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Introduction

Human beings need a regular supply of food and mate essentially continuous
supply of air. The requirements for air and water @latively constant (10-20°rand 1-2
litres per day, respectively). That all people dolave free access to air and water of
acceptable quality should be a fundamental hungri.riThe atmosphere we live in contains
numerous chemicals, natural and artificial, somwioich are vital to life while many others
are more or less harmfuRecognizing our need for clean air, in 1987 the WRE&ygional
Office [1] for Europe publishedir quality guidelines for Europe (lfontaining health risk
assessments for 28 chemical air contaminants.

Various chemicals are emitted into the air from hbotatural and man-made
(anthropogenic) sources. The quantities may ramge fhundreds to millions of tonnes
annually. Natural air pollution stems from varidustic and abiotic sources such as plants,
radiological decomposition, forest fires, volcan@esl other sources such as geothermal, as
well as emissions from land and water. These rasudt natural background concentration
that varies according to local sources or specifeather conditions. Anthropogenic air
pollution has existed since people learned to use &t least. However, it has increased
rapidly since the beginning of industrializatiorhelTaugmentation of air pollution resulting
from the ever expanding use of fossil fuels, growmtthe manufacture sector and widespread
use of chemicals has been accompanied by mountibficpawareness of its detrimental
effects on health and the environment. Moreovesichaesearch on the nature, quantity,
physicochemical behaviour and effects of air paltis has greatly increased our knowledge
in recent years. Nevertheless, there is a greatndee that needs to be understood. Several
aspects concerning air pollutants effects on pubdialth require further assessment; these
include newer scientific areas such as reprodudivdevelopmental toxicity. The proposed
guidelines will undoubtedly be changed as futuuelisis lead to new information.

The task of reducing levels of exposure to airygatits is complex . It begins with an
analysis to determine which chemicals are preserthé air, where, at what levels, and
whether the likely levels of exposure are hazardousumans and the environment. Then, it
must be decided whether an unacceptable risk isepte When a hazard is identified,
mitigation strategies should be developed and implged so as to prevent excessive risk to

public health in the most efficient and cost-efiiestvay.



Introduction

Analyses of air pollution problems are exceedirggiynplicated but are an important
issue for the 21st century.

There is a great variety of techniques to monherdatmosphere pollutants: absorption
spectrometry either in infrared or ultraviolet rangr chemical methods (flame spectroscopy,
chemiluminescence and gas chromatography). TaHleillustrates the variety of target
compounds as well as the large number of analytnethods used for their measurement. All
these techniques, often very precise, require gpkagn Besides the problems of homogeneity
and accurate representation of samples, thereoagg dften costly techniques of analysis to
be implemented, and which can be difficult or evewpossible to use for continuous
applications. One example that comes to mind Eaaisof detector of ambient pollution or for

industrial site.

Gas | Concentration (ppm) range Common analysis method
Air Rejections

SO 10°- 10 10 - 2000 | Flame spectroscopy
UV Fluorescence

IR Absorption

UV Absorption
potentiostatic electrolysis

NOx 10°- 10 1-2000 Chemical Luminescence

IR Absorption

potentiostatic electrolysis
Tablel-1 Main CO, | 300-1000| 16-2*1C° |IR Absorption
pollutant gas, lon selective electrode (ISE)
Concentration range Thermal conductivity
And common analysis O3 10°-1 _ Chemical Luminescence
method [ 2 | UV Absorption

NH, _ 100 - 16 |iso-phénolique method

(local) ISE (NHy)
Gas Chromatography

H,S 1-1000 |ISE (%)
(local) methylene Blue Dosage

Therefore new gas sensors, able of discriminabogalso to measure these different
pollutants in real-time are required.

Several gas sensors have been developed so fae, Soich as electrolyte solution
based electrochemical or catalytic combustion ssnswere developed a long time ago for
professionals. There are many different sensorsdhas general, on a simple law of physics.

Figurel-1 summarizes a selection of gas sensors commssly at present.
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Figure 1-1 : An illustrated selection of gas sensor types

The era of sensors started in the 1970s duringhnéeeniconductor combustible gas,
solid electrolyte oxygen and humidity sensors weer@mercialized for non-professional uses.

Metal oxides sensors (MOX sensors) in general ar@,Sn particular, have attracted
the attention of many users and scientists intedeist gas sensing in changeable atmospheric
conditions. This interest has been generated dtlestolow cost fabrication, simplicity of use
and finally the large number of detectable gasesipte.

With the advent of pollution and performance consen the automotive industries,
intelligent homes & appliances market (Figar2) and in general any industry working with
gas these devices have come into demand.

Avtomaten fan vertiatior
C0: sensor, odor sensor

Fan hestar with air ¢lsanes
A condtansr with ar chaner

Humidity sensor, CO: sensor,

Air qualty sensor, odor sensor

Heater and drier in Bathroom
Dush washer—driars
Humidity sensor

Garbage trastment mysbem
Oder sensor
Humidity sensor

Hi zensor, humdity sensor

Figure 1-2 : application of sensor in the home automatiofdomotics) field
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The principle of how the Snflbased-sensor works is quite simple and baseden th
change of electrical resistance when exposed tertio gas or gasses. Sn® the best
understood oxide-based gas sensors. Neverthelem®g are highly specific and sensitive
SnG sensors not yet available or feasible. In real wagykconditions, Sn@ sensors are
confronted with the problem of high cross-sendiivor other gasses, which strongly limits
their application.

In order to be used in practice, a gas sensor gdhiatfll many requirements which
depend on the purposes, locations and conditionthedf operation. Among the sensor’s
prerequisites, first would be their effectivenesensitivity, selectivity and response time.
Second level criterions would be: reliability: drigtability.

Efficiency [3] and reliability are interconnectedtlveach element [4-5] of the sensor -
sensitive layers, substrates, heaters and elestrodlkese function together in device so the
sensor should be studied as a whole. The verificatnd optimization of each parameter have
key roles to play in the research and developmiega® sensors

The Laboratory M.I.C.C. (Microsystemes Intrusmeaptatet Capteurs Chimiques)
managed by C. Pijolat located in St Etienne isredted in the development of gas sensor for
industrial applications. Few years ago, they careid the fact that the electrodes which
collect the output signal can have an influencehenoverall performance of gas sensors. In
fact, changing the nature of the electrode metalgraatly modify the results. They tried to
explain this behaviour inside a physical-chemicaldei [6] (cf., chapter 1) which takes into
account the role of the electrodes. The model stgeshe main role of the three boundary
points (interface of gas-electrode-Sensitive layer)

At the same time, at the University of Tubingen@ermany, the IPC (Institute for
physical chemistry) group of Udo Weimar also triedunderstand more about the electrodes
influence. They developed new techniques to obsandeunderstand gas sensors under actual
working conditions: DRIFT (Diffuse Reflectance lafed Fourier Transform), Kelvin probe,
impedance spectroscopy [7].

Focus of the work

The focus of this work is primarily devoted to dpithe role of the electrode material
on the properties of detection for gas sensor. Seamleer hypothesis have been suggested and
summarized in the model of MICC but there is a latkxperimental proof. The objective of
this is complete their promising work and hopefuthprove our understanding of this crucial

parameter by collaborating with both MICC in Fraacel IPC in Germany.
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This collaboration between the research centresstglface under the auspices of
GOSPEL "General Olfaction and Sensing Projects Barapean Level". This organization is
a Network of Excellence funded by the European Camity under the Sixth Framework
Programme (IST-2002-507610) from 2002 to 2006sItoordinated by the University of
Tldbingen and integrates the expertise of 25 reBegroups across Europe (the GOSPEL
'Members’). It also works with over 100 Associatenvbers from industry and academia
worldwide.

The chosen approach is the combination of phydsnical phenomena and
spectroscopic techniques. For simplicity saketéinget gas for detection is carbon monoxide
CO.

This report is structured as following:

Chapter 1 is dedicated to the bibliography on Snliased sensor, theoretical understanding
of the tin dioxide gas sensor, as well a briefestft the art on the work of other authors
concerned with the electrode’s influence is sumpeari

Chapter 2 of this thesis deals with the preparation of thessr, its electrical performance,

and different powders used

Chapter 3 is related to the investigation of carbon monoxid&eraction with tin oxide
sensors, with metal, in air by means simultaneol®FD and DC resistance studies.
Thermodesorption experiments complete the spedpysenvestigations on the oxygen
chemisorption and the influence of the metal.

Chapter 4 reviews the principal outcomes of the thesis, $oog on the link between the

results and on their originality. In addition, somajor perspectives are proposed.
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CHAPTER 1

1 Theoretical Basis and survey

De part son utilisation dans un grand nombre de dios, le dioxyde d’étain fait
I'objet de nombreuses publications. Ce chapitredesdié a I'état de I'art sur SnCen
tant que matériau pour capteur de gaz. L’étudeibgrbphique du dioxyde d’étain se
divise en quatre parties. Nous évoquerons dansremigr temps les caractéristiques du
matériau Sn@ et dans une seconde partie, comment il peut &treéucomme capteur de
gaz. Le troisieme point concernera l'interaction 88Q avec les principaux gaz. La
modélisation de la conduction dans les couchesnd® &ra quant a elle traitée dans la
derniére partie. L’accent sera mis sur le role éé=ctrodes, objet de cette étude.

12



Basic and survey

1.1 Introduction bibliographies

Conductometric chemical gas sensors based on sedoctmr metal oxides are actually
the most investigated. Although semiconductor gasars have been so far developed mostly
by empirical research , further development andwation seem to be impossible without a
fundamental understanding of the gas-sensing meshaand sensor design principles
involved. This first chapter tries to sum up thetigalarity of the Sn@ as material for gas
sensor. Moreover, due to the fact that a large phthis study consists in spectroscopic
investigations it is important to introduce theenatction of the gas and Sp@s you will see
in this chapter many parameters affect the perfoomaof the semiconductor which is
complex and difficult to completely take all thetars into consideration. Each parameter has
been almost totally investigated beginning with tistory of metal oxide gas sensors with
Tagushi in 1962 [8]. Despite these aforementionecherous studies, the actual detection
mechanisms of tin oxide sensors and especiallyrtiee of the electrodes are not fully
understood. The motivation of our work is to expldne influence of the electrodes in the
system of Sn@based gas sensors. A survey of pertinent pulicaton the influence of the
metal is included. Special attention has been fmttle previous thesis of P Montmeat [6]. A
model taking into account the role of the metaldgeectrodes) which enhances the creation
of a space charge area at the three boundary ggedsmetal—oxide” was proposed and that
is the starting point of our work.

1.2 Material Properties of Tin Dioxide

SnG has various specific and unique properties, whitdikes this material very
useful for many applications. Polycrystalline tHibms and ceramics of SnChave been
extensively used in the production of resistorsndiwting SnQ@ films are well known as
transparent electrode. When deposited on glasskihawn as Nesa glass [[]]. SnG films
are also used as transparent heating elementfief@roduction of transistors, for transparent
antistatic coatings and other parts in electriag@gent where transparency is required.

13
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1.2.1 Crystalline structure of SnO ,

T T T T

Tin oxide, SnO2

Stock number: 5010FY

JCPDS card number: 21-1250
Radiation: Cu Ka

Crystallographic system: tetragonal
Space group: P4, /mnm (136)

Intensity (a. u.)

U

20 40 60 80

2 O (deg)

Figure 1-1 : SnG; X ray diffraction pattern diagram

SnG is an anisotropic polar crystal, which crystabise tetragonal rutile structure with space
group Dy [Pa2:mn][10] [2]. The unit cell contains 6 atoms, 2 tins and 4 orydeach tin atom

is at the centre of six oxygen atoms placed apprately at the corners of a regular slightly
deformed octahedron, and three tin atoms approgimatt the corners of an equilateral

triangle surround every oxygen atom (see Figugg.

0.319 nm

0.474 nm

Figure 1-2 : Unit cell of SnG, with four O ,- anions and two SA" cations. The crystalline structure of SnQ@
is rutile: Each tin atom is at the centre of six oygen atoms placed approximately at the corners of a
regular slightly deformed octahedron and three tinatoms approximately at the corners of an equilatera
triangle surround every oxygenatom.
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Thus, crystalline structure of tin dioxide is 6:@ocdination. The lattice parameters are a = b
=4.737A and ¢ = 3.185A. Thé ratio is 0.673. The ionic radii for,Oand SA* are 1.40 and
a

0.71A, respectively. The metal atoms (cations)l@cated at positions (0,0,0) and (Y2,%,%) in
the unit cell, and the oxygen atoms (anions) au#,@) and = (Y28,%2-u,%2), where the
internal parametey, takes the value 0.307. Each cation has two arabmsdistance ofua
(2.053A) and four anions. Each cation has two anatra distance of 2-a(2.053A and four
anions at [2(Y2-d)(c/2a)2]2a2.597A.

1.2.2 Electronic properties

SnG is a n-type, wide-band gap semiconductor. Theiroiaf the n-type behaviour is

the native non-stoichiometry caused by oxygen wveieanThe conduction band has its

minimum at thd” point in the Brillouin zone and is a 90% tin seliktate. The valence band
consists of a set of three band$, @ and 5). The valence band maximum id'g state. In
this way, Sn@ has a direct band gap, with enerfgglir(l's,"-T'.c’) = 3.596eVfor EL and
3.99eVfor Ej,measured at 4K. Figur&é-3 shows the band diagram for Sn@nd the
projection of the density of states (DOS) for thstdtes of Sn and O. According to results of
Barbarat et al. a large contribution of Sn(s)-stasefound at the bottom of the valence band
between —7 and -5eV [11From -5eV to the top of the valence band, the [Hrstates
contribution is decreasing, as the Sn(d)-statesoecepying the top of the valence band. A
large and extended contribution of the O (p)-stadefound in the valence band. Clearly,
bonding between Sn and O is dominated by the psstat the latter. Each anion in the unit
cell is found to be bonded to the cations in a gld@rigonal configuration in such a way that
the oxygen p orbitals contained in the four-atorangl i.e.,px and p, orbitals, define the
bonding plane. Consequently, the oxygeorbitals perpendicular to the bonding plane, pg.,
orbitals, have a non-bonding character and arectagdo form the upper valence levels [10]
[4]. The conduction band shows a predominant contohutif Sn(s) states up to 9eV. For
energies larger than 9eV an equal contributionreféd O-states is found in the conduction
band. More information, mainly about the valencadyacan be found if12,13,14]and

references therein.

15
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) -—G
l(]{—« bonding p
— G . A
n{__ 0 lone pair l

I Tax W gy glE) —e

Figure 1-3: Band diagram of SnG; (left) and projection of the density of states (DS) for the 1s states of Sng Sn
and O (right) [15]

When discussing the atomistic and electronic behavof a surface there are two
dominant models in literature: the atomistic mofd], [17] or surface molecule model,
generally preferred by chemists, and the band m¢t, [19], generally preferred by
physicists. The atomistic model is more appropriatechemical processes at a solid surface.
It describes the solid surface in terms of surfgites or atoms, ignoring the band structure of
the solid. The band model is preferable for electexchanges between (semiconductors)
solids and surface groups that include a condugtmhhange for the solid. It describes the
surface in terms of surface states, i.e. localiskttronic energy levels available at the
surface, ignoring the microscopic details of atdoma interaction between surface species
and its neighbouring atoms.

Both models have their merits, but to understaedstirface reactions of semiconductors with
gases both chemical and physical perspectivestoawe considered [20].

From a chemical standpoint, a surface can be dividi® surface sites of varying reactivity.
Usually, more reactive sites can be associated katbrogeneous surface regions or surface
imperfections. Examples of reactive sites are serf@oms with unoccupied or unsaturated
orbitals (“dangling bonds”), surface atoms with atwsated coordination sphere,
crystallographic steps, intersections, interstii@lects or superstructures.

From a physical point of view the interruption betcrystal periodicity at the surface results
in localised energy levels. These can function aptor or donor states, exchanging or
sharing electrons with the non-localised energydban the bulk of the solid. Those energy

levels in the band gap have an effect on the eeictproperties of the solid, especially for

16
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semiconductors. Surface states can result from ichead- stoichiometry or bulk defects

(intrinsic) or arise from (intentional) impuritieas for doping (extrinsic).

rows of bridging oxygens

(' 'ARAT VAWAT Ve
DL S aaaiat 36 axNe,

‘1{9 e

18- Ay %

‘. 2

Figure 1-4: Ideal and reduced (compact) Sn@(110) surfaces; the schema on the right is obtaiddoy removing the
bridging oxygen layers

1.3 Sensor resistance /conductivity of tin oxide baseghs sensors

The final objective of the R&D activities is thegign and fabrication of quality gas
sensors id est. suited for solving a certain appbao. It is important to keep in mind that the
quality of a sensor is almost impossible to bersafiwithout understanding the application
needs, which besides the target gas/gases, possiss-interferences and environmental
conditions also relate to the cost/price restriof the instrument using the sensors.

A significant factor is—suitability — that is in@®ingly considered in addition to the 3
standard means of judging sensors (Sensitivityecielty, Stability).
In order to understand the challenges in this fiele should have a look at the way in which
the sensor signal is generated.
A sensor element (Figufie5) normally is comprised of the following parts:

« Sensitive layedeposited over the

 Substrateprovided with

» Electrodesfor the measurement of the electrical charactesstirhe device is

generally heated by its own
* Heater, this one is separated from tlsensitive layerand theelectrodesby an

electrical insulating layer.
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Such a device is normally operated in air, with phesence of humidity and residual gases
(e.g. carbon dioxide).

In Figure 1-5 a typical gas sensor is presentede Nwt the SnO2 layer is printed on top of
the interdigitated electrodes. The heater on thek deeps the sensor at the operation

temperature

Sensifive Layer ($n0,) T ™™

Top View s :-T:m [ssmm  Cross Section
Interdigitated Electrodes .
. 254 mm ) : 50 pm
Bottom View | S5 N |2 ™ fum

0.7 mm

Platinum Ht;‘.b{ l
pm
. PtE des TII'LEIU!DEE
Side View = =

- -
SAlumina
Substrate

=
Pt Heater
Figure 1-5 : Layout of the planar alumina substrate with R electrodes and Pt heater.

1.3.1 Receptor and transducer functions

An oxide semiconductor gas sensor detects a gastfite change in electric resistance of
a polycrystalline element. It is commonly agreeat tine resistance change from the exposure
to a gas arises through a surface phenomenon setheconductor used [21] [22]. Generally,
a chemical sensor has two functions:

- Receptor which recognizes or identifies a chensoakstance

- Transducer which converts the chemical signal am@utput signal.
Therefore, for the basic understanding of the sendoctor gas sensor, one needs to
differentiate these two functions. Figurés shows schematically how a semiconductor sensor

generates sensing signals upon contact with a gas.

Recaptor Transducer ___, pytput
function function (resistance]
Surface } (D, X, L)

modifiercs

s 7

Microstructure

Surface Sangor alement

Figure 1-6: Receptor and transducer functions of semiconduor gas sensor23].
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Apparently, the receptor function is provided wiltle surface of each semiconductor particle.
The obtained chemical signal is then convertedutinothe microstructure of coagulating

particles into the resistance of polycrystallineneént.

1.3.2 Bulk properties

The conductivity oy of a semiconductor crystal can be described assthm of
electronic e andasp) and ionic conductivityion) if the conduction processes are considered
independent. SnfOgas sensors are typically operated at temperathgtgseen 200°C and
400°C. In this range the ionic contribution canneglected and the conductivity of Sn€an

be calculated according to:

O =0, +0,+ Y. 0

ionj= ~ Te + Up Eq1-1
The resistance of homogeneous bulk material witk banductivity ,, mobility u, length |

and cross section A=b (width) x d (high) can beualated according to

[ _
R, = = with 6, =0,+0,=n-y,-e+p-,-e
c,-b-d o,-4

Eq1-2
where the charge carrier concentrationgelectron) and p(holes) for an intrinsic

semiconductor can be calculated according to:

n= J’D(E) F(E)dE : p= ]E-D(E)(l—f(E)_}dE

Eq 1-3
With the Fermi-Dirac distribution f(E) and the dapof states D(E), E the energy level of

the conduction andEenergy level of the valence band:

3

1 2m. \2 L 1
D(E) = { I (E-E.) : f(E)=
2n°\ h™ )

1+ exp(i

y )

Eq 1-4
For Ec — E=> 4 KT, the charge carrier concentrations n andrple approximated by
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(E.—E.) ] (27 mkT) e

1= Noexp 2] 5 N =2 T
N, | "E, - E; v ’_J" 27 mp]rT\ e

S U7 R S B E J

Eq1-5
Where N and N, are the effective density of states in the coridacand valence bands,

respectively.

When the semiconductor is undopedsp=n; and E = E which leads to the following

eqguations fon andp:

n=n exp((EF - Ed%q) Eq1-6
p=n exp( /q.j

Intrinsic carrier concentration n;, Intrinsic Fermi energy level and the np product

If the semiconductor is not doped, then the comaéinh of electrons in the conduction band
n is equal to the concentration of holes in the waebandp, hencen=p=n; wheren; is
defined as the intrinsic carrier concentration.rigsihe equations above, it is easy to show
that the product np is:

np = nt = N N,e BT = N W o "ol £q17

Where Ba=Ec-Ev. Thus we have an equation for the intrinsic cagancentration:
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—Fay (AT

Besides the producip, we can equate andp to obtain the intrinsic Fermi energy level:

n=p

NCE(EP—FE}J’E = Nyé’ [(By—Ep WEiT Eq1-0

E =M+E1ﬂ[&J

2 2 A\ Ny Eq 1-10

The n-type behaviour of Sn(Os associated with oxygen deficiency in the bud&d Figure
1-7).

Conduction
Band

=] (=] =]
Ey[Coooo0o0 e Ec.u,

[ S [ e e § o f e [ e e e E,

Valence
Band

>
X

Figure 1-7 : Schematic band diagram of the Sngbulk. Two vacancy donor levels ED1 and ED2 are
located 0.03 and 0.15eV below the conduction banB€ = 0eV). The band gap (EQ) is 3.6eV.

The donors are singly and doubly ionised oxygenamaies with donor levels ED1 and
ED2 located around 0.03 and 0.15eV below the camdudand edge[24],[25]. In the case
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of SNnG the extrinsic donors are multi-step donors. Theeefdonor and acceptor energy
levels, concentrations, and the operation temperatietermine the bulk conductivity of
SnG. Experiments performed on various Sn€amples to determine the charge carrier
density have resulted in values in the range 08'2tb 6.8-16%m™ for operation at 300K.
Hall measurement results indicate that the shallimmor levels (0.03eV) are completely
ionised above 100K, the deep donor levels (0.15a¥)almost completely ionised around
400K. Hence, in the typical temperature range &rssr operation (200 - 400°C, i.e. 473 -

673K) the donors can be considered completely éohis

1.4 Gas interactions

The surface, by definition, is the result of breakihe lattice periodicity. Its properties
differ strongly from the bulk. The 'thickness’ dfe surface is determined by the depth of the
space charge region, which is the distance, meadtom the surface, at which the effects of
the surface induced perturbation are no longet™sf the material

1.4.1 Physisorption and Chemisorption

The fundamental phase for all surface processtgeiadsorption of foreign atoms or
molecules that causes essential rearrangementsfats chemical bonds and, consequently,
the variation of the surface states density andaser potentials. When discussing the
interaction of gaseous molecules with the surfarfesolids it is of interest to differentiate

between physisorption and chemisorption[26] .

Table 1-1: Bond energies for different types of interactn [27].

Interaction type =nergy Comment
[kJ/mol]
covalent 120 - 800 chemical reaction
ion - ion 250 only between ions
coordination, complexion 8 -200 weak chemicgriaction
ion - dipole 15 between ions and polar molecules
hydrogen bond 20 hydrogen bond A-H...B"
dipole - dipole 0.3-30 between polar molecules
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London . . .
(nduced dipole to inducedo.l - 2 physical interaction between all
induce ipole to induced0.1 -

dipole) molecules
ipole

Physisorption takes place at a relatively largdadice r from the surface (adsorbant). A
gaseous molecule (adsorbate) approaching the suigaslightly polarised and induces an
equivalent dipole in the adsorbant. This dipolepotk bond between gas and surface results
in an interaction energyE = 0-30kJ/mol WithAE ~ r° (see Tabld-1).

Physisorption is the first step in the interactioetween a gas and the surface of a solid.
Physisorbed molecules may thereafter become chdmidof they exchange electrons with
the surface of the semiconductor. Physisorptioch&racterised by a high surface coverage
with gaseous molecules at low temperatures anw &dwverage at high temperatures. For the
adsorption of up to one monolayer, this coveragedefined as follows:

g=N
Nt

With the number of molecules adsorbed per surfadeNi and the total number of surface
adsorption sites \

Chemisorption introduces higher bonding energied eonsequently stronger interactions
between adsorbate and adsorbant. It results fropnoBbund modification of the charge
distribution of the adsorbed molecule: the bondamgrgies are of similar strength as for
chemical bonds. One can distinguish between neciiexhisorption and ionosorption. Figure
1-8 details the potential energies in case of oygion (Ehyy and chemisorption (ken) as a
function of the distance r from the surface whekeis the curve for physisorption of a
molecule; b is the curve for chemisorption of a @sale. Activation. energyjEdissociation

energy hiss desorption energyqg
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[T

Figure 1-8 : Lennard-Jones model of physisorption and cheisorption:

If a gaseous molecule approaches the surfacelifivgil be physisorbed, gainingE
equal to nys Upon further movement towards the surface theemué encounters a growing
energy barrier, tending towards an infinite enefgry a finite distance r. By spending the
activation energy fFhe gaseous molecule can dissociate, thereby altpaifurther advance
to the surface. This stronger interaction with siieface (chemisorption) results in a higher
energy gailAE equal to E,emthan during physisorption. This energy gaiB:..m. depends
strongly on the individual surface sites availadhel their reactivity. The most reactive sites
will therefore be occupied with gaseous moleculesing thermodynamic equilibration.
However, the chemisorption energy not only depesrdshe number of reactive sites (high
potential gain iNAEchen) but also on the ambient gas concentratign gnd temperature T
(probability of molecules overcoming the energyrieart,).

As for chemisorption, desorption also requires ri@ecule to overcome an energy barrier
Edes = Echem + Ea. Therefore chemisorption and desorption are battivated processes
requiring an activation energy supplied either ety or by photoexcitation, contrary to
physisorption which is a slightly exothermic prozedhe adsorption rate of gaseous
molecules is proportional to the gas pressure arlet number of unoccupied adsorption sites

according to

dé

i Kags (L= ) Pygas Eq1-11

With the adsorption constanigk= A-exp(-Ea/kT).

The desorption rate is proportional to the numifercoupied sites according to
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% =Ko Eq1-12

With the desorption constaniek= B-exp(-EisdKT).
The net adsorption rate can therefore be desctibvedgh Eq 1-11and Eq 1-12 by

dé
= kads(l_ 9) pgas —k

8 Eq1-13
dt

des

With a resulting equilibrium covera@efor do/dt=0 of

P
= L; 0 = f (Dgas T) Eq1-14

des
Pgas +

ads

Equation (2.11) represents the Langmuir isothetrshdws that all adsorption and desorption
processes not only depend on the nature of therlzteoand adsorbant but also on the
availability of absorbates (partial pressure) andtlee temperature. The above observations
are correct only for adsorption and desorption agepus monolayers on surfaces of solids.
Taking also multi-layer adsorption and desorptioncpsses into consideration results in the
Brunauer-Emmet-Teller (BET) isotherm with relataterconstant equations .

1.4.2 Space Charge Effects

If we move from discussing the bulk properties déal crystals to surfaces in realistic
environments, we have to accept a state of conssasorption and desorption in
thermodynamic equilibriums. It is of interest toalyse the effect the adsorption of oxygen
has on the electrical properties of a semiconduddare to the high electronegativity of
oxygen its adsorption leads to an oxidation ofgamiconductor surface and a reduction of
the gas, i.e. a transition of electrons from thedeaction band Eto surface acceptor states. A
negative charge is created at the surface. Thiativegsurface layer has to be compensated by
a positive countercharge in the solid. If the apggon took place on the surface of a metal,
this would simply result in a planar counterchamgetouble layer situation as for a capacitor.
However, unlike a metal, a semiconductor does agela large amount of mobile free charge
carriers available at the surface. The counterehavidl therefore be formed in the bulk

(donor ions), resulting in a space charge regiotcofding to the Schottky approximation,
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this region is characterised by a total exhaustibomobile charge carriers (all moved to the
surface) and therefore called the depletion laBetween these two space charge layers (the
planar at the surface and a region in the bulk),ekattric field develops. A measure

characterizing this electrical field is the Debyenrgth Lp:

€,EKT
Ly = |5>— Eq1-15
€Ny,

Equation Eq 1-15 gives a relation between the Déleyegth Ly (the extension of the space
charge region into the bulk) and the concentratbifree charge carriersqy: assuming a
high enough temperature to allow mobility to altguaially free charge carriersplis high

for a low density of free charge carriers in thelumee and vice-versa. Hereby, the
concentration of free charge carrierg)Nan be set as equivalent to the concentrationeef f
electrons Nv), as the concentration of other charge carriersiagligible for standard
operating temperatures (200-400°C) for 2nO

The space charge region corresponds to a bandrngemdihe electronic band model of the
semiconductor. The potential energy of an electnear the surface is increased by the
electrostatic repulsion of the negative surfacedayhis negative surface charge creates a
surface barrier q¥

These considerations lead to an adaptation of émeicenductor band model for surface
situations as detailed in Figue9. In this illustration the flat band situatifor an n-type
semiconductor (Snf) in the bulk is on the left and the surface wittygen adsorption is
depicted on the right.. Note also the axis perpandr to the surface z, the depletion region

Zo, work function®, electron affinityy and electrochemical potential
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Figure 1-9: Typical schema for an n-type semiconductor (Sy,)

The chemical and electrical characteristics ofgmiconductor solid are strongly influenced
by the development of double layers at the surdexcecan even be dominated.

From an electrical standpoint, the formation of euldle layer represents injection or
withdrawal of charge to or from the bands of theisenductor. They represent a change in
the density of current carriers. Additionally, tbgh the relocation of the Fermi levet i
relation to the vacuum energyd, the work functiond of the solid changes.

The chemical properties of the solid surface as® @governed in many cases by double
layers. The newly introduced surface barrier tratiesl to an activation energy incredfe=
gVs for an electron transfer between the semicondwstdra gaseous molecule (necessary for
a chemical reaction). The availability of elecsand thereby the probability of a reaction is
decreased. Or, differently put, the formation oé tHouble layer will, by electrostatic
repulsion, decrease the density of charge carneexr the surface, which, in turn, will

decrease the rate and energy of further adsorptions
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1.4.3 From Charge Transfer to Sensor Signal

The band bending (i.e. surface energy barrier lEsteons trying to travel from the bulk to the
surface) induced by interaction of the tin diox®gid with oxygen is the initial electronic
situation a gaseous species encounters if congetgithe sensor surface. Depending on the
reactivity of the remaining surface sites as welltlee adsorption of gaseous species on the

metal oxide one of the following will result:

* Molecular (non-dissociative) adsorption, in whidke tinteraction is mainly bw-
donation and/ort-bonding interaction

» Dissociative adsorption, in which a molecule diss®s homolytically or
heterolytically upon adsorption. Usually an ani@ti@n coordinatively unsaturated
pair site is required. Dissociation of®l into H and OH is an example of heterolytic
dissociative adsorption into charged species.

» Abstractive adsorption, in which the adsorbaterabtt a species from the surface or a
previously adsorbed species from the surface. Tmmdr is often a proton and
commonly occurs on acidic oxides. The latter cdddgreviously adsorbed oxygen.

* Reductive (oxidative) adsorption, in which an aedrmolecule is oxidised while the
surface is reduced, or vice-versa.

» Catalysis, in which the surface acts as catalydtlawers the activation energy for a
reaction between adsorbed species and a previadslyrbed molecule. The surface

remains chemically unchanged by the interaction.

As the sensor measures a change in the surfaceidonty of SnQ, only a change of its
electronic properties, i.e. a free charge transten or to an adsorbed species will result in a
sensor signal. Other surface reactions may occair db not influence the surface band
bending. Examples include surface reactions thatatanvolve the solid and dipole-dipole-
interactions with adsorbed hydroxyl groups. Therti®y electron affinityy or work function

@ of the sensor surface may be changed withoutudtirgg sensor signal. Therefore, only the
reductive/oxidative and abstractive adsorption vaBult in a sensor signal as defined in this
work, i.e. a change of the metal oxide sensors wcindty. Figurel-10 gives an overview of
the possible effects such an adsorption with chaegesfer has on the electronic properties of

the semiconductor.
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Figure 1-10 Adsorption of gaseous species and their effect ¢ime electronic properties of an n-type
semiconductor (SnQ).
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A brief guide to Figure 1-10 is in order: a) Gasegpecies acts as donor: (left) surface band

model, (right) changes to the electronic propertiekiced by the charge transfer from the

adsorbate to the conduction bang Hecrease of the surface potential barrieg, qdépth of

the depletion regionpszand work functiond and increase of free charge carrier concentration.

b) Gaseous species acts as acceptor: (left) sulface model, (right) changes to the

electronic properties induced by the charge trankfam the conduction bandcEo the
adsorbate: increase of the surface potential bagkie, depth of the depletion regiog and

work function® and decrease of free charge carrier concentration
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Gases with low electronegativity can act as dondransferring electrons to the
semiconductor. The increase in charge densityredllice the surface potential barrier, depth
of the depletion region and work function resultingan increased conductivity. However,
reducing gases utilised in this work, such as garbwnoxide or hydrocarbons, do not
directly interact with the semiconductor. Insteddey react with adsorbed oxygen as
mentioned for the abstractive adsorption. The edacpreviously trapped by the adsorbed
oxygen species is released into the conduction bétite metal oxide upon desorption of the
reaction product. In this way the electronic praipsr of the semiconductor are affected
indirectly by a surface reaction with the same ltssas for a donor interaction: increasing in
charge density and thereby increasing the condtyctiv

Conversely, oxidising gases, such as nitrogen degr ozone, will act as acceptors, trapping
electrons from the semiconductor at surface states.decrease in charge concentration will
increase the surface potential barrier, depth ef depletion region and work function
resulting in a decreased conductivity just as lieradsorption of oxygen discussed

Adsorption, interaction and reaction of selected asorbents with SnQ Surface

Gas sensors are usually operated under atmospoeniitions which means in a background
of oxygen and humidity. The basics properties dratacteristics of oxygen and water will be
presented in the next two sections. Carbon monoxitleélso be detailed as this is our target
gas in a third section.

1.4.4 Adsorption of Oxygen (O 2)

lonosorption of oxygen is of particular importarfoe gas sensors due to its effect on the
charge carrier concentration. However, at prestere is no unambiguous experimental
evidence on the forms of oxygen adsorption, at antlppressure and elevated temperatures,
on real sensors/sensor materials.

The following surface oxygen species have been rtegp (see Figure 1-11) mainly
observed with spectroscopic techniques (TPD [28]d8d ESR [30],IR [31]) on the surface
of tin dioxide: at lower temperatures (<150-200°Gyygen adsorbs on SaOnon-

dissociatively in a molecular form (either neut@alqg or charged

30



Basic and survey

|
molecular-ionic species 1 atomic-ionic species

—_—

$+0,(g) — Oyphys) |

Oyfphys) + & — 0y O, + e—s 20- 32
_(D Y .I. 2 O'+€' — O:. [ ]
|
|
x | _ ] [33]
0,105 : oo-
|
| - [34]
- -
FAe | -
g O [35]
| ! N
07 \ 070= 36
[ 1 | [36]
0, 07! oo+ lattice C
z o [37]
o O: —_—— )
w dominant ! dominant
| I | C ! | | 1 | 1
0 100 ' 200 300 400 500

temperature in °C

Figure 1-11: Oxygen species detected at different temperat on tin oxide surfaces with IR (infrared
analysis), TPD (temperature programmed desorption)EPR (electron paramagnetic resonance).

1.4.5 Water (H,O)

In nearly every application water vapor is presenan interfering gas. For this reason the
interaction of the semiconductor surface with waseof great interest. TPD and IR studies
showed, as summarised in Figutel2, that the interaction with water vapour resutt
molecular water adsorbed by physisorption or hyenodponding, and hydroxyl groups.
Above 200°C molecular water is no longer presehieneby OH groups are continue to exist
above 400°C. IR investigations prove the presefidg/droxyl groups. However, the way in
which and where the hydroxyl groups are fixed om tin dioxide is still under discussion.
There are publications claiming that the hydroxgups are based on an acid/base reaction of
the OH sharing its electronic pair with the Lewis acides(Sn) and leaving the weakly
bonded proton, H ready for reactions with lattice oxygen (Lewiss®por with adsorbed
oxygen [38]. Others assume a homolytic dissociation of watsulteg in two hydroxyl
groups, an ‘isolated’ hydroxyl bond to Sn and aoteml’ hydroxyl group including lattice
oxygen[26][39]
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Figure 1-12: Literature survey of water-related species [@ ] formed at different temperatures at SnQ
surfaces. Results via IR (InfraRed analysis) and TP (Temperature Programmed Desorption).

All experiments reported a reversible decreaséénsurface resistance in the presence of
water. The lessened resistance does not vanish thethmolecular water but with the
disappearance of hydroxyl groups and could theeeber related to the presence of these
hydroxyl groups [49]. Various types of mechanisnaséhbeen suggested to explain this
finding. Two direct mechanisms have been proposeHidiland and Kohl [37]. The first
mechanism attributes the role of electron donomhéo'rooted' OH group, which includes
lattice oxygen according to:

H,0+Snsq +05" "HO-Srs+ OHo' + €

H,0+Sn, +0, —— (HO-Sn,)+(0

lat

+H) +e  Eqi-16
whereby Sp: and Qy; are tin and oxygen atoms in the lattice.
The reaction would imply the homolytic dissociatiohwater and the reaction of the neutral

H atom with the lattice oxygen:

H*+Og" == OHo + (Eq1-17)
The second mechanism takes into account the reabgtween the proton and the lattice
oxygen and the binding of the resulting hydroxybugy to the Sn atom. The resulting oxygen
vacancy produces additional electrons by ionisaticoording to:
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H,O + 2 SR + Q" == 2(HO-Sny)+ OHy'+ € Eq1-18

Others [50], [51] assumed that instead of a reaction i surface lattice, a reaction with
chemisorbed oxygen, which results in two hydroxgups linked to Sn occurs.

Morrison [52] as well as Henrich and Cox [53] caesian indirect effect, i.e. the interaction
between either OHor H™ with an acidic or basic group, which are also ptwesurface
states. The co-adsorption of water with anotherodo#ge, which could be an electron
acceptor, may change the electron affinity of titéel. Henrich and Cox suggested that pre-
adsorbed oxygen could be displaced by water adeargh addition, others have found hints
for the influence of water vapour on oxygen chemggon. Caldararu and others [54 55,56]
assume a blocking of the adsorption sites for omylme water. For all these mechanisms, the
particular state of the surface plays a major r8letface doping can also influence these
phenomena. Egashira et al [57] showed by TPD aotbpg tracer studies that the
rearrangement of oxygen adsorbates due to thenmesd water vapour depends on surface
doping. Williams and Morris et al. also reportedtthl,O displaces chemisorbed oxygen by
H20.4s and OHgsproducing on Sn@a surface electronic state such as a surface kyidro
species, which has a higher energy state than ggeaxspecies alone, which is displaced
[58].

Clifford and Tuma [59] approximated the influencé water vapour in synthetic air

empirically by:

R=Ry(1+ Ko Puo ) £q1-19

with the water-independent constants, Ry,0 and B and the water concentration in

volumetric ppm pHO.

1.4.6 Carbon monoxide (CO)

Carbon monoxide is one of the main gases of inteiresthe field of gas sensor
applications. It is the target in case of fire d&te, incomplete burning, etc. as well as an
interfering gas because of its high reactivity wadmiconductor gas sensors. Because of this,
CO is often chosen — even more than-Ho typify the performance of sensors. In additio
the physical and chemical properties of CO fadditenvestigations, monitoring CO and its
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typical reaction product COwith the help of IR one can trace the productinCO, by

looking at its adsorption wavelength.

In the following a distinction is made between Q@eraction with Sng@ surfaces in the
presence of oxygen, which is well characterised iands absence (ho UHV conditions),
where not much data is available.
* Inthe presence of Q

Carbon monoxide is considered to react with presdmsi or lattice oxygen [60]. IR
studies identified CO-related species i.e. unidensad bidentate carbonate between 150°C
and 400°C and carboxylate between 250°C and 408°Gummary of the IR results is
presented in Figuré&-13. Moreover, the formation of COas a reaction product between
200°C and 400°C was identified by FTIR.

9CO™+20%  — 0O T, OO +OF
(bidententate carbonate) d\ COF +O ™ +e
° COF +12CF° +26+S

b) CO™ +0O = — CO’

(carboxylate) |
o +e +S 61,62,63
64
unidentate carbonate
I | 65
IR CQ, production
bidentate carboyxlate 380
carbonate | | 66
| |
unidentate carbonate
300
| ! | | ! | . | .
0 100 200 300 400 goo temperature inC

Figure 1-13: Literature survey of CO-related species foundy means of IR (infrared analysis) at different

temperatures on a (Q) preconditioned SnQ surface. For details, see listed references.

All experimental studies in air at temperaturesveein 150°C and 450°C report an increase in
the surface conduction in the presence of CO.deigerally accepted that the CO reacts with

ionosorbed oxygen species and thus releases e@lsdtréhe conduction band.
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Morrison derived — using a simplified model — trepdndence of the resistance on the partial
pressure of CO [67]. He assumed that oxygen iseptess @ and O at the sensor surface

according to:
e +0, — O,; e +O0, - 20 Eq1-20
Hereby the reaction on the left (Eq 1-20) is neglédue to the small probability of such a

reaction, which is of a second order@ concentration. In addition, he assumed that due to

the high reactivity ofO~, the reaction ofd, with CO could be neglected. The reaction is:

CO+O0 - CO,+e  Eql-21
The detailed description of how the resulting syestite equation can be solved is given in

[68]. An overview of the various conductance demamies found is presentedTiable 1-2.

Table 1-2: Equations describing the dependence of conductancen CO concentration as derived

empirically or from theoretical calculations.

Equation Comments / Assumptions Literature
G ~ s~ peoPe*h Lp>r: reactive oxygen species;Q

B=1, 2;0=1,2,i.e. @, O, O [69]
G~ s~ ped@ Lp<r: reactive oxygen species;Q

B=1, 2;0=1,2,i.e.@, O, O"
G~ empirical [70]
G =G+ Apeo™”? rate equations + S@hysics [71]
G = Gur+ A1pco’” empirical [72]
G ~ (Ao+ Aipco) ™ SC physic [70]
G2- Gi? ~ o rate equation and SC physic [73]
GP-GaP ~ o, B2 2 rate equations and SC physics [74]
G ~ 1/A ~ In(Ro) open neck
ns ~ nexp(-e\& / kT) closed neck

! semiconductor
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It is well known that the presence of water in #mebient atmosphere has a strong influence
on CO detection. The fact [75, 76] that water ewea the interaction of CO has been
observed. Three models have been proposed whichaotaynt for this observation. On one
hand, it is assumed that water enhances the reawith oxygen [77]. On the other hand, a
reaction of CO with hydroxyl groups [78] , [79],dBis proposed. Various equations have
been derived for the sensor conductance in theepcesof CO and water vapour. Kappler et
al. reported that an increase in humidity leadsamoincrease in the number of oxygen
vacancies (equation 12) [78]. The oxygen vacaraigsnce the chemisorption of oxygen and
form specific oxygen sites [81], [82]. The increasé¢éhe number of available oxygen reaction
partners for CO leads to an enhancement of theossigmal

A summary is given in Tabl&-3. Moreover, in some cases a correlation betvagemg and
the irreproducibility of sensors and the preserfosaier-related species could be found [83],
[84].

Table 1-3: Equations describing the dependence of conductance on the CO concentration and the water

vapour pressure as derived empirically or from theoretical calculations.

Equation Comments / Assumptions Literature
G ~ (1+ko pH,0 pco)B Empirical [85]
G ~ (pco Puyo)™” rate equations and SC physics  [86]

G ~

0c0/P0.60 " OPrclPrso )0 rate equations and SC physics [87],[88]
C 0,CO, H2 H20,0,

» CO interaction in the absence of oxygen

There are only a few papers dealing with gas ioteEna of semiconductor Sn@as sensors

in the absence of oxygen. The few relevant for ttesis are listed below.

Safonava at al. studied the mechanism of CO semsingrogen for nanocrystalline undoped
and Pd doped SnChy Mdssbauer spectroscopy and conductance measutrdB89]. The
conductance measurements were coupled with Méssispaetroscopy [90] and carried out
at different temperatures (50 — 380°C) and at atemtt CO concentration of 1% in nitrogen.
With the help of the Mdssbauer spectroscopy thaataoh of Sn(IV) to Sn(ll) in the presence
of CO was studied. They found that the electrieaponse of 1% w.t. Pd doped and undoped

Sn(G at temperatures between 125°C and 380°C is assdadth the process announcing
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the beginning of Sn (IV) to Sn(ll) transition. Aadingly, CO reacted with lattice oxygen,
but, as no metallic tin was detected in the spe8inas not completely reduced.
In situ Hectron Riramagnetic_Bsonance spectroscopy (EPR) confirmed the change of

chemisorbed oxygerD,; and single ionized oxygen vacan®] concentration in SnO

during the interaction with COMANyas mixtures [91]

1.5 Conduction model in the sensitive layer

The sensitive layer of thick film sensors is vemrqus and consists of humerous
interconnected metal oxide grains. They can beeeiingle crystals or polycrystalline
agglomerates. The high porosity enables the amlgases to access these intergranular
connections. Because of this, a depletion layereated around the grains, the extension of
which is determined by the partial gas concentnatiand the bulk characteristics of SnO
Therefore, grain boundaries, as bottlenecks foctmric grain-grain transfer, play an
important role in the sensing layer conduction trestefore, in the detection mechanism.

If the grains are punctually connected and theetel layer deptiAp is much smaller than
the grain radius r, a grain bulk area unaffectedthy gas will still exists. In order to
contribute to electronic conduction, the electronginating from the “bulk” must overcome
these depletion layers and the related potentiaidoa with the barrier heights g\at the
intergranular contacts. This is equivalent to anificant resistance increase of the sensitive
layer.

As discussed before, the overall resistance Rusetion of the contributions of the bulk and
the surface of SnOgrains, the electrode contacts and the intergaanaobntacts. The
properties of the bulk, i.e. the part of the graiumjch is not depleted, are not influenced by
surface phenomena due to the rather low operatiopératuress(400°C). The resistance
contribution of the electrode contacts, which itated to Schottky barriers between the
sensing layer and electrodes, depends on the ¢ontderial. Electrodes might also show a
gas dependent catalytic effect. The resistanceibatibn of intergranular contacts is related
to the gas dependent barriers, which have to becowee for the numerous intergranular
contacts between the electrodes. In most casesgesistance contribution of the numerous
intergranular contacts dominates the other cortioha.

Then the conduction of thick film sensors can bpraximated with the help of the Schottky
model by:
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GzGoa-)@kT :G;(l-)@ KT [@ kT

where G and G’ depend on the temperature and geometric progesfiéhe layer.

Eq1-22

1.5.1 Compact and porous layers

The differences in compact and porous layers anersatically sketched in Figure
1-14. In compact layers, the interaction with gasées place only at the geometric surface.
In porous layers, the volume of the layer is alsceasible to the gases and in this case, the
active surface is much higher than the geometré&c Borous layers are characteristic for thick
film preparation techniques and RGTO (&taxial Gowth and "hermal idation, [92]).

product desorption
gas  product gas

adsorption
compact layer m
duct
gas produ
B C
porous layer; sengtive layer

a.) grain boundary model f Il . ) "\ elecirodes
b.} open neck model
c.) closed neck model subdrate

Figure 1-14: Schematic layout of typical resistive Sngsensor. The sensitive metal oxide layer is depaasit
over the metal electrodes onto the substrate. In sa of compact layers, the gas cannot penetrate intioe
sensitive layer and the gas interaction is only takg place at the geometric surface. In the case pbrous
layers, the gas penetrates into the sensitive laydown to the substrate. The gas interaction can thefore
take place at the surface of individual grains, agrain-grain boundaries and at the interface between
grains and electrodes and grains and substrates [B&L].

The type of layer determines the conduction medmarof the sensor. Here, only a
small summary is given; for detailed informatioe $@3].
For compact layers, there are at least two po#asil completely or partly depleted layers
depending on the ratio between layer thickness R@llye lengthAp of the electron. For

partly depleted layers, when surface reactions atoinfluence the conduction in the entire

% The depletion layer is formed due to gas adsangitie Op.
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layer the conduction process takes place in thie tagjion. Formally, two resistances occur in
parallel, one influenced by surface reactions &edother not; the conduction is parallel to the
surface, and this explains the limited sensitiatycompact layers (see also Figurd5) For
porous layers the situation can be further comfditeby the presence of necks between
grains. It may be possible to have all three typéscontribution in a porous layer:
surface/bulk (for large enough necks, layer thigerre thickness of depletion layer), grain
boundary (for large grains not sintered togethany flat bands (for small grains and small
necks). For small grains and narrow necks, whenmban free path of free charge carriers
becomes comparable with the dimension of the graissirface influence on mobility should
be taken into consideration. This happens becdueseumber of collisions experienced by the
free charge carriers in the bulk of the grain beesmomparable with the number of surface
collisions; the latter may be influenced by adsdrispecies acting as additional scattering
centres [94].

Figure1-15 illustrates the way in which the metal-semduactor junction, built at electrode-
sensitive layer interfaces, influences the overatiduction process. For compact layers they
appear as a contact resistanReg) (n series with the resistance of the S@yer. For partly
depleted layerd: could be dominant, and the reactions taking place¢he three-phase
boundary, electrode-Sn@tmosphere, control the sensing properties.

In porous layers, the influence & may be minimized due to the fact that it will be
connected in series with a large number of restssntypically thousands, which may have
comparable valuesR; in figure). Transmission_Ine Measurements (TLM) performed with
thick SnQ layers exposed to CO and BQlid not result in values oR: clearly
distinguishable from the noise [95], 96], whilethre case of thin films the existence Rf

was proved [97].
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Figure 1-15: Schematic representation of compact and porausensing layers with geometry and energetic
bands, which shows the possible influence of eleotte sensing layers contacts.dResistance of the
electrode-SnQ contact, R; resistance of the depleted region of the compa&yler, R, resistance of the

bulk region of the compact layer, R equivalent series resistance of Rand R;, R, equivalent series
resistance of R and Rc, Ry average intergrain resistance in the case of porsuayer, §, minimum of the
conduction band in the bulk, e\§ band bending associated with surface phenomena time layer, and e\&
also contains the band bending induced at the eleotde-SnO, contact.

1.5.2 Effect of the electrodes

In the different part of the sensor, it is impottéam consider the role played by the
electrodes, whose impact on the response of setesyeg is generally neglected. However,
most often used electrode materials in gas sensad) Au and Pt, are also used in the
sensitive layer as catalyst (in particular Pt [9&])s possible that the electrodes which form
the electrode-semiconductor interface can play alsmtalyst and has a contribution to the
overall resistance of the sensor. This part offifs¢ chapter is dedicated to a review of the
work already done about this topic.

As already seen, the contacts between semicondws&insing material and metal
electrodes also have some impact on the sensetaiese and sensing performance. If a metal
and a semiconductor are brought into contact, relestare transferred until the Fermi levels
of both materials are equilibrated. If the Fermielleof the metal is above the Fermi level of

the semiconductor, electrons are transferred flmenmetal to the semiconductor. A positive

40



Basic and survey

charge layer at the metal surface and a negatiee n@ar the semiconductor surface are
created. Band bending and an electric field re3iilé electrical contact is quasi-ohmic for n-
type semiconductors. If the Fermi level of the semductor is above the Fermi level of the
metal, electrons are transferred from the sensiatemal to the metal. A depletion layer is
created in the n-type semiconductor, an electeid fappears and the bands are bent upwards.
The resulting potential barrier which electrons énae overcome to contribute to the
electronic conduction is determined from the défeze in Fermi energies=Hn this case the
resulting Schottky contact shows diode-like behaviand the resistance is increased. Both

situations are sketched in Figurel 6.

E E E
E\/AC
X |o
e, | [T Ec >, -D

= D, - " Ec =

E|: ............. ;_ 4_—+_+:+; .................. EF +
Ev - + E,

% - E, +
metal d | semiconductor metal - semiconductor metal semiconductor
a) b) ®, >d o) P, <P,

Figure 1-16 : Metal-semiconductor contact. a) Band structte of metal and semiconductor @,,>®,) before
contact. b) Metal-semiconductor contact®,,>®,). Electrons are transferred from semiconductor inb the
metal until the Fermi levels are equilibrated. A dgletion layer and an energy barrier result. The
resistance behaviour of such a contact is diode-kk c) Metal-semiconductor contact®,,<®,). Electrons
are transferred from the metal into the semiconduatr. A small enrichment layer at the interface insi&
the semiconductor results. The resistance behaviois quasi-ohmic.

In the case of porous metal oxide films, the gay alao reach the metal electrodes. Hence
the contacts can additionally have a catalyticatflnd may support the interaction for a

particular gas.

1.5.2.1 Effect of the metal inside the sensitive layer inesniconductor

Sensitization with noble or alkali metals is oftesed to improve the performance of
the dioxide sensors: it enhances the stabilitygaese and recovery times, and it decreases the
cross sensitivity to water vapor (Pd) and the dpegademperature. Although the expression
‘doping‘ is in common use, it is, in most of thesea, not doping in the classical
semiconductor physics sense but rather a loadimgetdllic clusters onto the surface of metal
oxide grains (Figur@-17).
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In general, upon exposure of as-prepared sensoasget gas the metal clusters at the surface

of metal oxide can:

* react directly with the target gas, catalyzingcibmversion without interaction with the
supporting metal oxide;

* react directly with the target gas, where the taggs removes electrons from the metal.
The metal, in turn, compensates the lose of elestlny withdrawing them from the
semiconductor which leads to the formation of tleeldtion layer and band bending -

Fermi level controimechanism;

* increase the concentration of reaction partnershatreaction site. The metal can
dissociate the reactant i.e; {99, 100] ,H [101] andspillover the resulting species at
the surface of the metal oxide;

More detailcan be told about the spill over effect. Therfblecule can dissociated in
contact with a catalyst metal. After the dissooiatof the Q@ molecule, the oxygen atom can
migrate to the surface of oxide and take one eaditom the oxide to be stabilized one the
oxide site. This effect changes the depletion layethe oxide. The following equation

summarize the spill over effect

02 (gas) + 2§—2 O-sy

O-su+ ex + 20 -s + %

sw adsorption site of the metal
s adsorption site of oxide

The presence of catalytic metal makes easier tfeneration of O-s species

In presence of a gas(R) two possibilities can betimeed:
The first one is the Dissociation of R on the gatalmetal and then a reaction with O-
s. The typical example is;H
H2 (gaz) +2 g—2 H-sy
H-sy + s— H-s+ sy

2 H-s+ O-s—H,0 (gaz) + gx+ 3 s
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In this case, the consummation of the oxygen spegiees the evolution the electrical
properties [102]

In this first mechanism, the oxidation of the gasléesn’t take place directly on the
surface of the catalyst. Here the catalyst faveurgply the dissociation of the different gas.
This effect is called “chemical sensibilization”daa good dispersion is necessary to get the
better effect.

The second mechanism is simply catalysis on thalmet

* locally increase the temperature in the vicinity tbe metal center leading to an
enhanced catalytic activity [103].
Within this study the Pd additive was used. Pd taddiin SnQ is foremost known for
enhancing sensitivity to CO in the presence of maa@or.
Nt Fermi level

\ N control

"
0y _
010‘ 50

spillover
—
2= T

catalysis
on metal

R/_O (\
RO N

Figure 1-17 : Effect of loading of the metal cluster at th surface of the metal oxide.

There is no common agreement on which of the twastipy@accepted models (spillover or
Fermi level control) is responsible for Pd activilyhe early investigation on well defined
Pd clusters on Sniuggests the Fermi level control mechanism [184)ing also in mind

that Pd clusters under atmospheric conditions ahy bxidized this suggestion seems

sound: PdO has much large work function and thusesan electron depletion zone in the
Sno.

1.5.2.2 Effect of the nature of the electrode
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In 1986, C. Pijolat & Al [105] revealed an influenof the electrodes on SpBased sensor

for the detection of Benzene. Figutel8 the main results are illustrated; dependinghef

nature of the electrodes (gold or platinum), thaduwtance as a function of the temperature

under Benzene is plotted. The maximum of the psaihifted. The performance of the sensor

against this gas could be governed by the natutieeo¢lectrode and the operating temperature.

This author introduced the importance of the mséahi-conductor interface and the band-

bending where the height is managed by the nafutesonetal.

Figure 1-18: Influence of the type of metal wires on theemperature-conductivity curve [78].

G (10—% 2 -7)

Few years after, Schweizer-Berberich [106] tesbedimpact of the electrodes on gas sensing

properties of nanocrystalline Sp@as sensors. A clear trend, in Figurel9 was found

showing an enhancement of the sensor responseRwitlectrodes and all the differently
materials (undoped and doped $ndn fact for undoped Snir Pt doped Sn{the effect of

the electrodes is observed. This sensitizationcefbecurs in addition to the effect of the

doping.
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Figure 1-19 : (a)-Calibration curves at several operatioiemperatures of 450°C annealed Pt doped SpO
powder on substrates with platinum electrodes (rigt) and gold electrodes (left).
(b)-Calibration curves for CO at several operationtemperatures of pure SnQ powder (112 nm) on
substrates with platinum electrodes (right) and gal electrodes (left)

S.M.A Durrani [107] used four different natures @ectrodes Ag, Al, Au, and Pt. A big
difference appears between Ag and Al which are $essitive whereas Au and Pt are more

sensitive.

Lantto [108], in Figurel-20 shows the conductance of three similar Sthigk Film sensors
(doped with 100 ppm of Sb), having Au, Pt and A{dete Au and the other Pt) electrodes, as
a function of inverse temperature between 200 &0dd@ in air with a humidity concentration
of 1000 ppm. In the case of the sensor with Aul@tteodes, conductance values are given
for both the polarization directions Au+/Pt- and-ARi+. It is possible to conclude from these
results that a contact resistance with some reatiin characteristics is present at the
Au/SnO, contact. The positive voltage at the Aucketmle corresponds to the forward
direction of an Au/Sng) Schottky diode. Many peculiarities, however, teldo the

rectification property of the contact;

10 ol ad -

. _ Sn0O2 + Sb (109 ppm)

AuPrs Air + H20 (1000 ppra)
Au

+»00

CONDUCTANCE (8)
H

-
S
L)

10°7 M . n . " N a .
1.3 1.4 1.5 1.¢ 1.7 1.8 1.9 2.0 2.1 2.2

2000/T (L/K)}

Figure 1-20 : Conductance of three similar Sb-doped (100pm) SnG,, thick-film sensors with Au, Pt and
Au/Pt electrodes as a function of inverse temperata in air containing 1000 ppm of HO. In the case of
the Au/Pt sensor, results are given for both polaration directions of voltage (Au+/Pt- and Au-/Pt+).

SAukko [109] also studied the impact of the eledd® materials on the performance of sensor
provided by Pt or Au electrodes. He shows thatdmes case the energy barrier between

electrode and the sensing semiconductor coulddrefisant compared to the energy between
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the semiconductor grains. Sample with Pt electnwds more sensitive to ;Hvhereas Au

seems to give a better response to CO.

1.5.2.3 Effect of the geometry of the electrodes

1.5.2.3.1 Position

In addition to the type of metal used as contaetesl authors note the significant
effect of the position of the electrodes. S.M.A @i [110] and X.Vilanova [111] show an
unexpected result that the electrodes placed onofhe@r side give a higher sensitivity, but
electrodes placed on the bottom are the most stiegein terms of selective U.Jain[112]
found the same conclusion using a numerical modil @ slight difference: the relativity
reactivity of the gas. The back contact sensor Bellmore selective for moderately reactive
gases compared to less or more reactive ones, wkich general agreement with the

observations made on Figaro gas sensors.

Exposed Exposed

o ) o % gy g s
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i Conhguranon 1 i s Cunflgurunun 3 S \ \\\\\\\\‘\\\ \\\ y: yO
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om0 ) ONEZ 2 2 4] -
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1,0 (0,0)
lelqurancnz Cmflgurunond 155
BOTTOM N N
Figure 1-21: position study by Jain [84] N\ \\\‘

I SnO2 Si02 e clectrodes

Figure 1-22; Structure simulated: A SnO2 active
layer on a SiO2 substrate. Zero thickness ideal
electrodes have been considered (Duranni) [...]

1.5.2.3.2 The width between the electrodes

S. Capone [113] made some investigations abouintheence of the spacing between

the two electrodes; see Figute23 and the nature of the electrodes (Au and F¢).duthor
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showed that the sensor with the shorter fingerra¢ipa show a higher response to CO with Pt
electrodes. The sensor provided with gold elecs@idfer from diffusion of metal into the the
sensitive layer. The reason could be a higher ciidle efficiency of the electrical signal, due
to the fact that the current, crossing short patho too much influenced by charge trapping or
barrier limited conduction. Sensors prepared witkelBctrodes have shown a higher resistance
compared to sensors equipped with Au electrodesalllfj she shows that the humidity
enhances the response of CO greater in the cageldbthan platinum. In other papét]...]

she also demonstrates that the ageing of the ddataanajor cause of the drift of the sensor.

2.4 - = 2.4
o4 | m-'mm!l-lﬂ L] Bl GORa1S (=200 i) I
22 |ochuam - 22
2.0+ = 2.0
L 184 = 1.8 =:
=a 1 I —
1.6 - = - 1.6
r I - 3
g ﬁ-.ff’”l = g
o ] - _ =X L
1.2 i f_—r__f -EI:‘_-:_,_’_I I 1.2
1.0 +————————— —— 77 1.0
2.4 o 2.4
2.2 — Bt coniacis fd=400 mi J_:\-'_l::'.'::':hIm'm:"m:' b= 2.2
20 |0 e | [ 20
1.B'- » 1a [=]
.;: f ,./"'I - =
= 1.6+ F1.6 =
E _x L
1.4 5 == T = 1.4
' F -
] =
w+—r——r 71— — g | 1.0
0 50 100 150 200 250 0 50 100 150 200 250
[CO] (ppm) [CO] (ppm)

Figure 1-23: Calibration results for all types of electro@s configurations both in dry and wet air (50%)

U. Hoefer[115] uses the TLM, “Transmission line raidto characterise the contribution of
the electrodes in the overall resistance of thes@ern Figurel-24, under gas, this author
shows that mainly the resistance near the eledrazlaffected where in the same time the

others are not.
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Figure 1-24 : NG, effect on the contact R sheet resistance Rand modified sheet resistancel of non
catalysed TLM sensors Vs measurement time, T=300°60 %RH.

1.5.3 Model of conduction
- Various approach

Various authors have tried to explain the role It electrodes. Udo Weimar [116]
showed by impedance spectroscopy that the esseftiaé phenomena seems to be localized
near the electrodes. This author introduced theomobf the three boundary point
(semiconductor/the metal/the gas) which seems dg ph important role. The extraction of
electrons from the depleted region causes a lafject as compared to the changes in the
“bulk” material between the contacts. K. Varghe&&[lattributes the occurrence of the
capacitance to the accumulation of adsorbed oxygenspecies at the sample-electrode
contact region, Figur&-25. This result confirms the main role playedtbg three boundary

point.

Adsorbed

valleys oxygern
< Nano- @ e~ depleted
crystallite nanocrystallite

Figure 1-25: Schematic diagram showing accumulation of (§.) ions at the electrode-sample contact
region and its effect on depletion layer width [.].
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- Model of P Montmeat, basis of this study

In M.I.C.C. department in St Etienne, during theyious thesis of P Monmeat, the
role of metal (gold) on the electrical responsdinmxide sensor was investigated thanks to
the development of a particular test bench (Figugg): it allowed separating the atmosphere
surrounding Sn@region in contact with gold electrodes from theagphere in the area
between electrodes.

Intenor Chas (1)
Exterior Gas (E) 1 | Metallic arca (gold) only on “modified” sensors

25 mm

Figure 1-26 : Schematics of the test bench to generatefdifent atmospheres: exterior gas (E) in contact
with gold electrode areas, interior gas (I) in cordct with only tin oxide for standard sensors and wh tin
oxide and the centered metallic area for modifiedensors.

The action of oxygen and thus of a reducing gab sicCO, Figurd-27, was under
focus and is greatly enhanced in the region comgimgold. This result associated with
calorimetric tests, Figurg-28, indicates the creation of specific oxygencggseat the metal—

oxide interface.
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Figure 1-27: Electrical response of a sensor to CO (300 pp at 450-C in a test bench with separate
atmospheres (E: Sn@electrode area; I: SnO2 area).
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Figure 1-28 : Calorimetric signal obtained at 408C for an increase of oxygen pressure from 0.1 to 50
mbar for a pure SnO2 material and on SnO2+gold mateal.

A qualitative physico-chemical model, in Figuie29, based on the electronic effect of
different oxygen adsorbed species, resulting innbeease of space charge area was proposed,

more detail in [118].
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Figure 1-29: Proposed mechanism based on space charge astthe three boundary point (gas-metal-
oxide) to explain metal effect on tin oxide electcal conduction, from [116].

Taking into account the previous physico-chemicachanism, a geometrical model
based on space charge area is proposed in ordguatatify the influence of the sensor
thickness. In agreement with the schematic reptasen of the model in Figurg-29, it was
considered that sensor is constituted of depleteasdocated at the sensor surface and under
the electrodes (three-boundary point) due to oxygemisorptions at these particular points,
and of non-depleted area. At the moment, no exmaiah results bring information
concerning the shape of the depleted area at tke ttoundary point. In order to simplify
further calculations, it was considered a rectamgshape centered under the three boundary
point Figurel-30(a)). Then, it was supposed that the resistigM of the not depleted area is
constant and independent on the atmosphere. Thishgsis is supported by the experiments
with separate atmosphere (Figur&6), as the gas has a negligible action in tinerirarea
which only contains SnOand is not under the influence of the three boungmint.
Concerning resistivityS under air of the depleted area under the surfiaegs assumed that
it is constant within a weak thickness Figar80 (a).

The result and the different parameters used avenrslFigurel-30 for SnQ based
sensor in the presence of carbon monoxide and @thfan thickness varying from 10 to 80

um.
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Figure 1-30: (a) Geometrical model of conductance with dégted area under the comparison between
experimental measurements and simulated curves famonductance under air (b) , CO ( c¢) and for the
sensitivity (d). [...].

Summary of the bibliography

The aim of this first chapter was to remind thaegel properties of the tin dioxide and
especially which can be useful to understand csulte

In the SnQ used as sensor different contributions from thengrthe grain boundary
can be clearly identified. Most of authors suggesimportant role of the electrodes but a few
of them have an explanation. The possibility ofagtipular zone called three point boundary
that could play an important role on the detect#oone of the justifications.

Due to its localization and the difficulties to g&d of the other contributions, it is
difficult to have some proofs about the real pdssdxistence of this region.

This study will try to add a contribution to undawrsd the role play by the electrodes
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2 Material, sensors preparation and electrical
measurements

Les méthodes de préparation relatives a la réabsatde nos échantillons seront
présentées dans ce chapitre. Les différents mositdigetriques utilisés dans cette étude
seront également décrits. Quant aux résultats atgtesur l'influence de la nature des

électrodes, nous les présenterons dans une derpétie
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The influence of electrode material on the propertf oxide semiconductor gas sensor
was not often studied. Contact resistance or depldayer that is formed in the electrode—
semiconductor interface can in some cases hav#isag contribution on the response of the
sensors, as reported by P Montmeat (cf. previowapteh). It is extremely difficult to
characterize this region because it is generallydén” by the resistance of the sensitive layer
(like SnQ). By increasing the contacts between electrodes &mQ grains, the energy
barriers in the electrode—semiconductor interfagesld have a greater significance in the
sensor response. In this work, the influence ofelleetrodes on the properties of Srfased
gas sensors was studied by comparing samples fighetht electrodes materials, namely Au
and Pt. To enhance the electrodes influence, npetdicles were dispersed in the sensitive
layer in order to increase the metal/SrOntact. Electrodes are mainly obtained from sctree
printing technology.

This chapter contains two parts: firstly, the pragian of the different samples used and
the sensor fabrication are described; secondlyelbetrical characterization of the influence
of the electrodes nature is presented.

2.1 Material and sensors preparation

2.1.1 Powder and ink preparation.

2.1.1.1 Pure SnQ, powder

T T T T T T T

Tin oxide, SnO2

Stock number: 5010FY

JCPDS card number: 21-1250
Radiation: Cu Ka

Crystallographic system: tetragonal

Space group: P4,/mnm (136)

Intensity (a. u.)

L [TV W

20 40 60 80
2 O (deg)

Figure 2-1: XRay diffraction pattern of the SnO2 nanoamorpowder
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All sensors investigated have been obtained byguaicommercial powder of SRO
from Nanoamor®. As shown in Figugl, the Sn@powder is perfectly crystallised and has
a high specific area around 30m?3/g corresponding tgrain size of approximately 30nm.
Nevertheless, SEM picture (Figu2e?) reveals that this Sa@owder can agglomerate with
agglomerates of few micrometers ({iss). The sensor sensitive layer results from a paste
obtained from this powder. The paste is obtainedhbyng an organic binder and an organic
vehicle from ESL® with Sn@powder. The details of the proportion are sumnearin Table
2-1.

Figure 2-2 : SEM Picture of the particle of SnO2 Nanoamor®Particles have a tendency to agglomerate

Table 2-1 : composition of the Sn@ paste

Component Quantity
SnG, (Nanoamor®) 49
Organic binder(ESL) 179

Organic solvent (ESL) 20 drops

This composition has been determined [119] in #d@ofatory of St Etienne to have an

adequate Rheological characteristic for the scpeigring technique.
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2.1.1.2 "Mixed SnO," preparation.

To amplify phenomena which can occur at the metalectrode-Sn@ interface,
"mixed powders" have been prepared from the Sn@noamor® powder mixed with
commercial metal (Au or Pt) powders. The size efrtietallic particles is bigger than the one
of SnQ powder, around m. The aim is to disperse the metal into the semslayer to
increase the metal/semiconductor contact and tkgép the massive metal proprieties. Figure
2-3 exhibits the SEM pictures of metal particleeeTmorphology is different between gold
and platinum powders. In fact, a homogenous rouathgs observed for the gold whereas

some cavities and porosity are observed for thinplia particles.

Figure 2-3 : SEM pictures of the metal particles includedn the SnG, layer; (left) gold particle (right),
platinum particles

The preparation process is quite simple (Fig4#. The Sn@powder and 1% wt (weight)
metal powder have been mixed and finely grinded$igg mortar and pestle. Secondly, a

paste has been obtained by adding the same salndrihe binder as before.

i "

Sn0,
+ Pt powder l Grinding

Mixed SnO.+ Pt

« organic vehicle and arganic bindsar j

Paste of the Mixed Sn(,+ Pt

Figure 2-4 : Schematic of “mixed” tin dioxide powders pre@ration techniques.
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The metal particles are visible to the naked ey XRD analysis confirms the presence of

the metal into the paste. The example for platimsishown in Figur@-5.

600

SnO,+Pt

500
400

300

Intensity (u.a)

200

100

—

T T T T T T T T T T T
15 20 25 30 35 40 45 50 55 60 65 70 75
26

0

Figure 2-5 : XRD of SnQ, mixed with platinum particle. The Band marks with a blue line prove the
presence of the platinum into the sensitive layer.

2.1.2 Sensors fabrication

2.1.2.1 Deposition on the substrate.

All devices have been mainly obtained by usingestarinting technique.

ECTEEN _SaBBE

Figure 2-6 : Principle of screen printing. A rubber squeege presses the viscous paste through. the
undeveloped part of the screen onto the substrate.

For the transfer of the paste onto ceramic sulestyagtreen-printing is used. Hereby, a rubber
squeegee presses the paste through the undevglageaf the screen, which works as some
kind of mask for the paste transfer, onto the sabestsee Figur2-6). By this method, SnO
layers can be adjusted with a thickness of a feerameters to around 1afh. The thickness
value depends on the chosen screen, the pasteitysand the screen-substrate distance. For
the herein discussed sensors, a semi-automatiersprenter (Aurel Model C890, Figuie7)

was used. The screen is made from stainless stédias a mesh count of 300.
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Figure 2-7 : Screen printing machine Aurel Model C890

After screen printing, the substrate stays someaitagat room temperature to allow the paste
to settle. Afterwards, the substrate is put intyang oven (MEMMERT UM/SM 100) to dry
the paste at 80°C. Finally, the substrate is ieslenito an oven. During the final annealing,
the so-called “firing”, the organic binders of tHém are removed. The layer gets
mechanically stable and is firmly bond to the stdist The used oven (Thermolyne Type
F48000 Models) has the possibility to control tamp and the dwell (delay).

Figure 2-8 : Typical firing profile for a thick film paste . The temperature is raised slowly to the maximum
temperature, where it is kept for 10 minutes, aftewards a controlled cooling takes place

The firing profile was adjusted in such a way, tharadual heating from room temperature to
the maximum firing temperature (700°C) and a gr&daaling back to room temperature was
achieved (see Figu8). The operation takes place in air for thenfirstep. The thickness of

the finally resulting Sn@layer for the discussed sensor types was arougch 20
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2.1.2.2 Geometry designs for substrates, heaters and eleottes for DC
measurement and DRIFT analysis

The planar substrates are tiles made out of alurgihgDs, purity of 96%) with a
lateral dimension of 2inch x 2inch and a thicknesF0Qum. These tiles are predicted and
provided with Pt or Au interdigited electrodes dre tfront side for measuring the sensor
resistance and Pt heaters on the back for keepmgénsors at the operating temperature
(Figure 2-9). The measuring electrodes have the typicgheshmsed for conductivity sensors,
namely 2 combs opposed one to the other, the $edaaterdigital structure. The width of the
fingers of the electrodes is 0.2mm and the gap éatwthe fingers is also 0.2mm. The
electrodes material is additive free gold or platmwhich required e.g. a firing of the
substrates with screen printed Pt electrodes amdehetructures at 1600°C (constructor
information) and 980°C for gold. Each substratedbdiventy sensors. Due to predicing they
can easily be separated at the end of preparation.

Servsitive Layer [E;nl:h].? .

Top View =l 35™  Crogg Section e

Interdigitated Bectrodes ) . it

. 254 4 = 50 pm
' == 5um | ]
Bottom View | 42 v ]~
’ - 0.7 mmn
Platinum Hester N
3 prn |
] ] Pt Electrades Ti”{“”ﬂ“‘/ '
Side View = < ."; E‘
- —
PHester g niss, — —

Figure 2-9 (same as Figurd.-15): Layout of the planar alumina substrate withPt electrodes and Pt heater.
The SnG, layer is printed on top of the interdigitated electodes. The heater on the back keeps the sensor
at the operation temperature.

The sensors obtained by such technique will be twddC characterisation and DRFIT
analysis.

2.1.2.3 Specification for the TPD samples

Temperature programmed desorption (TPD) technicagewsed in order to investigate
the desorbed species from the different sp@wders. Due to some limitation of the DRIFT
technique (mainly, the impossibility to observe tixggen at the surface), it was interesting to
associate TPD investigation with DRIFT analysiseTdm of this study, developed in the
chapter 3, is still to understand how the electsockn disturb the surface species. Due to the

experiment set up, it was not possible to work afiyeon sensors but on powders. The
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powders were obtained by following the same procedi obtain the sensitive layer for the
gas sensors. Starting from the paste of pure,&md mixed metal SnQOthey were screen
printing on Teflon substrate. After 10 min dryindpe layer is removed from the Teflon
substrate and grinded again to obtain a powdersdippwders were annealed in the same

condition as gas sensors device. Finally 3 typgmufders were obtained:

- Pure Sn@
- Mixed SnQ + 1%wt Pt
- Mixed SnQ + 1% wt Au

2.1.2.4 SnO, sensitive layer characterization on sensors

= Pure SnQlayer

[ g I. h-‘_lﬁt

Figure 2-10 : SEM picture of the sensor with gold electrogs and platinum electrodes prepared by screen-
printing

Figure2-10 shows the SEM of the deposition of pure So®the top of Au or Pt
electrodes. The SEM pictures indicate a thickné&28jom and a good adhesion with the
substrate. No crack has been observed. The lagdyecaonsidered equal regard to the

electrodes nature.

= Mixed sensitive layer

The metal particles are naked eye visible. Thecapthicroscopy images (Figukell) prove

the presence of well dispersed metal particle énlalyer
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#

ST o

“Mixed Au"=SnO ,+Au “Mixed Pt"’=SnO ,+Pt

Figure 2-11 : Optical microscope picture of the sensor whtgold electrodes and platinum electrodes
prepared by screen-printing

2.1.2.5 Calibration of the heating of the sensor

Tin dioxide sensors are operated at elevated teahpes in the range 200°C and
400°C. To keep the sensor at the operation temperad power supply is used to ensure a
constant voltage drop over the platinum meandeherrear side of the alumina substrate. In
order to calibrate the platinum heater, i.e. toaobtthe relationship between the applied
voltage and the thereby adjusted temperature, faaréa pyrometer (Maurer KTR 2300-1)
was used. The measurement set-up is sketched ureR2gl2. The pyrometer detects the
infrared emission from a measurement spot of 3ntine drea of the sensitive layer is 7mm x
3.5mm) and calculates, using the specific emissamfficiente of the materialgsno, = 0,75),
the temperature of the sensitive layer. The pyremistkept at room temperature and can be
used for detecting temperatures from 200°C to 500%& resulting calibration curve of the

platinum heater for temperatures from 200°C to @08°given in Figur-12.

500

IS
@
o

O

Maurer
L]

IS
Q
=]

Infrared Pyrometer

Temperature [C]
w
3

w
=3
S

[ 250
Fit Function: Y=55.1X+6.61

Voltage [V]
a) b)

Figure 2-12 : Calibration of the Pt heater. In a) the measrement set-up is sketched. The resulting
calibration curve b) can be nicely approximated bya linear fit.
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2.2 Electrical measurements
2.2.1 Test Bench presentation

The sensors were mounted on a Teflon chamber aamgdcdéy a power supply. The
resistance was measured with a scanner multimithiey DMM 199 or DMM 2000,
Germany). The gas mixtures were adjusted by a gasgrsystem. In order to be absolutely
sure that thermodynamic equilibrium was reached tfog various surface complexes
associated with water adsorption, the sensors kepein an atmosphere of constant humidity
for 10h after every variation in humidity, and befdhe test gas was introduced. The sensor
signal was investigated for CO and Cékposure. The sensor was purged with a flow of

synthetic air for 1h between every two successagapncentrations.

digital multirmeter
with scanner power SLIDIEI";

control of flow rig K e
data acguisition o

IEEE to PC ‘—‘
= - - j
= | test chamber
DA/AD | vaive/MFC I humidity

Figure 2-13 : Experimental set-up which was used for DC charactésation of gas sensors. A computer is used to
adjust the ambient gas atmosphere of the sensors byeans of a gas mixing bench and to acquire the s resistance
data via a digital multimeter and IEEE card. A power supply keeps the sensors at operation temperature

- Mixing and monitoring of gases

In order to provide the desired gas atmospherasiniang systems are used. A typical
gas mixing system consists of PC controlled masg flontrollers (MFC) and valves. The gas
mixing, Figure2-14, system is operated by home made softwareccRIDSEIDON. The
software via A/D card not only controls the actgas$ flow through the mass flow controllers
but it can also (at the same time) record the taaste of the sensors and other parameters like

humidity or oxygen concentration
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T ~ Synthetic
¥ air
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Humidified air|

-

L .Zu t {z00]
Valves ll"., Mass flow
\ controllers [mlfmin]

Water vaporiser

Figure 2-14 : Schematic picture of a four-channel gas miRg bench. Test gas is introduced either from gas
cylinders or added by flowing synthetic air throughvaporisers. The latter is used to adjust the relate

humidity .

2.2.2 Results and discussion

2.2.2.1 Metal Nature influence

In humid or dry condition, three types of Sn€ensor have been studied under
different concentration of CO (90, 160, 230, 300npp2 sensors were obtained from the
same Sn@ink but the nature of electrodes is different:
SAu: pure SnQ@+ gold electrodes
SPt pure SnQ@ +platinum electrodes

Moreover a third sensor is studied,
S (Au) Pt mixed SnQ@ + %1 Au particles and screen printing to
substrate provided with platinum electrodes.
S (Pt) Pt mixed SnQ@ + 1% Pt particles and screen printing to substrate
provided with platinum electrodes. Due to the latkime, only few
experiments was done with this sample.

The main results obtained are shown in the follgwin

2.2.2.1.1 Indry air

For 3 different temperatures 200°C, 300°C and 40®1€ responses and the sensor
signals are shown in FiguBel15. As expected, with the rise of the temperatuitee values of
the baselines resistances decrease. For exam@#fpthe value is 135M at 200°C and goes
to 1.8M at 400°C. It is well-known that the reaatiat the surface with the gas phase and the
semi-conductor is fundamental for the value of thsistance. With the temperature, the

63



Material, sensors preparation and electrical mesasents

chemistry of the SnPsurface is different, especially the chemisorptidroxygen species,
water and hydroxyl groups which can be bond in sdwsays as a function of temperature
(see chapter 1). Samples SPt and S(Au)Pt providdd platinum electrodes always show
higher values of resistance than gold ones. Atatésl/temperature, the differences between
the resistances of each sample become more prosuAt 200°C, the resistances of each
sample are in the same range of2MFocusing on pure Snhased sensors provided with
gold and platinum electrodes, only 189\&eparates these two types of sensors. At 400&C, th
difference becomes larger, around one order of &g These results clearly confirm the
role played by the electrodes nature, even under Sample provided with platinum
electrodes but with a different sensitive layert 8Rd S (Au)pt, exhibit also interesting
results. S(Au)Pt which is loaded by 1% wt Au shdhes highest resistance for each working
temperature. The behaviour of S(Au)Pt is very chosthe behaviour of SPt . The density of
Gold particle/Sn@ contacts is more important than platinum electséfBieQ contacts.
Results of pure Sn{provided with gold electrodes show the loweststasice. So, by adding
gold particle inside the sensitive layer, S(Au)Rte, could expect that the resistance of such
example would be lower compared to the one of @Rtpte. However, experiments show

opposite results which mean that the platinum edées have the dominant effect.
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Figure 2-15 : Response (a) and sensor signal of Sp§ensor provided with gold electrodes(SAu) or

platinum electrodes (SPt) and Sn@-1%Au sensor based provided with platinum electrode (S(Au)Pt) to
CO (90,160,230, 300 ppmy)in dry air at 200°C, 300°@nd 400°C
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When sensors are exposed to CO gas, as expectetype semiconductor, the resistance
decreases due to the interaction with the redugagy@. The sensor signals {RRqa9 are
shown in Figure2-15(b). For all sensors, with the increase of @Acentration, the sensor
signals increase. As expected, for undoped Sti@ sensor signal is low, around 10 (doped
with Palladium for which the value can go to mdnart 100]...]).Gold particles inside the
sensitive layer S(Au)Pt increases a little bit sleasitivity, but only at high temperature (300-
400°C). The value of the sensitivity is still lowitlw gold particle inside the layer, which
proves that the material is not doped. The mefaisisdispersed in Sndayer as required.

At 200°C, the sensor signal is much higher for eength gold electrodes than the
one with platinum electrodes. The sensor signaS@u)Pt is close to SPt. With gold
electrodes the sensor signal is the best, but gatti particles included in the sensitive layer
(which means more gold/SaQontact) the sensor signal is the same as SP$. rEisult
matches with the observation already mentionedrirPaedominant effect of the electrodes in
opposition with the effect of a metal dispersethia sensitive layer is revealed. By increasing
the temperature to 300°C or 400°C, SPt and S(Al#iome the most sensitive sensors to C
Oand SAu the lowest. The difference between thea®BtS(Au)Pt is difficult to explain by
only electrical measurements but these result garthat the presence of electrodes modified
the sensitivity of the gas sensor.

2.2.2.1.2 Humidity effect

For the present study, the influence of humiditg baen investigated at 10 % relative
humidity (RH) and 50% RH. The sensor is exposedifferent CO concentrations from 90
ppm to 300 ppm. The temperature of the sensor svdrean 200°C to 400°C. The results
obtained in dry air are inserting for comparisothwiumid air. The results for 200°C, 300°C
and 400°C are shown in Figu2el6, Figure2-17 and Figur@-18 respectively.
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Figure 2-16 : Response and sensor signals of the sensors for SPAu, S(Au)Pt ,at 200°C at different level of

humidity (dry air, 10 or 50 %RH) .

In dry air, at 200°C, the sensor with gold eleca®ds the most sensitive to CO. Both

sensors with platinum electrodes are the lesstsensThe performance of the gold electrodes

sensor is still the best in humid conditions. Hbsansors the sensors signals are twice lower

than in dry condition. For SPt and S(Au)pt, it clgappears that CO detection is blocked by

the presence of humidity. In presence of humidhg, performances in terms of sensor signal

are slightly decreased with the increase of humildivel from 10 to 50%RH. They are not

too much sensitive to the humidity level at thisnperature. The baseline resistances at

10%RH and 50%RH are quite similar.

67



Material, sensors preparation and electrical mesasents

Response at 300°C

70
100 M | I Dry Air
10% Rh 50% Rh G0 = #- SAuy 300°C
A0 . ﬁl - SAupt
g 6.3M | ® 50
HRIRTH r1 r "_". -
el [T e
= 16M 0 L |= 4
@ 100k THH MR F-3 ] m—™
@ 2 .- - -9
5 20 o --®
10k Spt s 1
--- SAu o 10 =
Siauipt 0 il
1k L LI L L | LI L L L LA |
15 20 25 20 35 S0 100 150 200 250 300
Time (sec) CO concentration [ppm]
70 70
4—m— Sph(10) 0% RH J—u— Spt(500) 50% humidity
B0 = #- SAuC10) 200°C BO = - SAUS0) 300°C
¥ 1 SCAWPK10) ¥ 1 SCA)plSO)
o 50 5 o 50
—_— i —— F
© a0 - € 40 -
w - w -
5 30 = & 30 -
w E o 4
= 20 o *---® 5 20 o
I} ] 8- o 4
5 . n &
w °] g—a—0" e I S T
] - - -
ST T T T T O T T T T
50 400 4150 200 250 300 S0 100 150 200 250 300
CO concentration [ppm] CO concentration [ppm]

Figure 2-17 :Response and sensor signal of the sensor for SPAUS S(Au)Pt at 300°Cat different level of humidity
(fry air, 10 or 50 %RH) .

At 300°C, it was already mentioned that the sensmgided with platinum electrodes
are the most sensitive in dry air. The presencéumhidity affects the performance of all
sensors but in particular sensor provided withipleth electrodes. Sensors with platinum
electrodes are the most altered, see Figtté&. The sensors are 4 times less sensitive in 10%
RH than in dry air. In fact, at 300°C, in humidithe sensor with gold electrodes is the most
sensitive which means that the sensor is lessriediuby humidity. Here, the interesting facet
is the reverse effect in function of the electrodéure. At 300°C, in dry air, sensors provided
with platinum electrodes are the most sensitive red® in humid condition the gold one

exhibits the higher sensor signal.
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Figure 2-18: Response and sensor signal of the sensor for SPAUS S(Au)Pt at 400°Cat different level of humidity

At 400°C, Figure2-18, the performance in dry air is very low for sgnsors. In this
range, the platinum electrodes are the most seasiti presence of humidity, at 400°C, the
performance increases to a factor 2.5 in 10% RHedsag# than 2 in 50% RH. On opposite to
200°C and 300°C, the presence of humidity enhatitesCO detection for all sensors.
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Sensors provided with platinum electrodes are thstrsensitive.
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Figure 2-19 : Sensor signal for the sensor SPt, SAu, S(At)in dry air, 10%RH and 50%RH as a function

Figure2-19 shows the results of the CO detection obtaatedfixed concentration (300ppm)
in dry and humid conditions as a function of therkimg temperature. In dry air, the curve
shows a maximum detection for 300°C. With humidite shape of the curve depends on the
type of used electrodes. With the gold electrodaspte, the shape is conserved, but the
sensor signal decreases slowly with the increas¢éh@fhumidity level. At 300°C, with
platinum electrodes, the CO detection is blockedheypresence of water. In fact, the sensor
signal is extremely altered. The CO sensitivityr@ases linearly with the temperature without

any maximum at 300°C. At elevated temperature (@p@nd for a high level of humidity, all
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2.2.2.1.3 Comparison between S (Au) Pt and S (Pt) Pt

Resistance (Q)

Due to the lack of time, only few experiments weoae with the sample S (Pt) Pt.
Figure2-20 illustrates the comparison between S (Au)yiata (Pt) Pt. The resistance and the

sensor signal for both types of sensors, Smxed either gold or with platinum are relatively
close.

100M
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Figure 2-20 : Resistance and sensor signal dependence ba €O concentration in dry air at 350°C
sensors working temperature. “gold or platinum mixel sensor” provided with platinum (Pt) electrodes

As follow, the characteristic are:

Identical performance is observed for both typesinded SnQ based sensors.

The baseline resistance for sensor contain Platimixad sensitive layer is

little higher than mixed Gold device.
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2.3 Conclusion

The role of the electrode could be expected to anllect the output signal resulting
from the transduction of chemical reaction at thdaxe of the sensitive layer. As mentioned
by many authors, we check that the electrode nagtlags an important role on sensors
performance. For the detection of CO, it is painteit that sensors provided by platinum
electrodes are the best in dry air however watersakhe sensor with platinum electrodes.
The performances are driven by the electrodes difarent types of mixed sensitive layers
but with the same type of platinum electrodes,gadormances are quite close. The role of

metal dispersed in Sndayer is not clearly explained.
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3 Investigation of the surface reactions by
DRIFT analysis and TPD

Les mesures électriques ont certes permis de n@ttévidence les effets des électrodes
sur les réponses électrigues des capteurs ,Si&@pendant, les causes n‘ont pu étre
clairement identifiées. Afin de comprendre lestefides électrodes sur la détection des
capteurs de gaz, une approche originale a étésetli L’'implication de I'électrode dans les
réactions de surface a été étudiée a l'aide du OR(Féflexion diffuse en Infrarouge en
transformée de Fourrier), simultanément avec la uregde la réponse électrique. Cette
meéthode permet d’analyser la surface tout en c@mart les changements électriques. Afin
de mieux comprendre les réactions a la surface,&inée par thermodésorption (TPD) a été
élaborée. En effet, il s’est avéré que la chimitorpde I'oxygéne a la surface du Snést
primordiale. Le dispositif mis en place avec le BRhe nous permet pas de suivre I'oxygéne
et donc la TPD s’est révélée complémentaire potie @&ude.
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3.1 Introduction

The influence of the nature of the electrodes dlerdetection performances of semi-
conducting metal oxide based gas sensors was reeodgand experimentally proven in the
previous chapter. This one is divided in two pawith a spectroscopic approach for the
investigation of the electrodes role:

The first one deals with DRIFT (Diffuse Reflectant&rared Fourier Transform)
performed simultaneously with DC measurement on €&@sing. In fact, the electrical
measurements input are insufficient when one aonsnderstand the electrodes role. Many
approaches can be used. In situ DRIFT analysispewerful method to study the adsorbed
species at the surface of the sensing elementharsdtd understand the implication of the
electrodes on the CO sensing mechanisms. Infrgredtrescopic technique is a standard
method for analysis adsorbed species and surfaaetiors. The common transmission
infrared spectroscopy is not applicable for gasssen because of the opaque substrates
(Al20s...). The first spectroscopic investigations on sensmder operating conditions were
conducted only recently by Benitez and Pohle [1IZX]. In case of Benitez studies, DRIFT
analysis of the reversibility of CdGeON sensorsamg oxygen exposure was performed.
Their interest was directed more towards the bugitemial changes as a result of ©action.
Pohle et al. studied adsorption of water vapour @nayen on different metal oxides (&»
[122], WG, AIVO4, and CagO4 [123]) thick film gas sensors in various operatampditions
using IRES (Infrared Emission Spectroscopy). Amouoidpers, they found from the
spectroscopic and electrical measurements a ctorelaetween water adsorption and the
evolution of the surface hydroxyl group concentmatiand in this way, it was proved that IR
spectroscopy is applicable for the study of surfeeactions on sensors. Since Benitez, the
SnG, were intensively explored by this technique [...Juraderstand the sensing mechanism
of gas sensor.

In the second part, a powerful method to analysesthiface reaction in combination with
DRIFT analysis is the Temperature Programmed DésorgTPD). With DRIFT analysis, it
is not possible to observe directly oxygen becatsevibration of the bond between the
surface and the oxygen physisorbed/chimisorbethdmev wave number close to the limit of
the detection of our system. The role of metal loa ibnosorption of oxygen is ambiguous.
TPD studies of oxygen adsorption-desorption behavéd SnQ surfaces have been reported
earlier by several authors [124,125,126,127]. Bagedthese studies, it is interesting to
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observe how the metal modifies the adsorption asigbtion of oxygen. This part reports the
study of the oxygen adsorption on our powder arel ititeraction of oxygen with others
interfering gas. The implication of gold and platim on the chemisorptions is also pointed

out.
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3.2 DRIFT

3.2.1 Theory of Diffuse Reflectance [ 12§

3.2.1.1 The ideal case

The phenomenon of Diffuse Reflectance from matasgs$ is observed in everyday life.
It was, for the first time, mathematical describleg Lambert [129]. The intensity of
radiation reflected (re-emitted) from a completatat surface is everywhere of the same
intensity, independent on angle of observatband incident (Figure3-1). The flux of the
remitted radiatiorl, in areadf and solid angl@w is a function of the cosine of the angle of

incident and the angle of observation:

d%f _CS

—/—— =——=C0sa xCcospf = Bcos?
dw M

Where Sis irradiation intensity, B is the radiation ingty of surface brightness, and the

C is a constant smaller than 1.

o

. \‘
light *,

source %, \a/~
4 dv

Figure 3-1. Diagram showing the variables used in the Lambertosine law.
According to Kortiim [130], the model is rigorousiglid only for black body radiator

acting as an ideal diffuse reflector. However, @gaai diffuse reflector has never been found
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and numerous experimental investigations suggestlie law is true only when both the

angle of incident and the angle of observationsamall.

3.2.1.2 The real case

In the real case, an incident radiation can be wiesh directly reflected, internally
reflected or finally diffused in all directions @sd-igure3-2). The light directly reflected
(externally) by the surface, or multi-reflectedthe surface of particles (internally, also
named volume specular reflectance) give rise tocpe reflection. Both specular
components are functions of refractive index andodttivity of the material and
considered being unwanted effects in Diffuse Rédlece Spectroscopy. The later one,
diffusion in all direction, is a consequence oflight penetration into one or more particles
and its diffusion in the sample. The light whiclavels though the particles contain
information about the absorption properties of th&terial and, in this way, the measured
spectra is similar to transmission spectra. Thighess component of interest in Diffuse
Reflectance Spectroscopy.

Incident Normal specular
IR light components

) \\T.T’)"’
OO0

Figure 3-2 : Mechanism of generating the Diffuse Reflected spegum of sensor.

There are two ways in order to diminish externacspar reflectance:
e The first one is to use one of commercial availafj¢ics: Praying Mantis
(Harrick Scientific Products, Inc.), Collector (e Tech) or Selector
(Specac Ltd.) - which minimizes the flux of specuieflectance.
e« The second deals with sample preparation: pars@de should be smaller
than the wavelength of the incident radiation. His twork both approaches

have been realized practically: (a) in-situ chamioersensors measurements
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was built in Praying Mantis Optics (FiguBe5), (b) the grain size of Sp@vas
in 50 nm range which is several orders of magnitsdealler than the

wavelength in MIR range.

The internal specular reflectance exists at anyeanigobservation and therefore it cannot be
optically separated from diffuse reflection. Butganeral specular reflectance is relatively
small in the material with low absorptivity [131The qualitative analyzes have been of
interest within this work. However, for the sakecoimpleteness a brief description of the
guantitative approach will follow. There are twopapaches in the qualitative treatment of
diffuse reflection: the continuum and discontinutiraories. The former one is expressed in
terms of continuous sample having certain absanitd scattering coefficients, whereas the
last one is expressed in terms of absorption, aidle (re-emission), and transmission of

certain layer of sample.

3.2.1.3 The continuum theory

The theories which describe the diffuse reflectaareain general based on solving of the

radiation transfer equations [132].
-dl =«.p.l.ds (3.1)

It describes the changes of the light intenditgf a given wavelength on the path leng#in

a sample whose densitydgsandx. is an attenuation coefficient (due to scattering or
absorption). Schuster [133] solved the problemimpfying the assumptions of using two
oppositely directed radiation fluxes. The fludirected in the direction of the incident beam
and the fluxdin the opposite direction. Accordingly, Schusterided the following

differential equations:

A k+s)1-83 (3.2)
dr
A (k+S)J -SI (3.3)
dr

By setting the boundary conditions
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| = lp andt=0
I=l;z020; J=0 att=t 12>

The differential Eq. 3.2 and Eg. 3.3 can be soteegive reflectance at infinite depth:

— 2
2R, S o
The constant termisandSare defined by Schuster as adsorption and scajteoefficient

for single scattering.

However, the most widely accepted and commonly usedel is the one proposed by
Kubelka and Munk [134] where k and S are define@df@sorption and scattering coefficient

for densely(thickly) packed sample as whole anderthé following assumptions:

the radiation fluxes (I and J) travel in two oppesdirections (perpendicular to

surface plane);
» the sample is illuminated with monochromatic raidiat(lo);
« all regular (specular) reflection is ignored;
 the particles are randomly distributed throughlgyer;

* The particle size is smaller than the wavelengthth&f incident radiation which
ensures that the scattering coefficient will beeipendent of wavelength. However,

this is relevant only for non monochromatic light;

The scattering particles are distributed homogeslgaihiroughout the entire sample.

On their bases Kubelka and Munk developed two forefgtal simultaneous differential

equations:
-dl= - (K+S) l.dx — S.J.dx (3.5)
dJ= - (K+S).J.dx - S.l.dx (3.6)

Where K = 2k (k - the absorption coefficient of er@l) and S = 2s (s - the scattering
coefficient of material) and dx the deepness. Btirsg several simplifications one

obtains:
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|(r2-2ar +1)™*dr = Sldx (3.7)

Wherea:1+§ and r :Ii

~

Eg. 3.7 integrated in the given boundaries:

For x:droo:[lij =Ry,=0 reflectance of the background

=d

For x=0: (Iij =R reflectance of the sample
x=0

The solution can be found

2R, S o S (3:8)

Absorption () and scatterings coefficients per unit path length and c is thecemtration of
absorbance particle in the defined section.

Which is similar to the one first derived by ScharstAccordingly the reflectance which is

measurable is a function of the ration of constaftand S, and not their absolute values.

3.2.1.4 The discontinuum theory

The discontinuum theory models the sample as aeseof parallel layers with
assumption that radiation moves: in two directidhs, direction of the incident beam and in
the opposite direction (two flux model) or in thré@ections, forward, backward and
perpendicular to the incident beam (three flux npd&35]. In the plane parallel layer
model sample consisting of particles of differertesand compositions is described as a
collection of identical layers, each representat¥/¢he sample as whole. Thus it is possible
to assign measurable spectroscopic propertiesstodmposition of complex system. The in-
cident radiation may be absorbed, may be transinftievard into the next layer, or may
change the direction and be re-emitted (diffuse sypelcular reflection) into the previous

layer: As + Ra + Ta = 1. The absorption/re-emission functién(Rd, Td)based on this model
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will be valid for sample of any thicknessIn theory for d where there is no transmission,

the Dahm[112] equations become equivalent to thieella Munk equations:

A(Rd,Td) = % = A(R. 0) :(1;_25)2 - %K

(3.9)

K and B are the linear absorption and reemissioafficient. However, the practical
application of this model requires the transmissiod reflection measurements performed on
the same sample on an absolute scale. Althoughmthael fits in principle better to the
sensors geometry (see chapter 2,) it cannot be useutactice because the reliable

transmission measurements are impossible.

3.2.1.5 Free carriers’ absorption - theory and applicationin sensing

Absorption on free carriers:) is characterized by a monotonic function proposdioto
wavelength(z?). An absorption process for a photon of energyniust involve intravalley
transition of an electron to a higher energy 14186,]. Such a transition requires additional
interactions in order to fulfil the conservation thife momentum. The change in carrier
momentum must be larger than the photon momentseif iand may be achieved by an
interaction with the lattice (phonons) or scattgron ionized impurities. The dependence of
the absorption coefficieri&) on wavelengtlg:) differs for various kinds of electron scattering
a=A" = AI™® + BA*® +CA%S (3.10)

Where A, B, C are constants.
The solution of the acceleration of free carriara isemiconductor by the oscillating electrical
field, within the framework of classical electrodynics, derives [137] the following
dependence between the absorbance coeffi¢igand free carriers concentration (n)

o
e n'Ce, (li W’'r?)

(3.11)

where:gg is permittivity of free spacey - frequency, - relaxation time (factor sensitive to
the temperature and purity in any substance)jght elocity in free space, n’ - real part of
the complex index of refraction.

Limiting the consideration to IR wavelength rangierew t1>>1 Eq. 3.11 can be reduced
g, n'Ae’
a = =
n'Ce,(o'1?) 4me,m** c’nu

(3.12)
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Where:u is the mobility, m* is the effective mass of thedrcarriersjo is the wavelength in
free space, 4+ concentration of the electrons per unit voludecording to the Eg. 3.12 the
absorbance of a material at a given wavelengtlresily related to its electrical

conductivity.

This property was used to determine the type ofdaotion (n or p) in the case of gas
sensors (Sngn-CuO/BaTiQ) under oxidizing or reducing gases [138, 139].a& gdsorbing

on to the sensors surface modulate the free cateiesity which leads to a variation of the
infrared energy transmitted by nanoparticles. Trandmitted energy plotted versus gas

concentration was directly related to the electrieaponse of the real sensor.

The influence of the change of free carrier densigs also studied by means of IR
reflectance spectroscopy [140]. In general, thiecédince (R) is related to absorptivity (see
Eq. 3.12) by the Fresnel equation

_(n+D+«*?

Y (3.13)

Wherex is the index of absorption.

Infrared reflectance spectra of solid oxides depentitally upon the electronic properties
of the material. For non-metallic oxides the refidty is: low above the frequency of
phonon modes and high between longitudes optid@) @nd transverse optical (TO) phonon
frequencies (Reststrahlen spectra). The carriemsatallic materials screen out the coupling
between lattice vibrations and external fields. ldger, the screening is not perfect due to
the non-zero screening length, allowing a weakcstine to appear close to the LO phonon
frequency in IR reflectance. The formation of tlaerier free surface layers (depletion layer),
associated with chemisorption influences the iefilareflectance spectra of metallic oxides by

allowing the coupling of IR radiation to phononghum the 'unscreened’ layer.

The influence of the surface depletion layer omardd reflectance spectra of Sh:Sredd
NaxWO3 has been explored using model calculations twmoalayer system and compared
with IR reflectance experimental data [141]. ForSSif, it was shown that with increasing
doping levels (increase conductivity) changes iflecéivity at phonon frequency are
superimposed on a background reflectivity that bexo stronger and flatter. Other authors
[142] attempt to correlate increases of Sb coneéiotr in SnQ@ with four points sheet

resistance measurements with reflectivity in MIRhge. It was shown that the optical
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properties do not fully support the results of teeistance measurements. However, both

studies show the potential of IR reflectance stsidhethis area.

Within this study, the main interest is in diffuselectance, which, by itself, is not directly
depending on the absorptivity of the material. Hogre as it was discussed above, the
specular components of radiation cannot be fulimielted and therefore it is necessary to

point out how they will influence the diffuse reftance spectra.

The radiation internally reflected is just directadly scrambled (diffuse) specular reflection
and it can be also described by the Fresnel equdtm. 3.13). For bands with high
absorptivity the reflectance is high. Only lightathwas not specularly reflected from the
sample can enter the sample and hence be adsoybedAn increased level of specular
reflectance counteracts the absorption by the saiepd as a result, strong absorption peaks

degenerate into spurious doublets (Reststrahleds)dh43].

As it was discussed above the increases of the umbivdy of Sb:SnQ@ increase the
background absorbance. This fact has to be takenconsideration when discussing the
changes of the conductivity and optical propertie8n dioxide base sensors upon exposure
to reducing/oxidising gases. In the relatively higlistance range (>@¥) this effect can be
neglected. But for the sensors with relatively Ibaseline resistance (& the strong
changes of baseline reflectance mask the absorpaods and the total reflectance become
uninterpretable

3.2.2 DRIFT on sensor- set up and measurement proto  col

The quantitative theories of diffuse reflectanceuase either 100% reflecting reference
material or the layer of infinite depth (continudheory) or require the transmission and
reflection measurements performed on the same saompén absolute scale (discontinuum

theory). In practice, none of them is applicablseasors.

The IR penetration depth is larger than the thisknef the layer, which makes that the
absolute diffuse reflectance spectrum (single ceBneontains information from the SpO

layer and the alumina substrate. The optical ptogserof the Sn@ based sensors (as a
whole) change with the temperature. Therefore mepito separate changes at the 5nO

surface, the reference other than the usual atesohs (i.e. mirror, KBr) has to be used.

Within this work, the differential (relative) ap@moh with the reference spectra recorded

directly before gas exposure, also on sensorqpbeal. The determined absorbance will be
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named the apparent absorbance in order to disthghetween the absolute absorbance
measured in transmission mode and relative abscebameasured in diffuse reflectance
mode. In the same way, the single channel speetaraded directly before gas exposure is
used as a reference for the transformation to thieekka and Munk units. The as-obtained
KM relative spectra contain only information on th&face species actively taking part into

the sensing: the ones which appear or changedbeaentration during exposure to gases.

Recently, a similar sampling (referencing) techeiguas applied for obtaining spectra of
unknown samples [144]. There, a relatively IR ingctabrasive is used. However, both cases
do not fulfil to the KM prescription of qualitativéiffuse reflection spectroscopy.

3.2.2.1 Setup of the DRIFT and electrical measurement (Tulmiguen)

- Mixing and monitoring of gases

In order to provide the desired gas atmospheres,ngaing systems are used. A
typical gas mixing system consists of PC controfteass flow controllers (MFC) and valves.
The gas mixing(Figur@-14), system is operated by home made softwatedcROSEIDON.
The software via A/D card not only controls theuattgas flow through the mass flow
controllers but it can also (at the same time) r@dbe resistance of the sensors and other
parameters like humidity or oxygen concentratioaor @m is to observe the surface, mainly
in dry air. To do that, the control of the humidigvel is crucial. In order to keep the
humidity background constant while mixing carriaddarget gases a humidity trap was used.
It was built out of a folded stainless steel pipenf long) placed in a stainless steel dewar
partly filled with liquid nitrogen. The pipe wasaed down by vapour of liquid nitrogen and
not directly liquid nitrogen itself, in order toeleze only water and prevent the condensation
of oxygen. The trap allows keeping the humidityelesonstant at 3 ppm £+ 1 ppm. To control
such level of humidity, a dew point (DS 100 Alphaisture System) meter was used. The
measured humidity is displayed on the instrumedicator in Celsius degree (°C) and is

recorded as output current
Dew point meter Humidity was measured by using a dew point mete® (MO Alpha

Moisture System) based on capacitance changes reeasuots. The sensor is a variable

capacitor, which capacitance is directly affectgddhanges of partial pressure of water
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vapor and that are proportional to the dew/froshptemperature. The measured humidity
is displayed on the instrument indicator in Celdilegiree (~C) and is recorded as output

current.
Dp (°C) =-105.12399+6.26044*1000* |

| is the output current from the dew point meter.
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Figure 3-3 : Correspondence Table for the dew point sensor

FTIR Spectrometer. Figure 3-4 shows the complete experimental set up thatbkas
used to simultaneously perform Diffuse Reflectankdrared Fourier Transformed
Spectroscopy (Bruker 66v FTIR spectrometer) anttaasxe measurements. For measuring
resistances digital multimeters (Keithley DMM 19028)00) are used. In the case of highly
resistive sensors (>200 MW) an digital electromégteeithley EMM 617) is needed. The
multimeter measures the voltage drop over a refereasistance and sensor resistance and
based on the voltages ratio, the sensor resisiandetermined. An electrometer is a highly
sensitive electronic voltmeter which input impedairso high that the current flowing into it
can be practically considered to be zero. Addifignto the instrumentation used in the
characterisation of sensors performance the sygesquipped with the Bruker 66v FTIR
spectrometer. The diffuse reflectance is collect#tth the Praying Mantis (fig. 3-5) optics
(Harrick Scientific Products, Inc.). The measuretngmamber (fig. 3-6) is equipped with:
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two NaCl mirrors (which allows the access and aféeds the collection (already diffusely
reflected) IR radiation); the sensor holder witkldctrical outputs (for supplying voltage on
the Pt heater and the read out the sensor restartee chamber is placed on x, y, z position
stage and the whole is built in the optical unitoénd the Drift cell where the sample is
positioned, the vacuum is done in order to prewany interaction with the surrounding

atmosphere of the cell.

FTIR SPECTROMETER
IFS 66v ==&

OXYGEN
Y ANALYSER

Figure 3-4°: The experimental setup for simultaneous DRIFTresistance and combustions measurements
NaCl
wWindow

a5 inbet
slectnical connections

—
+ )

Figure 3-5 : (left) DRIFT-unit “Praying Mantis” with senso r chamber. Two ellipsoidal mirrors collect
diffuse reflection. These two ellipsoidal mirrors &e positioned on the principle of “off axis” which
minimizes direct reflection. (right) Sensor chamber
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To avoid misunderstanding, the single channelpeegented. The reason for this is the
difficulty to find a common reference like KBr. Fargood comparison, we have to know the

characteristic of the spectra in dry air of oufatiént sample.

3.2.2.2 DRIFT on powders (St Etienne)

The spectrometer at St EtienneDRIFTS spectra were recorded with a Fourier
transform Nicolet 510P spectrometer with a DTG®der operated at 4-chresolution. The
spectrometer was equipped with commercial diffeflectance optics (Spectra-Tech 0030-
103). 1024 scans were accumulated in each runtr@peere presented in the Absorbance

mode

The DRIFTS Chamber. Our DRIFTS chamber (Figur@-6) is equipped with High
Temperature/High Pressure Chamber (HPHWMDpel 0030-103, provided by Spectra-Tech.
The powder is placed in the cup of the HPHCTC. ragec spacer (T) places the sample (S)
at the focal point of the diffuse reflectance asoeg. Two pieces of sealed ceramic
feedthroughs (E) are employed to establish thdratatconnections with the power supply.
Pair of VI6-in. stainless steel tubes (I and Opvsilable for gas supply. The dome of the
DRIFTS chamber is equipped with a pair of 13-rar8-snm circular KBr windows (W).
Before the DRIFTS analysis, the sample was kepeuad overnight at 500°C in order to
desorb atmospheric impurities and impurities frowa serigraphic deposition.. The sensor was
then heated up to the working temperature. Indhge, it was not possible to put the vaccum

around the cell. An constant pure nitrogen atmosgpivere maintained
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w LN W W Kb windows

T: thermocauple

I: gas inlet

QO: gas outlet

E: edectrical connection

< sample cup

o | & sample (powder)

! R: ceramic spacer

Figure 3-6 : Description of the DRIFT chamber for powder aalysis

The gas mixing systemA similar device as the use previously was utdizkn this
case, it was not possible to check the level ofiitynbut we assume that the level is inferior

to 10 ppm (air bottle specification)

3.2.3 Band Analysis

The bands in the IR spectra can be fitted by Lor&auss or Voigts functions. The
latter one consist of a Gauss and Lorenz part autldel most suitable function for the bands
obtained in an IR spectrum, since the curve formth& IR bands are influenced by
homogeneous and heterogeneous band broadening. geaemus broadening (broadening
through the Experimental Section impulse) corredptina Lorenz profile, heterogeneous
broadening corresponds to a Gauss profile.

In this work, the best results were obtained bylyapg Lorenz and Voigt functions. For most
of the bands, a Lorenz function was used.

For the curve fitting, a small spectral range waleded and on this spectral range a baseline
correction was performed. Through the baselineection, the wings of the Lorenz curve are
cut. The error is calculated and can be found enlitierature. The error is between 10 and

20%. In this work the error bars are calculatedilfdfra

3.2.4 Specific bibliographies on adsorbed speciesf  rom CO gas.

3.2.4.1 Description of the CO reaction pathways
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The person who reads this section has to have koowledge about the CO reaction
pathways in addition of the bibliography offer ihapter 1.0ne generally agrees that the
ionosorbed oxygen species are CO reaction paraaisfinal gaseous reaction product is
CQO,. Different carbonates and carboxylates which afeenoleave out are reaction
intermediates. There are different reaction medmsileading to such conversion and
depending on the temperature. The general reacéiome denoted as follow:

NCO+5-0," > nCO, + 6 + Pe”
o represents absorption sites (various possibls)site

When oxygen is adsorbed on Sniéased sensor, the oxygen ionosorption will be émfrand
one electron becomes localized. The form of thetiea species has to be considered as
dependant on the temperature (chapterl, oxygerr@osg. In our range of studies 200°C-

400°C, we can consider the form of reactive oxyaerording to the following schema:

O-Z(ads)‘> O TO" Oxygen species

RT 150C 550C

Tm

This schematic is also based on TPD measuremeattifgesection 3.3.2) and helps us to
know the major species at the surface of Snl, represents the maximum temperature
desorption of the species. The maximum desorptorCs is 150°C which not means that
above this temperature this species doesn’t eligt,it just means that this one is not the
major species above 150°C.

The change of the baseline resistance in any, ®afed sensor in dry air as a function of the
temperature can be related to different oxygenispdormed at the surface of the SnSo,

in presence of CO, the oxygen species influencedtievays.

The CO conversion in CQs not a direct reaction and some intermediatesbeaformed at
the surface of SO These species are even not mentioned becausartheyly stable at the
surface of the material and people are usuallyrebdgeeducts and products of the system. In
our case which is the study of the surface of Stii@se “intermediate” species are crucial the

CO sensing.
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On Figure3-7, a sketch of CO reaction pathway is summaritedescribes the formation of
the main species observed during the reaction ofn@B the surface oxygen species. In the
following, possible reaction mechanisms are esthbl on the basis of the correlations
described in our own experiments and in the liteeaf145]. Cartoon presentations are given
for a better description of the possible reacti@chanisms. The first aim was not to study the
CO mechanism at the SpQurface but to understand how the presence ofnibtal
electrodes can altered the surface reaction.

The sketch in Figur8-7 demonstrates that the product of CO reactiriy thie surface
is always CQ It is assumed that GQwhich will be observed by DRIFT analysis will be
localized in the pore of the Spa@atrix. In fact, it was shown that the distancenaen the
two branches of CObands can change in function of the support. ¥ whserving [146]
compared to the free GQgas phase), the GOpresent in the pores presented a shorter
distance between the branches. One can imaginéhthadtation of the molecules is hindered
like in viscous mediaMoreover, the amount generated at the surfaceeoBtiQ is too low
in such small chamber.

The starting point of this sketch is CO which tsaeith “O “. For simplicity on the
sketch, only “Ois considered to be formed at the surface of Sd@ring the oxygen
ionosorption which is not valid. More details wilé brought during the explanation of each

species in the following.

90



Investigation of the surface reaction by DRIFT gs& and TPD

Carbson Wi + e
digead
icndde cnﬂpnrﬂ
n
,/‘ Monodentate Carbon
carbowylale < 0O carbonate dicwide e
CO, o - SR O ([ TR — - CO +e +0
. N 3 Zpores L
g .
y . o
O ] ¥ = ) 1
rc\ N GD L
o (=] o + g
0 T O 2CO,,,.,
1
co Bridge Chelate
D bidentae bedentate
Carbon
PN oaede D_
Carbon r .
i dicde W - o~
CO,* co o
3 Z2pores O+ e
Fris
carbonate ™ k or
/ ) W02 + 5
» - &
§ f
!C\ - i "__C\ CG EL!E}
- e o ¢ o
Bndp: -] | ne e 2 Dﬂzpn",
bidentats . T i =M= cpaate
bidentate

Figure 3-7 : Schematic of CO possible pathways on the surfacéti dioxide

3.2.4.2 Formation of the main intermediates

Formation of the carboxylate (CQ,):

The first intermediate species easy to form iscmboxylate. As regards to the oxygen

species considered, two possibilities are offecefbtm the carboxylate (GO with reactions
with O (1) or GQ(2) It desorbs to C@in final by the equation (3). Only in the lasts(eq. 3),

an electron is released to the bulk, which causaage of the conductivity.

CO+ 0O~ COY

2CO0+Q « 2COS

COy - COy+1e

Reaction (1) and (3) pathways are presented

1)

(2)

3)

inr€igt8. First, CO reacts with O-

and form the carboxylate which is not stable atshdace. An electron is released to form
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CQO,. Reaction with @ (reaction (2) ), at least two molecules of CO rmeeded with one ©
to create two carboxylates. The carboxylate spasieasiest to create but is relatively not
stable at the surface because of the weakest tiotheé between the molecule and the surface.

It desorbs rapidly C@and release one electron.

intermediate
co product

3) uOl

..Sn-0-Sn-0-Sn-0-Sn-0...

(a) Two steps reactions (b) one step reaction

Figure 3-8 : Cartoon of the formation of COy

In IR, the domain of vibration depends on the cowtion of the molecules at the surface of
the tin dioxide surface. Table 3-1 shows the fregies depending on the structure of the

molecules at the surface.

Table 3-1 : Structure of differently bound carbonate carloxylate species and their characteristic
frequencies in the IR spectra

Structure Observed frequencies [em™]
C .
. o,_._.f-' _%{C} 1520-1560 (vas)
Y 1300 {v.)
M
= A Bt
- a” 0 1630-1560 (v,.)
o 1420-1350 (v.)

« Formation of the free carbonate(CQ?):
Another possible intermediate species is€@hree reactions can give the free

carbonate:
CO+0 - COy
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CO; + O« COs” (4)

CO + 20 CO~ (5)

CO+ O + 16 CO& (6)

This species can result from gGtself which reacts a second time with “&cording to
reaction (4) and shown in FiguBe9. It is possible to make a distinction betweeaction (4)
and (5) where for the reaction (5) CO reacts diyeeith 20" without the formation of the
carboxylate. Reaction (6) is also theoretically gooie but, in this case, a second electron
should be extract from the material. Reaction @6 to the need of a second electron is not
favoured, the electron is mainly localized on oxygpecies and to catch another one, the
required energy would be important. Furthermorehseaction will have a bad influence on
the sensor by reducing the sensor signal. It ismasd that this reaction can be neglected.

One can imagine a possible reaction with.Er this, we have to consider that CO

reacts with & and in the same time with, @lattice oxygen).
CO+0 +0 > CO™

In this case, C@ do not give vibrations of free carbonate as oxyigelinked to the
lattice but the vibration of monodentate carborma®’. It is not possible to obtained free
carbonate with ©.

The reaction with a second CO molecule should Insidered to be the easiest
way to give the final C@product.

CO> +CO o 2COy + 26 (7)

It assumes that the stability of the free carborsat®t too much important and the free

carbonate can react itself as follow:
d-
CO% o CO, + Otle (8)
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1/202 + 2e-+s

Figure 3-9 : Formation of COs*

» Formation of the monodentate carbonate (CQ):
In this work, CQ ions can be also identified as intermediate prtsd€Q can react
on a specific site on Sp(and give one of the most stable intermediate atstirface; the
stability is due to the delocalization of the efent the cloud of electron is deformed and

stabilizes this entity. The formation could be:

CO, + 0 ~ COs(9)

Another possibility to form C@is the possibility to free carbonate €Qo lose one electron

and move to a free site at the surface of the,SnO

CO+Q o COree)
CO32-(free) > CO3_(surface)"' le-

CO can react with ©to give CQ free at the surface of the Spénhd then this species has to
found a place to be stable, rather while it becdimectly CGQ

The desorption process is as follow:
CO; - CO+1le + O

A cartoon presentation is given in FiguBel0. Experiments made with G@s educts give

mainly this intermediate species.
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Figure 3-10 Formation of the monodentate carbonate

» Formation of the bidentate(chelate and brigde):

It is assumed that the formation of the bidentateelate and brigde) is only possible in
the pathway of the formation of the monodentataher free carbonate. These species are
more stable at lower temperature and should nabhsidered at elevated temperature. There
are mainly coming from a recombination of £0r CQ; for the chelate bidentate. For the

bridge a direct reaction of CO wit 2€an be also possible.

Wonodantate

carbonate

CO,

Figure 3-11 : Schematic of the formation of the bidentatehelate and bridge resulting from a
rearrangement of CO, and CO;*
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3.2.5 RESULTS

The aim of this work is to follow the changes of fhroperties of Sn{sensors surface
induced by the change of the electrodes material APt). How the electrodes can handle
the modification of sensitivity towards CO and thedification of the reaction mechanisms?
Electrical DC measurements conducted in parallethi® DRIFT measurements will be

presented in this section.

3.2.5.1 Remind of DC measurement with CO on Sn@based sensors
with different electrodes (Au and Pt). Position othe problem.

In Figure3-12, the time dependence of the Si@sed sensors resistance provided with
two different nature of electrodes (Au or Pt), pldan the DRIFT measurement cell and
heated at 350°C, is shown; three CO pulses wengdp0, 100 and 250ppm).

The differences associated to the different natfiedectrodes can be summarized as follows:
1. The baseline resistance is higher for platinumNZa) than gold ( 1\MD);
2. The sensor with platinum electrodes presents higémesor signals toward CO;
3. The shape of the response indicates different ikmet

10 —®— Sensor Au3 350C
100M 5 - - ‘@ - Sensor Au2 :
3 T,,=350C, dry air @ Sensor Aul Dry air
1 m 8 —1-m— Sensor Pt1
] _ 4B Sensor pt2
_ © -l Sensor Pt3
o 10MA S5 6
o 1 4
3 ] ® ,_,l
g ] 5 . T
2 1 @ Pt .-
@ i S 44 e
o (% 4. -7
Mg AL — JER— J .”’
Au
50pPm - 460ppm 250ppm 2 - P SRR )
- | LA DL DL LA |
100k - - - 50 100 150 200 250
2 4 6 8 10
Time [h] CO concentration [ppm]

Figure 3-12 : Resistance and sensor signal dependence ba €O concentration in dry air at 350°C
sensors working temperature. Sensor provided with latinum (Pt) electrodes and gold electrodes (Au)

At 350°C, the performance and in particular thessesignals are the most significant
in term of the influence of the nature of the aledes. Figure3-12 (On the right), the sensor
signal for 3 sensors provided with Pt electroded arother ones with gold electrodes are
shown. At this temperature, statistically the platn presents the higher response to CO in
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dry air. The role of the electrodes on the perfarceaof the sensor is difficult to explain
looking only the DC measurement

Along the operating temperature of our sensorsaa®@0- 400°C, the same outcome
is found. DC sensing performance is presented gargi3-13. According to the results, the
most marked difference between the sensors prowidédAu and Pt electrodes is observed
for both baseline resistance and sensor signahgMbe working temperature, the baseline of
the platinum sensor is always higher than thathef gold one. It is nearly 1 order of
magnitude at temperature superior than 200°C. At@0for both sensors, the resistances are
similar. For all working temperatures, the sensgnal is higher for platinum than for gold.
Besides that, at this temperature, both the etedtand spectroscopic results were quite stable
and reproducible.

—0O— SnO2 + Pt electrodes | —O—SnO2 + Pt electrodes
.- SNO2 + Au electrodes =-00-- SNO2 El Au electrodes
100M 3
< — 10
(B) @©
O10M <
s n
é ®
x @ o, 5
00kg, oy, 1
200 250 300 350 400
200 250 300 350 400
Temperature, T Temperature, C

Figure 3-13: Resistance and sensor signal dependence oa 800 ppm CO concentration in dry air for
different working temperature. Sensor provided withplatinum (Pt) electrodes and gold electrodes (Au)

This behaviour matches with other studies [147,Bgre the authors found also
better performances using Pt electrodes. The im&fon of the electrical data is
complicated by the fact that the adsorption of batiaction partners, oxygen ions and CO,
depends on the temperatures. The reason for sinaviber of the sensors is investigated by
simultaneously performed electrical measurement BRIFT spectroscopy, and will be
presented in the following section.

NB: The dependence of resistance and sensor signahgretature is not exactly similar to
the one observed in previous test (cf FigRf&9, p68): the presence of a maximum is not
always observed. The main hypothesis to explaih sliiference is the presence of residual

water, depending on various experiments

97



Investigation of the surface reaction by DRIFT geel and TPD

3.2.5.2 CO sensing-Impact on the sample’ surface

To characterize the impact of the nature of theteddes during the CO sensing 4 types of

sensors have been used; the preparation of eagilesauas explained in the chapter 2:

a. Conventional Sn®sensors: with 2 different natures of electrodesPtuand without

any electrodes
b. Powders: Pure Snand Mixed Sn@+ metal particles (Au or Pt)

c. Mixed sensors: mixed Sn® metal particles (Au or Pt) as the sensitive layer

alumina substrate provided with heater but wheeeesthctrodes were removed.

d. Mixed sensor with platinum electrodes: same sensardut with platinum electrodes

3.2.5.2.1 Conventional SnO, based sensors
3.2.5.2.1.1 Important ranges of DRIFT

Before any descriptions of the results, it is imaot to define some important range
of DRIFT spectra which will be studied in this workigure 3-14 shows a typical DRIFT
spectra in single channel (raw data), in the IRdieidange between 900 and 4000 'cfar
the sensor with platinum electrodes and pure 3®Ca sensitive layer. Here, two spectra in
single channel are shown in fig3-13(a): one in @ryand the other one where 250 ppm CO
was introduced in dry air. To analyse the dataesessary to convert them in Absorbance

(fig. 3-13(b)) because it is easier to identify thedification due to the presence of the gas.

0.04

— 0,04
2 S0, +Pt electrodes
e i : d
§ @]
m 003 — *,C'm =
£ i @
[ O = T
002 8
-
7 (=]
[ é o
- — '
under 250ppm O
Q.00
! I v | v I
4000 3000 2000 1000
=1
w:‘!'\.-ﬁ|‘|u:‘|'|l'll'-|'[|‘:|'r’|'1] wave ﬂuthr (Cm }

Figure 3-14 : lllustration of the conversion of the singlehannel spectra (raw data) into the absorbance
spectra
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In the range of the study, three main regions tieeted by the presence of CO:

= 4000 to 3000 cfft is the OH region where the vibration of surface @roup and
water stretching vibration can be identified.

= 2500 to 2000 cffx corresponds to the position of the band of,@ad CO.

= 1800 to 900crl: Several adsorption bands could be present. Thersds are assigned
to surface carbonate and carboxylate species, dafammn mode hydroxyl group and
metal-oxygen. This is the region of all bands cgponding to the different

intermediates of “C@reaction” between surface oxygen species and CO.

Limitation and important remark:

Due to the set up of our system, the oxygen stsiapt possible. In other word, follow
the metal-oxygen bond during the gas exposuregvitdution and possible shift are not
feasible.

An important remark has to be mentioned. In thuslgt the carboxylate and carbonate
will be mainly study to understand the effect of #lectrodes on the surface species. In
this region, it is important to note that in ouseano newbands appear during the CO
exposure. Only a variation of the intensity (ine®eaor decrease) of bands already
presented in air is observed. Due to the preseh€®pin atmosphere, the carbonate and
carboxylate species can be formed during the fatioic process of the sensors or during
the time past in atmosphere. Davydov [149] showswhith a CQ exposure on SnOthe
same intermediates species observed with a CO ergoan be present. In this study, the
creation of new band in single channel (which meaa# species) has never been

observed.

3.2.5.2.1.2 SnGO, conventional sensor: DRIFT analysis of devices witAu and Pt or without
electrodes under air

Figure 3-15 shows the single channel of pure oM@ gold, platinum and without
electrodes in dry air at 200°C. Several adsorpbands can be seen in the spectra range
between 4000-3000 ctrand 1800-900 cih The entire study is a comparison of the different
samples used. Here, we illustrate that in singlanobl, in dry air and without any gas
exposure, the surface of sensor is different frara type of sensor to another. The sensors

with gold, platinum and no electrodes present ssimdarities.
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Figure 3-15 : Single channel spectra for pure Sngfor gold, platinum and without electrodes recordedat
200°C in the full spectre range (4000-850ct)

The general shape of single channels spectra is sigrilar for the three samples.
Nevertheless, some difference appears:

- The general absorbance is higher for the gold typereas for the others they are
nearly the same. This effect could be explainedhieyphenomena of the free carrier
charge already mentioned; As mentioned before,infleence of the free carrier
charge depend on the resistance of the sensorgdlderesistance is lower so the
effect of the free charge carrier can be more ingmbr

- In the region of the intermediate species (1800c80Y) the level of pseudo
absorbance in single channel (SC) is different. W't have any convenient

explanations.
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A small band is present at 2345 trorresponding to CQ resulting from trace of
COyin the air flow.

Three bands are easily identified at 2960, 292228%0 cm' corresponding to C-H
vibration. In fact, in the past, an oil pump wagdigor the vacuum around the cell.
Some traces are still present. However, the |lesvalways constant.

The main difference between the three samples appethe range of 4000-3000 tm
! If we make a zoom, Figur@ 15, at high wave number (4000-3000 Yndifferent
characteristic bands are present. Bands at 37122, 3847 cnt are assigned to
terminal hydroxyl groups and bands at 3522, 3479 ame assigned to rooted OH
groups. The band at 3712 ¢mappears only for sensor provided by electrodes.
Between 3400 and 3000 émveak broad is present corresponding to molecusem
H.O

= Effect of the temperature on OH/HO species

In order to determine the influence of the tempermbn the surface species in dry air,

heating was applied between 200°C and 400°C onesdional Sn@sensor provided with

electrodes (Au or Pt).

Figure 3-16 shows the single channel spectra recordedffatesht temperatures in dry

synthetic air. With increasing temperature a dracady change of the spectra is observed

over the complete spectral range. Looking oveltaks spectral range, general changes in the

band structure and intensities are observabledtr $ensors.

Single channel

Single channel for the Pt sensor in function of the temperature Single channel for the Au sensor in function of the temperature
Air ——200TC 0.05 Air ——200TC
0,054 — 300% 05 ——300T
350C 350C
——400C

0,044 ——400C 0,044
0,03 0,034

0,02 0,024

Single Channel

0,01 1 0,014

0,00 — 0,004

4000 3500 3000 2500 2000 1500 1000 500 4000 3500 3000 2500 2000 1500 1000 500

wave number [cm™] wave number[cm-1]

Figure 3-16 : Single channels IR spectra at different temgratures for Pt electrodes and Au electrodes.
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The main changes are seen in the region betweed-3WWcnt. The main affected
OH bands are the rooted OH group at 3522, 3479, ¢hey disappear with the rise of the
temperatures. Figur8-17, focuses on the OH region and compares tHeeimte of the
temperature on the visible OH bands between gaddptatinum. They are nearly similar with
the temperature even if at 350°C the sensors Watinpm shown more bands (3710, 3666,
3614 cnt) whereas only one band is observed with the goB648 cni.

0,025 0,02
300C Pt Air 350C Pt
——300C Au “—350C Au

3712
3666
3648
3612

0,020

Single Channel
3712
3663
3615
Single Channel

0,015+

T T T T T T
4000 3750 3500 3250 3000 4000 3750 3500 3250 3000

wave number [cm ]] wave number [cm™]

Air 400C Pt
—— 400C Au

0,015+

Single Channel

k\ 3649

>\

0,010 T T T
4000 3750 3500 3250 3000

wave number [cm™]

Figure 3-17 : OH/H,0 spectral range recorded at different temperaturdn single channels spectra for Pt

electrodes (black) and Au electrodes (red) Snensors.

= Conclusion of results under air
Results obtained with the three conventional sensordry air as a function of the
temperature give us the following information:

» First, no significant difference has been obsergedne sample to another in
the region of intermediate species (carbonate amblozylate). It is assumed
that region is the same for all the type of conieratl sensor in dry air.

* The terminal OH groups, in a certain extent, afeedint between each sensor
at low temperature. With the increase of the tewupee, the difference
disappears. This result could explain the diffeeenbserved in the baseline

resistance where platinum exhibit a higher rescgarAlong the range of
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temperature, the OH group are more stable at tmtacsu of the sensor

provided with platinum electrodes.

3.2.5.2.1.3 Interaction of CO on the surface of conventional s&sors.

« Global analysis of total spectra 4000-100dcm

0.04

Sn0O2, no electrodes 1534

Sn0O2, Au electrodes | 1314

Sn0O2, Pt electrodes |
0.02 —
0.00 —

0.01 app. abs.
1 l 1 l 1
4000 3000 2000

wave number, cm™

Figure 3-18 : The whole DRIFT spectra of the tin dioxide ensors after exposure during 30min, at 350°C,
to 250 ppm CO in dry air with different types of ebctrodes (Au,-Pt, -No electrodes).The spectrum
recorded before CO exposure was used as a refererfoe each type of sensors.

The DC measurement was described in Fi@ui2. At 350°C, the effect was found to
be meaningful. This temperature will be considered for all the tyg of samples the
temperature of the study DRIFT spectra in absorbance were recorded irs#imee time of
electrical measurement. The results for the typseakors (Au and Pt electrodes and without
electrodes) are shown in the FiguB€l8. Spectral features are different dependinghen

electrode nature used:

. Formation of CQ® (band at 2343 cif) is observed for each sensor.
In the Figure3-19. The peak area of the €fands is shown in function of the CO
concentration for gold and platinum. The CO coneersseems to be slightly
higher with gold. No enough concentration was dui the sample without

electrodes to compare with the others.
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Figure 3-19 : Change of the area of the Cg&band as a function of CO concentration

e General overview of the spectra in Fig@r&8 indicates that OH bands are less
affected with gold electrodes devices. On the eoptintermediates species
between 1800 and 900 &nare more present on such devices. Details analysis

is exposed hereatfter.

* For SnQ sensor with Pt electrodes and without electrodeshe OH-group
region, the positive band at 3666¢nand 3644cil prove the increase of
isolated group. Negative bands at 3611dms been observed and corresponds

to the decrease of isolated OH.

* OH reqgion analysis during the CO exposure for Adi Bhelectrodes.

OH region (4000-3000cm-1) is affected during the €@osure and as a function of the
working temperature.

In order to have a clear understanding, the stiidlyi® region is developed in this section.
Figure3-20 shows the spectra in the range of 4000 an@ 861 for the conventional sensor

provided by gold or platinum electrodes.
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Figure 3-20 : Spectra in absorbance between 4000 and 308@™ of the pt and au electrodes sensors

exposed to 250ppm of CO at 2different temperature#\s a reference spectrum in air directly before CO

exposure has been used.

* At low temperature, (200°C): for both sensors, llaeds at 3666, 3514 and
3480 cn decrease which means isolated OH-group (the wst) find rooted

group are eliminated or consumed.

e Atintermediate temperature elevated (300°C-350fit&):OH bands at 3666

and 3644 cii increase whereas the bands at 36T decreases. This increase

of the OH groups is observed for both sensors (#lRt electrodes) even if at

350°C for the gold the bands are not very intense.

* At temperature above 400°C: no band appears oppukseas; OH groups are

not modified in this range of temperature.
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Amount of absorbed species dependending on the@les nature

Carbonate and carboxylate species analysis:
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Figure 3-21 : Low wave number analysis DRIFT spectra of SB, sensors recorded at 350°@Qnder
250 ppm of CO. on top: (a) sensor without any eletdes, at the bottom (b) sensor with platinum
electrodes (c) sensor with gold electrodes. The spyim recorded before CO exposure was used as a
reference

It is assumed that the amount of intermediate sgedecrease with the increase of the
temperature. In fact, the stability of the internmagel species is function of the kinetic of the
CO conversion which depends also of the operatgngperature. On Figurg-21, for pure
SnG, sensors without any electrodes, no intermediateispas observed. On the platinum
electrodes devices some weak bands is observed562, 11330crit and 1439cni
corresponding to the carboxylate and the monoderttonate. The intensity of this bands
suggest that the amount of intermediate at theaserbf this sample is low and should be
consider as traces. On gold electrodes devicesintbasive bands at 1534 and 1314cm

attest a large amount of carboxylate present osuhace.
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« Kinetic of intermediates species (range 1800-908amaring CO exposure

DRIFT spectra at 300°C in absorbance during 2508@rexposure in dry air and link
to DC measurement are shown in FigB+22 for gold and platinum electrodes.
In DC measurement, it is shown that:
» Baseline resistance is higher for Platinum thail gol
* Sensor signal is higher for Platinum than gold
* The response time (95%)is quite similar aroundhtiraute
* The recovery time is shorter for Platinum electsode
In correlation with the resistance, a special giverhas to be taken to the formation of
the intermediate species at low waves number (18@DO0cnT). The absorbance spectra at
300°C is shown because the formation of band ish@siped and phenomena easy to follow.

With gold electrodes during FiguBe22 (a):
* The presence of G(s observed immediately in the first spectra (19mand
at 2345 crit.
« Formation of bands at 15439 and 1324'ctorresponding to the carboxylate
are the first intermediate created on the surfaben(n).
* With the time (30 min), the formation of the carlgtate is in equilibrium
« During this time, a new band at 1449 troorresponding to the carbonate
which was not clearly present before on the spextti®dmin is present.
when CO exposure is stopped, Fig@f22 (b)::
» Trace of CQis still visible after 15min but disappear after.
« Bands corresponding to caboxylate (1549-132%cdisappear quickly and are
not detectable after 15 min.
« The band at 1449 cin(monodentate carbonate) takes time to disappder A

2 hours, it is possible to identify it.

With platinum electrodes during the CO exposuraifé@-19 (a):
e The presence of G observed immediately in the first spectra (19min
* The intensity of the bands is quite weak is congoari with the sensor

provided with gold electrodes
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e After 15 min, three bands are identified. They assigned to carboxylate
(1550-1350 cnf) and carbonate (1449 ¢ This means that these species
appear at the same time.

* The intensity of all the bands increases with time.

When CO exposure is stopped Fig8r22 (b):
» After 15 min, only carbonate are still present,veres the band still present.

e After 30min, all bands disappear.
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Figure 3-22 : Resistance and DRIFT spectra versus time, meured at 300°C for Au and Pt electrodes
sensors: (a) the spectra under CO. (b) spectra rexed after the CO exposure.

108



Investigation of the surface reaction by DRIFT gs& and TPD

3.2.5.2.1.4 Humidity effect on CO sensing
It was important for us to complete the studiegpplying water in our system. If we

want to talk of real working condition we have & account of the humidity.

At 300°C, the response of pure Sn€ensor provided with gold electrodes and
platinum electrodes under CO in 10%RH is shownigufe 3-23. The simultaneously DRIFT

spectra experiment are shown in Fig@r24 for Platinum and Figur8-25 for Gold. The

performance for each type of sensors, in humidgyquite closer in term of electrical
response. At 300°C the signaly(R) is higher for Pt (26) than for gold (20) device
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Figure 3-23 : Response of sensors provided with gold elemtes (left) and platinum (right) at 300°C.

DRIFT experiments were also performed in the presef humidity. The results are

presented hereafter.

= With platinum electrodes:
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Figure 3-24 : Spectra in absorbance for Pt electrodes sewsexposed to CO at different temperature in
10% of humidity. As a reference, spectrum in air diectly before CO exposure has been used.

109



Investigation of the surface reaction by DRIFT gs& and TPD

Figure 3-24 shows the spectra for different temperatufébeo Pt electrodes sensors exposed
to 250 ppm CO in 10% RH. For all operating tempees, no band has been observed
excepted for the band of G@nd CO. No modification of the OH group has beleseoved in
this condition.

= With gold electrodes:
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Figure 3-25 : Spectra in absorbance for Au electrodes sasrsexposed of CO at different temperatures in
10% RH. As a reference spectrum in air directly befre CO exposure is used.

Figure3-25 shows the spectra for different temperatuféseoAu electrodes sensors exposed
to 250 ppm CO in 10% RH.

* The intermediate bands are present at elevatecetamope but not at 200°C

e The OH groups are modified during the CO exposure.

* No bands can be assigned at 200°C but when thestatope becomes superior
the bands can clearly be identified. At 300°C,lihad at 1466 cthhas been
observed which proves the formation of monoderdatbonate. The band at
1248 cn could be related to the water bending vibratiofi-ym®nounced in
this particular experiment. At 350°C the band a6t (broader than
normally) is still present.
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Not enough experiments have been complete, in htynid conclude on the influence
of the humidity. Nevertheless, these experimentsfico the difference of the surface
reactions on Pt sensors and Au sensors. Like imidryhe sensor with gold electrodes shows

more bands, in humidity, than the platinum one.

3.2.5.2.2 Summary of results with Conventional sensors

CO sensing investigated by DRIFT and DC measuresrfentsensors provided with two
types of electrodes: Au or Pt.

The higher sensitivity of the sensor provided whh electrodes is explained by the
different manner in which the conversion of CO t®,Qakes place. The differences are
illustrated by the different role of the reactiortermediates that indicates. In the case of Au
electrodes, the intermediate species block thegehareviously trapped on the,@n the
ionic CG;” and CQ. On the opposite, for Pt electrodes one cannatrgbsan increase of the
ionic intermediates, which suggest a very fast eosion from CO to desorbed G@ith the

freeing of the charge
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Figure 3-26 : The whole DRIFT spectra of mixed powder of Sn@metal particles exposed at 350°@ 250 ppm CO in dry air (-
Au particles,-Pt particles, -pure). The spectrum recorded before CO exposure was used a reference for each
type of sensors.

As we are not using a conventional method in DRIFWas important for us to
complete the studies of DRIFT on sensors by somererents performed directly on
powders. Three types of powders were used as dedan the chapter 2 § 2.1.1: Pure $nO
and mixed Sngeither with gold and platinum particles. For aniestsunderstanding, and due
to fact that the effect is manifest, only the réesat 350°C under 250ppm CO are shown in
Figure3-26:

* The three type of powders exhibit the &6rmation. This formation is

favoured on pure Srpowder.

* In OH region, different results can be pointed @ut.pure powder, this region
is still “insensitive” to the presence of CO. Fbetmixed Pt an increase of the
peak at 3666cthhas been observed, whereas a decrease of OH lgasueen
observed for the mixed Au powders. Results for tbggon are quite similar

the ones observed with sensors.
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* Some difference on carboxylate carbonate is present

Carbonate and carboxylate species analysis.
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Figure 3-27 : Low wave number analysis DRIFT spectra of SB, sensors recorded at 350°@Qnder
250 ppm of CO. on top: (a) pure powder, at the bottm (b) sensor with platinum particles and (c) gold
particles. The spectrum recorded before CO exposur&as used as a reference

Figure3-27 shows the spectra analysis obtained for pawate850°C. The amount of
intermediate species for all powders is in the saamge in term of intensity. Numerous
species are present at the surface. The band ohidhedentate carbonate (1439 9nis the
most intensive for all powders. The presence ofain@&u or Pt) enhances the formation of
the monodentate carbonate. In addition to the memiade, the formation of free carbonate
and carboxylate (ionic species) are present fosatiples. Free carbonate was not present on
sensors. Here, the morphology could explain then&bion of new species at the surface of
powders. Gold particles inside Sp@owder enhance the formations of intermediateiepec
With the presence of Pt particles, carboxylate fa@€el carbonate species are formed but they
are not stable, prove is the weak peaks at 15337 I3i' (CO,) 1585 cm(CO:%). In
comparison with the conventional sensors, only gsaesor provided with gold electrodes

exhibits strong bands for the carboxylate and ttieers only trace was observed for the
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others. The platinum reduces the presence at tiniaceuof the more ionic species

(carboxylate and free carbonate) which are noteatb

3.2.5.2.4 Summary of powder
It is important to note that on powders, besides ithermediates species identified on

sensors, new ones are present like free carbofaemay indicate the fact that the mixtures
between the tin oxide and the metal powders argadectly mimicking the situation of the
electrode/metal oxide contacts. This fact can l&teae to the different morphology (grain
size, agglomeration, etc) of the metal powders wtenpared to the thick film electrodes.
One should also note that the concentrations ofnoam(sensor/powders) intermediates are
higher because of the larger samples.

The most important finding, however, is that, sarly to the sensor situation; the presence of
Pt reduces the amount of intermediate species iedgdor the ionic ones.
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3.2.5.2.5 Mixed Sensor

The perturbation of the surrounding atmosphere of he DRIFT unit.

Due to a technical problem the mixed sample wardiastl with a new spectrometer where it
was not possible to have the vacuum around the DRifit (see section 3.2.2.1). So, the
atmosphere around the cell is composed of a flopuoé Nitrogen. Due to this atmosphere,
small amounts of water are present around the @élis, Bands of the surface water
stretching mode and bending are present on thededsingle channel spectra. These bands
hide the variation in the OH region. Figuse28 illustrate typical DRIFT spectra in single

channel in this condition.
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Figure 3-28: Single channel spectra of mixed gold (red) 83 sensor and mixed platinum (black) Sn@
sensor where water around the vibration of the surounding water are present.
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3.2.5.2.5.1 Without electrodes

Results under 250ppm CO at 350°C.
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Figure 3-29 : The whole DRIFT spectra of mixed powder ofSnO,.metal particles deposited on Alumina
substrate exposed at 350°@ 250 ppm CO in dry air (-Au particles,-Pt particles, -pure). The spectrum
recorded before CO exposure was used as a refererfoe each type of sensors

The results for the mixed sensors without electsdulé with heater are shown in
Figure3-29. No bands can be assigned at low wave nurGimdy.the bands of C£and CO
are assigned for all sensors. The CO conversiastplace but without any intermediate. For
all, modification in the OH regions has been obedrvhe increase of the band at 3666,

3640cm" and the decrease at 3611tnompared to the reference without CO are visible.

N
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3.2.5.2.5.2 With platinum electrodes i

DC measurements

Figure3-30 shows the resistance and the sensor signtilddroth types of sensor,
SnG, mixed either gold or with platinum. The mixed pawdvas screen printing on the top of

alumina substrate provide with platinum electrodied heater in the backside.
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Figure 3-30 : Resistance and sensor signal dependence ba €O concentration in dry air at 350°C
sensors working temperature. Sensor provided with latinum (Pt) electrodes and gold electrodes (Au)

As follow, the characteristic are:

» Identical performance is observed for both typesioded SnQ based sensors.
« The baseline resistance for sensor contain Platimixad sensitive layer is

little higher than mixed Gold sensor.

* The sensor signal (RO/R) is nearly the same. Riatidevice is slightly higher
than gold.

Figure 3-31 shows the spectra of the mixed gold and migp&dinum in absorbance
representation recorded in the same time of thetredal measurement.
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Figure 3-31: The whole DRIFT spectra of mixed powder of Sn@metal particles deposited on Alumina
substrate provided with Pt electrodes exposed at 8%C to 250 ppm CO in dry air (-Au particles,-Pt

particles, -pure). The spectrum recorded before CO exposure wassed as a reference for each type of
sensors
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. The band of C@is present for each sensor. In Fig@r82, the peak area of the €O
bands is plotted as a function of CO concentratdinlow CO concentration, the
amount of CO in the pores of the layer is the stonéoth types of sensors. At higher
CO concentration, a higher G@oncentration is observed for mixed Pt sensor.
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Figure 3-32: CO, bands area analysis.

. At low wave number, the same shape of the curvebserved for the both type of
sensors; only the band corresponding to the catbayecies can be easily assigned.
The spectra of metal mixed sensors provided wigipphm electrodes is quite similar to
the spectra obtained with pure Sn€ensor provided with Pt electrodes. The effect of
the nature of the electrode is dominant in regardhie influence of metal inside
sensitive layer.

. In the OH group region, the increase of the bar@b&6cnt and 3641cil is observed.

3.2.5.2.6 Summary of the mixed powder on alumina substrate

With the mixed powders layer on alumina substratth ihe heater and without
electrodes, the idea was to increase the electismiestive layer contact and enhance the
phenomena.

The experiments reveal that the behaviour of egph bf sensor (Pure, mixed gold
and mixed platinum) is the same (Fig®29.) without electrodes. At low wave number, no
bands appeared but @Band was present and proved that reaction toalema the surface.
The non-existence of intermediate bands provethigatorphology or/and the specific area of
the sensitive layer are important for the “stapibf the intermediate species” on the surface

of the sensor. The catalytic role played by theainstperhaps more active.
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The same sensitive layer (mixed gold and mixedrlat) was used and deposited on
alumina substrate provide with platinum electrodesrecorded the resistance. In this
configuration, intermediate species appears atsthitace of sensors. In fact, at low wave
number, the band of the monodentate carbonate epdee result proves that the electrodes
are important for the presence of intermediate ispe®RIFT spectra of mixed powders
deposited on platinum electrodes is close to théFDRspectra of pure SnQdeposited on
platinum electrodes. It is interesting to point thet electrodes manage the surface species.
The influence of the electrodes is predominantorble of metal dispersed in Sh@Vhen
platinum electrodes are present, similar resistéiasebeen observed by DC measurement for
both mixed sensors. The species at the surfacalsoethe same, which explain why the

resistance is equivalent.
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3.2.6 DRIFT summary

The experimental spectroscopic studies of thaugmite of the electrodes on the CO
sensing provide many useful outcomes that allowaftetter understanding of the electrical
findings.

By using DC measurements, it was found that thellves the sensor signal and its
kinetic are affected by the nature of the electsode

In the DRIFT studies, 4 types of samples (conweew, powders, mixed without
electrodes, mixed with electrodes) have been sdudied most of our experiments were
performed at 350°C; the reason is this temperahealifference were the most pronounced.
The results from the DRIFT spectroscopy confirm thgportance of the nature of the
electrodes in gas detection. It was demonstratatithie chemistry of the CO pathways to
form CG, is modified by the nature of the electrodes/met®d. In dry air or humid, the
selection of the nature of the metal was showndadified the surface species. The electrodes
share to the gas detection is manifest.

CO reacts with ionosorbed oxygen (literature aritbdong TPD experiments) and
forms mainly two kind of intermediate species casdate and free carbonatengre ionic
and non stablg and carbonatel€ss ionic and more stableon its way to conversion to GO
The higher sensitivity of sensor provided by platin electrodes can be explained by an
increase of the CO to GQronversion rate. This is demonstrated by the loamaount of
intermediate species visible on absorbance spéatrall samples in which platinum was
present as electrodes, due to the capability dinpllan to speed up the reaction. The low
sensitivity of the gold electrode sample is du¢hi fact that during the conversion to £0
the intermediates are playing a more important, rties means that especially the ionic
species like carboxylate and non-coordinated catasapreviously localised on the oxygen
ion- will be allowed to block the charge longer.eltharge will still be blocked at the surface,
no more as Obut as e.g. C& Consequently, the sensor effect-change or ressta is
blocked even if the reaction between CO andl@ady took place.

The contrast between gold and platinum is alsorgbgein the reaction kinetics. For
gold, carboxylate are formed first and, after sdime, the peak of the carbonates appears. On
the opposite, for platinum the bands of carbonatd aarboxylate are simultaneously
appearing. In fact platinum presence helps to ebte the carboxylate, so free sites are
becoming available and can be easily occupied &yg#inbonates. This effect was even clearer

for powders where the platinum helps to eliminagrboxylate and non-coordinated
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carbonates which are more ionic but preserve a bandarbonate which is not ionic. Gold
enhances the formation of the carboxylate and tba-aoordinated carbonates. The
consequence on the performance of the sensordgraviThe stability of ionic intermediate
species at the surface demonstrated by their higbacentration on sensors with gold
electrodes keeps the charge at the surface. Watlnpim the system converts quickly CO into
CO, and desorbs it. So, the charge is released ietodhduction bands.

Every time platinum is employed, the amount of acef species is quite low and the
response is high. The background absorption le¥ehe spectrum increases due to the
increase of the free carrier density. This effeaghore also important in the case of platinum.

To understand the complete story of the effechefdlectrode another technique has to
be used in order to get more information. The rpatt is devoted to the thermodesorption

experiments
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3.3 Thermodesorption (TPD)
3.3.1 Generalities

There are a range of techniques for studying serfaactions and molecular adsorption
on surfaces which utilise temperature-programmangliscriminate between processes with
different activation parameters. Among these ottes,most useful for powders studies is
Temperature Programmed Desorption (TPD).

When the technique is applied to a system in wthehadsorption process is, at least in part,
irreversible, and wheii-programming leads to surface reactions, thentdabnique is often
known as Temperature Programmed Reaction Specphp$t@RS)

However, there is no substantive difference betweBRS and TPD. TPD is a powerful
method to study the species absorption on solices@hspecies are characterised by their
chemical nature and the binding energy with thedmnt material. Ed is the energy required
to break the bond between the species and thecsuly heating the sample, the energy Ed

is supplied. The species are removed from the seiidad analysed by a mass spectrometer.

3.3.1.1 The Desorption Process

An adsorbed species present on a surface at lopet@tures may stay almost indefinitely in
that state. As the temperature of the substratadsorbent) is increased, however, there will
come a point at which the thermal energy of theodmd species is such that one of several

things may occur:

1. A molecular species may decompose to yield eithsegus products or other surface
species.

2. An atomic adsorbate may react with the substrayeetd a specific surface
compound, or diffuse into the bulk of the undertysolid.

3. The species may desorb from the surface and rettonhe gas phase.

The last of these options is the desorption prodadbe absence of decomposition, the
desorbing species will generally be the same aertiks originally adsorbed , but this is not

necessarily always the case.
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(An example is found in the adsorption of some lalk&tals on metallic substrates exhibiting
a high work function where, at low coverages, tesaibing species is the alkali metal ion as
opposed to the neutral atom. Other examples wowldde certain isomerisation reactions.)

3.3.1.2 Desorption Kinetics

The rate of desorptiomyes, Of an adsorbate from a surface can be expressée general
form :

Rges= k N* where X - kinetic order of desorption
k - rate constant for the desorption process
N - surface concentration of adsorbed species

The order of desorption can usually be predictexhbse it concerns atementary stepf a
"reaction”. Here are few examples

|. Atomic or Simple Molecular Desorption

A@ds) » Ag)
M@ds) = M)

- Usually is a first order process (ixe= 1).

Examples
W / CUgags) - W)+ Cu(g ( desorption of Cu atoms from a W surface )
Cu/ CQads) » Cu)+ CO ( desorption of CO molecules from a Cu surface)

Il. Recombinative Molecular Desorption

2 Ads) ~ A2(g)
- Will usually be a second order process {.e.2).

Examples
Pt/ Ouads) —» Pt Oz (g) ; desorption of O atoms as @om a Pt surface
Ni/ H@ads) = Ni)+ Hz (g , desorption of H atoms as ftom a Ni surface

The rate constant for the desorption process maxperessed in an ArRHenius form,
kaes= A exp ( %/ RT)
Where E.28is the activation energy for desorption ,

A is the pre-exponential factor; this can also hesmtered to be the "attempt
frequency"y , to overcome the barrier to desorption.

Then, the following general expression for the dtdesorption is obtained:
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_Edes ’
R, =—dﬁ;ér= V.Nx.exp[ GAT]

In the particular case of simple molecular adsorptthe pre-exponential/frequency factey (

may also be equated with the frequency of vibratibthe bond between the molecule and
substrate; this is because every time this bostteésched during the course of a vibrational

cycle can be considered as an attempt to breabkaihe and hence an attempt of desorption.

The rate of desorption of a surface species wiljeneral be given by an expression of the

form:

R..=V.N" exp(R% (1)
Where
Rues- desorption rate (= Midt )
x - Kinetic order of desorption (typically 0ot 2)

E.2®S- activation energy for desorption

In a temperature programmed desorption experimenthich the temperature is increased

linearly with time from some initial temperatufg then:
T=To+Bt and dT =p.dt 2

The intensity of the desorption signal, | (T), i®portional to the rate at which the surface
concentration of adsorbed species is decreasing.iglobtained by combining (1) and (2) to

give

| (T)oo —

dN _ UN¥ - EX*
- 3)

ex
dT g RT

This problem may also be considered in a ratheplsstic graphical way -the key to this is to
recognise that the expression for the desorptigmesigiven in the above equation is basically
a product of a coverage term’(NwhereN depends oif) and an exponential term (involving
bothE; andT ).
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Initially, at low temperature€, >> RT and the exponential term is vanishingly small.
However, as the temperature is increased this b&gmns to increase very rapidly when the

value ofRT approaches that of the activation enegjy,

X
expl—Ea-RT) J,"
Signal /
Factors i/

HIT)

o~
-
—

Temp (T)

Figure 3-33: lllustration of the evolution desorption sigral

By contrast, the pre-exponential term is dependpoh the coverag®(T), at the concerned
temperature - this term will remain at the initi@lue until the desorption rate becomes of
significance, as a result of the increasing expbakterm. Thereatfter, it will decrease ever
more rapidly until the coverage is reduced to zd@rbe shaded area is an approximate
representation of the product of these two funestioand hence also an approximate
representation for the desorption signal itself Rilst this illustration may be overly
simplistic, it does clearly show why the desorptiprocess gives rise to a well-defined
desorption peak.

3.3.1.3 Case of Molecular adsorption

In this case the desorption kinetics will usuakyflvst order (i.ex = 1)

The maximum desorption signal in the I(T) tracelwlccur when (0 / dTI) = 0,

il:ﬂ exp{_ E:esj:I =0, (4)
dT| B RT

Hence, remembering that the surface coverage chamgfetemperature i.& = N(T),
_ pdes _

Eaz-ﬂ.ex Ea |4 Y oy —Ee .d—NZO, (5)

RT® B RT £ RT, ) dT
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We have substituted.Bor E.2**purely for clarity of presentation and defined tamperature

at which the desorption maximum occurs tolbeT, (thepeak temperatuje

Substituting for &l/dT from eqgn. (5) then gives

R I
g RT? B RT, RT,

The solution is given by setting the expressiosgnare brackets to be equal to zero, i.e.

-E, _v -E,
S =—exX RT =0, (7)
RTIO 4 o

Unfortunately, this equation cannot be re-arranigedive a simple expression ®f but we

can note that:

« As ES® (the activation energy for desorption) increaghen soT, (the peak
temperature) increases.

» The peak temperature is not dependent upon, anseqaently does not change
with, the initial coverage\i=o .

* The shape of the peak desorption will tend to bgmasetric, with the signal

decreasing rapidly after the desorption maximum.

3.3.1.4 Experimental method to calculate Ea and

For the first order desorption kinetics (most of ttase), it is possible to determinand Ea

from the shift of the temperatufel from T; and T, when the temperature rgiechange from
B2 andps.

5. Y exp = E,

R 4, | RT, ®)
5 Y exp = E,
RTZ 5, '\ RT, ®)
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T By ~Ea[ T~y _

T,= T1+AT, one obtains expression (11)

2
T2 14 20T . A'I'2
T T ) B d=E|_aT
le ﬁl R T2 1+£
1 T )

1

If we consider that H>>AT, we have the expression of Ea

2
E, = RT, log A, (12)
AT B
Then the value of is derived from equation (8)
BE, —E,
U=——6exXp —

(11)

Hence, by performing two experiments with differéetating ratel, andp; and measuring

the maximum desorption temperatureahd T, it is possible to calculate Ea and

3.3.2 Experimental set up of TPD

For TPD measurements, both pure $@a@d Sn@ mixed with Au and Pt particles were

used in the form of powder. They were prepared &kpaste for a sensor and annealed at

700°C. Tin dioxide powder used in the experimenés Whe same commercial powder used

for sensors. Adsorption gases, oxygen (99,99%) @6d were supplied by Air Liquide

(France). For the TPD measurements, 30mg of,$o@der was packed in a quartz chamber.
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Figure3-34 shows the set up of the TPD experiment. E&iD flun consisted in the following

process (called “regular process”):

-Sample pre-treatment at 900°C under vacuum taalpahe surface of the powder.

-gas adsorption is done at the required temperdiuderring a certain time t.
Example: Q adsorbed at 500°C during 30 min
-The vacuum is done at the temperatugeaid immediately the sample is quenched to

the room temperature (RT).

-Finally TPD run is launched at a heating rate @min from room temperature (RT)
to 900°C and the desorption is monitored by a BARBEEQMG 112 quadrupole mass
spectrometer (Figuré-34)

Device description

Pressure gauges Valves

Data
acquisition
system

Mass
spectrometer

Backing pump

Figure 3-34: set up ofTemperature Programmed Desorption
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lon generation by lon separation according lon detection
electron collision ionization to the m/e ratio in the ion detector
in the ion source in the rod system

lon optics

% Formation space to} X
Filament
(U+Veosun)
|—o0

Figure 3-35 : A schematic of a quadrupole analyser of themass spectrometer
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3.3.3 Results and discussion

3.3.3.1 Adsorption of oxygen

3.3.3.1.1 On pure SnO,

| — RT_O2 100 mbar O, exposure y 0
6.0x10°4—— 100C_02 during 30 min -y 4-0x10™
—— 300C_02 B ‘

5 0x10"° - 400_02 /
|——500C ’ — 3.0x10™

4.0x10™

3.0x10™%° 4 i ;2 ‘ M 2.0x10™

UA
Q

-10 _|
2.0x10 - 1.0x10™ <

U.A for room temperature

1.0x10°4 -

0.0

0 200 400 600 800
Temperature (C)

Figure 3-36: TPD thermogram(mass 32) after 100 mbar @exposure at different temperature. The scale for th
dash curve (at RT) is in the right side.

For most application, the aim of sensor is to deteme traces of pollution in ambient
atmosphere or at least in the presence of oxygeés cbnvenient to describe first the thermal
desorption of oxygen from pure Sp@owder. In Figure3-36, the TPD thermogram after
oxygen exposure is reported. SnPowder was exposed to 100mBar of & different
temperature from RT to 500°C during 30min. Depegdim the exposure temperature, 5
kinds of adsorbed oxygen species can be charastiefiam TPD experiments. Each oxygen
species have a specific behaviour. Oxygen frombthike Lattice (Q) is always present and
independent on the temperature exposure. Its desogpart around 880°C. We noteditin
our notation. Thety; anda, species which desorbs in the range 80-200°C dyepoasent for
exposure at room temperatufe.andy species are formed if the exposure temperature is
above 100°Cduring a long period. Time exposuretantperature control the intensity of the
peaks. For specief,andy, an exposure at 500°C, peak intensity is maxikatording to the
literature (in chapter 1) on TPD [150], EPR, DRIRNhd to the relation between the

temperature and the Activation energy of desorp{ng 12), the bond between the oxygen
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species and the Spa@hould be weak at low temperature. It is posdiblassign the different
peak to a specific oxygen species as follayw(80°C, Q) anda, (150°C, Q) B (450-600°C,
often centred at 550°C, Qy (around 730°C, surface) and (above 800°C, Quk), where
the temperature and species noted in parenthesksate the approximate maximum
desorption temperature 4Y and the corresponding adsorbed oxygen species fdllowing

table summarized the oxygen species at the suofgquere SnQ

Table 3-2 : Oxygen species at the surface of SpO

Oxygen
Name form Temperature range () Tm(T)
a 0-0O» 80
a 0-0,- 120-200 150
B 0-0O- 450-600 550
Y OOX(OL)+ (0} 730
0 OL(bulk) 880

A simply mechanism can explained the formationhef dxygen species. Our starting point is

the oxygen in the gas phase the process can lod@s:f

physisorption
O, (gas) +o -0, o1
4_
- —> -
0-O,+ € — o-0O, (V%)
- — > .
O, +26+2 +——— 26-0 B
Or 0-O,+e + o — 25-0O
- - .. _> X
c-O +e+V, <+— Op+ 0 Y

Wheregc is an adsorption site.
V, " and Oy represents respectively an oxygen vacancy andtiaelaixygen using Kroger
Vink notation (Q*=0,)

More the adsorption temperature increase, moreaxggecies become ionic and thus
strongly bond. Depending on the working temperateaeh species can be also more or less
present at the surface of Sn®or example, closer the temperature is to 200fCraore the
O; is dominant but Os also present
At elevated temperature, i.e. at temperature sop&si 100°C but inferior to 600°C, onfy

andy desorption peak are observable. Figsu&7 (a) and (b) shows the dependencies of the
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Og peak and @ as a function of the temperature exposure angriesure. For an exposure
over 600°C the @desorption peak does not appear which confirmis@h& not stable over
this temperature whereasis stable. Secondly, at fixed temperature (5007C}the Figure
3-38(b), by increasing the adsorption pressurdr{ 1mbar to 500mbar the intensity of the
Op peak increases. Figui@38(c) shows that the increase of €pecies versus pressure
follows a logarithmic law. For theyQpeak, the intensity is constant with the riserefsgure.
These results prove that thee @ome from the oxygen lattice of the surface begaus
the level is independent to pressure but the qiyaotiOy is definite. It is why a maximum
can be observed. ForOThe influence of oxygen pressure proves that \aeeha

chemisorption of oxygen at the surface. This cherptson, in this condition, form thegO

., Exposure at 100 mBar, 30min exposure at 500C, 30min
2040 =T @ Y 3 —1mbar ()
4+——600T ‘ 1.5x10%° —<---- 10 mbar Y
10 fp——500<  Na | 100 mbar
7 107 400c 3 -~ 300 mbar
=) 4+——300C 2 P 500mBar
> o 2 10x10™ —
2 101071 100C 2
[] <] -1
E +--- Ref £
5.0x10™ 5.0¢107 :
J S /,
OO ] I ] I ] I ] I OO L] I L] I L] I L] I
0 200 400 600 800 0 200 400 600 800
Temperature(T) Temperature(C)
10 — . . [ |
: OB peak intensity e
o ] /
2~ ] [
© 7 /
—
= 4
z u (©)
2]
c -
]
£
500,30 min
1 _““l_'_m“mm'_mr
1 10 100

Pressure (mbar)

Figure 3-37: TPD thermogram (m/z= 32) after exposure at fflerent temperature (a), at different pressure
(b), and the relation between the height of the ppeak and the pressure (c).
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Comment about the ionisation fragment of O

In the experiments, masses 32 and 16 were followed. Mass 16 is tha fregment
of mass 32. The prove is shown in the Figgu@8, for 100 mbar exposure at 500°C the shape
between the mass 32 and the mass 16 is the sanietdnsity is less for the mass 16. It is

why we prefer to show the mass 32

100mbar O, exposed at 500°C

.0x10™"
—m=—masse 16 (500°C)

0x10™ = —e— masse 32 (500°C)

8
7
6.0x10™"
= 5.0x10™" ¢} P
=) 11 ;’.’ ®
< 4.0x10 / ¥
% 3.0x10™ f\\j‘
(O]
= 2.0x10™ I ¥
1.0x10™ S

0 200 400 600 800 1000

Temperature (°C)

Figure 3-38 : TPD thermogramfor the mass 16 and 32, aftekO0Ombar O, exposure at 500°C.

3.3.3.1.1.1 Energy of desorption and frequency factor

A way to confirm the nature of oxygen species icatculate the desorption energy
E.%) According to the experimental method (detailed3i8.1.4) and considering that
desorption process is a first order, we can estir&at*andv. Figure3-39 shows the results
obtain with three different heating rate 10, 20780min. It can be seen that according to the
desorption theory almost all peaks are shifted tdevdnigh temperature if the heating rate

increase (table 3-1)
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6.0x10™ - — —
adsorption at 500C . O
1100mbar oxygen P My
5.0x10"° o during 15min ‘O i
P L
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< —
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|
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Figure 3-39 : TPD thermogram (mass 32) after 100mbar @exposure at 500°C during 15min,for different heatig
rate.

One problem is observed for the peak corresportdii@ at 10°C/min. the temperature of
this peak is higher than expected. So the calonatre made with experiments at 20 and
30°C/min. measured value are reported in the Tad3e

Table 3-3 : Temperature of the maximum desorption for eals type of oxygen species gand Oy

B (heating rate) Top(T) Toy(C)
B1 10C/min 598 759
B2 20C/min 587 771
B3 30C/min 625 792

AT=T,-Ty 38 21

The value of Ea and calculated thanks to expression (12) and (13)rteddereatfter are
indicate in the Tabl&-4.

RTZ des
E:esz—zln& And uz'BEa2 .
AT RT, RT,

2

* The values 25kJ/mol for {3pecies and 75kJ/mol for, Epecies are in the range of
chemisorption energies which means that thereteoegy bonded to the surface.

« The weaker value of £ (Op) indicates the relative facility of these spedies
react with other compounds.

Table 3-4 : value of Ea andv for Og and Oy oxygen species

T,(K) E ."%(j/mol) u(s™)
Tog 860 28495 54
Toy 1044 75985 41243

134



Investigation of the surface reaction by DRIFT gs& and TPD

3.3.3.1.1.2 Relation between water, hydroxyl and oxygen on pur&nG,

With the aim of going deeper in the relation of geg with Sn@, using the TPD
technique, the influence of the oxygen with wated/ar the hydroxyl groups was followed.
Most metal oxides are covered with hydroxyl groupger normal condition which means in
ambiant atmosphere. Since surface hydroxyl groepss to have a great influence on the
physical and chemical properties of metal oxiddagay, it is important to have informations
on the adsorbed state of water on the surfacehdmtevious section, the formation of the
oxygen species at the surface of the Sh&s been described. It was found that the creafion
oxygen species depends on temperature. In thioseab water vapour has been introduced

but there is a certain amount of water and hydrgxgup at the surface of Sp@oming from
time where the sample was in atmosphere. It is gigfigult to remove water because a small
amount is introduced during the oxygen exposureirgritom the bottle and pipes. We have
found a strong relation between the oxygen spd&agesnd the formation of a new OH group.
Figure3-40 shows the TPD thermogramfor the mass 17, #i828mssigned to OH,,B® and
O, after adsorption of 200mBar oxygen at 500°C ar@f60

3.0x10™

] 600C — Mass 17
N 4 —— Mass 18
2.0x10™ 3
B N\ Oy Mass 32
> 2 /
1.0x10™ -
0.0
3.0x10™
2.0x10™
<
>

1.0x10™

0.0

0 200 400 600 800 1000
Tempeature(T)

Figure 3-40 : TPD thermogram of water (mass 18), hydroxylmass 17) and oxygen (mass 32) after
adsorption of oxygen at 500°C and 60

After adsorption of oxygen at 600°C, four wateratesion peak appeared: (1) 150°C-
175°C; (2) 200°C, (3) 286-305°C, (4) 375-385°C. Manithors ¥, Hand T, Eg,Jstudied the
adsorption of water vapour and found two broad petle first one centred at 150°C, and the

second one centred at 400°C. They attributed teegdeak to the water molecular desorption
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and the second to hydroxyl groups. In our caseag already mentioned that the amount of
water is quite low. Based on the results of thasthas, the four desorption peak in the
present case can be also divided in two groupsfitbe group contains only the peak 1
corresponding to water molecule which is entiredgarbed at 175°C and the others peaks 2,
3, 4 which correspond to three different sitesyafrbxyl group adsorbed. Usually these peaks
cannot be identified when water vapour is expossthbse of the highest level of water; in
such condition, only the presence of broad peakbgerved. One should remind that water
observed here results only from water pre-adsometinosphere before using our sample. It
puts in light that molecular water (weak peak néah be considered as almost completely
removed after the cleaning process whereas hydmpodps are still present and strongly
bonded to the surface. The maximum temperatureenmove the entire hydroxyl group is
around 450°C-500°C. It is assumed that hydroxylpgsocan affect the conductivity of SHO
but water molecule is considered to have a smdlllence on it. Temperatures of the
maximum (T,,) desorption are given in a range roughly importhure to the fact that,l'can
shift in function of the molecule surrounding ahd possibility to form hydrogen bond.

In the second experiment where oxygen has beeadsarbed to 500°C, a new band
centred at 550°C appears. This new hydroxyl spsctrrelated to the presence of oxygen
Og specie. Effectively, at 600°C, the peakwasn’t present as well as the OH peak at 550°C.

A direct reaction between @) and HO can be suggested to explain this relation:

H,O +6-O+0 <> 206-OH+ 1€

Thus, desorption of-OH species will lead to simultaneous emission ptew vapour
(n/e=18) and @(c-O)

By DRIFT, D. Koziej [151] have demonstrated theatigin between oxygen
concentration and the increase of a hydroxyl basdshown in Figur&-41. The band at
3640cm® suggests an increase of the hydroxyl group wherOstconcentration is increased.
TPD measurements complete this observation andoats@ direct link between oxygen and
hydroxyl group formation. The relation between themations of OH group in the presence
of O (Gg) is also important and should be taken in accdanexplain some detection
mechanism of SnOwith a reducing gas. If a reducing gas (CO) issen¢, a possible
competition can take place between the reactiameformation of Hydroxyl group and the
reaction with the reducing gas.
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Figure 3-41 :Changes of the band bending (a) and the resgteve single channel DRIFT spectra (b) of
the tin dioxide sensor (U500Y) exposed to oxygen-&0 ppm, b-2000 ppm, c-5000 ppm, d - 10000
ppm, e - 50000 ppm at 40@ and at constant humidity level (3 ppm)[150].

3.3.3.1.1.3 Isotope exchange investigation
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Figure 3-42 : TPD thermogram after exposure To ¢F,at 500°C. TPD thermogram with O, exposure is
used as reference. a) m/e=32 b) m/e=34 c) m/e=36
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0,'® exchange isotope was conducted in order to valitte ionosorption of the O
specie. During the isotope exchange the signals B4 (0°0"), m/z= 36 (G%) was
followed in addition to m/z= 32 (). Figure3-42 illustrated the results obtained for al!;O
exposure at 500°C. In the same figure th& @xposure at 500°C is plotted to compare both
effects. As already mentioned, wheh®Qs adsorbed at elevated temperature and especially
at 500°C, two main bands appeag: (650°C) and Q(760°C) No bands appears for m/z=34
and m/z=36 which is logic as ne®was present.

When, the sample is exposed tgOthe Qand Q peaks are observed for all signals m/z=32,
34, 36. For m/z=32 (Figurg-42 (a)), the comparison of signals measured aftposure to
0,"® and 3% shows that the intensity of;@O-) peak is strongly decreased in the case,tf O
exposure, whereas, @0O.) peaks, intensity is only slightly decreased.
For m/z=34 (Figureg-42 (b)) and (Figur8-42 (c), it can be seen that the relative intgnsit
Og (O-) peak increases comparably to the one,diGY) peaks.
These results indicate that:

o O is still present in our experiment, even in theecaf Q™ exposure because

m/z=32 signal remains significant in this condition
0 Op (O-) species mainly issued from previous absompfiom gas surrounding the

sample during exposure treatment according toiceapteviously written:
0,%+ 2e- +3 > 26-0' (formation Q)

o On the contrary, O(O,) species which are desorbed are mainly constitinted the

oxygen of SnQlattice, thus of isotope ®
20p"> 2Vo + O, +2€ (formation Q)
o But, O,'® can be incorporated in the lattice, @s peak m/z=34 and m/z=36 are
significant. This incorporation during exposure pstean occur from reaction

previously reported, but fromgO

-0 +Vy +6> 0% +6
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3.3.3.1.2 Adsorption of oxygen on SnO, With metal addition

10
]1500C
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Figure 3-43 : TPD thermograms of oxygen for Pure Sn@powder, Au+ SnQ, powder and Pt+ SnQ
powder after the adsorption of 100mbar oxygen at SI°C.

The TPD thermograms of Oxygen desorption with th&,Snixed with noble metal
are shown in Figur&-43. In comparison with pure SpQhe desorption of oxygen with Au
mixed SnQ@ exhibits almost the same peak at 550°G),(360°C (Q), and a gradual
desorption of oxygen after 800°C. The interactibxygen with the powder Pt mixed SnO
is quite different from pure and gold mixed powddrsfact, desorption of the first oxygen
species (@) for gold mixed or pure SnGstarts at 460°C while starts at 510°C for the Pt
mixed powder. Two peaks are present for both Auechiand pure Snpowders whereas
only one peak in the neighbourhood of 705 °C is@néfor Pt mixed Sn{powder. a gradual
desorption is observed in all cases corresponditigeod; desorption.

From the point of view of the adsorption and deBorp processes of oxygen, in
regards to the nature of the metal, it is obviooat tplatinum affects the process. The
desorption temperature and the shape of the pegestia stronger bonds between platinum

and oxygen species.
The catalytic role of the platinum is known forang time even if the mechanism is

not obvious. Two mechanisms are known: “the spifiraeffect” and “the “electronic effect”.

The absence of visible desorption suggest thab#ygen prefers adsorbed directly on the

platinum.
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3.3.3.1.2.1 Effect of the adsorption temperature

To have a clear overview of the effect of the méiapersed in SnO2 on the oxygen
desorption, TPD measurements were done from diffammperatures of gas exposure from
room temperature (RT) to 600°C. The process wasdhee as the one used with pure $nO
After cleaning the surface, 100mBar of pure oxygas exposed to the sample (mixed gold
or mixed platinum) at the required temperature rdpuB0min. Then, the sample is quenched

to RT and the TPD program is running. The resuksshown in Figur&-44

4.0x107 - L0x10"
—u—RT_Au Gold mixed powder -m—RT Mixed Platinum
—e—100C_Au 100 mBar oxygen exposed during 30min —®—100C 100 mBar oxygen exposed during 30min
200C_Au . 200C
sox1074 Y~ 300C_Au 8.0x10° 4 —y— 300C
: 400C_Au 400 f“'“\
<~ 500C_Au ﬁ« |<— 500C §
600C_Au o 4 ] 6.0x10° - &
LY iF g
< 2.0x107 ! o ol 3
3 & 4 3 o iFH
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h [
v 4 i
.
o M - ' oo /.
200 400 600 800 1000 0 200 400 600 800 1000
Temperature (T)

Temperature (T)

Figure 3-44 : Thermogram of the desorption of @ (m/z=32) after 100mBar exposure at different
temperature for gold and platinum

+ .Gg and Oy species.
With gold patrticles inside the SaQhe result is quite comparable to pure tin diexid

At 300°C, the peak corresponding tq@ &d Q desorption appear. With the increase of
the temperature the intensity of the peaks increase600°C the formation of thepQs
not possible, as already discovered with pure SitOcase of platinum particles added to
the SnQ, the behaviour is not the same. The formation pfstarted at 400°C and the
maximum desorption temperature (Tm) is shifted. phesence of the peak ofy@ not

real clear. It seems that only one species is ptese
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Figure 3-45 : Thermogramm of the desorption of @ after 100mBar exposure at different temperature fo
gold and platinum

Put in together the thermogram from gold and platinsamples reveals that the
intensity is quite different. For platinum, on ohand the signal intensities are weaker and
other hand the temperature of the maximum desarpgo40°C higher than that of gold
sample. The difference of the maximum desorptiomperature means simply that oxygen is
better bond in the case of platinum than gold.
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Figure 3-46 : Fit of the oxygen thermogram for an adsorptin at RT for (a) pure, (b) ShG+Au and (c)
SnO,+Pt

The presence of the metal has an important efie¢he adsorption of the oxygen species at

room temperature (RT). On FiguBe46, the thermograms are focused on the range Rdm
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to 300°C, when 100mBar of oxygen is adsorbed adRiing 30min, for the three types of
powders. If the pure SnQs considered as the reference the presence ahéi@ modified
the adsorption of the oxygen. In presence of gtild, weak bond species is favoured
whereas the platinum favours high bond spegieé\s a function of the nature of the metal, a

predominance of oxygen species exist.

3.3.3.1.2.2 Influence of adsorption oxygen partial pressure

At an exposure temperature of 500°C, the influesicthe adsorption oxygen partial

pressure of oxygen exposed to the sample was atheEkgure3-47 shows the result. Gold
samples seem to be less affected by the pressdrelesorbed usually the same quantity

whereas for the platinum ones the intensity of@gspecies s increases with pressure.
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Figure 3-47 : Thermogram of the desorption of Q@ after oxygen exposure at 500°C at different presse
for gold and platinum

3.3.3.1.3 Summary of oxygen adsorption results

TPD thermograms of oxygen desorption from pure So@nsist of 5 peaks: @
(80°C, Q) and @, (150°C, Q) Op (450-600°C, often centred at 550°C),3Dy (around
730°C, Q ands (above 800°C, Quk).. With platinum, the ©(O) speciess less significant
its maximum desorption temperature is at a higkemperature. With Au, the situation is

unchanged compared to pure $SnO
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3.3.3.2 Variation of oxygen desorption with coadsorption ofreducing
gas.

3.3.3.2.1 With pure SnO,

Direct reaction.

Indeed, what happen for our system if a reducingigantroduced? To observe the
relation between oxygen and a reducing gas theviiallg process was done. The sample was
kept under 100mbar oxygen atmosphere at 400°C gld@min and a reducing gas, carbon
monoxide or methane, has been introduced during gleoiod. Then, the “regular process”
has been used. As reference the TPD thermogranowtigmy reducing gas adsorption has
been taken, which exhibit a peak at 550°G) (@ a reducing gas is adsorbed, the g@ak
disappears totally, see Figu®48. With CO (300ppm) the effect is faster than,CH
(1000ppm), after 5 min the peak (which means thexisg) disappears. Most people [152]
have suggested a direct reaction with reducingagaschemisorbed oxygen but it was never
really proved until now, using TPD measurementsavoid any other effect (desorption of
these species due to the temperature in vacuumxeonple) a neutral gas (Argon) has been
also introduced after the oxygen. The result witlygh is also shown in figure 6. The; O
peak is still present after the argon exposures Tdst result proves a real reaction between
reducing gas (CO or CjHand ionosorbed oxygen. The reaction can be writte

CO+0-O>CO,+0c+¢€

5.0x10™"
—®— no gas adsorpted

1--0--- 100mbar Argon (30min) n
100mbar CO (5 min) P2 ]
4.0x10™ =~ 100mbar CH, (30 min) o)

3.0x10™

2.0x10™

O, desorption rate [u.a]

1.0x10™

0 200 400 600 800 1000
Temperature C

Figure 3-48 : TPD chromatograms of oxygen desorption (m/=82)
in function of the gas co-adsorbed at 500°C after@Dmbar oxygen adsorption On pure SnQ
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Consequences and product.

In the previous section, a relation betweep gpecies and the formation of new
hydroxyl species has been proved. It is interesinipquire the consequence of the reaction
of a reducing gas with (Bpecie on the water desorption thermogram. Morgadavis known
that the product of the reaction of CO with the gty of the surface is GOFigure 3-49
shows the thermogram of GQ@mass 44) and oxygen and Fig@&0 shows the thermogram
of water and oxygen. These two graphs illustragectnsequence the disappearance of the O
on the hydroxyl group and GOOnly the case of CO is shown here. Two consegseatthe

reducing gas co-adsorbed after the oxygen prenrtedtare visible:

* Figure 3-49 reveals an increasing of the £@eak desorption after CO

adsorption. It confirms that the product of thectem is mainly CQ.
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Figure 3-49 : TPD thermogram of oxygen desorption (m/z=323nd CO, (m/z=44) with or without CO co-
adsorption.
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Figure 3-50 : TPD thermogram of oxygen desorption (m/z=323nd water (m/z=18) with or without CO co-
adsorption.

* The OHso peak is linked to the Opeak decrease. These means that the
reaction between CO and “O-“is dominant in compmari&/ith the formation of
the OH group.

A simple sketch explains this dominance in the 451 The Starting point is the
dissociation of water at the surface of the $m@ich as already known to be as follow.

H,0+6+0y > (OH—o) + (OH), + &
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Figure 3-51: Sketch of the relation between @(O") and the formation of OH group and the influence 6
the presence of a reducing gas CO

3.3.3.2.2 With the presence of the metal
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Figure 3-52 : TPD thermogramfor mixed SnO, powder: (a) Oxygen (m/e= 32) and (b) CQ(m/e=44)

Similar test were performed with samples mixed wgthd or platinum particles. The
consequence of CO adsorption on the oxygen themmogwhen the @ is present is
illustrated in Figure3-52(a). The C® desorption is measured at the same time, Figure
3-52(b). After the adsorption of oxygen at 400°@o tdesorption peaks appear for gold and
only one for the platinum sample as described presly. The adsorption of CO after the
oxygen exposure reduce the peak of oxygen desarfardboth mixed powder. In the case of
gold, mainly the @peak is reduced which is the same behaviour asnedxd on pure powder.
With platinum, the oxygen desorption declines gjtgrbut keep the same shape. In Figure
3-52 (b), the C@desorption is quite different for each type of rhekor gold, a gradual
desorption of CQ is observed started at 400°C whereas a well proeal CQ peak
desorption is observed centred at 250°C in the cbBe

With platinum, The C@peak desorption at 250°C where no oxygen sitaasqnt.
This result suggests an easiest formation of @Othe case of platinum and confirms the
catalytic role played. Secondly, with gold, a gralddesorption suggest possible intermediate
like COs, COs*and CQ which can desorbed as €6 different temperatures.

3.3.3.3 Summary of the interaction with a reducing gas

When a reducing gas (CO or @Hs exposed to SnOpowder after the oxygen
exposure, the desorption of thg §peciess no more visible in the TPD oxygen thermogram
and in the same time, the g@esorption increases, which proves a direct readietween O
and the reducing gas.

CO+6-O>CO+c+€
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When metal is present, the effect of Au and Pt asein the case of oxygen, quite
different. For the Au sample the same resultspashie case of metal absence, are recorded.
For the Pt sample, the G@esorption is quite different, very sharp andostdr temperature
(250°C).

3.3.3.4 Discussion on TPD

Observations of the oxygen state at the surfageroéterial are a big challenge. It was
not possible to use DRIFT due to the set up ofeoyperiment. Thermodesorption (TPD) was
a good choice to follow oxygen species. In the DRé&xperiments, some questions remained
unsolved. The main one was: how the platinum céinate the CO conversion to GDAre
the speeds up of the reaction at the surface antbth amount of intermediate species at the
surface sufficient to explain the sensibility to €O

Pure Sn@ was studied before to study the influence of mat& found 5 different
oxygen species which can desorbed. Thesgeciesvas found to be the most reactive to the
reducing gas. The presence of gold doesn’'t chamgeniechanism. In other hand, 5 oxygen
species desorbed were also found. With platinum béhaviour of the oxygen desorption is
different. In fact, only one species from the mialefusually: Q surface and ©bulk) was
found to desorb. Another result is the higher terajpge of the @specieslesorption.

With the results found, it is obvious that the matof the metal can modify the oxygen
species at the surface. For gold, we can affirmhtti@surface is not modified. The effects of
platinum on the oxygen species are related to Xygen desorption. The higher temperature
indicates a better bond between oxygen and thecdf the Sn@The fact that the oxygen
bulk desorption is also modified can indicate tinat surface sites are modified. The presence
of platinum modifies the surrounding of the oxygen.

In addition to this result, the formation of €@ the presence of metal was found to
be favour by platinum. The oxygen is better boundhe surface of the SnG- Pt, which
means that the electron are delocalized to form Itleind is a higher state. It means that in
presence of CO, the reaction with &d the release of the electron will be more $icamt.
This result correlates with the high sensitivitysehsor with platinum electrodes.
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3.3.4 TPD Conclusion

Temperature-programmed desorption experimentsiftarent as were performed in
order to helps the understanding of the electrodeenal induced effects. For oxygen, based
on the literature data, it was possible to asdigndifferent peaks to specific oxygen species,
as follow: a; (80°C) belongs to the molecular physisorbed oxy@ganda, (around 150°C)
to singly ionised molecular oxygen,Q The peak is currently attributed to the singly
ionised atomic oxygen (450-600°C, often centrecb%®°C, O). The 2 last ones can be
assigned to oxygen form the lattice: first th¢around 730°C) to surface . @ndd (above
800°C), the lattice oxygen from the bulk Quk). It is important to observe that, depending on
the electrodes material, the maximum of the peakesponding to Oappears at different
temperatures. Due to the fact that for Pt the marindesorption is higher, one can consider
that the bonding of Cat the Sn@is stronger.

A little bit surprising is the funding that in tlrase of Pt, where the @ probably strongly
bond to the surface, the G@esorption after the simultaneous exposure of tvedprs to Q
and CO, takes place much stronger and at lowerdgeatyres if compared to the gold case. In
the same experiment we can see that for all c&®3-and Sn@ mixed with Pt and Au- the
reaction between CGand CO takes place. The adsorption of i® practically eliminated.
However, for Sn@ and Sn@ mixed with Au the elimination of the final reaatigroduct
(COy) is taking place with difficulty. These resultsearonfirming the finding provided by
DRIFT analysis about the blocking of CO/O/electratsthe surface in the form of ionic

intermediates in absence of Pt.
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The reason for starting this work was the fact thate was a lack of knowledge about
the influence of the electrodes into the sensirargss of gas sensor. Previous study of O.
Montmeat in MICC department proposed a macrosc@pproach of the electrodes
considering mainly electrical phenomena. So, tine @i the present work was to investigate
deeper the implication of electrodes, at the mimopg scale.. To achieve that, the followed
strategy was to have, in addition to the usual BSistance measurement, phenomenological
and spectroscopic (DRIFT and TPD) studies in ofgeinvestigate the influence of the

electrodes.

+ Electrical measurement

The first part of this work was devoted to the stad the influence of the geometry
and of the nature of the electrode. It was proved the nature of electrodes has an effect on
the overall resistance on the gas sensor and guerfsrmance. Different approaches were
used to understand this problem with more or lassess:

- Using SnQ@ mixed with big metal particles as sensitive laf@r gas sensor in order to
increase the metal-semiconductor interface. Weosiessed that the overall resistance is more
influenced by the nature of electrodes rather thatal particles inside the layer.

- It was supposed that the one can increase tlotried effect by narrowing the gap. This
effect was, in our case, just a geometrical onerdslyicing the space between the electrodes,
we just changed the resistance of the sensitivemmabplaced between the two electrodes. No

real qualitative effect of the electrode was idesdi

e Spectroscopic information

Another method to investigate the role of the etmlds is to observe surface reactions during
CO sensing with gas sensors. DRIFT was used sinadtssly to the DC measurement of
electrical resistance. One observes that, depermditige nature of the electrodes, the reaction
pathway from CO to C@is modified. On the basis of such studies a finstlihg is the
identification of the commonly observed intermediaurface species being monodentate
carbonates and carboxylates. Besides that, it n@asrsthat platinum electrodes decrease the
concentration of intermediate species and favoarftiimation of CQThe decrease is not

uniform for all intermediate species: the monodentarbonate decrease less because it is the
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most stable species. On the opposite, with golctreldes, many intermediates are present at
the surface. The intermediatesncentration can be correlated with the eledtpesformance

of the sensor. Namely their presence indicatesfdbe that the charge transfer from the
surface species to the conduction band is blockdw®e system can “get rid of” the
intermediates faster and simultaneous responsensased:

The formation of carboxylates and monodentates dsresequence of the direct reaction of
CO with oxygen species. Unfortunately, up to daere is no adequate technique for a direct
monitoring of oxygen ions in operando conditiod%.get more insights, TPD measurements
were performed, mainly focused on observing thegerydesorption from the powder. It was
found that the pure and mixed gold Sn@owders show the same trend for oxygen
desorption. With mixed platinum powders, it wasrfduhat oxygen is stronger bonded to the
surface. Thus, the weak concentration of intermedspecies observed by DRIFT is a
consequence of the quantity of oxygen presenteastinface, but the important sensitivity is

mainly due to the quality of the bond of oxygenaes when platinum is present.

Outlook

This thesis was a step ahead to understand thet effethe electrodes on sensors
performances. The success was due to the approaalsing different techniques to
investigate a selected problem Many improvements loa done and especially on the
electrical part: our main problem was the size wf ©ystem and by using micro technologies
for building a new device on silicon substrate thithdraw could be eliminated. With this
new device, impedance spectroscopy measurememntigeehcould be done to complete the
understanding. They could clarify the contributmfrelectrodes to the electrical transduction.
The influence of the geometry (size of the eleatratid gap between them) could also be
clarified. Concerning the spectroscopic techniqore could improve the quality of the
spectra recorded at higher sensor operating teropesaby using an optical filter. Thus, the
saturation of the MCT detector should diminish.

In future research, Flash TPD, directly on sensmild be use to mach with the

powder results.
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