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Abstract

In recent years, on-site analysis has garnered increased interest from the scientific
community. The development of smaller, more sophisticated analytical instruments, and the
establishment of new environmental regulations have encouraged the application of new
methodologies for field analysis. Prominent advantages of on-site analysis include elimination of
error sources due to sample transportation and matrix modification, considerable reduction in
analysis time, and more accurate and precise analytical results. Several techniques suitable for
on-site analysis, which integrate sampling and sample preparation in one step, have demonstrated
high versatility and throughput in field applications. This research was focused on the application
and evaluation of three microextraction techniques: solid phase microextraction (SPME), needle
trap devices (NTD) and membrane extraction with sorbent interface (MESI), which were then
coupled with various portable instruments for on-site analysis of different systems. Additionally,
the conducted project involved the development of an approach using ion mobility spectrometry
detection (IMS) coupled with a miniaturized gas chromatograph (GC) as a powerful system for
field analysis. This proposed GC-IMS exhibited satisfactory performance in terms of retention
time (inter-day variation < 3%) and response stability (intra and inter-day relative standard
deviations (RSDs) < 10 %). Moreover, when coupled with NTD, it showed limits of detection
comparable to those provided by conventional benchtop instruments. Other portable GC
instruments employed in this project included flame ionization and mass spectrometry detection.
Three different sample systems were investigated using SPME and NTD together with these
portable instruments: emissions of a pine branch, breath samples, and indoor pollutants in a
polymer synthesis laboratory. Consequently, the feasibility of using SPME and NTD for

determination of free and total concentrations was investigated. Finally, MESI was successfully



coupled with the newly proposed GC-IMS system, and its functionality was evaluated by

analyzing acetone in breath samples.
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Chapter 1: Introduction

In recent years, on-site analysis has garnered a wealth of interest from the scientific
community.! The development of more sophisticated, smaller analytical instruments, as well as
the establishment of new environmental regulations have encouraged the application of new
methodologies for field analysis.>” Advantages of on-site chemical analysis include elimination
of error sources during sample transportation, a considerable reduction in analysis time, as well
as added accuracy and precision in analytical results.>* These important advantages found in on-
site analysis make this approach often preferable over traditional analysis techniques. However,
the performance of most common portable instruments is not sufficient in many circumstances,
and traditional sample preparation techniques are unsuitable for application in field conditions.?
For this reason, the development and implementation of miniaturized devices capable of
integrating sampling and sample preparation into one step for rapid analysis is of substantial

importance in analytical chemistry.'

In the current section, three different sample preparation approaches suitable for on-site
analysis will be described: solid phase microextraction (SPME), needle trap devices (NTD) and
membrane extraction with sorbent interface (MESI). New developments in portable
instrumentation and miniaturization of gas chromatography will be also discussed. Particular

attention will be dedicated to ion mobility spectrometry detection (IMS) for field analysis.



1.1.  Sample Preparation techniques

1.1.1. Solid Phase Microextraction (SPME)

SPME is a widely accepted sample preparation technique developed by Pawliszyn and co-
workers in 1990.” In this solvent-free technique, a fused silica fibre coated with a small amount
of extracting phase is exposed to the sample® and only a small portion of the analyte proportional
to the initial concentration in the sample matrix is removed during the extraction. Thus, the use
of SPME makes it possible to quantify specific compounds when sampling conditions are

controlled.’

In this microextraction technique, an equilibration process between different phases in the
extraction system takes place.® Depending on the sampling approach used and the sample matrix
being studied, different phases may affect the distribution of the analyte. When equilibrium in
the extraction system is reached, the amount extracted is constant and independent of the
extraction time (within the limits of experimental errors). At equilibrium conditions, the amount

extracted by a SPME fibre is described as follows:’

— KpsVrVsCo
KrsVe+ Vs

(1.1)

Where n is the number of moles extracted by the coating, Kpg is an extracting phase/sample
matrix distribution constant, V is the fibre coating volume, V; is the sample volume, and C, is
the initial concentration of the analyte in the sample. This equilibrium relation is limited to liquid
polymeric phases such as polydimethylsiloxane (PDMS). However, in case of low analyte
concentration, this analysis is analogous for solid sorbent coatings, assuming constant porosity of

the sorbent.® Equation 1.1 considers only one homogeneous phase as the sample matrix.



Nonetheless, if more than one component is present in the extraction system, the expression can
accordingly be modified by including volumes and distribution constants for each of the

individual phases.

Due to its simplicity, and the integration of sampling and pre-concentration in one step,
SPME is a well suited sample preparation method for on-site applications. Today, various
coating types able to extract analytes of different characteristics are commercially available, with
PDMS coating being most commonly used. For analysis of volatile organic compounds (VOCs),
fibre coatings that contain solid adsorbent material, such as Carboxen/PDMS (CAR/PDMS),
PDMS/divinylbenzene (PDMS/DVB) and PDMS/DVB/CAR, have the best extraction efficiency.
Several studies confirm the suitability of these coatings for the analysis of different VOCs,
including low molecular weight analytes.”” Since the mechanism involved in the extraction
process using solid coatings is adsorption, competition between analytes for available adsorptive
sites as well as possible displacement effects are two shortcomings that should be considered

when these particular types of coatings are employed for quantitative purposes.”’

Depending on the application process being implemented, different calibration approaches
can be followed when on-site analysis is performed. External standard calibration is the most
common calibration method, but can only be used when the sampling conditions are the same for
both the standard solution and the real sample. Total control of sampling conditions is not always
possible in field sampling however, and consequently, alternate calibration approaches are
required.” In 2001, Koziel et al. introduced a new calibration model based on diffusion-
controlled extraction of analytes on a solid SPME coating.” In this methodology, the SPME fibre
is exposed to a gaseous sample under well-controlled convection conditions, and only for short

extraction times so as to avoid competitive adsorption effects. Thus, under these conditions, the

3



SPME coating behaves as a perfect sink, where all analytes reaching the coating surface are
irreversibly adsorbed. Koziel et al. first introduced a model which demonstrated that SPME

calibration is possible without an external standard, by using the following equation:”

Cg=nlin (%6) /2mDyLt (1.2)

where C; is the concentration of analyte, n is the amount of analyte extracted, which is
determined from the detector response factor, b is the fibre radius, § is the thickness of the
effective static boundary layer, Dy is the analyte diffusion coefficient in air, L is the fibre length,
and t is the sampling time. The diffusion coefficients in air can be estimated by using several
models available in the literature. However, in normal air sampling conditions the Fuller-

Schettler-Giddings is most convenient.'

0.001T175 /L+ !
_ Mgir Myoc
Dg

T PIE Va3 +(E Vo) 32

(1.3)

In Equation 1.3, T represents the absolute temperature, M,;,- is the apparent molecular weight
of the air, My, is the molecular weight of the analyte, p is the ambient pressure, V,;, is the
molar volume of the air, and V. is the molar volume of the analyte. The thickness of the

0626038 \where

effective boundary layer 6 can be calculated from the relation § = 9.52b/Re
Re is the Reynolds number (Re = 2ub/v; u is the linear velocity of the air, which can be

measured with an anemometer, and v is the kinematic viscocity of the air), and Sc is the Schmidt

number (S¢ = v/Dy).

This interesting methodology was successfully evaluated using benzene, toluene,

ethylbenzene and p-xylene (BTEX) in gas phase as the analytical model. The proposed model

4



compared well with experimental results obtained at very short extraction times and under
controlled convection conditions. In addition, the humidity effect was found to be negligible at
very short extraction times, which is convenient for on-site applications where humidity
conditions cannot be controlled.” Analysis of biogenic volatile compounds'' and quantification
of aromatic hydrocarbons in indoor air'? have been reported as applications of this SPME

calibration approach.

1.1.2. Needle trap devices (NTD)

The needle trap device (NTD) is an exhaustive sample preparation technique wherein a
sorbent bed immobilized in a needle retains analytes and/or small particles from a gaseous or
liquid sample. The sample is introduced into the NTD using a pump or a gas-tight syringe. Once
the analytes are extracted in the sorbent bed, the NTD is directly desorbed in the inlet of an
analytical instrument. As in SPME, NTD integrates sampling, sample preparation and

. . . 1
introduction in one step."?

The use of a packed needle for trapping organic compounds was first reported in 1970."* In
this study, a large Tenax-filled needle was used for collecting fragrance compounds. Years after,
in 1996, different sorbents, such as charcoal and silica gel, were used to pre-concentrate several
organic compounds.'> However, these two approaches involved a modified inlet system, and
carrier gas flow was necessary to assist analyte desorption. In 2001, Pawliszyn and coworkers
reported a practical needle trap, of 23 gauge and 40 mm in length, packed with glass wool (5

16,17

mm) This device was used to trap different analytes by drawing a specific volume of air with

a luer-lock gas-tight syringe, which were then desorbed in a gas chromatograph injection port



using 10 pL of carrier gas to aid the desorption. The results obtained showed the remarkable
applicability of this device in the analysis of volatile compounds. Currently, various studies have

been carried out using packed needles and similar approaches.'®*'

Several features of needle trap devices, such as simple operation, rapid analysis and low
cost, make this sample preparation technique an advantageous alternative for on-site
sampling.'** In addition, NTD is an exhaustive technique that can be easily calibrated by
controlling the sampled volume (v) and determining the amount extracted (n) in an analytical

instrument (Equation 1.4).
n = Cyv, where C is the initial concentration of analyte (1.4)

The breakthrough volume of a needle trap is a very important parameter, which describes
the capacity of this type of sampling device. The amount of packed sorbent, concentration in the
sample and affinity of the sorbent towards the analyte are all directly related to the breakthrough
volume.” The sampling rate, on the contrary, is inversely proportional to this parameter. Other
important variables that can affect the breakthrough volume are gas pressure, temperature,

geometry of the bed, and humidity."***

Depending on the application, different types of sorbents can be chosen as NTD packing.
CAR and DVB copolymers are probably most commonly used. Silica particles (bare and coated),
Tenax, and cation exchange particles have also been reported as effective packing materials for

NTD applications.”**>**

In order to immobilize the sorbent, a stainless spring stopper is located
inside the needle at a specific distance from the tip, which determines the length of the sorbent

bed. Next, the sorbent particles are aspirated inside the needle, one by one, until the desired

length is reached; a guide wire is used to gently push the particles until the required position is



achieved. If the packing is loose, a small breakthrough volume is obtained, whereas, if the
sorbent particles are very compact, there is flow restriction in the sorbent bed. In the following
step, a small amount of epoxy glue is added in order to seal the tip of the needle while the
aspirator is still on. Finally, the NTD is conditioned at 250 °C with nitrogen flowing through the
sorbent bed.*’ Different types of sorbent beds, such as coated filaments, gold wires to trap
mercury vapours, and also, the introduction of derivatization reagents, have extended the

applicability of NTD to a wide spectrum of sample matrices.”**’

Different desorption schemes for NTD have been applied. The first desorption approach
involved the use of 10 pL of air, used to facilitate the transfer of analytes from the sorbent bed
into the column.'® Similarly, desorption assisted by inert gases was studied. Thermal expansion
desorption, addition of water to aid the release of analytes by water vapour, and use of solvent as
a desorption approach have all been investigated as well."> Furthermore, modifications on the
NTD design have been explored in order to facilitate desorption of analytes. For instance, by
opening a side-hole above the sorbent bed, and using a special shaped liner with a restriction, the
carrier gas is forced to pass through the sorbent bed, and consequently the desorption process is

improved (Figure 1-1).%°

Sorbent trap Side hole

Needle

Stainless spring

Figure 1-1. Side hole needle

Overall, NTD is a simple sample preparation approach that has demonstrated high versatility
and practicality. One of the main advantages of this technique is its suitability in the analysis of

total concentrations in systems where the presence of particulate matter is likely to occur. SPME,



in contrast, only permits the analysis of free analyte concentrations. The combination of both
techniques can offer a more thorough idea of the composition of a sample matrix where both free
analytes and particle-bound compounds can be found.?' This idea will be further discussed in

Chapter 3.

1.1.3. Membrane extraction with sorbent interface (MESI)
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Figure 1-2. Schematic of the MESI system.

Membrane Extraction with Sorbent Interface (MESI) is another interesting sample
preparation technique developed by Pawliszyn and coworkers.”® A membrane housed in a special
module, a sorbent trap, and an analytical instrument (which in most cases is a gas
chromatograph), are the basic components of MESL* This sample preparation technique permits
semi-continuous monitoring of different analytes, while combining both sampling and pre-

concentration steps in one.” Figure 1-2 illustrates the different parts contained in a MESI system.



First, the analytes permeate the membrane, which works as a selective barrier blocking the
passage of water into the carrier gas.”” Once the analytes have permeated the hydrophobic
membrane, the stripping gas flowing on the other side of the membrane carries them to a sorbent
bed, where they concentrate. The sorbent trap material is chosen depending on the target
compounds. The use of Tenax, XAD-2 resin and carboxen have all been reported in MESI
applications.*®”' Alternatively, the sorbent trap capacity can be enhanced by using a Peltier
cooler to decrease temperatures during the concentration process. This cooling system is

constantly maintained on over time.

After the concentration step, trapped analytes are released from the sorbent bed either into
the injection port, or directly in the GC column by thermal desorption (electric current pulses
directly applied to the piece of tubing containing the sorbent bed).** When using a Peltier cooler,
the cooling process is momentarily interrupted by the heating pulses applied for desorption. Once
a heating pulse stops, the cooling system rapidly decreases the temperature in the sorbent bed
recovering the initial extraction conditions. Under constant temperature conditions in the
sampling medium, if a stable flow is maintained in the stripping medium and in the sample
matrix, then diffusion of the compounds of interest through the membrane becomes the rate

determining step of the extraction process, and Equation 1.5 can be applied.*>

(1.5)
c. bn
B,AD,K.t

where C,is the concentration of the unknown, at steady state; b is the thickness of the

membrane, N is the extraction amount, B, is a geometric factor defined by the shape of the

membrane, A is the surface area of the membrane, D is the diffusion coefficient in the



membrane material, Kes is the membrane material/sample matrix distribution constant, and t is

the extraction time.

Many parameters must be carefully considered when applying MESI. First of all, as in NTD,
evaluation of the sorbent trap capacity is critical in order to avoid reaching breakthrough during
sampling. Additionally, determination of the time required to reach a steady state in the system
should be considered. The steady state can be defined as the time an analyte takes to permeate
the membrane and reach the sorbent trap until a representative response of the sample
concentration is obtained. Other important variables such as desorption time, trapping time, and

temperature need to be evaluated as well.

1.2.  Portable analytical instrumentation

1.2.1. Miniaturization of portable analytical instrumentation

The application of on-site analysis approaches substantially depends on the availability of
portable analytical instrumentation and its performance.” In the last few years, significant
attention has been dedicated to the development and implementation of miniaturized systems
capable of providing reliable analytical data in field analysis.’*>® Gas chromatography is one of
the most powerful techniques in analytical chemistry; thus, its miniaturization represents a
valuable tool in the development of such systems.*** For instance, microchip-based GC, which
consists of small channels fabricated on a silicon support to provide a separation medium,
represents a clear advance in miniaturized gas chromatography, where a reduction in power
consumption and fast analysis time are highly desirable.’**’ Low thermal mass GC is another
important approach towards GC miniaturization; in this approach, rather than using a bulky

oven, resistive heating is applied to a capillary column using an electrically conductive material.
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Thus, the use of capillary columns in portable instrumentation, combined with fast heating and

. . . 38
low power consumption is possible.

Significant development is being carried out on detection systems as well. Various types of
detectors such as flame ionization (FID), flame photometry (FPD), thermal conductivity (TCD)
and photoionization detectors (PID) have been installed in portable gas chromatographs.®
However, these detection systems are not able to provide information about the identity of
unknown substances present in matrices, a common occurrence in field analysis. For this reason,
considerable effort has been placed on the development of mass spectrometry (MS) analyzers
suitable for on-site analysis.”** The miniaturization of different MS analyzers, such as time of
flight (TOF),* quadrupoles,*' ion traps,** and Fourier transform cyclotron resonance* have all
been investigated. Particular attention has been focused on ion trap detectors, an analyzer with
characteristics such as simplicity, less exigent optic element alignment and higher operation
pressure, which, when compared to other analyzers, makes it quite suitable for miniaturization.*
Moreover, possible effects due to a reduction in storage ion capacity of miniaturized ion traps
can be overcome with the application of toroidal geometry. In the present investigation, a
portable new version of a GC-MS developed by Torion Technologies (Tridion-9, Torion
Technologies, American Fork, UT, USA) will be used for the first time as an approach for on-
site quantitative analysis. This portable system, equipped with a carrier gas supply and a battery
power source, consists of a low thermal mass injector, a low thermal mass GC, and a miniature

toroidal ion trap mass analyzer (TMS).*** Figure 1-3 presents a picture of this instrument.

The introduction of systems such as the one previously described represents an important
step towards the evolution of analytical chemistry. Nevertheless, the application of these

technologies is still in an incipient stage, and costs associated with these instruments can be
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relatively high. Therefore, in cases where the analyst has prior knowledge of the identity of the
analytes in the investigated system, inexpensive detection approaches such as IMS can be a
valuable tool for fast field analysis. Further discussion about IMS detection is provided in

Section 1.2.2.

Figure 1-3. New portable GC-TMS instrument (Tridion-9, Torion Technologies, American Fork, UT, USA).*

1.2.2. lon mobility spectrometry

Ion mobility spectrometry is an analytical technique used to detect and identify ionized
volatile or semi-volatile compounds by their mobilities in an electric field.* A general schematic

of this technique is shown in Figure 1-4.
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Figure 1-4. Schematic diagram of IMS.
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In the first step, the vaporized sample is introduced into the system, and the compounds in
the gaseous phase are ionized in the reaction region at atmospheric pressure. Different ionization
sources can be applied in IMS, such as photodischarge, corona or partial discharge, lasers,
electrospray ion sources, and others. However, most IMS analyzers are equipped with
radioactive ionizing sources containing Nickel 63 (®*Ni).* The main advantages of using this type
of ionizing sources rely on the stable production of reactant ions, low weight, low power
requirements and simplicity. In the current section, particular emphasis will be placed on *Ni

1onization sources.

Equation 1.6 represents the emission of high energy electrons, which is a spontaneous

process, as well as the initial step in the production of ions.

S3Ni— B~ + $3Cu (1.6)

The electrons emitted collide with gas molecules in the supporting atmosphere to form N5

ions as shown in Equation 1.7.

N, +B~ > NS+ +e” (1.7)

This reaction is followed by subsequent reactions, producing positive ions in ambient gas.
These ions, named reactant ions, are used in the sample chemical ionization. The following
equations represent the formation of reactant ions, which terminate in water clusters of a gas

phase proton with the structure (H,O),H":

N + 2N, -> N} + N, (1.8)

Nj + H,0 - 2N, + H,0* (1.9)
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H,0 + H,0%* - H;0" + OH (1.10)

H,0% + H,0 + N, » H*(H,0), + N, (1.11)

H*(H,0), + H,0 + N, » H* (H,0)5 + N, (1.12)

Temperature and level of humidity of the drift gas, which is air scrubbed over molecular
sieves, determine the number of water molecules (n). Negative reactant ions are also formed
from the attachment of an electron to molecular oxygen and the subsequent production of

(H,0),05".

As a result of the collision between sample molecules and positive reactant ions, the
formation of an adduct ion (MH'(H,0),) can take place. Subsequently, stabilization of the
adduct can occur by loss of water and formation of MH" as a product ion. Depending on the
physical-chemical properties and the concentration of the sample, additional product ions such as
dimers can be formed. On the other hand, negative reactant ions can originate negative product

ions resulting from charge-transfer reactions.”

Once the product ions are formed, they are injected by a shutter grid into the drift region of
the analyzer, where an electric field is applied. These ions travel through the drift region at
different velocities and reach the collector electrode at specific drift times, a process dependant
on its mass, charge and collision cross section. Thus, each ion swarm that arrives to the collector
can be represented as a peak in the ion mobility spectrum.® The drift velocity of the ions (v,) is
proportional to the strength of the electric field (F), and the ratio between these parameters is

equal to the ion mobility (K):

K=" (1.13)



However, since ion mobility is affected by temperature and pressure, it is usually normalized

and reported as reduced mobility(Kj), as follows:

Ky = (%) (%) (?) = cm?/Vs (1.14)

Where d is the drift length (cm), t is the drift time (s), E is the field strength (V/cm), P is the

pressure (torr) and T is the temperature (K).*

This analytical technique has mostly been used in military applications, in the detection of
chemical weapons and explosives. Additionally, IMS analyzers have been utilized in other fields
as well, including medical diagnosis, petrochemistry and environmental analysis. The main
advantage of IMS is its suitability for field analysis due to the convenience of its technical
requirements: low power requirements, small size, flexible operating conditions, and fast

4
response.

Despite the fact that IMS is an interesting analytical technique widely known and employed
in several applications, particular situations during analysis need to be considered: first, in the
analysis of complex matrices, competitive ionization is often likely to occur. Due to this effect,
this technique as previously described can be only applied for quantification when the target
compound has largely different ionization properties from those of the other constituents in the
sample matrix.* A second important point to take into account is the concentration of the
compound of interest. Ion mobility spectrometry using *Ni as ionizing source has shown very
low detection limits for some substances, specifically for those with high proton affinities;
however, when the concentration of the analyte is very high, saturation of the ionization source

can take place, due to the depletion of reactant ions, and thus, no relationship between the
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concentration and the peak area can be found.” Due to the above reasons, a wide investigation of

the sample matrix and its effects is usually necessary before the IMS technique can be applied.

In order to improve the performance of the IMS analyzers, and take advantage of its
benefits, several techniques have been hyphenated to this analytical technology. Gas
chromatography coupled with IMS, for instance, has shown to be a useful alternative to
overcome part of the limitations previously mentioned.*** The pre-fractionation by GC allows
the introduction of individual components into the system for detection and peak identification,
avoiding competitive ionization among the different compounds in the sample. Despite the
considerable improvements achieved in IMS performance by coupling it with a GC interface, it
is important to point out that this modification cannot surpass restrictions in the analysis of high

concentrations.**

Different applications of GC-IMS, such as analysis of terpenes from orange extracts,”
determination of pesticides,*® as well as other environmental monitoring approaches,’”** have

demonstrated the potential of this system.

1.3.  Investigated systems

1.3.1. Biogenic emissions

Volatile organic compounds emitted by plant life comprise the largest portion of global
emissions; it has been estimated that isoprene represents about half of the total mass of those
biogenic compounds.*>° The second most significant contribution to these emissions are
monoterpenes, of which the two most abundant compounds are limonene and a-pinene.”’ Since
monoterpenes are a highly reactive species, their role in atmospheric chemistry has been widely
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investigated. Several studies have demonstrated that these compounds are able to rapidly react
with OH radicals, and therefore influence the concentration of OH in the troposphere.”
Furthermore, scientific evidence has shown that the oxidation of monoterpenes represents an
important contribution to the formation of secondary organic aerosols (SOA).”® Those oxidation
products can either assist the formation of new particles, or condensate onto the existing
particles, contributing to particle size and mass.>* Based on this scientific evidence, it is possible
to conclude that emission of these compounds affects the global oxidation chemistry, and the
presence of particles resulting from oxidation of such compounds can influence radiation balance

on a regional scale.”*™

When studying systems such as the one previously described, it is important to take into
account both the high reactivity of the components, as well as the possible presence of particulate
material. For this reason, the implementation of on-site approaches is highly important when
aiming to avoid possible alteration of sample composition due to its reactivity. In addition, the
plausible distribution of analytes not only in gas phase, but also onto the particles surface should
be carefully accounted for, by using appropriate sample preparation techniques. Results obtained

in the study of this interesting system will be described in Chapter 3.
1.3.2. Breath samples analysis

The composition of breath consists of ~78% nitrogen, 14 to 17 % oxygen, ~4% carbon
dioxide, 0.96% argon and 6 % water vapor.”*>’ Additionally, the occurrence of different trace
gases such as ammonia, ethanol, methanol, acetone, isoprene and other VOCs has been reported
by several authors.”®>” Characteristics typical of each individual, such as fitness, metabolism and

57,58

diet, are determinant in the composition of breath samples. For this reason, considerable
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effort has been dedicated to the investigation of breath as a non-invasive diagnosis for the
detection of different diseases.”” ' Since acetone and isoprene are two of the most abundant
compounds in breath, special attention has been placed on the investigation of metabolic
processes related to their occurrence.®? Acetone production has been associated with different
metabolic pathways, with decarboxylation of acetoacetate and dehydrogenation of isopropanol
being considered the two most important sources.” Various studies have revealed a strong
relationship between acetone levels and diabetes.”®> Consequently, investigations of analysis
methods that can facilitate the monitoring of this compound have gained considerable attention.
Conversely, isoprene occurrence has been related to cholesterol biosynthesis;*® however, high
variability of isoprene levels, even in the same individual, has hindered its applicability as a non-
invasive diagnosis tool. Recent studies have demonstrated that isoprene levels in breath are
strongly dependent on physical activity due to changes in pulmonary gas exchange patterns.’®*’

As well as in acetone determination, methodologies employed for the analysis of this compound

have been carefully studied.

Breath samples can be considered a complex system based on both the different metabolic
processes involved, and the characteristics of the sample itself.*® Respiration is comprised of
various mechanisms of mass transfer, and hence, not only volatile compounds can be present in
exhaled air, but nonvolatile substances have been found as well, in the form of aerosol
droplets.®®® Thus, as in biogenic emissions, the distribution of volatile compounds in gas phase
and in aerosol particles might be considered. In Chapter 3, interesting results obtained after

analyzing breath samples using SPME and NTD will be discussed.
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1.3.3. Analysis of indoors VOCs

Indoor air quality is an important indicator of health and safety in different locations, since

70,71
' The occurrence of

people spend more than 80 % of their time in an indoor environment.
various indoor pollutants has been established as a result of ventilation system deficiencies, oft-
gassing from furniture and different materials, and even microbiological contamination.’
Indeed, the monitoring of VOCs in environments where the manipulation of different chemicals
or solvents is part of the daily routine is of particular interest. Quick assessment of the VOCs
levels in a specific place can provide relevant information in terms of risk exposures during the

performance of a given activity. In this research, the suitability and convenience of on-site

analysis for these applications are discussed (refer to Chapter 3).

1.4.  Thesis objective

On-site analysis offers well-known advantages, such as the reduction of analysis time and the
possibility of obtaining more precise and accurate analytical results. More importantly, it offers
the opportunity to draw prompt conclusions and take immediate action based on the collected
data, thus providing a valuable tool over conventional methods. The availability of sample
preparation techniques suitable for on-site analysis as well as developments on portable
analytical instrumentation have paved the way for the implementation of protocols for in situ

analytical determinations.

The objective of this project was to evaluate and apply SPME, NTD and MESI coupled with
various portable instruments for on-site analysis. A new approach using IMS detection coupled
with a miniaturized GC was proposed as a powerful configuration for field quantitative analysis.
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Systems such as biogenic emissions, breath samples and a polymer synthesis laboratory were
successfully analyzed using these portable systems. The feasibility of obtaining different
information from the same system depending on the sample preparation technique employed was

also discussed.
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Chapter 2: Introduction of a miniaturized gas chromatograph into a modified handheld

ion mobility spectrometry analyzer and evaluation of its performance using NTD.

2.1. Introduction

Advantages of IMS detection for on-site analysis, including low power consumption, fast
analysis time, and flexible operating conditions, were already discussed in Chapter 1 (Section
1.2.2). However, when considering the implementation of this technology for field applications,
the suitability of the sample preparation protocol to be used should be carefully evaluated.
Typical approaches using IMS analyzers involve the direct introduction of gaseous samples into
the system; sample introduction techniques include permeation tubes,” headspace samplers,”*
purge vessels”” and membrane inlets.”®”” In cases where analytes are present in liquid or solid
matrices, evaporation and thermal desorption units have been successfully implemented.”™” Use
of sampling swabs or membrane filters are the most common sample introduction approaches for
direct sample collection and desorption, especially for qualitative analysis. By taking advantage
of these desorption units, other sample preparation methods have been combined with IMS
detection. For instance, stir-bar sorptive extraction (SBSE) was employed in the extraction of
explosives from water samples before detection using a “*Ni ionization source.* Similarly, fibre
SPME exhibited a satisfactory performance when coupled with IMS detection. Applications of
SPME-IMS include analysis of ephedrine in urine, cocaine and diazepam in aqueous solutions,

terpenes in gas phase and tert-butyl ether in water.*'™*

In this chapter, the coupling of NTD with a GC-IMS system is proposed for the first time. A
miniaturized GC interface is coupled to a handheld IMS analyzer that was previously modified

for SPME applications.”’ Thus, NTD joint with a GC-IMS system is proposed as an
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advantageous, sensible protocol for quantitative on-site analysis. The versatility of the proposed
system relies on the fact that both NTD and SPME sample preparation techniques can be coupled
with this modified IMS analyzer. System performance is fully evaluated using o-pinene,

limonene and acetone, all found in gas phase, as analytical models.

2.2. Experimental

2.2.1. Analytical reagents and supplies

a-Pinene (98 %) and (R)-(+)-limonene (97 %) were purchased from Sigma-Aldrich
(Oakville, ON, Canada). Acetone (HPLC grade) was purchased from Caledon (Georgetown, ON,
Canada). Nitrogen (5.0 ultra-high purity, 99.999%) was obtained from Praxair (Kitchener, ON,
Canada). SPME fibres, (100 um PDMS) were obtained from Supelco (Oakville, ON, Canada).
New fibres were conditioned according to manufacturer instructions prior to their first use.
Hypodermic stainless steel needles (22 gauge) were purchased from DynaMedical Corporation
(London, ON, Canada). Carboxen 1000 (60/80 mesh) and DVB (100/120 mesh) were purchased
from Sigma-Aldrich (Bellefonte, PA, USA), and from Ohio Valley (Marietta, OH, USA),
respectively. A piece of silcosteel hydroguard (0.040” I.D., 1/16” O.D.) obtained from Restek
(Bellefonte, PA, USA) was employed as a desorption line for SPME fibres and NTDs. Gas-tight
syringes (1 and 5 mL) were purchased from Hamilton Company (Reno, NE, USA). A bi-
directional syringe pump purchased from Kloehn (Las Vegas, NE, USA) was used for NTD
sampling. To measure different flows, an ADM 1000 flow meter purchased from Agilent

Technologies (Mississauga, ON, Canada) was employed.

22



2.2.2. NTD construction

The original needles were cut to a total length of 9.5 mm. Subsequently, the empty needles
were thoroughly washed with methanol (under sonication), and dried in an oven at 120 °C for
two hours. The procedure used to pack a NTD is described elsewhere (refer to Section 1.1.2.).%
A carboxen 1000 bed (10 mm) was initially packed in the needles, followed by a DVB layer of
the same length. The sorbents were immobilized inside the needle by using a small spring plug at
the beginning of the sorbent bed, and a small amount of epoxy glue at the end of the packing.

The needles were conditioned at 250 °C under nitrogen flow for a minimum of two hours.

2.2.3. Instrumentation

A Sabre 2000 ion mobility spectrometer obtained from Smiths Detection (Mississauga, ON,
Canada) was programmed in positive mode and employed. This IMS analyzer, equipped with
%Ni ionization source, uses water as its calibrant/reactant ion (K¢= 2.300 cm®V™'s™) and operates
at a positive high voltage of 1565 V. Purified air at 200 mL/min was used as the drift gas. The
IMS was operated in vapor mode and the drift tube temperature was set at 111 °C. Spectra were
collected after a 0.1 s delay, with a shutter grid width of 0.2 ms. The number of segments was set
at 150 segments per analysis and, the number of co-added scans per segment was set at 100, with
analysis duration of 300 s. A configuration schematic of the GC interface installed in front of a
portable IMS analyzer is presented in Figure 2-1. A column heater taken from a Chrompack
2002 microGC was used to isothermally heat a piece of RTX-5 column (10 m; 0.25 mm I.D.;
0.25 um) coiled around the heater. Silicosteel deactivated tubing (80 mm) was employed as a
desorption line for SPME and NTD applications. Two ceramic resistors were used to heat both

desorption and transfer lines. An internal reducing union (O.D. 1/16” to 1/32”) (Valco
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Instruments Co. Inc., Houston, Texas, USA) was used as a transfer line between the desorption
line and the column. All the heating units (desorption line, transfer line and column) were
controlled by individual CN132 temperature controllers (Omega, Stamford, Connecticut, USA)

installed in a custom made control box.

Carrier gas inlet Transfer

Lo line
Desorption line Column heater
H ] -
C

Injection port

Handheld IMS detector

Figure 2-1. Schematic of the modified GC-IMS system (lateral view) (part A). Picture of the modified GC-IMS
system (part B).
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Nitrogen was used as carrier gas, and a Kofloc mass flow controller model 2203 (Kojima

instruments inc., Kyoto, Japan) was employed to maintain a stable flow in the system.

Plasmagrams analysis was performed with software Instrument Manager 5.051 from Smiths
Detection (Warren, NJ, USA). This software provides the greatest peak height in digital units
(du) (maximum amplitude, MaxA), as well as the sum of all the maximum peak heights in the
desorption process (cumulative amplitude, Cum A). Additionally, it displays the amplitude
variation of plasmagrams throughout the analysis; the area resulting from the integration of the
amplitude variation over time (du.s) was used as a response in all the experiments presented
here. This software also enables use of a detection algorithm; depending on the compound, one
or more ions can be formed at the operational conditions and defined as channels. Thus,

detection of a specific substance can be subjected to monitoring of one or more channels.

2.2.4. Standard gases

A standard gas generator system was employed in the construction of the calibration curves.
Individual standard permeation tubes were prepared by filling pre-cleaned Teflon tubing with a
known mass of pure standards for each compound. Next, the tubes were placed in a permeation
chamber at constant temperature and nitrogen flow. A diluting gas flow allowed low
concentrations to be achieved in the sampling chamber. The concentrations of a-pinene and
limonene exiting the standard gas generator were determined by extracting 120 mL of standard
gas (at 2 mL/min) using a NTD. Subsequently, the NTD was injected in a GC-FID, where a
calibration curve for liquid injections of standards was constructed to quantify amounts extracted

by the NTD. Acetone concentration was determined by the difference in weight in the
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permeation tube before and after placing it in the permeation chamber. For this purpose, the
permeation rate of the tube was calculated by using the following equation: (initial weight of the
tube - final weight)/time in the permeation chamber. Concentration was then calculated by
dividing the permeation weight by the total nitrogen flow (flow passing through the permeation

chamber + flow of the diluting gas).

2.2.5. Calibration

The GC-IMS system response was calibrated by means of amount extracted vs. detector
response using a CAR/DVB NTD. Several volumes ranging from 5 to 120 mL were sampled
from a known concentration set in the sampling chamber of the aforementioned gas generator
system. Knowledge of the sampled volume and the concentration made it possible to determine
the amount extracted onto the sorbent bed. The desorption of the NTD was carried out at 255 °C
during 2 min, using 0.2 mL of nitrogen to assist the thermal desorption. Under these

experimental conditions no carryover was observed.

Table 2-1. Equations for the analysis of variance.*

Sou_rcg of SS Degrees of freedom MS F
variation
Due to SSReg = Z n;(§; — )2 MSgec
regression Reg - =) 1 MSgrec MS,
Variation of .
group means — Z 0 (T — 9.)2 MS; op
about the line = S3Lo - 11 = 91) k-2 MSior MSpp
lack of fit
Within the 2
groups = pure SSpg = Z Z ni(Yij - Yi) Z n; —k MSp
error i i

2
Total SSt = z Z ni(Yij - Y) Z n; —1
j

i i
At each x; (i=1,..,k) there are n;observations.
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yl'j(jzl,..., Tli)

¥i is the mean value of replicates y;;at concentration x;

§; is the value of y at x; calculated by the calibration function.
MS=SS/df

Finally, an evaluation of the calibration data was carried using least-squares regression, as

well as analysis of variance. Table 2-1 summarizes the equations required for the analysis of

variance.

In Table 2-1, SSt represents the variation of y values around the mean values. SSt can be

broken down into two components: SSgeg, Which accounts for variations in the fitted regression

line, and SSg (SSg = SS;or + SSpg), which contains the remaining variability around the
regression line. The components of SSg can be described as follows: SSpg is the sum of squares
due to purely experimental uncertainty (variability within each group of replicate measurements),
and SS; o represents the variability of group averages about the regression line. This last

parameter is an indicator of how well the data fits the chosen model.**

2.3. Results and discussion

2.3.1. GC-IMS performance

Limonene and a-pinene were selected to test the separation performance of the introduced
GC interface. These compounds, as well as other monoterpenes, produce the same ion peak
(monomer) when they undergo ionization using a **Ni source in positive mode and water as a
reactant ion (Table 2-2). Therefore, the introduction of a separation step before IMS detection is
critical, either for qualitative or quantitative analysis. Well resolved peaks of a-pinene and
limonene were obtained at 76 °C and 140 mL/min (column conditions) within a short period of

time (220 s). The connection between the desorption line and the column was maintained at 200
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°C. Figure 2-2 presents the plasmagram amplitude variation throughout the analysis time for the
selected channel. It is worth highlighting that in the proposed application, a single channel can be

set for the detection of these monoterpenes.

Table 2-2. Parameters of the target analytes in the aforementioned GC-IMS system (retention times obtained at
76 °C and 140 mL/min in the GC column).

Compound Retention time, s lon drift time, ms Ko, cm?Vis?
a-Pinene (CoH¢) 131
12.95 £ 0.01 1.75 £ 0.01
Limonene (C;oHj6) 199
Acetone (C3HqO) 55 11.85+0.01 1.92 +£0.01
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Figure 2-2. Plasmagram amplitude variation for a-pinene and limonene throughout analysis time.

In cases where both target compounds produce the same ion, the retention time of the

analytes can be considered a crucial identification parameter. Consequently, good stability of
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retention times is of significant importance in GC-IMS applications. In the current study, the
retention time stability of the selected analytes was monitored at the described operational
conditions. Intra-day repeatability of retention times for both compounds presented RSDs below
1 %, whereas the inter-day variation presented RSDs below 3 % during a 30-day period.
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Figure 2-3. 3D plasmagram for a-pinene and limonene.

IMS detector response stability was also evaluated in the proposed set up. Quality control
(QC) tests were run at least three times during every workday. The QC solution was comprised
of 1.5 g of XAD-4 particles mixed with 3 g of pump oil spiked with the target analytes (2 uL of

1.85

each compound per 32 g of pump oil) in a 20 mL vial.™ The QC tests were performed by

exposing a 100 pm PDMS fibre to QC vial headspace for 1 min at 30 °C without agitation. The
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results obtained during seven consecutive days are plotted in Figure 2-4. Both intra and inter-day

RSDs were below 10 % for both compounds.
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Figure 2-4. Stability of the GC-IMS response during seven consecutive days.

Typical RSD values for the responses of benchtop instruments are expected to be below
10%, and, depending on detector type, can sometimes be lower than 5%. It is known that one of
the main limitations of using portable analytical equipment is its poorer performance when
compared to conventional benchtop instruments. For this reason, it is worth emphasizing that the
proposed GC-IMS system has exhibited satisfactory performance in terms of response and
retention time stability. Furthermore, since IMS detection using *’Ni is governed by the proton
affinities of the target analytes, enhanced selectivity for trace analysis is also plausible by tuning
the system to monitor specific ion mobilities (defined channels). Indeed, artifacts or
interferences, which come either from the NTD sorbent or from the sample matrix, are
considerably reduced as a result of their unsuitability to be ionized at the conditions employed in

this study.
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At this point, it is worth emphasizing that this system also allows for the combination of data
in a 2D-matrix, as shown in Figure 2-3. The possibility of obtaining retention and drift time
information in one single plot is an advantageous feature in a portable analytical instrument that
can be coupled with a convenient sample preparation technique such as NTD. Thus, in cases of
chromatographic co-elution, differences in the ion mobilities of the substances involved allow

the user to monitor them by setting different channels.

2.3.2. Calibration of the GC-IMS system
Table 2-3 summarizes the set of conditions employed in the standard gas generator and the

corresponding concentrations for each of the compounds.

Table 2-3. Conditions in the standard gas generator for each target compound.

Temperaturg in Flow in 'Fhe F_IOV\_/ of the Concentration,
Compound the permeation permeation diluting gas, A/
chamber, °C chamber, mL/min mL/min g
a-Pinene 40 150 1460 0.11
Limonene 40 150 1460 0.05
Acetone 40 200 4520 0.18

As previously discussed in Chapter 1, one of the main disadvantages of IMS detection is its
limitation in the analysis of high concentrations due to saturation of the ionizing source. Typical
calibration profiles for IMS detection with “Ni ion sources exhibit a narrow linear dynamic
range with a plateau response at higher concentration levels. Based on the advantages of linear
calibration over other calibration models, only the linear region of the GC-IMS system response
was taken into consideration in this work. In fact, since applications of this system discussed in

future sections only comprise trace analysis of VOCs, considering only the linear dynamic range
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for calibration is a valid approach.
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Figure 2-5. Linear response range for a-pinene using the described GC-IMS system.

Table 2-4 presents the calibration data corresponding to a-pinene, limonene and acetone in
the GC-IMS system. At least seven calibration levels were evaluated for each of the compounds.
The correlation coefficients obtained for the three target compounds reflect good linearity at the
specified calibration range. However, to effectively confirm a linear relationship at the
investigated conditions a linearity test using analysis of variance was performed (refer to Section

2.2.5).

Table 2-5 contains the results obtained from the analysis of variance. The F-test values
calculated for each of the analytes were lower than the critical value at a 95 % confidence level.
These results confirm that a linear relationship exists between the instrument response and the

amount of analyte introduced within the studied calibration range. Therefore, at this point it is
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valid to state that the proposed analytical system is able to provide reliable analytical data at the

specified conditions, and its further implementation in real applications is possible.

Table 2-4. Calibration data for the target analytes in the GC-IMS system.

Calibration

. ) LOD LOQ RSD,% Accuracy,
Compound range (ng) Equation R (ng) (ng) (n=3) % (n=4)
a-Pinene 0.6-134 y=251.8x+186.3  0.9962 0.20 0.65 7.8 95
Limonene 03-6.1 y=3184x+157 0.9973  0.037 0.12 10.4 97
Acetone 02-9.0 y=4847x+100.2  0.9962 0.12 0.38 15 95

Table 2-5. Testing the linearity of the regression model for a-pinene, limonene and acetone at a confidence level of
95 %.

Sum of squares

Compound

Residual (df)*  Pure error (df) Lack-of-fit (df) F-test estimated F-test critic
o-Pinene 6.00x 10* (14)  221x10*(@8)  3.79x 10%(6) 2.29 3.58
Limonene  3.93x 10°(15)  2.08 x 10*(8) 1.85x 10*(7) 1.01 3.50
Acetone 7.66x 10°(15)  6.22x10°(10)  1.45x 10°(5) 0.47 3.33

*Degrees of freedom in brackets.

Limits of detection and quantification for the target compounds were also investigated. For
this purpose, eight replicates of 10 mL extractions from the standard gas generator were run in
the GC-IMS system. Finally, LOD and LOQ were calculated according to the EPA procedure
using the following equations: LOD = t,1, 1.4=0.99 X SD and LOQ = 10 x sd where t,.1, 1-4=0.99 1S the
Student’s t-value at 99 % of confidence, and SD is the standard deviation of the replicates.

Taking into consideration the sampled volumes, the limits of quantification can be expressed in
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terms of ng/mL as follows: 0.065 ng/mL for a-pinene, 0.012 ng/mL for limonene and 0.038
ng/mL for acetone. Based on our experience, these results are comparable with typical LODs
achieved with conventional benchtop instruments, namely GC-qMS and GC-FID. Hence, this
newly introduced analytical approach provides enhanced selectivity and satisfactory stability, as

well as outstanding LODs, which are advantageous for trace VOCs analysis.

The accuracy of the proposed GC-IMS system coupled with NTD as an extraction technique
was assessed by extracting 10 mL at 2 mL/min from gaseous standards prepared in 1 L glass
bulbs. The concentrations of the three analytes in the gaseous standards were around 0.4 ng/mL.
The calculated amount extracted was compared with the theoretical value. Accuracy data
obtained one month after construction of the calibration curve can be found in Table 2-4. Results
exhibited a good agreement between the calculated extracted amount and the theoretical spiked

amount. For all analytes, recoveries higher than 95 % were obtained.

2.4. Conclusions

The coupling of NTD with GC-IMS was successfully evaluated using o-pinene, limonene
and acetone as target analytes, and the potential of this configuration for on-site quantitative
analysis was proved. Satisfactory stability and reproducibility results in terms of retention time
and response were found. Furthermore, the proposed system exhibited LODs comparable to
those provided by conventional benchtop instruments. A linear relationship at the evaluated
calibration range was verified by least-squares regression and analysis of variance (F-test
calculated<F-test critical at 95 % of confidence). Despite narrow linear dynamic ranges obtained
for the studied analytes, the possibility of adjusting the sample preparation conditions, such as

sampling smaller volumes with NTD or using shorter extraction times in SPME, is an alternative
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to broaden the linear dynamic range of the system and extend its the applicability. Future
directions should consider the introduction of a split valve to make this approach feasible to be
used for the on-site analysis of higher concentrations. Finally, the introduction of a miniaturized
GC before IMS detection was a simple way to considerably extend the scope of application of

this analyzer while retaining its advantages.
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Chapter 3: Coupling SPME and NTD with portable analytical instrumentation for on-site

applications.

3.1. Introduction

SPME and NTD samplers have broadly demonstrated their suitability for analysis of VOCs,
especially for on-site analytical applications. As emphasized previously, the advantages of these
sampling approaches, such as reusability and integration of sampling and sample preparation in
one step, make SPME and NTD superior over traditional sample preparation techniques
employed for gas samples analysis. In addition, the use of SPME and NTD allow for
discrimination between free and total concentrations in systems where aerosols or particulate

matter are likely to occur.”’

From the perspective of mass transfer processes theory, SPME is considered a particle-free
sampling technique based on the significant difference between the diffusion coefficients of
gaseous molecules and particles, from which analyte flux within the boundary layer can be
determined.® Thus, the diffusion process that occurs in the boundary layer due to a concentration
gradient is more pronounced for gaseous molecules than for particles, and consequently, the
number of free molecules reaching the fiber surface is considerably greater than the number of
particles being deposited on the fiber coating.”’ NTD, on the other hand, is an exhaustive
extraction technique that enables compounds in gas phase, as well as particles present in the
gaseous sample, to be trapped. Hence, the simultaneous application of SPME and NTD
techniques for on-site quantitative analysis is shown to be a valuable method, which can be used

to fully characterize a system.”'
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The role of portable analytical instrumentation in the implementation of on-site analysis
strategies is also of paramount importance. For this reason, the application of these two sample
preparation techniques, coupled with different portable instruments for the analysis of real
samples, can provide valuable information regarding the capabilities of the whole integrated
system, as well as evidence of possible limitations that can arise during field quantitative

analysis.

In this section, SPME and NTD, together with different portable analytical instruments, are
applied in the analysis of several systems. First, these techniques are employed in the analysis of
biogenic compounds emitted by a pine branch using the GC-IMS system (described in Chapter
2). Furthermore, the analysis of breath samples using a portable GC-FID system coupled with
SPME and NTD is described and discussed. Finally, a portable GC-TMS system coupled with

SPME is employed for fast field air sampling in a polymer synthesis laboratory.

3.2. Experimental

3.2.1. Analytical reagents and supplies

a-Pinene (98 %), (R)-(+)-limonene (97 %) and isoprene (99 %) were purchased from Sigma-
Aldrich (Oakville, ON, Canada). Acetone and toluene (HPLC grade) were purchased from
Caledon (Georgetown, ON, Canada). Nitrogen, helium, and hydrogen (5.0 ultra-high purity,
99.999%) were obtained from Praxair (Kitchener, ON, Canada). SPME fibres (CAR/PDMS 85
pm and PDMS/DVB 65 um) were obtained from Supelco (Oakville, ON, Canada). CAR/DVB

NTDs were constructed as described in Section 2.2.2. Gas-tight syringes (1 and 5 mL) were
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purchased from Hamilton Company (Reno, NE, USA). Glass bulbs (1 L) and Thermogreen LB2
septa were obtained from Supelco (Oakville, ON, Canada). For NTD sampling, a bi-directional
syringe pump purchased from Kloehn (Las Vegas, NE, USA) and an AP-20 manual sampling
pump from Komyo Ricagaku (Kanagawa, Japan) were used. To measure different flows, an
ADM 1000 flow meter purchased from Agilent Technologies (Mississauga, ON, Canada) was
employed. For the application of the diffusion based calibration method an HHF51 digital wire
anemometer (Omega Engineering, Stamford, CT) was used to determine the air velocity. To
maintain a constant convection during the SPME sampling of biogenic compounds, a mini-fan
connected to a 12 V battery set was used. For on-site analysis of VOCs in a polymer synthesis
lab, a portable device for rapid air sampling proposed by Augusto et al. was used.'? Briefly, this
device consists of a modified hair dryer (VS-513F, Helen of Troy, El Paso, TX, USA), with a
reverted flow source and without a heating coil, which provides constant air flow to the SPME

fibre. Figure 3-1 shows a schematic of the device.
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Figure 3-1. Portable dynamic air sampling device for SPME.’
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3.2.2. Instrumentation
The GC-IMS system described in Chapter 2 was employed in biogenic compounds analysis.

For breath samples analysis, a portable GC-FID SRI 8610C (SRI instruments, Torrance, CA,
USA) was used. A CP Porabond Q column (25 m x 0.32 mm x 5 pm) (Varian Inc., Middelburg,
the Netherlands) was installed in the instrument, due to its suitability in retaining and separating
compounds with high volatility. Since this system included its own air compressor, only
hydrogen and helium needed to be provided. Oven temperature was programmed as follows: 90
°C for 2 min, 15 °C/min to 120 °C for 1 min, 10 °C/min to 140 °C for 7 min, 15 °C/min to 260
°C for 3 min. Helium (carrier gas), hydrogen and air were maintained at 15, 27 and 6 PSI,
respectively. Detector temperature was set at 285 °C. Injection port temperature was kept at 250
°C for NTD desorption, and at 280 °C for SPME fibre desorption. For NTD analysis, 0.2 mL of
helium was used to assist the thermal desorption. Desorption times for NTD and SPME fibres

were 2 and 3 min, respectively.

For analysis of indoor contaminants in a polymer synthesis laboratory, a portable GC-TMS
analyzer was used (TridionTM—9, Torion Technologies, American Fork, UT, USA). This
instrument includes features to facilitate its portability, such as a set of lithium rechargeable
batteries (30 V, 6.8 Ah), the capability to operate with 98 mL helium cartridges (2500 psi), and a
low thermal mass GC system with a MXT-5 column (5 m x 0.1 mm x 0.4 pm). The column flow
was maintained at 0.15 mL/min. Temperature programming was set at the following conditions:
50 °C for 10 s, 2 °C/s to 270 °C for 10 s, with a total run time of 130 s. The injection port
temperature was set at 280 °C. This portable GC-TMS contains two split valves (a 10:1 and 50:1

split valve) than can be activated or deactivated throughout the running process. Thus, injections

39



were performed using the following split conditions: splitless mode for 2 s, 10:1 split valve on
for 8 s, 10:1 split valve off and 50:1 split valve on for 30 s, and finally split valve 50:1 off. The

detector voltage was set at -1475 V and the filament current was maintained at 1.08 A.

As a supporting instrument for some of the experiments, an Agilent 6890 gas chromatograph
coupled with a 5973 MSD quadrupole mass spectrometer (GC-qMS) (Agilent Technologies,
Mississauga, ON, Canada) was used. Chromatographic separation was performed using a Rxi®-
624Sil MS (30 m x 0.32 mm x 1.80 um) column from Restek, with helium as the carrier gas at a
flow rate of 1.5 mL/min. The oven temperature was initially held at 40 °C for 2 min, gradually
increased to 55 °C at a rate of 3 °C/min, then to 250 °C at a rate of 20 °C/min, and then held for
3.25 min. During the analysis, the transfer line, MS Quad and MS source were set at 280 °C, 150

°C and 230 °C, respectively, with the MS operating in electron ionization mode.

3.2.3. Standard gases

Standard gases for a-pinene, limonene and toluene were produced as described in Section
2.2.4. In the generation of toluene standard gas, the permeation chamber was maintained at 32 °C

under a nitrogen flow of 150 mL/min; the diluting gas was maintained at 2000 mL/min.

For isoprene and acetone analysis, gaseous standards for SPME and NTD analysis were
prepared by evaporating known volumes of pure compounds in a 1 L glass bulb. First, the glass
bulb was thoroughly washed with methanol, dried overnight in an oven at 120 °C, purged with
pure nitrogen for 1 hour, and then evacuated for approximately 30 min using a water aspirator.
Next, volumes ranging from 1 to 5 puL of liquid compounds were spiked by means of a 10 puL
syringe. Once complete evaporation of the standards was reached, the glass bulb was

equilibrated using pure nitrogen. Different concentrations were obtained by transferring to other
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glass bulbs specific volumes of this gas mixture, using a gas-tight syringe. Finally, the glass
bulbs were equilibrated with pure nitrogen. When humidity in the gas standards was required the

nitrogen flow was saturated with water, as shown in Figure 3-2.
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—_—>
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100 °C

Water

Figure 3-2. Apparatus for preparing gas standards with humidity.

3.2.4. Sampling methods

3.2.4.1. Sampling of biogenic compounds

On-site analysis of the compounds emitted by a pine branch was carried out using SPME and
NTD samplers. For this purpose, the pine branch was enclosed in a silanized glass chamber (12
cm wide), as can be observed in Figure 3-3. A glass lid containing several holes with
Thermogreen predrilled septa was used to close the system. A mini-fan was fixed to the chamber
lid in order to supply constant air convection. Extractions using both sample preparation
techniques were performed 20 min after enclosing the pine branch. Temperatures during every
sampling period were recorded. SPME extractions were conducted using a 65 pm PDMS/DVB
fibre and extraction times of 10 s. Desorption of SPME fibres was performed at 255 °C for 3
min. For NTD monitoring, volumes between 1 and 10 mL were sampled from the glass chamber.
The desorption conditions were the same as described in Section 2.2.5. This procedure was

repeated five different times during the same day, using the same branch. After every sampling
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period, the branch was carefully removed from the container, and the sampling chamber was

cleaned with methanol, dried in an oven at 120 °C and flushed with pure nitrogen.

3.2.4.2. Sampling of breath samples

Analysis of breath samples was conducted by collecting exhaled gas in thoroughly cleaned
glass bulbs. Before sample collection, the glass bulbs were cleaned and purged as described in
Section 3.2.3. A volunteer was asked to exhale in the glass container while the stopcocks were
opened. Before completing the exhalation process, the stopcocks were promptly closed, and the
last 1000 mL of exhaled air were retained. As soon as the sample was collected, extractions
using a CAR/DVB NTD and a CAR/PDMS SPME fibre were carried out from the same glass
bulb. NTD extractions were performed by sampling 10 mL at 2 mL/min from the glass container.
On the other hand, the extraction time for SPME analysis was fixed at 10 min. This process was

repeated with breath samples obtained from five subjects.
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3.2.4.3. Sampling of indoor pollutants

The on-site monitoring of contaminants in a polymer synthesis laboratory was accomplished
by rapid field air sampling using an 85 um CAR/PDMS fibre. For this purpose, various
extractions were performed by exposing the SPME fibre for 30 s under constant air convection
conditions. The air convection was controlled by using the portable air sampling device
described in Section 3.2.1. This procedure was repeated at different times during the same day,

and temperature of the room was registered before each sampling period.

3.3. Results and discussion
3.3.1. Analysis of biogenic compounds from a pine branch

3.3.1.1.Calibration

The calibration data presented in Chapter 2 (Section 2.3.2) was employed in this section. As
emphasized previously (Chapter 1), no calibration curves are required when calibration of SPME
is carried out using the diffusion-based model. In this calibration approach, only the amount
extracted needs to be estimated from the detector response. Consequently, quantitative analysis

using SPME and NTD can be conducted using the same calibration curve.

Table 3-1 lists the various parameters required to calculate concentrations using the
diffusion-based SPME quantitative model (refer to Section 1.1.1. in Chapter 1). The values
provided in this table (Table 3-1) correspond to the on-site determination of a-pinene emitted by
a pine branch at 3 p.m. For this application, a 65 um PDMS/DVB fibre was selected based on
previous results, which reported a satisfactory performance of this type of coating for the

extraction of biogenic compounds."’
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Table 3-1. Different parameters involved in determining concentrations by SPME diffusion-based calibration.
Values in this table correspond to on-site analysis of a-pinene (first replicate run at 3 p.m.).

Parameter Values Units
Amount of analyte extracted (n) 6.2 ng
Fibre radius (outside) (b) * 0.0135 cm
Fibre length (L) 1 cm
Sampling time (t) 10 s
Diffusion coefficient (Dg)" 0.059 cm’/s
Temperature (T) 296.4 K
Pressure (P) 1 atm
M air 28.97 g/mole
V air 20.10 cm’/mole
Mr (M air + M analyte)/(M air*M analyte) 0.04 mole/g
M analyte 136.2 g/mole
V analyte 196.7 cm’/mole
Boundary layer thickness 0.02 cm
Reynolds number 10.06

Linear velocity of the air (u) 55.9 cm/s
Air kinematic viscosity (v) 0.15 cm’/s
Schmidt number 2.52

Concentration (Cg) 1.6 ng/mL

#Value corresponding to a 65 um PDMS/DVB fibre.
"Diffusion coefficient calculated using the Fuller-Schettler-Giddings model
(Section 1.1.1.).

As can be observed in Figures 3-4 and 3-5, several peaks corresponding to the same channel
were obtained from the analysis of the compounds emitted by a pine branch. These profiles
suggest the presence of other monoterpenes able to produce the same ion under the selected
ionization conditions. Based on this, the presence of a-pinene and limonene in the investigated
system was determined by their retention times. These results support not only the importance of
using a separation step before IMS detection, but also the necessity of a stable system that

provides repeatable retention times.
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Figure 3-4. Plasmagram amplitude variation over the analysis time obtained after 10 s extraction from a pine branch
using a PDMS/DVB SPME fibre and constant convection.
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Figure 3-5. Plasmagram amplitude variation over the analysis time obtained after 1 mL extraction from a pine
branch using a CAR/DVB NTD.
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3.3.1.2. NTD and SPME sampling
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Figure 3-6. Concentrations of a-pinene at different times along the same day using SPME and NTD (n=2).

Figure 3-6 illustrates the plotted results corresponding to the quantification of a-pinene using
SPME and NTD devices. Since baseline separation of limonene was not feasible at the selected
experimental conditions for the GC-IMS system, only a-pinene concentrations were estimated.
Due to the low detection limits that can be reached using this instrumental setup, relatively small
volumes and considerably low extractions times are sufficient to obtain an adequate response
with NTD and SPME samplers, respectively. A similar concentration trend was observed in the
concentration profiles obtained with both sampling approaches along the same sampling day.
These results were in agreement with findings previously reported by other authors where
concentration maximums were found between 12 h and 15 h as a result of variations in
temperature and illumination conditions."" At low concentration levels statistically equivalent
concentrations where estimated using SPME and NTD. However, the results obtained at 12 and
15 hours revealed a significant difference in the concentration detected with both sampling

46



approaches.

These differences might be explained based on two possible reasons. First, in regards to
terpenes analysis, it is worth emphasizing that these compounds are prone to undergo oxidation
reactions. The contribution of these oxidation products to the formation of aerosols, or particle

matter, has been well-documented in the literature by several authors.®"*®

Because a-pinene is
the most common monoterpene present in biogenic emissions, the presence of particulate matter
might affect its distribution in gas phase. Furthermore, different oxidation products of a-pinene,
such as pinonaldehyde, pinic and pinonic acids, have been detected in aerosol particles®”.
Despite recent investigations demonstrating that a-pinene is a poor precursor for new particles
formation,” the presence of its degradation products on particle matter strongly correlates this
compound with the occurrence of aerosols. Based on the aforementioned reported findings, the
presence of particulates in the investigated system is a possibility that should be considered. As
was already mentioned in this document, SPME is a sample preparation technique that, based on
its configuration, allows only for the determination of free concentrations. NTD, however,
provides information about total analyte concentrations (free + bound). Thus, from this
perspective, differences in SPME and NTD results might be attributed to the possible presence of
particles where condensation of analytes might occur on their surface, affecting the distribution

of the compounds in the investigated system. However, further studies are required in order to

confirm this observation.

The possible second reason might be related to the fundamentals of the diffusion-based
SPME calibration model. An essential condition for this type of calibration approach is the zero
sink behavior of the fibre coating. Previous studies have demonstrated that PDMS/DVB fibres

have a limited capacity of approximately 9 ng for benzene when this compound is present in a
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BTEX mixture at similar concentrations (350 ppbv) for all the components.” In this case, the
amount of a-pinene extracted at the aforementioned conditions was approximately 13 ng.
Although benzene and a-pinene are compounds with different properties, since the investigated
system is a complex mixture of various compounds, saturation effects might have occurred at

high concentrations, affecting the application of this SPME calibration mode.

3.3.2. Analysis of acetone and isoprene in breath samples

Table 3-2 presents some physical-chemical properties corresponding to the target analytes in

breath samples analysis.

Table 3-2. Physical-chemical properties of target analytes in breath samples.”

N ] Solubility in
Compound MW g/mol Boiling point ) LogP Henry constant (at 25 °C)
water
Isoprene 68.12 34°C 642 mg/L (25°C) 2.347 7.67E-2 atm.m’/mole
Acetone 58.08 56-57 °C Miscible -0.042 3.97E-5 atm.m’/mole

3.3.2.1. NTD and SPME calibration for breath samples analysis

An 85 um CAR/PDMS fibre was selected for breath samples analysis due to its well-known
properties for the extraction of very volatile compounds.” Furthermore, various studies support

the suitability of CAR/PDMS coating for breath sampling applications.”””>?>

For SPME quantitative analysis, an external calibration approach was chosen. Once the fibre
coating is selected, the next step in SPME method development involves determination of

extraction time. Figure 3-7 presents the extraction time profile constructed for acetone and
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isoprene at 65 and 15 ng/mL, respectively. As can be seen, no displacement effects were
observed between these two compounds, even when the selected concentrations were
significantly higher than values found in the studied breath samples. Although, it was found that
equilibrium for these analytes is reached after 20 min, since this time is too long for extraction
and there is not a significant increase in the amount extracted, 10 min was chosen instead as the

extraction time.

After selecting the extraction time, the calibration curve for SPME quantification was

constructed. Figure 3-8 illustrates the calibration curves obtained for both target analytes.
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Figure 3-7. Extraction time profile for acetone (65 ng/mL) and isoprene (15 ng/mL) using a 85 um SPME fibre
(n=3).
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Figure 3-8. Calibration curves for acetone and isoprene constructed with a 85 um SPME fibre (n=3).

To account for high humidity levels in breath samples, the standards for SPME calibration
were prepared under 95 % humidity conditions, as described in Section 3.2.3. Since the sampling
procedure employed for collecting breath samples involved only one or two exhalation cycles,
concentrations lower than 1.5 ng/mL were obtained for both target compounds. Moreover, it is
important to highlight that in the current study, mixed alveolar air (alveolar and dead space gas)
was sampled. Therefore, the concentration levels presented here are not comparable with values
reported in studies where the main goal is the determination of disease biomarkers, where the

sampling of only alveolar air is a critical factor.

Table 3-3 summarizes the calibration data obtained using both sample preparation
techniques. As can be seen, limits of detection and quantification for SPME were particularly

low due to the coating affinity for highly volatile compounds. Alternatively, improved limits of
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detection and quantification in NTD applications can be obtained by increasing the sampled

volumes.

Table 3-3. Calibration data for SPME and NTD-GC-FID methods.

Sampling o ng  Calibration Equation R? LOD LOQ ROS/D’
approach P range q °
(n=3)
y= 134.4x+7.1
Acetone 0.07-1.3 0.9989 0.04 0.07 5.5
SPME ng/mL vs. area counts
ng/mL y = 323.9x + 154
Isoprene 0.06-1.2 0.9974 0.04 0.06 7.1
ng/mL vs. area counts
y=4.1x-34 1.3 4.0
Acetone 4.0-148.1 0.9998 4.9
NTD, ng ng vs. area counts (0.13ng/mL) (0.4 ng/mL)
(10 mL) y=85x-89 12 34
Isoprene 3.4-126.8 0.9999 3.8
ng vs. area counts (0.12ng/mL)  (0.34 ng/mL)

At this point, it is important to emphasize that the main objective of the current study is to

determine possible differences between concentrations of acetone and isoprene when they are

calculated using SPME and NTD sampling. Since high humidity levels are typically found in

breath samples, evaluation of the humidity effect on both sampling techniques is an interesting

aspect that must be considered. For this purpose, SPME and NTD techniques were both used in

the sampling of standards prepared at the same concentrations, but at different humidity

conditions. Figures 3-9 and 3-10 illustrate the results obtained for the humidity effect evaluation,

in terms of amount extracted. As can be observed in Figure 3-9, the amount of acetone extracted

with NTD was statistically the same in both humidity conditions. Similarly, the amount of

isoprene extracted under high humidity levels was only slightly lower (less than 10 %) than the
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result obtained from the standard gas prepared without moisture. On the other hand, results
obtained using SPME were drastically affected by the presence of humidity: amounts of acetone
and isoprene extracted under high humidity conditions were 30 and 40 % lower than amounts

calculated in the absence of humidity, correspondingly.
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Figure 3-9. Differences in quantities of acetone and isoprene extracted using NTD to sample at different humidity
conditions. The concentration in the standards gases were 2.7 and 2.3 ng/mL for acetone and isoprene, respectively.
The sampled volume was 10 mL (at 2 mL/min) (n=5).
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Figure 3-10. Differences in quantities of acetone and isoprene extracted using a 85 um CAR/PDMS SPME fibre to
sample at different humidity conditions. The concentration in the standards gases were 0.40 and 0.34 ng/mL for
acetone and isoprene, respectively. The sampling time was 10 min (n=5).
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As concluded by Koziel et al., water molecules present in the sample matrix compete with
analyte molecules for available active sites in solid SPME coatings where adsorption is the most
important extraction mechanism.” Hence, a smaller number of active sites in the sorbent are
occupied by acetone and isoprene molecules, and consequently, lower amounts of analytes are
extracted on the fibre. This effect is particularly pronounced when long extraction times are used.
Similar results were reported for analysis of perchlorethylene in a dry cleaning shop using
carboxen fibres for passive sampling” and for analysis of sulphur compounds in breath
samples.”” This scientific evidence supports the importance of preparing gaseous standards for
SPME external calibration under appropriate humidity conditions, particularly in cases where
high humidity levels are present in the studied samples. Moreover, these results reflect the
relevance of considering matrix effects when applying SPME and NTD simultaneously in the

determination of both free and total concentrations.

As was previously introduced, the idea of using SPME and NTD as a simple approach in
obtaining information related to free and total concentrations in gas samples has been proposed.
Experimental data has demonstrated the feasibility of simultaneously using these sample
preparation techniques to analyze systems such as barbecues, cigarette smoke and NaCl
aerosols.”! Since aerosols are defined as a suspension of solid particles or liquid droplets in gas,
breath samples are undoubtedly classified as an aerosol form. In light of the results discussed in
this section, special attention should be paid to calibration conditions, since both sampling
approaches are affected differently by humidity. Due to this effect, incorrect concentrations
could be calculated, allowing mistaken conclusions to be drawn regarding the analyte

distribution in a given system.
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3.3.2.2. Analysis of breath samples using SPME and NTD

Based on the results reported in the previous section, analysis of breath samples from
different subjects was performed. Figure 3-11 illustrates the concentrations that were determined

using SPME and NTD techniques in the collected breath samples.
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Figure 3-11. Concentrations of acetone and isoprene detected with SPME and NTD samplers in different breath
samples (n=2). The volume extracted using NTD was 10 mL (at 2 mL/min). The extraction time in SPME sampling
was 10 min (85 um CAR/PDMS fibre).

As shown in Figure 3-11, concentrations obtained using SPME and NTD were equivalent to
each other for the studied analytes. Minor differences observed between SPME and NTD
measurements can be attributed to experimental error. These results are in agreement with the
expected behavior of these compounds according to their physical-chemical properties. Indeed,

isoprene is a highly volatile and hydrophobic compound (LogP=2.32), so its partition in water is

not expected under the described experimental conditions. Similarly, acetone exhibits high
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volatility at room temperature, although its Henry’s constant is lower than the value reported for
isoprene. Due to the more hydrophilic characteristics of acetone, one might expect a possible
partition of this compound in the water droplets. However, since the volume of the aqueous
phase is significantly lower than the volume of the breath gas, most of the acetone is expected to

be found in the gas phase.

In this particular case, the studied analytes were found only in the gaseous phase of the
sample matrix. Due to the limitations of using GC-FID, it was not possible to explore the
occurrence of other analytes in different samples. However, future considerations should involve
the use of this powerful sampling approach combined with mass spectrometry when analyzing

less volatile compounds that are more likely to be distributed in particle phase.

3.3.3. Analysis of contaminants in a polymer synthesis lab

3.3.3.1. Calibration

An 85 pm CAR/PDMS fibre was chosen for this application due to its high affinity towards
very volatile compounds and behavior as a zero sink under a wider range of conditions.” For on-
site analysis, the same calibration approach applied in Section 3.3.1. was used to quantify toluene

at different times throughout the same day.

In the present section, only SPME was employed as a sample preparation technique due to
limitations related to the current configuration of the instrument, specifically its injection port.
The instrument employed in this particular experiment (Tridion-9) is a recently introduced
version of the portable GC-TMS developed by Torion Technologies. The injection port included
in this piece of equipment only allows the use of a Merlin microseal septum, which is

exclusively designed for usage with 23 gauge probes. Therefore, to avoid possible leaks,
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applications are limited to the use of needles of same specified diameter. Currently, hardware
modifications are being implemented by the manufacturer in order to make this system

functional for both SPME and NTD applications.

Based on the reasons mentioned above, calibration of the portable GC-TMS was
accomplished by exposing a SPME fibre for different durations (from 5 s to 6 min) to a constant
concentration of toluene produced in a standard gas generator (refer to Section 3.2.3.). The
amount of toluene loaded on the fibre at each extraction time was estimated by repeating the
extractions at the same conditions, and performing the injections in a benchtop GC-MS, where a
liquid calibration curve was previously run. Figure 3-12 depicts the calibration results obtained
for toluene in the portable GC-TMS. Total ion current (TIC) was used as signal response, since

ion quantification features are not included in the new portable GC-TMS software.
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Figure 3-12. Portable GC-TMS response for toluene (n=3) (Total ion current arbitrary units vs. ng).
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Good linearity was observed in the range of 3.4 and 110.3 ng of toluene, which is in
agreement with the limited linear range typical for ion trap detectors. Intra and inter-day RSD
values were between 7 and 20 %, which are considered acceptable for quantitative analysis using

portable instrumentation.

Table 3-4 summarizes the parameters involved in the calculation of toluene concentrations
during the on-site analysis. As in Section 3.3.1., the temperature was constantly monitored

throughout the sampling process.

Table 3-4. Different parameters involved in determining concentrations by SPME diffusion-based calibration.
Values in this table correspond to on-site analysis of toluene in a polymer synthesis lab.

Parameter Values Units
Amount of analyte extracted (n) 46.4 ng
Fibre radius (outside) (b) * 0.0145 cm
Fibre length (L) 1 cm
Sampling time (t) 30 s
Diffusion coefficient (Dg)" 0.079 cm?/s
Temperature (T) 295.9 K
Pressure (P) 1 atm
M air 28.97 g/mole
V air 20.10 cm’/mole
Mr (M air + M analyte)/(M air*M analyte) 0.045 mole/g
M analyte 92.14 g/mole
V analyte 111.14 cm’/mole
Boundary layer thickness 0.014 cm
Reynolds number 28.3

Linear velocity of the air (u) 150 cm/s
Air kinematic viscosity (V) 0.15 cm?/s
Schmidt number 1.93

Concentration (Cg) 2.0 ng/mL

®Value corresponding to a 85 um CAR/PDMS fibre.
®Diffusion coefficient calculated using the Fuller-Schettler-Giddings model
(Section 1.1.1.).
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3.3.3.2. On-site analysis results

Interesting results were obtained from the on-site analysis of VOCs carried out in the
polymer synthesis laboratory. First, it was possible to easily spot the occurrence of various
solvents in the studied site. Tetrahydrofuran and isopropyl alcohol, as well as toluene, were

successfully identified by matching their spectra with the instrument database information.
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Figure 3-13.Chromatographic profiles obtained at different times during the same day.
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Regarding quantification using the portable GC-TMS, Table 3-5 presents the results obtained
from the quantitative analysis of toluene at the aforementioned conditions. In addition to these
results, Table 3-5 registers concentrations determined in a conventional benchtop quadrupole,

which were obtained from extractions conducted parallel to the on-site analysis.

Table 3-5. Concentrations of toluene determined with SPME rapid field air sampling coupled with a portable GC-
TMS system and a conventional benchtop quadrupole.

Concentration of toluene

Time of

the day Temperature, °C  Using a conventional GC- Using a portable GC-
MS, ng/mL+EE* (n=1) TMS, ng/mL£SD (n=3)

11h30m 22.9 2.2+0.1 3.0+1.0
12h 30 m 22.6 0.50+0.03 0.6+0.2
13h30m 23.2 0.30+0.02 0.20+0.01
15h30m 23.0 0.20+0.01 0.30+0.02*

17h 22.5 0.10+0.01 0.20+0.01

18h 22.2 0.10+0.01 0.20+0.05

*Assuming 5 % experimental error (related to instrument response drift and SPME method typical RSDs).

As can be seen in Table 3-5, good agreement was found in the results obtained with both gas
chromatographs at 11h30m and 12h30m. Variations at low concentration levels are related to the
short extraction time selected (30 s) that allows the analyst to estimate the concentration at a very
specific time of the day (slight changes in concentration between extractions could occur). Due
to the longer run time set in the conventional GC-MS (20 min) compared to the one in the
portable GC-TMS (130 s), analysis in the benchtop GC-MS was carried out by doing only a
single extraction at each turn; conversely, three replicates were run in the portable GC-TMS per
turn. Since total analysis time is a parameter of paramount importance in field analytical
applications, it is noteworthy to mention that the combination of SPME with this portable GC-
TMS provides a valuable tool for fast field quantitative sampling (analysis accomplished in 200

s), even when non-target analysis is conducted. Also, it is important to highlight that since this
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method estimates concentration in a considerably short period of time, changes in activities in
the sampling location, such as opening a solvent bottle or turning on a rotary evaporator, could

drastically affect the results obtained.

3.4. Conclusions

SPME and NTD were effectively coupled with different portable instruments, and the
suitability of these approaches in the application of quantitative analysis of various systems was

demonstrated.

First, the GC-IMS system introduced in Chapter 2 was successfully coupled with SPME and
NTD samplers for on-site analysis of biogenic compounds emitted by a pine branch. Quantitative
analysis was satisfactorily accomplished in a significantly short period of time by virtue of the
low detection limits that IMS detection provides. Interesting results were found with each of the
sample preparation techniques employed, suggesting the presence of particles in the investigated
system. Although further investigation is required in order to confirm the presence of aerosols in
this specific system, it is important to emphasize that the proposed setup can be used for the
investigation of both free and total concentrations in samples where the presence of particles
have been already determined. The importance of GC as a separation step before IMS detection
was confirmed in this particular case, where several compounds able to produce the same ion at
the specified conditions were found. This simple sampling protocol can be easily followed when

performing on-site analysis of other substances of environmental, forensic, and medical interest.

In addition to the application of SPME and NTD in the analysis of biogenic compounds
emitted by a pine branch, these techniques were used in the analysis of breath samples.

Equivalent concentrations of acetone and isoprene were calculated using both sample preparation
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techniques. Results were explained based on the physical-chemical properties typical of each
target compound. Also, the effect of humidity on these sample preparation techniques was
examined; based on the experimental findings presented here, it can be concluded that humidity
is an important variable that should be considered when applying SPME and NTD in the
determination of both free and total concentrations in aerosols such as breath. Unlike NTD,
SPME is highly affected by the presence of humidity in gas samples. Hence, accounting for this
matrix effect is of paramount importance in SPME analysis. Else, inaccurate results regarding

analyte distribution in a given system may be reported when this variable is unaccounted for.

Finally, the convenience and feasibility of using a portable GC-TMS coupled with SPME for
on-site analysis of contaminants in a polymer synthesis laboratory was demonstrated. This
analytical approach exhibited a satisfactory performance when compared with a conventional
GC-gMS system at the aforementioned conditions. As a result of the considerable reduction in
analysis time, coupling SPME with this portable GC-TMS system gives the user the opportunity
to make decisions in the sampling place, as well as collect more information in a shorter period
of time. The well-known advantages of mass spectrometry detectors available in this portable
configuration are a powerful tool for non-target analysis, especially in on-site applications, where
occurrence of various unknown compounds is likely to occur. This approach can potentially be
used to conduct workplace safety assessments, especially in cases where immediate information

is required in order to ensure that workers are not being exposed to a harmful environment.
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Chapter 4: Membrane extraction with sorbent interface (MESI) coupled with GC-IMS for

on-site semi-continuous monitoring

4.1. Introduction

When monitoring VOCs in systems where either single or multiple processes are involved, it
is important to consider possible changes in target analytes concentration over time. Used for
monitoring purposes, MESI (refer to Section 1.1.3.) has demonstrated its feasibility to easily
monitor VOCs in a semi-continuous mode for long intervals of time. In this sample preparation
approach, the membrane module acts as a sensor-like device that is continuously exposed to the
investigated system.” Once a steady state between membrane and sample under study is
reached, quantification of analytes becomes possible. Since a sorbent trap is used as a medium in
the pre-concentration of analytes that permeate the membrane, different extraction times can be
selected, provided that trap capacity is not exceeded. Thus, for every period of time that the
sorbent trap is desorbed, a response proportional to the actual analyte concentration can be

obtained.

MESI has been used for on-site analyses of different systems. Some applications of MESI
include monitoring the thermal degradation products of polystyrene’® and polyacrylonitrile,”’
analysis of biogenic emissions,’’ on-site environmental monitoring of BTEX and chloroform,*
and semi-continuous analysis of breath samples.”**** Furthermore, various detector types have
been coupled with this sample preparation technology.’®*®* In this section, the coupling of
MESI with a portable GC-IMS system is proposed for the first time. The advantages of IMS

detection for on-site analysis, when they are combined with the particular features of MESI,

62



result in an interesting configuration for field sample investigation. Monitoring of acetone in

breath samples was chosen as a model for the evaluation of the proposed system.

4.2.  Experimental
4.2.1. Analytical reagents and supplies

Acetone (HPLC grade) was purchased from Caledon (Georgetown, ON, Canada). Nitrogen
(5.0 ultra-high purity, 99.999%) was obtained from Praxair (Kitchener, ON, Canada).
Hydroguard MXT guard columns (0.28 and 0.53 mm [.D.) obtained from Restek (Bellefonte,
PA, USA) were used as transfer lines and in the construction of the sorbent trap for MESI. A flat
sheet PDMS membrane (SSP-M823, 0.005”) was obtained from Silicone Specialty Products Inc.
(Ballston Spa, NY, US). A 600 mL glass chamber was used to hold the membrane module
during the sampling procedure (refer to Figure 4-1). Glass bulbs (1 L) obtained from Supelco

(Oakville, ON, Canada) were employed to prepare standard gases.

4.2.2. Instrumentation

For the MESI experimental setup, a piece of PDMS membrane (3.8 cm x 2.6 cm) was
mounted into a special module, as shown in the Figure 1-2 (Chapter 1). To check for leaks, the
membrane device was immersed in de-ionized water and purged with nitrogen. For the sorbent
interface construction, a piece of 55 mm of MXT guard column (0.53 mm [.D.) was packed with
carboxen 1000 (60/80 mesh) (15 mm sorbent bed length), following the same procedure as in
NTD packing (Section 2.2.2.). This sorbent interface was housed in a custom-made control unit
where both a Peltier cooler, as well as the application of heating pulses, facilitated enrichment of
the analytes and subsequent desorption into the column. A mini-fan was used to ensure a
homogenous convection in the sampling chamber, as shown in Figure 4-1.
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The IMS analyzer previously described in Chapter 2 was employed in the current section at

the same operational conditions. To couple the MESI system with the GC-IMS system,

desorption and transfer lines used for SPME and NTD applications were removed. A schematic

representation of the entire system is illustrated in Figure 4-1.
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Figure 4-2. Connection between the sorbent interface control unit and the GC-IMS system.
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4.2.3. Standard gases

An initial acetone standard gas was prepared as described in Section 3.2.3. Different
concentrations were then obtained by transferring specific volumes of this standard gas by means
of a gas-tight syringe into the chamber used for MESI sampling. To calculate the final
concentration of acetone, the volume of the glass chamber (600 mL) was taken into account. The
standard gas generator system described in Section 2.2.4 was also used for part of the
experiment. A permeation tube containing pure acetone was placed in the permeation chamber at
30 °C, with a constant nitrogen flow of 150 mL/min. The diluting gas flow was modified in order

to obtain different concentrations.

4.3. Results and discussion

4.3.1. Conditions and stability of the MESI-GC-IMS system

The operational conditions for the MESI system are presented in Table 4-1.

Table 4-1. Operational parameters for the MESI-GC-IMS system.

Operational parameter Value
Desorption temperature 200 °C
Extraction temperature 6 °C
Desorption pulses 10s
Column temperature 40 °C
Column flow 100 mL/min
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Similarly to SPME, in MESI it is important to take into account the effect of the boundary
layer on the extraction rate. Since a permeation process from the sampling medium to the
stripping phase is constantly occurring, boundary layers in the inner and outer parts of the
membrane should be considered.”® Therefore, convection conditions in the stripping and feeding
phases are critical factors to be controlled in order to enhance the mass transport of analytes
through the membrane material. In this study, 100 mL/min was selected as the stripping gas
flow, since it maintains good convection in the inner side of the membrane, and provides good
stability in the IMS detection system, avoiding easy saturation of the detector. Convection in the
outer side of the membrane was also taken into account, by keeping a mini-fan turned on during

the experiments.
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Figure 4-3. Background signal obtained from the MESI-GC-IMS system.
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Once the entire MESI-GC-IMS system was set up, blank runs were performed at the
specified conditions. Figure 4-3 presents a plasmagram amplitude profile corresponding to a
blank run: as demonstrated, no significant background interferences related to the trap were
observed. It is important to emphasize that a clean response that is relative free of background
interferences is crucial in this form of application, where considerably low concentration levels
are usually handled. As was previously discussed in Chapter 3, the selectivity of IMS detection
towards only those analytes with high proton affinity can be beneficial, since possible
interferences coming either from the sample matrix, or from the sorbent itself, are not always

detectable at these mild ionization conditions.

Once a clear, stable baseline was obtained, the gas generator outlet was connected to the
sampling chamber of the MESI system. Figures 4-4 and 4-5 exhibit plasmagram amplitude
profiles corresponding to 1 and 2 min trapping periods, respectively. As can be seen, good

performance of MESI coupled with the modified GC-IMS system was found.
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Figure 4-4. Plasmagram amplitude profile obtained for 1 min trapping time (acetone 1.1 ng/mL).
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Figure 4-5. Plasmagram amplitude profile obtained at 2 min trapping time (acetone 1.1 ng/mL).

A critical factor to be considered in MESI applications is how fast the heating pulse is
produced. High desorption effectiveness in a short period of time ensures a sharp injection band;
as a result, a clear instrument response in terms of peak shape is reached. Due to the high
quantity of power consumption required to fulfill this condition, on-site applications of MESI

might be hindered.

4.3.2. Determination of the steady state

The steady state is an important parameter to be considered in this membrane extraction

technique. Once the MESI system is in contact with the sample, a certain amount of time is
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required for the extraction system to equilibrate. Thus, only peaks registered after reaching the

steady state can be considered representative of the investigated system.

Figure 4-6 shows the variation of the instrument response, from the moment the membrane
module was exposed to a breath sample collected in the sampling chamber, until a constant

response was obtained.
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Figure 4-6. Detector response variation from first contact between a breath sample and the membrane, until constant
peak areas were obtained. The sampling cycle was set at 2 min.

Due to the high flow set in the stripping phase of the MESI system (100 mL/min), it was
possible to obtain a constant response only a few minutes after starting the sampling cycle. It is
worth emphasizing that the convection on the sample side was constantly controlled by a mini-
fan in the chamber. As was previously stated by Liu et al., the flow rate in the stripping phase

should be properly optimized in order to enhance the mass transfer of analytes without causing a
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high degree of sample dilution.'” Since IMS detection is capable of detecting concentrations in
the low ng/mL levels, even at high flows, a considerable increase in flow rate can be applied

without affecting the sensitivity of the system.

4.3.3. Evaluation of the trap capacity
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Figure 4-7. Evaluation of the trap capacity at different extraction times (concentration of acetone =2.3ng/mL, n=3).

The capacity of the sorbent trap was evaluated at the above conditions. For this section of the
experiment, the connection between the trap and the column was modified, allowing a split so
that the detector saturation could not be reached before observing breakthrough in the sorbent
interface. Different extraction times were tested in order to determine when breakthrough was
observed. As can be seen in Figure 4-7, a linear relationship was found between 1 and 9 min
trapping times. At 12 and 14 min extraction times, a substantial deviation from linearity was

observed. These findings were expected, based on the considerably high flow rate set in this
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study. Although high flow rates can be chosen to accelerate the mass transfer process in MESI
applications, breakthrough can occur in shorter times due to the probability of analytes being
stripped from the sorbent bed under high flow conditions. Based on these findings, and by virtue
of the low detection limits achievable with IMS detection, 2 min was selected as the trapping
time for this application. Previous studies done on the analysis of acetone in breath samples with

299899 \vith lower flows in

MESI have reported longer extraction times varying from 5 to 20 min,
the stripping phase used in these cases (<5 mL/min). Furthermore, the IMS detection unit used in
this study is unable to perform runs longer than 500 s, due to the configuration limitations of the

instrument itself. Therefore, by selecting 2 min as the extraction time, it was possible to obtain at

least four peaks in each run.

4.3.4. Calibration and analysis of breath samples
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Figure 4-8. Calibration curve for acetone using the MESI-GC-IMS system (n=4).
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For this MESI application, an external standard calibration approach was followed, since all
the experiments were performed under the same conditions. However, it is important to mention
that variations both in temperature and convection influence analyte permeation, and
consequently may affect MESI calibration. The calibration curve was constructed by exposing
the membrane module to standard gases of acetone prepared as described in Section 4.2.3. After
running each calibration point, the sampling chamber was purged with nitrogen until a clean

baseline was reached. Calibration results are plotted in Figure 4-8.

As previously emphasized in Chapter 2, IMS detection using a radioactive ionizing source is
characterized by narrow linear dynamic ranges, due to depletion of the reactant ions at high
concentrations. This situation is clearly reflected in Figure 4-8 for acetone detection. As a result
of the distinctive high proton affinity of acetone (812 kJ/mole), *Ni IMS detection exhibits a
superior sensitivity towards this compound.® Although a substantial deviation of the linearity is
observed at high concentrations, a different model, such as a second-order polynomial function,
can be applied to fit the calibration data.*'"! As shown in Figure 4-8, a second-order calibration
equation was found to be appropriate to fit the instrument response as a function of acetone
concentration using MESI (R?=0.9991). The linear portion of this specific application was also

indicated in Figure 4-8.

At this point it is important to highlight the importance of selecting an appropriate calibration
model for IMS detection. Typical analytical applications are characterized by linear relationships
between analyte concentration and instrument response. Nonetheless, in some cases a different

calibration model should be employed in order to accurately represent a calibration function.
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Once the described system was calibrated, the instrumental setup was tested with breath
samples provided by three subjects. Ideally in breath sample analysis, parameters such as CO,
levels and exhalation patterns should be considered in order to account for variations among
volunteers.” In this work, the breath sampling procedure was not optimized, since the main
objective here is demonstrating the feasibility of the MESI-GC-IMS coupling as a practical

approach for on-site semi-continuous monitoring.
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Figure 4-9. Concentrations of acetone in breath samples from three volunteers before and after lunch (n=4).

Figure 4-9 presents the results obtained from the analysis of breath samples. Concentrations
of acetone were in the range of 2 to 7 ng/mL. Since only two exhalation cycles were considered
during the sampling procedure and, as mentioned before, a strict breath sampling protocol was

not followed, the estimated concentrations were below those values reported in the literature.*>%*
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Several studies have reported a decrease in breath acetone concentrations after food

ingestion.®*%

However, the results found here corresponding to acetone levels before and after
lunch were not conclusive. The reasons given above regarding the employed sampling

methodology is the most probable explanation for these findings.

Difficulties encountered during the real breath sample analysis are mainly associated with the
sampling protocol rather than to the instrumental approach itself. Due to the complexity of the
breathing process and the typical physiological differences among subjects, tremendous effort
has been dedicated to the standardization of breath sampling procedures. Therefore, the
applicability of the proposed system in breath analysis is strongly correlated to the use of proper

sample collection approaches.

4.4. Conclusions

The suitability of coupling MESI with a GC-IMS detection system was demonstrated, and
hence the capability of performing semi-continuous monitoring with this instrument is
introduced as an additional feature. Thus, SPME and NTD can be employed as sampling
techniques for spot on-site analysis, and MESI can provide a valuable tool to monitor

concentration changes over time.

Once again, low detection limits of IMS were advantageous, since an enhanced mass transfer
process was possible by using a high flow rate (100 mL/min) without sacrificing the sensitivity
of the technique, and short trapping times (2 min) were sufficient to register a representative
response from the investigated system. Although a considerable deviation from linearity was
observed at acetone concentrations above 4 ng/mL, a second-order calibration equation exhibited

good correlation with the calibration data.
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The potential of the proposed MESI-GC-IMS system was tested by analyzing acetone present
in breath samples. This integrated system can be used in a variety of applications where
monitoring of highly volatile compounds is intended, although sufficiently high proton affinities

are a requirement for IMS detection with *Ni ionizing source.
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Chapter 5: Summary

SPME, NTD and MESI were successfully coupled with portable analytical instrumentation
for the quantitative analysis of various systems. Portable equipment employed in this project
included GC-FID, GC-TMS and GC-IMS systems. The latter instrument was the result of
coupling a miniaturized GC interface and a desorption unit with a handheld IMS analyzer. This
proposed GC-IMS system exhibited satisfactory performance in terms of retention time (inter-
day variation < 3%) and response stability (intra and inter-day relative standard deviations
(RSDs) < 10 %). When this system was coupled with NTD, it yielded limits of quantification
comparable to those provided by conventional benchtop instruments (0.065 ng/mL for a-pinene,

0.012 ng/mL for limonene and 0.038 ng/mL for acetone).

Three different systems, namely emissions of a pine branch, breath samples and indoor
pollutants in a polymer synthesis laboratory, were investigated using SPME and NTD together
with portable instrumentation. In the analysis of biogenic compounds emitted by a pine branch,
quantitative analysis was satisfactorily accomplished in a significant short period of time by
virtue of the low detection limits that IMS detection provides. In addition, results obtained using
SPME and NTD suggested the possible presence of particles that are likely to be produced
during the oxidation of different biogenic compounds. On the other hand, in the analysis of
breath samples, equivalent concentrations of acetone and isoprene were calculated using both
sample preparation techniques. The effect of humidity in both SPME and NTD sampling
techniques was studied, and results revealed that both techniques were differently affected by the
presence of moisture in a sample matrix. These experimental findings support the relevance of

proper calibration conditions in order to accurately characterize systems such as aerosols in
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terms of free and total concentrations. Finally, the convenience and feasibility of using a portable
GC-TMS coupled with SPME for on-site analysis of contaminants in a polymer synthesis lab
was demonstrated. This analytical approach exhibited a satisfactory performance when compared

with a conventional GC-gMS system, as well as a considerable reduction of the analysis time.

Lastly, the suitability of coupling MESI with a GC-IMS detection system was verified.
Based on the outstanding detection limits provided by IMS detection, it was possible to select a
high flow rate of 100 mL/min and a short trapping period (2 min) for the analysis of acetone in
breath samples. Thus, by using the same analytical instrument, it is plausible to use SPME and
NTD for spot on-site analysis, while the use of MESI can provide a valuable tool to monitor

concentration changes over time.
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