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Various aspects of a rather general treatment of proton-spin relaxation in water are discussed within
the framework of quantum-dynamical semigroup theory for a four-level system coupled to a reservoir in
equilibrium. In particular, the specifications of the infinitesimal generator of time evolution, either in
Kossakowski or in Davies form, are worked out in detail. With the help of the Lie algebra of SU(4), the
results are used to derive, under suitable simplifications, generalized Bloch equations for the static and
alternating-field case. The relevant correlation functions are calculated using conventional approaches
but supplemented by taking into account explicitly results from a stochastic model for formation and
breaking of hydrogen bridges. A further approximate reduction of the coupled general equations to
simpler ordinary Bloch equations leads to an identification of the relevant relaxation times. This ap-
proach provides a somewhat different interpretation of rotational correlation times whose numerical

values are estimated over a wide temperature range.

PACS number(s): 33.25.—j, 05.40.+j, 76.60.—k

I. INTRODUCTION

The ordinary equation for the evolution of the density
operator, which is widely used in the NMR literature to
investigate spin relaxation in fluid systems, is given by the
Redfield master equation [1,2], which is derived from an
approximative solution of the Liouville equation for the
density operator of the open quantum system S with a
large time-independent interaction Hamiltonian and a
comparatively small time-dependent one. The applica-
tion of this or similar equations for the density operator
can, of course, lead to difficulties. The basic laws of
quantum mechanics require that the density operator
satisfies, for all times, the von Neumann conditions of
hermiticity, trace preservation, and positivity. The
description of the time evolution of an N-level system
with a completely positive quantum-dynamical semi-
group guarantees automatically that the von Neumann
conditions are fulfilled. The detailed mathematical struc-
ture of the associated generator is given by the theorem
of Gorini, Kossakowski, and Sudarshan and by Lindblad
[3,4]. It must be stressed that the method used to derive
the structure of the Kossakowski generator is totally
different from the considerations leading to Redfield’s re-
sults. The underlying relation for the time evolution of
the open quantum system S is now obtained by a partial
trace operation acting on the state of the total system Q
constituted by S and the reservoir R. The necessary con-
ditions for the validity of the Redfield theory are replaced
through the positive semidefiniteness of the relaxation
matrix.

On the other hand, in a series of papers Davies showed
[5-7], starting from the exact Nakajima-Zwanzig master
equation, that a second more special form of the
quantum-dynamical semigroup generator exists. The re-
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lationship between the Kossakowski and the Davies gen-
erator allows the determination of relaxation parameters
from first principles. Especially, one is able to express in
a quantum mechanically correct way the elements of the
relaxation matrix and the diagonal relaxation parameters
in the spectral density functions of the reservoir. More-
over, the transition from the original Kossakowski mas-
ter equation to the corresponding matrix equation for the
coherence vector [8] yields generalized Bloch equations in
the static field case as well as in the alternating field case.

In this paper we investigate the spin relaxation in wa-
ter with quantum-dynamical semigroup generators. To
make the reader familiar with the basic results, the next
section gives a short review of the general theory. For
the four-level system of the two proton spins in an H,O
molecule the exact expansion of the diagonal relaxation
parameters in terms of the correlation functions of the
reservoir R will be given. To get the connection between
the spectral density functions and the microscopic pa-
rameters of the reservoir an attempt is made to calculate
approximately the quantum correlation functions. Final-
ly, from the coherence vector formulation of the Kos-
sakowski master equation, one can deduce the general
Bloch equations for the fluid system of water molecules.
The general Bloch equations allow the identification of
the longitudinal relaxation time 7;. The expression for
T, also depends on the characteristic times Typ, 7, of the
hydrogen bond dynamics. In the extreme narrowing case
one can compare the calculated value for T, with con-
ventional results.

II. GENERAL THEORY

In the following we consider an open quantum system
S coupled to a reservoir R. The total system Q=SUR
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does not exchange any energy with its environment. The
reservoir remains in a fixed reference state Pp for all
times. An example for an open quantum system is given
by a spin-1 particle in a static, homogeneous magnetic
field and a time-dependent electromagnetic field whose
field modes serve as a reservoir [9]. In order to describe
the time evolution of an open quantum system one needs
a one-parameter family of dynamical maps {A,,t =0},
such that

p(t)=A,p(0), t>0, (2.1)

where p is the density operator of the open quantum sys-
tem S. The family of the dynamical maps A, has to fulfill
the conditions of a completely positive quantum-
dynamical semigroup. We mention here only the impor-
tant semigroup condition

Arps=AA,, £,s>0. 2.2)

Under these conditions it follows from the Hille-Yosida
theorem [10] that one may write

A, =el, t>0, (2.3)

where L is the infinitesimal generator of the completely
positive quantum-dynamical semigroup. For the
differential equation corresponding to (2.1), one finds

p(t)=Lp(t) . (2.4

Gorini, Kossakowski, and Sudarshan have shown that
the most general generator of a quantum-dynamical semi-
group for the case of a finite-dimensional Hilbert space
F£, can be written in final normal form as [3]

N%?—1

Lp(t)=—i[H,p(D)]+4 zlai,-{[Fi,p<t>F,T]
ij=
+[Fp(n),FJ1}, (2.5
where
H=H', tr(H)=0, (2.6)
tr(F;)=0, tr(F,F))=8§; , (2.7)
i,j=1,...,N*—1, (2.8)
A={a;}20, i,j=1,...,M=N*—1. (2.9)

The first term of the generator L describes the pure Ham-
iltonian dynamics of the open N-level system, whereas
the second term represents the non-Hamiltonian dynam-
ics of S. Possible energy shifts due to the interaction with
the reservoir are taken into account through the Hamil-
tonian H of the open quantum system S. The linear
operators F; together with the unit operator Fy=1 form
a basis in the Banach space B(#g). Of great importance
is the positivity property (2.9) of the complex matrix A.
For further features which follow from the positive
semidefiniteness of the relaxation matrix A4 the reader is
referred to the lecture notes by Alicki and Lendi [8]. A
convenient representation of the operators F; is realized
by the Hermitian (N X N ') matrices that constitute a basis
set of the Lie algebra associated with the SU(N) group.

Especially, the two following relations hold:

M
[Fi, Fr1=i 3 fuaFo s
=1

(2.10)

M
{Fi,Fk]=%F08,-k+ S dy.F, 2.11)

=1
where {,} denotes the anticommutator. The f,’s are
the completely antisymmetric (with respect to inter-
change of any pair of indices) and the d;;;’s the complete-
ly symmetric structure constants of the Lie algebra. In
the literature the reader can find a systematic scheme for
how to construct the F; matrices for arbitrary N and a
complete list of the generators and structure constants [8]
for SU(N), N=2,3,4. To investigate the differential
equation (2.4) it is appropriate to go over to the
coherence-vector formulation

p(t)=Lp(t)—>v(t)=Gv(t)+k . (2.12)

The components of the coherence vector v(t) appear as
coefficients in the expansion of the density operator in the
basis {F;} ¥

M
p()=-LFo+ S v,(0F; . (2.13)
N i=1
By trace operation it follows immediately that
v(t)=tr[F;p(8)] . (2.14)

According to the structure of the Kossakowski generator
one can decompose the (M X M) matrix G into a matrix
Q and a matrix R,

G=Q+R . (2.15)
Bearing in mind the expansion
M
H= Y h,F,, h,€ER (2.16)

n=1

for the Hamiltonian H, one gets for the matrix elements
4y, of Q the result

M
AGm = 2 PuSoums - (2.17)

n=1

In consequence of the complete antisymmetry of the
structure constants fj;;, the matrix Q is skew symmetric:

o=—0T. (2.18)
Next, we consider the following commutators:
M
[H,p(t)]= 3, hivj(t)[F,-,Fj] s (2.19)
ij=1
1 M
[F,.,p(t)Fk]=N[F,-,Fk]+ '21 vj(t)[F,.,Fij] s (2.20)
i=
i M
[Fl,Fij]:E 2 zjkI[Fi’FI] ’ (2.21)
=1

where the complex structure constants z;;, are defined by

zijk :fijk +ldljk . (222)
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Together with the properties

M
i 2 Re(aik )(fklsdilm _filsdklm )=0, (2.23)

ik,1=1

M
i3 Imlay ) fusfiim + Frsfim ) =0,

iLk,1=1

(2.24)

we finally find for the elements 7, of R the real forms

Fom = _‘% ) k§‘1 (2—8,-k )Re(a,'k)
M)
X (fusSrm T+ Frasfitm)
+3 _ Im(au ) frss@iim = FitsQim) - (2.25)
o

The components k; of the inhomogeneous part k of the
differential equation (2.12) are given by

ks=_7%7 3 Im(ay)fys, s=1,...,M, (2.26)
o
where we have used the relations
Re(a; )=Relay;), Im(a;)=—Im(ay;) . (2.27)

For a detailed discussion of the differential equation
(2.12) the reader is referred to the literature [8,11]. In ad-
dition to the structure theorem (2.5) of Gorini, Kos-
sakowski, and Sudarshan, there exists a second approach
to the reduced dynamics of an open quantum system, sys-
tematically investigated by Davies [5]. The fundamental
equation in this context is given by the Nakajima-
Zwanzig master equation. We will present it here in the
integrated form

pPO=Up@+1 " [* U,_,K(hs—ulplu)duds .
(2.28)

A detailed derivation using the projection operator tech-
nique can be found elsewhere [12-14]. It is important to
note that the Eq. (2.28) for the reduced dynamics of the
open quantum system S is exact. Now a powerful
theorem by Davies states which conditions the single
terms in the Feynman-Dyson expansion [15] of the in-
tegral kernel K(A,s —u ) have to be fulfilled in order that
a generator D exists with the property

: A __ Dt —
}1\113) HU‘TA._ZUT)\.—Z;) e”"p||=0. (2.29)
Alt=r1

One may show then that the generator D satisfies a semi-
group condition and the connection with the density
operator is determined again through

p(t)=ePp(0) . (2.30)

An interesting fact is that one can deduce the neces-
sary decay properties for the correlation functions of the
reservoir from the Davies restrictions for the terms in the
Feynman-Dyson expansion of the kernel K(A,s—u).

The exact structure of the generator D can be found from
Eq. (2.28) by rescaling the time and going over to the
weak-coupling limit. This procedure yields the following
result for the Davies generator D [16,17]:

D=Dy+Dg, (2.31)
where
Dy=—i 3 Ssplo)4f(0) 4,(w),.],
w€ESp([H,,.]) i,k
(2.32)
Dr=1 3 Scxlo)N4,(0)., 4](0)]
w€ESp([H,,.]) ik

+[4;(w),. Af(@)]) .
(2.33)

Sp([Hyg,.]) denotes the spectrum of the Liouville-—von
Neumann operator [Hg,.] [18]. It is the set
{€m —€,|Ems€, ESP(H)} if one assumes that the Hamil-
tonian Hg of the open quantum system has a discrete
spectrum

Hg= Y ¢li) il . (2.34)
i
Furthermore the operators 4;(w) are given by
Alw)= ¥ P, AP,,., P,,=I|n){m|. (2.35)

Em “En =W

Recall that the operators A4; appear in the interaction
Hamiltonian Hgy,

Hgz=S A4,®B;, A,=A, B,=B, (2.36)
which couples S to the reservoir R. The coefficients
¢i(w) and s;(w) are the Fourier—and the Hilbert—
transforms of the correlation functions 4, (¢),

cnl@)=[ _+: dt hy(t)e ~iot (2.37)

s,—k(w)Zifowdt hik(t)e_"“"—é.c,-k(co) , (2.38)
where

hy(t)=trg [PrB;B;(1)], (2.39)
with

B/(1)=UR,B,UR, U=e &', (2.40)

The first term Dy of the Davies generator (2.31) yields a
correction to the Hamiltonian part of the dynamics,
whereas the second term Dy contains pure non-
Hamiltonian contributions. A comparison of the two
generators (2.5) and (2.31) allows one to express the ma-
trix elements a; of the relaxation matrix 4 in the
Fourier transforms c; () of the reservoir correlation
functions h; (¢). Especially for a two-level system, it is
possible to identify the longitudinal and transverse relax-
ation times and to give their exact expansions in the
Fourier transforms of the reservoir correlations [8,19].
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III. OPEN QUANTUM SYSTEM

The H,0 molecule carries two hydrogen proton spins.
The gg nucleus of the oxygen atom possesses no spin. In
a static, homogeneous magnetic field B=(0,0, —B,) the
interaction Hamiltonian of the open quantum system of
the two proton spins is given by

Hy=ow, 1, Vo, I, +JI'1,, 3.1)

where

w, =yBy(1—0c), (3.2)

with the proton gyromagnetic ratio y, the chemical shift
o, and the indirect coupling constant J of the water mole-
cule [20-22]. The operators Hg, I=I,+1,, and

1,=1,,+1,, satisfy the commutation relations
[Hg,I?]1=0, [Hg,I,]1=0, [I%I1,]=0. (3.3)

Consequently, the simultaneous eigenstates are obtained
from the transformation equation [23,24]

ljrjagm)="3 |jijamimy)iijamymyljijsjm) .

my,my
(3.4)
As a result one gets the following eigenstates:
. 1
Singlet: |p,)=|1100)= 7‘5‘(“132_310‘2)
Triplet: |p,)=|1111)=aa,,
1
lp3)=13310) == (@B, +Biay) (3.5)

lpa? =133, —1)=B\B, ,

where the particular basis in the direct product spin
space of the composite system

@y, aiBs, Biay Bib;

is spanned by the eigenvectors of I, and I,,. The repre-
sentation of the interaction Hamiltonian Hy in the basis
|p; ) yields

(3.6)

—3J 0 0 0
0 a)L+—'£ 0 0
Hg= (3.7)
J ’
0 0 —
" 0
J
0 0 —w,+-—
0 oL+
or, in spectral representation,
-3 J
Hg=—3JIp ) {pi|+ a)L+Z 1292921
J J
+ 7P psl+ | oL+ |Ipadpsl - (38)

The complete set of eigenvalues and eigenvectors of the
Liouville—von Neumann operator [Hj,. ] can be obtained
from

[Hs, |p: ) <p;11=(e;,—€;)lp: ) {p;| , 3.9

where €; denotes an eigenvalue of Hg. Thus, the eigen-

values of the Liouville—von Neumann operator are

0., o, +J),to;, (0, —J),+J,0 . (3.10)

All allowed transitions are obtained from time-dependent
perturbation theory using the Hamiltonian [25]

H(t)=—1yB (I} e "+ U] +1I; )e'']
(3.11)

for the interaction of the two proton spins with an alter-
nating field B,(¢)=B,(coswt,sinwt,0). The transition
probability W,,(¢) for a transition from a state |a ) with
energy E, to a state |b) with energy E, is given in first
order by the equation

CE — 2
Wba(t)=‘fotdt'eu(E" ElplH,tHa) | . (3.12)
As a result one gets the selection rules
j=1, Am==l (3.13)

for the allowed transitions, in good agreement with the
experiment.

IV. RESERVOIR

We consider a system of water molecules in the liquid
state. Each molecule is represented by a hard sphere.
The total spins are at the centers of the identical hard
spherical molecules [1,26]. The system is placed in a stat-
ic, homogeneous magnetic field B,. The transitions in
the open four-level system of a molecule are induced due
to the statistically modulated intra- and intermolecular
dipole-dipole interaction. For the corresponding Hamil-
tonian one may write [22,27-29]

3
Hg= 3 1,8B, , @.1)
=1
with
6 172 3
B,= |5 | 1’3 3 MsY. (4.2)
j v=1

The operator I is the total spin of the open quantum sys-
tem, whereas S/ is the spin operator of the reservoir
molecule j. To study the transformation properties of the
dipole-dipole interaction Hamiltonian, it is of course
more convenient to use its representation in terms of irre-
ducible second-rank tensor operators. The Hamiltonian
of the reservoir is given by

2
p.
Hy=3
J

+ 3o SP+ 3 Ulr;—rx;) . (4.3)
J i<j

Details about the structure of the interaction potential

U between the molecules are available elsewhere [30,31].
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We will investigate now the expansion of the matrix ele-
ments a;, of the relaxation matrix A4 in the Fourier trans-
forms c; (@;) of the reservoir correlation functions. To
solve this problem one starts with the Davies generator D
for the open four-level system of the H,O molecule

D=Dy,+Dy, (4.4)
where
_ 3 +5 ¢
Dy=—i 3 3 splo)[Ax(w)A4;(e)),.], (4.5)
Lk=11=-5
5 3 +5
% 2 2 calo)([ 4;(@))., Af(@))]
+[A,(w)),. Al w)]) . (4.6)
A comparison of (2.36) with (4.1) yields
Aj(w))=I(0;)= > P,LILP,,. . 4.7)
Sm_€n=wl
Here we use the convention
0o=0, wi3~0 ,
0w =1J, o=+, +J),
o=t o, —J), wis=F20; , (4.8)

for the eigenfrequencies of the Liouville-von Neumann
operator [Hg,.]. After some calculations one finds that
the only nonvanishing matrices 4;(w,) are

A (0&3) %I I,

A2(wi3)=ié1¢, A(wg)=1, .

(4.9)

The operators I1,I~ denote the ordinary raising or
lowering operators. The expansion of the operators
A;(®,;) in terms of the basis { F;}¥ with

F,=F], tt(F))=0, tc(F,F;)=8, (4.10)
yields
15
Ai(o))= 3 MF, 4.11)
pn=1

Consequently, one gets for the two commutators in the
second term Dy of the Davies generator (4.4) the results

[A;(w)),. A} 2 MAGF,,.F,], (412
p,v=1
15

[Ai())., Af(@)]= 3 MAFIF,,F,]. (413

uv=1

Inserting (4.12) and (4.13) in Dy and comparing (4.6) with
the non-Hamiltonian part of (2.5) leads to

2 2 MiArealwp)

il=11=-5

(4.14)

for the matrix elements of the relaxation matrix 4. The
expansion coefficients A4 can be found from Eq. (4.11).

The only nonvanishing ones are given by

A=A 3 }‘13_7\1,3—3=7L “}\2—3_7\14_ 3o=3,

(4.15a)
*
AS, 7»2 L =AR=AY =—Ag
*
Z_H,—s
=_Alt=_ 1" =L = (4.15p)
13 L3775 .
1 1 2
}\'3 =—— }\'8 =— k15=—T . 4.15
30 V2 V6 V3 (4.15¢)

This result together with the relation (4.14) allows the

explicit calculation of the matrix elements @,,. The sys-
tematic evaluation yields
1
a3 = 3c33(@0), 088=€C33(w0) >
1 V2
A13=— —=20C3(wy), a =——c(wy) , (4.16)
38 ‘/12 33\@o), Ay 15 3 33(@g
=—(2)12¢,;(wg) =4c33(wg)
as1s 3 C33lwg), aAy5,15= 3C33\0¢)
and
Ao =0 13=077=0714=01313=A414=F + —i8—
(4.17a)
Ag1=0g,14= —A7,13=01314=8+ Tif_, (4.17b)

with the abbreviations

fe=3len(oy)tenlo)tey(0_3)+eylw_3)],

(4.18a)
g+ =1{cplwy)—cy(wy)E[cp(w_3)—cylw_3)]} .
(4.18b)

The remaining matrix elements vanish. In a next step
we treat the correction Dy to the Hamiltonian part of the
dynamics. By expressing the commutators in Dy accord-
ing to the relations (4.9), one finds

Dy=—i[MIZ+I})+vI}+pul,,.], (4.19)
where the coefficients are given by

A=1{s;(@3)Fsp(@3)+s(0_3)+5p0_3)}

+£ —sp(@w_3)—sp(@3)+sy(@3)}

{S12(CIJ_3)
(4.20a)
—splew_3)}

p=i{sn(@3)tsylw;)—s(0_3)

—%{S12(‘0—3)_521((0*3)"‘512(‘03)_521(‘03)} ’

(4.20b)

v=s33(wg) . (4.20c)
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Thus the modified Hamiltonian Hg including level shifts
can be written in the form
Hy=Hg+AI}+I1})+vI}+ul, . 4.21)

Later on we shall show that the Hilbert transforms
J

—3J 0 0 0
; .
0 [w,_+Re(u)]+z 0 0
.HS:
J
0 - 0
0 4
J
0 0 0 —[wg+Re(w)]+

where, obviously,

tr(Hg)=0 (4.24)

in agreement with (2.6). Furthermore, the resonance fre-
quency w; is shifted to

o =w; +Re(p) . (4.25)

Later on we shall estimate the frequency shift Re(u) of
the highest and the lowest energy level. The study of the
differential equations (2.12) for the components of the
coherence vector indicates that the diagonal relaxation
times play an important role. Especially, one needs them
to identify the measured longitudinal and transverse re-
laxation times. Thus, we proceed to the calculation of
the diagonal relaxation times in terms of the Fourier
transforms c¢;; (w;) of the reservoir correlation functions.

We rewrite Eq. (2.25) in terms of two matrices I''”) and
F(C),

15
ro=1 _ 2 2 Re(ay ) fiusfiim +SuisFim} —Rs »
S

(4.26a)
)

15
+ 3 (Relasg)f3imSsim TRe(as15) 30m 15im TRE(@ 15) f5im S 150m } »

=1

define, at the same time, the diagonal relaxation times.
With the relation [8]

aiap Zlag |, ViFk , (4.29)
it may be verified that the inequality
r'z0 (4.30)

is satisfied. From Egs. (4.16)—(4.18) one finally gets the

s (o)) satisfy the properties
=0, Re(u)#0 (4.22)

with respect to the reservoir model under consideration.
Hence one finds for the structure of the matrix Hg the
final form

A=v=Im(u)

) (4.23)

F(sfr: = 4 2 2(1” ftl:ftlm }
=1
15
+5 X Im(ay ) {fusdiim = frs@im ) T Rs »
ik, 1=
l(i<k)1
(4.26b)
where
15
Rs=4 E Re(asg){ f3i5 sim + Fais S 3im
+4 2 2Re(ay 15){ f35 150m + Fisis S 3im
I=1
15
+% 2 2 Relag s WS sis S 15im T F1sisfaim} - (4.26¢)

1=1

It should be noted that the matrix I'® is symmetric.
Furthermore the definitions (4.26a)-(4.26¢c) allow one to
write the matrix elements r,,, in the compact form

The diagonal elements of the matrix T''®’ given by the
equation

fklm dilm }

(4.28)

expressions
F(l {=r%=Ltcyulw)+f+r_},
D =1{fr+r_},
rg=rg=r. ,

N =Ti=1{cy(wo)+3f L +f_},
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NE=1{13f,+f_}, (4.31)

F(C)—"rm w=z{enlw)+f—f_1},
L =T n=2c3(w0)+f 4 ,
I‘,3 13_1‘(:2),14:%5033(0’0)+3f+
F‘§’15=%{2f+ —-f-1,

for the expansions of the diagonal relaxation times in the
spectral density functions.

To proceed further, we evaluate the diagonal relaxa-
tion times in the microscopic parameters of the reservoir.
We follow an idea by Abragam and assume that a
snapshot of the reservoir always yields a quasicrystalline
structure for the microscopic distribution of the water
molecules [25]. Thus the mean field that couples to the
components of the total nuclear spin [ is generated by the
surrounding reservoir molecules in a triplet state and can
be calculated with the method of Pierre Weiss [29,32].
The statistical properties of the local field will be realized
through the fluctuating functions M i{‘f To become famil-
iar with these principal assumptions we begin with the re-
lation

—f-1,

HSR,,u H=X,Y,2 (4.32)

=1, S ;fj ),
J

for the components of the interaction Hamiltonian (4.1)

with the abbreviations

172

bm 7,2’ S'(J

5 (4.33)

2 M(jvsv(j)

v=1

On the other hand the z component of the local field is
given by

Hgp ,=—vI,B,, . (4.34)

By comparison of the two relations (4.32) and (4.34) one
gets

3 .
S M (SY)n, (4.35)

€
7/ ?v 1

for the local field in the z direction [n,=(0,0,1)]. The
Weiss approximation consists of replacing the spin opera-
tors of the reservoir particles by their expectation values.
Analogous results follow for the x and y components.
Consequently, one may write the total local field in the
form

3 - . .
B=——3 3 (MU )n M (s m,
j v=1
MP(SP)n,) (4.36)
The expectation values of the bath operators S;{) can be
calculated with the equation
(87 )y=trs(SYpp) , (4.37)

where the thermal equilibrium state pg of the open quan-
tum system is given by

~H /kyT

—H_ /kgT
» Z=trs(e s°7B

pp=Z e ). 4.38)

In the high-temperature limit one finds

(87 )=1L{trg(SY)—trg(Hs/kpTS?)} . 4.39)

With the relations

trg(HsSY ) =trg(HgS\)=0, trg(HgSY)=20, ,
(4.40)

one may introduce the following definition for the corre-
lation functions of the fluctuating field B;:

hog(D=K 3 trg [P MBOME (1)], (4.41)

a9
i,j

where K is an effective coupling constant. According to
present knowledge the evaluation of these correlation
functions is possible only under some simplifying assump-
tions. It has been assumed in all theoretical treatments so
far that the properties of h,,.(t) are entirely determined
by rotational and translational diffusion dynamics of the
molecules. As far as the explicit time dependence is con-
cerned we will follow this point of view without
modifications. However, the weight with which these
processes determine the relaxation rates is also affected
by another important stochastic process, namely, the
fluctuating formation and breaking of hydrogen bridges.
From a purist point of view one should construct, conse-
quently, a universal conditional probability density
comprising at the same time all three stochastic processes
and perform the calculation in the same way as has been
done for diffusion only. On one hand this is not practic-
able on the basis of presently available data which, on the
other hand, suggest a reasonable alternative treatment
due to obviously different time scales. In a comprehen-
sive review article [33] the lifetimes 7, (H bond broken)
and 7yp (H bond intact) are given over a wide tempera-
ture range. We will see that these values are shorter than
rotational or translational correlation times, in most
cases by more than one order of magnitude. Assuming
that diffusion dynamics is effective only in the absence of
hydrogen bridges, these processes take place during a
fraction of time, which is given by 7,/(7,+7yg). This
determines the effective coupling constant as

k=57 4.42)
- Tf+THB ’ ’

where €2 is as defined in (4.33). Note that K =¢? is the re-
sult in agreement with earlier approaches and valid obvi-
ously in the limit 7, >>7yp in this treatment.

For the evaluation of the correlation functions some
standard calculations for a dipole-dipole interaction
Hamiltonian yield the relationship between the M ;{3 com-
ponents and the spherical harmonics [29,34,35]. We omit
the details but quote some intermediate results with the
upper index j dropped. In terms of the abbreviations
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172
A= | 2T , (4.43)
5
F=Ar—379(Q),
FEl=Ar73vF1(Q), (4.44)

FP=Ar~%Y5%(Q),

one gets the following expansion of the reservoir correla-
tion function f,(¢) from the Eqgs. (4.1) and (4.2):

hy()=KA 2{trg [P FT'F (1]
+trg[PRFIF (1)
—trg [PrF I F (1))

—trg [PRFTIFT (0]} . (4.45)

A complete list of all expansions of the functions A, ()
will be given in Appendix A. Because there is no analyti-
cally accessible procedure to calculate the quantum
correlations trgy [Pg F'F/ (¢)] one assumes a classical be-
havior of the reservoir molecules. This assumption is
based on the fact that the mean de Broglie wavelength at
room temperature [36,37]

Ap=(2MkyT) *~0.07 A, (4.46)

is small compared to the intermolecular distance d;=3.5
A. Thus, it is possible to link the correlations hgg (1) to
the classical propagator P(y,,y,,t) in the following
manner [25,38]:

trg [PrF™F"" (1)]
= [ [P )PWy,y,t)F™(p )F" (p,)dy,,dy, ,
4.47)

where m,n=0,%1,%+2. P(y,,y;,t) is given by the solu-
tion of the appropriate Fokker-Planck equation [39,40].
To treat this problem we first make some remarks con-
cerning the rotational and translational motion of the wa-
ter molecules. The rotational motion of the water mole-
cule, influenced by a continuous bombardment from oth-
er molecules, produces a random behavior of the in-
tramolecular dipole-dipole interaction. The translational
motion of a water molecule relative to a neighboring one
produces a random behavior of the intermolecular
dipole-dipole interaction. Furthermore, translational and
rotational motion may be investigated independently of
one another; in other words, we neglect rototranslational
effects. In a next step we evaluate the rotational correla-
tion functions hq’fl,(t) of the bath. An extended descrip-
tion of the underlying method can be found elsewhere
[25,41]. For this reason we present here only the basic
equation

mpn* g A2
trg [PR F™F (t)]—z;ro6 b

with m,n=0,%1,%+2. Recall that 7, denotes the rota-
tional correlation time while r, is the intramolecular dis-
tance. If use is made of Appendix A, (4.48), and (2.37),
one obtains

(4.49)

0 1+ (w7,)?

for the spectral density functions. According to (2.38) it
follows immediately that the Hilbert transforms are given
by
s;:,(w)=0, q97q’ ,
(4.50)
o3

1+(wry)?

K _
sﬁ(w)=S§2(w)=%s§3(w)=Ero 6

The translational diffusion can be investigated in a
similar manner [1,25]. The basic result is

trg [PrF™F""(¢)]
=(__1)—(m+n)_3_NA2d—3

+2
X Az 8—m,r’r‘lsﬁ,“n

m=—2
X fow[fs/z(“)]ze —2Dlilud 7y gy
4.51)

where N denotes the density of spins per cm®, D is the
translational diffusion coefficient, and d is the molecular
diameter. The spectral density functions cqzl(w) are pro-
portional to the integral

I,(w)zfowdu u[J3/2(u)]2[u4+(027'2]_1 s

r=d*/2D . (4.52)
Its solution is [42]
I,(z)=p,(2)+e " ?{p,(z)cos(z)+p;(z)sin(z)} , (4.53)
where
pi(z)=—2z"5+z73,
py(2)=2z " +4z 4 +273 (4.54)

piz)=—2z"3+z73% z=V2]w|r.

The limit of I,(z) as z—0 is %. Hence one finds for the

Fourier transforms c:;, (w) the following results:
CQZ'(w):O’ q97q’,

(4.55)
cliw)=chL(o)=2cl(0)=2KN(dD) 'I,(0) .

The Hilbert transforms can be deduced from the solution
of the integral

IZ((D)Z %bzfowdu [J3/2(u)]2[u(u4+w21'2)]~1 s
b=VTolr .

(4.56)
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As a result one gets [43]

I,(z)=m{p(2)+e ?[p,(z)cos(z)+p,(z)sin(z)]} , (4.57)

where we have used the abbreviations
pi(z)=(3z%)"1—(2z) "=z 7%,
pylz)=z"3—(2z)7 1, (4.58)

p3(2)=z 7 +2z 74422371, z=V20|r.

The limit of I,(z) as z—0 is 0. Therefore the Hilbert
transforms s,;,'(w) are given by

S‘IT‘;'( )=0, gq#q’

(4.59)
T Ve oT (o y— 3 3 KN
sii(@)=sypn(w)=3s,;3(w)= sgn(w)de 2(w) .

We are now in a position to verify the relations (4.22).
Bearing in mind (4.50) and (4.59) the imaginary parts of u
and A may be omitted. Because the Hilbert transforms
s,vf(co) and s,-iT(a)), i=1,2,3 are odd functions of w, the real
part of A is zero, while the level shift Re(u) is determined
by

©L TS 3 KN

K _
Re(pu)=—""r;° += L(wg) .
W=z "o 1+(w,p)* 7 2dD

(4.60)

The remaining relation v=s3;(w=0)=0 follows directly
from (4.50) and (4.59). An average numerical estimate
using parameter values from Table I in a static field of 1
T yields for Re(u) about 1072 Hz, that is much smaller
than the indirect nuclear coupling Jy;=7.18 Hz and
can, therefore, be neglected in the following.

Substitution of the calculated spectral density func-
tions in (4.31) leads to the desired expressions for the di-
agonal relaxation times in terms of the microscopic pa-
rameters of the reservoir. We only need to focus our at-
tention on specific values of the matrix elements 'S, T'{9:

T2 +3KN

—2 422N .
1+(Q)L72)2 2 dD l(a)L)

(4.61)

The collection of all diagonal relaxation times can be
found in Appendix B. In order to find the relationship
between the relaxation times {T,T,} and the I'\”’s one
has to study the solution of the differential equation of

TABLE 1. Parameter values T and 7’s for a range of temperatures. T:
calculated from Eq. (4.62); 75¥

Ts,Tup: hydrogen bridge data [33]; 7,:

the coherence vector. This will be done in the next sec-
tion, but we anticipate here that after some faster tran-
sient behavior, the essential time decay of the diagonal
density matrix elements is like exp(—TI'$t) and, there-
fore, T, is given directly by the inverse of I'\S. The final
explicit formula in terms of all relevant parameters is
given by

6%2'}/47'}”
25d°r§(7;+1yp)

(c) —
44

(5d*+187Nr§)r,,  (4.62)

where the extreme narrowing case has been assumed and
D has been replaced by

=187,/d?, (4.63)

as follows from the Rayleigh-Stokes relations [1,25]. The
temperature-dependent quantities are 7., Typ, and T,.
Given the data by Bertolini et al. [33], one can use mea-
sured longitudinal relaxation times for a determination of
the rotational correlation times 7,. Note that from our
point of view 7, is a “free” correlation time, that is one in
absence of any interrupting effects caused by hydrogen
bridges. Qualitatively, this must yield values which are
longer than those obtained from the conventional theory
for which 7, must be interpreted as an “effective” correla-
tion time, including somehow the neglected bridge
effects. A detailed evaluation and comparison is
displayed in Table I on the basis of available data (includ-
ing some extrapolations) for a wide temperature range.
The following parameter values have been used:
d 3.5X107% cm, r,=1.5X10"%, cm, N=6.67Xx10%

m 3, #=1.055X10"% ergs, y =2.675X10*s "1 G~ L.

For completeness we also give values in the limit
T >>Typ, Where one should get more or less the standard
values as obtained from Redfield theory. The discrepan-
cies are by no means surprising since the level of approxi-
mations is different in the two approaches.

V. GENERALIZED BLOCH EQUATIONS

A. Static field case

In this section we solve the coupled system of
differential equations for the components of the coher-
ence vector (2.12) in the static, homogeneous magnetic
field. We start with the equation

experimental values [45];
: values of 7, in the limit

Ty >>Typ; Tc: values of 7, from ordinary Redfield theory [25,33].

T (°C) T, (s) 7 (ps) Tus (ps) T, (ps) 79 (ps) 7. (ps)
10 2.39 0.329 0.683 18.70 6.08 4.29
20 3.15 0.319 0.579 12.98 4.61 3.15
25 3.6 0.313 0.536 10.97 4.04 2.73
30 4.03 0.307 0.497 9.44 3.61 2.39
40 5.0 0.298 0.431 7.11 2.91 1.87
50 6.02 0.289 0.377 5.56 2.41 1.57
75 9.09 0.272 0.278 3.23 1.6 1.0
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15
AGm= 2 hyfoums» Ssm=12,...,15. (5.1)

n=1

The h,’s can be evaluated from the expansion of the ma-

trix Hg in terms of the matrices F|,F,, ..., Fs. The re-
sult is
_ 15
Hg= Y h,F,=h3F3;+hgFg+hsF s, (5.2)
n=1
where
hy=———(@, +J), hy=——(3,—J)
R e
(5.3)
1 _ J
h15=‘/—-§ zwL—E

Thus with the symmetry property (2.18) one is able to
determine the matrix Q. The computation of the matrix
R is more complicated. The basic equation is given by
the relation (2.25) with M =15. Note that the first term
defines a symmetric matrix. The somewhat lengthy rou-
tine calculations are omitted. The results, especially the
connection between the matrix elements r,,, and the diag-
onal relaxation times I'{f’ can be found elsewhere [43].
To treat the remaining vector k, one uses the following
equation:

w

ks=—1 Im(ay ) fius, $s=1,2,...,15.
1
)

(5.4)

>¢-
I

f;
The information (4.16)—(4.18) about the detailed struc-
ture of the relaxation matrix A yields for the components
kg the relations

ks=0, s#3,8,15,

A
kal

(5.5)

In consequence of (4.18a), (4.49), and (4.55) the com-
ponents ks, kg, and ks vanish, too. Hence, k=0 holds
for the reservoir under consideration. This agrees with
the fact that in the thermal equilibrium the triplet states
are nearly equally populated. For two neighboring triplet
states with energies E,, E,, and occupation probabilities
p(E,) and p(E,), one has

P(E;)
P(Eb)

23
kBT

exp , E,<E, . (5.6)

The ratio &, /kp T is approximately 107° at room tem-
perature. Therefore, one may assume that
P(E,)/p(E,)=1. The differential equations for the com-
ponents of the coherence vector are as follows. Due to a
decoupling, one distinguishes six linear and homogeneous
systems of first-order differential equations. Four of them
involve an antisymmetric (2X2) matrix, one a symmetric
(3X3) matrix, and one a (4 X4) matrix of mixed symme-
try. We present here only the system

V73
. =T —T& 0
U3 V3 V3 U3
b |= |50 —er E2rQ e | 67
U1s 22 4 Vis
0  SFTrE -

for the diagonal density-matrix components. Since the
matrix is symmetric and, therefore, diagonalizable, the
solutions can be found by the simple standard
eigenvalue-eigenvector method [11,44] in the form

Ayt Ayt Agt
x()=cie"'wV4c,e?wP+cew® (5.8)

where the eigenvalues are given by

A=—-3T, A,=-T%, A;=0 (5.9)
and
_ V6
V3 1 ve
6 : y
wihi=| -3 | g@= V3 L W= v (5.10)
° 6 3
V2 v 1
3 3
The vector of solutions is defined by
U3(t)
x(1)= | vg(2) (5.11)
Uls(t)
B. Alternating field case
In an additional alternating field

B(¢)=[—2B,cos(wt),0,0] the Hamiltonian may be writ-
ten in the form

Hy(t)=o,1,,*o,1,,+JI;-I,+W(t) (5.12)
with
W(t)=1w(e'*'+e '), (5.13)
or else
W(t)=—p-B(t)=LyB,(I"+I")e'+e ™). (5.14)
By comparison of (5.13) with (5.14), one gets
W=yB (I*+I") (5.15)
and the matrix representation
0O 0 0 O
0 0 V2 0
W(t)=w,cos(wt) 0VvV2 0 V3 (5.16)

0 0 V2 0

of the operator W (t) with respect to the basis |p; ), where
®;=vB,. For the ratios (w;/w; ) usually met in nuclear
resonance the Bloch-Siegert shift may be neglected,
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which means that the action of the alternating field can
be taken into account in the rotating-wave approximation
[46-48]

WRVA() = 1w, (e " T +ei@T ™) . (5.17)
The time dependence of WRWVA(¢) is eliminated by trans-
forming to a rotating coordinate system. By introducing

the unitary operator

U(t)=expliotl,) , (5.18)
any operator O is transformed into

0=umou'() . (5.19)
By direct calculation one verifies that

WRWA=14.1, . (5.20)

Furthermore, the master equation in the rotating frame is

piy=[L,+L,(0))p(2), (5.21)
where
L,=—il® L+J1-L+ol,.], (5.22)
15
=% 2 {[ﬁ, t>,.ﬁj(t)]+[Fi(z).,ﬁj<z)]; . (523

Here, we assume again a constant matrix 4. Now, fol-
lowing the standard procedure [8,19], we use the supero-
perator notation

15
(Ld )kl—% 2 Amn { <pi|[Fm'|pk )<P1|F,, ]]pj>
m,n=1

Pl [Fmlpi Y P, Fu 1D )} (5.24)
and the abbreviation

g (D=Uy()UJ(2) (5.25)

i ,(d)
to get the matrix elements p;; (z) of the operator
p'¥=L,p in the compact form

(d) hd Kl
Py (N=g;(t) 3 (Ly)ipu(t) .

(5.26)
ki=1
In a next step we investigate the product
(N8 (N=Us(O U (U (U (2) . (5.27)

Evaluation of the matrix elements of the operator U
yields

8ij()g()=expli(m; —m;+m; —m,;)wt ] (5.28)
and therefore

gi(t)gu()=gu(t)g;()=1, V(ik). (5.29)
By utilizing (5.25), (5.29), and

Py (O=U,( U ()p,(1) (5.30)

we obtain

8 (P () =8y ()81 () () =pyy (1) . (5.31)

Substituting (5.31) into the right side of (5.26) gives us the
new result

.(d) 4 k1
pl] 2 Ld(t ]Uﬁkl(t) . (5.32)
ki1=1
Use has been made of the definition
(£ =g, (Dgg (L)Y . (5.33)

From the structure of the Hamiltonian part Lh of the
Kossakowski generator L it is obvious that the commuta-
tion relation [d/0¢, Lh] 0 is satisfied. Thus, we are left
with the condition

i)
at,idm (5.34)

to reestablish the original structure of the master equa-
tion (2.5) in the rotating frame. With the help of the two
equations

b

and

d R | ~
Efd(t)f)\(t) p]> kIE —67 g,j(t)g,k(t)(Ld),’j[ka(t)]
=1

(5.35)

~ a
Ld(t)atﬁ(t)

4 .
(,,,. p,-)= S 08O pate)
(5.36)

it follows that the commutator in (5.34) vanishes only if
8j(t)gy (t)=const for all i,j,k,1=1,2,3,4. With respect
to the relations (5.28) and (5.29) there exist only two pos-
sibilities for the product g;;(¢)gy () to become time in-
dependent:

(5.37a)
(5.37b)

g,-j(t)glk(t)=8,~j8k1 s

8ij(g (1)=58,38 .
The combination of the two possibilities leads to the
equation

gij(t)glk(t)ZS,jSkI(l—8,~k)+8,-k8j, . (5.38)

Consequently, one obtains for the dissipative part fd the
following result in superoperator notation:

(£ =(L)¥18,;8,,(1—8,)+8,8,] .

To get the connection with the components of the coher-
ence vector in the rotating frame, one needs the relation

(5.39)

O =tr(F ) =tr(F p M)+ tr(F p@)

= P+5(@, (5.40)
where
15

ﬁ(t)Z%Fo-% S 5,(0)F, (5.41)
i=1

Thus, one finally finds, on one hand
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/Ij(kh)

Lj,I=1

and, on the other hand,

A (d)

357
4
=—i 3 (leFk|Pi){<Pi“(5L—w)1z+J11'Iz]|P1MPIW”’P,')+<P:|w11xlpr)(P1|ﬁ(t)|Pj>
_<pt lﬁ(t)lpl)<1’1|[(51, —'Q))Iz +J11'Iz]lpj>_<p, Iﬂt)lpl)(P[l(DlIx 'pj>} 5 (542)
1,2,...,15 (5.43)

Lj=1 m,l=1

L(d)

4 4
0= 3 (plFelp;) 3 (Lo 18;8,m(1=8, )48, 8 [Bmi(0), k=

Ak
for the two contributions U, and U, . Now, with the preceding equations (5.42) and (5.43) the generalized Bloch equa-
tions in the alternating field case can be written down. A detailed calculation yields two homogeneous systems of first-
order differential equations. We present here only the system with the (6X6) coefficient matrix

whereas the other one will be given in Appendix C. Asin
the static field case the nonzero matrix elements of the
coefficient matrices are composed of certain relaxation
rates, the indirect coupling J, the effective resonance fre-
quency @y, and the pair of frequencies (w,®) character-
izing the alternating field. It is interesting to note that in
comparison with the static field case no new diagonal re-
laxation times enter the matrices. Furthermore, the
coefficient matrix in (5.44) is purely antisymmetric
whereas the other one in (Cl) is of mixed symmetry.
Both systems, can be solved by the same standard
method, as mentioned in Sec. V A.

VI. DISCUSSION

The application of the mathematically rigorous con-
cept of completely positive quantum-dynamical semi-
groups for Markovian master equations to the problem of
proton-spin relaxation in water leads to more general re-
sults than in Redfield’s theory. Especially, the transfor-
mation of the Kossakowski master equation into
coherence-vector form, using the Lie algebra of the spe-
cial unitary group SU(4), allows the derivation of general-
ized Bloch-type equations for the four-level system under
consideration. In particular, we have obtained two sets
of homogeneous linear systems of differential equations,
one for the static field case, the other for the alternating
field case. If needed the corresponding eigenvalue prob-

vy -1 (B, —w)+JT] 0
0 = () @1
Uy —[(w,_—wH—J] —I‘,”] —"/——.2*
by | _ 0 % -
$ a1 0

5 Ve —J
¥y 0 0 0
£ @
V1o 0 0 _‘/—5

Q)l ~
——‘/5 0 0 Uy
0 0 0 D,
&)1 ~
J 0 .ﬁ Uy
[H] A~
~ri —~‘/—‘§ 0 Ds
@1 (© — 0}
75 —F“ _[(CUL_(O)——J] Vg
0 (B, —w)—J] -T{ Do
(5.44)

[

lem must be solved on a computer. Recall that the solu-
tions of these generalized Bloch equations fulfill the von
Neumann conditions of hermiticity, trace preservation,
and positivity as required by the general laws of quantum
theory. This is guaranteed by the fundamental concept of
complete positivity, which represents an essential distinc-
tion in comparison to Redfield’s theory. It is worthwhile
to note also from the preceding sections that one can
study finer details concerning the relaxation processes
with the new theoretical approach [8,19]. Moreover,
with the Davies theorem one is able to link, in a very gen-
eral manner, the matrix elements of the relaxation matrix
A to the Fourier transforms c;(w) of the correlation
functions A (¢) of the reservoir. Finally, to get a form of
the general Bloch equations similar to that obtained from
Redfield’s theory, one only has to find the relations be-
tween the diagonal matrix elements T\’ of the matrix "¢’
and the a;; ’s of the matrix A. As a result one obtains the
general Bloch equations in terms of the spectral density
functions c; (®).

Following the method of Pierre Weiss to calculate the
local mean field that couples to the components of the to-
tal nuclear spin I, we have established general expressions
for the quantum correlation functions 4, () of the bath.
They are generated by a classical propagator. This is
justified as seen by comparison of the mean de Broglie
wavelength of the reservoir particles with the intermolec-
ular distance. Using the standard procedure to find the
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rotational and translational contributions to the correla-
tion functions, one finally gets the spectral density func-
tions in terms of the microscopic parameters of the reser-
voir. Thus the diagonal relaxation times and, therefore,
the coefficient matrices of the general Bloch equations,
for example, depend on the parameters Typ and 7, of the
hydrogen bond dynamics of the reservoir. Now, the
study of the differential equations for the components of
the coherence vector in the static field case suggests that
the relaxation rate I'{ can be used to interpret the mea-
sured longitudinal relaxation time 7,. The resulting inter-
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pretation of rotational correlation times or else, by the
Rayleigh-Stokes relations, of the self-diffusion constant
must necessarily refer to diffusion dynamics of free water
molecules in the liquid in absence of any hindering by in-
termolecular bonds. The latter effect is accounted for by
an effective coupling constant. Disregarding the hydro-
gen bond influence, we have also shown that a systematic
derivation of Bloch equations from quantum-dynamical
semigroup concepts leads to relaxation or correlation
times comparable to those obtained from conventional
Redfield theory.

APPENDIX A

After some calculations, one finds the following expansions of the reservoir correlation functions A (1):

h“(t)=—f—2{trR[PRF“F“*(t)]-l—trR[PRF_IF_l*(t)]—trR[PRF“F_I*(t)]—trR[PRF_’FH*(t)]} : (A1)
hlz(t)———t%{trR[PRF“F_I*(t)]—trR[PRF“FH*(t)]-HrR[PRF—IF_I*(t)]—trR[PRF—IFH*(t)]} , (A2)
ha()== fz{trR[PRFOF‘l ()] —trg [PRFOF (0]} (A3)
h21'(t)=z§{trR[PRF“F_‘*(t)]-HrR[PRF“F“*(t)]—trR[PRF_‘F_I*(t)]——trR[PRF_IFH*(t)]} , (A4)
hn(t)z—f—z[trR[PRF“F—I*(t)HtrR[PRF+‘F+‘*(t)]+trR[PRF—IF—I*(t)]HrR[PRF—lF“*(t)]} ) (AS)
hys(0) ‘j6 fz {trg [P FOF ' (1)]+trg [ PR FF (0]} (A6)
hsx(t)=‘%A£{trR[PR —F PO ()]—trg [PRF T IFO ()]}, (A7)
h, (t)=—i— K [PrF IO ()] +trg [PrFIF ()]}, (A8)
2 ‘/6 A R R R R
hys(0) %Aﬁ trg [PrFOFO"(1)] . (A9)
APPENDIX B
The list of the diagonal relaxation times T'{¢ is as follows:
K _ 1 1 KN 3
rd=rd=r=rpta = 2 ,.—6 A . . BE— el _+ I s (B1)
11 22 99 10,10 277,”0 2|3 21+(a)LT2)2 dD |15 " 4 wg)
1K _ 75 3 KN
F(c)z__ 6 = 20
) 0 1+(w,7,)? 4 dD hie), (B2)
K _ 72 3 KN,
r(c): () = & 6 <
s =Iss=""ro P +2 4D I (o), (B3)
K ¢ (2.3 1 KN
F(C)_r\(c)_r F 6 Z 42 N1 < 8
13,137 1414 T 2|3y 1+ (0, 7,) dD 15+411(wL) , (B4)
13K _ ™ 13 KN
r(c)=__ 6 R T O
%6 770 1@ | 4 dp1@r) B3)
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K _ 8 1 KN | 8 3
L9 =T ="r b |+ ———— [+ |-+ =1 (o) |, B6
T SCINEY R a0 |15 T2 (op) (B6)
4 K _ T2 KN
9 s=——rg® +2=—1 .
1515~ 3 70 1+ (@) ) (o) (B7)
APPENDIX C
The second homogeneous system of first-order differential equations in the alternating field case shows the following
structure:
< ® V3
oN —1ry 0 - 715 —2-11“!&' 0 0 0 0 0 D,
) 0 —TY  —(3,—w) 0 0 Sl 0 0 0 %
6 66 L \/5 6
%, DL Bi—w)  —TE  —(3)2y =2 0 0 0 0 »
V2 L 66 3 1 V3 7
2 V3 =
o g o (10,  —Lry 0 0 0 —(2)7%, 2—‘3/—21“5,3’ o
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