This article was downloaded by:

On: 30 January 2011

Access details: Access Details: Free Access

Publisher Taylor & Francis

Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Spectroscopy Letters
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713597299

Ar IeTarions . Makmwizieary laamat

L NN of ial &
SpCGuosCo

| 4 ™ o] -
| L
L_\" 1.\.\_ "

Exbir: Mok C. Mkl

)N

LINE INTENSITY MEASUREMENT FOR THE v, AND v, BANDS OF
PHOSPHINE

Carlos B. Suarez®
 Centro de Quimica Inorganica, Universidad Nacional de La Plata y Consejo Nacional de
Investigaciones Cientificas y Técnicas de la Republica Argentina, La Plata, Argentina

Online publication date: 14 November 2002

@ Ty & Frarcis

Sukame 38 Mumtzers 4-% 1005

To cite this Article Suarez, Carlos B.(2002) 'LINE INTENSITY MEASUREMENT FOR THE v, AND v, BANDS OF
PHOSPHINE', Spectroscopy Letters, 35: 6, 757 — 767

To link to this Article: DOI: 10.1081/SL-120016278
URL: http://dx.doi.org/10.1081/SL-120016278

PLEASE SCROLL DOWN FOR ARTICLE

Full terms and conditions of use: http://ww.informaworld. conftermns-and-conditions-of-access. pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, |oan or sub-licensing, systematic supply or
distribution in any formto anyone is expressly forbidden.

The publisher does not give any warranty express or inplied or make any representation that the contents
will be conplete or accurate or up to date. The accuracy of any instructions, formul ae and drug doses
shoul d be independently verified with primary sources. The publisher shall not be liable for any |oss,
actions, clainms, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this nmaterial.



http://www.informaworld.com/smpp/title~content=t713597299
http://dx.doi.org/10.1081/SL-120016278
http://www.informaworld.com/terms-and-conditions-of-access.pdf

ﬂ MARCEL DEKKER, INC. ¢ 270 MADISON AVENUE « NEW YORK, NY 10016

03: 06 30 January 2011

Downl oaded At:

™
©2002 Marcel Dekker, Inc. All rights reserved. This material may not be used or reproduced in any form without the express written permission of Marcel Dekker, Inc.

SPECTROSCOPY LETTERS
Vol. 35, No. 6, pp. 757-767, 2002

LINE INTENSITY MEASUREMENT FOR
THE v; AND v; BANDS OF PHOSPHINE

Carlos B. Suarez*

Centro de Quimica Inorganica, Facultad de Ciencias
Exactas, Universidad Nacional de La Plata y Consejo
Nacional de Investigaciones Cientificas y Técnicas de la
Republica Argentina, C.C. 962, 1900, La Plata,
Argentina

ABSTRACT

We have obtained laboratory spectrum of PHj in the im-
portant 5 um observational window of Jupiter, between 2200
and 2400cm~! and measured the intensity coefficients at
294K for 138 individual lines of the v; and v; bands, for
which the band strength are reported. As PHj3 is known to be
present in Jupiter, as well as in Saturn, as a minority com-
ponent appears indeed as a good tracer and the investigation
of line parameters in the laboratory is hence of importance for
astrophysical applications.
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INTRODUCTION

The investigation of phosphine in the 4—5 um range of the spectra of
Jupiter and Saturn has produced over the last years important information
on this minor constituent in the deep atmosphere layers of both planets.
Mean vertical profile and elemental ratio P/H were attained from ground-
based, airborne, and from space probe spectra. In view of planetary spectra
expected in the future, spatial and temporal PHj variations should be more
extensively investigated. PHj3 appears indeed as a good tracer of convective
circulation and nonequilibrium chemistry on outer planets, and to deter-
mine chemical composition and physical state of their atmosphere. In the
4—5um range no fewer than five vibrational bands contribute to absorp-
tion (or emission): the two strong fundamentals v; and v; at 2321 and
2326cm™~!, and the three overtone and combination bands 2vi, Vs + v,
and 2v, at 1972, 2108, and 2226 cm™!, respectively. These bands overlap,
and together with strong Coriolis interactions and Fermi resonance make
any analysis more difficult to perform. At 5 pum the PH; and CH;D spectra
coincide, and in order to obtain accurate column densities for both,
absolute intensities and line broadening parameters need to be determined
for both species. In this area supporting laboratory studies are required to
obtain meaningful interpretation from both spacecraft and ground-based
measurements. Thus, accurate quantification of PHj3 is of prime impor-
tance from the point of view of both tropospheric modeling and strato-
spheric chemistry. Consequently, IR line profile measurements appear then
as a basic necessity in order to provide pertinent data usable by atmo-
spheric chemist and modelers and the 5pm region is of particular interest
in being a window almost completely free of strong molecular absorptions.
Also, in view of the increased level of accuracy required for the remote
sensing of temperature it is of interest to perform detailed investigation of
these parameters. In an attempt to unravel the PHj; spectrum and to
separate the CH3;D and PHj lines in Jupiter’s spectrum, high resolution
spectra of PHj3 at various temperatures and pressures have been obtained
using a Fourier Transform Spectrometer. The low temperature eliminates
high J lines from the spectra, thus simplifying them, as well as providing
spectra which imitate actual planetary conditions. The high resolution
available will aid in a more complete assignment. This paper will deal with
room temperature conditions only. A nonlinear least-squares technique is
applied to the bands to obtain lineshape parameters (position, intensity and
broadening).
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EXPERIMENTAL CONDITIONS

Several sets of PH3 spectra were recorded under different conditions
related with the PH3 pressures and abundances, for further use in a fitting
series of our spectral lines model. The spectra analyzed here were recorded
with a Bomem DA 3.002 FTS instrument with actual resolution of
0.006cm ™!, in the spectral range of 2000—2400 cm ™!, using an InSb detector
cooled at liquid-nitrogen temperatures. Each spectrum comprised 30 co-
added scans averaged to improve the signal to noise ratio. In addition, the
empty cell spectrograms were obtained for further appropiate ratioing. We
used absorption cells of 2 and 5mm in length, i.e., relatively short in view of
the strong absorption of PHj3 in this region, made out of stainless steel, as
this is a very corrosive substance, with sapphire windows and indium gas-
kets at room temperature measure by means of a calibrated thermocouple
that was simultaneous and continuously monitored on a strip chart recorder
to ensure that a uniform temperature was being obtained. Those runs
showing a deviation of more than one degree were discarded. The pressure
was measure with a MKS made absolute Baratron pressured transducers.
Phosphine is a very dangerous species, so special care has to be taken to
handle it.

The spectral intensities, half-widths and wavenumbers were obtained
by means of non-linear least-squared fitting techniques of each individual
lines or multiplets, as appropriate. In short, each fitting was started by
introducing an initial guess of these parameters from which a calculated
spectrum was derived on the assumption of purely additive Voigt-shaped
lines. The absorption profile so obtained was then convolved with the
instrument function thus yielding a theoretical spectrum to be compared to
the experimental one. The quality of the fit can be estimated by calculating
the standard deviations of the “observed-line minus calculated-line’” values,
point by point, for the set of about 150 points that each line, or spectral
segment under consideration, spanned. This deviation was only a fraction of
1%. By inspecting the plots of the fits and of the points-by-point differences
we have found that the absolute magnitude of discrepancies never exceeded
1% for each digital point. The higher ones usually corresponded to the cases
of very strong lines which probably can be adscribed to severe blending that
could not be resolved by our instrument. These cases were not included in
our report. We took special care to simultaneously fit all component of
detected multiplets or “individual” lines together with neighboring lines
contributing to the line profile. Our program is capable of doing fitting of
ten lines at the same time when necessary. However, computer time is very
long for these cases, and that is a reason for us to have concentrated more
on fewer lines than actually observed, taking into account those relatively



03: 06 30 January 2011

Downl oaded At:

760 SUAREZ

isolated from contribution of far wings from neighbor lines. To date 138 out
of 212 line intensities recorded at room temperature have been reported
here.

RESULTS AND DISCUSSION

The measured intensities belonging to the strongest v; and v; were
analyzed and 138 lines, single or only apparently slightly blended, were
retained. The line assignments was taken from Ref. [1]. The results are as
follows:

The band strenght of v; and v; were calculated from

8y T,
0 -2 -1 _ 4 20
S, (incm ~“atm™ atT) = e ZyLpy, T

with L=2.6875x 10" cm 3 atm~! at Ty=273.15K and Z,=1.018217 at
300K is the partition function.

For the v; band at 2321.118cm~! p,; =0.0606 (20) Debye and
SY=(85 + 4)cm2atm~! at 300K.

For the v; band at 2326.858cm™' py;=0.1150 (12) Debye and
S9=(306 + 6)cm2atm~! at 300 K.

The quoted errors for L represent three standard deviations. Ref. [2]
provide tools to calculate vibration-rotation intensities in the case of
strongly interacting vibrational polyads. Fortunately, G.Tarrago? calcu-
lated the values of p for us.

With the experimental setup described we recorded the whole region
specified at 294 K processing the data of five sets, with pressures from 3 to
10 torr of PH3. We report our study for 138 individual lines of the v; and vj
bands in Table 1. At these pressures dominated by Doppler broadening we
did not obtain significant half-width broadening coefficient, and so only
report the average of the five set for absolute intensities, as shown in Table 1.
With our model we can reproduce experimental digital point for individual
lines with a goodness of fit better than 1%. However, that shows the statistic
involved to reproduced the line profile, point by point. But from the average
and the dispersion of the five set of measurements it is found an absolute
error of about 5% for each intensity coefficient. Values, derived for the band
strength SY and SY confirm the ratio of 0.28 previously determined for
S7/S9,1 but lead to an overall strength S} + S3 about 15% lower than the
value measured by Van Straten.!*!
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CONCLUSIONS

Summarizing, we have obtained the spectrum of PHj in the important
Sum observational window of Jupiter, between 2200 and 2400cm~' and
measured the intensity coefficients at 294 K for individual lines. The number
of 138 lines reported is only limited by the rather time consuming computer
processing involved. Our fitting procedure allowed us to accurate repro-
ducing individual lines or set of lines within limited segments. From five
relevant sets of spectra involving different experimental conditions we esti-
mate the absolute error for any of our retrieved intensity coefficients to be
about 5%. As PHj is known to be present in Jupiter, as well as in Saturn, the
investigation of line parameters in the laboratory is hence of importance for
astrophysical applications.

REFERENCES

1. Baldacci, A.; Malathy Devi, V.; Narahari Rao, K; Tarrago, G. J. Mol.
Spectrosc. 1980, 88, 311—-322.

2. Tarrago, G.; Ulenikov, O.N.; Poussigue, G. J. Physique. 1984, 45,
1429—1447.

3. Tarrago, G. Private communication.

4. Van Straten, A.J. J. Molec. Spectrosc. 1977, 65, 202.

Received December 11, 2001
Accepted June 15, 2002



