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Недавно сообщалось об обнаружении низкотемпературной фото- и
катодолюминесценции сверхпроводящих при Г<95К керамик
УВа2Си 3Ох [ 1 ]. Общая картина спектра люминесценции оказалась
сложной. Наиболее яркая особенность спектра свечения керамик
узкая линия люминесценции 3,355 эВ проявлялась как при возбуж-
дении электронами, так и фотонами [ l>2 ]. Она интерпретирована как
результат излучательной рекомбинации электронов со сверхпроводя-
щим куперовским коллективом спаренных дырок [ l>2 ]. Не исключена
также возможность, что часть свечения в области спектра 3,38—

3,25 эВ (в том числе свечение 3,355 эВ [ 3 ]) имеет альтернативное
объяснение как экситонное свечение в микрофазе окиси цинка, при-
сутствующей в малом количестве из-за загрязненности исходного ма-
териала СиО ионами Zn2+ [ 2 ].

Настоящая работа предпринята для более однозначного выяснения
природы наблюдаемых в сверхпроводящих керамиках YBa2Cu 3O x све-
чений путем совместного исследования спектральных и кинетических
свойств фотолюминесценции при возбуждении ультрафиолетовыми ла-
зерными импульсами пикосекундной длительности. Объекты в виде
спрессованных таблеток (аналогичных исследованным в [ l>2 ], а также
ЕиВагСизО.х) проверяли на наличие эффекта Мейснера и помещали
в гелиевый криостат. Средняя мощность возбуждения на длине волны
около 309 нм (вторая гармоника лазера на красителе родамин 6Ж)
составляла
сов 82 МГц и длительности импульсов 3 пс. Кинетика свечения детек-
тировалась синхронно сканируемым электронно-оптическим преобразо-
вателем. Подробно экспериментальная аппаратура описана в [ 4 ].

На рис. 1 представлен характерный спектр весьма слабого свечения,
полученный нами при температуре 4К для УВа 2Си 3О х (спектр
Eußa 2Cu 3O x по форме не отличался от спектра УВа 2Си 3 Ох). Вид этого
спектра в общих чертах совпадает с видом спектра фотолюминесценции,
приведенного в работах [l,2 ]> однако положение максимума узкой по-
лосы свечения с полушириной 6 мэВ несколько отлично
+O,OOI эВ вместо 3,355 эВ, а также отсутствует длинноволновая полоса

https://doi.org/10.3176/phys.math.1988.2.17

https://doi.org/10.3176/phys.math.1988.2.17


245

Рис. 1. Спектр свечения YBajCuaO.,; в
металлическом криостате при температу-
ре 4К и длине волны возбуждения 309 нм.

Рис. 2. Спектр свечения стенок кварце’вого криостата при фокусировании лазер-
ного луча на стенку (верхняя кривая) и
на объект в нем (нижняя кривая) при
температуре 6К и длине волны возбуж-

дения 309 нм.

около 2,3 эВ [’- 2 ]. Удалось измерить также время затухания свечения
3.367 эВ, оно составило приблизительно 70 пс.

Ввиду слабости наблюдаемого сигнала и его чувствительности к
геометрии эксперимента (в том числе положению сфокусированного
лазерного луча на поверхности объекта), а также природы объекта
особое значение приобретает учет возможных следов фаз различных
окислов на поверхности объекта. Кроме того, при сильно рассеиваю-
щих объектах следует исключить возбуждение различных деталей крио-
стата, что особенно существенно при ультрафиолетовом возбуждении.

Эксперименты с прессованными таблетками СиО и монокристалли-
ческим объектом CuÕ 2 доказали непричастность этих фаз к линии
3.367 эВ (интенсивность линии не увеличилась). Однако узкая линия
с аналогичными спектрально-кинетическими параметрами (энергетиче-
ское положение 3,367 эВ, время нарастания свечения ~20 пс, время
затухания ~70 пс), но с интенсивностью на 3—4 порядка большей,
обнаружена нами при возбуждении в гелиевом криостате пластины из
технической латуни, покрытой слоем естественной окиси. В то же время
интенсивность свечения свежей отполированной поверхности латуни бо-
лее чем на два порядка меньше, а в случае свежеполированной меди
практически отсутствует.

Совокупность результатов проведенных экспериментов в согласии с
гипотезой, высказанной в [2>3 ], указала на окись цинка как на возмож-
ный источник регистрируемого свечения. Контрольные спектрально-ки-
нетические измерения, проведенные на монокристаллическом образце
ZnO (о них будет сообщено отдельно) подтверждают данный вывод.
Они позволяют интерпретировать линию 3,367 эВ как линию свечения
локализованного на ионизированном доноре экситона в окиси цинка
(традиционное обозначение / 2, /з [ s ]). В пользу такой интерпретации
говорит и быстрый спад интенсивности люминесценции локализованных
экситонов при температурах выше 20К [6 ], аналогичный спаду, наблю-
даемому в [ l>2 ]. Это объясняет также появление в спектре свечения
некоторых керамик дополнительно узкой линии 3,31 эВ такая линия
существует и в спектре окиси цинка [ s ].

Для устранения возможного свечения латунных деталей используе-
мого нами криостата таблетка YBa2Cu 3 Ox была помещена в гелиевый
криостат, объектная часть которого изготовлена из кварцевой трубы
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и не содержит металлических деталей. Спектр свечения YBa2Cu 3 Ox
при температуре 6К в этом случае не содержал каких-либо узких
линий, оставаясь в остальном без изменений (рис. 2). Конструкция
криостата позволяла в ходе эксперимента в аналогичных условиях из-
мерять как спектр свечения объекта, так и возможное свечение квар-
цевых стенок криостата (проецированием изображения объекта или
участка прохода лазерного луча сквозь стенку криостата на щель моно-
хроматора). Спектр свечения кварцевых стенок криостата по форме
полностью совпадает со спектром свечения объекта при температурах
от 6К до 120К, обладая к тому же в несколько раз большей интенсив-
ностью (рис. 2). Кроме того, нами было измерено время затухания
широкой полосы свечения при температуре 77К на длинах волн 400 и
500 нм с кварцевых окон металлического криостата,' применяемого
нами в более ранних экспериментах, и с объекта в обоих случаях
оно составило 7+l нс. Это позволяет утверждать, что возможное собст-
венное свечение YBa2Cu 3O x при используемом возбуждении по крайней
мере на порядок меньшей интенсивности, т. е. имеет квантовую эффек-
тивность не более 10~7 из расчета на 1 нм (что на 2 порядка меньше,
чем в а наблюдаемый нами сигнал обусловлен свечением стенок
и кварцевых окон криостата, возбуждаемых рассеянным от объ-
екта ультрафиолетовым лазерным светом. Однако при возбуждении
YBa2Cu 3 Ox при температуре 120К (для исключения влияния свечения
криостата объект охлаждался потоком холодного азота на воздухе)
излучением более мощного эксимерного XeCl-лазера (средняя мощ-
ность на 308 нм 2 мВт, пиковая ~10 кВт) в спектре люминесценции
получена широкая полоса с максимумом около 500 нм, шириной на
полувысоте 150 нм и интегральной квантовой эффективностью
~2-10~8

. При нагревании объекта до комнатной температуры интен-
сивность свечения падает в 3 раза. Данная полоса, по-видимому, сос-
тавная, о чем говорит сложная кинетика свечения удовлетворитель-
ное описание экспериментальной кривой в мс диапазоне времен дости-
гается лишь при использовании трех констант затухания (1, 6 и 60 мс;
измерено в режиме счета фотонов). Ее природа еще до конца не выяс-
нена.

В заключение выражаем благодарность Ч. Лущику, А. Маароосу и
Т. Авармаа за любезное предоставление таблеток YBa2Cu 3O x, Ч. Лу-
щику за многократное полезное обсуждение природы узкой полосы све-
чения, Р. Кинку за обсуждение спектров, полученных при возбуждении
эксимерным лазером и синхротронным излучением, а также за обсуж-
дение соответствующей методики эксперимента, Ю. Колку за предостав-
ление кварцевого криостата и помощь при работе с ним, П. Кукку за
участие в экспериментах с применением эксимерного лазера, П. Саари
за стимулирующий интерес и поддержку.
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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.
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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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	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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