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A parametric bistable resonance is shown to occur in a crystal irradiated with two optical beams
of frequencies w; and w,, respectively. The square of the amplitude of the lattice vibrations is
resonantly enhanced when twice its frequency equals the difference frequency w, —w,. It is shown
that this process results in the generation of an optical wave at the combination frequency 2w, —w,
even when symmetry limitations prevent coherent anti-Stokes Raman spectroscopy. Thus it be-
comes possible to observe Raman-inactive modes in crystals via four-wave-mixing spectroscopy.
The intensity of the generated optical field exhibits a bistable dependence on the intensities of the in-
cident optical fields and on the difference frequency w, —w,.

I. INTRODUCTION

It has been shown recently!™® that a single mono-
chromatic optical field incident on a crystal shifts the am-
plitude and the frequency of the crystal vibrations. These
shifts are dependent on the external field intensity and are
due to the mutual interaction between the dipoles optical-
ly induced in the molecules (or atoms) composing the
crystal lattice. This mechanism significantly contributes
to the crystal susceptibility tensors X;j;(—w,0,0,—)
and Xjkimn( —0,0,0, — 0,0, — o).

In the present paper we discuss the same model of in-
teraction,® but for two optical waves of different frequen-
cies w; and w,. In this case both the frequencies and the
amplitudes of the lattice vibration modes are modulated
with the difference frequency w,—w;. For the modes of
frequencies wg=+(w,—w,) the squares of their ampli-
tudes are resonantly enhanced. Moreover, they show bi-
stability with respect to both the field intensity and the
difference frequency w;—w,. We define this process as a
parametric bistable resonance (PBR).

According to the model of crystal polarizability
presented in Ref. 3, PBR accounts for the third-order po-
larization at the combination frequency 2w, —,. This ef-
fect may be observed in four-wave-mixing spectroscopy.
PBR should not be confused with ordinary coherent anti-
Stokes Raman spectroscopy (CARS),*~® which deals with
the Raman response of the crystal and which occurs for
different resonant condition, w,=w;—w,. PBR, in con-
trast, occurs also for Raman inactive modes, for which
CARS is not possible. In the present paper we show that
anharmonicity of the crystal lattice also leads to bistabili-
ty in the Raman resonance, although the intensities neces-
sary to observe it are much higher than those applied in
the known CARS experiments.“‘6 However, the intensi-
ties required for PBR are significantly lower.

In Sec. II we present the model of the interaction of the
crystal lattice with external fields and a model of the crys-
tal polarizability. In Sec. III we derive the dynamical
equations for the mean square of the vibrational ampli-
tude. In Sec. IV we present the Maxwell equations for the
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optical field generated in a crystal. Section V includes the
discussion of the results. The stationary solutions for
PBR are compared with those obtained for CARS assum-
ing the same model of interaction. The transient and
quasistationary solutions for PBR are presented.

II. MODEL OF A CRYSTAL POLARIZABILITY

We assume the crystal lattice composed of identical,
nondipolar and rigid molecules (or atoms) translationally
and rotationally vibrating around their equilibrium posi-
tions.!~® If the crystal is subjected to an external optical
field Ey(?) each molecule embedded in the crystal lattice
interacts with a macroscopic local field F;(t)=f;(w)E;
(the Lorentz factor f;(w)=[€;(w)+2]/3) and with the
field of dipoles induced in adjacent molecules. This
model corresponds to the interaction of the macroscopic
local field F(¢) with the molecules of the effective polari-
zabilities modified due to their surrounding.!~3 The ef-
fective polarizability tensor of the (/n)th molecule in the
crystal (/ is the number of the elementary cell and » is the
number of the molecule in this cell) is given in the form?

aif(In) = %aik(ln)Tkj(ln) : Y

where a; (In) denotes the polarizability of an isolated
molecule and Ty;(In)= Y, . Ty;(n,I'n"); Ty;(In,I'n’) be-
ing the (iln,jl'n’)th element of the matrix (1 —4)~'. 1 is
the unit matrix and A4, in turn, represents the dipole-
dipole interaction tensor with the elements given by

A,'j(ln,l'n’)

2

r(In,'n"ri(In,r'l")

r¥in,0'n’)

agil'n')

r3n,0'n’)

- 8ik ’ (2)

with the vector r(ln,lI'n’) connecting the molecules (/n)
and (/'n’). The summation in Eq. (2) is taken over the
nearest neighbors of the (/n)th molecule. The total polari-
zability of the crystal is the sum of the effective polariza-
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bilities of the molecules composing the crystal lattice:?

Pi=3 an) . 3)
Ln

As the effective polarizabilities [Eq. (1)] depend on the

Pi)=FAZyF(=3 |20+ 3 2 (aXQa))+5 3 2
J a q.a

J

where Q,,(t) denotes the mass-reduced normal coordinate
corresponding to the vibrational crystal mode (ga), g the
reciprocal-lattice vector, @ the mode number, and ( )
denotes the average over all crystal modes. The coeffi-
cients 9”5}’(6‘() and @}}’(g =9 are connected with the
first- and second-order derivatives of afjff with respect to
molecular displacements by the known transformation re-
lations (see Refs. 3 and 7).

Generally the amplitudes Q,,(z) depend nonlinearly on
the external field intensity. If we assume a biharmonic
optical field E(t)=E(w;)cos(w,t)+ E(w;)cos(w,t +8) in-
cident on the crystal, the crystal polarizability oscillates
with the combination frequencies nw;+maw, (n,m are the
integral numbers). We are interested in the crystal polari-
zation at frequency 2w,—w,. As Eq. (4) shows this
occurs when F(t)=F(w;)cos(w;t) and {(Q,(t)) or
(| Qga| 1)) have nonzero Fourier components at fre-
quency @;—w;. The second term in Eq. (4) corresponds
to the well known CARS effect.® The third term, in turn,
is due to the parametric excitation of a crystal (PBR) and
it will be the subject of further discussion. For a suitable
polarization of the optical field towards the crystallo-
graphic axes the coefficient ?/’2} (a)=0, which means
that the second term vanishes and we can isolate the con-
tribution of PBR to the combination-frequency polariza-
tion.

III. DYNAMICAL EQUATIONS
FOR CRYSTAL VIBRATIONS

The induced-dipole—induced-dipole interaction Hamil-
tonian was derived in Ref. 3 to be in the form

J

molecular positions we can expand the crystal polarizabil-
ity in a power series with respect to small molecular dis-
placements from their equilibrium positions. It yields the
following form of the polarization vector P(z) given in
normal-mode representation:

q9 —49
a o |(1Qul®+ - |Fo, “
—
Hy=— 3 #UFF, )
k1
where
Hu=5 3 ayn)Ty(In)Ty(ln) .
Ln,i,j

For two optical waves interacting with the crystal, the
square of the local macroscopic field F;(z)=f;(w)E (1)
+ fi(w;)E4(t) is given by

FyFi(t)=(F?)iy+(FF,)cos[ (0, —w,)t —8] ,
where we have denoted
(FOy =1 [frl@)fil0)Ex(0)Eo;)
+filw)f1(@2)Ex (0,2)Ej(@,)]
and
(F\Fy)u =5 filw))filw) Ex(0,)E)w,)
+fr o) fi(w))Ex(wy)E(w)] .

The rapidly oscillating terms with double and sum fre-
quencies have been neglected as they oscillate much faster
than the vibrational frequency of the crystal; w;,w,~ 10'°
s“1>>cu,,;~1013 s~1. Then, the interaction Hamiltonian
[Eq. (5)] consists of two terms, one constant in time and
the other one oscillating in time with frequency v, —o,.

The total Hamiltonian of the crystal, H =H,+Hj, is
taken as a power series of small vibrational amplitudes
with accuracy to fourth-order terms. Thus, in a normal
mode representation it has the form

H= E(% I Qqa ' 2+ _;'(wfa)z{ 1 ‘gqacos[(wl—a’z)t _8]} I Qqa I 2)_ Eﬁﬂi;”(a)QaFkFl(t)
q.a a

q9 —9
2
— 3 #|, o |QaQ—gu FiF2)ucosl (@ —o)t —8]
g,a,a'(+a)
q ql qlr
1 3)E
+5 X HPE| o |t |QeaQpa Qe
%9'.9",a,a',a"
q ql qll qll/
1 (4)E
+3 > HYE | v o o |t |QeaCraQeaQprar » (©6)
9.9".9" a,a',a",a"
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where the time-dependent anharmonic coefficients

HE@E 9 9., |t)and HYEE & & L. | t) are given by

9 9 9"
(3E
H a o o'l
q ql qll q ql qll
_g® _ gdl(3)
—HO a ar au] %k] a aa an FkF](t) y
q ql q” qlll
H(A)E ’ " Hr [l
a a ad' «a
q ql qll qll!
g4
—"HO a al ”n alll
q q' ”n e
1(4)
‘—%kl a a: an alll FkFl(t) .
The general relations between the coefficients
9,9, ... 9;

H (i)(a‘ @ - ;) and the succeeding derivatives of the

Hamiltonian H with respect to molecular displacements
are given in Ref. 7, whereas the exact formulas for the in-
teraction Hamiltonian [Eq. (5)] are derived in Ref. 3. As
we can see in Eq. (6) the vibrational frequency w,, of the
mode (ga) is shifted by the constant part of the square of
the optical field amplitude;*
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where 7,,= —HPE TNF)y /0hg

On the other hand, the vibrational frequency wfa is
modulated due to the oscillating part of the square of the
optical field with the modulation coefficient £,,,

q —q
Hi a a |Fi1F2u
gqaz (w:‘a)z . (8)

As we are considering the resonant interaction of the
optical field with the crystal modes we can deal with one
mode which has a frequency fulfilling the resonant condi-
tions. Thus, we treat this representative mode as the sys-
tem and all other modes as the bath. The system-bath in-
teraction is described by the anharmonic terms in the
Hamiltonian defined by Eq. (6). In the case of PBR we
are interested in the dynamical behavior of the square of
the amplitude of this representative mode averaged over
the bath (|Qq|%1))p (see Sec. II). ({ )p denotes
averaging over the bath and will be defined later.) In the
case of CARS we deal with the dynamical behavior of the
mean amplitude of the representative mode (Q4(1) )s and
(| Qga | (1)) 57 Qyql(t) )3 due to the system-bath interac-
tion.

Now we will derive the dynamical equation for
(| Qga|*1))p. The Hamilton equations for the system
(see Appendix A) yield the following set of equations for

(wfa)zzwga( 14+744) (7' the second-order products of Qg, and Pyo= Q40
1
d 2 P (92)
E; | Qqa| =Qan—qa+Q—-qa qa s a
L | Pra | 7= — (@01~ Equc0sl (@1~ 02 )t —81)(QgaP -ga +Q - gaPa) + A H L @) Pyt P_ga)FiFil0)
A "Tp (FyFy)gcos] )t —5
+ (2 N e 00Q —ga +¢.C. |(F1Fy)gcos[(w) —w,)t —8]
a'(#a
q ql qll
1 (3)E
._——q, qé‘ » {H a a; au P_anq'a'Qq"a"+C.C.
—_q ql qll qlll
_%— z [HM)E a a o' " P_anq’a’Qq”a”Qq"'a"'+C'C'] ’ (9b)
qqu”‘q”"al’a“’a"‘

%(Qqap—qa +Q—anqa)=2 | an | 2—2(0)5,,)2{1—§qacos[(w1—w2)t “8” ' Qqa ] 2+A(q)%i}])(a)(Qqa"{"Q—qa)FkFl(t)

—q9 49
(2
+ 3 |7 | o o |Q-4aQatCeC. |(FiF))gcos[ (@) —w))t —8]
a'(a)
q qf qll
! (3)E
-7 2 H a o a' Q—anq'a'Qq"a"+c'C‘
q.q9".a',a"
_q ql qll qlll
1 (4)E
_?‘ 2 [H a a o' o Q-anq’a’Qq”a"Qq”'a”'+C'c' (9¢c)
q.9",9".a',a",a’”

On the other hand, using the Green function for the harmonic oscillator we can write down the solution of the Hamilton
equations for Q () [(¢'a’)5(ga)] in the form (see Appendix A)
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t  sinfwgq(t —t')
Qpa)=0% )~ [ sinfogalt =101
— Qg
’ v \4
-9 9 9 , ,
X 17 2 H'(Js) o« oV o quvaxv(t )quav(t )
qlquv’axv’av
P \'% VI
-9 9 49
1 (4) ’ ’ ’
+% Hy / v v v |Qw () v v(t)Q vivilt')
¢ qIV’qV’qu’aIV,aV’aVl a a a a e 7 C
_ql ’
—6(") | AN Hn @)+ D Homa' | 0 v | Qyai(t)
v
a
’ v \4
-9 9 49 , ,
+% 2 %{n(r?) ' v v |Q w w(t)Q v v(t')
a a' a qa qa
qIV,qV’alV’aV
IV Vo VI
—-q9 9 49
+3 Hma' | A quvaxv(t')
q lV,qV,qu'aIV,aV'aVI a a
Xquav(t’)quxavx(t') F,F,(t') dt', (10)
I
where which means that the external field is turned on at time
’ t=0
o(t')= L, IIZO — L g=0 In order to get the dynamical equations for the
0, t'<0, 0, ¢+0 representative mode (ga) we have to substitute Eq. (10)
and in_to Eqgs. (9) for Qq'a¢Q?a’and average the_ equations ob-
tained over all modes (g'a’)s~(ga) according to the for-
0) 0) gal0) mula
(1) =0gq(0)cos(wygt) + ——sin(wyqt)
q'a q q L q —HE/kT
qa (X)p=TriXe ~ ) (11
is the solution of the harmonic equation. The integration B— Tr( —Hg/kr)
of the unperturbed system starts at ¢ = — . The integra- €
tion of the interaction Hamiltonian terms starts at ¢=0, with
J
Hi=1 3 (|Qpal’+0ke|Quul|)++ el L
0=2 q'a’ W' q'a +% 2 O lg o o Qq’a'Qq”a“Qq"’a"’
¢’ a'(g,a) q.9",9""(+q)
a ,a”,a"’(#a)
’ " " v
9 49 49
+ 214 E HE)‘” a o' o aIV Qq’a’Qq”a“Qq”'a”’quVaIV )




being the Hamiltonian of the bath in the absence of exter-
nal field.

In the discussion that follows we will be dealing only
with optical modes ¢=0. For simplicity we put
#5"(a)=0. This condition can be realized either by tak-
ing into account Raman-inactive modes or by choosing
the suitable polarization of the external field E towards
crystallographic axes in the case of Raman-active modes.
Furthermore, we assume that H®($ % 79)=0 for all
(g'a’), which is always satisfied in Bravais lattices with
inversion symmetry.’

We introduce the new dimensionless variables for the
representative mode (ga)=(0a):

x:<|Qa|2>B _ (lPa!2>B
(1P 1%s" T @b 0P M)’
_ <PaQa>B ~E

Z=—F""", T t
~E (0) ’ a
wa<'Qa |2>S

where @ £=wE+ AL and AZ is the frequency shift defined
below, whereas ( ) denotes the average over the system
in the absence of external fields, taken in the harmonic
approximation.

Hence, we get the following set of equations accurate to
the terms of the order of H™“(% ;9% 29) and
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| H(2 % 2.)|? (for detailed derivation and estimation of
the coefficients to be neglected see Appendix A):

x=2, (12a)
y=—2z[1—Ecos(vr—3)]
—2exz[1—&5cos(vr—6)]
1 r
- - - |[1- - 12
4v |y 147 [1—& cos(vr—8)] , (12b)
2=y —x[1—Ecos(vr—8)]
—ex[1—Ecos(vr—3)]
—2yz—A [ 1—¢Ecos(vr—8)] , (120)
where V=(w1—w2)/a7£, n=1, A¥= |A513)E| /
0g(1+17,);
Emtr 3|0 o b o [0l
= a+qlal ki a a o a qu'Cl’l B

is the frequency modulation coefficient including the
second-order correction,

0 0 0O 0 00O
(4) (4) 2
a a a al TH aaaa(F)"’( |2y
€=
2(55)2 |Qa I N
is the coefficient of anharmonicity,
0 00O
X'y o @ o FiF2u
é“—_—
(4)0000~1(4)0000F)
Ol a a a a a a «a ki

is the coefficient of modulation of €. y=(Iy/@E)(147,) and APE=AL(1+7,) are the damping coefficient and the
frequency shift, respectively, and &' is its modulation coefficient. In those expressions we have made use of the assump-

tion that

q9 9 q” 9 9 q”

(3) Cy(3)
Hu a o o |FrF2da~EHe |, 0 o
q ql qlt q ql qll

1(3) 2 73
Wkl a o o (F )k1~—1] Ho a a o

for all (¢’a’) and (g"'a") (see Appendix A).

(1420,

Using our method the formulas defining the inverse lifetime of the mode I'y, and the frequency shift A , are the same

as those obtained by other authors (e.g., Refs. 9 and 10):
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q ql qll

(3)
H a o o

m
Fea=T5 2
Wgq q'.9"(3q)
a'(#a)

[<qu ) g <|Q‘°’ 12

W e Py l[S(wq'a'+w4"a"_wqa)_S(Q’q'a'+wq"a"+“’qa)]
q"a q'a’

+[<iQ;9a" e (1QF a'r%

[8lwga+wgq—0gia) =840+ 0gq—0gq)] (13a)
Wgrg Ogq

and A _A(3)+A(4).

qa
1 -9 9 —q
A=—— 3 H“” : (1Qgw )5
“ 4(04‘1 q',al+q,a) a a
2
1 q ql qu
A®— _ HY .
“ 16(""111 q’,q%#q) a a a
a’,a"(#a)
<Q|(0) 2)3 ”Q(O) |2) 1 N 1
O g Og (0gq+0giq —Wga)p (O +@g g +0ea)p
Qo 15 (10 D 1 ) 1
Wg'q” WDg'a (wqa+wq’a'—a)q“a")P (wqa+“)q”a""‘mq’a’ )P
(13b)
|
In the classical picture we put [n4o being the mean occupation number of the mode
0|2 (ga)], which leads to the result of, e.g., Califano and
(] Qq |2 )B (1Q¢" |*)p — wq';"+6;’9"“" kT Schettino.”
Wg"a” Qg'a OgaWgrg” The constant terms appearing in Egs. (12) are the re-
and sults of the time integration of the following correlation

o . functions (see Appendix A):
<[Q() 2>B_<IQ() I2>B__wq”a wqa

=—> kT w  sin(@gT) .
Oga Oy Oy 4T kT = fo dr———=—(f(r)f ()3 , (14a)
a
into Eq. (13) and we get the result of Maradudin and
Fein.’ In the quantum picture we have AY w  sin(w,T) ( )
4 = T——(f(7)f(0) (14b)
( I Q;o; 2>B + ( ]Q;p’t)z” iz)a [ 0 Wg B
@ Og'a (k is the Boltzmann constant and T is the temperature);
=2—ﬁ—(n Rt 1) where
Oga®qrgr 0 17
q —q
(| Qgwr e < | Qs |*) 5 fo= 3 H|, Qpa()Q _ g (1)
q'(s0)
Wq'a” Dg'a a,a,a"
(a#a'#a')
=2———ﬁ—(nq'a'-nq~a~) ..
Oga®qg” fulfills the condition {f(¢))p =0 and
J
2
0 ¢ —q
<f(t)f(tl)>ﬂ= 2 H(3) o o ; (0) [ )B< lQ(O) IZ)B
q'(5£0)
a,a’,a"’
(aza'#a’)

X {cos[(wgg+@_ga )t —t")]+cos[(wgq —@ _ g )t —1")]} .
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For E,=E,=0 and €=0 Egs. (12) are just the same as
those obtained by the method of statistical averaging'! for
the damped oscillator driven by a random force. Thus,
the given crystal mode (gqa) described by Egs. (12)
behaves as a nonlinear damped oscillator driven by the
random restoring force f(t), where both the damping
coefficient I', and f(¢) are due to other crystal modes.

We are interested in the solution x () of Egs. (12) oscil-
lating with frequency ©;—w,. The set of Egs. (12)
reduces to the third-order differential equation for x (1),
where we retain only the terms of the second order in
small values 7, €, &, £, £, and A/w (see Appendix A).
Following the asymptotic method of Krylov-Bogoliubov-
Mitropolsky'? we assume

x (t)y=a(t)cos[vr—&+¢(1)]+b (t)+ev(e) (15)

for v»=4+€6 (6 is a small detuning), where a(t), b(t),
and ¢(t) are the solutions of the following equations:

a=4ya :}7—%+2§—b
_ﬁl E F__§1;_ X (3)
. b(E+&) 1+7](1+2A ) [cosé

—%(Eb _ 2 VET 4 e£%b Y)sing (16a)
b= ~L(4—v2+8y2+6eb)
v

i~ r —
+4—V32’— {b(§+§r)-— T_%}—(HJA‘”) sing
a

_;‘;[Eb — 2R VET 4 et (b2 +ad)cosd,  (16b)

0
a a

0
PPR(tz2)=5 3 2}
a

. 8 142A % .
b=——l _1lTea 2,1 2
. b T+ +eb°+5a”)
a - .
— ;(§+6§‘b)sm¢
2 S~
+43’vi £r 1-% +& [cosd . (16¢)

IV. DYNAMICAL EQUATIONS
FOR THE OPTICAL FIELD

In this section we will derive the wave equation for the
field E3=E(0)3,t,Z)COS[O)3t ——k3Z +l/l(t,Z)] (a)3=2a)1——a)2),
generated in a crystal subjected to two external optical
fields E;=E(w;)cos(wt —k;z) and E,=E(w,;)cos(w,t
—kyz +8p). The amplitude E(ws,t,z) and the phase
Y(t,z) are assumed to be the slowly varying functions of
time and propagation distance. Considering a small crys-
tal sample of length L (L <<1/|k;—k,|) we also can
assume that their dependence on propagation distance is
the same as in the stationary case,? that is,

E(w;,t,z) =zE(w;,t) and ¥(t,z) =Y(¢) .

In this approximation the amplitudes E(w;) and E(w;)
can be treated as being constant. Thus, the dynamical
equations derived in the previous section hold if we put
the phase shift between both fields §=(k; —k,)z + 8.

The nonlinear crystal polarization at frequency
2w, —w, due to the enhancement of the crystal vibrations
in PBR is described by Eq. (5), where we put .@ﬁ})(a)=0
and substitute (QZ2(2))=( | Q| 2)sx (1) as given by Eq.
(15). Then we have

(1@ M) s{a(DE;(w)cos[ (20, —w,)t —(2ky —ky)z + (1) — 8]

+2b(1)E;j(2w —wy,t,z)cos[ (20 —wy)t —k3z +1(1,2)]} . 17

P PBR

The total polarization vector is the sum of a resonant part and a nonresonant part:®

PIM(1,2)=PFPR(1,2) 4+ 3X [ (20, — 03,01,01, — ) E; (@) Ex (1) E(@;)cos[ (20, — 07t —(2k| —k3)z — 8]

+6X 5715(2601 —03,0,0,201 —02)Ej(0)Ep(0)E|(20) — wy,t,2)cos[ (20 —wy)t —k3z +(1,2)] , (18)

where X ,rj,ﬁ =X 5,5 +AX ,1;115 ;X 5,5 is the nonresonant susceptibility tensor of the crystal and
AX }}ﬁ(E Nu=—3P ﬁj a)n 4 | Q4 | )5 is the contribution to the nonresonant susceptibility tensor connected with the
shift of the vibrational amplitudes due to the constant part of the square of the field amplitude.’

From the wave equation for E;(7,z) we find the equations for the amplitudes

A(t)=E(w;,t)cos[¢(1)] ,
B(t)= —E(w3,tsin[¢(1)] .

Those equations, describing the time evolution of the signal | E3 | 2=(A42+ B2)L  to be detected after having passed the
distance z=L.s (L. being the distance for which we assume the phase-matching condition to be fulfilled,
k3=2k;—k,), have the form
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chfn 1 =
— ———[6X,” (0 Ej(w)+ 7.@ ] Ag+4,

-—( P PwgdoLegh +5 P FEj(0)w4ladsin(¢p—8y)—dd cos(d—8y)]

+ (20, —0)){ —[6X §FEj(@)Ej(@)+ 5 P b 1B, Lot —3X S Ej(01)Ex (01)Ej(,)sind,
++2 JE;j(w))asin(—8))}) , (19a)

L gn
— 2[6)(,,,, ()Ej(w)++P b1 |B,+B,

=—i§( P 20aB oL gib ++P PE;(0)w,lad cos(d—8g)+d sin(¢—5g)]

+ (20, — ) {[6X S Ej(@)Ej (@) + 5 P 20014 L i+ 3X it Ej (@) Ex (1) Ej(@7)c0s8g
++2 FE (0))a cos(¢—8)}) , (19b)

where n is the refractive index of the crystal, c is the light velocity, and .7 2) 9"2 a) | QY [2)sf (@0)f Qo —w,);
Ej||o.

V. SOLUTION OF THE EQUATIONS AND DISCUSSION

A. Stationary case

For the duration of the external pulse 7 much longer than the lifetime of the crystal mode, 7>>1/T,, we are dealing
with the stationary solutions of Egs. (16) and (19). Then, we get the following expression for the output field intensity at
frequency 2w, —w,:

|E3q |*= :712 L&(20,— 0, *{[3X S Ej(0)Er(0)Ef(0,) P+ + P FEj(@))as

ngk[-@amasE (wl)Ek(wl)E (a),)EI(a)z)cosde} s (20)

where ag, bg, and ¢g are the stationary solutions of Egs. (16a)—(16c). In the general case the relations between the sta-
tionary values ag, bg, and ¢§ are rather complicated (see Appendix B). In order to visualize the result we will discuss
more exactly the case when £ =£°=0, which means that we neglect the modulation of small terms ¥ and €. Then

_ 2
£20¢ 14161
. 2 (21)
8 e L R e e
and
1, 2 |1 _3 ,€
cosds = 172
(4y) ‘,15_%**27651% + o 4 et 817
14

where by is the £-dependent root of the quartic equation. The expression for the component X,,,, of the susceptibility
tensor corresponding to the particular polarization of the external fields, E,||u and E,||p, has the form
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-1

L%(20,—,YE(0))E (@)

417.2
Ixa‘mplzz lESU‘Z‘

(cn)?
P E 2 2
L(4—vz+6ebs+8y2)+—%“,‘{bs vy | L3 0 E
2v 12vX gy, o4
=(3xMR y2 P (23)
aad 1 3 € 1 V2 2\2 ’
4yl |=—=+2—b —(4—+v*46€bgs +87y?%)

where we have put E:E,,,,E,,(w;)Ep(a)z).

Hence, we can see that the amplitude ag [Eq. (21)] and the susceptibility tensor [Eq. (23)] exhibit the resonant
enhancement for 4 —v? 4 6ebg +8y2=0. If we put =0 the shape of the resonance curve is just the same as in the known
CARS experiments*—® [see Fig. 1(a) for very small values of €], whereas the frequency separation between the minimum
and the maximum of the curve is given by

-1

31 1
o _ == | ===V +8yY)
g’fdéppbs e=0)_ 14241 1 22 4 v 2
=B and bf=V=—"""—1--& : (24)
129X G0 1+7 27

3_1
4 2

(4—v*+8y2)2 + 1672

47

In contrast to CARS, in this case the frequency separation
depends on the main square of the vibrational amplitude
because 2 - ~9’f,2#)(a)( [Q|2), which also involves
temperature dependence. On the other hand, if we take
into account €40, both the square of the vibrational am-
plitude [Eq. (21)] and the susceptibility tensor [Eq. (23)]
exhibit bistable behavior. Moreover, €540 accounts for the
significant shift of the resonant frequency. This is shown
in Fig. 1(b) for different values of £&. The plots in Fig. 1 ) )
were obtained numerically for the optical mode ¢=0, 2.0 gy 2.02
we=1332 cm™!, in a diamond lattice, assuming the exter-
nal fields to be polarized along the crystallographic axes,
E,||[100], and E,||[100]. For such a polarization of the
external fields CARS does not occur in a diamond lattice.
In order to have a reasonable comparison of the station-
ary results for PBR with those for CARS we have calcu-
lated the susceptibility tensor for CARS following the
same procedure (see Appendix C). Thus, we have derived
the anharmonic equation of motion for the mean vibra-
tional amplitude {Q,(¢))s and we have substituted its
stationary solution into the definition of the polarization
vector [Eq. (5)] for 2{})(a)s40. In the region of CARS 14
resonance the term 2;(a){|Q,|?) in Eq. (5), corre- detuming ¥
sponding to PBR, is negligible. Then, for particular po-

log IXI2 (arb. units)

log IX1? (arb. units)

larization of the external fields, E||u and E,||p, we ob-
tain the following expression for the corresponding com-
ponent of the susceptibility tensor:

|Xauup|2=(3xzﬁlp)2
(1) 2
PRI T . )
appp
(1= + &3 +4v7y?

+4v3y?

(25)

FIG. 1. Parametric resonance effect, magnitude of the non-
linear susceptibility tensor X xxx(w3,®;,w;,@;), normalized to
unity for infinite detunings, vs the relative detuning v in dia-
mond, for two cases: (a) e=0, £=0.00024, (b) €=0.05, and
three different intensities of the input fields: (1) £=0.00024, (2)
£=0.0003, (3) £=0.0005. Other parameters are the same for
both cases: 2y=0001 (Ref. 13), £ =E/E 1 E2=10"" esu,
P .=9.6X10"2 esu. The branch u is unstable whereas the
branches s are stable. The points laying on s’ and s’’’ are
reached in the transient case. The points on the branch s’ can
be reached only in the quasistationary way giving hysteresis.
ﬁ)3=2w[—&)2.
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where h,,=#p(a)/(@5)? €=€¢/{|Qg | )s, and gs is
the stationary amplitude of the vibration of frequency v,
(Q4(D))p=g(t)cos[(w; —w,)t +8]. (For the detailed
derivation of the above formula see Appendix C).

The results of numerical calculations performed for an
optical mode in diamond crystal (as in Fig. 1) and for the
mutually perpendicular external fields, E, and E,, are
shown in Fig. 2. The value of g’f,'ﬂ’ was calculated for our
model of crystal polarizability, Eq. (4), and was adjusted
to fit to the experimental value of the frequency separa-
tion Aw. As we can see in Fig. 2 also, the CARS effect
exhibits bistable behavior around the resonant frequency
v=1, due to the nonlinearity of the crystal lattice, €540.
Nevertheless, the amplitudes of the external fields E(w,)
and E(w,) necessary to observe it are much larger than
those applied in the known CARS experiments. The
above conclusions are consistent with the general con-
siderations of Flytzanis and Tang'* on CARS in nonlinear
systems. It shoulds also be noticed that in the case of
CARS the nonlinearity € slightly shifts the resonant fre-
quency from its value for e=0, which means v=1. The
comparison of Fig. 1(b) and Fig. 2 provides that for the
same conditions (diamond lattice) the field intensity neces-
sary to observe bistability in PBR is less than the intensity
necessary to observe it in CARS. In addition, the range of
bistability for the same intensities of the external fields is
about 3 times larger for PBR. The field intensities for
which the effect of bistability is significant are less than
the intensity of the field for which the breakdown in dia-
mond crystal occurs,”® E=21.5 MV/cm=7Xx10* esu.
The effect of bistability in PBR can be enhanced by
reducing v; that is, assuming a long lifetime of the mode.
As Fig. 3 shows, the dependence on ¥ is very strong. In-
cluding the modulation of the damping coefficient also in-
creases PBR as is shown in Fig. 4.

The resonant effect of PBR permits the investigation of
Raman-inactive modes by four-wave-mixing spectroscopy.
The frequency separation between the maximum and the
minimum of the resonance curve, Fig. 1, provides infor-
mation about the nonresonant susceptibilities of the crys-
tal, similarly to CARS. In particular, PBR could be ap-
plied in the spectroscopy of molecular crystals where all

logIXI? (arb. units)

0
detuning ¥

FIG. 2. CARS, magnitude of the nonlinear susceptibility
tensor Xy (ws,w1,®1,;), normalized to unity for infinite de-
tunings, vs the relative detuning v in diamond, for two intensi-
ties of the input field: (1) £=0.00024, (2) £=0.0005. 2y was
assumed to be 0.001 (Ref. 13), other parameters were calculated
to be €=005, hy=hy/({|QY |*)s)/?=73X10"" esu,
ﬂ;}v}(( | Qz | >)1/Z=2.6>< 1072 esu. w3 =20 —w;.
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logIX.1? (arb. units)

2.14 detuning v

FIG. 3. Parametric resonance effect, magnitude of the non-
linear susceptibility tensor X (s, @y,®;,,), normalized to
unity for infinite detunings, vs the relative detuning v for dif-
ferent linewidths of the crystal mode: (1) 2y=0.00075, (2)
27 =0.001, (3) 2y =0.0015, £=0.00024 and other parameters
were assumed as in the diamond lattice, e.g., €=0.05,
Ex=10"12esu, Z X=9.6X10"% esu. w3=20;—w,.

3F
2
1

®

H

2t

2
s
2

g

1+

2.134 2138 iningy 27138
FIG. 4. The dependence of the susceptibility tensor

X xxxx (03,01, @1,0,) on thg modulation of the damping coeffi-
cient: (1) £¥=0, (2) &'=&. In both cases 2y =0.001 and other
parameters are the same as in Fig. 3.

w
=T
~

n
T

log IX1? (arb. units)
o
%ﬁ

.- 1
1.98 2.084e1uning v 2-18

FIG. 5. Parametric resonance effect, magnitude of the non-
linear susceptibility tensors, normalized to unity for infinite de-
tunings, vs the relative detuning v in the crystal of benzene for
two chosen vibrational modes (Ref. 3). (a) Xyxxx(@3,01,01,@7)
for the rotational mode By (u), w,=56 cm™!, for two possible
linewidths (Refs. 21 and 10): (1) 2y=0.01, (2) 2y =0.008.
Other parameters were calculated to be e=-—0.018,
Ex=—5.6X10"1 esu, P V=9.4x10"*. ()
Xypy(@3,01,01,,) for the translational mode Au(x), w,=26.3
cm~!, for (Refs. 10 and 21) (1) 2y =0.01, (2) 2y =0.008. Other
parameters  were (Z?alculated to be €=0.035 E,=
—2.5x 107" esu, 2, =1.1X 107} esu. w3=20;—0,.



34 PARAMETRIC BISTABLE RESONANCE IN COHERENT RAMAN . .. 1287
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1
E,E2(10°esu)

FIG. 6. The intensity of the output field | E; |2 vs the prod-
uct E | E,, in the stationary case, for different linewidths of the
crystal mode: (1) 2y =0.0005, (2) 2y =0.00075, (3) 2y =0.001,
(4) 2y =0.0015. The detuning v was assumed to lie in the region
of bistability in Fig. 3, v=2.1347. Other parameters were taken
as in Fig. 3.

the translationally vibrational modes of the molecular
centers of mass are Raman inactive and for which the
model of polarizability as proposed here is best suited.*'°
In order to verify our suggestions we show the results of
our calculations for two modes in the crystal of benzene
Fig. 5. The plots correspond to different lifetimes which
can be realized by changing the temperature. We have
calculated the coefficients of nonlinearity by assuming a
Lennard-Jones potential for atom-atom interactions.

Figure 6 shows that the intensity of the output field,
given by Eq. (23), also exhibits bistable dependence on the
intensities of the input fields.

B. Transient case

Here we present the time dependence of the full solu-
tions of Eqgs. (16) and (19) before the state of equilibrium
is achieved. The incident fields are turned on at time t=0
in a steplike way. The initial values of the variables a (?),
b(t), and ¢(z) were assumed to be the stationary solutions
of Egs. (16) and (19) for £=0, which means a(0)=0,
b(0)=by=(1/2€)(—1+V'14+4¢), tan[¢(0)]=0, and
E;(0)=0. However, the stationary state achieved by the
system does not depend on the initial phase ¢(0).

Figure 7 shows how the crystal chooses different states

o
N

amplitude a (arb. units)
o

0 1 2, 3 4
time T (10, t)

FIG. 7. Time dependence of the square of the vibrational
amplitude a =( | Q2 [())5/( | QY | ?)s, for the steplike input
field, for different detunings: (1) v=2.1345, (2) v=2.13465 be-
ing smaller than v, [see Fig. 1(b)] and (3) v=2.13467, (4)
v=2.1347 being larger than v, £=0.00018, €=0.05,
2y =0.001. Other parameters were assumed as in Fig. 3.

?\)
;>
5

1E7 (10&su)
- LM
T T
\\ ~

P 3
time T (10w.t)

FIG. 8. Time dependence of the output field | E; |2 for the
steplike input field and for the detunings as in Fig. 7.

of vibration corresponding to different detunings of v
from the value v, [Fig. 1(b)] and how the crystal tends to
different states of equilibrium. For negative detuning the
amplitude of vibration reaches its stationary state after
having passed through a state of damped oscillations.
This causes similar behavior of the intensity of the field
E; generated in the crystal, which is shown in Fig. 8. If
we start with negative detuning the system tends to the
situation corresponding to the branch s’ in Fig. 1(b).
Similarly, for positive detuning the system achieves the
branch s’”’. The branch s” is never achieved in the tran-
sient case. However, in the quasistationary case, while
changing the detuning infinitesimally slowly from the
negative to positive value the system reaches the branch
s’ and one should observe the jump down of the output

"

intensity to the branch s'"’.

C. Quasistationary case

If we assume that the value £ changes very slowly in
time, so that d€/d <«<d,b, as a trianglelike pulse, we can
observe how the output intensity depends on the input in-
tensity. Figure 9 shows that hysteresis results for dif-
ferent detunings. Once the input field intensity increases,
the output intensity follows the lower branch, increasing
rapidly up to the maximal value corresponding to the top
of the trianglelike pulse. When the input field decreases,
the output goes back along the upper branch. The oscilla-

> «»n
T T

165 (10%esu)
N w
oy

0

! £, E2(108esu)

FIG. 9. The intensity of the output field | E; |2 vs the prod-
uct E|E,, for trianglelike pulse, for two detunings: (1)
v=2.1347, (2) v=2.13467 laying in the region of bistability in
Fig. 1. €=0.05, 2y =0.001, and other parameters are taken as
in Fig. 3.
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tions appearing at the end of the loop are connected with
the jump of the system from one state of equilibrium to
the other.

VI. SUMMARY

The effect of parametric resonant enhancement present-
ed in this paper permits the observation of the Raman-
inactive modes in crystals using four-wave-mixing spec-
troscopy. It provides information about the second
derivative of the crystal polarizability and the non-
resonant susceptibility tensor. For a relatively long life-
time of the mode in the anharmonic crystal this effect ex-
hibits bistability with respect either to the difference fre-
quency w;—w, or to the intensities of the incident fields.
In the bistable region with respect to the input field inten-
sities, the output field jumps to the values 1 order of mag-
nitude higher. The four-wave-mixing spectroscopic tech-
niques have recently been apylied for investigation of
two-phonon states in crystals'®~!® (the amplitude of the
two phonon state called overtone'”! corresponds to
(| Qqa|?) in our paper) but none of the processes present-
ed in those papers has the features of the parametric reso-
nance. The dynamical equations derived by us for the
material system hold not only for the crystal vibrations
but also describe all the physical systems in which the in-
teraction of the coupled nonlinear oscillators occurs, e.g.,
polyatomic molecules.

polyatomic molecules.

Although we call our effect parametric resonance, this
name being usually applied to systems described by the
Mathieu equation, it shows quite different features from
the usual solutions of the Mathieu equation. Our solu-
tions do not tend to infinity for e=0. In our equations €
does not play the role of damping as in Mathieu equation,
but mainly shifts the resonant frequency. Thus, this shift
includes the information about the anharmonic coeffi-
cients for the modes of the crystal for which it is possible
to determine the frequency for e=0, v=2, e.g., from
CARS experiments.

The name bistable parametric resonance seems to be
justified in this case as the resonance occurs due to the
modulation of the parameter @ (frequency) and exhibits
bistable behavior.
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APPENDIX A
Using the Hamiltonian for the whole crystal as given by Eq. (6) we obtain Hamilton’s equations for the chosen mode
(ga):
Qga=Pya » (Ala)
Pra= —(@E )2 {1 — & qcos[ (@ —@,)t —81}Qpu+ A(Q)F 4 (@) F Fi(2)
__q q __q ql qll
+ 2 %/ICF) a o Qqa'(FIFZ )kICOS[(a)] —wZ)t _8]_ ';_ , ”2, ”H(”E a o o’ t Qq’a’Qq”a"
a'(#a) 9,9 ,a,a
—‘q ql qll qllf
—3 M HY o o o |QeaQeaQyrar - (A1b)
9.9".9"a'a",a"

Using the Green’s function for the harmonic equation the
formal solution of Eq. (A1) is given in the form

Qal)
) t sinfawgq(t —1')]
= Qga (1) + f'o B

Dga

X F(QqasPea; Qg'as Pyarts - - - s1)dt"

(A2)

where F(Qua,Pga:Qga'sPyass - - - »1) is the right-hand side
of Eq. (A1b) excluding the term (wg;)*Qar Qga (2) is the
solution of harmonic equation, and ¢, denotes the time
when the force Fis turned on. Equation (A2) corresponds
to Eq. (10) in Sec. II.

In order to establish the accuracy of Egs. (1) we esti-
mate the orders of magnitude of the successive derivatives
of the interaction Hamiltonian and the structural Hamil-
tonian. For the interaction Hamiltonian, Eq. (5), we have
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V@) (FY)y
©2aQ4a
F? d a
-~ \/a-Qqaa)ga E; ll-—‘g‘
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s | ~10"1"F2 esu ,

%{‘(2) o o (Fz)kl
i
F* d? a _
~——— 7y | ~107"2F? esu
mawg, dr a
-3
r
(A3)
q ql qll
%i;” a al an (F )leqa
©ha
F? 3
e 4| @ 107 P esu,
m a)qa dr 1——(1_
r3
q ql qll qlll
4)
k; a al au alll (Fz)k]qua
©hq
FZQqa d4 a

2 ~10—]4F265u,
qua dr* {1 a
-3

Y8 »

gdt_< lQqa‘2)8=(Qan—qa+Q-anqu
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and for the structural Hamiltonian we have (a) for the
Lennard-Jones potential

9 9 4q"
(3)
Hg a o o Qsa
q’]: P ~O.1 ’
Wgq
q ql qu qlll
(4)
H() a al an alll Qq’a’Qqa
®,= : ~0.05 ;
Dgq

(b) for the Morse potential®

$®,~0.06 and $,~0.005.

The above estimations were performed for a diamond
crystal assuming m ~10"% g, a>~1014 s7l a~10"2
cm’, Qpa=(#/20, )2 ~V'm x107° cm Thus, if we
denve the dynamtcal equatlon for (| Q, |2) 5 with an ac-
curacy of the order of HY Qqa ~0.01lwg, we are justified
in retaining only the terms lmear m the derivatives of the
interaction Hamiltonian or in H§' and quadratic in H{

In addition we will take into account also the products
[HY 7L (F?)], although they are smaller, because
they introduce the qualitative changes to the equation and
will be shown to be responsible for the modulation of
damping and nonlinearity.

We also must take into account the general result that
H®(@ %, ~9)=0 for Bravais crystals and nonprimitive
crystals in which the atom is at a center of symmetry.” In
molecular crystals this term has been proven to give a
negligible effect.! For simplicity we will consider the vi-
brations for which H*(2 % %)=0if g=0.

Substituting Eq. (10) into Eq. (9) and averaging the re-
sult over the bath we get the following set of equations
with accuracy to the terms of the order of H'® and
|H™ |2,

(Ada)

"%< \an‘Z)Bz"(qua)z{l_gqacos[(ml_‘%)t‘8]}<Qan—qa+Q—anqa>B +A(q)%ﬁ“<an+P——qa >BFkFl(t)

’ ”n
_ 1 ) HWE 99 49
2 , - a al al'
q'#q"#q
a's#a''#a
_1 S HWE —49 -9 ¢ ¢
21, : a a o o
q',a'(+g,a)
_agwe| ™99 9 9],
2
a a a
' ”n
t HME 99 4
4 J_ a o a"
*® v

( —qa t)Q(O) (2) ;931"([))3-%0‘0.

<IQ(0) Z)B <Qan—qa+anQ——qa>B

<1Qqa| >B<Qqa -—qa+Q —qa qa>
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q"a”

where ©(¢') is 1 for ¢’ >0 and O for ¢’ <0. In the anharmonic terms of the order of H*’ we have put

+c.c. |dt’,

l+c.c. ]dt' ,

(A4b)

(A4c)



34 PARAMETRIC BISTABLE RESONANCE IN COHERENT RAMAN . .. 1291

( i Qq'a"Z(Qqap—qa+Q—anqa)>B=< qu’a|2>B<Qan——qa+Q—anqa)B

and

( | Qq'a’lleqa|2>B=< qu’a’lZ)B< ‘Qqalz)B

for all (¢’a’). Those equalities are satisfied with accuracy to O (H'*) and O (H'?), which is consistent with the approxi-
mation applied in Egs. (A4).

With accuracy to the terms of the order of | H'®|? we can perform the averaging under the 1ntegrals in Egs. (A4b)
and (A4c) by putting the amplitudes Q. (¢) [defined by Eq. (10)] in a harmonic approximation, 0) o () and P(O) (2):

(PO (Qgu (DQ % (1)Q R v (1) 5
=(P %0042 (1) | Qe | *) pAg —q)A(G"" +q")80eB . v

+ P02 (1) | Qg |2) 5[ AG +4"")Ag —q™)8era8 v+ Alg" +4" )Alg —g""")8 vBaralcos[ @t —1')]

(AS5a)
and
(Qa(NQ (11Qg e (1)@ v (') g
= Qga | A0 | Qga |2)pAg —g")A(G" +q"™)8uB . v
+0 24000 ()| Qgfar |2 5[ Ag" +4")Ag —¢"™ )80 v
+A(g"+9™)A(g —g""8 ,_vBaq]cos[wg(t —1')] . (A5b)

Substituting Eqs. (A5a) and (ASb) into Eqs (A4b) and (Adc), respectively, and puttm§ H®(2 % ~9)=0 we get the fol-
lowing form of the integrals: Rl—P_qa(t)(h +I,+1I3) in Eq. (A4b) and R,=Q Eqa (Il+12 +1I3) in Eq. (Adc),
whereas

2
-9 9 9" w
L=t 3 |HY|, o o] Q+mail—Eacoslio—ay) —81} [~ F(smd7, (A6a)
g'a'#q"a"#qa
ql qu 2 I‘
—9q
1 (3)
IL,=% B Z” Hy a o o T:—*I:—f F(t,ndr, (A6b)
qga#q a #qa Nga
’ " 2
—q9 9 q t
L=—3 3 HY |, o o || & [ Fricosl(w—a)r—5)dr . (A6c)
g'a'#q"a"#qa

The variable of integration in the above integrals has been changed to 7=t —t'. We have also assumed that

" "

/» |9 9 4 -9 9 ¢
k;s) a al u (F )k[~ "‘nan(J) al au
and
—q q: ” —q q qu
M(S) a al u (Fle)kI~§an(3) a au

for all (¢’a’) and (g"a"); §qa §qa(1+n ).
The function F(¢,7) is the result of some simple trigonometric operations and has the form
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(IQ(O) |2)B <lQ(0) |2)B

{sin(@gq+ 0gq +0grq )T +SIN[(0gy + 0g g —0ea)T]}

F(,m)=0,2(1) ( [

Wgr g Og'a
( ' (0) 2>B < i (0) int ) )
P o {sinlwgy —@g g+ 0ga)T+SIN[(0g o — W grq" —©gq)7] )
q"a q'a
P(O)(t) ( Q(O) 2)8 ( IQ(Q) . 2>B
. Qo + v'a | {cos[ (0 +@gq —Weq)T] —COS[(0grq + Wgrg + gqa)T]}

WDga Wg"a" Dg'a’

<|Q(0) 2>B (1 (0) IZ)B

Wgg Oga

{cos[(wgq — @ g+ @4q)T]

—cos[(wgq — @4 g —Wgqa)T]}

The harmonic vibrational amplitudes qu(t) and Pm)(t) Ry=[—T4a(P_4aQsa+PsaQ _ga) Aqua | Qq,,l (0]
in the expressions on R, and R, can now be replaced by

the full solutions Qqa(f) and P,g(t), which is still con- X (14 7ga){ —Egacos| (01— )t —8]] .
sistent with the assumed accuracy. Applying the relations  The next terms in Eqs. (A4b) and (Adc) to be discussed
1 are the following:
f sin(wt)dt = ——
0 (w) —q q: qn
F 1= 2 H (3E ’ ”
and g e tqa a a a

fo cos(wt)dt =md(w) X(Q_,,a(t)Q(O) (t)Q“” ()p

we get

I =[—T 4aPyo(t) — 0432 Qyal )11 +775) F,= s HOE

X “"é{acos[(wl—wz t—-81}, (A7) gt iga

where 'y, and A‘q{,’ are the inverse lifetime and the fre-

x(P_ ©(109.(1))5 ,
quency shift of the mode (ga) obtained in the form given (P—ga(0Qya(1Qga (1)) 5

by Egs. (13a) and (13b). The integrals I, and I; can7be which do not vanish because the amplitude of the mode
neglected for the small pulses of time duration 7<107's.  (ga) depends on the amplitudes of the other modes, ac-

_q q' qll
a al au

Then the integrals in Egs. (A4b) and (A4c) become cording to Eq. (10). Substituting Eq. (10) into the expres-

R,=[—2T 2_ (3) sions for F| and F, yields the following terms, obtamed

=1 92| Poa | "~ ©gabga(P—gaQga+FyaQ —ga)] with accuracy to the terms of the order of | H” |2 and
X (1+14g) {1 —Egacos[ (@) —wy)t —8]} , (HY 74>,

in[wgq(t —1')
= f:m ﬂ—n—[f,—q_———]—(fqa(t’)fqa(t))g(l-*-nga)

qa
r ' "qa
X |1 —§gacos[(0)—wy)t —8]—O(t’) T 7 +qacos[ (01—t —8] (A%)
77
¢ sinfw ot —1)] .
Fo= [ S0l G051
qa
X 1—§§acos[(w1—wz)t—5]“9“') 1+774a +§qacos[(a)|—wz)t——8]l] » (A9)
where
q q q"
Sul= 3 HP |, g g |00
g'a'#q"a"#£qa

plays a role of a random restoring force exerted on a mode (ga) by the modes of the bath. The time correlation func-
tions are given by
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2
) -9 9 97
([t Vfodp=5 3 |HG' | o o || (1Qw 75| Q% |*)5
g'a'#£q"a"#qa

X {cos[(@gq +@grq )t —t')]+cos[ (g —wgrg )t —1")]} (A10)
and
A , _-q ql qll
et Veadp=5 X |H | ) o o <1Q,, 1) 5¢1 Q% | )5

g'a'#q"a"#qa

X {(0gq —0gq)SIN[(0gq —wgrg )t —t')] +(0gq +0gq)SIN[(0gq +@grq )t —t')]} .

(A1D)

Substituting Eqgs. (A10) and (A 11) into Egs. (A8) and (A9) and performing the integration we get
(3)

F, =2 kT(1+77qa {1——§qac0s[ w|—wy)t —8]} ,

wqa
Fy=2T 3k T(14+m,){ 1 — &g qc08[ (0, —wy)t — 8]

for (| Q(O’ |2)g =kT/co§-a'. Taking into account the formulas obtained for R, R,, F;, F,, Egs. (A4) lead to the fol-
lowing set of equations:

d
gt—< | Qqa ’ 2>B=<Qan—qa+anQ—qa>B ’ (A12a)

< i | )B"_’ fa)Z{1—(§qa+A§qa)cos[(a)1“w2)t""8]]<Qan—qa+Q—anqa>B

—A4TE (1€l cos[ (0 —w))t =81} ( | Ppo | }) p +4T £k T {1 —ENcos[ () —wy)t — 81}

-9 9g _q q
- %HM a a ( | Qqa ‘ >B<Qqa —qa+Q—qa a>B{ 1 -g;acos[(wl—wz)t —8]}
A@H @ Pyu+P_y0 ) sFiFi(1) (A12b)

g;<Qan—qa+Q—anqa>B=2( |an | 2>B"‘2((Bfa)2{1“(§qa+A§qa)COS[(wl’"a)2)t —8]}< # Qqa I 2>B

—ZFE [1—§qaCOS[ 01—y t—5“<Q qa qa+Qqa —qa>B

(3)E
+4 | — kT{l-—gqaCOS[ W —Q0) I—B]}
coqa
—q9 9 —q ¢4
_HEM) a a a (< qua | 2)3)2{1———§f1a00s[(w1—m2 t_6]}
PH 4 (@) Qo+ Qg0 ) sFFi(1) (A120)
where @ go =g+ Agey HE (& 598 ) =HM (4 79% 29 —# U@ 798 29 F )
-9 q
BEga= E iy o« o <JQ |?)p

is the change of the frequency modulation coefficient and
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-9 9 —9 ¢4
- #u| g a a alFiF2u
—q9 —q 49 q
(4)E
Ho a a a a

Introducing the new variables defined in Sec. II into Eqgs. (A12) we get directly Egs. (12).

APPENDIX B
The stationary solutions of Egs. (16) are given by
2 2
a2= ¢+ — : (B1)
&{2+.%2+%e§‘a52 AL +E R — | B+ T+ 2 g4 £ +.M%QJ
eta
C+9 D+ £ S]
v
cosps =ag BL +AE , (B2)
€6as
C+D D +
v
8y 142A% 2,1 .2 4y Z, gT v ; 4s 7 € 3
¥ b —”m-"f'f(bs*'?as) =779 §+¢& 1—7 Smd’s—_v‘(§+€§bs)005¢s, (B3)
where
1 3 €
o =4y | —=+2Sbg |,
Y 2 4+ 20S
=—1-—(4—-v2+6eb5+87/2) ,
2y
_4y |er |, 1428° 1 o

=%(Ebs~2§rz‘3’+e§‘bsz) :

Those equations have been solved numerically for £540, £¥ =£€=0 (see Figs. 1—3) and for £T ~£5£0, £6=0 (see Fig. 4).
In this paper we do not discuss the influence of the modulation of the crystal nonlinearity, which means £°5<0. It will
be treated elsewhere.

APPENDIX C

In order to get the equation of motion for (Q.,(t))p we substitute Qg (1) as given by Eq. (10) into the Hamilton

equations [Eqgs. (A1)] for all (¢'a’)s~£(ga). Averaging the result over the bath and retaining only the terms of the order
of H¥ and | H®|? we have

. —4q9 9 —q9 g
<Qqa>B+(a)fa)2{l“é—qacos[(wl_wz)t—8]}(Qqa>8+%H(4)E a o a a t <Qqa>B< qua’2>B
1 9 —q9 9 —¢q
Quads |y 3 OHYE o P10 s
ga#qa
‘ —_ !’ ”
—Fa@FF0+: [y gee| 119
T gnamaV, @ @«
a,a",a",alV
’ e v ’ 1" v
—q —q9 4
X Hg;) a 1 v *8([’)%;3) o' a' v FkF](t)
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X ( Qq”a”( t)Qq“’a“’(t,)Qq lValV(t') )B

+

X Qya(1)Qgrarlt

where

1, t'>0

o(t')= 0, '<0.

The approximations applied in this equation were ex-
plained in Appendix A. The integral is just the sum
I,+1,+1I;. The integral I; was calculated in Appendix
A and is defined by Eq. (A7), whereas the integrals I, and
I; are negligible (see Appendix A). Equation (C1) does
not include any terms connected with the random restor-
ing force f(¢) because {f(t))p=0. Substituting Eq. (A7)
into Eq (C1) and introducing the new time variable,
=@ Et, we get the Duffing-Mathieu equation for an opti-
cal mode ¢=0:

(Qa)p+27{ Q5[ 1—E cos(vr—8)]
+(Qq)pl1—Ecos(vr—8)]
+&(Q )31 —Ecos(vr—8) | =hy Fi Fi(t), (C2)

where
W1 —w; FE
v= cb'f ’ 7’—‘55 )
HWE 0000 .
N € a a a a H (a)
e s A E? P (GEp

Applying the asymptotic method of Krylov-Bogoliubov-
J

IE30'2

+ 3Xajkl'@£7172nqSE ((I)I)Ek(a)l

where .@‘”—.@m(a)f(wl)f (2w;—w,); E;||o. Substitut-
ing Egs. (C5) and (C6) into Eq. (C7) and assuming the

H&S)

Sinwgq(t —1')

WDg'a
" " v ” e v
q q ' (3) -9 9 ’
a" a'" _e(t )%II:I a” a'” aIV FkFl(t )
sin[wg o (t —1')]
! t dar', Cl)
)quvalv( s gl ST (

r
Mitropolsky'? we assume a solution of Eq. (C2) in the
form

(Qu(1))g=q(t)cos[vr+&(7)—8]+eu(r), (C3)

where v’=1+€6 (8 being a small detuning). ¢(r) and
§(7) are slowly varying amplitude and phase, respectively,
to be found as the solutions of the equations

. hi(FiFy)y

G=—yg——— " sinf , (C4a)
hy(FF5)

_-.———(1—‘1/2-{—‘1~ 2)___"’2—“,(12"_0054- , (C4b)

where u(7) contains the vibrations with frequencies 2v,
3v, or v=0. In this approximation the modulation of the
frequency as well as of the damping and the nonlinearity
do not influence the vibration of frequency w; —w,.
The stationary solutions of Eqgs. (C4a) and (C4b) have
the form
hi(FFy)y

= , (C5)
BT = ey

1—v*+ ;&3
+’V2')’ ]1/2 ’

As we can see gs exhibits nonlinear dependence on the
difference frequency w;—w,. In the stationary case the
square of the amplitude of the optical field generated in a
crystal at frequency 2w, — o, is given by the formula®

cosfs = (C6)

[(1—v*+ &)

— 5 L (20, — 0, { [3X Gk Ej(0)) Ex () Ef(0) P +[ 3 P Ej(w0))gs |

(O])E]((Dz)COSgs} ’ (C7

particular polarizations of the external fields we obtain
Eq. (25) for the susceptibility tensor.
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