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Summary 

The applicability of the ESCA method and the capability of the recently installed 
KRATOS XSAM 800 instrument is demonstrated in various fields. c.g. in gas-solid reactions. 
catalysts and catalysis. layer structures. glass and mineral surfaces and also in the investigation of 
polymers and coals. 

Nowadays the information on the upper atomic layers of solid samples (both 
chemical composition and structure) is becoming more and more important 
not only from scientific point of view but also for technical appiications. 
Recently, with the purchase of a KRATOS XSAM800 instrument, a new 
possibility opened for photoelectron spectroscopic (ESCA) investigations in 
various areas. In this paper the ability and capacity of the method are 
attempted to be shown in some examples. Since the work of Siegbahn and 
coworkers [lJ the theoretical basis of the method can be considered well 
known, and is described also in more recent literature [2-5]. The method is 
based on the following physical process: the electrons of the inner or the outer 
shells are excited by X-ray = X-ray Photoelectron Spectroscopy) or UV 
(UPS = Ultraviolet Photoelectron Spectroscopy) photons and the kinetic 
energy of the emitted electrons is measured. As the energy of the exciting 
photons is known. the ionization or binding energies (RE. as it became familiar 
in the English literature) for the atomic levels can be calculated. 

As far as the energy levels are characteristic for the constituent elements, 
determination of B.E. values makes available qualitative analysis. Small shifts 
of the lines (the so-called chemical shift) depend on the chemical environment 
and give information about the chemical structure and binding types. 

Measuring the peak areas and using the theoretical or experimental 
cross-section values, the elemental composition of the upper 3-6 nm layer of 
the surface can be determined with an accuracy of about 5 reI. pct. Information 
on the deeper layers can be obtained by in situ ion etching. In this case 0.2-1 nm 
thick layers can be removed step by step by accelerated (1-5 keY) Ar (He, Ne) 
ions and the characteristic lines are recorded after each etching step. A so-called 
depth profile is obtained by this way. 

7* 



214 I. BERTOTI el al. 

Though this technique has been applied for years in the Institute of 
Nuclear Research of the H.A.S. with a home-constructed instrument and a vast 
amount of information has been given, the introduction of the present, 
computer controlled, efficient, third generation instrument has greatly 
enlarged the possibilities of surface chemical investigation in Hungary. It has 
also to be mentioned that an earlier model of KRA TOS ES 300 has been 
installed recently in the Institute of Isotopes of the H.A.S. 

The KRA TOS XSAM 800 instrument is equipped with a dual anode x­
ray source, ofMg K" (E = 1253.6 eV) and of Al K" (E = 1486.6 eV) radiation and 
with a 127 mm mean radius 1800 deflection double focussing hemispherical 
electrostatic analyser. The X-ray gun can be operated with power up to 15 kV 
x 30 mA (450 W). The maximum signal intensity is 106 imp· SI, the signal to 
background ratio is 30, and the resolution characterized by the full width at 
half maximum (FWHM) of the 3ds/2 peak of Ag, is 0.83 eY. A highly efficient 
pumping system enables to reach 2 x 10 - 8 mbar in the preparation chamber 
and 10 - 10 mbar in the analysis chamber. After the introduction of a new, non­
degassing sample, analysis can be started in about 5 min. Samples can be 
heated in situ up to 900 or cooled down to 120 K. Surface cleaning or depth 
profiling can be done by neutral gas (Ar, Ne, Xe, He, N 2) ion etching with 
energies up to 5 ke V in static or rastering modes. Data acquisition and data 
processing (integration, derivation, background subtraction, peak synthesis, 
peak comparison and subtraction, etc.) may be performed simultaneously 
using the TOS DS300 data system run on a DEC LSI 11/23 computer 
backed with a RX02 Double Floppy Disk System. 

The present paper gives a short summary of the results obtained during 
the last two years in the Department of Solid State Chemistry of the Research 
Laboratory for Inorganic Chemistry of the The following examples 
reveal the three main fields of our own scientific problems, concerning mainly 
the gas-solid interactions, where the solids are predominantly oxides; basic 
research performed in the frame of foreign cooperations, and surface 
investigations oriented towards industrial problems. Consequently, the 
examples to be shown will cover the following areas: gas-solid reactions, 
catalysts and catalysis, layer structures, glass and mineral surfaces, polymers 
and coals. 

Gas-solid reactions 

Studying the kinetics of Ti0 2 (anatase) = COClz reaction enhanced 
reactivity has been observed in some cases. XPS investigations clearly revealed 
the presence of small amount of potassium impurity on the surface (Fig. 1) 
responsible for the observed effect [6]. 

In the Ti0 2 + SiC14 system, the Si02 deposited forms a separate phase on 
the TiO 2 surface [13, 18] (Fig. 2). 
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Fig. 1. Wide scan spectrum of an analytical grade Ti0 2 (anatase) sample, showing the presence of 
a small amount of surface potassium contaminant (see insert with enlarged energy scale) 
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Fig. 2. Ar + ion depth profile of a silica-alumina surface phase, obtained by the reaction of SiCI4 

with 7.-AI 20 3 (sapphyre) single crystal at 1200 K 
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Fig. 3. Characteristic changes in ° Is lines ofTi0 2 reacted with SiCl4 at different temperatures 

For the 2V20s+3CC14=4VOC13+3C02 reaction the proposed mech­
anism involves formation ofe02 via absorbed COCl2, while surface vanadium 
atoms gains, chlorine atoms before the formation of VOCI3 . The surface 
vanadium species left are mainly in lower oxidation state in stationary stage of 
the reaction which has been proved by the observed chemical shift of the 
V 2P3!2 line [6--12]. 

In the 2A120 3 + 3SiC14 =4AICl3 + 3Si02 reaction the Si02 deposited on 
the surface did not form a separate phase. This new surface phase could be of 
some ten atomic layers thick in the case of :x-alumina [13J but the process stops 
at monolayer coverage in the case of i'-alumina [13-17]. 



XPS INVESTIGATIONS ON SOLID SURFACES 217 

Catalysts and catalysis 

The valence states in the V 205 and PdO"# = V 205 catalysts were studied 
in the CO + 1'202 reaction. The partial reduction and a steady state 
reoxidation of PdO and V 205 was stated, e.g. the lattice oxygen atoms also 
take part in the catalytic cycle (Fig. 4). Si02 doped y-A1 20 3 and Ti0 2 catalysts 
were produced by the reactions described above and these samples were very 
active in the cracking of hydrocarbons. The maximum catalytic activity was 
detected at eSi02 :::::; 0.2 coverage and it was connected with the change of the 
electronic structure of the surface which could be also described as a maximum 
curve versus the Si02 coverage [14, 20]. 
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Fig. 4. The change of oxidation state of Pd during catalytic process: (a) oxidised state, (b) partly 
reduced state after exposure to CO 

Layer structures 

- Formation of Si0 2 layer on Ti0 2 surface [18]. 
- Structure determination of the surface additives of TiOz-based pigments 

[21]. 
- Depth profiling of oxide and nitride layers on Si semiconductor and Ti 

surfaces. 
- Studies on metal contacts of Si solar cells: oxidation, diffusion, depth 

distribution changes by heat treatment [23]. 
- Studies on surface segregation and carbide formation of alloys and high­

speed steel [24]. 
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Glass surfaces 

The surface enrichment and depletion of alkaline metals (Na) by water 
rinsing and chemical treatment [25J and the alteration of the surface 
composition by subsequent heat treatment [26, 37J were studied. 

M ineral surfaces 

Studying quartz sand, the surface enrichment of impurities and the 
concentration changes in the processing steps and during special chemical 
treatments were observed [29]. 

Polymers and coals 

- Changes in composition and bonding, induced by soft X-rays or 
bombardment vv'ith Ar-+- or Ni ions in a commercial poly-methyl-phenyl­
cyanopropyl-siloxane fluid were examined [28-31J (Fig. 5). 
Characteristic surface segregation versus bulk composition was detected on 
silane-siloxane block copolymers suitable for manufacturing semiper­
meable membranes for selective gas-separation processes. Moreover, the 
surface composition could be altered in a controned way by adequate 
solvents [32]. 

- Changes in surface composition and bonding on polyimides during heat 
treatment up to 1200 K was followed [33, 34]. 

- Contaminants in the insulating layers of cross-linked polyethylene cables, 
as well as at the metal-polymer interface were analysed. 

- Complementary quantum chemical calculations showed that oxygen 
(always present in each sample) would facilitate the excitation of HOMO 
electrons and reduce the band gap [35, 38]. 

- Information on surface effects of various pretreatments of some Hungarian 
brovm coals was obtained: changing in composition and bonding of the 
constituent elements was followed after exposure to UV -irradiation in air, 
after desulfurization by hydrogen-peroxyde or carbonization by heat 
treatment [36J (Fig. 6). 

The above results demonstrate the possibilities of XPS technique in 
diverse fields of basic and applied surface investigations, and also represent the 
wide applicability of a third generation ESCA instrument. 
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Fig. 5. Three-dimensional plot of the N Is peak of the polymer exposed to X-ray irradiation (a) 
and bombardment by Ni ions (b) 



220 I. BERTOTI .:1 a!. 

Run.-QBSO/30-Nov-84 Reg 9.001 St 0.10 *C250 *SW' 80wel! 0.250 
Background 3188 

BODe 
S 25 

Before treatment 

400~ 
After 30 min treatment 

0-'-··-· ----.- i i 

21.0 238 236 231. 232 230 228 
BE 

Fig. 6. Change in the S 2s peak of Kimyas coal before and after treatment by H 20 2 
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