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Abstract

Comprehensive two—dimensional Gas Chromatography with Vacuum Ultraviolet detection
(GCxGC/VUV) results in sizable data for which noise and baseline drift ought to be corrected. As
GCxGC/VUV signal is acquired from multiple channels, these pre—processing steps have to be
applied to data from all channels while being robust and rather fast with respect to significant size of
the GCxGC/VUYV data. In this study, we describe advanced GCxGC/VUYV data pre—processing
techniques for noise and baseline correction that are not available in commercial softwares. Noise
reduction was performed on both the spectral and the time dimension. For baseline correction, a
morphological approach based on iterated convolutions and rectifier operations is proposed. On
the spectral dimension, much less noisy and reliable spectra are obtained. From a quantitative
point of view, mentioned pre—processing steps significantly improve signal to noise ratio for
analyte detection and hence improve their limit of detection (circa 6 times in this study). These
pre—processing methods were integrated into plug im! platform (https://www.plugim.fr/).

Key words: comprehensive two—dimensional gas chromatography, vacuum ultraviolet detection,
data pre-processing, baseline correction, noise reduction

1 Introduction

Analysis of multidimensional chromatography data can be extremely complex, hence strategies
and approaches for data analysis must be carefully devised in order to obtain the most from
the available information. Before applying intricate data analysis techniques, comprehensive
two—dimensional gas chromatography (GCxGC) data must be subjected to pre—processing.
Pre—processing techniques are applied with a goal of eliminating irrelevant chemical variations
and often include noise reduction procedures, baseline correction, normalization, and retention
time alignment [1, 2]. After data pre—processing, the challenge is usually to identify compounds
peaks and perform quantification [2].

Vacuum ultraviolet detector (VUV) has been recently successfully hyphenated with GCxGC
analysis [3-5]. This analysis technique has a lot of potential for analysis of complex samples,
particularly in the field of fuel analysis. Although GCxGC/VUYV data processing is specific
to chosen application, it generally begins with integrating an interval of a spectral band. This
operation is called ‘spectral filtering’. Further processing procedure can be reduced in a rather
classic way to the following sequence of steps: baseline correction, detection of peaks corresponding
to compounds of interest and peak integration [1, 6]. Concerning softwares for processing and
analysis of GCxGC/VUYV data, previous studies mainly rely on homemade Matlab software [4,
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5] and GC Image [7] which is as far as our knowledge the only commercial software supporting
direct import of the GCxGC/VUYV data.

In this work, we propose a strategy for advanced pre—processing of GCxGC/VUYV data. Adaptive
noise reduction and robust and fast baseline correction methods are described. For baseline
correction, a morphological approach based on iterated convolutions and rectifier operations is
proposed. VUV detector blank signal subtraction was also performed. This data pre—processing
approach was evaluated regarding enhancement of the detection limits in GCxGC/VUYV analysis
as well as improvement of quality of data obtained for real complex samples.

2 Data processing methods

2.1 Noise reduction

GCxGC/VUV data can be quite noisy, owing to high acquisition frequencies which are necessary
for GCxGC analysis. As VUV detector possesses moderate sensitivity, in the case of GCxGC/VUV
analysis it is important to apply noise reduction as this can help to significantly improve obtained
signal to noise (S/N) ratio [8].

Our approach for noise reduction uses a wide range of noise reduction filters whose parameterization,
linked to the size of the calculation neighbourhood, adapts automatically and locally to the signal.
Classical linear filtering techniques express the smoothed value at one point as a linear combination
of the values of the samples located in the interval around the considered point. This filtering
can be interpreted in terms of a scale corresponding intuitively to the length and the weighting
applied. The choice of the right filtering scale is crucial in order to preserve as much as possible the
local properties of the signal we wish to analyse. However, this good scale (unknown a priori) can
vary from one point to another, and most of the time leads the user to choose filtering parameters
allowing a compromise on the whole signal.

* Noise reduction on the spectral dimension:

The most important strategy to reduce noise for VUV data is based on the observation that any VUV
spectrum inherently possesses monotonous nature, without high frequency variations. Thus, VUV
spectrum at every point of the GCx GC chromatogram can be smoothed efficiently by choosing
a number of points in the averaging window, calculating the mean value in the window and
repeating this operation until the entire observed spectral range is covered.

o Noise reduction on the time dimension:

Above mentioned approach ensures the majority of the GCxGC/VUYV data noise smoothing
effect, however an additional smoothing can be applied on the chromatographic dimension (for all
wavelength channels). This approach was already published in [9] and can be described as follows.
Let s(x) be a signal with noise to correct and composed by a set of peaks. Let us agree on the terms,
"smoothing the noise" in our context, means eliminating peaks of the signal s corresponding to
noise while modifying as little as possible the other peaks of s corresponding to useful information.
It is assumed that noise peaks correspond to peaks of lower intensity and width than peaks
containing useful information. The elimination of a peak is equivalent to transforming s locally for
this peak into a slowly varying function passing through this peak at best. On the other hand, s
must be modified as little as possible (or not at all) for peaks containing information (see Figure 1).
Let f, be a smoothing function parameterized by the variable . The higher the « is, the more
important the smoothing is. Such a function can be a Gaussian kernel. Let M be the maximum
value that parameter « can reach. All peaks of s with width greater than M are considered relevant
information. Finally, let m be an incremental step for parameter «. For each point x, a parameter «
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is calculated to adapt the smoothing function locally. The optimal parameters ., (x) are obtained
for the minimum residue between two consecutive smoothed functions:

ay (x) =w min|s * f (x) —s*f_m (X) | (1)
a€[mM]

The corrected noise signal is then obtained by convolution with f, ()

S * fzx*(x) (2)

It should be noted that Equation (1) can be seen in a continuous framework as the search for each x
of the parameter « allowing to obtain in x the minimum of the derivative with respect to « from s
convolved with f.
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Figure 1: Principle of the action of the filter: filter minimally modifies the peaks containing information (peaks of high
intensity and rather isolated), and smooths strongly the peaks corresponding to noise (peaks of low intensity and
spaced close together).

2.2 Baseline correction

Observed detector signal in general can be defined as a sum of useful information, high frequency
perturbation i.e. noise (no information) and low frequency trend i.e. baseline (no information).
Baseline drift is a common problem in chromatographic studies. Baseline drift in the case of
GCxGC/VUYV analysis can occur due to column stationary phase bleed and/or low—frequency
variations in the detector and/or instrument parameters (e.g. flow). Baseline correction is
performed with a goal to improve analytes detection and quantification which otherwise may be
affected by baseline interference. Baseline correction methods ought to be carefully administered in
order to preserve relevant information (even broadened coeluting peaks which might be incorrectly
attributed to low frequency baseline variations) but also overfitting ought to be avoided. In the
case of multichannel detectors (which is the case of VUV), baseline correction ought to be applied
for all channels, after what baseline noise ought to be centred on zero for the entire length of the
chromatographic separation.

Baseline correction can be based on physical or mathematical approaches. Physical approaches
usually require changes in the instrumental set—up. These are for example wavelength —shifted
excitation [10-12] and time gating techniques [13-15]. Mathematical approaches mainly include
polynomial fitting based methods, penalized least square based methods, first derivative based



methods, peak detection and interpolation methods, peak detection and interpolation, wavelet
transform based methods and morphology based methods [16, 17].

Morphological approach to baseline correction consists in defining a baseline as a rigid / deformable
element which can be placed under a curve (kind of elastic more or less stretched under a curve).
Basic morphological operators include: erosion, dilation, opening and closing. Mathematical
morphology is mostly applied in the image processing field. For baseline correction, the application
of mathematical morphology is considered mostly for the Raman spectroscopy signal [16, 18-21].
The advantages of mathematical morphology for the baseline correction include possibility of
fast, robust and automated methods which can be advantageous for many applications, but also
that they are well adapted to analysis of 1D GC and 2D GC data. Early implementation of the
approach based on morphology operations was provided in the work by Perez—Pueyo et al.[18]
who proposed an automated approach based on changing the size of the structuring elements
and calculating the opening of the spectrum until three consecutive equal openings are obtained.
Further top—hat transformation (subtraction of an opening operation to the signal) was applied to
obtain a baseline free spectrum. Disadvantages of this approach involved possible distortion of
Raman peaks and estimation of baseline which does not correspond to the conventional smooth
nature of the background signal. Chen and Dai [16] subsequently modified this approach by
proposing iteration of morphological operations leading to gradual estimation of the baseline.
Koch et al.[21] developed an approach involving iterations of erosion operations which provides
estimation of baseline together with mollification which smooths the baseline. Chen et al.[17]
proposed automated baseline correction based on alternating sequential filters (iterations of closing
and opening operations) and convolutions. Chen and Hsu [22, 23] developed an approach
involving iterations of convolutions and erosion operations.

Morphological closing operation, with horizontal segment or disc for example, leads to interesting
results. Disadvantages of this approach however include: discrete implementation, high time
computation, and standard image processing algorithm are not directly transposable to signal (for
point (x,y), x can be discrete but y has real value). Segment with local fitting length can be also
employed [2, 24] producing similar result to closing operation.

The approach proposed in this work for GCxGC/VUYV data baseline estimation is taken from a
previous patent [25] and belongs to approaches based on iterations of convolutions and thresholding
operations [17, 21, 22]. At each iteration, a baseline passing through the fluctuations of s is obtained
from a convolution operation. A rectifier is used to extract the lower part of this curve. The
smoothing operation is repeated only on this lower part, thus allowing to gradually constrain the
curve to position itself close to the local minima of s. One iteration of this operator is formulated
as follows:

Fy(s) =s*fy —ReLU(s —sxfy) 3)

ReLU(x) = x" = max(0,x) (4)

with f, a Gaussian kernel with parameter a.
Baseline is defined as n compositions of Fy:

b = (Fu(s) o Fx(s) 0...0Fy(s)) * fu @)

b = (Fu(s))" * fa (©)

Illustration of the proposed approach is provided in Figure 2. Figure 3 shows the influence of
increasing of the number of iterations.
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Figure 2: Illustration of the approach for baseline correction (« = 20).
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Figure 3: Influence of the number of iterations on baseline estimation (« = 20).



The advantages of the proposed approach for baseline correction include: only two parameters,
very fast computation with real time preview accessible for GCxGC/VUYV data (> 1Gb), handling
signal with mixtures of low and high peak intensities, no model dependency for baseline. Disadvantages
include: non—intuitive settings, i.e. need to make a "trial and error" adjustment.

2.3 Detector spectral blank subtraction

Inherent to GCxGC/VUYV data is also a detector blank signal which is varying depending on

the observation wavelength. It can be seen in Figure 4, which shows measured blank detector

signal, that noise is more dominant at certain wavelengths, i.e. in the beginning and the end of

chromatogram. If detector blank is not subtracted, then VUV spectra extracted from a chromatogram
zone may contain a summed contribution of detector blank signal which can distort the spectrum

as it is shown in the Results section.

Our approach for subtracting the detector blank consists in estimating a contribution of detector in

a GCxGC chromatogram zone without analyte signal (see Figure S6 in Supplementary material)

and then calculating its average for a single pixel. This detector blank spectrum is then subtracted

from spectra at each pixel of the chromatogram.
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Figure 4: Measured detector blank spectrum.

3 Materials and methods

For the investigation of the improvement of detection limits for GCxGC/VUYV data through
application of described pre—processing methods, a standard test mixture was first analysed.
It consisted of various hydrocarbons diluted in toluene, all of purity 95% or greater (detailed
composition is provided in Supplementary material). Also analysed is a real sample, a gas oil
diluted in toluene, provided by IFP Energies Nouvelles (Solaize, France).

For GCxGC/VUV experiments, an Agilent 7890A gas chromatograph under hydrogen as carrier
gas equipped with a G3486A CFT forward fill/flush differential flow modulator was employed.
A normal configuration column set was chosen: DB—1 column (100% dimethyl polysiloxane; 20
m, 0.1 mm ID, 0.4 ym; Agilent Technologies, Inc.) was used in first dimension whereas BPX—-50
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(50% Phenyl Polysilphenylene—siloxane, 3.2 m, 0.25 mm ID, 0.25 ym; SGE) was used in second
dimension.

For gasoil analysis: 1 uL injected, 80:1 split ratio. Flow rates in first and second dimensions were set
to 0.15 ml/min and 13 ml/min, respectively. Oven temperature program was 50 °C (3 min) to 325
°C at 2.5 °C/min. Modulation period was set to 4.5 s while modulation injection time was set to
0.19 s. Modulation parameters were optimised according to our previous work [26].

For standard mixture analysis: Split injections were performed with a temperature programmed
MMI Agilent inlet operated in split mode (0.1 uL split injections with 50:1 split ratio). Flow rates in
tirst and second dimensions were 0.15 ml/min and 13 ml/min, respectively. Oven temperature
program was 50 °C (3 min) to 245 °C at 2.5 °C/min. Modulation period was set to 4.5 s while
modulation injection time was set to 0.19 s.

VGA—-101 (VUV Analytics, Inc., Austin, TX, United States) detector was employed. VUV conditions
were as follows: wavelength range, 125-430 nm; acquisition frequency, 33.33 Hz; flow cell and
transfer line temperature 325 °C, make—up gas pressure 0.15 psig.

Agilent ChemStation B.04.03—SP1 and VUVisionTM 3.0.1 were used for GCxGC/VUYV data
acquisition. plug im! software was employed for data pre—processing and extraction of spectra
[27]. GC Image 2.7 software was employed for data integration.

4 Results and discussion

4.1 Improving spectral data quality with pre-processing

To illustrate the importance of data pre—processing for GCxGC/VUYV data, a gasoil was first
analysed, and a summed VUV spectrum was extracted for the zone of chromatogram where
alkenes and cycloalkanes typically coelute (Figure 5). As absorbance is additive, having a reliable
spectrum from this zone may allow to discern individual quantities of these two groups trough
spectral decomposition. Extracted spectrum from the raw data (see Figure 6A trace in black)
illustrates the necessity for pre—processing as the spectrum is very noisy and exhibits a shape
that is not characteristic of the mixture of the two mentioned groups of compounds (see the VUV
library spectra for two representatives of alkenes and cycloalkanes families in Figure 6B).

Template

2D retention time (s)

1D retention time (min)

Figure 5: Gas 0il GCxGC/VUYV chromatogram (125 nm) with alkenes/cycloalkanes template zone highlighted.



For noise correction, first VUV spectral filtering (noise reduction on spectral dimension) was
applied which ensures majority of the noise smoothing effect. Figure S1 in the Supplementary
material illustrates the influence of the choice of the averaging window size on the recalculated
spectrum. VUV data wavelength step for the used instrument is fixed at 0.2 nm. A window size
(M) of 15 points ensures maximum noise reduction without loss of significant spectral features.
This value corresponds to half the size of the convolution window (i.e. 31 points are used for
averaging that corresponds to a spectral range of 6.2 nm). All points of the spectral dimension are
recalculated, the dimensionality of the data is preserved. Satisfactory performance was obtained all
over entire GCxGC chromatogram as VUV spectra features are in general not very elaborate, and
hydrocarbons exhibit broad absorption bands. Subsequently, additional chromatogram smoothing
in the time dimension was applied. Figure S2 in the Supplementary material shows the influence
of the choice of the noise filter value. It can be seen how analyte signal is preserved while noise is
significantly reduced when choosing filter value M = 5, i.e. for each point the averaging is adjusted
automatically with a maximum number of 11 points (corresponding to a time window of 0.33 s).

These two approaches in conjunction lead to a very good result. After pre—processing, summed
spectrum was again extracted from alkenes and cycloalkanes zone (Figure 6A in blue). It can be
seen that spectrum is much smoother.

Additional pre—processing was applied in the form of baseline correction. Figure S3 and Figure 54
illustrate the estimation of baseline based on the choice of the number of iterations and convolution
kernel size. As it can be seen a very good estimation is obtained with these parameters set to 15
and 100, respectively. Gaussian kernel size ought to correspond approximately to the width of the
widest peak of interest in the chromatogram, as if the length is too short loss of signal for wider
peaks will be incurred. Very important is to add that GCxGC/VUYV data can be very large in size
(often >1Gb) which is why very fast computation with real time preview are advantages of our
approach.

After applying baseline correction, extracted spectrum (Figure 6A in red) is finally more in line
with what can be expected for a mixture of alkenes and cycloalkanes. However, absorbance never
reaches zero at wavelengths above 200 nm, what is expected for these species (conjugated diolefins
can however demonstrate absorbance up to 240 nm) and is even showing an increasing trend at
240 nm, which on the other hand can be explained only by detector blank signal. To correct for
this artificial contribution, detector blank (Figure S5 and Figure S6) was subtracted from spectra at
each pixel of the GCxGC chromatogram. Finally, real alkenes/cycloalkanes mixture spectra was
obtained (Figure 6A in green).
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Figure 6: A) Extracted summed VUV spectrum for alkenes/cycloalkanes template zone; B) example of VUV spectrum
of a cycloalkane (ethyl cyclohexane) and an alkene (1-tetradecene) from the VU Vision® spectral library.

In the final spectrum in green, the expected pi—bond absorption bond of alkenes centred at
180—190 nm is observed. It shows that adequate pre—processing improves the quality of extracted
information. In this way, extracted spectra for zones with coeluting species with spectral differences
can be further employed to estimate linear contribution of each of the two families to the mixture
provided their reference spectra per unit mass are known.

4.2 Improving detection limits with data pre-processing

In order to investigate the effect of GCx GC/VUYV data pre—processing on quantitative performances
and detection limits, diluted solutions of a hydrocarbons test mixture were prepared: 2x, 10x,
20x, 50x, 100x, 150x, 200x, 300x and 500x. These solutions contained respectively ca. 5000 ppm,
1000 ppm, 500 ppm, 200 ppm, 100 ppm, 70 ppm, 50 ppm, 30 and 20 ppm of the present analytes,
including linear alkanes, alkenes, cycloalkanes and monoaromatics. Test mixture along with all
the diluted solutions were analysed with GCxGC/VUV. A typical chromatogram of the test mix

is presented on Figure 7 for a concentration of ca. 5000 ppm per compound for the 125—240 nm
spectral range.
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Figure 7: GCxGC/VUV chromatogram of a test mixture 2x dilution (125 nm).

First, GCxGC/VUYV data integration was performed using GC Image software. Average absorbance
in the 125—240 nm spectral range was calculated as no signal was obtained for longer wavelengths,
i.e. in the 240—430 nm range. Integration was performed on the data for which baseline correction,
the only available pre—processing operation available in GC Image, was applied.

Subsequently, all acquired data were subjected to pre—processing in plug im! software, which
involved noise reduction, baseline correction and detector blank subtraction according to the
approaches described above. Parameters chosen for the algorithms of the pre—processing steps
were kept the same as for the Gas oil data.
Figure 8A illustrates the extracted VUV spectra from the analysis of the 150x diluted test mixture

with concentrations around 70 ppm for n—decane, 1—-decene and m—xylene before any pre—processing.

As observed previously on the gasoil sample, Figure 8B demonstrates much improved spectra
after proposed noise, baseline correction and detector blank subtraction are applied. m—xylene
spectrum is clearly representative of monoaromatic species, 1 —decene demonstrates a characteristic
profile for alkenes, while n—decane exhibits monotonous nature characteristic for paraffins.
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Figure 8: Extracted summed VUV spectrum for n-decane, 1-decene and m-xylene (150x dilution, ca. 70 ppm): A)
without pre-processing, B) after noise, baseline correction and detector blank subtraction.
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After pre—processing, the corrected data were imported in GC Image for peak integration. For
each solution, peak volumes were calculated as well as signal to noise ratio. Detailed results for
raw data and pre—processed data are given in Supplementary material and are summarized for 3

selected analytes in Figure 9.

4.5
1 A
A
4.0 A
3.5 = [
J A A [}
n
3.0 A A
< |
w F Y |
925- A Y\ . -
l R - . = 6> improvement in
2.0~ A A S/N ratio
! AA a B n-decane
1.5 - A = ¥ ® 1-decene
i L m-xylene
104 .. m : r;-geeane
a -decene
1 u m-xylene
0.5 T T T T T T
1.0 1.5 2.0 2.5 3.0 3.5 4.0 4.5
log C (ppm)

Figure 9: log S/N ratio vs. log Concentration for n-decane, 1-decene and m-xylene for data with baseline correction in
GC Image (in red) and with full pre-processing in plug im! software (in blue). S/N ratio was determined with GC
Image (ratio of peak value to the estimated peak-to-peak noise).

It can be seen that, for all peaks, ca. 6 x improvement of S/N ratio was obtained when additional
pre—processing was applied. As expected for VUV data, S/N ratio is the highest for aromatic
species and it decreases with decrease of the degree of unsaturation. Improving S/N ratio naturally
helps in improving limit of detection for the species. We have observed that, in GCxGC/VUV
analysis below ca. 50 ppm, signal to noise ratio for analytes drops quickly and at this stage peaks
are difficult to distinguish from noise. This can be seen on the example of m—xylene peak in
Figure 10 (concentration ca. 20 ppm). After baseline and noise correction this peak is more easily

detected, useful information is preserved while noise is much reduced.
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Figure 10: Column II 1D view of the chromatogram (Avg. Abs. 125-240 nm) for the m-xylene peak: A) without
preprocessing; B) with baseline, noise correction and detector blank subtraction (the first peak is water peak).

5 Conslusions

In this work, we proposed advanced pre—processing techniques for noise and baseline correction
of GCxGC/VUYV data. For baseline correction, a morphological approach based on iterated
convolutions and rectifier operations was presented. Great improvement of spectral information
extracted from real samples or model mixtures was shown, opening the possibility of reliable
spectral mixtures estimations. Moreover, sensitivity improvements after applying developed
noise and baseline correction approaches were demonstrated on the example of model mixture.
All these features have been fully integrated in plug im!, a free open—access signal and image
processing software ((https://www.plugim.fr/)). This software and dedicated modules for
GCxGC/VUV data processing are available to any user and provide open access capabilities
which are complementary to currently existing software solutions.
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Compound m/m% in solution
n-C8 1.07
n-C10 1.14
n-C12 0.96
n-C14 1.07
n-C16 1.07
n-C17 1.26
n-C18 1.03
1,13-tetradecadiene 1.07
1,2-cyclooctadiene 1.05
trans-2-octene 1.06
1,7 octadiene 1.00
cis-decalin 0.59
trans-decalin 0.70
1-decene 1.54
1-undecene 0.97
1,3,5-trimethylbenzene 1.06
1,2,3-trimethylbenzene 1.36
1-phenyldecane 0.84
1-phenyldodecane 0.89
m-xylene 1.19
Propylbenzene 1.09

Table S1: Composition of standard mixture in toluene for investigation of the limits of detection of the GCxGC/VUV
method.
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Conc Bloh Cone Eloh Congc Blob Cone Elob Cone Blob
Compound (ppm) volume M (ppm)  volume SN | {ppm) wvolume SN (ppm) volume SN (ppm)  volume SN
a-C10 11400 11.34 221463 3770 6.20 114738 | 1238 141 28033 | 063 13585 251 0.33 5746
n-C12 2500 4.59 112290 4339 246 680,08 | 1042 0.56 23526 481 028 11296 21 0.13 46.00
n-C14 10700 3.01 1484 44 3416 2.63 91730 | 1162 063 2B0.78 336 029 12366 235 013 3059
n-Cla 10700 490 103022 3416 264 84781 | 1162 039 294 33 336 .30 11133 235 01z 3683
n-C17 12800 5.83 1638.04 6378 316 06053 | 1368 0.69 35043 631 034 16232 277 017 8747
n-C18 10300 483 112215 3213 2.63 0a8.00 | 1118 0.39 25427 316 029 162.41 226 013 5261
1-decene 15400 18.77 316740 7795 217 191410 | 1872 198 484 32 772 094 20233 338 046 11976
l-undecene 700 6.07 178343 4910 333 1058.84 | 1033 0.72 22903 486 034 137.06 213 0.17 3026
m-xylene 11200 15.63 347845 a023 862 239394 1292 1.87 351.68 396 083 28717 261 .39 11449
Propylbenzens 10200 13.18 237256 3317 7.20 188733 | 1183 1.39 338.35 344 073 28218 240 033 121.60
1,3, 3-trimethylbenzene 10800 13.80 307552 3365 758 202389] 1131 1.64 a07.21 331 078 26013 233 0.37 11020

2. 3-trimethylbenzene 13800 1492 306636 Gi84 823 220604 | 1477 1.77 301.39 6E2 083 23977 200 038 11228

trans-decalin 7000 2.80 77379 3343 1.38 49578 | Ta0 033 100.73 351 014 3380 134 009 2668
cis-decalin 3900 2 642 82 2086 1.33 30774 | 41 032 TR3T 296 0.14 4794 130 008 2173
1-phenyldecans 8400 6.84 204022 4252 .77 1245321 912 081 353723 42 0.39 200.83 185 .19 73.10
1-phenyldodecane 8900 6.99 1821.50 4305 3.77 1415339 | 966 083 36546 446 039 13583 196 0.19 6932
1,2-cyelooctadiens 10300 938 217188 3315 5.00 130407 | 1140 1.08 23646 32 031 13218 231 028 6333
1.13-tetradecadiene 10700 7.36 2311.23 3416 4.10 16587.16 | 1162 0.89 39965 336 .42 176.76 235 0.22 7022

Cone Bloh Cone EBlob Conc Blob Conc Elob Cone Blob
Compound (o) vohime R (ppm)  volume SM | (ppm) volume SN (Do) volumes S (ppm)  volume 8N
a-C10 1214 0.17 2878 E1.98 0.13 21.17 | 6464 011 17.16 3937 0.07 11.16 2325 006 727
n-C12 1022 0.03 1993 6904 0.07 1462 | 3443 0.03 692 3316 0.0z 6.26 2126 002 387
n-C14 1139 0.08 24.08 76.93 0.04 1449 | 6067 0.04 094 3695 0.04 329 23.70 002 3.68
n-Cla 1139 0.07 2802 T6.93 0.03 19.18 | 60.67 0.03 14.93 36.95 0.02 214 23.70 002 628
a-C17 1342 0.10 4027 00.61 0.06 2830 | 7144 0.06 17.77 43.32 0.04 13.66 2701 0,03 .39
n-C18 1097 0.07 2330 74.07 0.06 2037 | 3840 0.04 12.07 3537 0.03 1095 2281 004 6.35
1-decene 164.0 0.22 4403 11073 0.13 is0g4 | 2732 012 27.06 33.19 0.07 12.08 3411 0,06 2.50
1-undecene 1033 0.06 20010 69.76 0.03 1208 | 35.00 0.03 023 3330 0.03 366 21.49 000
m-xylens 126.7 0.21 4371 83.38 0.17 3487 | 6747 0.10 22.00 41.10 0.08 12.19 26.36 004 080
Propylbenzene 11481 0.16 5017 78.39 011 31.71 | 61.80 0.09 2380 3765 .06 12.06 2414 002 771
1,3 5-trimethylbenzens 1129 0.19 4329 7623 012 3032 | 6010 010 2431 3661 .06 13,33 2348 003 7.19
1,2 3-trimethylbenzene 1448 017 52.74 97.80 012 333 | 7711 0.08 24 .44 4697 0.07 16.66 3012 003 73
trans-decalin 745 0.04 1015 3034 0.02 837 | 3969 0.03 T80 2418 0.02 461 15.31 0,00 6.04
cis-decalin 628 0.03 1194 4243 0.02 883 | 3343 0.0z 646 2038 001 439 13.07 .00 3.29
1-phenyldecane 894 0.09 3462 6041 0.07 2332 | 47.63 0.04 16.80 2901 0.03 083 18.61 002 T.73
1-phenyldodecane 948 0.09 3319 64.00 0.06 1977 | 30456 0.04 1227 30.74 0.03 751 1271 003 6.23
1,2-cyelooctadiene 1118 011 3037 7331 0.08 2005 | 3954 0.07 12.19 3626 0.03 787 23726 003 73
1.13-tetradecadiene 113.9 0.10 37.28 76.03 0.08 27.16 | 60.67 0.03 20.10 36.05 0.04 11.07 23.70 0.03 7.79

Table S2: Peak volume and signal to noise ratio for selected peaks, for different dilutions of the test mixture with

baseline correction in GC Image. GC Image was used for integration of Avg. 125-240 nm chromatogram.




Compound Conc Eloh Canc Elob Conc Elohk Canc Elob Clonc Elob
(ppen i * volume S5/ {ppmL) valume S {ppm) voloms SN {ppm) walume S (PR volume S
n-Cl0 11400 2.32 101445.80 377 6.64 673049 1238 1.532 2032.03 571 0.72 28471 251 .44 467 64
n-Cl12 Q600 488 623721 4339 270 437422 1042 0.863 141938 481 0.33 T0Z.89 211 017 33255
e-Cl4 10700 548 735075 5416 282 332742 1162 .68 1341.73 536 0.34 T61.13 233 0.14 20747
n-Clé 10700 5.07 a177.10 5416 .78 478023 11462 .64 1890.53 536 0.35 480,09 233 0.18 37084
n-Cl17T 12600 .06 TE15.80 G378 3.23 4341.52 1368 0.74 152804 4§31 036 $1332 77 0.21 44513
n-ClE 10300 486 737731 5213 173 3190482 1118 .65 141661 516 0.34 §24.20 226 0.14 316.81
1-dacene 15400 715 11995 34 7725 044 1214847 1672 211 330240 Tz 1.0& 1951.80 338 0.535 B67.24
l-nundecsns Q700 722 1135045.58 4910 3.55 634571 1053 0Bl 231 486 0.38 287022 213 0.22 346.71
m-xylans 11800 T80 11667.12 G023 2.10 14171.27 1292 1.87 i041.43 506 0.24 1290464 281 045 §16.38
Propyloanzens 10800 £.44 11256294 3317 771 12197.08 1183 1.70 3101.11 546 0.82 174126 240 0.39 721242
1.3 5-mimethylbenzens 10600 17.44 13028.42 53485 254 12830.31 1151 1.8 4016.70 531 0.97 1661.07 233 .44 233.01
1.2 3-mimethylbenzens 13600 310 G467.49 G384 T.84 12848.24 1477 1.81 144114 GBI 0.8 165529 280 043 G8Z.00
trars-decalin 7000 162 ITER.OG 31343 1.70 3138.50 Ta0 .40 53018 351 0.21 366.57 134 0.14 16604
cis-decalin 3900 15.82 20035058 19086 1.43 1819.71 d41 0.36 41880 286 0.1 281.52 130 0.10 131.11
1-phenyldeczne 3400 1433 15829.45 252 4103 652914 912 081 193551 421 0.44 101836 183 0.24 46011
1-phenyldodacans 2900 14.10 1453428 4305 3.84 791213 L66 0.92 247057 446 0.43 200.70 126 0.23 41530
1.2-cvclooctadians 10300 10,03 11620.18 5315 5.25 824881 1140 1.14 142086 526 0.5 1080.24 231 0.34 40530
1.13-tetradecadiene 10700 15.47 10054 532 5416 4. 40 10132 48 1152 .07 2175.97 536 .48 123471 235 27 486,40
Compound Conc Eloh Conc Elob Conc Elab Conc Elab Conc EBlab
(ppon) volumea SN {ppm) valume SN (ppny) voluma S (ppm) voluma SN {ppm) voluma 5

n-Cl0 121.4 0.21 20064 glo8 016 16722 &4.64 0.20 11000 3037 0.07 73.87 2523 0.00

n-Cl2 102.2 0.07 115.54 6004 008 74.94 54.43 .05 44.51 3316 0.03 3747 21.26 0.05 2718
n-Cl4 113.9 0.13 16423 Ta.85 0.06 74.78 6067 0.07 54.58 3695 0.06 445.37 23.70 008 2871
n-Cl6 113.9 0.11 174.38 Ta.85 008 113.75 6067 0.10 80.13 3695 0.05 42,835 23.70 0.05 25.58
n-C17 134.2 0.13 196,645 2061 0.10 13095 T1.44 0,08 93,77 4352 0.06 70.81 2781 Q.02 2048
n-C1E 1097 008 131.04 407 .08 147.08 SE40 0.05 7434 3557 0.07 37.0% 2281 .02 26.58
1-dacene 164.0 0.26 313.12 11375 0.1 24543 8731 0.17 175.41 53.1% 011 116.02 34.11 0.10 a0.21
l-undecane 103.3 0.10 110.24 60.76 0.07 71.78 53.00 0.05 52.48 33.50 006 4402 21.49 .04 28.24
m-xylans 126.7 027 333.19 8558 0.22 10927 6747 0.14 14090 41.10 011 11484 2636 0,07 G940
Propyloanzens 114.1 022 341.12 7830 0.16 21514 6180 0.12 142 44 37.65 0.08 7342 24.14 0.05 4285
1.3, 5-mimethvlbenzens 112.9 0.23 10824 7623 0.14 21510 6010 0.12 16149 36.61 0.13 9332 2348 Q.02 14.39
1.2 3-mimethvibenzens 1448 0.27 17084 L9780 018 21037 77.11 0.14 14300 4697 0.12 93.17 30,12 0.07 3387
trars-decalin 745 0.08 B1.85 5034 0.05 5285 30,60 0.05 47 40 2418 0.03 30.74 15.51 .02 20,77
ciz-decalin 52.8 0.07 BD.38 4143 0.05 5803 3345 0.07 3299 2038 0.03 2317 13.07 0.4 19.32
1-phenyldeczne 204 0.14 20738 £0.41 0.10 133.74 47.63 0.10 8403 2001 0.05 51.30 1861 004 2429
1-phenyldodecans 248 0.13 164,04 &4.00 008 121.1%8 5046 0.09 70.28 30.74 006 45.84 12.71 004 30,40
1. 2-cyvclooctadisns 111.8 0.16 10764 7551 0.14 11211 3054 0.10 B85.26 3626 0.1 47.78 23.26 0.05 3551
1.13-tetradecadiens 113.9 0.15 123.72 685 0.11 153.79 6067 .08 112.60 3695 0.0% 70.54 23.70 008 33.73

* At this level detector saturation could be present.

Table S3: Peak volume and signal to noise ratio for selected peaks, for different dilutions of the test mixture with
pre-processing in plug im! software (noise, baseline correction and detector blank subtraction). GC Image was used
for integration of Avg. 125-240 nm chromatogram.
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Figure S1: Spectrum at a chosen chromatogram point (in grey) smoothed by choosing following filter M values (in

blue) (A) 5, (B) 15, (C) 20.

A , B
12 1.2
I
n A\ |
N A { iof 1
| | v U
1 vl Y, 1
A / LA \ J
02 | o8
0.6 0.6 T
04 04
0.2 (1
. 1 MM’“ 0 P A T
60 a0 100 "120 140 0 20 40 50 B0 100 120 140

1I{‘ =2lﬁ‘ =-1':)
Figure S2: Illustration of the noise correction: input signal in grey and resultant signal in blue. Noise filter M value (A)

2, (B) 5. One modulation period 125 nm chromatogram is shown.
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Figure S3: Estimated baseline (in blue) for a VUV signal (in grey) depending on the chosen convolution kernel sizes;
(A) 5, (B) 20, (C) 100, number of iterations is 15 (125 nm).
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Figure S4: Estimated baseline (in blue) for a VUV signal (in grey) depending on the chosen number iterations; (A) 5,
(B) 10, (C) 15, convolution kernel size is 100 (125 nm).
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Figure S5: Detector blank signal.

| |'. I
P
FHPN \
LTI T

R

Figure S6: Selection of a zone for extracting detector blank signal.
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