson the left together with one prior observation for three
source contributions on the right.

3.2.4. Spline-Based Priors

An alternative to Gaussian process priors are spline basis functions, which can be used to
construct a linear tting operation that is then mapped to simplex space. This allows for the
addition of exogenous variables as predictors of source contributions or fractionation as well.
A cubic spline basis of basis functions is evaluated at the measurement pgjpise « +g

to form the evaluation matrikd 2 R " with Hgg= BygP for polynomial basis functions

Bl o—eee—~B° The time series of source contributions in simplex space is reconstructed
with the basis coe cientsb. 2 R" for each source = 1-e+ee— arranged to the matrix

1 b ¥A=B2R " and coe cients for fractionatiorc 2 R* * . This type of model is
therefore part of the generalized linear model class [95] and allows for easy extension with xed
e ects relating to measurement dimensions as well as random e ects for experiment replication.
It will thus further be referred to ageneralized linear model with spline basis (spline GLM)

B-c N1 0-1°
clrtFo = BHT
logitre = cH'
-dfeA N3 " H—#-[2 8C

In consequence, the distribution of the basis coe cient vettor= BT. 2 R" before trans-
formation has distributiotb. N « 10-1° for source: = 1-e++—, After application of the
spline basis transform it is thus still Gaussidh. N  *0-HH T° although with a modi ed
covariance matrifdHT 2 R # . Since the inverse centered log ratio transform maps Gaussian
random variables with unit variance approximately to a uniform Dirichlet distribution, it makes
sense to scale the basis transform such #hittHHT® = 1 as the spline basis vectors are not
semi-orthogonal in general.

(3.11)
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The linear estimator described above with Gaussian priors on its coe cients is rmly linked
to a ridge regression estimator in frequentist statistics, since both the posterior mean and the
maximum a posteriori solution coincide with the ridge estimator [96, ch. 6.2.1]. This estimator
is used to introduce shrinkage into the parameter values, thereby regularizing the e ect of an
excessively large number of degrees of freedom. Furthermore, it can vaguely be connected to
smoothing splines by restricting the basis to natural cubic splines and using a generalized version
of ridge regression with weighted data points [75], [97], [98].

Similarly to Dirichlet-Gaussian process prior models, using the isometric log ratio transform
reduces the number of spline basis coe cient vectors needed for the source contribution&.to
However, in this case the bene t is smaller since the coe cient vectors have only'size# .

Further alterations can be made by using a di erent number of degrees of freedom between
source contributions and fractionation. The basis coe cient priors are also a way of customizing
the model by scaling them to standard deviatior2 R and thus introducing a concentration
parameter or by setting the prior shape to a Laplacian distribution, which has heavier tails and is
linked to the frequentist LASSO regression estimator, albeit only for the maximum a posteriori
solution [49], [96].

Figure 3.3.: Spline prior for three source contributions transformed to the simplex with the clr
transformation using di erent degrees of freedémthat can be used to control the
covariance of source contributions at separate points in time.

3.3. Model Comparison

3.3.1. Data Simulation

Models can be compared by simulating the data generating process multiple times and then
comparing the resulting posterior sample with xed truth values. The time series of source con-
tribution and fractionation weights used to simulate the data are denofed-byf, f, %and

r =>4 A, ¥and the mixing equation using Rayleigh fractionation is chosen. Measurement
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3. Methodology

generation is then repeatéd times by sampling the source isotopic signatgt&® 2 R3
and fractionation factors ‘@ 2 R® from their respective priors and then adding independent
Gaussian measurement errorsZ N 30— [2° with noise varianc¢? 2 R3 for @= 1—+++—&

- @ =5@., '@loga, 2 (3.12)

Auxiliary data for source isotopic signature and fractionation factor used to generate them are
taken from Yu, Harris, Lewicka-Szczebai,al.[99]. They correspond to nitri cation((;) and
bacterial denitri cation (). Priors are uniform for the sourcés Unitlg- ¢— 9= 12 and

2
Gaussian for the fractionation factor with variance matched to the reported bourdis 2—°.

| L 1 2 | 2

XN 5565 1760 2525 551 G4 92
XISNSP | 3535 6¢7 19 112 5655 5¢3

Table 3.1.: Prior distribution parameters for two source isotopic signatures and one fractionation
factor taken from Yu, Harris, Lewicka-Szczebakal.[99] that are used to simulate
data sets for model testing.

The comparisons are done on xed parameter values that intend to be illustrative for a given
edge case that might occur in reality. The true parameter time deraasd A~ are shown in
Figure 3.4 and are sampledtat= 32 equally spaced time steps. One additional general example
(GenE) is used for simulation with properties being less extreme than for the other ones and
hopefully representative of average datasets that might be encountered in practice. It is used for
subsection 4.3.3 and subsection 4.3.4 and studied extensively in section 4.4.

Bayesian parameter estimation is then tested on each generated Hafa set- 11@ - ;@1/4 2
R3 # for @= 1—«++—&dividually and a total of posterior samples of all parameters is pro-
duced each time. The posterior samples shall be denotde @y = »fi@'cB f;@‘ﬁ/z:and
r'@-B= »A;@JB A;@_ﬁ/zrespectively foB=1—9ee—(

All experiments are run on an Intel Core i9-10900K CPU. The reported runtimes in section 4.2
are of a single sampling chain and in section 4.3 the reported times are the maximum of 4
simultaneously run chains.

3.3.2. Measuring Quality of Inference

Sampling from the posterior distribution does not give unique point estimates for the parameters
involved and multiple ways of computing them exist. Most commonly the posterior mean is
used as point estimate, although using the median for example could also be a useful strategy for
posterior distributions that are highly dissimilar to a Gaussian distribution.

R

h 1 h 1
F@-E FX'@ =2 FOB p@-p x'@ -2 (OB (3.13)
( B=1 ( B=1
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Figure 3.4.: True parameter series used to simulate datasets that illustrate fast changing source
contributions (FastS), slow changing source contributions (SlowS), extremal source
contributions (ExtrS), high fractionation (HighF), average and fast changing frac-
tionation (AvgF) and low fractionation (LowF).

Now the accuracy of the estimation can be assessed by computing the distance between these
pointwise estimates and the true value such as root mean squared error (RMSE) and mean
average error (MAE). Although it is possible to compute the metrics at each point in time they
are averaged for simpler model comparison. Computations ®&ttare analogous.

Y

@ 1 2 1 G
Fe F. - MAE?:

RMSE @ := S Fe F. (B14)

1
T :C
#C:1

H| =

G1

Since the parameters to be estimated are interpreted as a time series, it makes sense to also
compare speci ¢ time series information across the model estimates. The rate of change can
signi cantly be confounded in the measurement time series, since the measurement errors follow
a white noise distribution that introduces high frequency changes. The ability of models to Iter
this noise can be measured by comparing the rate of change which is approximated using rst
dierences Foq=Fgy o Fcgand Ac= A, Agfor C= 1-ee+—# 1. The magnitude of
changes is not necessarily relevant, since misestimation of them would also lead to bad pointwise
estimates. Therefore the ratio of variances of rst di erences shall serve as comparison metric,
which can be understood as comparing a notion of curvature or acceleration.

Ly 1 F'@ il # 1 '@ 2
1@ G1 :C # 9=1 )
arFD. - = .
VarFD : 3.15
' I # 1 = il # 1 F
G1 :C # =1 19
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3.3.3. Metrics for Bayesian Posteriors

Bayesian models are mainly used to derive pointwise estimates, but their advantage is the creation
of a sample from the posterior distribution. Itis thus also important to take distribution properties
into account. A simple way of doing so is evaluating the estimated posterior density at the true
parameter value, that is known from the data simulation. High posterior density values provide
evidence that maximum a posteriori estimates could be appropriate.

Equally-tailed credible intervals can be constructed using the estimated posterior quantiles
@WX?°, although di erent notions of the credible interval such as highest density intervals exist
[100]. The credible interval with levelV2 »0-1%is then the set excluding the tails with a
proportion of%vof the most extreme observations on either side.

w= o Wx gl W

Posterior interval coverage is a useful metric for simulated data of the full Bayesian model,
meaning in particular thaf andr are sampled from their priors as well. Since the data

simulation for model comparison used here has xed parameter values, interpreting interval
coverage becomes less meaningful. It is still practical to use the size of the credible interval

as measure of uncertainty and thus the interval @aﬁl\lx @ %VX can be compared,

which is desired to be as small as possible given otherwise accurate estimates.

Further metrics for the quality of the entire posterior distributions can be taken into consid-
eration. Posterior predictive checks are typically used in cases where no true values for the
parameter estimates are available in order to assess the models capability of representing the
input data well [101]. The posterior predictive distribution is the likelihood of hypothetical future
measurements calculated using the posterior distribution over parameter values in presence of

the actually available data.
1

?21XjX0 = 2AXJFHOCciF+jX°3F3r (3.16)

This posterior predictive distribution is not unique since given that there are auxiliary parame-
tersSand as wellitis unclear whether it should be proportional to the marginalized likelihood
?1XjF—° or rather the likelihood conditioned on the auxiliary parame®isjF—+-S— °©. This
discrepancy renders comparison of predictive density values across dataset simX&fons
ine ective, since the models t a joint posterior and thus assume that future data must be sam-
pled using identical auxiliary parameter values, whereas the simulation resamples their values
S'@_ '@ every time.

The log pointwise predictive density is a metric for the quality of the posterior predictive
density and thus by proxy of the Bayesian model. It is computed by evaluating the predictive
density at the original data points and can be approximated using the posterior samples [102].

1 ~

LPPD@ =log  ?1XjF—oCiF—jX°3F3r 21XjF'Fo (3.17)

1
(o
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Using the model tted on the same data as it is evaluated tends to overestimate the pointwise
predictive density and new data is assumed to have lower values in reality. Ideally, the expectation
over the true distribution of the data is desired for comparison, which is not feasible in general
since the marginaP1X® is not known. Approximations to out-of-sample predictive densities
exist with prominent approaches being the Watanabe-Akaike information criterion or leave-one-
out cross-validation [103]. However, they assume that multiple independent draws are available
and used to tthe model, which is not the case for the data used to compare models. Even though
datasets encountered in practice re ect this choice, it is notinconceivable that real datasets can be
obtained where multiple time series are at hand, that can be treated as independent observations
and thus allow for the computation of these approximations to the expected log predictive density.
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Chapter 4

Results & Discussion

4.1. Rayleigh Fractionation Priors

Sampling the posterior distribution of the fractionation weigfdr closed system fractionation
is hard, because it is connected through the non-linear logarithm to the e ect on measurements.
Although a uniform prior usually does not inform the posterior about anything else than the
boundaries, the logarithm makes its e ect on the posterior much more unclear. Di erent choices
for prior distributions are thus tested for their e ect on the generated posterior sample.

The simulated dataset uses 17 di erent values for the fractionation iddmxging fromQ0«05
up to0+95. Source contributions are xed ti = 07 and 5 = 0-3. Each value oAAis used
to generate& = 64 data points- "°— e+« %" with measurement errdr = 4 for a total of
1088 data points. The stationary inference model given in Equation 3.1 is tted to each point
individually, which makes this setting analogous to the inference procedure used in the original
FRAME model [18].

Figure 4.1.: Dual isotope plot for the two sources used with simulated data points colored by the
fractionation indexA

Using a uniform prior for the fractionation index/ / 1isthe natural choice used as standard

by all models. It is compared to the Je reys prior, which was derived in subsection 3.1.1 to be
ci®/ %\ and thus is an improper prior. A middle ground between these two choices is given
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by the beta prioA 1%—10, which hasc!1# pli. The rst argument of the beta distribution

can also be used as a free parame@r 10-1¥alongside a uniform hyperprior to construct the
hierarchical modeA  *U-1°- U Unit0-1°.

Each data point is supplied to the model individually gneé: 5000 posterior samples are
generated using Stan. The samples are combined for each vahu® oharginalize over the
distributions of the auxiliary parameters. Posterior density estimatiodsfd@r05, A= 05 and
A= 095 are shown in Figure 4.2.

Figure 4.2.: Posterior densities of the fractionation weiglaveraged across simulations for
di erent prior distributions.

The sourcd » (bD) has a wide prior distribution which confounds with the e ect of fraction-
ation and introduces high uncertainty. Since this uncertainty is proportional to the logarithm of
A the e ect on the posterior distribution is much more pronounced wkisrhigh. The Je reys
prior introduces a shift towards lower values compared to the uniform prior with the beta prior
being in between the two. The hierarchical prior estimates a parameter value éfclosely.

This can be understood as a maximum evidence estimator since the ptiavasuniform, and
consequently the beta prior represents a distribution derived from empiricfall Bayesian analysis.

Inference performance is compared by taking the posterior nfé&hs (l (, f@Band
A@ =1 A®®and comparing them against the true valfiesndA . Figure 4.3 shows the
mean absolute error of the posterior mean with vertical lines indicating the standard deviation
over the& = 64 repetitions. Clearly, the Je reys prior performs worst for source contributions
with the uniform prior being best and closely followed from the beta and hierarchical prior. In
terms of fractionation index the Je reys priors is best for low valueAwfth the uniform being
worst, but this relationship switches at abdut 04 to the contrary. Therefore, choosing any
prior can still be justi ed if one expects the fractionation index to be in a certain range and the
e ect of prior choice is overwhelmed by the variation introduced through the distribution of the
sources regardless.
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4. Results & Discussion

Figure 4.3.: Mean absolute error of Bayesian models using di erent fractionation prior distribu-
tions over di erent true fractionation values. The performance on source contribu-
tions is identical for both sources, since they are perfectly correlated, so only one
panel is shown for both.

4.2. Sampling Software

Bayesian models can be implemented using di erent sampling strategies. The most commonly
used sampling libraries are JAGS using Gibbs sampling and Stan using Hamiltonian Monte
Carlo sampling. These two implementations are compared in three di erent settings. Firstly,
the original stationary FRAME estimator for one single time step given in Equation 3.1, then
the time series model using independent time steps described in Equation 3.5 and the hierar-
chical Dirichlet-Gaussian process model described in Equation 3.9, with joint estimation of the
correlation length for source contributions and fractionation.

The general example GenE discussed in section 4.4 serves as xed truth véjuarfdr. for
simulating data and applying the models in the above mentioned three settings. The time series
are sampled witl# = 64 points and for the stationary case the average over time is chosen as
xed value. Each implementation is run fér= 10000sampling steps and the resulting e ective
sample size, total runtime in seconds and resulting e ective samples per second are noted in
Table 4.1. The e ective sample sizes are computed using the calculation described by Kruschke
[104, ch. 7.5.2.] and the reported number are averages over all parameters.

JAGS seems to outperform Stan for the stationary and independent case by having more
e ective samples in the shorter amount of time. The hierarchical model could only be e ciently
sampled by Stan although it took a comparatively long time.

These ndings are consistent with results on linear models using di erent numbers of param-
eters reported by Beraha, Falco, and Guglielmi [105]. It seems like Stan is a good option for
time series models that inherently have a lot of parameters and the cases where JAGS is faster
have su ciently short sampling times for both libraries.
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Table 4.1.: E ective sample size, runtime in seconds and e ective samples per second for the

4.3.

Time series models are compared for a wide range of scenarios representative of edge cases that
might occur in reality. For the experiment, xed parameter values for source contribufions
and fractionatiom and datasets are sampled according to the procedure described in section 3.3.

4. Results & Discussion

‘ ‘#455 time #452B

stationary Stan | 4482 10 454
JAGS| 5131 05 9162

independent Stan | 6350 66 97
JAGS | 6559 22 292

hierarchical Stan | 11538 1477 8
JAGS| 10 1527 -

Stan and JAGS sampler over= 10000sampling steps.

Time Series Models

The models to be compared are the following:

Independent time step model described in Equation 3.5

Hierarchical independent time step model with gamma hyperprior for concentfation

described in Equation 3.6
Gaussian process prior on measurements @ithl described in Equation 3.8

Gaussian process prior on measurements with 1 using latent variable formulation
described in Equation 3.7

Gaussian process prior on measurements with inverse gamma hyperpdgior on

Gaussian process prior on measurements with with inverse gamma hyperpdioisory
latent variable formulation

DGP prior using clr transform andl= 1, f = 1 described in Equation 3.9
DGP prior using ilr transform and = 1, f = 1 described in Equation 3.10
DGP prior using clr transform arfd = 1 with inverse gamma hyperprior ah
DGP prior using ilr transform anfl = 1 with inverse gamma hyperprior ah

B-spline GLM using clr link function having = 8 for source contributions and = 4
for fractionation described in Equation 3.11

B-spline GLM using ilr link function and = 8 for source contributions and = 4 for
fractionation

B-spline GLM using ilr link function and = 8 for source contributions antl = 4 for
fractionation with Laplace prior on coe cients
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4. Results & Discussion

4.3.1. lllustrative Examples

The examples described in subsection 3.3.1 are sampl&d f064 repetitions. Measurements
are simulated with Gaussian measurement error of magnited® The posteriors are sampled
for a total of( = 10000steps using 4 parallel chainf,. Goodness of estimatipn is quanti ed with
estimates computed as the posterior me“é@sz 10 fl@_ﬂBandAé@ =1 Aé@_cBand

¢ B1'c ( B1
taking the mean absolute error to the ground truth. Both the root mean squared error and mean
absolute error have been found to be similar and posterior medians lead to the same conclusions
as well. Mean absolute error results are shown in Figure 4.4 and details for all metrics are
available in Appendix B. The results for the two source contributions were identical since they
are perfectly correlated, so the plots only show one result foraddition to the fractionation

weightAif applicable.

Figure 4.4.: Mean absolute errors for all examples average®ovet4 dataset simulations with
standard deviations shown as vertical lines.

Allmodels using xed hyperparameters use default values that are not speci cally tuned for the
examples at hand. Therefore the reported performance is not indicative of best case performance
and only shows the quality of the chosen values. Hierarchical models do not have this problem
since they can estimate the hyperparameters for each example speci cally.

Overall performance seems to be best for hierarchical DGP models or spline GLMs. Estimation
of fractionation is not ideal in most cases with spline models performing best for extremal
fractionation amounts, which are all examples except AvgF. The default number of degrees of
freedom that spline models use seems surprisingly robust in all examples whereas the default
correlation length of Gaussian processes does is not. Gaussian process priors on measurements
appear to be slightly worse than DGP priors and spline-based priors especially for examples
SlowS and ExtrS. Independent time step models have worse performance than the rest for all
examples and the hierarchical extension to it only has good performance in example SlowS and
ExtrS, which represent cases where concentration to sources is either very low or very high. In
other cases using at priors as default values seems to work best.
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4. Results & Discussion

Spline GLMs have very small errors on fractionation whenever the value is slowly changing
and close to 0 or 1. This could suggest that the chosen hyperparameters are suitable for all
examples. Another plausible explanation is the fact that the spline bases used have an intercept
term, which allows it to freely move the center of estimation, whereas DGP models do not. For
the source contributions this likely does not matter, but allowing the Gaussian process to have
non-zero mean could be bene cial for fractionation. An additional spline model was added with
Laplace priors on the coe cients. This seems to be bene cial in cases where parameters are
close to their boundaries since the prior allows for values farther from zero.

The model using Gaussian process priors on measurements was implemented using both
formulations with latent variables in Equation 3.7 and with analytically computed likelihood in
Equation 3.8. Performance is identical in all cases hence strongly indicating that the formulations
are equivalent for parameter estimation. Additionally, using clr or ilr transformations for DGP
models and Spline GLMs does not make a di erence in estimation accuracy, as is to be expected
from their derivations.

Time series models are not only expected to give accurate estimates of the source contributions
and fractionation, but the resulting time series should have similar properties to the truth as well.
The variance ratio of rst di erences described in Equation 3.15 measures accuracy of the
estimated curvature. Results for source contributions are shown in Figure 4.5.

Figure 4.5.: Log variance ratio of rst di erences of the estimated time series against the true
values for source contributions. The time series for fractionation are linear or constant
in most examples and are thus not suitable to be used for model comparison.

Clearly, the hierarchical Gaussian process and DGP models estimate the correlation length
well, resulting in a time series with similar rates of change than the true values. Spline GLMs
perform well, especially for the examples FastS, SlowS and ExtrS. Independent time step models
resultin high variation which is due to the fact the the measurement noise is not adequately Itered
and the xed correlation length Gaussian processes seem to have misspeci ed hyperparameters,
since they also overestimate the rates of change in the time series.

42



4. Results & Discussion

Fitting times ranged from 20 seconds to 72 seconds on average forthE0000posterior
samples generated by each model, split into 2500 over 4 chains. The longest time out of these
4 concurrent chains is shown in Figure 4.6. Hierarchical models tend to be slowest due to the
additional parameters and repeated matrix decompositions that need to be computed, whereas
xed parameter models, especially independent time steps and spline GLMs, sample fastest.
Spline models using the Laplace prior have long tting times which could indicate that the high
parameter values, that are allowed due to weaker regularization of of parameter ranges far from
Zero, are not su ciently identi able resulting in slow sample generation.

Figure 4.6.: Fitting time in seconds fér= 10000posterior samples split among 4 chains. The
reported result is the maximum tting time among the chains.

4.3.2. Improved Data Quality

Estimation accuracy can be improved not only by choosing the right model but also by improving
the data quality. Several ways of adding more or higher quality data exist and the e ect on model
performance is studied in order to nd what would be most bene cial.

The examples above use two sources with two isotopic measurements making the system
well-determined. If additional isotopic measurements are available they can be added to make
the system overdetermined and thus eliminate some noise. For this the additional isotopic
measuremenk'®O is added with source locations and uncertainty reported by Yu, Harris,
Lewicka-Szczebalet al.[99]. The same dataset generation procedure as in subsection 4.3.1 is
used with a total o& = 64 datasets generated. Resulting improvement in estimation accuracy
for the same two sources is shown in Figure 4.7.

An improvement can clearly be seen especially for estimation of the fractionation werght
the examples HighF and AvgF. It is worth to note that the additional measurement is not ideal in
quality having large uncertainty for the fractionation factor. Spline GLMs seem to have improved
the most, especially in their already good ability to estimate fractionation weights.
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