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Abstract

We present a new experimental approach to the study of average macroscopic (bulk) (R—=R/T) rotational relaxation
parameters of highly vibrationally excited molecules in gas mixtures, where collisions enhance absorption processes.
Bulk parameters were derived from measured enhanced cross section, which contains information on photon and
collision physics, by means of calibrated multiphoton photoacoustic spectroscopy. All measurements were carried
out at room temperature, for the 10P(16) TEA CO, laser line with fluence range of (1-7)-10° Jm and for buffer
gas pressures ranging from 1-140 mbar. Particular attention was paid to evaluate the effects of collision partner
and buffer pressure dependence on relaxation parameters. Significant buffer pressure effects were observed for
all investigated gas mixtures. Two buffer pressure regimes can be distinguished: low and high. It is shown that the
data obtained from the proposed method is in good accordance with data obtained from the “slope” and “point”

method presented in earlier papers.
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Introduction

Infrared multiphoton (MP) processes have been
the subject of many experimental and theoretical works
since the first observation of chemical reactions induced
by infrared lasers."* The most important parameters
which describe the MP processes are the average number
of absorbed photons per one molecule and the cross
section. These parameters are in most cases obtained in
experiments at different laser fluences and pressures.”™”
The most significant characteristics in understanding
the physical and chemical kinetics of MP processes are
relaxation mechanisms. Various experimental methods
and theoretical models were developed to study
vibrational-vibrational (V-V),* vibrationa—translational
(V-T),”" vibrational-to-translational/rotational
(V=T/R)," and rotational-to-rotational/translational
(R-R/T)"*" transitions. There are significant changes
of rotational relaxation parameters of absorbing
molecules with increasing gas pressure or with addition
of an absorbing or nonabsorbing gas. A common
opinion is that rotational energy transfer (RET) is
the dominant process in gas mixtures, resulting in an

increase in number of molecules which are excited
effectively by IR laser radiation. Most of experimental
investigations related to R—R energy transfer elucidate
the specific energy transfer pathways.'>'® Investigations
of average (bulk) macroscopic R=>R/T energy transfer
mostly utilize two spectroscopic method: transmission
(TR)" and photoacoustic (PA)"! spectroscopy. PA
experimental studies are restricted to the measurement
of quantities averaged over the rotational states,
such as the average rotational energy of molecules.
Two different approaches to evaluate bulk rotational
relaxation parameters were presented till now: the
“slope” method" and the “point” method."

Determinations of bulk rotational parameters with
TR and PA technique are based on the measurements
of saturation intensity. In most MP experiments the
enhanced absorption cross section is usually measured.
In this paper we present a new approach to determine
bulk rotational relaxation parameters (R—>R/T)
from measured enhanced absorption cross sections.
The proposed method was tested by a calibrated
photoacoustic spectrometer”™ in gas mixtures consisting
of absorbing SF, and a nonabsorbing gas.
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Method for determination of rotational relaxation
parameters

Experimental studies of bulk rotational relaxation
were largely interpreted in the framework of the
relaxation equation. The photoacoustic (PA) method
determines quantities averaged (bulk) over the
rotational states, hence data determined by PA method
obeys the relaxation equation
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where 7, is the bulk rotational relaxation time, ((E,,,)) _is
the average rotational energy of the molecule at
equilibrium, and <<Emt >>t is the bulk average rotational
energy at time . The bulk cross sections, oy, are
commonly defined as

M
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where N is the density of absorbing molecules, and
(v)their mean relative velocity. These bulk rotational
relaxational parameters, ¢z, and oy, can be extracted
from experimental measurements.

For the PA method two different approaches
are reported: (i) the “slope method”,"” based on
measurements of saturation intensity dependence on
buffer gas pressure, and (if) the “point method”,"
founded on measurements of saturation intensity, at
selected buffer gas pressures.

It would be quite interesting to determine the ¢
and oy in MP processes from common measurements
of enhanced absorption cross section values, o°, without
additional measurements. In order to achieve this, a
“calibration” procedure should be established, i.e. a
relation between the measured quantity, o, and the
saturation intensity /.. In this way, rotational relaxation
parameters can be determined directly from o°data.

Saturation intensity

Saturation intensity, I, is the quantity which is
defined as the photon irradiant for which the small
signal absorption coefficient is reduced the down to
half of its small signal value. I is given by’

fg=—, (3)
Oy Lot
where o, is the absorption cross section for the specific
laser line and ¢ is the effective lifetime. Numerical
computation for an illuminated gas mixture absorber
and absorbing gas'®'’ shows that rotational relaxation
energy transfer is the dominant process. Hence,

the effective lifetime, ¢, only determines the bulk
rotational relaxation time g, i.e. f, = t;. This time is
an average over all initial and final states. Under this
condition, where the other relaxation processes can be
neglected, f, can be estimated from /

1

(4)
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The saturation intensity, I(SAB) , in gas mixtures,
containing the absorbing (A) and nonabsorbing (B)
particles (buffer gas), can be expressed through the
Equation"

(AB) _ 7(A) 1 1
IS =1 + TR . )
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where I(SA) denotes the saturation intensity for pure gas
absorber. According to Equation (5), two rotational
relaxation times can be distinguished: (7) tE(A) , the bulk
rotational relaxation time of the absorbing molecule
caused in collision with another absorbing molecule (self
collision), and (i7) tl({AB) the bulk rotational relaxation time
of absorbing particle A under collision with nonabsorbing
B species.

Different experimental methods are used to
measure /. Here we shall mention only the transmission
(TR) and the photoacoustic (PA) method. The
saturation intensity in gas mixture for optically thick
absorber can be deduced from transmission (TR)
measurements'

= 2

2
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where Av is the laser photon energy, d is the diameter
of the laser beam, ¢, is laser pulse duration, E; is the
laser excitation energy, E; is the laser excitation
energy transmitted through the cell of length L, « is
the absorption coefficient of absorber gas at pressure
p™. Equation (6) can be adapted for PA measurements
by following redefinitions. The photoacoustic method
measures the absorbed energy, E ., directly by the
first peak from microphone signal (photoacoustic
signal), P, (Figure 2), only in the volume in front of
the microphone, i.e. along the length /, of the PA
detector

Ey=E —-E;=S-P, . (7

In Equation (7), the quantity S = S(p, T, y )
is the sensitivity of the used photoacoustic system
(gas—cell-detector). Sensitivity depends on pressure, p,
temperature, 7, and nature, y, of the gas constituents.
Therefore, for quantitative determination of relaxation
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parameters in gas mixtures, the calibration of the PA
detector is necessary. In our case for the specified gas
mixture, and at room temperature, sensitivity behavior
can be described by S = S(p). The detailed calibration
procedure was reported in a previous study.”

According to Equation (7), Equation (6) can be
adopted for PA parameters"

4 SP,

~hvdar, SP, '

4

)

IS,PA

Equation (8) can be applied to determine the
saturation intensity in a pure gas absorber, fégA ,aswell
in a gas mixture, I(Sf}i) , by the PA method.

“Calibration” procedure

From Equations (2), (4) and (5), the bulk rotational
cross sections for a pure gas absorber, oy’ and for
absorbing particle A under collision with nonabsorbing
B species, o Pare related to the saturation intensities,

™) and /AP
A
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*) -
N<vAA>

om0 18— 1) 9)
R N <vAB >

Thereby, if it is possible to find a relationship
between saturation intensity, /5, and measured enhanced
cross section, o°, the rotational relaxation parameters
can be evaluated without separately measured /.

The quantity o° contains information on photon
and collision physics and can be obtained from the
transmission (TR) method™

o% =—— 1| £ |
NL \ E;

1

(10)

The enhanced cross sections can also be determined
from PA measurements®

(11)

The Equation (11) is a presentation of the Beer—
Lambert absorption law appropriate for quantitative PA
method. From Equations (11) and (8) the “calibration”
procedure can be established. It follows that the relation
between measured data op, and /. s.pa can be expressed

o 1- exp(— O'SANIm)
hvt; lm(aP(A) _GSAN)

Ispa (O'SA)= , (13)

aswhere ¢= 4E /nd’ is the laser fluence. Consequently,
knowing o5, the saturation intensities in the pure gas
absorber and in gas mixtures can be calculated. Equation
(13) can be applied to a gas mixture, as well as to a pure
gas absorber. After the “calibration”, i.e. establishing
the relation between op, and Igp,, the parameter
oy can be determined from Equation 9 (Figure 1).

The same consideration can be applied to other
experimental methods which determine ojy. For
instance, for transmission (TR) measurements, from
Equations (6), and (10) it follows

o 1-expl- ot NL)
hvt; Lo p™ - o N)

Is 1R (O-%R )= . (14
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Figure 1. Schematic representation of the proposed method
and the “point” method for evaluation of bulk rotational
parameters.

‘O'R’

Experimental

The multiphoton photoacoustic spectrometer has
been described previously.” Briefly, the TEA CO, laser
was operating at 947.75 cm™ (45ns, FWHM) and in
fluence range of 0.1 < ¢ < 0.5 Jem™. The multiphoton
parameters were measured by adding the buffer gas
in the pressure range of 0-140 mbar to the PA cell
containing SF; under constant pressure of pg; =0.47
mbar and pg; =0.13 mbar. All measurements were
carried out at room temperature (7=300K) .

Results and discussion

Typical signals of PA detector (microphone) in
gas mixture SF—Ar have the waveforms presented in
Figure 2. The waveforms (p,, = const) are averaged over
five signals to produce a single data point for analysis
— the amplitude of the photoacoustic signal, P,, (the
height of the first peak).

Terzié¢ et al. Multiphoton Processes in Gas Mixture: Determination of ...

67



68

Acta Chim. Slov. 2006, 53, 65-71
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Figure 2. PA detector signals for different pressures of SF—~Ar
mixture in the cell. P, is the first peak from the microphone signal
(photoacoustic signal).

The Equation (11) was used to evaluate enhanced
cross sections, opy,, from PA measurements. The
obtained results are displayed in Figure 3 as a function
of buffer gas pressure for SF.—Ar gas mixture for
different laser fluences and for pg =0.13 mbar.

201~ SF, —Ar

| P, =0.13 mbar

2w
ottt

e $=031Jcnr?

p, [mbar]

Figure 3. The enhanced absorption cross section versus argon
gas pressure for different laser fluences.

The “calibration” relation between o} and
I pa(0pa) (Equation 13) was used to determine
saturation intensities for pure gas and gas mixtures.
After that, according to E(iuation (9), bulk rotational
relaxation cross sections, o\ and ¢(*® were calculated
for different laser fluences in the investigated pressure
range. The calculated values for o*® in SF~Ar gas
mixture are shown in Figure 4. The results show that
in the investigated pressure and fluence range two
pressure regions can be distinguished: () the low and
(ii) the high-pressure range (Figure 4). Hence, two
different sets of rotational relaxation parameters are
determined: for low and high pressure ranges. The
widths of pressure ranges depend on buffer gas type, i.e.

on the mass ratio of the gas absorber (A) and buffer gas
(B), K = m,/my. For higher K, the low pressure range is
narrow, and the high pressure range is broader. For gas
mixture SF—CH, the low pressure range extends up to
Pcu,= 20 mbar. Opposite to this, for SF—Ar the low
pressure range is two times bigger (p,, = 55 mbar). In
SF.~N, mixture the low pressure range extends up to
Pn,= 40 mbar.

I I A R R N R R
Ps, =0.13 mbar

= = $=052 Jem? |
® ¢=031Jom? |

l
n—

50 100
Pa; [mbar]

Figure 4. The pressure dependence of bulk rotational cross

sections o in SE—~Ar gas mixture for different laser excitation

fluences.

Two pressure ranges for relaxation parameters
appear as a consequence of diverse influence of
collisional effects in these regions. Laser fluence also
has an influence on the rotational relaxation processes.
For the low fluence range the hole filling proceses™
have the dominant role in rotational relaxation. They
increase the number of molecules interacting with
laser radiation. With increasing laser fluence, a greater
fraction of rotational states interacts with the laser
field. Consequently, the rotational hole filling processes
at these fluences do not enhance absorption. Such
conditions are met in the experiment described here.

In the low pressure range, collisions effect has the
highest influence on molecular absorption efficiency.
This influence is followed by rapid growth of the
enhanced cross sections, o}, , (Figure 3), i.e. more
absorbing molecules inside the irradiated volume are
directly coupled with the laser radiation field. Such
behavior is due to R-R relaxation, which includes all
rovibrational transitions and eliminates the rotational
hole filling effect.”

The high pressure range is characterized by the
saturation effect of o} (Figure 3). The collisions
achieve their maximum regarding to their influence on
MP processes. Hence, all absorbing molecules in the
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irradiated volume are directly coupled with radiation
field due to laser fluence and collision inside gas
mixture.

It is interesting to compare the results of this
calculation for o™ =og w1th those obtained
previously from the ‘slope” ”, or and “p01nt”14< R2
methods that were produced in the same experimenta
conditions. In order to perform that, the average values

(AB) were determined (Figure 5). Typical results
or S —Ar pg,= 0.47 mbar and pg; = 0.13 mbar and
SF-N, (psr,= 0.47 mbar) gas mixtures are presented
in Tables 1- 3. The estimated uncertainty of last figures
is shown in parentheses.

18+ SFq—Ar
s =047 mbar

» )
. ()

-—

OBi #//#

L L L I I I I
0z 025 03 035 04 045 05

o [Jcm’z]

181 SFy N3 1
cg, = 047 mbar

- ()
o (oF)

Cime—————
a4t ‘/‘/*/4 1
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0.2 025 03 0.35 04 045 05 055
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Figure 5. Average bulk rotational relaxation cross sections,
S‘(rgc >, in SF—Ar and SF—N, gas mixtures as a function of laser

uence. Average values obtained from the “point” methods <a£ >
for different gas mixtures are also presented.

In order to determine the efficiency of RET in gas
mixtures we compare the bulk rotational cross section,
0% with the enhanced absorption cross section, O'(AB),
for the same experimental conditions. The results show
that for both pressure regions o > op -

Table 1. Bulk rotational cross sections in SF—~Ar gas mixtures
(pSF6= 0.47 mbar).

o (of)

¢ lJcm'zJ [102°m?]

P
(k)

[102°m?] [107°'m?]

Pgp, = 0.47 mbar

low pressure range: 0 < p,. <55 mbar

0.198(7) 1.2(3) 1.3(3) 1.0(8)
0.306(8) 1.53(11) 1.56(12) 1.6(6)
0.4856(8) 1.06(14) 1.09(13) 0.9(9)

high pressure range: 55 < p,, <140 mbar

0.198(7) 0.48(7) 0.50(7) 0.48(27)
0.306(8) 0.53(7) 0.56(7) 0.5(4)
0.4856(8) 0.53(4) 0.55(4) 0.53(25)

The ratio O'f{c / O'E is shown in Figure 6. This is
in accordance with the prediction of the four—state
kinetic method for laser pulse transmission trought SF,
gas mixure.'® In this method the absorber molecules
are divided into four groups. The molecules which
can directly interact with laser radiation in (i) ground
and (i) vibrationaly excited states, and the rest of
molecules in (iii) ground and in (iv) excited states.
The main conclusion of detailed numerical calculation
(steady-state rate equations) is that the dominant
relaxation processes are the average rotational
relaxation transitions.

Table 2. Bulk rotational cross sections in SF—~Ar gas mixtures

(Psi,= 0.13 mbar).
(o)

[1 0—22 mZ ]

P
(%) o

Jem™2
¢ lcm J [10_22 mz] [10722 mz]

Pgg, =0.13 mbar

low pressure range: 0< p,, <50 mbar

0.21021)  8.5(11) 8.9(11) 8.5(12)
0.310(4) 10.1(16)  10.1(17) 10.2(18)
0.516(11)  9.40(13)  9.42(16) 9.5(17)

high pressure range: 50 < p,, <140 mbar

0.210(21) 3.53) 3.503) 3.2(9)
0.310(4) 2.4(10) 3.0(4) 2.6(4)
0.516(11)  3.37(20)  3.39(22) 3.1(9)
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Table 3. Rotational cross sections in SF—N, gas mixtures

(pSF6= 0.13 mbar).
(%)

107" m?]

P
(o) &

Jom?2
¢ ben] [102°m?2] [107°m?]

Pgp, =0.47 mbar

low pressure range; 0 < py, <40 mbar

0.510(3) 1.0(5) 1.1(5) 0.59(21)
0.365(10) 1.0(4) 1.0(5) 0.57(21)
0.304(4) 1.1(6) 0.91(17) 0.51(17)
0.253(7) 0.9(5) 0.9(5) 0.43(15)
0.224(6) 0.9(5) 1.0(6) 0.39(14)
high pressure range: 40 < py, <140 mbar
0.510(3) 0.45(8) 0.45(8) 0.50(15)
0.365(10) 0.48(4) 0.49(4) 0.50(15)
0.304(4) 0.44(9) 0.47(15) 0.47(15)
0.253(7) 0.33(3) 0.34(3) 0.33(15)
0.224(6) 0.30(6) 0.31(6) 0.34(12)
‘ T T T ‘ T T T | T T T
o SR ~0.49 Jom 2
100} — ps, =047 mbar L cm72 -
B B $=0.3]1Jcm |
B ®¢=019Jcm 2 |
ol | n
\\9\ [ ]
ub@: 50? i + i
L) Y I Y I B
0 50 100
P [mbar]
Figure 6. The ratio of bulk rotational cross-section O'EE and
enhanced absorption cross—section, 0'( B as a function of buffer
gas pressure for different laser fluences.
Conclusions

In this work we have presented a new approach
to determine bulk rotational relaxation cross sections,
og. It is shown that significant information for Or can
be determined from measured values of enhanced cross
sections, o°, by using a relationship between ¢ and
saturation intensity values, /5. The method was tested
in gas mixture SF.—Ar for two different absorber gas
pressures, pg; = (0.47 mbar and 0.13 mbar) and in
SF.N, (0.47 mbar) Enhanced cross sections involved in

MP processes were measured by calibrated pulsed PAS
technique. It was shown that the obtained results for or
are in good accordance with the data obtained from the
“slope” and the “point” method. This method offers the
number advantages. First of all, it gives the possibility to
determine bulk data from the usual measured o°value
in MP excitation processes. This method also avoids
the need for additional measurements of saturation
intensities in gas mixtures as in case of “point” and
“slope” methods. The proposed method was tested in
relatively large pressure range of buffer gas (0 - 140
mbar), and hence it is not restricted to any pressure
range. The same “calibration” enables to determine
bulk rotational in both pressure ranges. In this work
the “calibration” for TR determination of oy was also
established. The accuracy of this method is limited by
the accuracy of o°data.

Acknowledgements

This work was supported by the Ministry of
Science and Environmental Protection of the Republic
of Serbia under Project No 141011.

References

1. N.R. Isenor, M.C. Richardson, Appl Pys. Lett. 1971, 18,
224-226.

2. J.S.Haggerty and W.R. Canon, In: Laser-induced chemical
processes, J.L. Steinfeld, Ed.; Plenum Press: New York,
1981; p. 165.

3. V.N. Bagratashvili, V.S. Letokhov, A.A. Makarov, E.A.
Ryabov, In: Multiphoton  Infrared Laser Photophysics
and Photochemistry, Harwood Academic Publishers: New
York, 1985.

4. S.S. Mitra, S.S. Bhattacharyya, J. Phys. B: At. Mol. Opt.
Phys., 1992, 25, 2535-2550.

5. S.S. Alimpiev, W. Fuf3, K.L. Kompa, C. Schwab and W.
Chong-yi, Appl Phys. B 1984, 35, 1-5.

6. L. Windhorn, T. Witte, J.S. Yeston, D. Proch, M. Motzkus,
K.L. Kompa, W. Fu3, Chem. Phys. Lett. 2002, 357,
85-90.

7. J. Jovanovi¢-Kurepa, D.D. Markushev and M. Terzi¢, J.
Chem. Phys. 1996, 211, 347-358.

8. Sakka, K. Matsumura, T. Tsuboi, Y.H. Ogata, Chem Phys
Lett. 1998, 286, 107-112.

9. M. Lenzi, E. Molinari, G. Piciacchia, V. Sessa,
M.L.Terranova, Chem. Phys. 1990, 142, 473-484.

10. D.D. Markushev, J. Jovanovi¢-Kurepa, J. Slivka and M.
Terzi¢,J. Q. S. R. T 1999, 61, 825-837.

11. E. M. Alonso, R. J. D’Angelo and E. J. Quel., Appl. Phys.
B: Lasers and Optics, 1989, 48, 249-252.

12. FE M. Lussier, J. I. Steinfeld and T. F. Deutsch, Chem.
Phys. Lett., 1978, 58, 277-282.

Terzié¢ et al. Multiphoton Processes in Gas Mixture: Determination of ...



Acta Chim. Slov. 2006, 53, 65-71 71

13.

14.

15.

16.

17.

18.

M. Terzié, J. Jovanovié-Kurepa and D.D. Markusev, J.
Phys. B: At. Mol. Opt. Phys., 1999, 32, 1193-1206.

M. Terzi¢, D. D. Markushev and J. Jovanovi¢c-Kurepa J.,
Chem. Phys., 2001, 270, 383-390.

D. Harradine, B. Foy, L. Laux, M. Dubs and J. I.
Steinfeld, J. Chem. Phys., 1984, 81, 4267-4280.

B. Foy, L. Laux, S. Kable and J. I. Steinfeld, Chem Phys.
Lett., 1985, 118, 464-467.

A.E. Sigman, Lasers, Oxford University Press, Oxfod,
1986.

I. Burak, J. I. Steinfeld and D. G. Sutton, J. Q. S. R. T
1969, 9, 959-980.

Povzetek

19.

20.

21.
22.

23.

EM. Lussier, J.I. Steinfeld and T.E. Deutsch, Chem. Phys.
Lett. 1978, 58, 277-282.

J. Jovanovi¢-Kurepa, M. Terzi¢, D .D. Markusev and P.
Vujkovi¢ Cvijin, Meas. Sci. Technol. 1994, 5, 847-852.
G.P. Quigley, Opt. Lett. 1978, 3, 106-108.

S.L. Chin, D.K. Evans, R.D. McAlpine and W.N.
Selander, Appl. Opt. 1982, 21, 65-68.

J.L. Lyman, G.P. Quigley and O.P. Judd, Iin: Multiple-
photon excitation and dissociation of polyatomic molecules,.
C.D.Cantrell Ed; Springer, Berlin, 1986; p. 9.

Predstavljamo nov eksperimentalni pristop k raziskavam povpre¢nih makroskopskih (R->R/T) rotacijskih
relaksacijskih parametrov visoko vibracijsko vzbujenih molekul v plinski zmesi, kjer trki ojacajo absorpcijske
procese. Z vec fotonsko umerjeno optoakusticno spektroskopijo smo zelene parametre izracunali iz izmerjenega
ojacanega absorpcijskega preseka, ki vsebuje podatke o fotonih in fiziki trkov. Vse meritve smo opravili pri sobni
temperaturi z uporabo 10P(16) emisijske crte laserja TEA CO, s povrsinsko gostoto energije v obmocju 1 - 7 X
10° Jm? in za tlake od 1 do 140 milibarov. Posebno pozornost smo posvetili oceni vplivov kolizijskih parametrov
in tlaka na relaksacijske parametre. V vseh zmeseh smo ugotovili pomemben vpliv tlaka na osnovi katerega lahko
razlikujemo visoko in nizkotlacno obmocje meritev. Podatki dobljeni s predlagano in enostavnej$o metodo se
dobro ujemajo s podatki, ki jih dajeta Ze poznani to¢kovna metoda in metoda naklona.

Terzié¢ et al. Multiphoton Processes in Gas Mixture: Determination of ...



