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Anomalous transitions in two-level
systems driven by the ac Stark
effect

W. Leo Meerts, Irving Ozier, and Jon T. Hougen

Abstract: An unusual type of nonresonant absorption signal produced by the ac Stark effect

has been observed in a two-level avoided-crossing system. The theory for these anomalous
transitions has been developed. The nonresonant signals have been shown to be caused by the
perturbation by the oscillating field of the dephasing of the two-level system at the avoided
crossing. A series of measurements of these anomalous transitions has been carried out using
the avoided-crossing molecular-beam electric-resonance technique. In addition, different types
of resonant multiphoton transitions have been investigated. Results are reportedAar-the

barrier anticrossing witlh = 1 in CH;SiHz. The experimental findings are in good agreement

with the theory developed.

PACS Nos.: 33.20Bx, 33.80Be, 42.50Hz

Résumé Nous observons un type inhabituel d’absorption non résonante produite par un effet
Stark ac dans un systéme a deux niveaux évitant le croisement. Nous développons une théorie
décrivant ces transitions anomales. Nous montrons que les signaux de non-résonance résultent
de la perturbation causée par le décalage du systeme a deux niveaux lors de I'évitement du
croisement. Nous avons effectué des séries de mesures sur ces transitions anomales en utilisant
la technique de résonance électrique dans un faisceau moléculaire. Nous analysons aussi
différents types de transitions résonantes multiphoniques. Nous présentons des résultats pour
une barriére anticroisemeAtE avecJ = 1 dans du ChiSiH;. Les résultats expérimentaux sont

en bon accord avec ceux de la théorie développée ici.

[Traduit par la Rédaction]

1. Introduction

In the understanding of the interactions between radiation and matter, the two-level problem [1]
plays a fundamental role. A two-level problem is defined as a system in which two individual states
have interactions only with each other and with external fields. Avoided crossings in symmetric top
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molecules were found to provide an ideal example of an isolated two-level system, and can be used to
study the behaviour of this system in external oscillating fields. In a previous paper [2], an unusual type
of resonant multiphoton transition was reported. Absorption of as many as 40 photons was detected
under moderate conditions. To drive these transitions, the amplitude of the monochromatic oscillating
field was only a factor 40 larger than was needed to optimize the corresponding one-photon transition.
It was found that the linear ac Stark effect was responsible for this effect. In particular, as a result of the
K -degeneracy that exists f& # 0 in a symmetric top, the Stark effect produces diagonal terms in the
two-by-two Hamiltonian matrix for the two-level system. These diagonal Stark terms can be transformed
into the more usual off-diagonal position in the matrix, but now associated with an effective oscillating
field which contains a large number of harmonics of the single frequency being applied. Measurements
were taken in a fixed static electric field by sweeping the frequency of the oscillating field.

Two-photon microwave transitions associated with the same mechanism have been observed by Mar-
tinache et al. [3]. In that experiment, the frequency of the oscillating field was approximately 8.6 GHz.
The two-photon transitions were detected by observing one-photon emission signals at 17.3 GHz with
a Fourier transform crossed-cavity spectrometer. The identification of the absorption mechanism was
confirmed by showing that only the transitions with== 0 appeared in the spectrum when the radia-
tion was properly filtered, even though ttE = 0) lines were easily observed when the filtering was
removed. This experiment clearly demonstrated that the multiphoton transitions are not limited to the
avoided-crossing technique or to the radio-frequency region, but are of a much more general nature.

Several studies of multiphoton transitions in a two-level system have been discussed in the literature
in a variety of other fields, including magnetic resonance [4] and multiphoton excitation with intense
laser pulses [5]. Perhaps the most relevant of these related studies is the work on multiphoton microwave
transitions between Rydberg states in potassium [6, 7]. These Rydberg studies involve pairs of levels
that undergo an avoided crossing, with at least one of the interacting levels having a linear Stark effect.
Although the system being investigated, the experimental methods, and the theoretical treatment are
all rather different from those in our earlier work [2], the underlying physics is very similar in the two
cases. The theoretical approach used in the current paper will be modelled on that developed in our
earlier investigation of multiphoton transitions in symmetric rotors [2].

During a series of molecular-beam electric-resonance (MBER) studies on avoided crossings [8-11],
another type of anomalous transition was observed. The crossing field for an anticrossing is defined
to be the value of the constant external electric field for which the energy separation between the two
interacting levels is a minimum. At (or near) the crossing field, transitions between the two levels could
be driven with a monochromatic electric field oscillating at a frequency that was arbitrary (within very
broad limits). The fixed-energy separation of the two levels was typically of the order of a few kHz, while
the frequency of the oscillating field was varied typically from 50 to 1000 kHz. The associated signals
are clearly nonresonant. These nonresonant transitions played a very important role in the avoided-
crossing studies [8—11]. Since the strength of these anomalous absorption signals was insensitive to the
frequency of the oscillating field, these signals were extremely useful in making an initial determination
of the crossing field for two levels whose zero-field energy separation was poorly known beforehand.

In the current paper, the theory is developed that is needed to describe these anomalous nonresonant
transitions. It is shown that the absorption arises from the perturbation by the oscillatory field of the
dephasing of the two-level system at the crossing. As was the case with the resonant multiphoton
transitions reported earlier [2], the absorption mechanism for these nonresonant transitions requires
that at least one of the two levels has a linear Stark effect. A series of measurements has been carried out
with the constant field set to the crossing value to within experimental error. Good agreement was found
between the experimental observations and the theoretical predictions. Besides these avoided-crossing
MBER measurements at the crossing, further studies of the resonant multiphoton process have been
carried out, including one in which the frequency of the oscillating field is held fixed and the static
field is varied. In each such study, the dependence of the transition probability on the strength of the
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radio-frequency field is investigated. In each case, it is found that the theoretical predictions are in good
agreement with the experimental data.

2. Theory

2.1. Background

The analysis starts with the basic equations of an anticrossing system of twojlevelsor 2, as
discussed in detail in ref. 8. The levels are tuned to the avoided crossing by the application of a constant
homogeneous external electric figld However, the limitt — 0 will be considered first. In this limit,
three assumptions are made. First, itis assumed that each of the two levels has a linear dependence of its
energy on the field.Second, it is assumed that the dipole-moment operatiwes not couple the two
states, except possibly through higher order terms, which will be neglected. Third, it is assumed that
the Stark effect is positive for the lower lewgl = 1) and negative for the upper levgl = 2). Under
these conditions, asis increased from zero, it will eventually reach a value at which the Stark effect
cancels the zero-field energy splitting, which is here defined so as to be positive. This valug isf
the crossing fieldc (defined above), and the levels will cross at this field if no additional interaction
is present. However, if there exists a nonzero coupling matrix element between the two states, they
will undergo an avoided crossing. This coupling matrix element can arise from a variety of different
mechanisms. For symmetric tops, a number of these mechanisms have been discussed inrefs. 8,9,11-13.
The magnitude of the coupling matrix element will here be denémdc. (The sign does not affect
any of the results obtained in the current work.) Whien is smaller than the instrumental resolution,
it has not been possible to determine this coupling matrix element by direct frequency measurements.

The specific case studied in the current woikthe A E-barrier avoided crossing/ = 1, K =
Fl,o =0,my = £1,T = E;) «— (1, £1, F1, +1, E3) in CH3SiH3 [9]. See, in particular, the
energy level diagram shown in Fig. 2 of ref. 9. In the lithit> 0, the(I" = E;) state is the lower
level, here labelledj = 1), while the(I' = E3) state is the upper level, here labelled = 2).

The crossing field in this case & = 1.719 kV/cm. The diagonal electric dipole matrix element
wij =wpu(J,K,my) = uKmy/J(J + 1), where the permanent dipole moment= 0.73456G3) D
(1 D =333564x 10730 C m) [14]. For this particular anticrossinggs = —u11 = 1/2.

2.2. Time evolution of a two-level system without an external excitation field

The HamiltoniarA for the two-level anticrossing system will initially be investigated in the absence
of an external oscillating field. In this cask, has no explicit time-dependence and can be written as
the sum of two time-independent parig;, which describes the zero-field splitting and the linear Stark
effect, andH¢, which describes the coupling between the two levels.

H = Ho+ H: (1)

For Hp, the eigenvalues and time-dependent eigenfunctions are \AEiﬁéand\Ilj (1), respectively,

2 The results obtained here for the electric field case can be easily converted to the form appropriate to the corresponding
magnetic case.

The present analysis can easily be adapted to the case where only one of the two levels has a linear Stark effect.

In the specification of the quantum numbers for the avoided crossing, upper signs go with upper, and lower signs with lower.
The system of levels can be thought of as consisting of two independent two-level problems. In fact, when the nuclear spin
quantum numbers are taken into account, there are many more levels involved. It has been shown that these break up into a
series of two-level problems if a small magnetic field is applied; see refs. 8 and 13. In the current work, the data were taken
in the ambient magnetic field, and the break-up into a series of two-level problems is based on empirical evidence, as was the
case in ref. 13.
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with j = 1, 2. The Hamiltonian matrix fofp can be written

E? o ( —3Ao—p1uE O )
H = 1 = 2 2
(Ho) ( o EY ) 0 +3 A0 — 12z @

So that the signs of the linear Stark effects lead to an avoided crossing (as noted above), it is required
thatiu11 < 0 anduo2 > 0. As can be seen from Sect. 2.1, th&-barrier avoided crossing of interest

here meets this requirement. The second-order Stark effect is neglected here. Thefgyymaidibe

used to represent the energy differee: O _ Eio)).5 Herehwq is positive below the crossing, zero at

the crossingé = &c), and negative above. The time-dependent eigenfunctiofly oin be written in

the standard manner in terms of the time-independent spatial eigenfungtions

/b

. (0
w0 = e oy ) = EQyr) 3)

In the basigy1(r), ¥2(r)}, the matrix forH itself can be written

0 1
-~ [ EQ o 0 L haoe
=5 b0 )+ (B &) @

For A, the eigenvalues are writte;, with j = 1, 2. The choice for the labels 1 and 2 is made
such that the energy differenc¢&, — E1) between the two states is positive below the crossing and
negative above. (This choice is in accordance with that made earlie{E@r— Eio)).) From (4),

|Ey — E1| = liores = \/ (E — E)2 4+ (hwe)?, wherewresis the associated resonance frequency.

Far from the avoided crossingfz — E1| >~ ‘Eéo) - Eio)) > hwe, and the effect ot on the energies

E; can be neglected. At the crossing figll, — E1| takes the valuéwc. Near the avoided crossing,
not only are the energies affected By, but, in addition, the time evolution of the eigenfunctions is
affected evenin the absence of an explicit time-dependenc#irThis is caused by the mixing of the
stateqy1(r), ¥2(r)} by the off-diagonal terms i/;. In effect, the system is prepared witHar from
£c in an eigenstate aflo, which is not an eigenstate &f. Then|& — &c| is reduced to zero and, as is
shown below, the system oscillates between the eigenstatés of

The time-dependent solutiah(¢) of the complete Hamiltonia® can be obtained in the form

(1) = ar(t)W(t) + (1) Wa(r) (5)

By substituting (5) intoH ®(r) = ih(d®(¢)/d1), multiplying by \IJ;‘ and integrating over the spatial

variables, the following pair of differential equations are obtained:fér) andax(z):

L Gaa(r) 1 ot L dap(t) 1. Fiwor

lh—dt = Ehwcaz(t) e , ih e Ehwcal(t) e (6)
Equations (6) can be solved analytically. It will be assumed that all molecules are iry state

before entering the region whegyés close tcc, and stay in that region for a timeThe initial conditions

then arei1(t = 0) = 1, anda>(r = 0) = 0. With these initial conditions, the solution fat(z) can be

written

; 1. w 1. ~
~ _ 2 L@ . 2
ai(r) = et/ [cos<59t> + 15 sin (EQt>] , Q=,/w§+ vt @)

5 |t should be noted that the definition @f used in the current paper differs slightly from the one used in ref. 2.
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The probability of finding the molecule in stafe= 1 is given by|Ez1(t)|2. Consequently, the change
(AI) in the number of molecules in staje= 1 after the molecules have been in the region near the
avoided crossing for a timeis |d1(¢)|? — |d1(0)|2, where

2
~ ~ 2 w . 1.

2.3. The effects of a time-dependent resonant field far from the crossing

The effect on the two-level system will now be investigated of a coherent excitation field of the form
V(t) = ¢ coswt. Heree andw are, respectively, the electric field strength and the angular frequency of
the applied radio-frequency field. Approximations will be made that are appropriate to the case where
|& — &c| is large andw/wo) is close to (or equal to) an integer value. These conditions correspond,
respectively, to being far from the crossing and to being near (or on) resonance. The Hamitfonian
describing this system is given by

H = Ho+ Hc+ V(1) ©)

In the basigy1(r), ¥2(r)}, the matrix for Hamiltoniarf can be written

([ EP o 0 o —p116 coswt 0
(H)_(O EY + Shoe O Lo — [L22€ COSwt (10)

The time-dependent solutioh(¢) of H can be written as a linear superposition of the two functions
V;(t) (j = 1,2 asin (5), but with new superposition constant& ). By following the procedure used
to derive (6), the following pair of differential equations can be obtained fou tk®:

day (¢ 1 .
ih a;( ) = —u116 COSwt ay(t) + Eha)caz(t) g ol

da t(t) 1 (11)
ih C?t = +§hwca1(z‘) ghieol _ U228 COSwt az(t)

The case currently under consideration where the static externa feefdr from the crossing value
&c was treated in our earlier work [2]. It was found that the effect &f) on the diagonal in (10) could
be transformed to the more usual off-diagonal position in the matrix through the introduction of an
effectivenscillating field, which contains a large number of harmonics of the frequeacyually being
applied. The:th harmonic can induce multiphoton transitions when the resonance conditienwg
is met. In this case, the chang&{) in the number of molecules in state= 1 after the molecules have
been in the C-field region for a times

Al = a1 — 1 X sin2<1sz z)
= al —_ = ——F —
Q2 2™

where

Q, =/ (nw — wp)? + x2

and

(122 ;a),ull) 8] (12)

HereJ, is the Bessel function [16] of integer ordemwith [z| > 1. As was done in Sect. 2.2 faf (1),

the initial conditions applied ta; (1) wereai(t = 0) = 1;a2(r = 0) = 0. Note that the expression for

AT given in (12) for the situation being considered here has the same form as that given in (8) for the
situation considered in Sect. 2.2.

Xp = wedn |:
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2.4. The effects of a time-dependent nonresonant field at the crossing

The case of primary interest in the current work whergs =~ wc andw > wres Will now be
investigated. These conditions correspond, respectively, to the static externgl beldg close to
the crossing valuéc, and to the frequency of the oscillating field being far above the resonance value.
Much of the previous development still applies. The Hamiltorfiaof (10) is valid. The time-dependent
solution®’(r) of H must satisfy (5) with superposition constam$t), but the primes have been added
to indicate explicitly that the solution is qualitatively different from that discussed in Sect. 2.3. The
a} (r) satisfy (11), but different approximations will be introduced.

The physical problem now being considered is quite different from those previously discussed in the
literature. In particular, it is quite different from the usual two-level problem discussed by Shimoda [15],
and from the problem of the multiphoton transitions described in Sect. 2.3. In both the former and the
latter, the rotating-wave approximation is made; while, in the latter, a near-resonance assumption is
made that the angular frequeneyof the applied oscillating field or itsth harmonicrw is close (or
equal) to|E2> — E1| /h. In the problem considered in the current section, both the rotating wave and its
counter-rotating partner are off-resonance by about the same frequency difference sinegss In
spite of this, becausey = 0, a single assumption can be introduced that is equivalent to the rotating
wave approximation and the near-resonance assumption combined.

To solve (11) for thez} (1), the substitution given in eq. (7) of ref. 2 is made,

a} (t) = ei(ujje/ﬁw) Sinthj (1) (13)

Then a Fourier expansion oflg2z—r1e/he]sinet s carried out. This yields

+oo

L dXa(r) 1 (122 = R1DE | tineor —iwot
ih=—— = Sho o — e inot g=iool ¥, (1)

(14)

L dXo() 1 X (n22 — pH11)e
L e L D e

n=—oo

It is now assumed thabg vanishe$. This simplifying assumption is justified by the fact that the
experimental data were taken with— &c| = O (to within experimental error). It is then noted that the
analog of resonance occurs for this case when= wg = 0, i.e., whemm = 0. Sincen specifies the
harmonic of the effective applied radio-frequency field that results from the substitution made in (13),
the @ = 0) case corresponds to the resonance being driven by the D.C. component of this effective field.
The assumption will be made that only this£ 0) componentisimportantto the time evolutioritf(z)

and X»(z). ThisD.C. assumptiofis equivalent to the combination of the rotating-wave approximation
and the near-resonance approximation because, whe®, the value otv is irrelevant (within very

broad limits). Once the D.C. assumption is made, (14) becomes

X 1 —

ihd 10) _ ~hweJo (n22 — p11)e Xo(1)

dr 2 hw (15)
L dXo(r) 1 (n22 — p11)e
ih dt = Eh(,()c.lo T Xl(f)
The differential equations (15) have the exact solution
X1(t) = COS(Q)CJO [M} L) (16)

hw 2

6 Of coursewc was not set equal to zero.
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Fig. 1. Comparison between the numerical solution of (14) and the analytical solution given in the second equation
of (17). The former was used to generate the open dots, while the latter was used to generate the line.

1.0 +
€ os|
G
0.0}
0 5 10 15 20
(Meo-Myp) €/ MO
so that
2 1 (22— p11) €
|ay(1)|” = cog (EQOI) . Qo=wclo [T} (17)

Here Jp is the Bessel function [16] of order O. It is interesting to note that the expressiof,for
obtained from (12) has the same form as thatgrin the current case where the frequencis far
above resonance.

The accuracy of the analytical solution given in (17) is illustrated in Fig. 1 by making a compari-
son with the numerical solution of (14). To characterize the analytical solutiomalﬂz, the value
of (Qo/wc) was calculated with the second equation of (17). To characterize the numerical solution,
(R0/w¢) was calculated witlf2g obtained from the first equation of (17) using the numerically deter-
mined value ofa/l(t)|2. To generate Fig. 1, the comparison was made for various different sets of values
for ¢, we, w, ande covering the range relevant for the current experiment. From Fig. 1, it is clear that
the analytical solution and the numerical calculations agree very well indeed.

3. Experimental details and results

3.1. Background

The basic molecular beam electric resonance (MBER) apparatus has been described in detail else-
where [17,18]. The experimental methods and conditions were very similar to those used before for
CH3SiH3 [9,14]. The sample was made by reducinggSkCIz with LiAIH 4. The data were taken using
the ion peak with a mass-to-charge ratio of 44. The seeded-beam technique was used; a 5% mixture
of methyl silane in argon at a backing pressure between 1 and 1.5 bar (1 baPa)l@as expanded
through a 5Qum nozzle with the source at room temperature. The velacidf the molecules in the
beam was~550 m/s and the rotational temperature was K. The measurements were taken in the
ambient magnetic field.

The static and oscillating electric fields in the transition region were generated by the Pyrex C-field
described in ref. 19. See, in particular, the coating pattern of the plates shown in Fig. 1 of ref. 19. For the
anticrossing measurements, it was necessary to observe only transitionsmite= 0, wheremT is
the eigenvalue of the component aldngf the total angular momentum. Consequently, the C-field was
connected in the parallel plate configuration withnde parallel. Four different sections with lengths
along the molecular beam of 2.2, 3.6, 2.1, and 2.0 cm were available. The wires connecting to these
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Fig. 2. Free-decay intensity as a function of the lenpti the C-field. The solid triangles are the measurements,
while the line represents the best fit to the experimental data using (8).
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sections were accessible from outside the vacuum. Using these wires, the four sections were divided
into anactive regiorto which the oscillating field was applied when necessary, andratctive region

to whiche was not applied. The active region (of leng}ltonsisted of either a single section, or a set

of contiguous sections. The static field on the inactive region was sufficiently different from that on the
active region that the inactive region did not have to be taken into account in analyzing the data. In this
way, the effective interaction time= [ /v in the avoided-crossing region could be varied.

3.2. Free decay of the molecular state

The first experiment was carried out with the static electric field set to the crossing §atuéd,
wp = 0), and with no oscillatory exciting field present. This is the situation considered in Sect. 2.2. The
molecules enter the C-fieldafter being state-selected by tHefocussing field in the level that has a
positive Stark effect. In the notation of Sect. 2.2, all molecules enter the avoided-crossing region in state
(j = D);thatis,a1(r = 0) = 1. TheB-focussing field operates as an analyzer, defocussing molecules in
levels with a negative Stark effect. Consequently, molecules leaving the C-field(if th@) state are
removed from the beam, and the signdi at the detector is given by (8) with= t = //v. In practice,
the experiment was carried out by first measuring the intensity vith&- and then subtracting the
corresponding intensity measured with the static electric fiedditched to a value far enough away
from &¢ that no transitions occur as the molecular beam passed through the C-field. Naté tha,
since a decrease in signal occurs wkea &¢.

The signalA 7 was measured for a number of lengthef the C-field. The observed points were fit
to (8) withv = 550 m/s andvg = 0. The only adjustable parameters in the fit weye= w¢/27 and
the signal normalization. The best fit to the experimental data was obtainegl for4.2(1.0) kHz 8
The experimental measurements and the best calculated fit are compared in Fig. 2. In assessing this
comparison, it must be remembered that accurate measurements of intensity in an MBER experiment
under these conditions are quite difficult, since the accuracy depends on various experimental conditions,
such as inhomogeneities in the static electric field, which can change with the length of the C-field. The
agreement in Fig. 2 is consequently regarded as satisfactory, a conclusion supported by the fact that the
value obtained for. agrees quite well with the more accurate result determined in Sect. 3.3.

7 Itis understood from the context that the term “C-field” refers here only to the active region.
8 Uncertainties given in parentheses here and elsewherg fare of Type A and represent one standard uncertainty for this
parameter, as obtained from the various least-squares fits to experimental data described in the text.
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Fig. 3. Normalized intensity of the resonant single-photon transition as a function of the amplitatithe
oscillating field: &) v = vo = 100 kHz; p) v = vy = 200 kHz. The solid symbols are the experimental data. The
lines were obtained by fitting the data to (12).
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3.3. Analysis of multiphoton transitions

In our earlier work [2], a series of measurements on gt CHCFs was presented for the values
of & at which sirf (%Qnr) in (12) reaches itéirst maximum? In ref. 2, the value: associated with

this first maximum was denoteﬁggt. See, in particular, column 6 of Tables | and Il of ref. 2. These
measurements were done for various values of the numbéabsorbed photons. They led to values
of v¢ for the anticrossings studied.

Similar measurements were made hereifer 1 for the avoided crossing being studied in£3iHs,
in part to determinec by another method. In the current work, the frequeney w/2r of the oscillating
field was set to 100 kHz and the static figlevas used to tune the energy level spacing to resonance for
the one-photon transition. Withandv fixed, the signalA I was measured as a function of the amplitude
¢ of the oscillating field. The experiment was then repeated with200 kHz. The results are presented
in Fig. 3afor v = 100 kHz and in Fig. B for v = 200 kHz. Several maxima were observed in each
case.

The results for each value ofwere fit to (12). The dipole paramet@ro, — 111) = u; see Sect.
2.1. Thus, the only adjustable parameters again weeand the signal normalization. As can be seen
from Fig. 3, the agreement was very good for each value. dfi assessing the quality of the fits, it

9 For most of the cases investigated here, the first maximum in the transition probablity at the resemanceg) occurs at
the value ofe for which J;, [(22 — 111) &/ hw] reachests first maximum.
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Fig. 4. Relative intensity as a function of the differen@— &c) between the applied static electric figldand
the field valuet: at the crossing:d) the amplitudes of the oscillating field = 3.7 V/cm;K) ¢ = 1.7 Vicm.
The downward-pointing peaks (negative signals) arise fronztpboton resonant transitions, while the upward-
pointing peak (positive signal) arises from the perturbation of the dephasfaglat(a), transitions fom as high

as 15 can be seen on each side of the crossing.
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1 1 1 1 1 1
-4 -2 0 2 4 -2 0 2

&-¢,(Viom) g-¢, (Viem)

must be recognized that, for the case described by (12), the positions of the maxima in the plots of Fig.
3 are insensitive to. and are determinded only by the Bessel functioh(u2 — n11) €/hw], whose
argument has no adjustable parameters. The agreement for the positions of the first three maxima in
Figs. 3aand D is particularly satisfying.

The best fit values for. were 4.7(6) kHz fonn = 100 kHz and 4.9(6) kHz for = 200 kHz; the
average value is 4.8(5) kHz. It was found empirically that the depth of the modulation in the plots of
Fig. 3 is determined byl /v. In the fits shown here, it was assumed that all the molecules had the same
velocity v of ~550 m/s. However, the typical spread in the molecular velocities is about 10%. This
spread produces a damping of the modulation depth, so that the best fit value obtained heisedor
little too small. In spite of this, the agreement with the valueobbtained in Sect. 3.2 is good.

A different type of study was carried out in which the angular frequeneyd amplitude: of the
oscillating field were kept fixed, while the static fidldvas scanned through the region of the crossing
value &c. It is scans of this type that were used to make preliminary searches for anticrossings, as
discussed in Sect. 1. In such a scan;thghoton resonance condition discussed in Sect. 2.3 was met for
many values of on both sides of the crossing. This can be seen in Fig. 4. The downward-pointing peaks
(negative signals) are produced/iphoton resonant transitions, while the very strong upward-pointing
peak (positive signal) arises from the perturbation of the dephasifigitatbe discussed in Sect. 3.4.

The data were taken with = 3.7 and 1.7 V/cm in panels] and p), respectively, of Fig. 4. In both
casesy = 100 kHz and = 10 cm. As in the other studies,= 550 m/s. The spacing between the
peaks should be approximately constant, and the curves should be symmetrig abégt The peak
intensities of the various-photon transitions were fit to (12); the only adjustable parameters were again
vc and the signal normalization. A good fit was obtained. The best fit values feere 5.2(5) kHz and
5.6(9) kHz fore = 3.7 and 1.7 V/cm, respectively. The weighted mean.8t4 kHz is in agreement
with the determinations made by the other methods.

3.4. Perturbation of the dephasing of the molecules at the crossing

Experimental studies were carried out of the nonresonant transitions described in Sect. 2.4 in which
the static field¢ is set at the crossing valug. To understand the observed signals, the detection
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Fig. 5. Normalized intensity due to the perturbation of the dephasing plotted as a function of the amplifude

the oscillating field causing the perturbation faj ¢ = 100 kHz; p) v = 200 kHz. The static electric field is set

at the crossing value. The solid symbols are the experimental data. The lines were obtained by fitting the data to
17).
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method must be examined in some detail. In the experiment, the amplitifdiee oscillating field was
square-wave-modulated on-off and a signal proportional to the number of molecules passing through
the analyzer was obtained with a lock-in detector. As usual, the modulation period was long compared
to the transit time of the molecules through the C-field. The detector signal is a measure of how many
molecules are in statg = 1) at the end of the C-field. During the half of the modulation cycle when

the oscillating field ioff, the molecules entering the C-field region follow the free decay (dephasing)
discussed in Sect. 2.2, and the population of the= 1) state at the end of the C-field is given by
la1(7)]?; see (8). During the half of the modulation cycle when the oscillating fietohishe situation

discussed in Sect. 2.4 applies and this population is givd’lmy)lz; see (17). The observed signal is
proportional to the difference between these two populations, i.e., proportiohqtto|2 — lav(0)|?.

Thus, the observed signal results from the perturbation by the nonresonant oscillating field of the
essentially resonant dephasing process that occurs when the oscillating field is off. Of course, since
la1(7)|? is independent of, the detected signal will be determined |bz}’i(r)|2 except for a constant

which is of no interest under the experimental conditions used here.

Intensity measurements were carried out as a functienioth the static fieldk set to the crossing
valueéc. Data were taken first for = 100 kHz and then for = 200 kHz. In panelsd) and ),
respectively, of Fig. 5, these data are compared to the best fits obtained using (17). The only adjustable
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parameters again wepg and the signal normalization. As was the case for the signals shown in Fig. 3,
these free parameters do not affect the valuesaivhich the intensity maxima occurred. The positions

of these maxima are very insensitiveitg and are largely determined by the maxima in the Bessel
functionJo [(u22 — 11) €/hw], whose argument is fixed once the experimental conditions are known.
The observation of as many as three maxima for each valuweaofl the agreement of the observed
positions of the maxima with their theoretical counterparts were particularly satisfying. The best fit
values obtained fov. were 2.9(8) and 3.2(8) kHz for panebs) @nd ), respectively, with a mean of
3.1(6) kHz. As was argued in Sect. 3.3, these values will be a little too small because the velocity spread
in the molecular beam was not taken into account. Nonetheless, the valystdf seems to be too

low. However, given the 10 to 20% statistical errors typical in these determinations, the agreement is
satisfactory.

4. Conclusion

A novel type of nonresonant absorption signals has been observed with molecular beam techniques
in a two-level anticrossing system when the external static electric&iedat (or near) the crossing
valuetc. These signals have been shown to arise from the ac Stark effect in systems where the energy of
at least one of the levels has a linear dependence on the external electric field. When the two levels are at
the crossing field and no oscillating electric field is applied, a dephasing occurs that can lead to a large
transition probability. When an oscillating field is applied, a significant perturbation of the dephasing
is produced that leads to the nonresonant signals detected. The dependence of the signal strength on
the amplitude and frequency of the oscillating field has been studied, and shown to agree well with
calculations based on this dephasing process. Because the signals are strong and nonresonant, they
provide the basis for a sensitive, rapid-scan method of measuring the crossing field that is particularly
usefulwhentheinitial uncertainty in the crossing value is large. While this method has been demonstrated
only with the molecular beam method, it may well be useful in studies of avoided crossings with other
techniques.

The oscillatory behaviour of the intensities as a function of the amplitude of the ac field provides
the basis of a method for determining the magnit(ag?2) of the matrix element coupling the two
levels undergoing the avoided crossing. The particular avoided crossing studied here is between the
two leveld® (J = 1, K = F1,0 = 0,m; = £1,T = Ey) and(1, £1, F1, +1, E3) in CH3SiHs.

In this case, there are in general three nuclear hyperfine interactions that can contriyt the
spin—rotation Hamiltoniar#, for the protons in the methyl top; the dipole—dipole Hamiltoniar!

for pairs of proton spins in the methyl top; and the corresponding interaHrgiérbetween a proton in
the methyl top and a proton in the silyl frame. It has been shown in ref. 13 that the matrix elements
of HL, are significantly larger than those Héf, and sovg/2 is expected to be due primarily .+
H,. The mean value obtained here fgy2 is (2.3 &+ 0.5) kHz. If v¢/2 were due only tdH., then this
coupling matrix element would be 4.7 kHz, as was calculated from the molecular geometry and the
proton g-factor [13]. Within the error, this is a factor of two larger thgf®2, but this fact is believed to
be accidental. It appears that thé, and H/ contributions are approximately equal; however see also
Sect. 4B of ref. 13 and Sect. 5.3 of ref. 11.

While the current measurementsigj2 have considerable scatter and their interpretation must be
substantiated with further work, it is clear that the current method of measuyjiidhas the potential
to provide a useful technique for studying these symmetry-breaking hyperfine interactions. When the
minimum separation; between the two interacting states is larger than the instrumental resolution,

10 see footnote 4.
11 It can be seen from Table XIII of ref. 13 that the spin—rotation Hamiltonian for the protons in the silyl frame cannot couple
the two levels involved in the particular avoided crossing being discussed here.
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the value ofve can be determined by frequency measurements. However, whisnsignificantly

smaller than the linewidth, this cannot be done. Under these circumstances, a procedure such as that
developed here can be very useful. Similar molecular beam methods involving intensity studies have
been demonstrated earlier, for example, in refs. 2 and 8.

References

D.R. Dion and J.O. Hirschfelder. Adv. Chem. Ph35. 265 (1976).
W.L. Meerts, I. Ozier, and J.T. Hougen. J. Chem. PBgs4681 (1989).
L. Martinache, I. Ozier, and A. Bauder. J. Chem. PI9%57128 (1990)94, 831 (1991).
J. Margerie and J. Brossel. C.R. Acad. 2di1, 373 (1955).
W.J. Meath, R.A. Thuraisingham, and M.A. Kmetic. Adv. Chem. PAgs307 (1989).
R.C. Stoneman, D.S. Thompson, and T.F. Gallagher. Phys. Rev. A: Gen3rPhi/527 (1988).
M. Gatzke, M.C. Baruch, R.B. Watkins, and T.F. Gallagher. Phys. Rev. A: At. Mol. Opt. B8y4742
(1993).
8. . Ozier and W.L. Meerts. Can. J. Ph#$®, 150 (1981).
9. W.L. Meerts and I. Ozier. J. Mol. Spectro9d, 38 (1982).
10. I. Ozier and W.L. Meerts. Can. J. Phgg, 1844 (1984)63, 1375 (1985).
11. W.L. Meerts and I. Ozier. Chem. Phy4, 401 (1982).
12. W.L. Meerts and I. Ozier. Phys. Rev. Letf, 1109 (1978).
13. J.T. Hougen, W.L. Meerts, and |. Ozier. J. Mol. Spectradé, 8 (1991).
14. 1. Ozier and W.L. Meerts. J. Mol. Spectro88, 164 (1982).
15. K. Shimoda. Introduction to laser physics. 2nd ed. Springer, Berlin. 1986.
16. M. Abramowitz and I.A. Stegun. Handbook of mathematical functions. Dover, New York. 1955.
17. F.H. de Leeuw and A. Dymanus. J. Mol. Spectrd§;:427 (1973).
18. F.H. de Leeuw. Ph.D. thesis, Katholieke Universiteit, Nijmegen, The Netherlands. 1971.
19. W.L. Meerts and I. Ozier. J. Chem. Phys, 596 (1981).

NogapwDdbE

©2001 NRC Canada



