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I. RANDVEE. CONTROL ALGORITHM FOR SERIALLY CONNECTED SYSTEMS

(Представил Ю. Яаксоо)

Модели многих технологических объектов представляются в виде
звеньев, соединенных согласно структуре ориентированного ацикличе-
ского графа. Задачи управления подобными системами предложено ре-
шать методами декомпозиции координации в рамках больших сис-
тем с общей структурой взаимосвязей [ l>2 ].

В данном сообщении предлагается алгоритм решения задачи опти-
мального управления цепью звеньев, который учитывает однонаправ-
ленность взаимосвязей.

1. Задача состоит в нахождении управлений Ui{t)^Rmi
,

£=l,2, ...

... ,N, которые удовлетворяют уравнению

1
• Z,% AijXj

j=l

при заданном Xi{t o)^Rnt и минимизируют общий для всей цепи кри-
терий в виде суммы локальных критериев звеньев /г -,

т
/i==4г/ {x'.QiXiA-u'.RiU^dt, (2)

1 to

где Ri~ >o симметричные матрицы, при заданных Ai, В{, Aij.
Общая схема декомпозиции—координации для решения задачи (1),

(2) предусматривает определение функции
Р {w) = min L (Xi, Ui, Zi, w) ,

xtut

T 1

L— J - [x'.QiXi-\-u'.RiUi) -\~P\ ( —Xi-\~AiXi~{-BiUiArzi)~\~
to i— l

AijXj j dt.
j=l

Максимум функции P(w) по переменной w равняется минимуму
критерия /по переменным щ [ ! ]. Необходимые условия этого

Zi— 2AijXj, (3)
j=i

Wi =—pi.
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Искомое оптимальное управление при известных z{ и щ опреде-
ляется, согласно принципу оптимальности, решением следующей двух-
точечной краевой задачи:

Xi=AiXi
— QiXi+v u Pi{T)= 0, (6)

где

Vi= % A'. h wk . (7)
1

Предположим, что решение уравнения (6) для сопряженной пере-
менной i-го звена линейная функция вектора состояния

Pi~ KiXi~\~gi.
Подставим это решение и его производную (в которой ±i заменен вы-
ражением (5)) в уравнение (6). Для обеспечения справедливости ре-
зультирующего уравнения при любом x{t) необходимо, чтобы

R.+KiAi+A'Ki
и

gi= A'.)gi KiZi+Vi, gi{T)=o. (9)

Оптимальное управление) каждым t-м звеном цепи при выполнении
(8) и (9) должно состоять из локально-замкнутой и обусловленной
взаимосвязями частей

- Rfß'.gi. (10)

2. Для уточнения слагаемого gi в законе управления (10) орга-
низуется следующий итерационный процесс (алгоритм) на двух уров-
нях, отличающийся от общей схемы декомпозиции—координации [ l>3 ]

тем, что ограничения по вектору взаимосвязей z{ выполняются при
всех допустимых значениях вектора координации щ.

На первом уровне при фиксированном векторе о* решается урав-
нение (9) для первой подсистемы. Подставляя (10) в (1) находим оп-
тимальную траекторию X\{t,V\), которая используется в (3) для опре-
деления вектора z{ для последующей подсистемы. Данная процедура
повторяется последовательно от i к i-f-1 до последнего звена цепи.
Далее, используя условие (4) и выражение (7), устанавливается но-
вое значение вектора и его уточненное значение v /=+! для следую-
щего шага итерации на первом уровне vc : +i=Qvi-\- (/

с номер итерации, Q релаксационная матрица.
Отметим, что при вышеуказанных условиях постановки задачи все

замкнутые локальной обратной связью звенья устойчивы, в том числе
и в важном частном случае щ= 0. Это значение вектора координации
можно принять за начальное.

3. Рассмотрим случай щ= 0 более подробно. Вектор управления
каждым (t-м) звеном при щ= 0 фактически определяется независимо
от всех остальных звеньев в виде задачи минимизации локальной
функции цепи (2) при известных внешних воздействиях. Эти воздейст-
вия заданы уравнениями движения предшествующих локально-замк-
нутых звеньев. Уточним сказанное на примере бесконечной цепи N=
=l, 2, ... звеньев одинаковой размерности, в которой t-e звено свя-
зано со всеми предшествующими звеньями согласно уравнению (1).

Первая подсистема не связана, ее движение ±i=Ä\Х{ определяется



уравнениями (1), (10) и алгебраическим вариантом уравнения Риккати
(8). Оптимальное управление второй подсистемой, состоящей из пер-
вых двух звеньев, должно уже удовлетворять расширенному уравне-
нию

_/ Äi 0 \ *i 0 /ил

*2 ~\Л21 AJ х2 В 2
и2 (11)

и минимизировать критерий (2) для i= 2.
Закон оптимального управления определяется, учитывая вид мат-

рицы В2 в (11), только элементами нижней блочной строки 2п\2п
матрицы К2 решения алгебраического уравнения Риккати для за-
дачи (2), (11). Нижняя строка этого уравнения образует систему, ко-
торая решается последовательно относительно элементов К22 и К2 \ и в
общем случае t-го звена последовательно для элементов Ки,
Ki,i— Ь •■ • , Ki,l-

Оптимальное управление t-м звеном цепи принимает вид

J?! KijXj , (12)
j=l

где Кц определяется алгебраическим уравнением Риккати t- го звена,
а матрицы Kij вычисляются последовательно по индексу j= i— 1, .

. .
... , из уравнения

RijAj-\-A'.Kij —KiißjÄij KikAhj, (13)
fe=j+i

где Äi= {Ai ~ 18'k Khj) ■ Матрицы Äj, Ähj

известны они найдены при оптимизации предшествующих звеньев.
Решение уравнения (13) существует, поскольку все Äj, j— 1, 2, ... , t
есть матрицы устойчивых подсистем.

Отметим, что в цепи звеньев с локальными регуляторами реализу-
ется равновесное состояние по Нэшу, поскольку закон управления t-м
звеном (12) оптимален при любых значениях вектора состояния ос-
тальных звеньев.

Как следствие, качество управления, характеризуемого суммой
минимальных значений локальных критериев (2), не лучше, чем в слу-
чае использования закона управления (10).

Управление цепью динамических подсистем по предложенному ал-
горитму реализуется в режиме реального времени. Ограничения по
взаимосвязям не нарушаются при итерациях минимизации функции
цели, что позволяет использовать названный алгоритм для улучше-
ния качества функционирования технологических аппаратов, управляе-
мых по закону (12) [4 ].
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	TIME- AND TEMPERATURE-DEPENDENT RELAXATION FEATURES OF SPECTRAL HOLES
	Fig. 1. Hole area (a) and hole width (b) as a function of time after burning. System: quinizarin in protonated and perdeuterated alcohol glass.
	Fig. 2. Hole area (a) and hole width (b) as a function of time after burning. System: tetracene in protonated and perdeuterated alcohol glass.
	Fig. 3. Reduction of the hole area by cycling the system (tetracene in alcohol glass) between the burning temperature Ть = 3 К and T—B К (curve 1 and 2). If the same cycle is repeated twice, no further reduction occurs (curve 3).
	Fig. 4. Hole area as a function of cycling temperature. Note that all data points are measured at the burning temperature TV Systems: quinizarin in PMMA and tetracene in alcohol glass (lower trace).
	Fig. 5. Change in optical density upon laser irradiation at the marked positions (arrows). AOZ)>O characterizes the spectral range of the photoproduct. a Tetracene in alcohol glass at 10 K- Note the occurrence of isosbestic points within 30 cm"1 of the laser frequency. b —• Quinizarin in alcohol glass at 4.2 K- Note that the isosbestic point is found 2500 cm""1 above the laser frequency.
	Fig. 6. Hole area as a function of a reduced temperature TJT* (see the text). The scaling behavior is quite obvious. The systems investigated are shown in the figure.

	EXCITED STATE DYNAMICS OF AMORPHOUS SYSTEMS AT LOW TEMPERATURE STUDIED BY HOLE-BURNING
	Untitled
	Fig. 1. Organic molecules studied as guests in amorphous hosts. They undergo photochemical hole-burning (PHB). Top; dimethyl-s-tetrazine (DMST), free-base porphin (H2P), free-base chlorin (H2Ch). Bottom: ionic dyes resorufin and cresylviolet (CV) [22]. Fig. 2. Log-log plot of Глот —FO versus T for: a dimethyl-s-tetrazine (DMST) cresylviolet (CV), resorufin and free-base porphin (H2P) as guests in PMMA b— CV resor.ufin and H2P in ethanol. All curves follow aT1 -3±°-i dependence [2o]
	Fig. 3. Double-logarithmic plot of FTom vs. T for pentacene in PMMA. (ГТот = 1/2Гьоlе for hole-burning data, and Г/ьош= (яТ^)"1 for photon echo data [']). The two upper curves (dashed lines) are reproduced from [*]• The lowest curve represents our holeburning data for Pt 7.5ХЮ-3 J-cm~2 [3].
	Fig. 4. '/«Fhole as a function of burning time for pentacene in PMMA at Г=l2 К for two burning powers. At P= 20 holes were detected simultaneously via’ the fluorescence excitation signal and the transmission signal through the sarnole At P = 0.75 mW-cm-2 holes were observed in fluorescence only For F 0 '/S ~ =ГАот = 0.50 GHz [3]. ’
	Fig. 5. VzT/ioie versus time after burning for pentacene in PMMA (sample of OD = 0.9) at 7=1.2 K. Holes were detected simultaneously in fluorescence (closed symbols) and in transmission (open symbols). From bottom to top, increasing values of burning fluences: />/ = 0.035±0.005, 0.35±0.05, 1.4±0.1, 6.0+0,5, 48+2 J-cm-2 [3],
	Fig. 6. Temperature dependence of the homogeneous linewidth Fh0m (we define Г нош=: VsF hoie for Pt-*- 0) of the o—o transition of resorufin in phase I and phase II of ethanol, between ~ 0.3 and 4.2 K- As a comparison, the photon echo data of [2] are shown (dashed line). Insert: detail of the extrapolation of Fhom to the fluorescence lifetime-limited value of resorufin, Гo= (2яГl)~1~20 MHz, when Г->-0, for both phases I and II of ethanol [4].
	Fig. 7. Log-log plot of Thom Г0 versus Г for the o—o0—0 transition of resorufin in phases I and II of ethanol, between ~ 0.3 and 4.2 K. Both curves follow а Г1-3*01 dependence over at least one decade in T [4].
	Fig. 8. a Effect of a magnetic field on holes burnt in zero field (thin curves) in the Si-t-So o—o transition of H2P in PE at 4.2 К for two different fields. Top: a field of Я —3.2 Tis applied to a hole of rhoie = 200 MHz; middle and bottom: a field of H = 6.0 T is applied to holes of, respectively, MHz and 984 MHz. b Fits of the theoretically calculated hole sphapes (eqs. (1), and (2)) to the experimental results for the same three holes of Fig. 8, a (see text) [s],
	Fig. 9. Hole shape D as a function of frequency v and magnetic field H, for a zero field hole of 500 MHz width, calculated with eq. (1). Insert: frequency shift of the maximum of the curve vs. field for different holewidths [s].
	KINETICS OF PHOTOPHYSICAL HOLE-BURNING IN TETRACENE-DOPED MTHF GLASSES
	Fig. I.a Profile of the inhomogeneously broadened TC absorption before (upper) and after (lower, offset) hole-burning. Part b illustrates the relative change in optical density, exhibiting the appearence of anti-hole states at energies above the zero phonon hole and the rise of OD by antiholes compensating the decrease of OD by hole-burning via the phonon wing of low energy sites.
	Fig. 2. Temporal progress of the hole-burning process detected via fluorescence intensity of the vibrational zero phonon line (dots). The solid line shows an upper estimate of the inherent dispersion as predicted by eq. (4) but disregarding any variations of tunneling matrix elements. A comparison with the experimental data indicates that the statistics of TLSs are essential for understanding the burn kinetics. Full circles denote the fit on the basis of eq. (4) which includes the Gaussian density of К and the inherent contribution to the dispersion. The fit parameters are a = 2.0, v 0 = 4.2X10-3 s->
	Fig. 3. a – Spontaneous recovery of a hole recorded via VZPL fluorescence (dots) and scanning the hole profile (circles) in the long time regime. The solid line represents the calculated kinetics assuming a Gaussian density of tunneling paramdters and hole saturation at —(AOD/OD)max = 0.55, using the parameter set a = 2.5, km =ks = = I.BXIO~3 s-1, 4sp = 0.3X10“3 s~L Section b shows data and fit curve on a logarithmic time scale. Deviations from a logarithmic decay law are obvious in the short time limit of the experimental findings.
	Fig. 4. Experimental hole profiles (lines) for various times after terminating the burn proeess as indicated, taken from the scan (circles) of Fig. 3. The holes are well approximated by Lorentzian line shapes (crosses) with constant width Г. This demonstrates that spontaneous hole-filling is not accompanied by spectral diffusion within the time frame of Fig. 3.
	Fig. 5. a The first 20 min of spontaneous OD recovery of holes of different depth detected via continuously recorded VZPL fluorescence (dots). Immediately after exposing the sample for burn times varying from 30 s to 4000 s and 7B = 0.5 mW/cm2 the interrogation intensity was reduced by a factor of 10~3. Solid lines depict the fits assuming correlated burn and recovery tunneling processes choosing the parameter set (see text) a —2, km = k5~0.007 s-1, &sp = 0.001 s-1 and a maximum hole recovery of 30%- b The same SHF-data yet plotted relative to the initial hole depth (10, 18, 32 and 47% from top to bottom, respectively) to illustrate that shallow holes recover faster than deep ones. Broken lines are guides to the eye not corresponding to the fits in Fig. sa.
	Fig. 6. Comparison of dispersive decays with Gaussian and uniform density of X calculated by means of eq: <2) with parameters Я,O=Ю, a= 3 and v 0 = 5 s-1 (Gaussian) and Xo= Ю, a 2.0 and Vo —5 s-1 (uniform), where a represents the square root of the dispersion in both cases. The inset illustrates both densities on a common X-scale. A logtime representation (lower plot) compares the decay with a logarithmic law indicated by the dotted line.
	Fig. 7. Schematic diagram of three possible TLS configurations accounting for unburnable sites (a), metastable holes (b) and stable holes (c). The notation of states and rates agree with the kinetic scheme in the text (eq. (5))


	OPTICAL TRANSITIONS IN PROTON TRANSFER SYSTEMS
	Fig. 1, Tautomerization of a symmetric carboxylic acid dimer.
	Fig. 2. Schematic representation of the double-well tautomerization potential of an acid dimer coupled to a dye molecule. The wavefunctions are indicated as broken lines. The asymmetry of the doublewell potential is reversed when the dye molecule is excited. The rate of tautomerization can be determined in this case from time resolved emission measurements.
	Fig. 3. Projection on the a, b crystallographic plane of a thioindigo molecule doped substitutionally into a benzoic acid crystal. Two of the four tautomer configurations of the two equivalent acid dimers sandwiching the indigo molecule are shown.
	Fig. 4. Top; emission spectra of thioindigo in benzoic acid recorded under selective excitation of the tautomer configuration with the highest (lowest) energy when thioindigo is in the excited (ground) electronic state. The lines marked Ru R 2 and R 3 correspond to the different tautomer configurations I ct, a), ja, p> and |p, a>, |p,p>. The bands marked ph and и are phonon side bands and vibronic lines, respectively some of the other sharp lines are Raman transitions of the benzoic acid matrix. Bottom: time resolved fluorescence emission from the Ri, R 2 and R 3 configurations subsequent to selective excitation of Ri.
	Fig. 5. Schematic representation of the optical resolution by fluorescence line narrowing of the delocalized proton levels of an acid dimer coupled to a dye molecule. The wavefunctions are represented by broken and dotted lines. The inhomogeneous width of the electronic transition indicated schematically masks the ground state level splitting in conventional absorption or emission spectra. p b
	Fig. 6. Line narrowed emission spectra obtained for thioindigo in benzoic acid: excitation into a vibrational level (top) and the o—o-transition (bottom) of the higher energy la, (3>, IP, a> configuration. The homogeneous linewidth of the transitions in the excitation process masks the ground state splitings when a vibrational level is involved, while it makes a negligeable contribution to the instument limited linewidth of the bottom spectrum obtained by excitation of the o—O-transition.0—O-transition.
	Fig. 7. Transient grating measurements in proto (top) and deutero (bottom) benzoic acid doped with thioindigo. The full and broken lines are calculated decays neglecting and including relaxation processes of benzoic acid dimers near ground state thioindigo molecules. The peak near t— 0 reflects a fast process possibly related to multiphoton excitation of higher electronic states.

	DEPHASING OF OPTICAL IMPURITY STATES IN GLASSES: LOW-TEMPERATURE REGIME
	Fig. 1. Top: Inhomogeneous spectrum originating from homogeneous lines with different central frequencies. Bottom: Change of the spectrum through hole burning.
	Fig. 2. The components of the model and their interactions.
	Fig. 3. Energy levels of a system consisting of one impurity and one TLS
	Fig. 4. Energy levels of a system of one impurity coupled to several in the case displayed, four TLSs. The left hand side corresponds to TLSs with identical energy splittings, and the degeneracies of the various levels are given.
	Fig. 5. Linewidth averaged with respect to A and A. The A ranges used in the averages are indicated. The A range covers an interval of size 2.6 toD. Parameters: AF=o.3cod, 0d = 3OOK (Debye temperature), c = 3km/s (velocity of sound), q—2 g/cm3, /=1 ev (deformation potential).
	Fig. 6. Linewidth according to (11) in comparison with experimental data from [39] and [lB]. Short range interaction is assumed. The A range is over in interval of length 0.2 ■cod. Parameter values: <AF> = 10“3а)о, AFmax = 0.1446a)D, AF ос 1Д3, rmax-= 10/-min, 0D = —l5O K, c 2km/s, q=l g/cm3, k = 0.3, /=1 eV. (H2P free-base porphin; MTHF 2-methyltetrahydrofuran; PMMA polymethylmethacrylate; PE polyethylene).
	Fig. 7. Linewidth (in units of cod) of the optical transition Ri as a function of AF. Parameter values: A —B, F“ = 0.6t0D, 0d = 300 K, c=3.75 km/s, Q=2 g/cm3, /=leV. Left: A=2Fa; the straight curve segments on the left hand side of the figure describe a AF4 law. Right: A=2Fa+lo~3wp, to the left of their bends the curves-are proportional to AF2
	Fig. 8. Linewidth in comparison with experimental data. The long-range nature of the interaction is taken into account. The A range covers an interval of length 0 2coD Parameter values: Ahmax = 0.72383X10-3coD = 106AFmin (->- <AF> = 10-stoD for the upper curves), 0d = 2OOK, c = 2km/s, p = 2g/cm3, ft =l.O, /=leV Full lines: =6, dashed lines: 7min =7, dotted lines: ?tmin =8; Ämax = Xmm+7. Upper Curves: Ah pc 1/r3, lower curves; Ah oc 1/r4.

	HIGH-RESOLVED OPTICAL SPECTROSCOPY OF MODEL PHOTOSYNTHETIC SYSTEMS
	Ri R 2 Rs R 4 Rs Re TPP H Н Н Н Н Н ТРРС —СООН —СООН —соон —соон н н TPPS S03H —SO3H S03H S03H н н PARA—TPP-L-Phe —СН3 —СН3 b —СН3 Н Н ORTHO—TPP—L—Phe —СН3 -СН3 -СН3 —СН3 b Н ME—ТРР —СООСНз —СООСНз —СООСНз —СООСНз Н Н MC—ТРР —СНз —СНз —СООН —СНз н н ТРРА Q —СООН —СООН а —СООН Н а Fig. 1. The structures and abbreviations of tetraphenylporphyrine-based model systems.
	Ri R 2 Rs R 4 Rs Re Chn-t —CH = CH2 —CH3 —CO2CH3 —CH2CO2CH3 H —CH3 7—CChn-t -CH-CHj —C = N С02СН3 —CH2CO2CH3 H —CH3 MChn-d —CH2—CH3 —CH3 H —СН2СO2СН3 H —CH3 13—A—Mchn-d —CH2—CH3 —CH3 —СО—CH3 —CH2CO2CH3 H —CH3 20—Cl—Mchn-d —CH2—CH3 —CH3 H CH2C02CH3 Cl —CH3 Chi a -CH =CH2 —CH3 с с H fvtol Pheo а —CH =CH2 —CH3 с с H H В—Pheo а —CH2=CH2 —CH3 с с H d Fig. 2. The structures and abbreviations of chlorine-based model systems.
	Fig. 3. Hole burning spectrum of tetraphenylporphyrin antraquinone system in toluene at 4K. The spectrum in the bottom represents the hole burned by pulsed dye laser into the excitation spectrum in the top.

	ГЛАДКОСТЬ РЕШЕНИЯ СЛАБО-СИНГУЛЯРНОГО ИНТЕГРАЛЬНОГО УРАВНЕНИЯ С РАЗРЫВНЫМ КОЭФФИЦИЕНТОМ
	УСЛОВИЯ ДИСКРЕТНОЙ АППРОКСИМАЦИИ ПРОСТРАНСТВА СУЩЕСТВЕННО ОГРАНИЧЕННЫХ ФУНКЦИЙ
	ЭНТРОПИЯ СИСТЕМЫ И СОВОКУПНОСТИ
	ВЛИЯНИЕ СЕГНЕТОЭЛЕКТРИЧЕСКИХ ФАЗОВЫХ ПЕРЕХОДОВ НА ФОРМУ КРАЯ ОПТИЧЕСКОГО ПОГЛОЩЕНИЯ
	МАКРОДЕФЕКТЫ ЭПИТАКСИАЛЬНЫХ СЛОЕВ GaAs И ИХ ВЛИЯНИЕ НА НАПРЯЖЕНИЕ ПРОБОЯ СИЛОВЫХ ДИОДОВ
	Рис. 1. Характерная морфология поверхности толстых ЭС.
	Рис. 2. Наследование эпитаксиальным слоем царапин на подложке: а область р—n-перехода, б поверхность ЭС.
	Рис. 3. Морфологические дефекты ЭС; а «ложбина», б «канал», в «дырки».
	Рис. 4. Глубокая пора; а оптическая микрофотография, б•— изображение в растровом электронном микроскопе.
	Рис. 5. Неглубокая пора с видимым дном; а оптическая микрофотография, б изображение в растровом электронном микроскопе.
	Рис. 6. «Большой дефект»: а оптическая микрофотография, б изображение в растровом электронном микроскопе.
	Рис. 7. Окрашенные сколы через поросодержащие дефекты: а «большой дефект», б пора.
	Рис. 8. Гистограммы распределения процента выхода D структур с UBr = U°br и короткозамкнутых (КЗ) от толщины /2°-слоя: а бездефектные структуры с Übr U°br, б бездефектные структуры, короткозамкнутые, в дефектные структуры с Übr = U°Br, г дефектные структуры, короткозамкнутые.
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	Рис. 1. Принципиальная схема аппаратуры для записи термограмм. I добавочный источник напряжения; 2 ампервольтомметры Ф-30; 3 цифро-аналоговые преобразователи Ф 4810/2; 4 многоточечный потенциометр КСП-4.
	Рис. 2. Концентрационные профили Zn, Ga, Те и Sb около перехода между первичным кристаллом и эвтектикой. I первичный кристалл, II эвтектика.
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	Fig. 1. Hole area (a) and hole width (b) as a function of time after burning. System: quinizarin in protonated and perdeuterated alcohol glass.
	Fig. 2. Hole area (a) and hole width (b) as a function of time after burning. System: tetracene in protonated and perdeuterated alcohol glass.
	Fig. 3. Reduction of the hole area by cycling the system (tetracene in alcohol glass) between the burning temperature Ть = 3 К and T—B К (curve 1 and 2). If the same cycle is repeated twice, no further reduction occurs (curve 3).
	Fig. 4. Hole area as a function of cycling temperature. Note that all data points are measured at the burning temperature TV Systems: quinizarin in PMMA and tetracene in alcohol glass (lower trace).
	Fig. 5. Change in optical density upon laser irradiation at the marked positions (arrows). AOZ)>O characterizes the spectral range of the photoproduct. a Tetracene in alcohol glass at 10 K- Note the occurrence of isosbestic points within 30 cm"1 of the laser frequency. b —• Quinizarin in alcohol glass at 4.2 K- Note that the isosbestic point is found 2500 cm""1 above the laser frequency.
	Fig. 6. Hole area as a function of a reduced temperature TJT* (see the text). The scaling behavior is quite obvious. The systems investigated are shown in the figure.
	Untitled
	Fig. 1. Organic molecules studied as guests in amorphous hosts. They undergo photochemical hole-burning (PHB). Top; dimethyl-s-tetrazine (DMST), free-base porphin (H2P), free-base chlorin (H2Ch). Bottom: ionic dyes resorufin and cresylviolet (CV) [22]. Fig. 2. Log-log plot of Глот —FO versus T for: a dimethyl-s-tetrazine (DMST) cresylviolet (CV), resorufin and free-base porphin (H2P) as guests in PMMA b— CV resor.ufin and H2P in ethanol. All curves follow aT1 -3±°-i dependence [2o]
	Fig. 3. Double-logarithmic plot of FTom vs. T for pentacene in PMMA. (ГТот = 1/2Гьоlе for hole-burning data, and Г/ьош= (яТ^)"1 for photon echo data [']). The two upper curves (dashed lines) are reproduced from [*]• The lowest curve represents our holeburning data for Pt 7.5ХЮ-3 J-cm~2 [3].
	Fig. 4. '/«Fhole as a function of burning time for pentacene in PMMA at Г=l2 К for two burning powers. At P= 20 holes were detected simultaneously via’ the fluorescence excitation signal and the transmission signal through the sarnole At P = 0.75 mW-cm-2 holes were observed in fluorescence only For F 0 '/S ~ =ГАот = 0.50 GHz [3]. ’
	Fig. 5. VzT/ioie versus time after burning for pentacene in PMMA (sample of OD = 0.9) at 7=1.2 K. Holes were detected simultaneously in fluorescence (closed symbols) and in transmission (open symbols). From bottom to top, increasing values of burning fluences: />/ = 0.035±0.005, 0.35±0.05, 1.4±0.1, 6.0+0,5, 48+2 J-cm-2 [3],
	Fig. 6. Temperature dependence of the homogeneous linewidth Fh0m (we define Г нош=: VsF hoie for Pt-*- 0) of the o—o transition of resorufin in phase I and phase II of ethanol, between ~ 0.3 and 4.2 K- As a comparison, the photon echo data of [2] are shown (dashed line). Insert: detail of the extrapolation of Fhom to the fluorescence lifetime-limited value of resorufin, Гo= (2яГl)~1~20 MHz, when Г->-0, for both phases I and II of ethanol [4].
	Fig. 7. Log-log plot of Thom Г0 versus Г for the o—o0—0 transition of resorufin in phases I and II of ethanol, between ~ 0.3 and 4.2 K. Both curves follow а Г1-3*01 dependence over at least one decade in T [4].
	Fig. 8. a Effect of a magnetic field on holes burnt in zero field (thin curves) in the Si-t-So o—o transition of H2P in PE at 4.2 К for two different fields. Top: a field of Я —3.2 Tis applied to a hole of rhoie = 200 MHz; middle and bottom: a field of H = 6.0 T is applied to holes of, respectively, MHz and 984 MHz. b Fits of the theoretically calculated hole sphapes (eqs. (1), and (2)) to the experimental results for the same three holes of Fig. 8, a (see text) [s],
	Fig. 9. Hole shape D as a function of frequency v and magnetic field H, for a zero field hole of 500 MHz width, calculated with eq. (1). Insert: frequency shift of the maximum of the curve vs. field for different holewidths [s].
	Fig. I.a Profile of the inhomogeneously broadened TC absorption before (upper) and after (lower, offset) hole-burning. Part b illustrates the relative change in optical density, exhibiting the appearence of anti-hole states at energies above the zero phonon hole and the rise of OD by antiholes compensating the decrease of OD by hole-burning via the phonon wing of low energy sites.
	Fig. 2. Temporal progress of the hole-burning process detected via fluorescence intensity of the vibrational zero phonon line (dots). The solid line shows an upper estimate of the inherent dispersion as predicted by eq. (4) but disregarding any variations of tunneling matrix elements. A comparison with the experimental data indicates that the statistics of TLSs are essential for understanding the burn kinetics. Full circles denote the fit on the basis of eq. (4) which includes the Gaussian density of К and the inherent contribution to the dispersion. The fit parameters are a = 2.0, v 0 = 4.2X10-3 s->
	Fig. 3. a – Spontaneous recovery of a hole recorded via VZPL fluorescence (dots) and scanning the hole profile (circles) in the long time regime. The solid line represents the calculated kinetics assuming a Gaussian density of tunneling paramdters and hole saturation at —(AOD/OD)max = 0.55, using the parameter set a = 2.5, km =ks = = I.BXIO~3 s-1, 4sp = 0.3X10“3 s~L Section b shows data and fit curve on a logarithmic time scale. Deviations from a logarithmic decay law are obvious in the short time limit of the experimental findings.
	Fig. 4. Experimental hole profiles (lines) for various times after terminating the burn proeess as indicated, taken from the scan (circles) of Fig. 3. The holes are well approximated by Lorentzian line shapes (crosses) with constant width Г. This demonstrates that spontaneous hole-filling is not accompanied by spectral diffusion within the time frame of Fig. 3.
	Fig. 5. a The first 20 min of spontaneous OD recovery of holes of different depth detected via continuously recorded VZPL fluorescence (dots). Immediately after exposing the sample for burn times varying from 30 s to 4000 s and 7B = 0.5 mW/cm2 the interrogation intensity was reduced by a factor of 10~3. Solid lines depict the fits assuming correlated burn and recovery tunneling processes choosing the parameter set (see text) a —2, km = k5~0.007 s-1, &sp = 0.001 s-1 and a maximum hole recovery of 30%- b The same SHF-data yet plotted relative to the initial hole depth (10, 18, 32 and 47% from top to bottom, respectively) to illustrate that shallow holes recover faster than deep ones. Broken lines are guides to the eye not corresponding to the fits in Fig. sa.
	Fig. 6. Comparison of dispersive decays with Gaussian and uniform density of X calculated by means of eq: <2) with parameters Я,O=Ю, a= 3 and v 0 = 5 s-1 (Gaussian) and Xo= Ю, a 2.0 and Vo —5 s-1 (uniform), where a represents the square root of the dispersion in both cases. The inset illustrates both densities on a common X-scale. A logtime representation (lower plot) compares the decay with a logarithmic law indicated by the dotted line.
	Fig. 7. Schematic diagram of three possible TLS configurations accounting for unburnable sites (a), metastable holes (b) and stable holes (c). The notation of states and rates agree with the kinetic scheme in the text (eq. (5))
	Fig. 1, Tautomerization of a symmetric carboxylic acid dimer.
	Fig. 2. Schematic representation of the double-well tautomerization potential of an acid dimer coupled to a dye molecule. The wavefunctions are indicated as broken lines. The asymmetry of the doublewell potential is reversed when the dye molecule is excited. The rate of tautomerization can be determined in this case from time resolved emission measurements.
	Fig. 3. Projection on the a, b crystallographic plane of a thioindigo molecule doped substitutionally into a benzoic acid crystal. Two of the four tautomer configurations of the two equivalent acid dimers sandwiching the indigo molecule are shown.
	Fig. 4. Top; emission spectra of thioindigo in benzoic acid recorded under selective excitation of the tautomer configuration with the highest (lowest) energy when thioindigo is in the excited (ground) electronic state. The lines marked Ru R 2 and R 3 correspond to the different tautomer configurations I ct, a), ja, p> and |p, a>, |p,p>. The bands marked ph and и are phonon side bands and vibronic lines, respectively some of the other sharp lines are Raman transitions of the benzoic acid matrix. Bottom: time resolved fluorescence emission from the Ri, R 2 and R 3 configurations subsequent to selective excitation of Ri.
	Fig. 5. Schematic representation of the optical resolution by fluorescence line narrowing of the delocalized proton levels of an acid dimer coupled to a dye molecule. The wavefunctions are represented by broken and dotted lines. The inhomogeneous width of the electronic transition indicated schematically masks the ground state level splitting in conventional absorption or emission spectra. p b
	Fig. 6. Line narrowed emission spectra obtained for thioindigo in benzoic acid: excitation into a vibrational level (top) and the o—o-transition (bottom) of the higher energy la, (3>, IP, a> configuration. The homogeneous linewidth of the transitions in the excitation process masks the ground state splitings when a vibrational level is involved, while it makes a negligeable contribution to the instument limited linewidth of the bottom spectrum obtained by excitation of the o—O-transition.0—O-transition.
	Fig. 7. Transient grating measurements in proto (top) and deutero (bottom) benzoic acid doped with thioindigo. The full and broken lines are calculated decays neglecting and including relaxation processes of benzoic acid dimers near ground state thioindigo molecules. The peak near t— 0 reflects a fast process possibly related to multiphoton excitation of higher electronic states.
	Fig. 1. Top: Inhomogeneous spectrum originating from homogeneous lines with different central frequencies. Bottom: Change of the spectrum through hole burning.
	Fig. 2. The components of the model and their interactions.
	Fig. 3. Energy levels of a system consisting of one impurity and one TLS
	Fig. 4. Energy levels of a system of one impurity coupled to several in the case displayed, four TLSs. The left hand side corresponds to TLSs with identical energy splittings, and the degeneracies of the various levels are given.
	Fig. 5. Linewidth averaged with respect to A and A. The A ranges used in the averages are indicated. The A range covers an interval of size 2.6 toD. Parameters: AF=o.3cod, 0d = 3OOK (Debye temperature), c = 3km/s (velocity of sound), q—2 g/cm3, /=1 ev (deformation potential).
	Fig. 6. Linewidth according to (11) in comparison with experimental data from [39] and [lB]. Short range interaction is assumed. The A range is over in interval of length 0.2 ■cod. Parameter values: <AF> = 10“3а)о, AFmax = 0.1446a)D, AF ос 1Д3, rmax-= 10/-min, 0D = —l5O K, c 2km/s, q=l g/cm3, k = 0.3, /=1 eV. (H2P free-base porphin; MTHF 2-methyltetrahydrofuran; PMMA polymethylmethacrylate; PE polyethylene).
	Fig. 7. Linewidth (in units of cod) of the optical transition Ri as a function of AF. Parameter values: A —B, F“ = 0.6t0D, 0d = 300 K, c=3.75 km/s, Q=2 g/cm3, /=leV. Left: A=2Fa; the straight curve segments on the left hand side of the figure describe a AF4 law. Right: A=2Fa+lo~3wp, to the left of their bends the curves-are proportional to AF2
	Fig. 8. Linewidth in comparison with experimental data. The long-range nature of the interaction is taken into account. The A range covers an interval of length 0 2coD Parameter values: Ahmax = 0.72383X10-3coD = 106AFmin (->- <AF> = 10-stoD for the upper curves), 0d = 2OOK, c = 2km/s, p = 2g/cm3, ft =l.O, /=leV Full lines: =6, dashed lines: 7min =7, dotted lines: ?tmin =8; Ämax = Xmm+7. Upper Curves: Ah pc 1/r3, lower curves; Ah oc 1/r4.
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	Fig. 3. Hole burning spectrum of tetraphenylporphyrin antraquinone system in toluene at 4K. The spectrum in the bottom represents the hole burned by pulsed dye laser into the excitation spectrum in the top.
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