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We have measured dc-induced optical second-harmonic generation by a focused laser
beam; we verify the predicted dependence on geometric and physical parameters, thus
providing a novel method of probing the confocal parameter at the laser focus. In addi-
tion, we have deduced values of Xy, (—2w; 0,w,w) for the inert gases, and we find good

general agreement with various other data.

Copious generation of optical second harmonic
due to electric-dipole interactions is restricted
to those systems which lack a center of inver-
sion. However, the application of a dc electric
field to a centrosymmetric system removes this
restriction, making possible the observation of
dc-induced optical second harmonic. This pro-
cess was first demonstrated in a solid by Ter-
hune, Maker, and Savage! and in a number of
gases by Mayer et al.?

We wish to report the following: the results of
an analysis of dc-induced optical second-harmon-
ic generation by a focused laser beam where the
phase of the optical field near the focus is given
special consideration; the experimental confir-
mation of this analysis; and measurements of the
coefficients for the inert gas atoms.

A schematic diagram of the apparatus is shown
in Fig. 1(a). The ruby laser beam (0.8 MW peak
power at 6943 A) was brought to focus near the
center of a cell containing the gas under investi-
gation. A pair of cylindrical electrodes whose
geometry and dimensions are shown in Fig. 1(b)
provided a dc electric field in the region of the
focus. Second-harmonic light at 3471 A was fil-
tered from the fundamental by an aqueous copper-
sulfate filter and a quartz prism monochomator
(resolution =120 f\) and detected with a photo-
multiplier (1P28). This signal, proportional to
the harmonic power €2, was displayed on a dual-
beam oscilloscope together with the signal from

a photodiode monitoring the laser power ¢,
Among the gases that we have investigated so far,
none has failed to give a clearly detectable sig-
nal, and the number of harmonic photons gener-
ated per laser pulse has ranged from about 6 X102
for xenon to 4X10® for helium.

We wish to relate ®3“ and ®“ to the atomic co-
efficient for dc-induced second-harmonic gener-
ation, x(-2w;0, w, w) defined by

P2“=3pLy;(~-2w; 0, w, w)E °E “E ,“. (1)

P and E are polarization and field amplitudes,
respectively, at frequencies indicated by super-
scripts, p is the relative density in amagats, and
L is Loschmidt’s number. Local field factors®
have been taken to be unity and the factor 3 is in-
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FIG. 1. (a) Schematic diagram of the apparatus.
(b) Electrode geometry.
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cluded in accordance with the convention

alllial;go X(_wo; W, Wy, ws) =x(0;0,0,0). (2)
The laser beam is taken to be a lowest order
Gaussian mode with wave vector £&“, confocal
parameter b, and beam waist located at the co-
ordinate origin. All of the gases studied exhibit
normal dispersion throughout the wavelength re-
gion 6943-3471 A so that the wave vector mis-
match A% defined by

Ak =2RY k2% (3)

is negative and small compared to k., Ak, will
be used to indicate the wave vector mismatch at
STP. The transverse dc electric field E,°(z) in
the region of the beam is given, to a good approx-
imation, by

o 2V 1

E,%=) = dcosh~X(1/2a) 1+[2(z~z,)/d ]’ “
where

d? =1%-4a?, ®

The approximation depends on the optical beam-
waist diameter being small compared to d and its
far-field diffraction angle 6 being small, In Eq.
(4), V is the applied dc voltage, a is the elec-
trode radius, ! is the distance between the elec-
trode axes, and z, is the 2 coordinate of the elec-
trode axes [see Fig. 1(b)]. The distance between
equivalent thin electrodes, d, is also a measure
of the extent of the field in the z direction. An
analysis similar to that applied by Kleinman,
Ashkin, and Boyd* and by Ward and New® to relat-
ed problems yields

36774142 3 2
02 = (@B, ap) P g

X
Ak,
X3 FEBOZE),

where X is the relevant element of x(-2w; 0, w, w)
and e is the base of natural logarithms. I', B,
and Z are dimensionless factors which can be
optimized to unity by choice of experimental
parameters and are given by the following:

- 2
re =2 exp( 22 ) ()
Py Po
where the optimum relative density,
po=2/ldl k4l ], (8)

is that which makes the coherence length in the
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gas equal to 7d/2;
B(b) = 4[(b/d)"/? +(a/b)"/?]™ (9

which is optimized by setting the beam confocal
parameter b equal to d; and

Z(z)={1+[2z,/(b+a) P} 1 (10)

which is optimized when the plane of the elec-
trode axes is located at the beam waist. A de-
tailed derivation of this analysis will be present-
ed elsewhere.

The dependence of ®2“ on various parameters
predicted by Eq. (6) has been studied experimen-
tally. The expected dependence on optical power
and dc electric field has been verified. That is

@2 e ()" [E Xz ) I,

where (for harmonic generation in helium) it is
found that »=2.00+0.06 for #“<0,8 MW and m
=2.06+0.06 with E°<75 esu. Figure 2(a) shows
an example (for nitrogen) of the dependence of
optical harmonic power on gas density. The pow-
er has been normalized to unity at the maximum
but the abscissa is fixed by gas density, elec-
trode geometry, and a value for Ak, taken from
the literature.® The theoretical curve is ['(p)
from Eq. (7) and the fit is seen to be good. Fig-
ure 2(b) shows the variation of optical harmonic
power (in this case for air) as the electrodes are
moved along the optical beam. A curve of the
form Z(z,) given by Eq. (10) has been fitted to the
data. The width of the curve yields a value for

b, an effective beam confocal parameter, which
is about thirteen times larger than the value es-
timated from the far-field diffraction angle of the
beam, 6, using

b=4/(R“5?). (11)

This lack of quantitative agreement is not sur-
prising since Eq. (6) has been constructed for a
single, lowest-order, Gaussian-mode laser beam
while the laser used here exhibits complicated
multimode structure. However, the effective b
derived from plots similar to Fig. 2(b) does re-
main in the range 8-18 times the value of 4/(2“6%)
as the focusing optics are modified to change 0
over a range 0.0054-0.036. This scanning pro-
cedure constitutes a novel method for probing

the form of the laser beam near the focus. Fig-
ure 2(c) shows the effect on harmonic power of
changing b by changing the focusing optics. For
each optical arrangement, b was determined from
the width of a plot similar to Fig, 2(c). Data for
two electrode pairs of different sizes are includ-
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FIG. 2. (a) Normalized harmonic intensity as a function of gas density compared with the theoretical curve from
Eq. (7). (b) Normalized harmonic intensity as a function of electrode position z, compared with the theoretical
curve from Eq. (10). The width of the curve yields an effective value for b. (c) Normalized harmonic intensity as
a function of b as derived from plots like that shown in (b). Data are shown for two electrode sizes subject to the
same intensity normalization. The theoretical curve is from Eq. (9).

ed, both sets of data having been subjected to the

same harmonic-~intensity normalizing factor.

The fit to the curve B(b) given by Eq. (9) is sur-

prisingly good bearing in mind the multimode

structure of the laser beam. We intend to repeat

these experiments with a single-mode laser.
Equation (6) has been used to obtain values of

X (=2w; 0, w, w) for the inert gases from measure-

ments of ®2“/(®“)%, For spherically symmetric
atoms there are two independent nonzero coef-
ficients, say X,y and X,.., (dropping the frequen-
cy labels for brevity). In the present experi-
ments these two coefficients are measured in-
dependently with the optical field linearly polar-
ized either parallel (E“=9E,“) or perpendicular
(E“=%E,“) to the dc electric field [E°=5E 0, see
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Fig. 1(b)]. In each case the harmonic field was
found to be linearly polarized in the ¥ direction
as expected. It can be shown that

1112 nyxxv (12)

lim  X,y,,=3
0 wwe“—>0

wzl woz-—»
where w, is a characteristic excitation frequency
for the atom. This relation should be less well
satisfied for krypton (w?/w,?~0.15) than for heli-
um (w?/w,2~0.005). However, we find

Xy3y(Kr) 38Xy, (He)
3 wax(Kr) Xyyyy (He)

suggesting that X,,,(Kr) and 3X,,,(Kr) are equal
to within 14%. Other measurements reported
here are confined to X,,,,. For helium the abso-
lute value is found to be

=0.98+0.12,

Xyyyy(He) = 3.8 X107 esu/atom (experimental),

with an estimated factor-of-three uncertainty.
This may be compared with the result of a time-
dependent perturbation-variation calculation by
Sitz and Yaris” which is thought to be good to 1%,

Xyyys(HeE) = 3.79X107% esu/atom (theoretical).

Table I. Experimental values for Xy, (=2w;0,w,w) in units of 1

The close agreement is very satisfactory but
limited in significance by the large experimental
uncertainty which arises largely from the uncer-
tainty in b and from a lack of detailed knowledge
about the multimode structure of the laser beam.
Ratios of coefficients can be determined experi-
mentally with much smaller uncertainties (3-7%).
These ratios for the inert gases scaled to the
Sitz and Yaris value” for helium are shown in
Table I together with values of Ak, from the lit-
erature and typical experimental values for the
density p and the dc electric field E,%(z,). Each
ratio represents data from three different runs
involving a total of about 400 laser shots. Also
shown in Table I are (i) Xy, calculated using a
simple theory due to Dawes® and normalized to
the value for helium calculated by Sitz and Yaris,”
(ii) various theoretical dc hyperpolarizabilities
X°, (iii) experimental Kerr coefficients x* (ac-
curate to better than £+10%), and (iv) experimen-
tal third-harmonic coefficients (accurate to
+20 %) normalized to the value for helium calcu-
lated by Sitz and Yaris.” Coefficients for these
different processes in the same atom are ex-

0~%%su/atom; the absolute result for helium is

shown and relative values scaled to the value for helium calculated by Sitz and Yaris (Ref. 7). Columns (@i)-(iv)
show other nonlinear coefficients for comparison as discussed in the text. Also shown are Ak, from the literature
and typical experimental gas densities and dc electric fields.

bk o EQ(2,) Xyyyy (~2030,0,0) x° i 3
cm_l amagats esu experiment theory .
(1) (i1) (111)9  (1n)¥
——————— absolute -—m———
He 0.0946% 32 76 3.8 x 3%1 0.88 3.597 b5
(.38, 3.0M
— relative to x(He) = 3.79% ——
He 3.79 3.79 ' 4.0
Ne 0.177° 24 19 10.5 + 0.34 7.05 10.48 | 3.50 8.5 8.9
Ar 1.754¢ 2.5 23 119 + 3.8 110 1948 | 850 98 126
Kr 3,644 1.2 15 291 + 14 265 - 233 386
Xe g.71¢ 0.5 1 805 + 57 757 - 650 979

2C. R. Mansfield and E. R. Peck, J. Opt. Soc. Amer. 59, 199 (1969).
bC. Cuthbertson and M. Cuthbertson, Proc. Roy. Soc., Ser. A 135, 40 (1932).
°B. Quarder, Ann. Phys. (Paris) 74, 255 (1924).
43. Koch, Kgl. Fysiogr. Saellsk. Lund, Foerh. 19, 173 (1949).
®Ref. 7.
fM. N. Grasso, K. T. Chung, and R. P. Hurst, Phys. Rev. 167, 1 (1968); A. D. Buckingham and P. G. Hibbard,
Symp. Faraday Soc. 2, 41 (1968); and Ref. 7. Average shown of three substantially identical results.
EP. W. Langhoff, J. D. Lyons, and R. P. Hurst, Phys. Rev. 148, 18 (1966) —uncoupled Hartree~Fock calculations.
hp E. Sitter, Jr., and R. P. Hurst, to be published— coupled Hartree-Fock calculations.
i A. D. Buckingham and D. A. Dunmur, Trans. Faraday Soc. 64, 1776 (1968).
Ref. 5.
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pected to differ since (w/wy)? is not negligible.
The differences exhibited by the data in Table I
are close to estimates which we have made on
the basis of Dawes’® theory. We conclude that
the experimental dc-induced optical second-har-
monic coefficients are consistent with the data
presented, to within 1.5 times the combined un-
certainty.
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Precision Infrared Zeeman Spectra of CH, Studied by Laser-Saturated Absorption*

E. E. Uzgiris,T J. L. Hall,i and R. L. Bargeri
Joint Institute for Labovatovy Astvophysics, University of Colovado, Boulder, Colovado 80302
(Received 10 December 1970)

Zeeman splitting of the methane 2947.912-cm”! Fi(z) line was studied. The g factor of
the rotational magnetic moment of methane was measured to be g; =+0.311+0.006 and it
was found that g;(v5=1) is equal to g;(¥3=0). A Doppler-generated “level-crossing” sat-
urated absorption signal was observed and is described.

There have been a number of studies exploiting
the very narrow linewidths obtained through a
variety of nonlinear optical processes.’”® In this
Letter we report an investigation of the Zeeman
splitting of the F,®) component of the methane
P(7) v, line.® Some aspects of the Zeeman struc-
ture of this transition have already been investi-
gated by Luntz and Brewer® using a level-cross-
ing method. Exploiting the particularly good pre-
cision capability of methane saturated absorption
and frequency-offset locking, we have been able
to resolve the magnetic splitting of the methane
infrared line despite the smallness of the meth-
ane rotational magnetic moment.

Nonlinear absorption of 3.39-um He-Ne laser
radiation by methane has been thoroughly de-
scribed in Ref. 1. We departed in this experi-
ment from the standard arrangement described
there by using an absorption cell external to the
laser cavity, thereby making it possible to change
readily the type of light polarization and its ori-
entation as well as the orientation of the magnetic
field. Frequency-offset locking, an eminently
satisfactory way of obtaining precision line
shapes and line-center shifts, was again a cen-
tral feature of the measurement technique. Be-
cause a particular laser frequency can be offset
from a reference laser with almost the same pre-

cision as contained in the reference, we are able,
with either digital or analog procedures, to pro-
gram a frequency scan of excellent reproducibili-
ty. The fluctuations of the absolute frequency of
the controlled laser are about 150 Hz for a 1-sec
averaging time.

We briefly consider the experimental details.
(1) A reference laser is locked to the center of
the methane absorption signal. (2) The beat-fre-
quency signal between this reference and a sec-
ond laser, the local oscillator, is obtained and is
frequency-locked to a convenient value, 4500 kHz.
(3) Finally, a beat is obtained between the local
oscillator and the powerful laser oscillator that
illuminates the external absorption-cell system.
The external cell system is either locked to its
absorption-line center (the beat frequency being
monitored as the magnetic field is changed) or to
a programmed frequency offset from the local
oscillator source. The desired line shapes of the
external cell absorption are then extracted by
multiple-pass signal-averaging methods.

A 1-m-long He®*-Ne® laser with about TmW of
output power is the radiation source for the ex-
ternal cell. After passing through a Rochon po-
larizing prism, about 8% of this output is steered
into one detector. This signal is used to dynami-
cally control the laser excitation, thus producing
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