
 

Санкт-Петербург  2020 

 

Национальный исследовательский университет ИТМО 

(Университет ИТМО) 

 

 

 

 

 

На правах рукописи 

Зограф Георгий Петрович 

Спектроскопия усиленного и 

термочувствительного комбинационного 

рассеяния оптически резонансных 

полупроводниковых наночастиц 

 

Диссертация на соискание учёной степени 

кандидата физико-математических наук 

 

 



 

Санкт-Петербург  2020 

  

Национальный исследовательский университет ИТМО 

(Университет ИТМО) 

 

 

 

 

На правах рукописи 

 

Зограф Георгий Петрович 

Спектроскопия усиленного и 

термочувствительного комбинационного 

рассеяния оптически резонансных 

полупроводниковых наночастиц 

 

Специальность  01.04.05 

«Оптика (физико-математические науки)» 

 

Диссертация на соискание учёной степени  

кандидата физико-математических наук 

 

 

 

 

 

 

 

 Научный руководитель: 

доктор физико-математических наук, профессор 

Макаров Сергей Владимирович 



 

 

Диссертация подготовлена в: федеральное государственное автономное образовательное 

учреждение высшего образования «Национальный исследовательский университет ИТМО». 

 

Научный руководитель: 

 
  доктор физико-математических наук, профессор 

  Макаров Сергей Владимирович 

  
Официальные оппоненты: Бонод Николас, доктор философии, Университет 

Экс-Марсель, Главный научный сотрудник, Институт 

Френеля 

  

Харинцев Сергей Сергеевич, доктор 

физико-математических наук, доцент, Казанский 

федеральный университет, Профессор, Институт Физики 

  

 

 

 

Защита состоится 17.12.2020 г. в 15:00 часов на заседании диссертационного совета 05.19.30 

Универcитета ИТМО. Санкт-Петербург, Кронверкский пр., д. 49, лит. А, ауд. 422. 

 

 

 

С диссертацией можно ознакомиться в библиотеке Университета ИТМО по адресу: 197101, 

Санкт-Петербург, Кронверкский пр., д.49 и на сайте https://dissovet.itmo.ru. 

 

 

 

Ученый секретарь диссертационного совета 05.19.00 Университета ИТМО, кандидат 

физико-математических наук, Старовойтов Антон Андреевич. 

 



 

Saint-Petersburg  2020 

    

ITMO University 
 

 

  

 

 

 

As a manuscript 

Zograf Georgii Petrovich 

Enhanced and heat-sensitive Raman scattering 

spectroscopy of optically resonant semiconductor 

nanoparticles 

Speciality 01.04.05 

Optics (Physics and Mathematics) 

 
Academic dissertation сandidate of physics and mathematics 

 

 

 

 

 

 

 

  

Supervisor: 

doctor of science 

Makarov Sergey Vladimirovich 



 

 

The research was carried out at:  ITMO University. 

 

 

Supervisor:  

 
  doctor of science 

  Makarov Sergey Vladimirovich 

  
Official opponents: Bonod Nicolas, PhD, CNRS/Aix-Marseille Universite, Principle 

researcher, Institut Fresnel 

 

Kharintsev Sergey Sergeevich, Doctor of science, Kazan Federal 

University, Professor, Institute of Physics 

 

 

 

 

 

 

The defense will be held on 17.12.2020 at 15:00 at the meeting of the ITMO University Dissertation 

Council 05.19.30, 49 Kronversky pr., Saint-Petersburg, Russia. 

 

 

The thesis is available in the Library of ITMO University, 49 Kronversky pr., Saint-Petersburg, Russia and 

on https://dissovet.itmo.ru website. 

 

 

Science Secretary of the ITMO University Dissertation Council 05.19.00, Candidate of Physics and 

Mathematics, Starovoytov Anton A. 

 

https://dissovet.itmo.ru/


5

CONTENTS

Page

Реферат . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 7

Synopsis . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 36

Introduction . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 61

CHAPTER 1. Experimental and theoretical methods . . . . . . . . . . 68

1.1 Theoretical studies . . . . . . . . . . . . . . . . . . . . . . . . 68

1.1.1 Mie theory . . . . . . . . . . . . . . . . . . . . . . . . 68

1.1.2 Optical heating of nanospheres in homogeneous media

with continuous wave source . . . . . . . . . . . . . . . 75

1.1.3 Numerical calculations for inhomogeneous media . . . 78

1.2 Optical experiments . . . . . . . . . . . . . . . . . . . . . . . 79

1.2.1 Elastic dark-field scattering . . . . . . . . . . . . . . . 80

1.2.2 Stokes Raman scattering . . . . . . . . . . . . . . . . . 81

1.2.3 Raman thermometry . . . . . . . . . . . . . . . . . . . 82

1.3 Fabrication and characterization . . . . . . . . . . . . . . . . 83

1.3.1 Scanning electron microscopy . . . . . . . . . . . . . . 83

1.3.2 Femtosecond laser ablation fabrication . . . . . . . . . 83

1.3.3 Lithographical fabrication . . . . . . . . . . . . . . . . 85

Chapter conclusions . . . . . . . . . . . . . . . . . . . . . . . 86

CHAPTER 2. Mie-resonant optical heating and Raman nanothermometry 87

2.1 Light-matter interaction at nanoscale . . . . . . . . . . . . . . 87

2.2 Resonant all-dielectric nanophotonics . . . . . . . . . . . . . . 89

2.3 Introduction to all-dielectric thermal nanophotonics . . . . . . 92

2.3.1 Tunable optical losses . . . . . . . . . . . . . . . . . . 93

2.3.2 Light emission as a thermometry tool . . . . . . . . . . 95

2.3.3 Thermo-optical effect . . . . . . . . . . . . . . . . . . . 97

2.3.4 Temperature-driven phase transition . . . . . . . . . . 100



6

2.4 Laser heating and Raman nanothermometry by Mie-resonant

nanostructures . . . . . . . . . . . . . . . . . . . . . . . . . . 103

2.5 Hybrid plasmonic-dielectric nanostructures for enhanced optical

heating and sensitive Raman thermometry . . . . . . . . . . . 114

2.6 Advanced bio-medical applications . . . . . . . . . . . . . . . 120

Chapter conclusions . . . . . . . . . . . . . . . . . . . . . . . 124

CHAPTER 3. Controllable phase transitions stimulated by laser heating

and probed by Raman nanothermometry . . . . . . . . . . . . . . 126

3.1 Controllable laser-induced amorphous-to-crystalline phase tran-

sition in single nanoresonators . . . . . . . . . . . . . . . . . . 126

3.2 Controllable laser heating for local melting of the nanostructures130

Chapter conclusions . . . . . . . . . . . . . . . . . . . . . . . 132

CHAPTER 4. Raman photonics states probing . . . . . . . . . . . . . 134

Chapter conclusions . . . . . . . . . . . . . . . . . . . . . . . 138

CHAPTER 5. Stimulated Raman scattering from single resonant nanodisk139

Chapter conclusions . . . . . . . . . . . . . . . . . . . . . . . 143

Conclusion . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 145

List of acronyms and symbols . . . . . . . . . . . . . . . . . . . . . . . 149

Bibliography . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . 150

APPENDIX A. Main journal papers . . . . . . . . . . . . . . . . . . . 168



7

Реферат

Общая характеристика работы

Введение и мотивация. Возможность удаленного и неинвазивного изуче-
ния свойств, присущих объектам и структурам, на микро- и наномасштабах
вызывала большой интерес исследователей в последние полвека. Идея со-
здания датчиков (сенсоров), которые давали бы точную и исчерпывающую
информацию об объектах, к которым они прикреплены, была, своего рода,
путеводной звездой в течение многих лет.

Одно из возможных решений было предложено в 1973 году Марти-
ном Флейшманном, Патриком Дж. Хендрой и А. Джеймсом МакКвилла-
ном. Авторы наблюдали значительное усиление сигнала комбинационного
рассеяния света, помещая пиридин на шероховатую серебряную подлож-
ку - этот эффект позже был назван SERS (поверхностно-усиленная рама-
новская спектроскопия) [1]. Комбинационное рассеяние представляет собой
очень слабый оптический эффект, возникающий в полупроводниках или мо-
лекулах из-за неупругого рассеяния либо на колебаниях решетки, либо на
колебаниях химических связей, обеспечивая уникальный спектр для любой
молекулы или состава. Данный эффект может быть усилен на несколько по-
рядков за счет локализации электромагнитного поля в ближней зоне [2, 3],
позволяющей обнаруживать "следы"одиночных молекул. В связи с этим,
особый интерес для задач SERS-сенсоров вызвали именно плазмонные на-
ночастицы и наноструктуры [4]. Стоит отметить, что не только факт на-
личия или отсутствия химического соединения или вещества был целью
исследований приложений сенсинга, но также и возможность определять
температуру. Благодаря этому, исследования в области локального управ-
ления и контроля температуры с одновременной возможностью различать
химические соединения и составы с помощью комбинационного рассеяния
света были особенно актуальны [5].

Так, недавно было продемонстрировано, что одиночные плазмонные
наночастицы могут поддерживать нанотермометрию и эффективный опти-
ческий нагрев с одновременной возможностью служить SERS-зондом [6].
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Однако группа профессора Мишеля Оррита столкнулась с серьезным недо-
статком из-за очень длительного времени сбора сигнала, составляющего
несколько минут, что ограничивало применимость плазмонных наностерж-
ней. Другим фактором, ограничивающим применимость плазмонных нано-
структур в качестве теплового датчика, является отсутствие собственно-
го рамановского сигнала (комбинационного рассеяния). Отсутствие такого
сигнала комбинационного рассеяния требует дополнительных манипуляций
для получения данных о температуре.

С другой стороны, в последние годы диэлектрическая нанофотони-
ка вызвала большой интерес из-за способности локализовывать свет внутри
наноразмерных резонаторов посредством резонансов Ми или других состо-
яний с высокой добротностью, в отличие от плазмонных наноантенн. Та-
кие наноструктуры позволили получить субволновые нанолазеры [7,8], уси-
ленную нелинейную генерацию света [9–11], усиленную фотолюминесцен-
цию [12,13], ближнепольное усиление [14,15] и добиться значительного уси-
ления ряда других фотонных эффектов [16]. При возбуждении различных
оптических резонансных мод внутри полупроводниковых наноструктур ла-
зерным источником может наблюдаться значительное усиление поля. Кроме
того, эти структуры оказались очень эффективными для оптического на-
грева и термометрии при умеренных интенсивностях. Основываясь на соб-
ственном комбинационном рассеянии полупроводников и диэлектрических
наноструктур, интенсивность которого может быть значительно улучшена
путем согласования резонансных условий [17, 18], можно добиться эффек-
тивного оптического нагрева, нанотермометрии и усиления ближнего поля,
что позволяет обнаружение молекулярных событий на наноуровне.

Диссертация посвящена созданию и исследованию альтернативного
к плазмонному подходу для сенсинга, эффективного оптического нагре-
ва, термометрии и усиления комбинационного рассеяния света. В работе
предлагается подход на основе диэлектрических и полупроводниковых ре-
зонансных наноструктур. Диссертация охватывает анализ различных форм
и геометрий наноструктур; ряда устойчивых к оптическому нагреву и тер-
мометрии материалов; различных материалов для подложек и различных
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внешних условий; усиления комбинационного рассеяния света наночасти-
цами, за счет либо оптических резонансов, либо с помощью вынужденного
излучения; и, наконец, возможности зондирования оптических состояний и
распределения ближнего электромагнитного поля за счет комбинационнно-
го рассеяния света. Основные цели данной работы:

• Разработка подхода для одновременного оптического нагрева и термо-
метрии на основе резонансно-усиленного комбинационного рассеяния
света на диэлектрических и полупроводниковых наноструктурах.

• Демонстрация оптически индуцированного фазового перехода из
аморфного в поликристаллическое состояние в полупроводниковых
наноструктурах с возможностью детектирования такого фазового пе-
рехода посредством комбинационного рассеяния света.

• Зондирование оптических состояний наноструктур с помощью
резонансно-усиленного комбинационного рассеяния света из дальней
зоны электромагнитного поля.

• Демонстрация и реализация перехода от режима спонтанного к вы-
нужденному комбинационному рассеянию света изолированной оди-
ночной полностью субволновой наночастицы.

Положения, выносимые на защиту:

• Резонансное оптическое возбуждение Ми-моды в полупроводниковой
наночастице со сбалансированными радиационными и нерадиацион-
ными потерями обеспечивает наиболее эффективный оптический на-
грев среди прочих соотношений потерь для данной оптической моды.

• Оптический нагрев непрерывным лазерным источником полупровод-
никовой Ми-резонансной наноструктуры позволяет индуцировать фа-
зовый переход из аморфного в поликристаллическое состояние и в то
же время позволяет детектировать такой переход при помощи комби-
национного рассеяния света.

• Двумерное картирование распределения интенсивности комбинацион-
ного рассеяния света резонансной полупроводниковой нанострукту-
ры позволяет исследовать возбужденные оптические моды в ней из
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дальней зоны электромагнитного поля и предоставляет информацию
о структуре ближнего поля собственных мод на длине волны накачки.

• Переход от режима спонтанного комбинационного рассеяния света к
вынужденному происходит при возбуждении высокодобротных опти-
ческих резонансных мод, как на длине волны накачки, так и на длине
волны стоксовой компоненты комбинационного рассеяния света, с оп-
тимизированными эффективностями возбуждения мод и простран-
ственным их перекрытием на длинах волн накачки и излучения в
одиночном наноцилиндре из кристаллического кремния с оптимизи-
рованным теплоотводом в материал подложки.

Научная новизна этой работы включает, но не ограничивается следую-
щими пунктами:

1. Первая экспериментальная демонстрация одновременного оптическо-
го нагрева непрерывным лазерным источником и наноразмерной тер-
мометрии с помощью резонансных полупроводниковых наноструктур,
поддерживающих комбинационное рассеяние света.

2. Первая демонстрация использования Ми-резонансных полупроводни-
ковых наночастиц, поддерживающих оптический нагрев и нанотер-
мометрию посредством комбинационного рассеяния света для при-
ложений адресной доставки лекарственных средств. Наночастицы 𝛼-
Fe2O3 использовались в качестве мишени для лазерного возбуждения
в ближнем ИК-диапазоне для эффективного преобразования света в
тепло в стенках полимерных носителей лекарств и в качестве прямо-
го оптического датчика температуры за счет термочувствительного
Рамановского рассеяния. В качестве доказательства была продемон-
стрирована in vitro успешная доставка и оптически-индуцированный
разрыв полимерного носителя посредством лазерного нагрева нано-
частиц 𝛼-Fe2O3 с последующим высвобождением противоопухолевого
лекарственного средства винкристина. Предложенная система работа-
ла при умеренном значении лазерной интенсивности всего 4.0×104Вт
см −2.
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3. Первая демонстрация контролируемого, оптически-индуцированного
фазового перехода из аморфной в поликристаллическую фазу для
кремниевых нанодисков на стеклянной подложке c оптическим зон-
дированием температуры и кристаллической фазы нанодиска посред-
ством комбинационного рассеяния света.

4. Первая демонстрация получения качественного распределения «горя-
чих точек» ближнего электромагнитного поля оптических мод резо-
нансных полупроводниковых наноструктур из дальнего поля с помо-
щью пространственного и спектрального картирования интенсивности
комбинационного рассеяния света.

5. Первая экспериментальная демонстрация перехода от спонтанного
комбинационного рассеяния света к вынужденному режиму комбина-
ционного рассеяния для одиночного изолированного кристаллическо-
го кремниевого наноцилиндра.

Практическая значимость работы заключается в том, что автор пред-
ложил новый подход к оптическому нагреву и термометрии с наноразмер-
ным пространственным разрешением с помощью одиночных резонансных
полупроводниковых наночастиц, поддерживающих комбинационное рассея-
ние света. Предлагаемый подход на основе наночастиц, которые служат как
датчиком температуры, так и преобразователем света в тепло, не требует
каких-либо дополнительных этапов изготовления. Более того, данных под-
ход использует один источник излучения как для оптического нагрева, так
и для возбуждения комбинационного рассеяния света, устойчив и поддер-
живает многократные циклы повторения оптического нагрева. Такой под-
ход продемонстрировал свою применимость в передовых биомедицинских
приложениях для систем доставки лекарств для лечения рака с дистанци-
онным полностью оптическим механизмом высвобождения лекарственного
препарата. Данный способ оптической термометрии, основанный на спек-
тральном сдвиге сигнала комбинационного рассеяния света наноструктур
при интенсивном лазерном облучении с последующим оптическим нагре-
вом, нашел очень многообещающее применение для in situ модификации
кристаллического состояния наноструктур. Рамановское рассеяние служит
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как температурным зондом, так и зондом состояния степени кристаллич-
ности, поэтому существенный оптический нагрев нанодиска из аморфного
кремния на стеклянной подложке может привести к фазовому переходу из
аморфного состояния в поликристаллическое. Изготовление кристалличе-
ских наноструктур на стекле SiO2 остается довольно сложной технологи-
ческой задачей, поэтому метод контролируемого оптического нагрева нано-
дисков из аморфного кремния на стеклянной подложке с in situ температур-
ным откликом и возможностью отслеживать кристаллическое состояние мо-
жет решить технологические трудности для некоторых задач и приложений.
Как было упомянуто выше, комбинационное рассеяние является эффектив-
ным методом зондирования для измерения температуры и оценки состояния
кристалличности, однако интенсивность комбинационного рассеяния может
служить зондом для качественной сравнительной оценки плотности элек-
тромагнитной мощности, запасенной в наноструктурах. Пространственное
картирование интенсивности комбинационного рассеяния света зигзагооб-
разного олигомера, состоящего из трех нанодисков одинакового размера,
показывает переключение распределения «горячих точек» ближнего элек-
тромагнитного поля при изменении поляризации падающего возбуждения.
Существенным преимуществом этого подхода является то, что он не требу-
ет каких-либо вспомогательных методов и использует только один источник
для возбуждения оптических мод, комбинационного рассеяния света и де-
тектирует сигнал в дальней зоне. Быстрое получение такой качественной
информации о распределении электромагнитных «горячих точек» ближ-
него поля у наноструктуры может быть полезно для экспресс-анализа оп-
тических состояний наноструктуры, а так же может стать платформой для
селективного возбуждения биологических красителей или полимеров в зазо-
рах зигзагообразного олигомера. Наконец, комбинационное рассеяние света
– довольно слабый и маловеоятный оптический процесс. Однако его можно
значительно усилить, за счет возбуждения оптических резонансов в нано-
структурах. Более того, интенсивность комбинационного рассеяния света
может быть дополнительно увеличена за счет перехода от режима спонтан-
ного излучения к режиму вынужденного излучения. Такой переход, наблю-
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даемый в полностью субмикронном наноцилиндре, может послужить шагом
на пути создания высокоэффективных наносенсоров на основе комбинаци-
онного рассеяния света, а также эффективных источников излучения.

Достоверность полученных результатов обеспечивается применением со-
временных методов исследования, основана на воспроизводимости резуль-
татов измерений, а также подтверждается хорошим согласием эксперимен-
тальных данных с результатами численного моделирования и аналитиче-
ским описанием эффектов.

Применимость полученных результатов. Автору диссертации принад-
лежит патент РФ № 177658 на полезную модель «Нелинейная диэлектри-
ческая наноантенна», зарегистрированный 05.03.2018, концепция которой
основана на принципах и результатах, полученных в рамках диссертации.
Более того, концепция оптического нагрева и термометрии на основе полу-
проводников продемонстрировала свою применимость для реальных систем
доставки лекарств.

Апробация. Основные результаты работы были представлены и обсужда-
лись на всероссийских и международных конференциях, таких как: Меж-
дународная зимняя школа по физике полупроводников 2016, Зеленогорск,
Санкт-Петербург, Россия (постер); Международная школа и конферен-
ция «Saint-Petersburg Open» 2016, 2017, 2019, Санкт-Петербург, Россия
(постер); Международная конференция «Дни дифракции» 2016 (постер),
2017 (устный), 2018 (устный), Санкт-Петербург, Россия; Международная
конференция МЕТАНАНО 2016, Анапа, Россия (постер); Всероссийский
конгресс «Наука будущего - наука молодых» 2016, Казань, Россия (по-
стер); Международная конференция МЕТАНАНО 2017, Владивосток, Рос-
сия (устный); Международная конференция NANOP 2017, Барселона, Испа-
ния (устный); Международная конференция МЕТАНАНО 2018, Сочи, Рос-
сия (устный); Международная летняя школа Николя Кабрера о «продви-
нутой манипуляции со светом в наномасштабе» 2018, Мирафлорес-де-ла-
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Сьерра, Мадрид, Испания (постер); Международная конференция ICMAT
2019, Сингапур (постер); Международная конференция МЕТАНАНО 2019,
Санкт-Петербург, Россия (устный); Международная конференция МЕТА-
НАНО 2020 (онлайн, устный); OSA Advanced Photonics Congress 2020 (он-
лайн, устный); а также на научных семинарах в Университете ИТМО,
Северо-Осетинском государственном университете, Чжэцзянском универси-
тете (Китай) и Технологическом университете Квинсленда (Австралия).

Публикации. Основные результаты диссертационной работы отражены в
10 научных статьях, включенных в список ВАК, в том числе 7 статьях
в научных журналах, индексируемых научными базами данных Scopus и
Web of Science, и 3 конференционных рецензируемых материалах, которые
индексируются научными базами данных Scopus и Web of Science.

Личный вклад автора. Личный вклад автора заключается в измерениях
и обработке экспериментальных результатов (спектры темнопольного рассе-
яния, спектры комбинационного рассеяния света), существенной части чис-
ленного моделирования оптических свойств исследуемых наноструктур, ре-
ализации численной модели оптического нагрева полупроводниковых нано-
структур, участии в постановке исследовательских задач и написании на-
учных статей.

Объем и структура работы. Диссертация состоит из введения, пяти глав,
заключения и списка использованной литературы. Общий объем диссер-
тации 112 страниц, в том числе список литературы, включающий в себя
158 наименований. Работа содержит 36 рисунков и 1 таблицу, размещенных
внутри глав.

ОСНОВНОЕ СОДЕРЖАНИЕ РАБОТЫ

В первой главе представлен краткий обзор предложенных и ис-
пользуемых в исследовании экспериментальных и теоретических подходов;
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описывается необходимость каждого конкретного метода и описывается его
применимость в конкретных случаях; доказывается актуальность метода
для проводимых исследований.

Во второй главе диссертации обсуждаются оптимальные условия
для оптического нагрева резонансных полупроводниковых наночастиц сфе-
рической формы. Оптимизация резонансов Ми и параметров материала мо-
жет привести к сильному и эффективному лазерному нагреву даже полу-
проводниковых частиц с малыми потерями. Основной принцип нагрева и
поглощения света для одиночной сферической наночастицы в однородной
среде был разработан и исследован ранее [19, 20]. Диэлектрические и по-
лупроводниковые наночастицы могут поддерживать сильные резонансные
отклики в видимом диапазоне, поэтому поглощение света может сильно ва-
рьироваться от размера и длины волны. В связи с этим аналитическое реше-
ние для оптического нагрева одиночных сферических наночастиц должно
учитывать из резонансный характер. В результате получается точное реше-
ние для повышения температуры сферической наночастицы диаметром 𝐷

в стационарном уравнении теплопередачи с бесконечными внешними гра-
ничными условиями и с заранее заданным источником с интенсивностью
(𝐼), рассчитанным сечением поглощения наночастицы (𝐶𝑎𝑏𝑠), определенным
теорией Ми, заранее известной теплопроводностью окружающей среды 𝜅2,
в случае, если теплопроводность наночастицы намного больше, чем тепло-
проводность окружающей среды. Тогда точное значение температуры на-
ночастицы можно найти следующим образом:

𝛿𝑇𝑁𝑃 =
𝐼𝐶𝑎𝑏𝑠

2𝜋𝜅2𝐷
. (1)

Результаты расчетов оптического нагрева можно увидеть на двумер-
ных цветовых картах, показанных на Рис. 1 (b, c). Температуры оптиче-
ского нагрева сферической наночастицы в воздушной среде с различными
действительными (Re(𝜀) от -10 до 30) и мнимыми (Im(𝜀) от 0 до 5) частями
диэлектрической проницаемости в случае малых наносфер (отношение дли-
ны волны к диаметру 𝜆/𝐷 = 10) показаны на Рис. 1(b); те же вычисления,
но для более крупных наночастиц, где отношение длины волны к диаметру
составляет 2.8, показаны на Рис. 1(c). Когда размер наночастиц мал для
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Рисунок 1 — Оптический нагрев сферических наночастиц. (а) Концепция

оптического нагрева и термометрии. Результаты расчета теоретического оптического

нагрева в однородной воздушной среде для одиночных сферических наночастиц с

фиксированным соотношением длины волны к диаметру 𝜆/𝐷 в зависимости от

различных действительных и мнимых частей диэлектрической проницаемости: (b)

𝜆/𝐷 = 10; (c) 𝜆/𝐷 = 2.8. Линии с зелеными стрелками в b) и c) соответствуют

значениям Re (𝜀) и Im (𝜀) для конкретных реальных материальных дисперсий.

Направление стрелок соответствует увеличению длины волны. Цифры указывают

диапазон длин волн в микронах. Взято из [21].

поддержания резонансов Ми в видимой области, только наносферы с отри-
цательной действительной частью диэлектрической проницаемости (метал-
лы) поддерживают оптический нагрев, что ясно видно из Рис. 1(b). Однако
при увеличении диаметра наночастицы, а значит уменьшении отношения
длины волны к диаметру до значения 𝜆/𝐷 = 2.8 (Рис. 1(c)), можно заме-
тить эффективный оптический нагрев в области положительной действи-
тельной части диэлектрической проницаемости, что соответствует диэлек-
трическим и полупроводниковым материалам. Это происходит из-за воз-
буждения различных мод Ми в наносфере и, как следствие, резонансного
оптического поглощения света. Более интересным в этих результатах яв-
ляется то, что увеличение мнимой части диэлектрической проницаемости
не обязательно приводит к увеличению температуры оптического нагрева.
Для более глубокого понимания лежащих в основе принципов и исследова-
ния причин эффективного оптического нагрева полупроводников с низким
уровнем потерь, при резонансном лазерном возбуждении мод Ми, следует
начать рассмотрение с классического общего выражения для поглощенной
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электромагнитной мощности P:

𝑃 =
1

2
Re
∫︁
𝑉

J*(r)E(r)𝑑𝑉 (2)

где J(r) - плотность тока, E(r) - электрическое поле внутри объекта, а инте-
грирование выполняется по объему рассматриваемой наночастицы 𝑉 . Вы-
ражение в уравнении 2 дает понимание, что чем выше электромагнитное
поле внутри наночастицы и чем выше плотность тока, генерируемая падаю-
щей электромагнитной волной, тем больше общая поглощенная мощность.
Кроме того, можно заметить, что J = 𝜎E и 𝜎 = 𝜀0𝜔Im(𝜀), где 𝜀0 - диэлек-
трическая проницаемость вакуума, 𝜔 - частота падающего света, 𝜎 - элек-
трическая проводимость. Интегрирование уравнения 2 по объему наноча-
стицы, поддерживающей оптические Ми-моды, позволяет модифицировать
уравнение 2 в терминах эффективного объема моды 𝑉eff и пространственно
усредненного коэффициента усиления поля 𝐹 = < |𝐸|2 >/|𝐸0|2, который
дает информацию о запасенной плотности мощности внутри наночастицы,
и где |𝐸0| - это величина напряженности падающего электрического поля.
Следовательно, можно модифицировать уравнение 2 для полной поглощен-
ной мощности следующим образом:

𝑃 ∼ 𝜎𝐹 2 𝑉eff . (3)

Общая поглощенная мощность теперь имеет 3 различных независи-
мых вклада: 𝜎, 𝐹 2 и 𝑉eff , которые оказывают значительное влияние на об-
щую температуру оптического нагрева 𝛿𝑇𝑁𝑃 . В следующих подразделах все
вклады будут рассмотрены отдельно.

Влияние безызлучательных потерь. Как было показано в выраже-
нии 3, повышение омических потерь не обязательно увеличивают полное
поглощение света наночастицей, следовательно, и общий оптический на-
грев. Увеличения мнимой части диэлектрической проницаемости приводит
к увеличению электрической проводимости, однако, в то же время, это так-
же значительно влияет на добротность резонанса, уменьшая ее. В связи с
этим, вклад 𝜎𝐹 2 следует рассмотреть подробнее.

Оптические резонансы можно описать моделью осциллятора с вяз-
ким трением с некоторыми допущениями. Следовательно, вблизи оптиче-
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ского резонанса 𝜔0 фактор усиления поля 𝐹 может быть выражен как 𝐹 ∼
1/
(︀
𝜔2
0 − 𝜔2 − 𝑖𝜔𝛾

)︀
, где 𝛾 - полные оптические потери системы. При более

детальном рассмотрении, полные оптические потери имеют два вклада: 𝛾 =

𝛾rad+𝛾ohmic, а именно – радиационные и безызлучательные (или омические)
потери. Безызлучательная часть пропорциональна Im(𝜀), поэтому вклад
𝜎𝐹 2 на резонансной частоте 𝜔0 пропорционален ∼ 𝛾Ohmic/(𝛾Ohmic + 𝛾rad)

2,
из чего следует, что при экстремально высоких омических потерях, полная
поглощаемая мощность стремится к нулю.

Дальнейшее рассмотрение приводит к тому, что при определенном
фиксированном значении радиационных потерь 𝛾rad максимальное значе-
ние поглощенной мощности будет достигаться при (𝜎𝐹 2)max ∼ 1/(4𝛾rad).
Данное максимальное значение достигается при равенстве радиационных и
нерадиационных потерь 𝛾Ohmic ≈ 𝛾rad. Радиационный вклад потерь 𝛾rad мож-
но минимизировать, взяв резонансную наночастицу, размер которой много
меньше длины волны 𝜆. Этого можно достичь для случая плазмонной на-
ночастицы, поддерживающей локализованный поверхностный плазмонный
резонанс (ЛППР) с заданной плазменной частотой 𝜔𝑝, где 𝛾rad ≪ 𝛾Ohmic. При
ЛППР радиационные потери 𝛾rad приблизительно равны ≈ 𝜔3

0/𝜔
2
𝑝(𝜋𝐷/𝜆)

3.
Этот анализ приводит к тому, что радиационные потери 𝛾rad относительно
невелики по сравнению с 𝜔0 из-за соотношения (𝐷/𝜆)3.

Действительно, эти теоретические предсказания и оценки подтвер-
ждены аналитически, и их можно увидеть на Рис. 1(b), где в случае от-
носительно небольших наночастиц (𝜆/𝐷 = 10) резонансный оптический на-
грев наблюдается только в области с отрицательной действительной частью
диэлектрической проницаемости Re(𝜀), а максимальное значение темпера-
туры достигается при относительно небольших значениях мнимой части ди-
электрической проницаемости Im(𝜀), где как раз выполняется соотношение
баланса излучательных и омических потерь 𝛾Ohmic ≈ 𝛾rad. Обратная кар-
тина наблюдается для более крупных наночастиц, что можно увидеть на
Рис. 1(c). Наличие горячих точек для оптического нагрева в положитель-
ном диапазоне действительной части диэлектрической проницаемости озна-
чает, что полупроводниковые наночастицы могут очень эффективно опти-
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чески нагреваться. Например, 𝛾rad для дипольных мод довольно высока, а
максимальная температура достигается при больших омических потерях.
С другой стороны, если рассматривать резонансы более высокого порядка,
например магнитный квадрупольный, то следует ожидать меньшего зна-
чения 𝛾rad, и, следовательно, оптимальным лазерным нагревом окажутся
более низкие значения 𝛾Ohmic. Последнее можно увидеть для более высоких
Re(𝜀) на Рис. 1(c).

Влияние эффективного объема моды. Другой фактор, который вно-
сит большой вклад в общее поглощение света наночастицей и, следователь-
но, способствует нагреву, - это эффективный объем резонансной оптической
моды нанорезонатора 𝑉eff . В общем случае, чем больше размер наночастицы,
тем больше оптический нагрев. Однако следует отметить, что 𝑉eff может су-
щественно изменить такое предположение. Если рассматривать плазмонную
наночастицу, где действительная часть диэлектрической проницаемости от-
рицательна (Re(𝜀)< 0), глубина скин-слоя начинает определять эффектив-
ный объем моды. А именно, типичная толщина скин-слоя, расстояние, на
котором свет распространяется внутри материала при уменьшении величи-
ны поля в 𝑒 раз, для плазмонных материалов едва ли превышает 𝛿 ≈ 20 нм в
видимом диапазоне. Следовательно, 𝑉eff для плазмонной наночастицы опре-
деляется глубиной скин-слоя следующим образом: 𝑉eff ≈ 𝜋𝐷2𝛿. В отличие
от плазмонных материалов и наночастиц, диэлектрические и полупровод-
никовые материалы в основном прозрачны для света в видимой области
спектра, поэтому эффективный объем моды обычно порядка физического
объема наночастицы. Чтобы быть более точным, для резонанса типа Ми
эффективный объем мод можно определить, как 𝑉eff ≈ 𝜋𝐷3/6.

Непосредственный вывод, который следует из анализа эффективного
объема моды, заключается в том, что для диэлектрических и полупроводни-
ковых нанорезонаторов – увеличение размера нанорезонатора увеличивает
температуру оптического нагрева. Тот же подход для плазмонных гораздо
менее эффективен.

Общий вывод для анализа такого оптического нагрева полупровод-
никовых и диэлектрических наноструктур можно описать следующим обра-
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зом: эффективный оптический нагрев в резонансных полупроводниковых и
диэлектрических наночастицах может быть достигнут при соблюдении ба-
ланса потерь – радиационных и омических. Поскольку по своей сути омиче-
ские потери в диэлектриках низкие, следует рассматривать более крупные
частицы, которые поддерживают узкие оптические моды высокого порядка
с высокой добротностью, которые также обладают низким радиационным
каналом потерь. Напротив, плазмонные частицы демонстрируют лучшую
эффективность, когда размеры наночастиц довольно малы [19].

Оптический нагрев с температурной обратной связью. Основным
преимуществом кристаллических полупроводников перед плазмонными ма-
териалами является наличие собственного комбинационного рассеяния, ко-
торое можно эффективно использовать в качестве теплового зонда. Более
того, резонансные кристаллические наночастицы, поддерживающие моды
Ми, могут остро усиливать интенсивность комбинационного рассеяния на
два порядка [17], что впоследствии может обеспечить прямую термометрию
на основе рамановского сдвига. В самом деле, оптический нагрев одиноч-
ного нанорезонатора можно увидеть из спектров комбинационного рассе-
яния в виде синего сдвига спектра при более высоких температурах, как
показано на Рис. 2a. Более того, как теоретически, так и экспериментально
было хорошо изучено М. Балакнским и др. [22], что из-за ангармонических
эффектов в колебаниях решетки положение спектральной линии комбина-
ционного рассеяния является термочувствительным. Действительно, часто-
та линии оптического фонона, ответственной за комбинационное рассеяние
света (Ω), определяется температурой следующим образом:

Ω(𝑇 ) = Ω0 + 𝐴

(︃
1 +

2

𝑒𝑥 − 1

)︃
+𝐵

(︃
1 +

3

𝑒𝑦 − 1
+

3

(𝑒𝑦 − 1)2

)︃
, (4)

где Ω0 = 528 см−1, A = -2.96 см−1, B = -0.174 см−1, 𝑥 =

~Ω0/2𝑘𝑇 , 𝑦 = ~Ω0/3𝑘𝑇 для кристаллического кремния [22].
Прямое соответствие между спектральным положением комбинаци-

онного рассеяния света и температурой открывает прекрасные возможности
для рамановской нанотермометрии [23].

Рис. 2a изображает спектральный сдвиг спектров комбинационно-
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Рисунок 2 — Оптический нагрев и Рамановская термометрия

кристаллических кремниевых наночастиц. a) Экспериментальные спектры

комбинационного рассеяния света для сферических наночастиц c-Si диаметром 350 нм

на стеклянной подложке. b) Экспериментальный (красные кружки) и численно

рассчитанный (красные сплошные линии) оптический нагрев сферических наночастиц

c-Si. Синие линии соответствуют оптическому нагреву сферических наночастиц золота.

Рассматриваемая длина волны 𝜆 = 633 нм и интенсивность света 𝐼0 = 2 мВт/мкм2.

Взято из [21]

го рассеяния при увеличении интенсивности падающего лазера. Из уравне-
ния 8 можно определить, что спектральный сдвиг от начальных условий
до 509 cм −1 соответствует оптическому нагреву Δ𝑇 ≈ 600 К. Более того,
метод, основанный на рамановской нанотермометрии и оптическом нагре-
ве, позволяет с точностью до субмикронного разрешения картографировать
распределение температуры нанообъектов с помощью точного позициони-
рования пьезо-приводом. Стоит отметить, что в ходе экспериментальных
исследований не было обнаружено необратимых изменений фазы, формы
или размера наночастиц.

Описанный в этом разделе метод, основанный на термочувствитель-
ном комбинационном рассеянии света, позволяет исследовать температуру
наночастиц, сделанных из различных полупроводниковых материалов, при
произвольном лазерном возбуждении, при различных других свойствах и,
что более важно, в очень широком диапазоне температур до 1000 K, как
показано на Рис. 2(b). Оптический нагрев и нанотермометрия комбинаци-
онного рассеяния хорошо согласуются с теоретическими расчетами, и ре-
зультаты воспроизводимы. Стоит отметить, что экспериментальные данные
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были хорошо описаны без учета термооптических нелинейных эффектов в
материалах нанорезонатора, которые на самом деле могут существенно из-
менить показатель преломления, теплопроводность нагретых материалов,
следовательно, оптические резонансы и характеристики оптического нагре-
ва [24].

Теоретически и экспериментально доказано, что оптический нагрев
наночастиц кристаллического кремния очень чувствителен к условиям резо-
нанса, поэтому оптический нагрев сильно зависит от диаметра наносферы,
как видно из Рис. 2(b). Общая концепция заключается в том, что чем точнее
можно настроить размер наночастицы под резонансные условия, тем более
явно будет наблюдаться спектральный сдвиг комбинационного рассеяния
света, и, следовательно, тем сильнее будет достигнутый оптический нагрев.
Рис. 2(b) демонстрирует ярко выраженное резонансное поведение, из ко-
торого можно сделать вывод, что оптические моды низкого порядка (ЭД)
не поддерживают высокоэффективный оптический нагрев (примерный диа-
метр 160 нм), однако при диаметре 230 нм наночастица кристаллического
кремния обладает МК оптическим резонансом. Моды более высокого поряд-
ка, появляющиеся в наночастицах большего размера, недостаточно улуч-
шают характеристики оптического нагрева. Таким образом, можно сделать
вывод, что для случая оптического нагрева наносферы монокристалличе-
ского кремния непрерывным HeNe 632,8 нм лазером наиболее оптимальным
условием является возбуждение магнитной квадрупольной моды.

Применение оптического нагрева для систем доставки лекарств.
Как уже упоминалось ранее, тесный «союз» между нанофотоникой и биоме-
дициной привел к широкому спектру беспрецедентных применений оптиче-
ских концепций в реальных приложениях. В последние десятилетия нанофо-
тоника и биофотоника в основном ассоциировались с плазмонными струк-
турами и наночастицами – как за их яркие свойства преобразования света
в тепло [26], так и за высокую локализацию электромагнитного поля [27].
Однако в последние несколько лет все больше и больше био-приложений
нанофотоники реализуются на основе диэлектрических материалов и оп-
тических откликов полупроводниковых структур [28–30]. Подход к исполь-
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зованию полупроводниковой нанофотоники для биомедицинских приложе-
ний в основном основан на возбуждении одиночных оптических мод типа
Ми или их комбинаций и коллективных резонансов. Одним из возможных
преимуществ диэлектрических структур для биомедицинских приложений
является возможность измерения температуры с помощью комбинационно-
го рассеяния света или сигнала фотолюминесценции. В этом разделе мы
предлагаем использовать полупроводниковые наночастицы для оптически-
индуцированного высвобождения лекарств в системах микроносителей для
адресной доставки лекарств.

Применение 𝛼-Fe2O3 привело к прямому измерению температуры вы-
свобождения лекарства из капсулы. Измерение с помощью рамановской тер-
мометрии показывает, что среднее значение температуры разрыва капсулы
составляет примерно 170𝑜 (Рис. 3 (c)). Стоит отметить, что на расстоянии
5 мкм от наночастицы температура снижается на порядок (в 10 раз).

В качестве доказательства концепции были продемонстрированы до-
ставка и оптический разрыв полимерного носителя-капсулы и последующее
высвобождение противоопухолевого лекарственного препарата винкристин
(VCR) с помощью лазера ближнего ИК-диапазона c интенсивностью 4,0
×104 Вт/см2, действующего в окне прозрачности биологических тканей, с
помощью эффективного оптического нагрева и нанотермометрии наноча-
стиц 𝛼-Fe2O3. Биологические тесты проводились на двух основных типах
клеток: (i) клетки карциномы, как пример злокачественной опухоли, и (ii)
стволовые клетки человека, как модель здоровых клеток (Рис. 3(e, f)).

Далее эта концепция была экспериментально доказана на клет-
ках карциномы. Капсула, заполненная противоопухолевым лекарственным
средством VCR, успешно высвободила лекарственное средство после лазер-
ного облучения и последующего термического разрыва капсулы (Рис. 3(e,
f)). Более того, интенсивность лазерного излучения была довольно умерен-
ной, так что контрольные (стволовые) клетки не пострадали. Биологическая
часть работы была проделана н.с. Михаилом Зюзиным и н.с. Александром
Тиминым, и ее можно найти в [31].

В заключение главы, было показано, что отдельная полупроводнико-
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Рисунок 3 — Полимерные носители лекарств со встроенными наночастицами

𝛼-Fe2O3. (a) Схема концепции систем доставки лекарств на основе микрокапсул с

наночастицами 𝛼-Fe2O3, встроенными в стенку для фототермической активации

процесса высвобождения лекарства. (b) Гистограмма количества наночастиц 𝛼-Fe2O3,

успешно захваченных в полимерной несущей стенке. Вставка: СЭМ изображения

типичных изготовленных капсул. Масштабная шкала - 2 мкм. (c) Гистограмма

наблюдаемого разрыва капсулы под действием лазерного излучения. Значения

температуры были получены с помощью рамановской термометрии. (d) Светлопольные

микроскопические изображения капсулы до и после лазерного облучения. (e)

Высвобожденная концентрация винкристина (VCR) как функция времени с лазерным

облучением (красный) и без (синий). (f) Жизнеспособность клеток карциномы (CC)

после экспериментов по доставке с лазерно-индуцированной активацией

высвобождения лекарства. Красные столбцы соответствуют СС, розовые столбцы

соответствуют стволовым клеткам (контроль). Разные столбцы соответствуют разной

исходной концентрации полимерных капсул. Взято из [31].

вая наночастица, поддерживающая резонансы Ми, может служить простой
и универсальной наноплатформой (нагреватель-термометр), которая под-
держивает эффективное преобразование света в тепловую энергию и ши-
рокий диапазон измерения температуры. В частности, такая наносистема
продемонстрировала свою эффективность для биомедицинских приложе-
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ний, требующих фототермического воздействия.
В третьей главе описывается реализация комбинационного рассея-

ния света для исследования и стимулирования фототермического фазового
перехода в одиночных нанорезонаторах. Было показано, что одновремен-
ный оптический нагрев и нанотермометрия, реализованная за счет термо-
чувствительного комбинационного рассеяния света от резонансных полу-
проводниковых наночастиц, могут применяться для ряда приложений на-
нофотоники, связанных с фототермическими процессами. В данной главе
изучался процесс кристаллизации оптически резонансных нанодисков из
аморфного кремниевой фазы, вызванный локальным оптическим нагревом.
Фазовый переход наблюдался и контроль температуры проводился при по-
мощи спектров комбинационного рассеяния света. Получено, что температу-
ра начала фазового перехода из аморфного в поликристаллическое состо-
яние для одиночного кремниевого нанодиска составляет около 900°C. Да-
лее, уже поликристаллический нанодиск продемонстрировал возможность
к многократному обратимому оптическому нагреву в диапазоне температур
300÷1000 K.

Процесс фазового перехода из аморфной в кристаллическую фазу
для кремниевого нанодиска показан на Рис. 4(a). Для обеспечения и контро-
ля фазового перехода в одиночном нанодиске, сперва был получен спектр
комбинационного рассеяния в так называемом «холодном» режиме, при ин-
тенсивности накачки 0,06 МВт/см2 такой, что температура диска практиче-
ски не изменялась. Затем этот диск подвергался более интенсивному облу-
чению гелий-неоновым лазером (0,39 МВт/см2), что индуцировало фазовый
переход. При температурах около 600÷800 °C нанодиск начинал переходить
из аморфной в поликристаллическую фазу, как видно из рисунка. Значения
температуры кристаллизации совпадают с известными [33], а температура
нагрева сопоставима с ранее достигнутыми при аналогичной мощности на-
качки, но для сферических наночастиц [21].

На Рис. 4(b) показана прямая температурная зависимость спек-
трального положения комбинационного рассеяния кристаллического крем-
ния при различных температурах. Спектры комбинационного рассеяния по-
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Рисунок 4 — Фототермический отжиг кремниевого нанодиска. (a) Спектры

комбинационного рассеяния нанодиска до и после лазерного воздействия (b)

Теоретическая зависиомсть спектрального сдвига фононной линии кристаллического

кремния от температуры (см. уравнение 8). (c) Спектры комбинационного рассеяния

одиночного поликристаллического нанодиска при различных значениях интенсивности

накачки. (d) Пространственное распределение температуры оптического нагрева в

зависимости от положения источника относительно одиночного нанодиска. Взято

из [32].

сле отжига соответствуют поликристаллическому кремнию так как [33]: во-
первых, обладают асимметрией относительно центрального спектрального
положения, которая заметно проявляется при более высоких температурах
нагрева диска; во-вторых, характерные спектральные ширины рамановских
пиков на полу-высоте превышают 10 см−1 даже при малых интенсивностях,
в то время как для монокристаллического кремния эта величина не превы-
шает 5 см−1.

На Рис. 4(d) представлен пример двумерного картирования распре-
деления оптического нагрева одиночного нанообъекта в зависимости от по-
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ложения источника и области сбора.
Данный метод позволяет быстро и удаленно локально индуцировать

фазовые переходы в аморфных полупроводниках при помощи оптического
нагрева и контроля степени кристалличности и температуры за счет ком-
бинационного рассеяния света. Такой подход особо полезен для генерации
второй гармоники [10] и широкополосной фотолюминесценции [34].

В заключение, в этой главе было показано, что комбинационное рас-
сеяние света может быть эффективным как для термометрии, так и для ис-
следования степени кристалличности одиночной наночастицы. В качестве
подтверждения концепции было показано, что метаповерхность, состоящая
из отдельных кремниевых наностолбиков, может быть модифицирована пу-
тем эффективного оптического нагрева. Из-за температурной локализации
в вершине наностолбика, которая доказана теоретически, плавление может
происходить с большой пространственной точностью без модификации бли-
жайших соседей.

В четвертой главе рассказывается о способности комбинационного
рассеяния света представлять структуру распределения ближнего электро-
магнитного поля оптических состояний полупроводниковых наноструктур.

Под структурой распределения ближнего электромагнитного поля
будет подразумеваться обнаружение общих особенностей оптических мод
наноструктуры без каких-либо количественных оценок. Как уже было пока-
зано ранее, резонансные диэлектрические и полупроводниковые нанострук-
туры являются мощным инструментом для локализации ближнего поля
снаружи и внутри нанорезонаторов, а также для усиления излучения из
них. Недавно были предложены различные конструкции светоизлучающих
наноантенн и метаповерхностей с перестраиваемыми диаграммами направ-
ленности в дальней зоне. Здесь демонстрируется переключение распределе-
ния ближнего поля в кремниевом олигомере путем изменения поляризации
падающего света, которое детектируется за счет двумерного картирования
распределения интенсивности комбинационного рассеяния света полупро-
водниковой наноструктуры. Кремниевые нанодиски в предлагаемых струк-
турах поддерживают дипольные моды типа Ми, связанные по-разному в
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зависимости от поляризации падающего излучения. Поскольку падающая
поляризация позволяет контролировать связь между различными парами
нанодисков, пространственное распределение комбинационного рассеяния
света сильно зависит от фактора усиления локального поля. Предполага-
ется, что такой подход откроет путь к упрощению как возбуждения, так и
детектированию различных оптических состояний.

В настоящей работе предлагается метод оптического зондирования
«горячих точек» распределения ближнего электромагнитного поля оптиче-
ских состояний их дальней зоны, основанный на спектроскопии комбинаци-
онного рассеяния света. Ранее было показано, что комбинационное рассе-
яние света может быть использовано для обнаружения оптических состоя-
ний, как неизлучающих [35,36], так и "светлых"(излучающих) мод разного
порядка [17, 21]. Здесь показано теоретически и экспериментально, что ки-
ральные фотонные структуры [37,38], способные поддерживать топологиче-
ские краевые состояния [39], могут быть исследованы с помощью линейного
неупругого рассеяния на оптических фононах - комбинационного рассеяния
света. Предполагается, что данный подход может быть в дальнейшем рас-
ширен на другие топологические тривиальные и нетривиальные структуры
с использованием метода картирования комбинационного рассеяния света,
который позволяет одновременно оптически нагревать и измерять темпера-
туру в реальном времени по спектральному сдвигу стоксовой компоненты
комбинационного рассеяния света [22], таким образом, может иметь место
термически нелинейное переключение оптического состояния [40].

Экспериментальное исследование предсказанной поляризационно-
зависимой локализации интенсивности комбинационного рассеяния на зиг-
загообразной олигомерной цепи из 3 дисков показано на Рис. 5. Результаты
расчета в поляризациях x и y такие же, как и в эксперименте на Рис. 5. Цве-
товая шкала подобрана так, чтобы оптическое переключение было нагляд-
нее. Локализация рамановского отклика смещена либо в ту, либо в другую
сторону, аналогично расчету и измеренному экспериментальному распреде-
лению ближнего поля с помощью сканирующей ближнепольной оптической
микроскопии (СБОМ). Таким образом, впервые показано зондирование из
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a) b)

c) d)

Рисунок 5 — Вызванное поляризацией переключение «горячих точек»

распределения ближнего поля, исследованного с помощью картирования

комбинационным рассеянием. (a, b) Экспериментальное и (c, d) теоретическое

распределение комбинационного рассеяния света от олигомера для горизонтальной (a,

c) и вертикальной (b, d) поляризаций вдоль поверхности образца. Пунктирная линия

соответствует положению олигомера, состоящего из отдельных нанодисков.

дальней зоны распределения ближнего электромагнитного поля оптических
состояний посредством комбинационного рассеяния света.

В заключение, в главе было показано, что комбинационное рассея-
ние света может служить инструментом зондирования оптических состоя-
ний резонансных наноструктур. Предлагаемый метод может предоставить
информацию о плотности мощности света, поглощенной наноструктурой, а
также дать качественную информацию о пространственном распределении
ближнего электромагнитного поля в наноструктуре.

Пятая глава посвящается демонстрации впервые достигнутого на
одиночном субмикронном наноцилиндре перехода от спонтанного комбина-
ционного рассеяния света к режиму вынужденного излучения. Резонанс-
ные диэлектрические структуры появились недавно как новая платформа
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для субволновой неплазмонной фотоники. Было высказано предположение
и продемонстрировано, что магнитный и электрический резонансы Ми мо-
гут существенно усилить многие эффекты на наномасштабе, включая спон-
танное комбинационное рассеяние света. Здесь демонстрируется вынужден-
ное комбинационное рассеяние света (ВКР) для изолированных наночастиц
кристаллического кремния (c-Si) и экспериментально наблюдается переход
от спонтанного к вынужденному рассеянию, проявляющийся в нелинейном
росте интенсивности сигнала выше определенного порога накачки. В резо-
нансе Ми свет ограничивается малым объемом резонансной моды с усилен-
ными электромагнитными полями внутри наночастицы c-Si из-за ее высоко-
го показателя преломления, что приводит к общему сильному сигналу ВКР
при низких интенсивностях накачки. Данное открытие позволяеь сделать
шаг к разработке эффективных рамановских нанолазеров для многофунк-
циональных фотонных метаустройств.

Рисунок 6 — Экспериментальное вынужденное комбинационное рассеяние

света на наночастицах c-Si. (a) Схематическое изображение наночастицы кремния,

возбуждаемой лазерным светом. (b) Экспериментальные интенсивности

комбинационного рассеяния света при различных накачках для резонансной

наночастицы 475 нм (красные кружки) и нерезонансной наночастицы 445 нм (синие

квадраты). Красная линия соответствует экспоненциальной зависимости. (с)

Экспериментальные спектры комбинационного рассеяния света. Стрелка показывает

более высокое значение интенсивности от спектра к спектру. Взято из [41].

На Рис. 6(b) показаны типичные экспериментальные зависимости
сигнала комбинационного рассеяния от интенсивности накачки. При низких
интенсивностях доминирует спонтанное комбинационное рассеяние света,
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которое характеризуется линейной зависимостью от падающей мощности,
как было продемонстрировано ранее с наночастицами c-Si [17, 21]. Однако
при более высоких интенсивностях (более 0,3 МВт/см2) наблюдается нели-
нейный рост сигнала комбинационного рассеяния света для наноцилиндра
диаметром 475 нм, который не наблюдается для других наноцилиндров диа-
метром 250÷800 нм, см. пунктирную синюю линию на Рис. 6 (b). Это резкое
отличие характеризует режим переход к режиму ВКР.

В заключение, в этой главе сообщается о первом наблюдении вы-
нужденного комбинационного рассеяния света на субволновой наночастице
кристаллического кремния, достигнутого за счет возбуждения резонансов
типа Ми. Выявлена важность критической оптимизации добротностей воз-
буждаемых оптических мод в наночастице и теплопроводности подложки
для достижения сильного оптического отклика и предотвращения перегре-
ва при более высоких интенсивностях накачки. Представленные результаты
будут полезны для перспективных приложений резонансной диэлектриче-
ской нанофотоники для наноразмерной термометрии и биосенсинга, а также
предполагается дальнейшее исследование вынужденного комбинационного
рассеяния света в различных нанофотонных структурах [7,11,42].

Диссертация посвящена созданию и исследованию альтернативного к
плазмонному подходу для эффективного оптического нагрева, термометрии
и усиления комбинационного рассеяния света на основе диэлектрических
и полупроводниковых резонансных наноструктур. Диссертация охватывает
анализ различных форм и геометрий наноструктур. Был рассмотрен ряд
устойчивых к оптическому нагреву и термометрии материалов, различные
материалы для подложек и различные окружающие среды. Демонстрирует-
ся усиление интенсивности сигнала комбинационного рассеяния света от на-
ноструктур за счет оптических резонансов, либо за счет перехода к режиму
вынужденного излучения. Также исследуется возможность зондирования
оптических состояний и распределения ближнего электромагнитного поля
собственных мод наноструктур за счет комбинационного рассеяния света.

Выводы по основным результатам диссертации:
1. Показано, что сферические наночастицы из кристаллического крем-
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ния диаметром от 100 до 400 нм, обладающие Ми-резонансами в ви-
димой области спектра, способны поддерживать эффективный опти-
ческий нагрев на длине волны непрерывного HeNe лазера 632.8 нм.

2. Показано, что использование Ми-резонансных полупроводниковых на-
ночастиц 𝛼-Fe2O3, поддерживающих оптический нагрев и нанотермо-
метрию посредством комбинационного рассеяния света, в задаче ад-
ресной доставки лекарственных средств, способствует значительному
понижению пороговой интенсивности накачки для фотоиндуцирован-
ного разрушения полимерного носителя лекарственного препарата и
последующего вызволения противоопухолевого средства внутрь клет-
ки карциномы. Наночастицы 𝛼-Fe2O3 использовались в качестве ми-
шени для лазерного возбуждения в ближнем ИК-диапазоне для эф-
фективного преобразования света в тепло в стенках полимерных но-
сителей лекарств и в качестве прямого оптического датчика темпе-
ратуры за счет термочувствительного Рамановского рассеяния. В ка-
честве доказательства применения данной концепции была продемон-
стрирована in vitro успешная доставка и оптически-индуцированный
разрыв полимерного носителя посредством лазерного нагрева нано-
частиц 𝛼-Fe2O3 с последующим высвобождением противоопухолевого
лекарственного средства винкристина. Предложенная система работа-
ла при умеренном значении лазерной интенсивности 4.0×104 Вт·см−2.

3. Показано, что одиночные нанодиски из аморфного гидрогенизирован-
ного кремния с диаметрами от 300 до 450 нм, выращенные литографи-
ческими методами на стеклянной подложке, могут претерпевать фо-
тоиндуцированные фазовые переходу в поликристаллическую фазу за
счет эффективного оптического нагрева. В то же время, такой фазо-
вый переход детектируется посредством комбинационного рассеяния
света, а форма наночастицы при контролируемом нагреве и фазовом
переходе не изменяется, что подтверждено СЭМ изображениями до и
после отжига.

4. Показано, что двумерное картирование распределения интенсивности
комбинационного рассеяния света от асимметричного олигомера, со-
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стоящего из трех одинаковых кремниевых нанодисков, позволяет по-
лучать структуру распределения «горячих точек» ближнего электро-
магнитного поля оптических мод таких наноструктур. А изменение
линейной поляризации накачки на 90 градусов, приводит к оптическо-
му переключению распределения ближнего поля моды, которое также
детектируется в дальнем зоне посредством комбинационного рассея-
ния света.

5. Показано, что одиночный кремниевый наноцилиндр высотой 600 нм и
диаметров 475 нм, расположенный на сапфировой подложке, поддер-
живает переход от режима спонтанного комбинационного рассеяния
света к режиму вынужденного излучения при непрерывной накачке
HeNe лазером на длине волны 632.8 нм и интенсивностью накачки
𝐼0 = 0.4 МВт/см2 за счет оптимизированных добротностей собствен-
ных мод, возбуждаемых на длине волны накачки и излучения стоксо-
вой компоненты, а также за счет увеличенного теплоотвода в подлож-
ку за счет выбора материала с высокой теплопроводностью.

Основные публикации по теме диссертации:

[A1] Zograf G. P., Petrov M. I., Zuev D. A., Dmitriev P. A., Milichko V. A.,
Makarov S. V., Belov P. A. Resonant nonplasmonic nanoparticles for efficient
temperature-feedback optical heating //Nano Letters. – 2017. – Т. 17. – №. 5.
– С. 2945-2952.
[A2] Zograf G. P., Timin A. S., Muslimov A. R., Shishkin I. I., Nominé
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Synopsis

THESIS OVERVIEW

Background and motivation. The possibility for remote and non-invasive

study of inherent properties of the objects and structures at micro- and

nanoscale has been of great interest for researchers in the last half-century.

The idea of creating sensors that would give precise and comprehensive in-

formation on the objects they were attached to was a guiding star for many

years.

One of the possible solutions was proposed in 1973 by Martin Fleis-

chmann, Patrick J. Hendra, and A. James McQuillan, when the authors ob-

served a sufficient increase of the Raman scattering signal by placing pyridine

on a roughened silver substrate - this effect was later named SERS (surface-

enhanced Raman scattering) [1]. Initially, Raman scattering is a very weak

optical effect occurring in semiconductors or molecules due to inelastic scat-

tering either on lattice vibrations or chemical bonds vibrations, providing a

footprint spectrum for any given molecule or composition, but it could be

increased by a several orders of magnitude due to electromagnetic near-field

enhancement [2, 3] allowing for detection of traces of single molecules. Thus,

the plasmonic nanoparticles for SERS sensing attracted great interest [4]. The

goal of sensing applications lied not only in finding presence of any substance,

but also in detecting thermal data. The temperature measurement at the

nanoscale and the ability of local manipulation of the temperature with a si-

multaneous possibility of distinguishing the compositions by means of Raman

scattering was a fruitful topic for the research [5].

Recently, it was demonstrated that single plasmonic nanoparticles can

support nanothermometry, efficient optical heating, and serve as a SERS sen-

sor at once [6]. However, the Prof. Michel Orrit group faced a major drawback

due to the very long acquisition time of the signal, several minutes, therefore

limiting plasmonic nanorod applicability. Another limiting factor for plas-

monic nanostructures as a thermal sensor is the lack of inherent Raman signal,
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which requires additional fabrication or manipulations for acquiring the data.

On the other hand, in recent years dielectric nanophotonics gained

high interest due to the ability of concentrating light inside nanoscale res-

onators by means of Mie resonances or other high-quality factor states, in

contrast with plasmonic nanoantennas, allowing creation of subwavelength

nanolasers [7, 8], empowered nonlinear light generation [9–11], enhanced pho-

toluminescence [12, 13], near-field hot-spots [14, 15], and many other applica-

tions [16]. Due to the excitation of different optical resonant modes inside

semiconductor nanostructures upon laser irradiation, considerable field en-

hancement can be observed. Moreover, these structures turn out to be highly

efficient for optical heating and thermometry at moderate intensities. Based

on the inherent Raman scattering of semiconductor and dielectric nanostruc-

tures, whose intensity can be drastically improved by matching resonant con-

ditions [17, 18], one can achieve efficient optical heating, nanothermometry,

and near-field enhancement, allowing the detection of molecular events at the

nanoscale.

The thesis is devoted to the creation and the study the sensing plat-

form alternative to plasmonics for efficient optical heating, thermometry and

enhancement of the Raman scattering based on all-dielectric and semiconduc-

tor resonant nanostructures. The thesis covers the analysis of different shapes

and geometries of nanostructures, a number of materials robust to optical

heating and thermometry, different substrate materials and various surround-

ing media, the enhancement of the Raman scattering from the nanoparticles

improved either by resonant conditions or by means of stimulated emission,

the optical states probing and near-field distributions study.

The main goals of this work are

• Development of the approach for simultaneous optical heating and ther-

mometry based on resonantly enhanced Raman scattering from dielectric

and semiconductor nanostructures.

• Demonstration of the optically induced amorphous to polycrystalline

phase transition in semiconductor nanostructures with the possibility

for in situ phase state detection via Raman scattering.
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• Probing the optical states of the semiconductor nanostructures by means

of resonantly enhanced Raman scattering from the far-field region.

• Demonstration and realization of the transition from spontaneous to

stimulated Raman scattering regimes from isolated single nanoparticle

empowered by Mie resonances.

The scientific statements presented for the defence:

• Resonant optical excitation of Mie modes in a semiconductor nanopar-

ticle with balanced radiation and non-radiation losses provides the most

effective optical heating in comparison with other loss ratios for the given

optical mode.

• Optical heating by a continuous wave laser source of a semiconductor

Mie resonant nanostructure induces a phase transition from an amor-

phous to a polycrystalline state and enables in situ tracing of such a

transition by means of Raman scattering.

• Two-dimensional Raman scattering intensity mapping of a resonant

semiconductor nanostructure allows the probing of the excited optical

modes in it from the electromagnetic far-field region and provides the

near field ”hot-spots” spatial distribution pattern of the eigenmode at

the pump wavelength.

• The transition from spontaneous Raman scattering to stimulated scat-

tering regime occurs upon excitation of high-Q optical resonant modes,

both at the pump wavelength and at the Stokes Raman scattering wave-

length, with optimized mode coupling efficiencies and their spatial over-

lapping at the pump the radiation wavelengths in a single crystalline

silicon nanocylinder with optimized heat sink to the substrate.

Key novelty of this work includes but is not limited by the following points:

1. The first experimental demonstration of simultaneous continuous wave

HeNe (632.8 nm) laser-induced optical heating and nanoscale thermom-

etry by resonant Raman-active semiconductor nanostructures.
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2. The first demonstration of the Mie resonant semiconductor nanoparticle

optical heating and nanothermometry via Raman scattering for drug

delivery applications. The 𝛼-Fe2O3 nanoparticles were used as the target

for near-IR laser excitation for efficient conversion of light to heat in the

walls of polymer drug agents and as the direct optical temperature probe

via thermally-sensitive Raman scattering. As the proof of concept, the

successful in vitro delivery and remote optically-induced thermal rupture

of the polymer carrier was shown by means of laser heating of the target

𝛼-Fe2O3 nanoparticles with subsequent release of the antitumour drug

agent vincristine. The proposed system worked at the moderate laser

intensity value as low as 4.0×104 W cm−2.

3. The first demonstration of in situ local controllable optically-induced

phase transition from amorphous to polycrystalline state of silicon nan-

odisks on a glass substrate with temperature and phase optical feedback

via Raman scattering.

4. The first demonstration of the qualitative probing of electromagnetic

near-field hot spots distribution of optical modes in resonant semicon-

ductor nanostructures by means of two-dimensional Raman scattering

intensity spatial and spectral mapping.

5. The first experimental observation of the transition from spontaneous

to stimulated Raman scattering regime from isolated single crystalline

silicon nanocylinder.

Scientific and practical importance of the work lies in the fact is that the

author proposed a novel approach for optical heating and thermometry with

nanoscale spatial resolution by means of single Raman-active resonant semi-

conductor nanoparticle. The proposed platform on ‘all-in-one’ nanoparticle

that serves both as a temperature probe and a nanoheater does not require

any additional functionalizations or fabrication steps, it uses single excitation

source both for enhanced optical heating and Raman scattering, it is robust

and supports repeated cycles of usage. Such approach demonstrated its ap-

plicability in advanced bio-medical application, for drug delivery systems for

cancer treatment with remote all-optical thermal release trigger.
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Such a thermometry approach based on the spectral shift of the Raman

scattering signal of nanostrucutres upon intense laser irradiation with subse-

quent optical heating found a very promising application for in situ crystalline-

state modification of the nanostructures. The Raman scattering serves both

as a thermal probe and a crystallinity state probe, thus, the sufficient optical

heating of an amorphous silicon nanodisk on a glass substrate can result in

phase transition from amorphous to polycrystalline state. The fabrication of

crystalline nanostructures on glass SiO2 remains quite challenging, therefore,

the approach of steady precise optical heating of amorphous silicon nanodisks

on a glass substrate with in situ probe of the temperature and the crystal

state can solve the fabricational difficulty for some cases and applications.

As it was mentioned above, the Raman scattering is an efficient prob-

ing approach for temperature measurements and crystal-state evaluation, but

the intensity of the Raman scattering can also serve as a probe for the electro-

magnetic power density stored in the nanostructures. The spatial mapping of

the Raman scattering intensity of a zig-zag oligomer consisting of three nan-

odisks of the same size show the switching of the ‘hot-spot’ distribution upon

changing the polarization of the incident excitation. The essential benefit of

this approach is that it does not require any tip-assisted techniques, uses only

a single laser for the excitation of Raman scattering and detects the signal in

the far-field domain. Such fast and proper quality information on the elec-

tromagnetic ‘hot-spots’ distribution along the nanostructure surface might be

useful for rapid analysis of the nanostructure’s optical states or can serve as

a platform for selective excitation of the biological or polymers in the gaps of

the zig-zag oligomer.

Finally, the Raman scattering is a rather weak process, but it can

be significantly improved by matching resonant conditions. Moreover, the

Raman scattering intensity can be additionally increased by the transition

from spontaneous to stimulated Raman scattering regime. Such transition

observed in sub-micron (in all three dimensions), subwavelength nanodisk can

pave the way for highly effective Raman-based nanosensors.
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Reliability and validity of the obtained results is ensured by modern re-

search methods and on the reproducibility of the measurement results, and

is also confirmed by the good agreement between the experimental data, the

numerical modeling and analytical results.

Implementation of the obtained results. The author of the thesis owns

the patent of the Russian Federation registry №.177658 for the utility model

“nonlinear dielectric nanoantenna”, registered on 05.03.2018, the concept of

which is based on the principles and results obtained within the framework of

the thesis. Moreover, the concept of the semiconductor–based optical heating

and thermometry demonstrated its applicability for real drug delivery systems.

Approbation. The main results of the work were presented and dis-

cussed at Russian and International conferences, such as: Ioffe Institute

Winter School on semiconductor physics 2016, Zelenogorsk, Russia (poster);

International School and Conference ‘Saint-Petersburg Open 2016, 2017,

2019’, Saint-Petersburg, Russia (poster); International conference ‘Days on

Diffraction’ 2016 (poster), 2017 (oral), 2018 (oral), Saint-Petersburg, Russia;

METANANO International Conference 2016, Anapa, Russia (poster); Rus-

sian congress “Science of the future – science of the young” 2016, Kazan, Rus-

sia (poster); METANANO International conference 2017, Vladivostok, Rus-

sia (oral); International conference NANOP 2017, Barcelona, Spain (oral);

METANANO International Conference 2018, Sochi, Russia (oral); Interna-

tional summer school ’Nicolas Cabrera’ on ‘advanced light manipulation at

nanoscale’ 2018, Miraflores de la Sierra, Madrid, Spain (poster); International

conference ICMAT 2019, Singapore (poster); METANANO International con-

ference 2019, Saint-Petersburg, Russia (oral); METANANO International con-

ference 2020 (online, oral); OSA Advanced Photonics Congress 2020 (online,

oral); as well as at the scientific seminars at ITMO University, North Ossetian

State University, Zhejiang University, Queensland University of Technology.

Publications. The main results of the thesis are described in 10 scientific pa-



42

pers included in the list of the Higher Attestation Commission of the Russian

Federation, including 7 articles in scientific journals indexed by the scientific

databases Scopus and Web of Science, and 3 peer-reviewed conference pro-

ceedings indexed by the scientific databases Scopus and Web of Science.

Author contribution. The contribution of the author consists of measure-

ments and processing of experimental results (dark-field scattering spectra,

Raman scattering spectra), an essential part of the numerical simulation of

optical properties of the investigated nanostructures, the implementation of

a numerical model of the optical heating of a semiconductor nanostructure,

participation in the formulation of research objectives, and the writing of sci-

entific papers.

The structure and scope of the thesis. The thesis consists of an intro-

duction, five chapters, conclusion, and a list of references. The total volume of

the thesis is 112 pages, including bibliography with 158 references. The work

contains 36 figures and 1 table, placed inside the chapters.

MAIN CONTENTS OF THE WORK

First chapter presents a brief overview of the proposed and used in

the research experimental and theoretical approaches; describes the necessity

of every particular method and describes their applicability for different cases;

proves the relevance of the method for the conducted research.

Second chapter of the thesis discusses the optimal conditions for the

optical heating of the resonant spherical semiconductor nanoparticles.

The optimization of Mie resonances with material parameters can result

in highly laser heating of all-dielectric nanoparticles.

The basic principle of light heating and absorption for a single spheri-

cal nanoparticle in homogeneous surrounding environment was developed and

tested before [19,20].

All-dielectric nanoparticles can support strong resonant responses in

the visible range, therefore, their light absorption can vary dramatically. In
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this regard, the analytical solution for the continuous-wave laser heating of

a single spherical NP can take into account the resonant nature of the NP.

As a result, the exact solution for the temperature increase of the spherical

NP with diameter 𝐷 in a steady-state heat diffusion equation, infinite exter-

nal boundary conditions and a pre-defined plane-wave source with incident

intensity (𝐼), the NP absorption cross-section (𝐶𝑎𝑏𝑠) defined by Mie theory,

the known thermal conductivity of the surrounding medium 𝜅2, in case the

thermal conductivity of the NP is much greater than that of the environment,

can be found as follows:

𝛿𝑇𝑁𝑃 =
𝐼𝐶𝑎𝑏𝑠

2𝜋𝜅2𝐷
. (5)

Figure 1 — Optical heating of spherical NPs. (a) Schematic of the optical heating and

thermometry concept. Calculation results for theoretical optical heating in homogeneous

aerial environment for single spherical NPs with fixed wavelength/diameter ratios 𝜆/𝐷 as a

function of various real and imaginary parts of the permittivity: (b) 𝜆/𝐷 = 10; (c)

𝜆/𝐷 = 2.8. The green arrowed lines in b) and c) correspond to values of Re(𝜀) and Im(𝜀)

for specific real material dispersions. The direction of the arrows corresponds to increase of

the wavelength. The numbers indicate the wavelength region in microns. Adopted from [21].

The results of the optical heating calculations can be found in the

colormaps depicted in Fig. 1(b,c). The optical heating temperature for spher-

ical nanoparticle in aerial media of different real (from -10 to 30) and imag-

inary (from 0 to 5) parts of permittivity in case of small nanospheres (wave-

length/diameter ration = 10) are shown in Fig. 1(b), and the same calcula-

tions, but for the larger NPs, where the wavelength-to-diameter ratio is 2.8, are

shown in Fig. 1(c). While the size of the NP is still too small to support Mie

resonances, only nanospheres with negative real part of permittivity (metals)
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support optical heating, which one can clearly see from Fig. 1(b). However,

upon increasing the diameter of the NPs until wavelength-to-diameter ratios

reaches 𝜆/𝐷 = 2.8 (Fig. 1(c)), the hot sopts appear in the region of positive

real part of the permittivity, which correspond to the dielectric and semicon-

ductor materials. This happens due to excitation of different Mie modes in the

nanosphere. What is more fascinating about this results is that the increase

of the imaginary part of the permittivity does not necessarily lead to the total

increase of the optical heating temperature.

For deeper understanding of the underlying physics and the explanation

of the origin for efficient optical heating of materials that are considered to be

lossless, i.e. all-dielectrics and semiconductors, upon resonant laser excitation

of Mie modes, one should start the consideration from the classical general

expression for the absorbed electromagnetic power P:

𝑃 =
1

2
Re

∫︁
𝑉
J*(r)E(r)𝑑𝑉 (6)

where J(r) stands for the current density, E(r) is the electric field inside the

object, and the integration is performed over the volume of the considered

nanoobject 𝑉 . The expression in Eq. 6 gives understanding that the higher

electromagnetic field inside the nanoobject and higher the current density is,

the greater the total absorbed power is. Moreover, one should keep in the

mind that J = 𝜎E and 𝜎 = 𝜀0𝜔Im(𝜀), where 𝜀0 is the vacuum permittivity, 𝜔

is the incident light frequency and 𝜎 is the electric conductivity.

The integration of Eq. 6 over an arbitrary NP volume supporting Mie

modes allows to modify the Eq. 6 in terms of an effective mode volume 𝑉eff

and spatially-averaged field enhancement factor 𝐹=< |𝐸|2 >/|𝐸0|2, which

gives information on the amount of energy that can be stored inside the NP

and where |𝐸0| is the incident electric field magnitude. Therefore, one can

modify Eq. 6 for the total absorbed power as follows:

𝑃 ∼ 𝜎𝐹 2 𝑉eff . (7)

The total absorbed power now has 3 different independent contribution

factors 𝜎, 𝐹 2 and 𝑉eff , which all have significant influence on total optical
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heating temperature 𝛿𝑇𝑁𝑃 . The following subsections will consider all the

factors separately.

The nonradiative losses factor. As it was shown by the expression

in the Eq. (7), the increased Ohmic losses do not necessary raise the total

absorption of light by the NP, the same goes for the total optical heating. If

we consider the increase of the imaginary part of the permittivity, that would

necessary lead to increase of the electric conductivity; however it would also

significantly affect the resonance quality factor Q by reducing it, therefore

lowering the 𝜎𝐹 2 factor. Thereby it should be examined in more details.

The optical resonances can be described by the ’toy model’ of the os-

cillator with friction, with some assumptions. Therefore, near the optical

resonance frequency 𝜔0, the field enhancement factor 𝐹 can be expressed as

𝐹 ∼ 1/
(︀
𝜔2
0 − 𝜔2 − 𝑖𝜔𝛾

)︀
, where 𝛾 stands the total optical losses of the system.

If one looks more closely, the total optical losses have two general contribu-

tions: 𝛾 = 𝛾rad + 𝛾ohmic, radiative and nonradiative (or Ohmic) losses. The

nonradiative part is proportional to Im(𝜀), thus 𝜎𝐹 2 factor at the resonant

frequency 𝜔0 is proportional to ∼ 𝛾Ohmic/(𝛾Ohmic + 𝛾rad)
2, thereby, one can see

that very high Ohmic losses lead the total absorbed power to zero.

The direct and pretty simple assumptions lead to following: at the

certain value of 𝛾rad, the maximum value that the factor (𝜎𝐹 2)max can reach ∼
1/(4𝛾rad). The maximum value is achieved when the 𝛾Ohmic ≈ 𝛾rad. Radiation

losses 𝛾rad can be minimized by taking a resonant nanoparticle whose size

is much smaller than the wavelength 𝜆. This can be obtained in case of

plasmonic NP supporting localized surface plasmon resonance (LSPR) with

a given plasma frequency 𝜔𝑝, where 𝛾rad ≪ 𝛾Ohmic. At the LSPR, the 𝛾rad is

equal to ≈ 𝜔3
0/𝜔

2
𝑝(𝜋𝐷/𝜆)

3. This analysis leads to the fact that 𝛾rad is relatively

small compared to 𝜔0 due to the ratio (𝐷/𝜆)3.

Indeed, these predictions and estimation are proven analytically and

can be seen in Fig. 1(b), where in case of relatively small NPs (𝜆/𝐷 = 10) the

resonance occurs only in the region of negative real part of the permittivity

Re(𝜀), and highest temperature value is achieved at relatively small values of

imaginary part of the permittivity Im(𝜀), where 𝛾Ohmic ≈ 𝛾rad.



46

The opposite scenario appears for bigger NPs, which can be seen in

the Fig. 1(c). The presence of the hot spots for optical heating in positive

range of real part of the permittivity means that semiconductor NPs can be

optically heated very efficiently. For example, radiation losses 𝛾rad for dipole

modes is rather high, and highest temperature is achieved at bigger Ohmic

losses. On the other hand, if one considers higher-order resonances, e.g. MQ,

one should expect smaller 𝛾rad, and, therefore, the optimal laser heating would

appear lower values of 𝛾Ohmic. The latter one can bee seen for higher Re(𝜀) in

Figs. 1(b,c).

Effective mode volume factor. Another factor that contributes greatly

to the total absorption of light by the NP and, therefore, contributes to the

heating, is the effective resonant optical mode volume inside the nanoresonator

𝑉eff . In the general case, the larger the nanoparticle size is - the greater the

optical heating. However, one should note that 𝑉eff can significantly vary such

an assumption. If one considers a plasmonic nanoparticle, where the real part

of the permittivity is negative (Re(𝜀)<0), the skin-layer depth starts to govern

the effective mode volume. Namely, the typical skin depth, i.e. the distance

where the light propagates inside the material with decrease in field magnitude

by 𝑒 times, for plasmonic materials is hardly greater than 𝛿 ≈ 20 nm in the

visible range. Therefore, the 𝑉eff for plasmonic nanoparticle is defined by the

skin depth as follows: 𝑉eff ≈ 𝜋𝐷2𝛿. In contrast to the plasmonic materials

and NPs, the dielectric and semiconductor ones are mostly transparent to the

light in the visible range, therefore the effective mode volume is ususally of

the order of the physical volume of the NP. To be more precise, for Mie type

resonance, the effective mode volumes can be defined as 𝑉eff ≈ 𝜋𝐷3/6.

The straightforward conclusion that comes from the effective mode

analysis is that for dielectric and semiconductor nanoresonators, the increase

of the size of the nanoresonator increases the optical heating temperature.

The same approach for the plasmonic ones is much less effective.

The general conclusion for such an analysis of optical heating of semi-

conductor and all-dielectric nanostructures can be described as follows: the

efficient optical heating in resonant semiconductor and all-dielectric nanopar-



47

ticles can be achieved when the balance of the losses is obeyed, i.e. radiative

and Ohmic losses are equal. Since the inherent Ohmic losses in all-dielectric

materials are low, one should consider bigger particles that support high-order,

high-Q, narrow optical modes that also possess low radiative loss channel. In

contrast, the plasmonic ones are showing the best performance when the sizes

of the NPs are rather small [19].

Optical heating with temperature feedback . The major advantage of

the crystalline semiconductors over the plasmonic materials is the presence

of the Raman scattering, which can be efficiently used as a thermal probe.

Moreover, resonant crystalline NPs supporting Mie modes can dramatically

increase the Raman scattering intensity by two orders of magnitude [17], which

subsequently can provide direct Raman-shift based thermometry. Indeed, the

optical heating of a single nanoresonator can be seen from the Raman scat-

tering spectra as a spectral blue-shift upon higher temperatures, as shown in

Fig. 2(a). Moreover, it was well studied both theoretically and experimentally

by M. Balaknski et al. [22] that due to anharmonic effects in lattice vibrations,

spectral line position of Raman scattering is known to be thermally sensitive.

Indeed, the frequency of optical phonon line responsible for Raman scattering

(Ω) is governed by the temperature as follows:

Ω(𝑇 ) = Ω0 + 𝐴

(︃
1 +

2

𝑒𝑥 − 1

)︃
+𝐵

(︃
1 +

3

𝑒𝑦 − 1
+

3

(𝑒𝑦 − 1)2

)︃
, (8)

where Ω0 = 528 cm−1, A = -2.96 cm−1, B = -0.174 cm−1,

𝑥 = ~Ω0/2𝑘𝑇 , 𝑦 = ~Ω0/3𝑘𝑇 for crystalline silicon [22].

The straightforward correspondence between the Raman scattering

spectral position and the temperature provides great opportunity for Raman

nanothermometry [23].

Fig. 2(a) depicts the spectral shift of the Raman spectra upon increased

incident laser intensity. One can determine from the Eq. 8 that the spectral

blue-shift from ambient conditions to 509 cm−1 corresponds to the optical

heating by Δ𝑇 ≈ 600 K. Moreover, the method based on Raman nanother-

mometry and optical heating allows for precise sub-𝜇𝑚 resolution 2D mapping

of the temperature distribution of the nanoobjects by means of fine positioning
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Figure 2 — Laser heating and Raman thermometry of c-Si NPs. a) Experimental

Raman scattering spectra for a 350 nm diameter spherical c-Si NP on a glass substrate. b)

Experimental (red circles) and numerically calculated (red solid lines) optical heating of

spherical c-Si NPs. Blue lines corresponds to spherical gold NPs optical heating. The

considered wavelength 𝜆 = 633 nm and light intensity 𝐼0 = 2 mW/𝜇m2. Adopted from [21].

with piezo-stage. It is worth noticing, that during the experimental studies,

no irreversible changes of phase, shape or size of the NPs were oberved.

The method described in this section, based on thermally sensitive Ra-

man scattering, allows one to examine the temperature of the NP made of

various semiconductor materials, under arbitrary laser excitation, for various

values of other properties, and, what’s more important, in a very broad tem-

perature range of up to 1000 K, as shown in Fig. 2(b). The optical heating

and Raman nanothermometry are in great agreement with the theoretical

calculations and the results are reproducable. It should be notec, that the

experimental data was well described without taking into account thermo-

optical nonlinear effects in the nanoresonator materials, which actually might

sufficiently change the refractive index, thermal conductivity of the heated

materials and, therefore, the optical resonances and optical heating perfor-

mance [24].

It was shown theoretically and proven experimentally that the optical

heating of the c-Si NPs is very sensitive to the resonant conditions, therefore

the optical heating is strongly dependent on the diameter of the nanospheres,

as one can see from Fig. 2(b). The general concept is that the more precise

one can tune the NPs size to the resonant condition, the stronger Raman shift
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will be observed in the experiment, therefore, the stronger optical heating

is achieved. The Fig. 2(b) shows pronounced resonant behavior from which

one can conclude that low-order optical modes (ED) do not support highly

efficient optical heating (roughly 160 nm in diameter), however at 230 nm

diameter, the c-Si nanoparticle possesses MQ optical resonance. The higher-

order modes appearing in larger NPs do not sufficiently improve the optical

heating performance. Thereby, one can conclude that for the case of optical

heating of single crystalline silicon nanosphere by HeNe CW-632.8 nm laser,

the most optimal condition is the MQ mode.

Application of the optical heating for drug delivery systems. As it

was already mentioned before, the tight ’union’ between nanophotonics and

biomedicine resulted in a wide range of unprecedented applications of optical

concepts in real life. In recent decades, nanophotonics and biophotonics were

mostly associated with plasmonic structures and nanoparticles - either due

to their outstanding light-to-heat conversion properties [26] or electromag-

netic field localization [27]. However, in the past few years, more and more

bio-applications of nanophotonics are taking place basing on all-dielectric ma-

terials and optical responses [28–30]. The approach on using all-dielectric

nanophotonics for biomedical applications is mostly based on excitation of sin-

gle optical Mie modes or their combinations and collective resonances. One of

the possible advantages of all-dielectric structures for biomedical applications

is the ability for temperature probing via Raman scattering or PL signal. In

this section we suggest using all-dielectric nanoparticles for optical thermal

trigger for drug release in microcarrier systems for targeted medicine delivery.

The implementation of 𝛼-Fe2O3 resulted in the direct temperature mea-

surement of the drug release from the capsule. The measurement by means

of Raman thermometry showed that the mean value of the capsule rupture

is roughly 170𝑜 (Fig. 3(c)). Worth noticing, that on a scale of 5𝜇𝑚 distance

from the nanoparticle, the temperature decreases by one order of magnitude.

As a proof of concept, the delivery and optical rupture of the polymer

drug carrier and subsequent release of anticancer drug vincristine (VCR) with

lowered near-IR laser of of 4.0×104 W/cm2 intensity, operating in biological
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Figure 3 — Polymer drug carriers with embedded 𝛼-Fe2O3 nanoparticles. (a)

Schematic of the concept for drug delivery systems based on microcapsules with 𝛼-Fe2O3

NPs embedded into the wall for photothermal activation of the drug release process. (b)

Histogram of the quantity of 𝛼-Fe2O3 nanoparticles successfully trapped in the polymer

carrier wall. Inset: Typical SEM images of the fabricated capsules. Scale bar is 2 𝜇𝑚. (c)

Histogram of the observed capsule rupture upon laser radiation. The temperature values

were obtained via Raman thermometry. (d) Bright-field microscopy images of the capsule

before and after laser irradiation. (e) Released VCR concentration as the function of time

with laser irradiation (red) and without (blue). (f) CC viability after the target-delivery

experiments with laser-induced activation of the drug release. Red columns correspond to

CC, pink columns correspond to the stem cells (control). Different columns correspond to

different initial polymer capsules concentration. Adopted from [31].

tissue transparency window, by means of efficient optical heating and nanoth-

ermometry of 𝛼-Fe2O3 NPs, was shown. The biological tests are performed

on two primary cell types: (i) carcinoma cells, as an example of malignant

tumor, and (ii) human stem cells, as a model of healthy cells (Fig. 3(e,f)).

Further, this concept was proven experimentally for carcinoma cells.

The capsule loaded with anti-tumour drug VCR successfully released the drug

agent upon laser irradiation and subsequent thermally-induced rupture of the

capsule (Fig. 3(e,f)). Moreover, the laser intensities were rather moderate, so
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that the control cells (stem cells) were relatively unaffected. The biological

part of the work was done by Dr. Mikhail Zyuzin and Dr. Alexander Timin

and can be found in [31].

In conclusion to the chapter, it was shown that a single Mie resonant

semiconductor nanoparticle can serve as a simple and “all-in-one” (heater-

thermometer) nanoplatform which supports effective ligh-to-heat energy con-

version and broad-range temperature sensing. In particular, such a nanosys-

tem demonstrated its efficiency for biomedical applications requiring pho-

tothermal interaction.

The third chapter describes the implementation of Raman scattering

of light for investigating and stimulating the photothermal phase transition in

single nanocavities.

It was shown that simultaneous laser heating of nanothermometry using

thermosensitive Raman scattering from resonant semiconductor nanoparticles

can be applicable for a number of nanophotonics applications associated with

photothermal processes. In this chapter, crystallization of optically resonant

nanodisks from amorphous silicon caused by local optical heating was studied.

The phase transition and temperature control were performed using Raman

scattering. It was found that the temperature of the onset of the phase transi-

tion from the amorphous to the crystalline state for a single silicon nanodisk is

about 900°C. Further, the polycrystalline nanodisk has already demonstrated

the possibility of multiple reversible optical heating in the temperature range

300÷1000 K.

The process of phase transition from amorphous to crystalline phase

for a silicon nanodisk is shown in Fig. 4(a). To ensure and control the phase

transition in a single nanodisk, first, a Raman spectrum was obtained in the

so-called ”cold” mode, at a pumping intensity of 0.06 MW/cm2, such that the

disk temperature visually did not change. Then this disk was subjected to

more intense irradiation with a helium-neon laser (0.39 MW/cm2), which in-

duced a phase transition. At temperatures of about 600÷800 °C, the nanodisk
began to change from the amorphous to the polycrystalline phase, as can be

seen from the figure. The crystallization temperature values coincide with the
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Figure 4 — Photothermal annealing of a silicon nanodisk. (a) Raman spectra of a

nanodisk before and after laser exposure. (b) Theoretical temperature dependence of the

spectral shift of the phonon line of crystalline silicon (see equation 8). (c) Raman spectra of

a single polycrystalline nanodisk at various pump intensities. (d) Spatial distribution of the

optical heating temperature depending on the position of the source relative to a single

nanodisk. Taken from [32].

known ones [33], and the heating temperature is comparable to those previ-

ously achieved at a similar pump power, but for spherical nanoparticles [21].

Fig. 4(b) shows the direct temperature dependence of the spectral

position of the Raman scattering of crystalline silicon at different temper-

atures. The Raman spectra after annealing resemble polycrystalline silicon

because [33]: first, they exhibit asymmetry with respect to the spectral po-

sition, which is noticeably manifested at higher disk heating temperatures;

second, the characteristic spectral FWHMs of Raman peaks exceed 10 cm−1

even at low intensities, while for single-crystal silicon this value does not ex-

ceed 5 cm−1.

Fig. 4 (d) shows an example of two-dimensional mapping of the distri-
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bution of optical heating of a single nanoobject, depending on the position of

the laser source and the collection area.

This method allows fast and non-invasive local induction of phase tran-

sitions in amorphous materials using optical heating and control of the degree

of crystallinity and temperature by means of Raman scattering. This ap-

proach is especially useful for second-harmonic generation [10] and broadband

photoluminescence [34].

In conclusion to this chapter, it was shown that Raman scattering can

be efficient both for thermometry and crystalline phase probe. As a proof of

concept, it was shown that the silicon metasurface made of individual nanopil-

lars can be modified via efficient optical heating. Due to the temperature

localization in the tip of the nanopillar, which is proven theoretically, the

melting can occur with great spatial precision and without modification of

the closest neighbours.

Chapter four covers the ability of Raman scattering to qualitatively

probe optical states of semiconductor nanostructures from the far-field.

By ’qualitative’ we understand the detection of the general features and

pattern of the near-field distribution of the optical modes of the nanostructure

without any quantitative estimations.

As it was already shown before, resonant all-dielectric and semicon-

ductor nanostructures are a powerful tool for near-field localization outside

and inside the nanoresonators, as well as enhancement of the emission from

them. Recently, various designs of light-emitting nanoantennas and metasur-

faces with controllable intensity and far-field patterns were proposed. Here

we demonstrate switching of near-field distribution in a silicon oligomer by

changing polarization of the incident light generating Raman photons. Silicon

nanodisks in the proposed designs support dipolar Mie resonances, coupled

differently depending on the incident polarization. Since the incident polar-

ization allows for control of the coupling between different pairs of nanodisks,

the spatial distribution of Raman scattering is strongly dependent on the local

field enhancement factor. We believe that such approach will pave the way

for simplification both of excitation and detection of optical states.
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Here we propose a method for optical far-field probing of optical states

near-field hot spots based on Raman spectrometry. It was previously shown

that Raman scattering can be used for detecting optical states, either non-

radiating [35, 36] or bright modes (radiating) of the different order [17, 21].

We show theoretically and prove experimentally that chiral [37, 38] photonic

designs that support topological edge states [39] can be probed via linear

inelastic scattering on optical phonons - Raman scattering. We believe that

the revealed approach can be further extended on other topologically trivial

and non-trivial designs, and would benefit from the Raman technique that

allow one to simultaneously optically heat and measure the temperature in

real-time by the spectral shift of the Stokes signal [22]; thus, the thermally

non-linear photonic state switching [40] might take place.

a) b)

c) d)

Figure 5 — Polarization-induced hot-spot switching of the near-field distribution

probed by Raman scattering mapping. (a,b) Experimental and (c,d) theoretical

distribution of Raman scattering from an oligomer for (a,c) horizontal and (b,d) vertical

polarizations along the surface of the sample. Dashed line correspond to the location of

oligomer consisting of separate nanodisks.

The experimental study of the predicted polarization-dependent local-
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ization of Raman intensity on a zigzag oligomer chain of 3 disks is shown in

Fig. 5. The calculation results in the polarizations x and y are the same as

in the experiment in Fig. 5. The color map is selected so that the optical

switching is the easier to notice. The Raman patterns are in full agreement

with the predicted ones. The localization of the Raman response is shifted

either to one or another edge, similar to the calculation and the measured

experimental near-field distribution by means of scanning near-field optical

microscopy (SNOM). Thus, we believe that for the first time we showed the

probing from the far field of the optical states through the Raman scattering.

In conclusion to the chapter, it was shown that Raman scattering can

serve as an optical states probing tool for resonant nanostructures. The pro-

posed method can provide information regarding the light power absorbed by

the nanoresonator, as well as give the qualitative information of the electro-

magnetic spatial distribution within the nanostructure.

Chapter five is devoted to the first demonstration of the transi-

tion from spontaneous Raman scattering to the stimulated emission regime

achieved on a single submicron nanocylinder.

Resonant dielectric structures have emerged recently as a new platform

for subwavelength non-plasmonic photonics. It was suggested and demon-

strated that magnetic and electric Mie resonances can substantially enhance

many effects at the nanoscale, including spontaneous Raman scattering. Here

we demonstrate stimulated Raman scattering (SRS) for isolated crystalline sil-

icon (c-Si) nanoparticles and observe experimentally a transition from sponta-

neous to stimulated scattering manifested in a nonlinear growth of the signal

intensity above a certain pump threshold. At the Mie resonance, the light

gets confined within a small volume of the resonant mode with electromag-

netic fields enhanced inside the c-Si nanoparticle due to its high refractive

index, which leads to an overall strong SRS signal at low pump intensities.

Our finding paves the way to the development of efficient Raman nanolasers

for multifunctional photonic metadevices.

Figure 6(b) shows typical experimental dependencies of Raman scat-

tering signal on pump intensity. At low intensities, spontaneous Raman scat-
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Figure 6 — Experimental stimulated Raman scattering from c-Si nanoparticles.

(a) Schematic view of a Si nanoparticle excited with a laser light. (b) Experimental Raman

scattering intensities at different pumps for the resonant 475-nm nanoparticle (red circles)

and nonresonant 445-nm nanoparticle (blue dashed line). The red line corresponds to an

exponential fitting.(c) Experimental Raman scattering spectra. The arrow demonstrates the

higher intensity value from spectrum to spectrum. Adopted from [41].

tering dominates, being characterized by a linear dependence on the incident

power, as was demonstrated earlier with c-Si nanoparticles [17,21]. However,

at higher intensities (higher than 0.3 MW/cm2), we observe a nonlinear growth

of the Raman scattering signal for the nanodisk with diameter 475 nm, which

is not observed for other nanodisks with diameters 250÷800 nm, see a dashed

blue line in Fig. 6(b). This sharp difference characterizes the SRS regime.

In conclusion to this chapter, the first observation was reported of the

stimulated Raman scattering from subwavelength crystalline silicon nanopar-

ticles enhanced by Mie-type resonances. The importance of critical optimiza-

tion of the 𝑄 factors of nanoparticles, and thermal conductivity of a substrate

to achieve a strong optical response and avoid overheating at higher intensi-

ties was revealed. It is believed that the provided finding will be useful for

advanced applications of resonant dielectric nanophotonics for nanoscale ther-

mometry and biosensing, and we envision further studies of the stimulated

Raman scattering in various nanophotonic designs [7, 11, 42].

The thesis is devoted to the creation and the study of the alternative

to the plasmonics sensing platform for efficient optical heating, thermometry

and enhancement of the Raman scattering based on all-dielectric and semi-
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conductor resonant nanostructures. The thesis covers the analysis of different

shapes and geometries of the nanostructures, a number of materials robust

to optical heating and thermometry, different substrate materials and various

surrounding media were considered, the enhancement of the Raman scattering

from the nanoparticles improved either by resonant conditions or by means of

stimulated emission, and the optical states probing and near-field distributions

study.

Summary of the main results:

1. It has been shown that spherical crystalline silicon nanoparticles with

diameters from 100 to 400 nm, possessing Mie resonances in the visible

range, are able to support effective optical heating and thermometry via

Raman scattering at a wavelength of a CW HeNe laser of 632.8 nm.

2. It has been shown that the use of Mie resonant semiconductor 𝛼-

Fe2O3 nanoparticles supporting optical heating and nanothermometry

by means of Raman scattering in the targeted drug delivery systems

contributes to a significant decrease in the threshold of pump inten-

sity for photoinduced rupture of polymer carrier of the drug and subse-

quent release of the anticancer agent into carcinoma cells. The 𝛼-Fe2O3

nanoparticles were used as the target for near-IR laser excitation for

efficient conversion of light to heat in the walls of polymer drug agents

and as the direct optical temperature probe via thermally sensitive Ra-

man scattering. As the proof of concept, the successful in vitro delivery

and remote optically induced thermal rupture of the polymer carrier by

means of laser heating of the target 𝛼-Fe2O3 nanoparticles with subse-

quent release of the antitumour drug agent vincristine was shown. The

proposed system worked at the moderate laser intensity value as low as

4.0×104 W cm−2.

3. It was shown that single amorphous hydrogenated silicon nanodisks with

diameters from 300 to 450 nm, fabricated by lithographic methods on

a glass substrate, can undergo a photoinduced phase transition to the

polycrystalline phase due to efficient optical heating. At the same time,

such a phase transition can be controlled and detected by means of
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Raman scattering, and the shape of the nanoparticle does not change

under controlled heating and phase transition, which is confirmed by

SEM images before and after annealing.

4. It was shown that two-dimensional mapping of the intensity distribution

of Raman scattering from an asymmetric oligomer, consisting of three

identical silicon nanodisks, makes it possible to obtain the structure of

the distribution of electromagnetic near-fiel hot spots of optical modes

in such nanostructures. A change in the linear polarization of the pump

by 90 degrees leads to optical switching of the near field distribution of

the mode, which is also detected from the far-field by means of Raman

scattering.

5. It was shown that a single silicon nanocylinder 600 nm in height and 475

nm in diameter placed on a sapphire substrate supports the transition

from spontaneous Raman scattering mode to stimulated emission regime

under continuous pumping of a HeNe laser at a wavelength of 632.8

nm and a pump intensity 𝐼0 = 0.4 MW/cm2 due to the optimized Q-

factors of the eigenmodes excited at the pump and emission of the Stokes

Raman scattering wavelengths, as well as due to increased heat sink to

the substrate with high thermal conductivity.
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INTRODUCTION

Background and motivation. The possibility for remote and non-invasive

study of inherent properties of the objects and structures at micro- and

nanoscale has been of great interest for researchers in the last half-century.

The idea of creating sensors that would give precise and comprehensive in-

formation on the objects they were attached to was a guiding star for many

years.

One of the possible solutions was proposed in 1973 by Martin Fleis-

chmann, Patrick J. Hendra, and A. James McQuillan, when the authors ob-

served a sufficient increase of the Raman scattering signal by placing pyridine

on a roughened silver substrate - this effect was later named SERS (surface-

enhanced Raman scattering) [1]. Initially, Raman scattering is a very weak

optical effect occurring in semiconductors or molecules due to inelastic scat-

tering either on lattice vibrations or chemical bonds vibrations, providing a

footprint spectrum for any given molecule or composition, but it could be

increased by a several orders of magnitude due to electromagnetic near-field

enhancement [2, 3] allowing for detection of traces of single molecules. Thus,

the plasmonic nanoparticles for SERS sensing attracted great interest [4]. The

goal of sensing applications lied not only in finding presence of any substance,

but also in detecting thermal data. The temperature measurement at the

nanoscale and the ability of local manipulation of the temperature with a si-

multaneous possibility of distinguishing the compositions by means of Raman

scattering was a fruitful topic for the research [5].

Recently, it was demonstrated that single plasmonic nanoparticles can

support nanothermometry, efficient optical heating, and serve as a SERS sen-

sor at once [6]. However, the Prof. Michel Orrit group faced a major drawback

due to the very long acquisition time of the signal, several minutes, therefore

limiting plasmonic nanorod applicability. Another limiting factor for plas-

monic nanostructures as a thermal sensor is the lack of inherent Raman signal,

which requires additional fabrication or manipulations for acquiring the data.
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On the other hand, in recent years dielectric nanophotonics gained

high interest due to the ability of concentrating light inside nanoscale res-

onators by means of Mie resonances or other high-quality factor states, in

contrast with plasmonic nanoantennas, allowing creation of subwavelength

nanolasers [7, 8], empowered nonlinear light generation [9–11], enhanced pho-

toluminescence [12, 13], near-field hot-spots [14, 15], and many other applica-

tions [16]. Due to the excitation of different optical resonant modes inside

semiconductor nanostructures upon laser irradiation, considerable field en-

hancement can be observed. Moreover, these structures turn out to be highly

efficient for optical heating and thermometry at moderate intensities. Based

on the inherent Raman scattering of semiconductor and dielectric nanostruc-

tures, whose intensity can be drastically improved by matching resonant con-

ditions [17, 18], one can achieve efficient optical heating, nanothermometry,

and near-field enhancement, allowing the detection of molecular events at the

nanoscale.

The thesis is devoted to the creation and the study the sensing plat-

form alternative to plasmonics for efficient optical heating, thermometry and

enhancement of the Raman scattering based on all-dielectric and semiconduc-

tor resonant nanostructures. The thesis covers the analysis of different shapes

and geometries of nanostructures, a number of materials robust to optical

heating and thermometry, different substrate materials and various surround-

ing media, the enhancement of the Raman scattering from the nanoparticles

improved either by resonant conditions or by means of stimulated emission,

the optical states probing and near-field distributions study.

The main goals of this work are

• Development of the approach for simultaneous optical heating and ther-

mometry based on resonantly enhanced Raman scattering from dielectric

and semiconductor nanostructures.

• Demonstration of the optically induced amorphous to polycrystalline

phase transition in semiconductor nanostructures with the possibility

for in situ phase state detection via Raman scattering.

• Probing the optical states of the semiconductor nanostructures by means

of resonantly enhanced Raman scattering from the far-field region.
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• Demonstration and realization of the transition from spontaneous to

stimulated Raman scattering regimes from isolated single nanoparticle

empowered by Mie resonances.

The scientific statements presented for the defence

• Resonant optical excitation of Mie modes in a semiconductor nanopar-

ticle with balanced radiation and non-radiation losses provides the most

effective optical heating in comparison with other loss ratios for the given

optical mode.

• Optical heating by a continuous wave laser source of a semiconductor

Mie resonant nanostructure induces a phase transition from an amor-

phous to a polycrystalline state and enables in situ tracing of such a

transition by means of Raman scattering.

• Two-dimensional Raman scattering intensity mapping of a resonant

semiconductor nanostructure allows the probing of the excited optical

modes in it from the electromagnetic far-field region and provides the

near field ”hot-spots” spatial distribution pattern of the eigenmode at

the pump wavelength.

• The transition from spontaneous Raman scattering to stimulated scat-

tering regime occurs upon excitation of high-Q optical resonant modes,

both at the pump wavelength and at the Stokes Raman scattering wave-

length, with optimized mode coupling efficiencies and their spatial over-

lapping at the pump the radiation wavelengths in a single crystalline

silicon nanocylinder with optimized heat sink to the substrate.

Key novelty of this work includes but is not limited by the following points:

1. The first experimental demonstration of simultaneous continuous wave

HeNe (632.8 nm) laser-induced optical heating and nanoscale thermom-

etry by resonant Raman-active semiconductor nanostructures.

2. The first demonstration of the Mie resonant semiconductor nanoparticle

optical heating and nanothermometry via Raman scattering for drug

delivery applications. The 𝛼-Fe2O3 nanoparticles were used as the target
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for near-IR laser excitation for efficient conversion of light to heat in the

walls of polymer drug agents and as the direct optical temperature probe

via thermally-sensitive Raman scattering. As the proof of concept, the

successful in vitro delivery and remote optically-induced thermal rupture

of the polymer carrier was shown by means of laser heating of the target

𝛼-Fe2O3 nanoparticles with subsequent release of the antitumour drug

agent vincristine. The proposed system worked at the moderate laser

intensity value as low as 4.0×104 W cm−2.

3. The first demonstration of in situ local controllable optically-induced

phase transition from amorphous to polycrystalline state of silicon nan-

odisks on a glass substrate with temperature and phase optical feedback

via Raman scattering.

4. The first demonstration of the qualitative probing of electromagnetic

near-field hot spots distribution of optical modes in resonant semicon-

ductor nanostructures by means of two-dimensional Raman scattering

intensity spatial and spectral mapping.

5. The first experimental observation of the transition from spontaneous

to stimulated Raman scattering regime from isolated single crystalline

silicon nanocylinder.

Scientific and practical importance of the work lies in the fact is that the

author proposed a novel approach for optical heating and thermometry with

nanoscale spatial resolution by means of single Raman-active resonant semi-

conductor nanoparticle. The proposed platform on ‘all-in-one’ nanoparticle

that serves both as a temperature probe and a nanoheater does not require

any additional functionalizations or fabrication steps, it uses single excitation

source both for enhanced optical heating and Raman scattering, it is robust

and supports repeated cycles of usage. Such approach demonstrated its ap-

plicability in advanced bio-medical application, for drug delivery systems for

cancer treatment with remote all-optical thermal release trigger.

Such a thermometry approach based on the spectral shift of the Raman

scattering signal of nanostrucutres upon intense laser irradiation with subse-
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quent optical heating found a very promising application for in situ crystalline-

state modification of the nanostructures. The Raman scattering serves both

as a thermal probe and a crystallinity state probe, thus, the sufficient optical

heating of an amorphous silicon nanodisk on a glass substrate can result in

phase transition from amorphous to polycrystalline state. The fabrication of

crystalline nanostructures on glass SiO2 remains quite challenging, therefore,

the approach of steady precise optical heating of amorphous silicon nanodisks

on a glass substrate with in situ probe of the temperature and the crystal

state can solve the fabricational difficulty for some cases and applications.

As it was mentioned above, the Raman scattering is an efficient prob-

ing approach for temperature measurements and crystal-state evaluation, but

the intensity of the Raman scattering can also serve as a probe for the electro-

magnetic power density stored in the nanostructures. The spatial mapping of

the Raman scattering intensity of a zig-zag oligomer consisting of three nan-

odisks of the same size show the switching of the ‘hot-spot’ distribution upon

changing the polarization of the incident excitation. The essential benefit of

this approach is that it does not require any tip-assisted techniques, uses only

a single laser for the excitation of Raman scattering and detects the signal in

the far-field domain. Such fast and proper quality information on the elec-

tromagnetic ‘hot-spots’ distribution along the nanostructure surface might be

useful for rapid analysis of the nanostructure’s optical states or can serve as

a platform for selective excitation of the biological or polymers in the gaps of

the zig-zag oligomer.

Finally, the Raman scattering is a rather weak process, but it can

be significantly improved by matching resonant conditions. Moreover, the

Raman scattering intensity can be additionally increased by the transition

from spontaneous to stimulated Raman scattering regime. Such transition

observed in sub-micron (in all three dimensions), subwavelength nanodisk can

pave the way for highly effective Raman-based nanosensors.

Reliability and validity of the obtained results is ensured by modern re-

search methods and on the reproducibility of the measurement results, and
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is also confirmed by the good agreement between the experimental data, the

numerical modeling and analytical results.

Implementation of the obtained results. The author of the thesis owns

the patent of the Russian Federation registry №.177658 for the utility model

“nonlinear dielectric nanoantenna”, registered on 05.03.2018, the concept of

which is based on the principles and results obtained within the framework of

the thesis. Moreover, the concept of the semiconductor–based optical heating

and thermometry demonstrated its applicability for real drug delivery systems.

Approbation. The main results of the work were presented and dis-

cussed at Russian and International conferences, such as: Ioffe Institute

Winter School on semiconductor physics 2016, Zelenogorsk, Russia (poster);

International School and Conference ‘Saint-Petersburg Open 2016, 2017,

2019’, Saint-Petersburg, Russia (poster); International conference ‘Days on

Diffraction’ 2016 (poster), 2017 (oral), 2018 (oral), Saint-Petersburg, Russia;

METANANO International Conference 2016, Anapa, Russia (poster); Rus-

sian congress “Science of the future – science of the young” 2016, Kazan, Rus-

sia (poster); METANANO International conference 2017, Vladivostok, Rus-

sia (oral); International conference NANOP 2017, Barcelona, Spain (oral);

METANANO International Conference 2018, Sochi, Russia (oral); Interna-

tional summer school ’Nicolas Cabrera’ on ‘advanced light manipulation at

nanoscale’ 2018, Miraflores de la Sierra, Madrid, Spain (poster); International
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CHAPTER 1. EXPERIMENTAL AND
THEORETICAL METHODS

This chapter is devoted to the main experimental and theoretical ap-

proaches used in the research. Sections on the three main methods are dis-

tinguished: (i) theoretical, (ii) experimental, (iii) fabrication and character-

ization. All the methods were already invented and described. The author

adopted the approaches for particular tasks and problems. The theoretical

models are created by the author, experiments were conducted personally,

and the fabrication with characterization were done together with the collab-

orators (for details, see section acknowledgments).

1.1 Theoretical studies

1.1.1 Mie theory

The spherical geometry is the simplest yet one of the most popular

shapes in nanophotonics since the first demonstration of Mie resonance in sin-

gle silicon nanospheres [43,44]. For this case, one should consider Mie theory

in order to study electromagnetic resonant properties of the nanosphere.

Maxwell equations Ordinary light scattering problem [45, 46] is

devoted to calculating the scattering cross-section of a defined particle (with

a given size, shape, optical properties). To be precise, we are going to solve

problems with plane harmonic incident waves, which is not actually a general

solution, but we can represent every single field with its Fourier image, which

is a combination of plane waves (thanks to linearity of Maxwell equations).

Considering (E1;H1) - field inside the particle; (E2;H2) - surrounding

particle field, which can be described as a combination of incident (E𝑖;H𝑖) and

scattered (E𝑠;H𝑠) fields.

E2 = E𝑖 + E𝑠 H2 = H𝑖 +H𝑠 (1.1)
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where,

E𝑖 = E0 exp(𝑖k · x− 𝑖𝜔𝑡) H𝑖 = H0 exp(𝑖k · x− 𝑖𝜔𝑡) (1.2)

k is the wave vector, defined by environment.

Maxwell equations for this case will slightly transform : 𝑑
𝑑𝑡 → −𝑖𝜔

∇ · E = 0 ∇ ·H = 0 (1.3)

∇× E = 𝑖
𝜔

𝑐
𝜇H ∇×H = −𝑖𝜔

𝑐
𝜀E (1.4)

(D and B are replaced by D = 𝜀 E and B = 𝜇 H) By applying curl

operator to Eq. 1.4 we get :

∇× (∇× E) = 𝑖
𝑤

𝑐
𝜇∇×H =

𝜔2

𝑐2
𝜇𝜀E (1.5)

∇× (∇×H) =
𝑤2

𝑐2
𝜇𝜀H (1.6)

By definition, double cross product of ∇ with a vector A equals to (using

B ·A ·C−C ·A ·B rule):

∇× (∇×A) = ∇ · (∇ ·A)−∇2A (1.7)

The first term in brackets in Eq.1.7 is exactly divergence of a vector.

It means that upon applying this expansion to the pair of E and H it will

turn to zero; also remembering Eq. 1.3, 1.5, 1.6 and knowing that 𝜀𝜇 = n2 the

squared refractive index and wave vector k = n · 𝜔
𝑐 , one can get:

∇2E+ 𝑘2E = 0 ∇2H+ 𝑘2H = 0 (1.8)

Now that the equations are obtained, it is necessary to define the boundary

conditions. Tangential components of the electromagnetic field in every single

point of surface of the particle should be continuous. This leads to:

[E2 − E1]× n̂ = 0 [H2 −H1]× n̂ = 0 (1.9)

Vector n̂ is the outer normal vector to the surface S of the particle.
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Eigenfunctions of scalar wave equation for a spherical particle

Plane-wave scattering by a single spherical particle was rigorously solved as

shown below.

Let’s introduce a vector function M through some constant vector c

and scalar potential 𝜙 :

M = ∇× (c𝜙) (1.10)

Recalling that divergence of a curl equals zero:

∇ ·M = 0 (1.11)

and :

∇2M+ 𝑘2M = ∇× [c(∇2𝜙+ 𝑘2𝜙)] (1.12)

M is a solution to vector wave equation only when 𝜙 is a solution to a

scalar wave equation:

∇2𝜙+ 𝑘2𝜙 = 0 (1.13)

Function N is introduced as well:

N =
∇×M

𝑘
(1.14)

It also satisfies the wave equation:

∇2N+ 𝑘2N = 0 (1.15)

The pair of functionsN andM is called wave harmonics, which have the

same properties as electromagnetic field. So the problem is now ”simplified”

to calculation of scalar potential 𝜙.

Let’s start considering this problem with defining a scalar wave equa-

tion for the scalar potential in spherical coordinates.

1

𝑟2
𝜕

𝜕𝑟
(𝑟2

𝜕𝜙

𝜕𝑟
) +

1

𝑟2sin𝜃

𝜕

𝜕𝜃
(sin𝜃

𝜕𝜙

𝜕𝜃
) +

1

𝑟2sin2𝜃

𝜕2𝜙

𝜕𝜑2
+ 𝑘2𝜑 = 0 (1.16)
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One can search for a solution in this particular form:

𝜙 = 𝑅(𝑟)Θ(𝜃)Φ(𝜑) (1.17)

By inserting Eq. 1.17 into Eq. 1.16, three separate equations will be

obtained:

𝜕2Φ

𝜕𝜑2
+𝑚2Φ = 0 (1.18)

1

sin𝜃

𝜕

𝜕𝜃
(sin𝜃

𝜕Θ

𝜕𝜃
) +

[︁
𝑛(𝑛+ 1)− 𝑚2

sin2𝜃

]︁
= 0 (1.19)

𝜕

𝜕𝑟
(𝑟2

𝜕𝑅

𝜕𝑟
) + [𝑘2𝑟2 − 𝑛(𝑛+ 1)]𝑅 = 0 (1.20)

Constants n and m are expansion indices and they should be defined through

initial conditions on 𝜙. Solution for Eq. 1.18 is :

Φ𝑒𝑣𝑒𝑛 = cos𝑚𝜑 Φ𝑜𝑑𝑑 = sin𝑚𝜑 (1.21)

Solution for Θ in Eq. 1.19 are Legendre functions (orthogonal func-

tions) :

Θ = 𝑃𝑚
𝑛 (cos𝜃) (1.22)

In Eq. 1.20 solution for 𝜌 = 𝑘𝑟 :

𝑗𝑛(𝜌) =

√︂
𝜋

2𝜌
𝐽𝑛+1/2(𝜌) (1.23)

𝑦𝑛(𝜌) =

√︂
𝜋

2𝜌
𝑌𝑛+1/2(𝜌) (1.24)

𝐽𝑛(𝜌) and 𝑌𝑛(𝜌) are Bessel functions of first and second order (𝑁𝑛 is often

used instead of 𝑌𝑛). So these solutions are spherical Bessel functions. Linear

combination of Bessel functions is also a solution. Often it’s very convenient

to use Hankel spherical functions (third-order spherical Bessel).

ℎ(1)𝑛 = 𝑗𝑛(𝜌) + 𝑖𝑦𝑛(𝜌) ℎ(2)𝑛 = 𝑗𝑛(𝜌)− 𝑖𝑦𝑛(𝜌) (1.25)
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Now, the scalar function is defined as following:

𝜙𝑒𝑚𝑛 = cos𝑚𝜑𝑃𝑚
𝑛 (cos𝜃)𝑧𝑛(𝑘𝑟) (1.26)

𝜙𝑜𝑚𝑛 = sin𝑚𝜑𝑃𝑚
𝑛 (cos𝜃)𝑧𝑛(𝑘𝑟) (1.27)

Where 𝑧𝑛 is any of the spherical Bessel functions. Now, using following

relations, let’s define M and N wave harmonics through 𝜙 :

M𝑒𝑚𝑛 = ∇× (c𝜙𝑒𝑚𝑛) M𝑜𝑚𝑛 = ∇× (c𝜙𝑜𝑚𝑛) (1.28)

N𝑒𝑚𝑛 =
∇×M𝑒𝑚𝑛

𝑘
N𝑜𝑚𝑛 =

∇×M𝑜𝑚𝑛

𝑘
(1.29)

Expansion of the incident wave in wave harmonics series

Without loss of generality, one can consider the problem of an x-polarized

plane wave scattering on a spherical particle. In spherical coordinates, a plane

wave is written as:

E𝑖 = E0𝑒
𝑖k·rcos𝜃̂︀e𝑥 (1.30)

where

̂︀e𝑥 = sin𝜃 cos𝜑 ê𝑟 + cos𝜃 cos𝜑 ê𝜃 − sin𝜑 ê𝜑 (1.31)

Rather obvious but bulky steps for series representation are left out:

E𝑖 = 𝐸0

∞∑︁
𝑛=1

𝑖𝑛
2𝑛+ 1

𝑛(𝑛+ 1)
(M

(1)
𝑜1𝑛 − 𝑖N

(1)
𝑒1𝑛) (1.32)

By calculating curl of Eq. 1.32, magnetic field series expansion can be

obtained:

H𝑖 =
−𝑘
𝜔𝜇

𝐸0

∞∑︁
𝑛=1

𝑖𝑛
2𝑛+ 1

𝑛(𝑛+ 1)
(M

(1)
𝑒1𝑛 + 𝑖N

(1)
𝑜1𝑛) (1.33)

Remembering boundary conditions in Eq. 1.9:
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[E𝑖 + E𝑠 − E1]× ê𝑟 = 0 [H𝑖 + E𝑠 −H1]× ê𝑟 = 0 (1.34)

It is also possible to expand into series the scattered light and light

inside the particle:

E1 =
∞∑︁
𝑛=1

𝐸𝑛(𝑐𝑛M
(1)
𝑜1𝑛− 𝑖𝑑𝑛N

(1)
𝑒1𝑛); H1 =

−𝑘
𝜔𝜇1

∞∑︁
𝑛=1

𝐸𝑛(𝑑𝑛M
(1)
𝑒1𝑛+ 𝑖𝑐𝑛N

(1)
𝑜1𝑛) (1.35)

Where 𝐸𝑛 = 𝐸0𝑖
𝑛 2𝑛+1
𝑛(𝑛+1) and 𝜇1 is the permeability of the sphere. For

scattered light, we have the following expansion:

E𝑠 =
∞∑︁
𝑛=1

𝐸𝑛(𝑖𝑎𝑛N
(3)
𝑒1𝑛 − 𝑏𝑛M

(3)
𝑜1𝑛); H𝑠 =

𝑘

𝑤𝜇

∞∑︁
𝑛=1

𝐸𝑛(𝑖𝑏𝑛M
(3)
𝑜1𝑛 + 𝑎𝑛N

(3)
𝑒1𝑛) (1.36)

Top index (1) stands for 𝑗𝑛, i.e. the spherical Bessel function and index

(3) is for the first-order Hankel ℎ
(1)
𝑛 (third-order spherical Bessel).

Defining scattering coefficients For every given 𝑛 there are four

coefficients that should be defined: 𝑎𝑛, 𝑏𝑛, 𝑐𝑛, 𝑑𝑛. Let’s define them through

the boundary conditions :

𝐸𝑖𝜃 + 𝐸𝑠𝜃 = 𝐸1𝜃 𝐸𝑖𝜑 + 𝐸𝑠𝜑 = 𝐸1𝜑 (1.37)

𝐻𝑖𝜃 +𝐻𝑠𝜃 = 𝐻1𝜃 𝐻𝑖𝜑 +𝐻𝑠𝜑 = 𝐻1𝜑 (1.38)

For the following coefficients 𝑥 is the diffraction parameter and𝑚 is the relative

refractive index

𝑥 = 𝑘𝑎 =
2𝜋n𝑎

𝜆
𝑚 =

𝑘1
𝑘

=
n1
n

(1.39)

solutions for the field inside the particle :

𝑐𝑛 =
𝜇1𝑗𝑛(𝑥)[𝑥ℎ

(1)
𝑛 (𝑥)]′ − 𝜇1ℎ

(1)
𝑛 (𝑥)[𝑥𝑗𝑛(𝑥)]

′

𝜇1𝑗𝑛(𝑚𝑥)[𝑥ℎ
(1)
𝑛 (𝑥)]′ − 𝜇ℎ

(1)
𝑛 (𝑥)[𝑚𝑥𝑗𝑛(𝑚𝑥)]′

(1.40)

𝑑𝑛 =
𝜇1𝑚𝑗𝑛(𝑥)[𝑥ℎ

(1)
𝑛 (𝑥)]′ − 𝜇1𝑚ℎ

(1)
𝑛 (𝑥)[𝑥𝑗𝑛(𝑥)]

′

𝜇𝑚2𝑗𝑛(𝑚𝑥)[𝑥ℎ
(1)
𝑛 (𝑥)]′ − 𝜇1ℎ

(1)
𝑛 (𝑥)[𝑚𝑥𝑗𝑛(𝑚𝑥)]′

(1.41)
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for scattered light :

𝑎𝑛 =
𝜇𝑚2𝑗𝑛(𝑚𝑥)[𝑥𝑗𝑛(𝑥)]

′ − 𝜇1𝑗𝑛(𝑚𝑥)[𝑥𝑗𝑛(𝑚𝑥)]
′

𝜇𝑚2𝑗𝑛(𝑚𝑥)[𝑥ℎ
(1)
𝑛 (𝑥)]′ − 𝜇1ℎ

(1)
𝑛 (𝑥)[𝑚𝑥𝑗𝑛(𝑚𝑥)]′

(1.42)

𝑏𝑛 =
𝜇1𝑚𝑗𝑛(𝑥)[𝑥𝑗𝑛(𝑥)]

′ − 𝜇𝑗𝑛(𝑥)[𝑚𝑥𝑗𝑛(𝑚𝑥)]
′

𝜇1𝑗𝑛(𝑚𝑥)[𝑥ℎ
(1)
𝑛 (𝑥)]′ − 𝜇ℎ

(1)
𝑛 (𝑥)[𝑚𝑥𝑗𝑛(𝑚𝑥)]′

(1.43)

Scattering coefficients can be slightly simplified with Riccati-Bessel

functions :

𝜓𝑛(𝜌) = 𝜌𝑗𝑛(𝜌) 𝜉𝑛(𝜌) = 𝜌ℎ(1)𝑛 (𝜌) (1.44)

and assuming that permeability of the particle is equal to that of the environ-

ment:

𝑎𝑛 =
𝑚𝜓𝑛(𝑚𝑥)𝜓

′
𝑛(𝑥)− 𝜓𝑛(𝑥)𝜓

′
𝑛(𝑚𝑥)

𝑚𝜓𝑛(𝑚𝑥)𝜉′𝑛(𝑥)− 𝜉𝑛(𝑥)𝜓′
𝑛(𝑚𝑥)

(1.45)

𝑏𝑛 =
𝜓𝑛(𝑚𝑥)𝜓

′
𝑛(𝑥)−𝑚𝜓𝑛(𝑥)𝜓

′
𝑛(𝑚𝑥)

𝜓𝑛(𝑚𝑥)𝜉′𝑛(𝑥)−𝑚𝜉𝑛(𝑥)𝜓′
𝑛(𝑚𝑥)

(1.46)

Cross-sections Summing up all the above, the calculation of scat-

tering and extinction cross-sections can be done through the following (𝑊 is

the power flux, 𝐼𝑖 is the incident light intensity) :

𝐶𝑠𝑐𝑎 =
𝑊𝑠𝑐𝑎

𝐼𝑖
=

2𝜋

𝑘2

∞∑︁
𝑛=1

(2𝑛+ 1)(|𝑎𝑛|2 + |𝑏𝑛|2) (1.47)

𝐶𝑒𝑥𝑡 =
𝑊𝑒𝑥𝑡

𝐼𝑖
=

2𝜋

𝑘2

∞∑︁
𝑛=1

(2𝑛+ 1)𝑅𝑒(𝑎𝑛 + 𝑏𝑛) (1.48)

𝐶𝑎𝑏𝑠 = 𝐶𝑒𝑥𝑡 − 𝐶𝑠𝑐𝑎, (1.49)

where 𝑎𝑛 are the electric modes and 𝑏𝑛 are the magnetic ones.

Case of layered spheres (core-shells) The problem of light scat-

tering on single concentric spheres (sphere with a homogeneous layer), the

core-shell particles, also has an exact solution in Mie theory. However, the

scattering coefficients have some modifications as follows:
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𝑎𝑛 =
𝜓𝑛(𝑦) [𝜓

′
𝑛 (𝑚2𝑦)− 𝐴𝑛𝜒

′
𝑛 (𝑚2𝑦)]−𝑚2𝜓

′
𝑛(𝑦) [𝜓𝑛 (𝑚2𝑦)− 𝐴𝑛𝜒𝑛 (𝑚2𝑦)]

𝜉𝑛(𝑦) [𝜓′
𝑛 (𝑚2𝑦)− 𝐴𝑛𝜒′

𝑛 (𝑚2𝑦)]−𝑚2𝜉′𝑛(𝑦) [𝜓𝑛 (𝑚2𝑦)− 𝐴𝑛𝜒𝑛 (𝑚2𝑦)]

𝑏𝑛 =
𝑚2𝜓𝑛(𝑦) [𝜓

′
𝑛 (𝑚2𝑦)−𝐵𝑛𝜒

′
𝑛 (𝑚2𝑦)]− 𝜓′

𝑛(𝑦) [𝜓𝑛 (𝑚2𝑦)−𝐵𝑛𝜒𝑛 (𝑚2𝑦)]

𝑚2𝜉𝑛(𝑦) [𝜓′
𝑛 (𝑚2𝑦)−𝐵𝑛𝜒′

𝑛 (𝑚2𝑦)]− 𝜉′𝑛(𝑦) [𝜓𝑛 (𝑚2𝑦)−𝐵𝑛𝜒𝑛 (𝑚2𝑦)] ,
(1.50)

where:

𝐴𝑛 =
𝑚2𝜓𝑛 (𝑚2𝑥)𝜓

′
𝑛 (𝑚1𝑥)−𝑚1𝜓

′
𝑛 (𝑚2𝑥)𝜓𝑛 (𝑚1𝑥)

𝑚2𝜒𝑛 (𝑚2𝑥)𝜓′
𝑛 (𝑚1𝑥)−𝑚1𝜒′

𝑛 (𝑚2𝑥)𝜓𝑛 (𝑚1𝑥)

𝐵𝑛 =
𝑚2𝜓𝑛 (𝑚1𝑥)𝜓

′
𝑛 (𝑚2𝑥)−𝑚1𝜓𝑛 (𝑚2𝑥)𝜓

′
𝑛 (𝑚1𝑥)

𝑚2𝜒′
𝑛 (𝑚2𝑥)𝜓𝑛 (𝑚1𝑥)−𝑚1𝜓′

𝑛 (𝑚1𝑥)𝜒𝑛 (𝑚2𝑥) .

(1.51)

and 𝜓𝑛(𝜌), 𝜒𝑛(𝜌), 𝜉𝑛(𝜌) are the Riccati-Bessel functions, a is the core

radius, b is the shell radius, 𝑚1 and 𝑚2 are the relative refractive indices of a

sphere and a shell, 𝑥 = 𝑘𝑎, 𝑦 = 𝑘𝑏.

Therefore, the following steps in defining the total scattering, absorp-

tion and extinction cross-sections remain the same as for conventional sphere.

The same solution steps should be also taken for optical heating in homoge-

neous media, as will be discussed further.

1.1.2 Optical heating of nanospheres in homogeneous media with

continuous wave source

Important question of physics of light scattering is ’how strong does

the incident light heat the particle?’ It is obvious that not only mechanical,

but optical properties are linked with with the NPs temperature as well.

Absorption cross-section for spherical NP can be derived through Mie-

theory, whereas temperature increase should be derived through heat diffusion

equations. Heat power absorbed by NP can be described through its absorp-

tion cross-section 𝐶𝑎𝑏𝑠 and light source intensity 𝐼:

𝑄 = 𝐶𝑎𝑏𝑠𝐼 (1.52)

𝐶𝑎𝑏𝑠 for spherical NPs is shown above. In case of more complex shapes, it is

reasonable to calculate heat generation inside the NP through the integral of

power density 𝑞(r):



76

𝑄 =

∫︁
𝑉
𝑞(r)𝑑3𝑟, (1.53)

where:

𝑞(r) =
𝜔

2
Im[𝜀(𝜔)]𝜀0|𝐸(r)|2 (1.54)

Next step is to define temperature distributions 𝑇 (r) inside and outside

the NP. For this case we need to solve the heat diffusion equation:

∇ · [𝜅1(r)∇𝑇1(r)] = −𝑞(r) inside NP (1.55)

∇ · [𝜅2(r)∇𝑇2(r)] = 0 outside NP (1.56)

Where 𝑞 in our case is 𝑄
𝑉 = 3𝑄

4𝜋𝑎3 , 𝜅1 and 𝜅2 are thermal conductivities

of the particle and the medium, respectively. Let’s assume that 𝜅1 and 𝜅2 are

homogeneous in space. It means that Eq.1.55 in case of spherical symmetry

and stationary problem transforms into:

1

𝑟2
𝜕

𝜕𝑟
𝑟2
𝜕𝑇1
𝜕𝑟

= −𝑞(r)
𝜅1

inside NP (1.57)

1

𝑟2
𝜕

𝜕𝑟
𝑟2
𝜕𝑇2
𝜕𝑟

= 0 outside NP (1.58)

Owing to high thermal conductivity 𝜅1 of the nanoparticle material, the distri-

bution of the heating power inside the nanoparticle is highly homogeneous and

can be set as a constant 𝑞(r) = 𝑞. This simplifies Eq. 1.57, where temperature

inside the nanoparticle is a function of only radius (r).

After some straightforward calculations the following is achieved:

𝑇1 = − 𝑞𝑟
2

6𝜅1
− 𝐶1

𝑟
+ 𝐶 ′

1 inside NP (1.59)

𝑇2 = −𝐶2

𝑟
+ 𝐶 ′

2 outside NP (1.60)

General solutions are shown above; after applying to them the bound-

ary conditions, considering the case with a perfect thermal contact, the results

are:
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𝑇1|𝑟=𝑎 = 𝑇2|𝑟=𝑎 (1.61)

−𝜅1
𝜕𝑇1
𝜕𝑟

|𝑟=𝑎 = −𝜅2
𝜕𝑇2
𝜕𝑟

|𝑟=𝑎 (1.62)

There are some physical limitations:

𝑇2|𝑟→∞ → 𝑇0 ⇒ 𝐶 ′
2 = 𝑇0 (1.63)

𝑇1|𝑟=0 <∞ ⇒ 𝐶1 = 0 (1.64)

Hence:

−𝑞𝑎
2

6𝜅1
+ 𝐶 ′

1 = −𝐶2

𝑎
+ 𝑇0 (1.65)

−𝑞𝑎
3

=
𝐶2𝜅2
𝑎2

(1.66)

Thus, we obtain:

𝐶2 = −𝑞𝑎
3

3𝜅2
(1.67)

𝐶 ′
1 =

𝑞𝑎2

3𝜅2
+
𝑞𝑎2

6𝜅1
+ 𝑇0 (1.68)

So, the temperature distributions are the following:

𝑇1 =
𝑞𝑎2

6𝜅1
(1− 𝑟2

𝑎2
) +

𝑞𝑎2

3𝜅2
+ 𝑇0 inside NP (1.69)

𝑇2 =
𝑞𝑎3

3𝜅2𝑟
+ 𝑇0 outside NP (1.70)

Taking into account Eq.1.53 leads to:

𝑇1 =
𝑄

8𝜋𝜅1𝑎
(1− 𝑟2

𝑎2
) +

𝑄

4𝜅2𝑎
+ 𝑇0 inside NP (1.71)

𝑇2 =
𝑄

4𝜋𝜅2𝑟
+ 𝑇0 outside NP (1.72)

Solutions for these equations for a NP with radius 𝑎 are:
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𝛿𝑇 (𝑟) = 𝛿𝑇𝑁𝑃
𝑎

𝑟
𝑟 > 𝑎 (1.73)

𝛿𝑇 (𝑟) ≈ 𝛿𝑇𝑁𝑃 𝑟 < 𝑎 (1.74)

𝛿𝑇𝑁𝑃 - temperature increase in NP. For spherical NP, temperature

increase is related to the absorbed heat, so:

𝛿𝑇𝑁𝑃 =
𝐶𝑎𝑏𝑠𝐼

4𝜋𝜅2𝑎
. (1.75)

In case of other non-spherical, but preserving the axial symmetry, struc-

tures for optical heating, the formula for temperature estimation was proposed

by Prof. de Abajo, Prof. Quidant and Prof. Baffou [20]. The method is

based on calculation of the volume of a disk, spheroid, rod, thorus or ellipsoid

nanoparticle and the derivation of the radius of the nanosphere of equivalent

value. The method is in a great agreement with exact numerical calculations,

and it requires considerably less time.

1.1.3 Numerical calculations for inhomogeneous media

In case of non-spherical nanoparticles in non-homogeneous surrounding

media under excitation more complicated than a linearly polarized plane-wave,

the numerical commercial software was used. The COMSOL Multiphysics

packages for electromagnetic full-wave modeling and heat transfer in solid-

state physics were used to determine elastic scattering of the light from finite-

size nanoobjects on different substrates, electromagnetic field enhancement

inside and outside the nanostructures and temperature distribution.

The numerical calculations of light interaction with complicated struc-

tures for elastic scattering and optical heating were carried out by means of

full-wave 3D modelling. Depending on the geometry and the symmetry of

the problem, i.e. a cylindrical nanoparticle with vertical incidence and linear

polarization of light, the dimension of the problem could be reduced down to

2D without losing the quality and precision of the solution, but improving the

calculation speed, thus reducing the time.
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A standard model for elastic light scattering and linear absorption

consisted of a computational domain presented by a sphere with a radius

5 times greater than the wavelength considered in the calculation. The walls

of the computational domain were extended by 1/10 of the radius by PM-

layer (perfectly-matched layer) in order to reduce non-physical reflections of

light with non-normal incidence with respect to the computational domain

wall. The lower hemisphere is playing the role of a substrate made of different

materials (glass, quartz, metal etc.), on top of which the nanostructures are

placed. The upper half of the computational domain is aerial medium. The

background excitation, i.e. an electromagnetic wave propagating from the up-

per half on to the substrate, was chosen to be either a linearly polarized plane

wave or a Gaussian beam with a variable focal spot and beam waist. The

standard physics toolbox is chosen to be electromagnetic waves - frequency

domain (ewfd). Scattering boundary conditions are selected for all the outer

boundaries.

In case of optical heating, the multiphysics toolbox was used alongside

with heat transfer in solid-state physics package. In these circumstances, the

frequency-stationary study steps are selected. After the calculation of electro-

magnetic wave absorption by a nanostructure, the power density absorbed by

the nanostructure is used as a heat source for the second step of the solution

- stationary heat diffusion problem in solids.

The 2D method of heat diffusion in solids and light scattering was

adopted from [48] and realized with assistance of Daniil Ryabov, Kirill

Koshelev and Dr. Andrey Bogdanov. The 3D method was proposed by the

author of the thesis.

1.2 Optical experiments

The proposed theoretical methods reflect what was measured during

the research, therefore, the theoretical methods are reproducing the conditions

of the experiments. There were two main experimental setups and techniques

for the investigation.
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1.2.1 Elastic dark-field scattering

Halogen

Lamp

x10 
NA=0.26

reflection

scattering

x50 
NA=0.42

Horiba LabRAM
spectrometer

CCD Camera

Canon 400D

flip
mirror

optical
fiber

Figure 1.1 — Schematic of the experimental dark-field optical spectroscopy setup.

The experimental elastic light scattering spectra were obtained by

means of the confocal setup for dark-field scattering spectroscopy. The

schematic of the setup is shown in Fig. 1.1. The broadband white light source

(halogen lamp HL-2000), coupled through the optical fiber, illuminates the

sample through the x10 NA 0.26 lens (Mitutoyo Plan Apo NIR) with oblique

incidence angle from 65 to 67 degrees with respect to the normal of the sur-

face. The light enters the setup through the collimator with a Glan prism,

which rotates the linear polarization of light from s-pol to p-pol. Further, the

scattered light is collected through the upper lens x50 NA 0.42 (Mitutoyo Plan

Apo NIR). The benefit of such scheme is that the geometrically reflected light

is not being collected by the lens, only the light that has interacted with the

nanoresonator is scattered in the upper direction. Further, the collected signal

is analyzed by Horiba LabRAM spectrometer with a grating of 150 g/mm for

fast detection; for higher spectral precision, 1800 g/mm was used. The posi-

tioning and the visualization of the sample was controlled via CCD camera
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Canon 400D. For precise positioning micrometer screw stage was used.

1.2.2 Stokes Raman scattering

HeNe
632.8nm

laser

dichroic
beamsplitter

x100 
NA=0.9

NF633

BP633

ODF

Horiba LabRAM
spectrometer

CCD Camera

Canon 400D

flip
mirror

Figure 1.2 — Schematic of the experimental Raman scattering setup.

The experimental setup for Raman scattering and optical heating in

nanoresonators is schematically shown in Fig. 1.2. The optical scheme of

the setup is similar to the one for dark-field scattering, but the excitation

and the collection comes from the upper channel. The HeNe (Melles Griot)

linearly polarized laser system with a central wavelength of 632.8 nm and a

very sharp peak (beam spectral width less than 0.01 nm) was used.. The

excitation goes through the set of neutral optical density filters (ODF) to

vary the outgoing laser intensity and then propagates throught the band-pass

filter (BP633) which cut any but the 632.8 nm wavelengthns and filters all the

possible alterations in the wavelengths. Subsequently, the beam goes from

the flipping semi-transparent mirror both to the CCD camera Canon 400D to

control the laser-sample position and to the sample through the x100 NA 0.9

(Mitutoyo Plan Apo HR) lens. After hitting the sample, the laser beam reflects
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back to the lens in the upper direction without changing its wavelength, and

also excites the shifted signal - Raman scattering, which is also collected by

the same lens. Further, the mixture of the laser and the Raman scattering

reaches the notch-filter (NF633) that permits every wavelength but the 632.8

nm through, therefore only the shifted wavelengths reach the Horiba LabRAM

spectrometer for further analysis. The collected signal is further directed on

to the 150 g/mm grating for quick analysis, and for deep analysis with high

spectral resolution, the 1800 g/mm grating is used.

1.2.3 Raman thermometry
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Figure 1.3 — Theoretical correspondence between the Raman spectral shift with reference

values - the spectral position at room temperature and the temperature of the nanoobject.

The Raman scattering from the nanoobject can serve for the detec-

tion of the local temperature. The presence of the active optical phonons in

semiconductors like silicon, allow a pronounced and strong Raman signal at

various ambient conditions. Moreover, the presence of the Mie-resonances can

significantly increase the signal up to several orders of magnitude [17], there-

fore being a potential platform for direct nanoscale temperature measurement,

since the spectral position of the Raman scattering is highly sensitive to the

temperature of the material due to anharmonic effects in lattice vibrations [22].
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Fig. 1.3 depicts the correspondence between the temperature and the relative

spectral shift of the Raman line for crystalline silicon. Theoretically such

relation was obtained by M. Balkanski et al. [22] as follows:

Ω(𝑇 ) = Ω0 + 𝐴

(︃
1 +

2

𝑒𝑥 − 1

)︃
+𝐵

(︃
1 +

3

𝑒𝑦 − 1
+

3

(𝑒𝑦 − 1)2

)︃
, (1.76)

where Ω0 = 528 cm−1, A = -2.96 cm−1, B = -0.174 cm−1,

𝑥 = ~Ω0/2𝑘𝑇 , 𝑦 = ~Ω0/3𝑘𝑇 for crystalline silicon [22]. This function

is plotted in Fig. 1.3.

The difference of the Raman Stokes shift between low-power pump and

high-power pump can be converted to the difference of the temperatures (see

Fig. 1.3).

1.3 Fabrication and characterization

Of course, the plethora of geometrical shapes of the nanostructures is

limited only the researchers’ imagination, thus, the shapes proposed in this

thesis were mostly quasi-spherical and quasi-cylindrical, as they are the most

well-studied and relatively easy to fabricate. ”Quasi” refers to the fact that

the actual shapes of the nanosctructures obtained from the scanning elec-

tron microscopy (SEM) images are neither perfectly spherical nor cylidrical,

however, the theoretical calculations of the optical responses or the occuring

effects is well described with nanospheres and nanodisks.

1.3.1 Scanning electron microscopy

The morphology, shapes and sizes of the fabricated nanostrucutres were

studied by a standard scanning electron microscopy (SEM) system with an

electron microscope (Crossbeam 1540 XB, Carl Zeiss).

Most of the SEM images were obtained by Dr. Filipp Komissarenko.

1.3.2 Femtosecond laser ablation fabrication

The spherically-shaped single silicon polycrystalline nanoparticles can

be fabricated by means of femtosecond laser ablation [50]. The sphere-like
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Figure 1.4 — Schematic image of laser-induced forward transfer of silicon crystalline

nanoparticles [49].

single polycrystalline silicon nanoparticles were fabricated by means of the

so called ’laser-induced forward transfer’ method. The basic principle of the

method is following [21, 49]: there are two substrates - the donor one, which

’produces’ the nanospheres upon intense femtosecond laser irradiation, and

the acceptor one, which ’catches’ those nanoparticles. Both substrates are

Menzel glass coverslips, and the donor one has a deposited homogeneous 100

nm thick amorphous hydrogenized silicon layer. The layer is prepared via

plasma-enhanced chemical vapor deposition (PECVD) method from a pre-

cursor gas SiH3, resulting in about 10% of initial concentration of hydrogen.

The aerial gap between the substrates can be varied, but usually is about 10

𝜇𝑚. The retraction from the surface and ultrafast boiling (ablation) of the

amorphous silicon layer was carried out by commercial Avesta Project TeMa-

150 Yb-doped solid-state femtosecond laser with operating central wavelength

𝜆 = 1050 nm, whose repetition rate is 80 MHz and pulse duration is 150 fs.

The laser was working in the quasi-single pulse regime, which was provided

by a commercial pulse picker system Avesta Project and focused by a 10x lens

with NA 0.28 (Mitutoyo Plan Apo) on a a-Si layer with a focal spot diameter

of 4-5 𝜇m. As a result of fs-laser interaction with the donor substrate film,
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the polycrystalline sphere-like nanoparticles were ’catched’ by the acceptor

substrate with the size range of 100÷400 nm in diameter.

1.3.3 Lithographical fabrication

In case of cylindrical shapes of the nanoparticles and nanostructures,

different lithographical techniques already proved their efficiency. Therefore,

only the details differ: whether the substrate were sapphire or SiO2.

To fabricate the cylindrical zig-zag patterned nanostructures that were

studied in the chapter devoted to the optical states probing with Raman scat-

tering, first, an amorphous silicon film of 165 nm thickness was deposited on a

quartz substrate using the chemical vapor deposition method (Plasmalab Sys-

tem 380, Oxford Instruments). Electron beam lithography (Elionix, 100 kV)

is carried out using a resist (HSQ, Dow Corning, XR-1541-006). The unir-

radiated portion of HSQ is removed with tetramethylammonium hydroxide

(TMAH, 25%). The sample is then etched (Plasmalab System 100, Oxford)

to create arrays of silicon nanodisks on a quartz substrate.

In case of a sapphire substrate, where nanodisks were studied for the

ability of stimulated Raman scattering another lithographical technique was

used. A set of single-crystal silicon nanoparticles (nanopillars and nanodisks)

with different diameters placed on sapphire (Al2O3) substrates are fabricated

by using a top-down technique. An epitaxial structure is grown by molecular

beam epitaxy at 600∘ C using the Stranski-Krastanov growth mode. A set of

isolated nanoparticle resonators with with a 10-nm step in diameters is created

on the grown epitaxial structure by applying focused gallium ion beam (FIB)

milling using a FEI Versa 3D dual beam system. Adjustment of ion current

down to 1.5 pA allows to obtain nearly vertical side walls of the nanoparticles.

The proposed lithographical fabrications were done by Dr. Viktoriia

Rutckaia, Prof. Arseniy Kuznetsov, Dr. Filipp Komissarenko and Prof. Ivan

Mukhin.
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Chapter conclusions

This chapter includes most of the fabrication steps for the nanostruc-

tures studied in the research, and the characterization techniques and exper-

imental setups for investigation of the effects proposed in the thesis. The

proposed methods allow a full study of resonant optical properties of the

nanostructures and give comprehensive information regarding their ability for

thermally sensitive enhanced Raman response.
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CHAPTER 2. MIE-RESONANT OPTICAL
HEATING AND RAMAN
NANOTHERMOMETRY

2.1 Light-matter interaction at nanoscale

Study of interaction of structured light with micro- and nanoscale solid-

state objects gave a boost for development of an alternative platform to con-

ventional electronic devices and signal processing – optical and photonic de-

vices [51]. In order to understand the underlying physics, one should start

from characteristic light-matter interaction timescales and intensity scale.

Figure 2.1 — Schematic of different photon-matter interaction timescales. Adopted

from [52].

Fig. 2.1, adopted from [52], depicts typical timescales of laser-pulse-

excited electron and lattice processes in solid-state materials. The fastest

processes are related to electron (carriers) absorption of light and their ther-

malization. Further, carrier removal mechanisms follow, and the last are ther-

mal and structural effects, which appear of nano- and microsecond scales. In

this work, the main results and effects are obtained in stationary state, which
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means that the characteristic times are of the order of seconds and the system

is in stable condition.

Important feature shown in Fig. 2.1 is thermal and structural effects

under intense laser irradiation. They can be schematically described as given

in Fig. 2.2.

Figure 2.2 — Schematic of different photon-matter interaction timescales. Adopted

from [53].

Laser irradiation of solid-state materials can initiate various micro-

and macroscopic processes, especially if sharply focused. In such systems,

optically-induced electromagnetic nonlinear reversible and irreversible pro-

cesses of different timescale occur. The fastest nonlinear process among the

reversible processes that allows tuning of properties, and, therefore, of op-

tical response, is optical Kerr nonlinearity, which manifests in alteration of

refractive index proportional to the square of the field and happens due to the

interaction of a high intensity electromagnetic field with the material [54]. A

relatively slower process of free carriers generation appears due to electron-

hole plasma excitation during light-stimulated band transitions [55]. Other

light-induced nonlinear processes occur due to the conversion of light energy

to thermal energy resulting in thermo-optical effect or crystalline phase tran-

sition [56], for example, the processes in GST materials.
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A different type of laser-matter interaction is reconfiguration or ir-

reversible change of structure due to high-intensity laser field applied to the

material that results in the release of thermal energy. The first example of irre-

versible light-stimulated transition is photo-thermo chemical catalysis. Laser

excitation of the structures induces some chemical reactions that alter the

chemical structure of the material, and, thus, its optical properties [57–59].

Another basic example of irreversible reconfiguration is reshaping due to melt-

ing of the material, and the last but not the least is laser ablation at high-

intensity laser illumination with ultrafast boiling of the material [60].

This section gave a basic understanding of different timescales and in-

tensities that stand for light-matter interaction. More details will be described

later for specific topics.

2.2 Resonant all-dielectric nanophotonics

The section is devoted to the milestone works of the field. Since the

main focus of the dissertation is stressed on semiconductor resonant structures

for Raman scattering, it is crucial to have general knowledge of the related re-

searches. All-dielectric nanophotonic mostly studies single optically resonant

nanostructures - nanoantennas or nanoresonators, and structures supporting

collective resonances - metasurfaces [16].

One of the main advantages of finite-size objects that support reso-

nances – nanoresonators – is the ability to localize and enhance electromag-

netic field either inside or in the near-field region, therefore substantially en-

hancing and improving performance for other light emission applications.

Fig. 2.3 depicts use of basic type of resonances - Mie-type - in different

light interactions with nanoresonators. After the first experimental observa-

tion of ED and MD Mie-resonances in elastic scattering of single all-dielectric

nanoparticles [43,44] (Fig. 2.3(a,b)), such approach was used for other optical

effects. For example, MD resonance gives a two-fold increase in Raman scat-

tering signal of single silicon nanoparticle in comparison with non-resonant

case [17] (Fig. 2.3(e)). Similar performance was observed for nonlinear gen-

eration of light, namely second- [10] and third-harmonic generation [9] from
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Figure 2.3 — Mie-resonances in nanophotonics. a) First experimental observation of

Mie-type electric and magnetic dipole resonances (ED, MD) in elastic scattering on single

silicon nanoparticle [44] b) Electromagnetic field structure and dipole moments orientation

for ED and MD [43] c) Enhanced second-harmonic generation from single silicon

nanoparticle supporting Mie resonances [10]. d) Mie-resonant lasing action in all-dielectric

perovskite nanocube [7]. e) Schematic of Mie-enhanced Raman scattering from single silicon

nanoparticles [17]. f) Schematic of Mie-enhanced third-harmonic generation from single

all-dielectric nanodisk [9].

a single resonant all-dielectric nanoparticle, giving significant improvement in

efficiency of the generation after reaching resonant conditions (Fig. 2.3(a,d)).

At last, it is worth mentioning, that Mie-type resonances can possess relatively

high quality factor, therefore they are a possible platform for subwavelength

nanolasers [7] (Fig. 2.3(d)).

The described examples of resonantly enhanced optical processes were

mostly obtained using the so-called bright modes, i.e. the resonant states

that emit light in the far-field, and, therefore, can be externally excited. How-

ever, several fruitful approaches have been proposed for achievement of high

electromagnetic field localization within the nanoresonator, based on destruc-

tive interference in the far-field. Such peculiar optical effects can be obtained

via anapole modes or by excitation of a quasi-bound state in the continuum

(q-BIC).

Fig. 2.4 depicts application of dark modes in nanophotonics. For ex-

ample, anapole state in a single silicon nanodisk, with near-zero scattering,

supports enhanced Raman scattering [35], or enhanced third-harmonic gener-
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Figure 2.4 — Dark modes in nanophotonics. a) Anapole-enhanced Raman scattering

from a single silicon nanodisk [35]. b) The schematic of the concept of quasi-BIC state in a

single nanoresonator [48]. c) The schematic of BIC-induced lasing in a single all-dielectric

nanodisk [8]. d) Enhanced second-harmonic generation from single nanodisk supporting

supercavity mode [11].

ation [61]. Another example of dark-mode is the supercavity mode, or quasi-

BIC mode supporting very high-Q resonances [48], which making them at-

tractive for nonlinear light generation, such as lasing [8] and record-efficiency

second-harmonic generation [11].

Different variations of shapes and excited optical modes in the nanores-

onators can be outstanding in performance: namely, for directional scatter-

ing [62, 63], for excitation of non-radiating states [64], for extreme thermo-

optical tuning [40], enhanced photovoltaic efficiency [65] and improved photo-

luminescence [12,13].

The approaches described in this section that are based on single

nanoresonators can be extended to collective resonances - metasurfaces. How-

ever, this dissertation is mostly devoted to single nanoparticles. Thus, the

metasurfaces in nanophotonics field will not be covered.

This section covers main applications of resonant states in single

nanoparticles for different nanophotonics areas.
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Material

(Units)

Melting

Temperature

Heat

Capacitance

Thermal

Conductivity

Thermo-optical

coefficient

Thermal expansion

coefficient
Eg

K J/(g K) W/(m K) 1e-6 1/K 1e-6 1/K eV

Si (c) 1687 [66] 0.713 [66] 1.56 [66]
250(>2 mkm)

150 (>2mkm)
[67] 2.616 [66] 1.14(i) [68]

Si (a) 1400 [69] 21 J/mol/K [69] 0.018 [70]

-147+485i(@633)

271+225i(@752)

+imaginary part

[71] ∼1 [72] 1.14(i) [68]

Ge 1210.4 [66] 0.3295 [66] 0.6 [66]
400(>2 mkm)

400-500 (>2mkm)
[67] 5.75 [66] 0.67(i) [68]

GaAs 1513 [66] 0.327 [66] 0.45 [66] 250 (@1.15 mkm) [67] 6.03 [66] 1.43(d) [68]

GaP 1730 [66] 0.313 [66] 0.77 [66] 160 (@0.63 mkm) [67] 4.89 [66] 2.26(d) [68]

CdTe 1365 [66] 0.211 [66] 0.075 [66] 147(@1.15 mkm) [67] 4.7 [66] 1.49(d) [68]

PbTe 1197 0.0031 [73] 0.0198 [73] -1.4e3 (>6mkm[1]) [74] 19.8 [75] 0.32(d) [75]

Ge2Sb2Te5 (a,c)
900K

(a->c ∼400K)
[76,77] 0.212 [78]

0.0019,

0.0057-0.015
[79]

a: ∖deltaK = (1.17+-0.03)*10-5 K-1

∖delta n = 3.5*1e-5

c: ∖deltaK = 1.13*1e-4

∖delta n = -6.5*1e-5 (@1.55 um)

[56] 2 – 7 [80] 0.95(d) [68]

MAPbCl3 380 C [81] 0.492 [82] 0.0046 [82] 300 [82] 30 [83] 3.15 [82]

Au 1337 [5] 0.129 [5] 3.18 [5] -300 – -700 [84] 14 [85]

MetalsAg 1235 [5] 0.24 [5] 4.29 [5] -300 – -700 [86] 18.9 [85]

Al 933 [5] 0.9 [5] 2.37 [5] thermoreflectance @780nm 23.3 [85]

Table 2.1 — Properties of the common materials for thermophotonic applications.

Parameters are taken at ambient conditions if not noted elsewise.

2.3 Introduction to all-dielectric thermal nanophotonics

In recent years, dielectric nanophotonics gained high interest due to the

ability for light concentration inside the nanoscale resonators, in contrast with

plasmonic nanoantennas. Due to the excitation of different optical resonant

modes inside the semiconductor nanostructures upon laser irradiation, consid-

erable field enhancement can be possibly observed. However, these structures

turn out to be highly efficient for optical heating and thermometry at mod-

erate intensities. In this review, we cover the recent progress in the field of

newly arising all-dielectric thermal nanophotonics, which contains theoretical

approach in optimization of optical heating process, as well as experimen-

tal verification and simultaneous thermometry at the nanoscale. We believe

that such approach can serve as an effective platform for single-step opti-

cal heating-nanothermometry applications and overcome major drawbacks of

thermoplasmonics in general.

Here we discuss the main physical properties of bulk semiconductor

and dielectric materials, which have key importance in the relation to thermo-

photonics. We will consider direct and indirect semiconductors as common
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materials used in nanophotonics, and also will focus on actively developing

phase-changing GST materials and halide-perovskite materials. The list of the

discussed materials along with their parameters are summarized in Table 2.1.

We also provide the data for typical metals for future comparison with the

thermoplasmonics.

The resonant response of nanostructures is one of the main require-

ments for their utilization in nanophotonic systems. In the absence of surface

plasmon resonances, which are typical for highly conductive nanomaterials,

the non-plasmonic nanostructures possess the dielectric-type Mie resonances

defined by the geometric condition for resonant wavelength 𝜆0 ∼ n𝐷, where

n is the real part of the refractive index of the nanoresonator material, and

𝐷 is the linear size of the nanostructure (for nanospheres - diameter). Thus,

the non-plasmonic materials efficient enough for nanophotonics applications

are usually selected among high-index materials [87], which provides compact

and high-Q resonators. The high refractive index is usually achieved in narrow

band-gap materials [88], which also defines their spectral operation region as

above the band edge, where the losses can be extremely high, thus suppress-

ing any optical resonances. Nevertheless, for the thermo-optical applications,

losses play a dual role: on the one hand, they destroy the resonances, and on

the other hand, they are responsible for thermal heating.

2.3.1 Tunable optical losses

The origin of optical losses in non-plasmonic materials in visible and in-

frared regions is mainly related to the mechanisms of inter-band or intra-band

electron absorption. While the former are related to valence-to-conduction

band transitions or to excitonic transitions, the latter are connected to ab-

sorption of light by free carriers present in semiconductors.

A beneficial property of non-plasmonic materials is their ability for tun-

ing the optical losses. Although the inter-band losses are normally provided

by the band structure of the solid and hardly can be varied, the excitonic

absorption can be varied in a wide range by tuning the excitonic transition

in perovskite materials [89,90]. More conventional methods of intra-band ab-
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sorption tuning require doping - intentional introduction of impurities into

an intrinsic semiconductor for the purpose of modulating its electrical, opti-

cal and structural properties, thus allowing effective alternation of the band

structure [91, 92]. In Fig. 2.5 the spectral dependences of the optical absorp-

tion in c-Si and GaAs are shown for different values of the doping level. One

can see that for the short-wavelength region the interband indirect optical

transition govern the optical losses and are almost independent of the doping

level. For the photon energy below the band gap, the intra-band free carrier

absorption becomes dominant, and doping drastically increases the absorpion.

Despite that, in the whole spectral region of interest the optical losses of gold

prevail over the losses in the semiconductors. The doping of semiconductors

also results in the change of the real part of the refractive index, which stays

relatively low in the visible-NIR spectral regions. The ability to tune the losses

can be efficiently used for controlling the optical heating of the nanostructure,

which will be discussed in details below.
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2.3.2 Light emission as a thermometry tool

The non-metallic materials provide the intense sources of light emis-

sion. Photoluminescence and Raman scattering are of strong interest within

this section. These mechanisms are defined by the crystalline and electronic

structure of the materials and are highly sensitive to the temperature changes,

which underpins the nanoscale thermometry.

The probing of photoluminescence temperature works as following: a

direct band-gap quantum dot or nanostructure absorbs incident light with

subsequent exciton generation and further re-emits light, according to the

excitonic energy and the band gap. Different thermal conditions in the sur-

rounding media result in spectral and intensity shifts of the photoluminescence

spectrum, which can be detected and converted into the temperature [93–95].

Another example of thermally sensitive light emission from semicon-

ductor structures is Raman scattering. Generally, Raman response is inelastic

scattering of incident light on crystal lattice phonon, thus, the higher the

purity and crystallinity of a nanostructure are, the higher the quality factor

and intensity of the Raman response. The Raman scattering allows mea-

suring temperature either by the spectral shift of the Stokes signal [21, 22]

or by Stokes/anti-Stokes ratio [96]. However, single resonant semiconductor

nanoparticle can significantly enhance Raman scattering by more than 100

times compared to the non-resonant case [17], thus making the detection of

temperature via comparison of Stokes and anti-Stokes scattering signals com-

plicated.

It is worth mentioning that the proposed thermally sensitive light emis-

sion processes allow temperature detection both at relatively low and high

laser pump intensities. High intensities and temperature broadens the emis-

sion spectra and lowers the Q-factor, making detection quite challenging.

There are plethora of optical techniques for thermometries at nanoscale;

however, we believe that the most applicable methods for single resonant

nanostructures are based on intrinsic Raman scattering (see Sec. 1.2.3 for more

details) and photoluminescence of the nanoresonators. First, such methods

do not require extra functionalization or fabrication steps - the generated
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Figure 2.6 — a) Resolution and precision comparison of optical thermometry techniques

adopted from [30]. B) Comparison of sensitivities for optical thermometries based on

quantum dots, up-conversion nanoparticles and nano-diamonds [97].

signal is inherent to the material. Secondly, thermometry cycles are unlimited,

contrary to the thermometries based on dye molecules. At last, a single laser

source can be used both for pumping of the optical heating and Raman or

PL generation. The spatial resolution of the thermometry based on PL or

Raman scattering is mostly governed by the sizes of the structures, whereas

the temperature resolution is limited by the spectral width of the emitted

signal and the resolution of the spectrometer. Comparative analysis for various

thermometry techniques is shown in Fig. 2.6.

Another Raman nanothermometry approach is based on the compar-

ison of Stokes and anti-Stokes signal intensities. It is known that anti-

Stokes/Stokes Raman signals ratio increases with growth of the temperature

of crystallized dielectrics (e.g. silicon [98]). Because of Boltzman distribution

of phonons population, an exponential dependence on temperature is observed

for this ratio:
𝐼𝐴
𝐼𝑆

= 𝑒−
~𝜔0
𝑘𝑇 , (2.1)

where 𝐼𝐴 and 𝐼𝑆 are the intensities of anti-Stokes and Stokes signals, respec-

tively, ~ is the reduced Planck constant, 𝜔0 is optical phonon frequency of

silicon, 𝑘 is Boltzmann constant and 𝑇 is temperature.
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Remarkably, Raman signal can be strongly enhanced at optical res-

onances in all-dielectric designs [17, 35, 41, 99]. However, this property can

reduce the accuracy of such an intensity-based method as Stokes/anti-Stokes

thermometry at high temperatures because of thermo-refractive effects, which

change resonant properties of dielectric nanostructures and, thus, the efficien-

cies of Raman scattering at different wavelengths in a different manner.

The last thermometry based on Raman scattering that is worth men-

tioning for single resonant nanoparticles is the combination of optical and

mechanical processes. The tweezed silicon nanorod can exhibit mechanical

rotation, and the heating temperature of the nanorod trapped by the laser

source can be extracted both via Raman scattering and analysis of the rota-

tional motion.

This section covers basic principles of light emission from all-dielectric

and semiconductor nanoparticles. The analysis and the understanding of the

connection between emission and thermal properties of the particles allows

one to extract the temperature profile of the object at the nanoscale with

sub-10 Kelvin resolution.

2.3.3 Thermo-optical effect

At the elevated temperatures, the optical constants of the solids gen-

erally cannot be considered as constant and start to depend on temperature,

which is referred to as thermo-optical effect. There are several physical mech-

anisms lying in the origin of this effect. One of the most important is related

to the dependence of the electronic band gap on the temperature [100] due to

the thermal expansion of lattice. This effect, along with the temperature-

dependent Fermi level, gives the most significant contribution in thermo-

optical effect in semiconductor materials. Another contribution is related to

the increased scattering rate of electrons in solids due to the enhanced phonon

scattering, however, this mechanism is more important in metals, where the

electron concentration stays almost constant.

Upon the alterations in the temperature, both real and imaginary parts
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of the refractive index change according to the following expression:

Δ𝑛 = Γ(𝑇 − 𝑇0), Γ =
𝑑n

𝑑𝑇

⃒⃒⃒⃒
𝑇0

(2.2)

where Γ is the complex thermooptical coefficient. A conventional semiconduc-

tor, such as crystalline silicon, possesses a relatively high Γ. The value for the

real part is 4.5·10−4 K−1 and the imaginary part is 0.1·10−4 K−1 [101,102]. In

comparison, other conventional semiconductor, GaAs, possesses 4 time lower

value of the thermooptical coefficient. The values of the thermo-optical co-

efficients are summarized in Table 1. One can notice that the most of the

semiconductor materials have a positive real part of Γ. Thermal expansion

leads to larger interatomic distances and, thus, to weaker interaction between

the electronic states and consequent decrease in the band gap. The well-

known general law describing the temperature dependence of the band gap is

as follows:

𝐸𝑔(𝑇 ) = 𝐸𝑔(0)−
𝛼𝑇 2

𝑇 + 𝛽
,

where 𝛼 and 𝛽 are material-dependent constants. The simple reasons re-

lated to thermal expansion provide that for the majority of materials 𝛼 > 0,

which results in positive thermo-optical coefficient Γ′ > 0. However, there is a

number of materials where the temperature dependence of the band gap has

anomalous form and, for instance, 𝛼 < 0 resulting in Γ′ < 0. One can see that

PbTe is one of such materials, with negative thermo-optical constant being

several times higher in absolute values [74,103] compared to others materials.

Recently, a high negative thermo-optical constant of lead halide perovskites

was also reported [82].

From the point of heating a resonant nanostructure, the temperature

change of the refractive index leads to thermal drift of the resonant wavelength:

Δ𝜆0
𝜆0

∼
(︂
1

n

𝑑n

𝑑𝑇
+

1

𝐷

𝑑𝐷

𝑑𝑇

)︂
Δ𝑇.

Here, the first term corresponds to thermo-optical coefficient, while the second

one is related to thermal expansion coefficient and related change in geomet-

rical size of the nanostructure. It allows, for instance, the tuning from non-
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Figure 2.7 — Thermal tuning of metaoptical devices. a) Illustration of the

temperature effect on the far-field optical properties of metasurfaces by employing the

actual scanning electron microscope (SEM) image. By cooling or heating the metasurface

sample, one can operate in either the reflection or transmission regime, respectively [104]. b)

Ultrawide spectral tuning of resonances via heating of semiconductor meta-atoms [103]. c)

Upper row: SEM images of the fabricated Yin-Yang pattern with slightly different

geometries of the two parts. Lower row: optical images of the metasurfaces obtained at 784

nm at different temperatures [105].

radiating to super-radiating states as shown in [40] on a single nanoresonator.

From Table 2.1 one can see that normally, the thermal expansion coefficient

is smaller than the thermo-optical constant, but their contributions to the

relative wavelength shift may be comparable. The recent findings show that

among other materials, perovskite structures may possess quite high value of

thermal expansion coefficient 250 · 10−6 K−1 [83].

Among the possible applications for thermo-optical effect is the tuning

of the optical resonances spectral position in an ultrawide range, as shown in

Fig. 2.7(b). At higher temperatures, the meta-atom’s optical response shows a

significant blue shift [103]. Same feature can be realized for full transparency -

full reflection switching for all-dielectric metasurfaces [104]. Similar approach

can be realized for asymmetric meta-atoms for application in visualization, as

shown for a metasurface of Yin-Yang shape [105].

This section briefly covers some of the works related to thermo-optical

tuning of light responses of nanophotonic structures, showing the potential of

such approach for efficient reversible tuning.
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2.3.4 Temperature-driven phase transition

Another advantage in comparison to the plasmonics related to the pos-

sible degree of freedom for tunable optical heating and resonant response in-

herent for semiconductors is temperature-driven phase transitions. Schemati-

cally, we will divide them into four main thermally-driven phase-transitions: i)

melting ii) crystalline-to-amorphous transition (annealing) iii) reversible phase

transitions in GST or similar materials iv) crystalline lattice phase transitions

in perovskite-like structures.

Upon intense laser irradiation materials tend to experience changes in

their properties and structure when the local temperature exceeds the thresh-

old value. Such changes in the properties upon reaching certain temperature

are called phase transition. A conventional and well-known example of a phase

transition is the melting-crystallization process. The process is reciprocal and

the material can melt and recrystallize upon heating and cooling, respectively.

However, there are also different types of phase transitions that are

not manifested by visual differences and hardly can be detected. These types

of phase transition occur between crystalline and amorphous phases of the

material. Such phase transitions in materials supporing glass-transition effect

are very prospective for designing new photonic nanostructures.

The described phase transitions were demonstrated in c-Si spherical

NPs, that were fabricated by a fs-laser forward transfer [50, 106]. The transi-

tion from a-Si to c-Si is manifested optically via slight changes in the refractive

index in the visible and near-IR spectral range. The nature of the process is the

following: in the c-Si state, the electron transitions in the range from 1.1 eV to

3.4 eV are indirect, thus the radiative transition can be only phonon-assisted.

In contrast, in the a-Si state, the wave vector conservation is not supported,

thus making these transitions possible, which results in the stronger optical

response [107].

If we consider the numbers - the values for the permittivities in both

cases - crystalline and amorphous, they differ quite a bit: 𝜀a−Si = 16.5 to

𝜀c−Si = 14 in the visible range. Spectrally, such difference in permittivities

can shift the position of the Mie resonance in scattering response more than
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50 nm as shown in Fig. 2.8(a) [50]. Zywietz et al. printed an equidustant array

of the a-Si nanospheres. The fabricated nanospheres supported the same MD

Mie response in the same wavelength region. However, the subsequent laser-

induced phase transition to c-Si state in the array of these a-Si NPs resulted

in spectral shift of the Mie-resonances, therefore changing the color of its

microscopic scattering images. This behavior was also employed to modify

locally optical properties of individual a-Si nanoparticles to create a picture

“Si” as shown in Fig. 2.8(b).

Further, the approach of local thermally-induced phase switching was

applied to record various complicated colorful patterns with amorphous Si

nanoparticles prepared by nanolithography [108]. This method is quite use-

ful because it allows creating of c-Si nanoparticles on an arbitrary substrate

(e.g. glass) without employing silicon-on-insulator or silicon-on-sapphire tech-

nologies nor any transfer techniques. Additionally, this technique allowed for

local laser annealing of amorphous silicon nanoparticles with in situ control

of temperature and crystalline state via generated Raman signal analysis [32].

There is another example of phase transitions that should be men-

tioned. The special compound of germanium (Ge), antimony (Sb) and tel-

lurium (Te) - shortly GST - support non-volatile reversible amorphous-to-

crystalline phase transitions forth and back. Such modulations between crys-

talline and amorphous phases in GST materials attracted a great attention in

last years.

In contrast to the moderate change in optical and electrical properties

of amorphous and crystalline phases of silicon, amorphous and crystalline GST

alloys have significant differences in permittivities [109, 110]. This alteration

of permittivity upon phase transition is highly attractive for nanophotonics

application. For example, the optical response can be significantly tuned spec-

trally with the crystallization process as shown in Fig. 2.8(c) [111] and can be

modulated from complete reflection to complete transmission for metasurfaces

made GST disks as shown in Fig. 2.8(d) [112].

Due to low losses for 𝜆 > 1.5 𝜇m, the GST-based nanophotonic designs

employing optical resonances can operate in the near-infrared range.
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Figure 2.8 — Phase-changing of nanoparticles. a) Experimental (blue) and theoretical

(red) scattering spectra of spherical Si nanoparticles. b) Dark-field image of the fs-laser

printed Si NPs. The nanoparticles in the ’Si’ shape figure are crystallized by another laser

pulse [50]. c) Numerical scattering spectra of a single GST nanodisk for different crystalline

states [111]. d) The reflection spectra for the metasurface fabricated of hybrid Si/GST

nanodisks, supporting phase transitions that are manifested by the modulation of the

reflection [112].

Recently, it was demonstrated that a metasurface working in the near-

IR region where the optical losses for GST materials are low, can support

low-order resonances [113]. The fabricated metasurface was designed so that

it supported resonant features both for transmission and reflection at 𝜆 = 2𝜇m

for specific polarization, and non-resonant behavior for other linear polar-

izations. However, for shorter wavelengths, the structure did not support

scattering in non-zero diffraction orders [114], therefore acting as a metama-

terial [113].

In the work of Tian et al. [111], it was demonstrated that the structures

from GST material can support a number of different optical Mie-modes and

allow for active in situ tunability. The significant difference in dielectric per-

mittivities of the crystalline and amorphous phases resulted in a broadband

(Δ𝜆/𝜆 ∼15%) spectral shift of the resonance position (see Fig. 2.8(c)).

In order to shift from IR to visible range, a new concept in all-dielectric
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optical metasurfaces was introduced and experimentally validated based on

a hybrid combination of high-index and low-loss dielectric building blocks

with embedded subwavelength inclusions of chalcogenide phase-change mate-

rials. [112] By using this hybrid approach, the authors were able not only to

provide on-demand dynamic control of light amplitude, but also to deliver a

very high efficiency of operation over a very wide spectral range by a judicious

material choice. The authors demonstrated the flexibility and universality of

our approach by the design and development of hybrid metasurfaces for ap-

plications as switchable spectral filters in the near-infrared and dynamic color

generation in the visible spectrum.

2.4 Laser heating and Raman nanothermometry by Mie-resonant

nanostructures

This section is devoted to the main analysis of the optical heating

phenomena of all-dielectric and semiconductor nanoresonators, which were

considered as lossless and inefficient in light-to-heat conversion applications.

The optimization of Mie-resonances with material parameters can result in

highly laser heating of all-dielectric nanoparticles.

The basic principle of light heating and absorption for single spheri-

cal nanoparticle in homogeneous surrounding environment was developed and

tested before [19,20].

All-dielectric nanoparticles can support strong resonant responses in

the visible range, therefore, their light absorption can vary dramatically. In

this regard, the analytical solution for the continuous-wave laser heating of

a single spherical NP can take into account the resonant nature of the NP.

As a result, the exact solution for the temperature increase of the spherical

NP with diameter 𝐷 in a steady-state heat diffusion equation, infinite exter-

nal boundary conditions and a pre-defined plane-wave source with incident

intensity (𝐼), the NP absorption cross-section (𝐶𝑎𝑏𝑠) defined by Mie theory,

the known thermal conductivity of the surrounding medium 𝜅2, in case the

thermal conductivity of the NP is much greater than that of the environment,

can be found as follows:
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𝛿𝑇𝑁𝑃 =
𝐼𝐶𝑎𝑏𝑠

2𝜋𝜅2𝐷
. (2.3)

Figure 2.9 — Optical heating of spherical NPs. (a) Schematic of the optical heating and

thermometry concept. Calculation results for theoretical optical heating in homogeneous

aerial environment for single spherical NPs with fixed wavelength/diameter ratios 𝜆/𝐷 as a

function of various real and imaginary parts of the permittivity: (b) 𝜆/𝐷 = 10; (c)

𝜆/𝐷 = 2.8. The green arrowed lines in b) and c) correspond to values of Re(𝜀) and Im(𝜀)

for specific real material dispersions. The direction of the arrows corresponds to increase of

the wavelength. The numbers indicate the wavelength region in microns. Adopted from [21].

The results of the optical heating calculations can be found in the

colormaps depicted in Fig. 2.9(b,c). The optical heating temperature for

spherical nanoparticle in aerial media of different real (from -10 to 30) and

imaginary (from 0 to 5) parts of permittivity in case of small nanospheres

(wavelength/diameter ration = 10) are shown in Fig. 2.9(b), and the same

calculations, but for the larger NPs, where the wavelength-to-diameter ra-

tio is 2.8, are shown in Fig. 2.9(c). While the size of the NP is still too

small to support Mie resonances, only nanospheres with negative real part

of permittivity (metals) support optical heating, which one can clearly see

from Fig. 2.9(b). However, upon increasing the diameter of the NPs until

wavelength-to-diameter ratios reaches 𝜆/𝐷 = 2.8 (Fig. 2.9(c)), the hot sopts

appear in the region of positive real part of the permittivity, which correspond

to the dielectric and semiconductor materials. This happens due to excitation

of different Mie modes in the nanosphere. What is more fascinating about

this results is that the increase of the imaginary part of the permittivity does

not necessarily lead to the total increase of the optical heating temperature.

For deeper understanding of the underlying physics and the explanation
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of the origin for efficient optical heating of materials that are considered to be

lossless, i.e. all-dielectrics and semiconductors, upon resonant laser excitation

of Mie modes, one should start the consideration from the classical general

expression for the absorbed electromagnetic power P:

𝑃 =
1

2
Re

∫︁
𝑉
J*(r)E(r)𝑑𝑉 (2.4)

where J(r) stands for the current density, E(r) is the electric field inside the

object, and the integration is performed over the volume of the considered

nanoobject 𝑉 . The expression in Eq. 2.4 gives understanding that the higher

electromagnetic field inside the nanoobject and higher the current density is,

the greater the total absorbed power is. Moreover, one should keep in the

mind that J = 𝜎E and 𝜎 = 𝜀0𝜔Im(𝜀), where 𝜀0 is the vacuum permittivity, 𝜔

is the incident light frequency and 𝜎 is the electric conductivity.

The integration of Eq. 2.4 over an arbitrary NP volume supporting

Mie modes allows to modify the Eq. 2.4 in terms of an effective mode volume

𝑉eff and spatially-averaged field enhancement factor 𝐹=< |𝐸|2 >/|𝐸0|2, which
gives information on the amount of energy that can be stored inside the NP

and where |𝐸0| is the incident electric field magnitude. Therefore, one can

modify Eq. 2.4 for the total absorbed power as follows:

𝑃 ∼ 𝜎𝐹 2 𝑉eff . (2.5)

The total absorbed power now has 3 different independent contribution

factors 𝜎, 𝐹 2 and 𝑉eff , which all have significant influence on total optical

heating temperature 𝛿𝑇𝑁𝑃 . The following subsections will consider all the

factors separately.

The nonradiative losses factor. As it was shown by the expression in

the Eq. (2.5), the increased Ohmic losses do not necessary raise the total

absorption of light by the NP, the same goes for the total optical heating. If

we consider the increase of the imaginary part of the permittivity, that would

necessary lead to increase of the electric conductivity; however it would also

significantly affect the resonance quality factor Q by reducing it, therefore

lowering the 𝜎𝐹 2 factor. Thereby it should be examined in more details.
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The optical resonances can be described by the ’toy model’ of the os-

cillator with friction, with some assumptions. Therefore, near the optical

resonance frequency 𝜔0, the field enhancement factor 𝐹 can be expressed as

𝐹 ∼ 1/
(︀
𝜔2
0 − 𝜔2 − 𝑖𝜔𝛾

)︀
, where 𝛾 stands the total optical losses of the system.

If one looks more closely, the total optical losses have two general contribu-

tions: 𝛾 = 𝛾rad + 𝛾ohmic, radiative and nonradiative (or Ohmic) losses. The

nonradiative part is proportional to Im(𝜀), thus 𝜎𝐹 2 factor at the resonant

frequency 𝜔0 is proportional to ∼ 𝛾Ohmic/(𝛾Ohmic + 𝛾rad)
2, thereby, one can see

that very high Ohmic losses lead the total absorbed power to zero.

The direct and pretty simple assumptions lead to following: at the

certain value of 𝛾rad, the maximum value that the factor (𝜎𝐹 2)max can reach ∼
1/(4𝛾rad). The maximum value is achieved when the 𝛾Ohmic ≈ 𝛾rad. Radiation

losses 𝛾rad can be minimized by taking a resonant nanoparticle whose size

is much smaller than the wavelength 𝜆. This can be obtained in case of

plasmonic NP supporting localized surface plasmon resonance (LSPR) with

a given plasma frequency 𝜔𝑝, where 𝛾rad ≪ 𝛾Ohmic. At the LSPR, the 𝛾rad is

equal to ≈ 𝜔3
0/𝜔

2
𝑝(𝜋𝐷/𝜆)

3. This analysis leads to the fact that 𝛾rad is relatively

small compared to 𝜔0 due to the ratio (𝐷/𝜆)3.

Indeed, these predictions and estimation are proven analytically and

can be seen in Fig. 2.9(b), where in case of relatively small NPs (𝜆/𝐷 = 10)

the resonance occurs only in the region of negative real part of the permittivity

Re(𝜀), and highest temperature value is achieved at relatively small values of

imaginary part of the permittivity Im(𝜀), where 𝛾Ohmic ≈ 𝛾rad.

The opposite scenario appears for bigger NPs, which can be seen in

the Fig. 2.9(c). The presence of the hot spots for optical heating in positive

range of real part of the permittivity means that semiconductor NPs can be

optically heated very efficiently. For example, radiation losses 𝛾rad for dipole

modes is rather high, and highest temperature is achieved at bigger Ohmic

losses. On the other hand, if one considers higher-order resonances, e.g. MQ,

one should expect smaller 𝛾rad, and, therefore, the optimal laser heating would

appear lower values of 𝛾Ohmic. The latter one can bee seen for higher Re(𝜀) in

Figs. 2.9(b,c).
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Figure 2.10 — Semiconductor doping. a) Schematic of a spherical nanoparticle optical

heating by plane wave irradiation in homogeneous media. Picture adopted from [31]. b)

Real (blue) and imaginary (red) parts of refractive index as a function of doped free carriers

concentration. c) Maximum values of scattering (red) and absorption (blue) cross-sections

in 800 to 1600 nm excitation wavelength at different doping levels for magnetic octopole

(MO) mode only. d) Optical heating temperature of single spherical nanoparticle with 315

nm radius with refractive index defined by b) and c) as a function of doping level. e)

Optical heating of spherical nanoparticle as a function of doping carrier concentration at a

certain optical mode - MO, MQ, EQ - magnetic octopole, magnetic quadrupole, electric

quadrupole modes, respectively.

One of the possible ways to vary the nonradiative losses of the nanores-

onator and, thus, the nonradiative losses of optical mode, is to dope the

nanoresonator material with free carriers before fabrication. Doping of a sin-

gle conventional semiconductor nanoparticle is still quite a challenging task

except for some nanostructures based on hybrid halide perovskites, where one

can achieve a drastic change in the optical and conductive properties by in-
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situ nanoparticles doping [90]. In this regard, for doping, one should consider

the films that would be subsequently reshaped by lithography techniques into

metasurfaces and nanoparticles. However, in order to show only the proof of

concept, we will consider calculation of optical heating without loss of gener-

ality of the statement. Strickly speaking, a resonant silicon nanodisk is a more

reasonable structure for consideration, but, nevertheless, the excited optical

modes in the nanodisks are similar to those that can be excited in nanospheres,

and the total optical heating can be also analytically estimated by using the

expression from [20].

To start with, it is necessary to estimate the effect of doping on optical

and conductive properties of the material, since it impacts significantly on

optical properties [115]. The free carrier contribution to the semiconductors

permittivity is described by a Drude model [116]:

𝜀′ = 𝜀∞
(︁
1 −

𝜔2
𝑝𝜏

2

1 + 𝜔2𝜏 2

)︁
(2.6)

𝜀′′ =
𝜀∞𝜔

2
𝑝𝜏

𝜔(1 + 𝜔2𝜏 2)
, (2.7)

where the plasma frequency 𝜔𝑝 and scattering time 𝜏 are defined as 𝜔𝑝 =√︁
𝑁𝑒2

𝑚𝑐𝜀∞𝜀0
and 𝜏 = 𝜇𝑚𝑐

𝑒 , where 𝑁 is the free carrier concentration, 𝑒 is the

electron charge, 𝑚𝑐 is the conductivity effective mass and for n-type doping of

silicon 𝑚𝑐 = 0.26 ·𝑚𝑒,𝑚𝑒 is the electron mass, 𝜀0 and 𝜀∞ are the permittivity

of free space and the high-frequency permittivity, respectively, and 𝜇 is the

free carrier mobility.

The mobilities of carriers, both electrons and holes, have similar de-

pendence on the introduced doping: at relatively low values of doping con-

centrations, the mobility remains almost constant and is mostly limited by

phonon scattering. Upon reaching higher doping concentrations, the mobility

lowers due to the scattering on the ionized doping atoms. The real mobility

value also strongly depends on the type of dopant.

The mobility at a particular doping density is obtained from the fol-

lowing empiric expression:

𝜇 = 𝜇𝑚𝑖𝑛 +
𝜇𝑚𝑎𝑥 − 𝜇𝑚𝑖𝑛

1 +
(︀
𝑁
𝑁𝑟

)︀𝛼 , (2.8)
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where fitting parameters for phosphorous doping of silicon 𝜇𝑚𝑖𝑛 = 68.5 𝑐𝑚2/𝑉 ·
𝑠, 𝜇𝑚𝑎𝑥 = 1414 𝑐𝑚2/𝑉 · 𝑠, 𝑁𝑟 = 9.2 · 1016 𝑐𝑚−3, 𝛼 = 0.711.

The mobility of the carriers and concentration affects the permittivity

of the material according to the Eq. 2.6. A slight change of the real part of

permittivity affects the spectral position and quality factor of the resonance,

as one can see in Fig. 2.10(d) where temperature of the nanosphere of 315nm

radius under plane wave illumination (as schematically depicted in Fig. 2.10(a)

is shown. The imaginary part of refractive index defines the absorption in bulk

material and, therefore, optical heating. One can notice the blue shift of the

excited optical modes with increase of the doping level. This occurs due to

decrease of the refractive index as one can see from Fig. 2.10(b). On the other

hand, the increase of the free carriers with doping level increases dramatically

the imaginary part of the refractive index, thus lowering the Q-factor of the

mode, therefore spectrally broaden the resonance. However, after reaching

certain level of carriers concentration, further doping does not boost optical

heating, therefore it means that higher nonradiative losses do not necessarily

lead to enhanced absorption and optical heating.

The latter one is explicitly shown in Fig. 2.10(e) where optical heat-

ing at certain optical modes MO, MQ, EQ (magnetic octopole, magnetic

quadrupole, electric quadrupole modes, respectively) for different levels of

doping is shown. Each particular optical mode is described by its radiative

losses 𝛾𝑟𝑎𝑑 and non-radiative losses, which are mostly Ohmic due to Joule

heating 𝛾𝑂ℎ𝑚𝑖𝑐. The latter one is defined by the imaginary part of refractive

index, therefore by doped carriers concentration. In general, the higher the

optical mode order is the better its quality factor and lower the radiative losses

𝛾𝑟𝑎𝑑. Thus, the balance between the radiative and non-radiative losses occurs

at lower doping concentrations. Indeed, for higher order and higher Q-factor

MO mode, the optimal optical heating is being reached at lower doping lev-

els, whereas for MQ and EQ losses match at higher doping concentration.

This result is consistent with previous predictions for plasmonic [117] and all-

dielectric [118] nanoparticles described by Prof. Tribelsky and co-authors. The

so-called ultimate absorption (UA) regime is being realized, where absorption
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matches scattering, as manifested in [118], therefore, the most efficient optical

heating occurs at the same conditions. The Fig. 2.10(c) depicts the maximum

scattering cross-section and the maximum absorption cross-section of a single

spherical nanoparticle of 315 nm radius at different values of doping for MO

contribution only. Such an approach has already been successfully employed

by the author in case of nanodisk resonator optical heating [119].

Effective mode volume factor. Another factor that contributes greatly

to the total absorption of light by the NP and, therefore, contributes to the

heating, is the effective resonant optical mode volume inside the nanoresonator

𝑉eff . In the general case, the larger the nanoparticle size is - the greater the

optical heating. However, one should note that 𝑉eff can significantly vary such

an assumption. If one considers a plasmonic nanoparticle, where the real part

of the permittivity is negative (Re(𝜀)<0), the skin-layer depth starts to govern

the effective mode volume. Namely, the typical skin depth, i.e. the distance

where the light propagates inside the material with decrease in field magnitude

by 𝑒 times, for plasmonic materials is hardly greater than 𝛿 ≈ 20 nm in the

visible range. Therefore, the 𝑉eff for plasmonic nanoparticle is defined by the

skin depth as follows: 𝑉eff ≈ 𝜋𝐷2𝛿. In contrast to the plasmonic materials

and NPs, the dielectric and semiconductor ones are mostly transparent to the

light in the visible range, therefore the effective mode volume is ususally of

the order of the physical volume of the NP. To be more precise, for Mie type

resonance, the effective mode volumes can be defined as 𝑉eff ≈ 𝜋𝐷3/6.

The straightforward conclusion that comes from the effective mode

analysis is that for dielectric and semiconductor nanoresonators, the increase

of the size of the nanoresonator increases the optical heating temperature.

The same approach for the plasmonic ones is much less effective.

The general conclusion for such an analysis of optical heating of semi-

conductor and all-dielectric nanostructures can be described as follows: the

efficient optical heating in resonant semiconductor and all-dielectric nanopar-

ticles can be achieved when the balance of the losses is obeyed, i.e. radiative

and Ohmic losses are equal. Since the inherent Ohmic losses in all-dielectric

materials are low, one should consider bigger particles that support high-order,



111

high-Q, narrow optical modes that also possess low radiative loss channel. In

contrast, the plasmonic ones are showing the best performance when the sizes

of the NPs are rather small [19].

Optical heating with temperature feedback . The major advantage of

the crystalline semiconductors over the plasmonic materials is the presence

of the Raman scattering, which can be efficiently used as a thermal probe.

Moreover, resonant crystalline NPs supporting Mie modes can dramatically

increase the Raman scattering intensity by two orders of magnitude [17], which

subsequently can provide direct Raman-shift based thermometry. Indeed, the

optical heating of a single nanoresonator can be seen from the Raman scat-

tering spectra as a spectral blue-shift upon higher temperatures, as shown

in Fig. 2.11(a). Moreover, it was well studied both theoretically and experi-

mentally by M. Balaknski et al. [22] that due to anharmonic effects in lattice

vibrations, spectral line position of Raman scattering is known to be thermally

sensitive. Indeed, the frequency of optical phonon line responsible for Raman

scattering (Ω) is governed by the temperature as follows:

Ω(𝑇 ) = Ω0 + 𝐴

(︃
1 +

2

𝑒𝑥 − 1

)︃
+𝐵

(︃
1 +

3

𝑒𝑦 − 1
+

3

(𝑒𝑦 − 1)2

)︃
, (2.9)

where Ω0 = 528 cm−1, A = -2.96 cm−1, B = -0.174 cm−1,

𝑥 = ~Ω0/2𝑘𝑇 , 𝑦 = ~Ω0/3𝑘𝑇 for crystalline silicon [22].

The straightforward correspondence between the Raman scattering

spectral position and the temperature provides great opportunity for Raman

nanothermometry [23].

Fig. 2.11(a) depicts the spectral shift of the Raman spectra upon in-

creased incident laser intensity. One can determine from the Eq. 2.9 that

the spectral blue-shift from ambient conditions to 509 cm−1 corresponds to

the optical heating by Δ𝑇 ≈ 600 K. Moreover, the method based on Raman

nanothermometry and optical heating allows for precise sub-𝜇𝑚 resolution 2D

mapping of the temperature distribution of the nanoobjects by means of fine

positioning with piezo-stage. It is worth noticing, that during the experimen-

tal studies, no irreversible changes of phase, shape or size of the NPs were

oberved.
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Figure 2.11 — Laser heating and Raman thermometry of c-Si NPs. a) Experimental

Raman scattering spectra for a 350 nm diameter spherical c-Si NP on a glass substrate. b)

Experimental (red circles) and numerically calculated (red solid lines) optical heating of

spherical c-Si NPs. Blue lines corresponds to spherical gold NPs optical heating. The

considered wavelength 𝜆 = 633 nm and light intensity 𝐼0 = 2 mW/𝜇m2. Adopted from [21].

The method described in this section, based on thermally sensitive Ra-

man scattering, allows one to examine the temperature of the NP made of

various semiconductor materials, under arbitrary laser excitation, for vari-

ous values of other properties, and, what’s more important, in a very broad

temperature range of up to 1000 K, as shown in Fig. 2.11(b). The optical

heating and Raman nanothermometry are in great agreement with the the-

oretical calculations and the results are reproducable. It should be notec,

that the experimental data was well described without taking into account

thermo-optical nonlinear effects in the nanoresonator materials, which actu-

ally might sufficiently change the refractive index, thermal conductivity of the

heated materials and, therefore, the optical resonances and optical heating

performance [24].

It was shown theoretically and proven experimentally that the optical

heating of the c-Si NPs is very sensitive to the resonant conditions, therefore

the optical heating is strongly dependent on the diameter of the nanospheres,

as one can see from Fig. 2.11(b). The general concept is that the more precise

one can tune the NPs size to the resonant condition, the stronger Raman shift

will be observed in the experiment, therefore, the stronger optical heating is

achieved. The Fig. 2.11(b) shows pronounced resonant behavior from which
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Figure 2.12 — Schematic of basic principle of the optical heating of the all-dielectric

nanoresonators.

one can conclude that low-order optical modes (ED) do not support highly

efficient optical heating (roughly 160 nm in diameter), however at 230 nm

diameter, the c-Si nanoparticle possesses MQ optical resonance. The higher-

order modes appearing in larger NPs do not sufficiently improve the optical

heating performance. Thereby, one can conclude that for the case of optical

heating of single crystalline silicon nanosphere by HeNe CW-632.8 nm laser,

the most optimal condition is the MQ mode.

Such optical heating of a single resonant all-dielectric nanoparticle

already demonstrated its applicability for coversion of solar energy into

heat [120–122]. Moreover, such laser heating might be prospective for as-

trophysics applications [123].

This section covers the main aspects of optical heating of a single reso-

nant all-dielectric nanoparticle under CW laser illumination. The basic prin-

ciple described in is shown in Fig. 2.12 , where light excites optical modes

in the nanoresonator, and reaching the balance between radiative and non-

radiative channel of losses, the most efficient optical heating is realized. The

next sections and chapters mostly follow this concept of the efficient light-to-

heat conversion in a single nanoresonator.
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2.5 Hybrid plasmonic-dielectric nanostructures for enhanced

optical heating and sensitive Raman thermometry

Single homogeneous nanoresonators made of all-dielectric materials de-

scribed in previous sections are not the only selection for simultaneous optical

heating and temperature probing via Raman response. Recently, dimer or

hybrid structures combining advantages both of plasmonic and all-dielectric

materials, with a high degree of electromagnetic field localization, attracted a

great attention among the nanophotonics researchers [124].

Figure 2.13 — Core-shell nanoparticles in nanophotonics. a) Schematic of typical

core-shell nanoparticles, namely, spherical, hexagonal, multiple cores in a single shell,

nanomatryoshka, hollow centre of the shell with a movable core. Adopted from [126]. b)

Schematic of a core-shell nanoparticle for upconversion photoluminescence [127]. c)

Schematic of the optimization of light absoprtion by a single multi-layered sphere [128]. d)

Tunability of core-shell scattering with phase-changing materials from non-radiating to

super-radiating state [129].

The system consisting of two resonators, made either of the same or

different material, closely located in space, is called a dimer strucutre. Such

dimer structures already demonstrated their efficiency in nonlinear light gener-

ation [125], field localization [14] and sensing [15]. However, such systems are
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difficult for implementation in some applications that require the use without

the substrates. Thus, the simplest case of hybrid nanoantenna for advanced

light manipulation is a spherical core-shell nanoparticle consisting of a spheri-

cal core and a hollow homogeneous concentric shell made of another material.

Fig. 2.13 depicts some of the applications of core-shell structures in

nanophotonics. Some of them might not support Mie-resonances in the vis-

ible range and enhance optical effects due to material and surface proper-

ties [127](see Fig. 2.13(b)). The other type of core-shell nanoparticles, sup-

porting Mie-resonances in the visible range, allow for advanced light manip-

ulation through the intereference of the optical modes, thus realizing super-

absorption regime [128], shown in Fig. 2.13(c). Indeed, the optimization of

geometrical parameters of the nanoresonator can lead to optimized light ab-

sorption [130]. Moreover, such core-shell strcutures allow switching from su-

perscattering to non-scattering regimes due to reversible phase transition in

GST shell material [129], as briefly shown in Fig. 2.13(d) or unidirectional

scattering [131].

In this section, we focus mainly on the metal-semiconductor (gold-

silicon) hybrid core-shell nanospheres for realization of efficient optical heating.

The approach for calculation of the scattering and absorption, which

mostly governs the total optical heating, is based on the method described in

sections 1.1.1 and 1.1.2.

Figure 2.14 — Optical heating of core-shell nanoparticles a) Total scattering

cross-section of a single silicon nanosphere with a hollow center of 15 nm radius. b) Total

scattering cross-section of a single core-shell nanoparticle of silicon shell with a core made of

15-nm radius gold nanosphere. c) Optical heating of a single core-shell nanoparticle of

silicon shell with a core made of 15-nm radius gold nanosphere. Adopted from [132]

Fig. 2.14 depicts theoretical study of a gold-silicon core-shell nanopar-



116

Figure 2.15 — Plasmonic gap nanocavities. a) Effective mode volume versus quality

factor of the resonator and a schematic of the plasmonic nanocavity [133]. b) Plasmon

nanocavity for single molecule sensing [134].

ticle in terms of optical heating and scattering. The left colormap map shows

the total scattering cross-section of light by a single hollow silicon nanosphere

with various radii. The radius of air space inside the silicon shell is 15 nm.

This is done in order to show the contribution of golden core to the total

scattering and absorption. One can see from Fig. 2.14(b) that spectral re-

gion between 850 and 900 nm, with radii between 115 nm and 165 nm, shows

a decrease in the scattering signal for core-shell strucutre with fixed golden

core radius in comparison to the case of a hollow silicon shell. This means

that the excited optical modes inside the core and shell destructively inter-

fere in the far-field scattering domain, and this results in a better absorption

and electromagnetic field localization inside the core-shell which one can see

from the Fig. 2.14(c), where optical heating of such a core-shell structure is

shown. Strictly speaking, in order to determine such an optical state, one

should carry out the mode decomposition of the scattering response; however,

according to the section 2.2, such nanophtonics behaviour might be consid-

ered as ’anapole-like’. Therefore, core-shell nanospheres give enough degrees

of freedom for theoretical realization of anapole-enhanced resonant optical

heating [132].

Another interesting example for possible hybrid approaches for efficient

optical heating and thermometry is based on gap cavities.

Fig. 2.15 depicts plasmonic gap nanocavities, which are formed with a

plasmonic resonant nanoparticle and a plasmonic substrate (a surface). The
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substrate covered with plasmonic material acts as a reflector that strongly

enhances the field in between the surface and nanoparticle, resulting in a very

high-Q resonance. The dye molecules or other organic materials play a role of

a neutral density spacer between the substrate and the sphere, thus extremely

localizing the electromagnetic field in a very tight volume [133, 134]. Other

types of plasmonic structures for enhanced sensing are dimer or trimer struc-

tures consisting of similar nanoparticles that allow enhanced fluorescence [135]

or Raman scattering [136]. Even though it was shown that gold nanoparti-

cles can support thermometry [6], the collection time and applicability in real

problems remains quite challenging. In this regard, non-plasmonic sensing

platforms based on semiconductor materials with Raman-active phonons can

provide optical efficient thermometry. First, semiconductor resonant nanos-

trucutres already demonstrated great performance in biological applications

including enhanced Raman response [15, 137], molecular bar-coding [28, 29],

enhanced fluorescence of single molecules [138] and many other biosensing

examples [139].

In this section, we propose a hybrid plasmon-dielectric platform for

simultaneous optical heating and thermometry based on a nanogap cavity:

a silicon nanosphere placed on top of a golden surface with proteins on the

surface of the substrate playing the role of a spacer.

The proposed system, analyzed in the Fig. 2.16, consists of a silicon

spherical nanoparticle, supporting Mie-resonance in the visible and substrate

with a homogeneous gold layer deposited on the surface. Since the laser exci-

tation source used for excitation of Raman scattering in this work was HeNe

CW laser with a wavelength of 632.8 nm, it was necessary to calculate local

electromagnetic field enhancement and distribution within the nanogap. The

field enhancement spectrum for different sizes of the NP and the distribu-

tion shown in Fig. 2.16(a,b), demonstrate pronounced resonant peaks, which

correspond to specific optical modes excited in the silicon nanosphere. The

best performance in such systems was observed at the ED resonance. This

happens due to the polarization of the nanosphere and the fact that induced

dipole moment interacts with the gold substrate, resulting in a significant en-
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Figure 2.16 — Hybrid Si-Au nanogap cavity. a) Maximum electric and b) magnetic

field magnitude normalized over the magnitude of the incident field for excitation at a

wavelength of 633 nm. Insets depict the field distribution for different linear polarizations.

c) Experimental Raman scattering spectra of protein molecule inside the nanogap (red line)

and on a gold substrate without silicon nanoparticle (black line, scale factor x104). Adopted

from [30].

hancement of the elctromagnetic field inside the nanogap. Such an excited

ED optical state demonstrates a dramatic enhancement of the Raman scat-

tering signal from the protein molecule located inside the nanogap, showing

the 4-fold improvement of the signal. Moreover, the silicon nanosphere serves

as temperature indicator of the whole system, making it possible to probe the

temperature of the protein unfolding process in situ, which was experimentally

shown in [30].

Another peculiar aspect of such a system is the optical heating perfor-

mance. The trade-off between the efficient electromagnetic field enhancement

for sensing applications and avoiding hyperthermia for proteins in the nanogap

remains a challenge. For this purpose, a theoretical analysis of optical heating

in such a system was carried out in numerical commercial software COMSOL
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Figure 2.17 — Nano-gap size impact on optical heating. a) Maximum temperature of

the NP and b) electric field magnitude in the hybrid nanogap consisting of a silicon

nanosphere and a gold layer on top of the substrate. Adopted from [140].

Multiphysics. Fig. 2.17 depicts the calculated maximum temperature of the

NP for varying distance ℎ between the NP and the surface. The distance ℎ

increased up to 40 nm dramatically lowers the electromagnetic field enhance-

ment since the resonant coupling appears in the near-field region between the

ED mode of the silicon sphere and the gold layer. However, this distance

increases the aerial medium that surrounds the NP and, therefore, strongly

lowers the thermal conductivity, thus resulting in higher final temperature

of the NP. On the other hand, if one decreases the gap size down to several

nanometers, the field enhancement will dramatically increase, with a sufficient

decrease of optical heating efficiency. The limit case of nanosphere in contact

with the gold layer without any spacers will result in roughly negligible optical

heating, since the gold layer will play a role of an infinite heat sink with great

thermal conductivity with respect to the silicon sphere [140].

This section was devoted to the basic and general properties of simple

hybrid metal-dielectric structures for advanced optical heating and sensing via
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Raman scattering.

2.6 Advanced bio-medical applications

As it was already mentioned before, the tight ’union’ between nanopho-

tonics and biomedicine resulted in a wide range of unprecedented applications

of optical concepts in real life. In recent decades, nanophotonics and biopho-

tonics were mostly associated with plasmonic structures and nanoparticles -

either due to their outstanding light-to-heat conversion properties [26] or elec-

tromagnetic field localization [27]. However, in the past few years, more and

more bio-applications of nanophotonics are taking place basing on all-dielectric

materials and optical responses [28–30]. The approach on using all-dielectric

nanophotonics for biomedical applications is mostly based on excitation of sin-

gle optical Mie modes or their combinations and collective resonances. One of

the possible advantages of all-dielectric structures for biomedical applications

is the ability for temperature probing via Raman scattering or PL signal. In

this section we suggest using all-dielectric nanoparticles for optical thermal

trigger for drug release in microcarrier systems for targeted medicine delivery.

There is a number of possible prominent and prospective applications

for resonant all-dielectric nanoparticles created for optically-responsive deliv-

ery sytems [141].

Fig. 2.18 schematically depicts possible optically-responsive delivery

systems before and after interaction with laser, starting from conventional

single plasmonic nanoparticles functionalized with drug agents, which can be

activated via light-to-heat conversion by means of absorbed laser irradiation.

The same concepts is used with dielectric nanoparticles - either solid, porous

or unevenly shaped structures, they release drug agents upon photoactivation.

More complicated carrier systems, for instance, are based on polymer carri-

ers with drug agents located inside the carrier. The drug release is realized

through the the rupture of the capsule by laser radiation. The use of plas-

monic or semiconductor target nanoparticles lowers the effect on biological

tissues, since they require less light energy to achieve the sufficient tempera-

ture in order to break the capsule wall. We believe that such approach with
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Figure 2.18 — Optically-responsive carrier systems. Schematic of optically-responsive

carrier systems for targeted drug delivery. Adopted from [141].

a combination of temperature responsive resonant semiconductor NPs and

microcarrier systems might be very efficient.

In this regard, we start our analysis from the selection of non-cytotoxic

semiconductor materials that would i) support resonances in the visible range,

keeping the subwavelength size, ii) be Raman active in order to measure tem-

perature in a fully optical way and iii) have proper value of optical losses for

efficient conversion of light to thermal energy.

According to Fig. 2.9(c), crystalline silicon and iron-oxide (𝛼-Fe2O3)

nanoparticles might be promising candidates for efficient optical heating in

aqueous media. Moreover, 𝛼-Fe2O3 serve to be a great material from cytotoxic

point of view [142] because it is compatible for bio-applications. As one can

see from Fig. 2.19, 𝛼-Fe2O3 NPs demonstrate a great advantage compared to

gold and silicon nanospheres during optical heating in aqueous medium. It

is manifested via broader spectral region of optical heating and higher values
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Figure 2.19 — Optimization of heating parameters. Optical heating of spherical

nanoparticles with various radii in a homogeneous aqueous medium for a) gold, b) silicon

and c) 𝛼-Fe2O3 materials. d) Schematic of the calculation of optical heating. Comparison of

optical heating between 𝛼-Fe2O3 NPs with e) gold NPs at 530 nm and f) silicon at near-IR

790 nm. Adopted from [31].

of obtained temperature, thus making 𝛼-Fe2O3 NPs a perfect candidate for

optical heating and sensing in bio-applications. Another advantage of 𝛼-Fe2O3

NPs over silicon is the higher number of Raman-active phonon lines [143],

which allow a more precise temperature measurement via averaging the values

obtained from the individual Raman response line.

Further, such 𝛼-Fe2O3 NPs were embedded into the walls of polymer

drug agent carrier as shown in Fig. 2.20(a). The presence of the NP plays the

role of a target for laser heating and further rupture of the capsule.

The implementation of 𝛼-Fe2O3 resulted in the direct measurement

of the temperature of the drug release from the capsule. The measurement

by means of Raman thermometry showed that the mean value of the cap-

sule rupture temperature is roughly 170𝑜. Worth noticing that on a scale of

5𝜇𝑚 distance from the nanoparticle, the temperature decreases by an order
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Figure 2.20 — Polymer drug carriers with embedded 𝛼-Fe2O3 nanoparticles. a)

Schematic of the concept for drug delivery systems based on microcapsules with 𝛼-Fe2O3

NPs embedded into the wall for photothermal activation of the drug release process. (b)

Histogram of the quantity of 𝛼-Fe2O3 nanoparticles successfully trapped in the polymer

carrier wall. Inset: Typical SEM images of the fabricated capsules. Scale bar is 2 𝜇𝑚. (c)

Histogram of the observed capsule rupture upon laser radiation. The temperature values

were obtained via Raman thermometry. (d) Bright-field microscopy images of the capsule

before and after laser irradiation. (e) Released VCR concentration as the function of time

with laser irradiation (red) and without (blue). (f) CC viability after target delivery

experiments with laser induced activation of the drug release. Red columns correspond to

CC, pink columns correspond to the stem cells (control). Different columns correspond to

different initial polymer capsules concentration. Adopted from [31].

of magnitude.

As a proof of concept, the delivery and optical rupture of the polymer

drug carrier and subsequent release of anticancer drug vincristine (VCR) with

lowered near-IR laser of of 4.0×104 W/cm2 intensity, operating in biological

tissue transparency window, by means of efficient optical heating and nanoth-

ermometry of 𝛼-Fe2O3 NPs, was shown. The biological tests are performed

on two primary cell types: (i) carcinoma cells, as an example of malignant

tumor, and (ii) human stem cells, as a model of healthy cells (Fig. 3(e,f)).
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Further, this concept was proven experimentally for carcinoma cells.

The capsule loaded with anti-tumour drug VCR successfully released the drug

agent upon laser irradiation and subsequent thermally-induced rupture of the

capsule (Fig. 3(e,f)). Moreover, the laser intensities were rather moderate, so

that the control cells (stem cells) were relatively unaffected. The biological

part of the work was done by Dr. Mikhail Zyuzin and Dr. Alexander Timin

and can be found in [31].

Chapter conclusions

In conclusion to the chapter, it was shown that a single Mie-resonant

semiconductor nanoparticle can serve as a simple and “all-in-one” (heater-

thermometer) nanoplatform which supports effective ligh-to-heat energy con-

version and broad-range of temperature sensing. In particular, such nanosys-

tem demonstrated its efficiency for bio-medical applications requiring pho-

tothermal interaction.

The scientific statement presented for the defence:

• Resonant optical excitation of Mie modes in a semiconductor nanopar-

ticle with balanced radiation and non-radiation losses provides the most

effective optical heating in comparison with other loss ratios for the given

optical mode.

Key novelty includes, but is not limited by:

• The first experimental demonstration of simultaneous continuous wave

HeNe (632.8 nm) laser-induced optical heating and nanoscale thermom-

etry by resonant Raman-active semiconductor nanostructures.

• The first demonstration of the Mie resonant semiconductor nanoparticle

optical heating and nanothermometry via Raman scattering for drug

delivery applications. The 𝛼-Fe2O3 nanoparticles were used as the target

for near-IR laser excitation for efficient conversion of light to heat in the

walls of polymer drug agents and as the direct optical temperature probe

via thermally-sensitive Raman scattering. As the proof of concept, the

successful in vitro delivery and remote optically-induced thermal rupture

of the polymer carrier was shown by means of laser heating of the target
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𝛼-Fe2O3 nanoparticles with subsequent release of the antitumour drug

agent vincristine. The proposed system worked at the moderate laser

intensity value as low as 4.0×104 W cm−2.

The main results of the chapter are published in papers [21,30,31,119,

132,140].
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CHAPTER 3. CONTROLLABLE PHASE
TRANSITIONS STIMULATED BY LASER
HEATING AND PROBED BY RAMAN

NANOTHERMOMETRY

As it was described earlier, the material and structure properties can be

tuned laser-induced processes: glass-like transitions and melting-solidification.

In this chapter, both methods will be covered for controllable laser annealing

and melting of the nanoresonators with the Raman scattering feedback that

serves both as a thermal probe and the crystalline-phase probe.

3.1 Controllable laser-induced amorphous-to-crystalline phase

transition in single nanoresonators

It was shown that simultaneous laser heating of semiconductor nanos-

trucutre and nanothermometry using thermally-sensitive Raman scattering

can be promising for a number of nanophotonics applications associated with

photothermal processes. In this chapter, crystallization of optically resonant

nanodisks made of amorphous silicon, caused by local optical heating, was

studied. The phase transition and temperature control were performed us-

ing Raman scattering. It was found that the temperature of the onset of

the phase transition from the amorphous to the crystalline state for a sin-

gle silicon nanodisk is about 900°C. Further, the polycrystalline nanodisk has

already demonstrated the possibility of multiple reversible optical heating in

the temperature range 300÷1000 K.

Indeed, the substrate material plays a significant role for resonant opti-

cal heating in two ways: first, high-index substrates lower the optical contrast

with the nanoresonator material, therefore decreasing the Q-factor of the res-

onances, and second, the substrate is the dominant thermal sink for the heat

leakage from the nanoparticle upon laser heating. Therefore, a high-index

sapphire substrate with a relatively high thermal conductivity in comparison

with fused silica or glass is a much worse candidate for the efficient opti-

cal heating at moderate incident laser intensities. Moreover, if the proposed
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fs-laser fabrication of quasi-spherical NPs of different semiconductor materi-

als [12,49,50] is not sensitive to the selection of the donor substrate material,

the lithographical methods are highly sensitive to the substrate material used

for growth of the structures. Indeed, if one needs a planar nanostructure based

on high-crystalline pure semiconductor, for example, a topological chain of

nanodisks [144], it is necessary to use lithography growth techniques. In the

case of nanolithography methods, the substrate material on which fabrication

(growth) and etching of nanostructures will be realized plays a crucial role.

For instance, the growth of c-Si nanostructures on a glass substrate remains

a challenge. In this regard, the fabrication of the a-Si nanostructures with

subsequent laser-induced thermo-annealing is a possible attractive solution,

which already has been proven theoretically [145]. For this case, Raman scat-

tering will serve both as a thermal probe, as it was shown in the previous

section, and as a crystalline phase probe. Moreover, the proposed 2D map-

ping of the intensity distribution of the Raman scattering, along with the

temperature distribution mapping, allows for a fast analysis of the shape of

the nanoresonator, for instance, the nanodisk one.

The process of phase transition from amorphous to crystalline phase

for a silicon nanodisk is shown in Fig. 3.1(a). To ensure and control the phase

transition in a single nanodisk, first, a Raman spectrum was obtained in the

so-called ”cold” mode, at a pumping intensity of 0.06 MW/cm2, such that the

disk temperature visually did not change. Then this disk was subjected to

more intense irradiation with a helium-neon laser (0.39 MW/cm2), which in-

duced a phase transition. At temperatures of about 600÷800 °C, the nanodisk
began to change from the amorphous to the polycrystalline phase, as can be

seen from the figure. The crystallization temperature values coincide with the

known ones [33], and the heating temperature is comparable to those previ-

ously achieved at a similar pump power, but for spherical nanoparticles [21].

Fig. 3.1(b) shows the direct temperature dependence of the spectral

position of the Raman scattering of crystalline silicon at different temper-

atures. The Raman spectra after annealing resemble polycrystalline silicon

because [33]: first, they exhibit asymmetry with respect to the spectral po-
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Figure 3.1 — Photothermal annealing of a silicon nanodisk. (a) Raman spectra of a

nanodisk before and after laser exposure. (b) Theoretical temperature dependence of the

spectral shift of the phonon line of crystalline silicon (see equation 8). (c) Raman spectra of

a single polycrystalline nanodisk at various pump intensities. (d) Spatial distribution of the

optical heating temperature depending on the position of the source relative to a single

nanodisk. Taken from [32].

sition, which is noticeably manifested at higher disk heating temperatures;

second, the characteristic spectral FWHMs of Raman peaks exceed 10 cm−1

even at low intensities, while for single-crystal silicon this value does not ex-

ceed 5 cm−1.

Fig. 3.1(d) shows an example of two-dimensional mapping of the dis-

tribution of optical heating of a single nanoobject, depending on the position

of the laser source and the collection area.

This method allows fast and non-invasive local induction of phase tran-

sitions in amorphous materials using optical heating and control of the degree

of crystallinity and temperature by means of Raman scattering. This ap-
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proach is especially useful for second-harmonic generation [10] and broadband

photoluminescence [34].

Moreover, while the advantage of the fs-laser ablation method is the

possibility to choose an acceptor substrate fast and without complications,

the advantage of nanolithographic methods is the accuracy in specifying the

geometry and dimensions of nanostructures. Therefore it is crucial to propose

a method of annealing from a-Si state to c-Si state without any irreversible

changes of the shape of the nanostructures. The set of the test single a-Si

nanodisks underwent laser annealing with control SEM images before and

after the exposure.

Figure 3.2 — Nanodisks SEM images. SEM images of the fabricated nanodisks. The

colors from red to blue schematically correspond to the diameter, from larger to smaller.

The squares of the same color correspond to the same nanodisk before (left) and after

(right) laser annealing.

For the fabrication of cylindrical nanostructures studied in this sec-

tion, first, an amorphous silicon film of 165 nm thickness is deposited on a

quartz substrate using the method of plasma-chemical vapor deposition (Plas-

malab System 380, Oxford Instruments). Electron beam lithography (Elionix,

100 kV) was performed using resist (HSQ, Dow Corning, XR-1541-006). The

unirradiated portion of the HSQ is removed with tetramethylammonium hy-

droxide (TMAH, 25%). The sample is then etched (Plasmalab System 100,

Oxford) to create arrays of silicon nanodisks on a quartz substrate [146].
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Figure 3.3 — Nanodisks dark-field scatering spectra. a) Experimental and b)

theoretical dark-field scattering spectra before (blue) and after (red) laser annealing. Insets

depict SEM images of the specific nanodisk. Adopted from [32].

Single nanodisks were made so that they would support optical reso-

nances in the visible region of the spectrum. In the process of local annealing

with a CW HeNe laser, the geometry of the nanoparticles did not change,

which was confirmed by the SEM results in Fig. 3.2. Thus, the proposed

method makes it possible to convert amorphous silicon nanostructures into

crystalline ones by optical heating.

This method allows fast and non-invasive local induction of phase tran-

sitions in amorphous materials using optical heating and control of the degree

of crystallinity and temperature by means of Raman scattering. This ap-

proach is especially useful for second-harmonic generation [10] and broadband

photoluminescence [34].

3.2 Controllable laser heating for local melting of the

nanostructures

The section 3.1 considered the optical heating temperature that enables

glass-like amorphous-to-crystalline phase transitions, however, upon increas-

ing the intensity and overcoming the melting threshold temperature, one can

achieve the controllable melting of the nanoresonator. Indeed, intense and

sharply focused laser excitation can lead to the thermally-induced reshaping

of the metasurfaces, therefore tuning the optical response [147].

The precise controllable melting of the material or the modification
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Figure 3.4 — Controllable laser melting for nanophotonics applications. a) Laser

modification of the golden nanocap for fine tuning of the optical response [148]. b) Laser

printing of the donut-shape resonators on the perovskite films for lasing from the WGM

cavities [149]. c) Laser modification for colouring applications [147].

of the metasurfaces is a powerful tool for nanophotonics applications, which

includes the fabrication of the whispering gallery mode (WGM) persovskite

lasers [149] (see Fig. 3.4(b)), the melting of the plasmonic cap of the hybrid

nanoresonator for dense optical data storage and signal processing [148] (see

Fig. 3.4(a)), and different colouring applications for micro- and nanometer

precise image visualization [147] 3.4(c)). These effects appear due to changes

of the resonators’ shapes, and, thus, the tuning of their optical response.

However, most of such examples of surface modifications or micro- and

nanoresonators shape changes appear due to highly intense ultrafast laser

irradiation, which does not allow the in situ control of the crystalline phase

or the shape of the object. In this section, the method based on CW laser

heating of semiconductor nanoresonators with simultaneous control of the

meting process is proposed.

The case of the CW laser modification with direct temperature and

crystalline phase probe of the silicon metasurface made of single nanopillars is

shown in Fig. 3.5. One can see that upon higher laser excitation intensity, the
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Figure 3.5 — Laser melting with Raman feedback. SEM images from the a) side and

the b) top. c) Experimental Raman scattering spectra at elevated intensities. d) Numerical

calculation of the optical heating temperature of the base (brown), average of the pillar

(orange) and maximum value (yellow). Squares correspond to experimental points at

different intensities. e) Typical temperature profile for resonant optical heating. f) Raman

scattering spectrum with three separate contributions. Adopted from [150].

Raman spectra broadens and undergoes a blue shift (see Fig. 3.5(c)). More-

over, there are two features that should be noted from the spectra. Firstly,

the presence of the right shoulder peak, which corresponds to crystalline sil-

icon at room temperature (spectral position 520 cm−1). This occurs due to

non-homogeneous temperature distribution in a single nanopillar, which can

be seen from the theoretical analysis in Fig. 3.5(d,e). Secondly, the wide left

shoulder, which can be explained via melting of the nanoresonator and, there-

fore, lowering the crystalline lattice order. Indeed, the SEM images after laser

treatment of corresponding laser intensities show irreversible shape modifica-

tion due to the overheating and subsequent melting, as shown in Fig. 3.5(a,b).

Chapter conclusions

In conclusion to this chapter, it was shown that Raman scattering can

be efficient both for thermometry and crystalline phase probe. As a proof of

concept, it was shown that the silicon metasurface made of individual nanopil-

lars can be modified via efficient optical heating. Due to the temperature

localization in the tip of the nanopillar, which is proven theoretically, the



133

melting can occur with great spatial precision and without modification of

the closest neighbours.

The scientific statement presented for the defence:

• Optical heating by a continuous wave laser source of a semiconductor

Mie resonant nanostructure induces a phase transition from an amor-

phous to a polycrystalline state and enables in situ tracing of such a

transition by means of Raman scattering.

Key novelty includes, but is not limited to:

• The first demonstration of in situ local controllable optically-induced

phase transition from amorphous to polycrystalline state of silicon nan-

odisks on a glass substrate with temperature and phase optical feedback

via Raman scattering.

The main results of the chapter are presented in works [32,150].
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CHAPTER 4. RAMAN PHOTONICS
STATES PROBING

This chapter covers the ability of Raman scattering to qualitatively

probe the optical resonant states of the semiconductor nanostructures non-

invasively from the far-field region. It was shown in previous chapters that

Raman thermometry can support the regime for 2D temperature distribution

scan over the nanostructure by implementing the precise positioning piezo-

stage.

By ’qualitative’ we understand the detection of the general features and

pattern of the near-field distribution of the optical modes of the nanostructure

without any quantitative estimations.

As it was already shown before, resonant all-dielectric and semicon-

ductor nanostructures are a powerful tool for near-field localization outside

and inside the nanoresonators, as well as enhancement of the emission from

them. Recently, various designs of light-emitting nanoantennas and metasur-

faces with controllable intensity and far-field patterns were proposed. Here

we demonstrate switching of near-field distribution in a silicon oligomer by

changing polarization of the incident light generating Raman photons. Silicon

nanodisks in the proposed designs support dipolar Mie resonances, coupled

differently depending on the incident polarization. Since the incident polar-

ization allows for control of the coupling between different pairs of nanodisks,

the spatial distribution of Raman scattering is strongly dependent on the local

field enhancement factor. We believe that such approach will pave the way

for simplification both of excitation and detection of optical states.

Indeed, the Raman scattering is a powerful tool for the detection of the

non-radiating optical states - anapole ones [35].

The basic principle of the dark-modes probing is shown in Fig. 4.1(a,b).

If the nanoparticle supports elastic scattering in the far-field domain for spe-

cific conditions, the excitation wavelength or the substrate material, the mode

is called bright. However, some optical modes do not necessarily show good

coupling in the far-field scattering, therefore they are non-scattering, or, in
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Figure 4.1 — Raman probing of anapole states in single NP. (a,b) Schematic of the

bright and dark-mode scattering. (c) Theoretical calculation of Raman intensity response at

different wavelengths in a single NP of a 115 nm radius on a glass or gold substrate. (d)

Experimental and theoretical results of Raman scattering from single a nanosphere at 633

nm pump for various NPs radius. e) Experimental and theoretical DF scattering spectra of

single silicon NPs on glass (upper) and gold (lower) substrates. Adopted from [36].

other words, dark modes. On the other hand, the mode might not be coupled

to the far-field radiation, but still be able to be resonant. In this case, one can

probe such modes by active light-emitting signal - luminescence [13] or Raman

scattering [35, 36]. Both processes are very sensitive to the power absorbed

by the resonator, therefore the emitted signal is proportional to the electro-

magnetic power inside the nanoresonator. In case of c-Si NPs, the Raman

scattering is a dominant emitting process. Indeed, the elastic scattering at

the Raman excitation and emitting wavelengths of 633 and 654 nm exhibits

a pronounced dip both for gold and glass substrates, shown in Fig. 4.1(e).

However, at the same time, the absorbed electromagnetic power and, there-

fore, the Raman scattering demonstrate resonant behavior as seen both from

calculation and experiment, as it is shown in Fig. 4.1(c,d).

The concept of the Raman probing can be extended from the

bright/dark modes detection to the polarization-dependent states in asym-

metric nanostructures. In this regard, the zig-zag oligomer consisting of three
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identical amorphous silicon nanodisks was considered.

Here we propose a method for optical far-field probing of near-field hot

spots of the optical states based on Raman spectroscopy. It was previously

shown that Raman scattering can be used for detecting optical states, either

non-radiating [35,36] or bright modes (radiating) of the different order [17,21].

We show theoretically and prove experimentally that chiral [37, 38] photonic

designs that support topological edge states [39] can be probed via linear in-

elastic scattering on optical phonons - Raman scattering. We believe that the

proposed approach can be further extended to other topologically trivial and

non-trivial designs and would benefit from the Raman technique that allows

one to simultaneously optically heat particles and measure their temperature

in real time by the spectral shift of the Stokes signal [22], thus, thermally

non-linear photonic state switching [30] might take place.

Figure 4.2 — a-Si oligomer Raman probing concept. a) Schematic of the

Raman-probed hot-spot switching concept. Experimental and theoretical DF scattering

spectra for b) a single nanodisk and c) an asymmetric oligomer consisting of the identical

nanodisks of 420 nm in diameter and 165 nm in height.

Fig. 4.2(a) depicts the proposed concept, which is based on 2D mapping

of Raman scattering intensity, that will show the dependence of the signal
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distribution on the excitation polarization. The building block for the oligomer

was chosen as a-Si nanodisk of 165 nm in height and 420 nm in diameter, which

supports optical resonance in the visible range and shows a pronounced peak

at the HeNe laser wavelength 632.8 nm, as shown in Fig. 4.2(b). The same

resonant features can be seen for the case of the zig-zag oligomer, shown in

Fig. 4.2(c).

a) b)

c) d)

Figure 4.3 — Polarization-induced hot-spot switching of the near-field

distribution probed by Raman scattering mapping. (a,b) Experimental and (c,d)

theoretical distribution of Raman scattering from an oligomer for (a,c) horizontal and (b,d)

vertical polarizations along the surface of the sample. Dashed line correspond to the

location of oligomer consisting of separate nanodisks.

The experimental study of the predicted polarization-dependent local-

ization of Raman intensity on a zigzag oligomer chain of 3 disks is shown in

Fig. 4.3. The calculation results in the polarizations x and y are the same as

in the experiment in Fig. 4.3. The color map is selected so that the optical

switching is the easier to notice. The Raman patterns are in full agreement

with the predicted ones. The localization of the Raman response is shifted

either to one or another edge, similar to the calculation and the measured
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experimental near-field distribution by means of scanning near-field optical

microscopy (SNOM). Thus, we believe that for the first time we showed the

probing from the far field of the optical states through the Raman scattering.

Chapter conclusions

In conclusion to the chapter, it was shown that Raman scattering can

serve a probing tool of optical states for resonant nanostructures. The pro-

posed method can provide information regarding the light power absorbed by

the nanoresonator, and give the qualitative information about the electromag-

netic spatial distribution within the nanostructure.

The scientific statement presented for the defence:

• Two-dimensional Raman scattering intensity mapping of a resonant

semiconductor nanostructure allows the probing of the excited optical

modes in it from the electromagnetic far-field region and provides the

near field ”hot-spots” spatial distribution pattern of the eigenmode at

the pump wavelength.

Key novelty includes, but is not limited to:

• The first demonstration of the qualitative probing of electromagnetic

near-field hot spots distribution of optical modes in resonant semicon-

ductor nanostructures by means of two-dimensional Raman scattering

intensity spatial and spectral mapping.

The main results of the chapter are published in the paper [36].
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CHAPTER 5. STIMULATED RAMAN
SCATTERING FROM SINGLE RESONANT

NANODISK

Chapter five is devoted to the first experimental realization and

demonstration of the transition from spontaneous Raman scattering to the

stimulated emission regime on a single sub-micron nanodisk.

Generally, stimulated Raman scattering, or SRS, is a powerful tool

for various optical and nanophotonic applications. Indeed, one of the most

popular semiconductor materials for microelectronics and photonics is silicon,

however, its indirect band gap is a serious disadvantage, because the transi-

tions with photons emitted without an additional k-vector from a phonon are

unlikely. Thus, silicon acting as an efficient emitter or light generator was con-

sidered ti be as a unicorn, that doesn’t appear in nature. Of course, there are

nonlinear light-generation processes: sum-frequency generation such as SHG,

THG or higher-harmonics generation [151]. But in case of nano- and micro-

objects, these processes are of very low probability. In this regard, the Raman

scattering appears to be a very prospective effect for the generation of new

frequencies of light for silicon or other indirect semiconductors. Generally, the

Raman scattering itself is a very low probability process, however, the optical

resonance can significantly enhance its intensity [17, 18]. Moreover, one can

overcome the limitation that one excitation photon cannot excite more than

one Raman photon by stimulated Raman emission. Indeed, stimulated Raman

emission is one of the possible keys for substantial increase of the efficiency of

Raman scattering, and, therefore, its intensity.

Fig. 5.1 depicts some of the important applications of stimulated Ra-

man scattering. The stimulated Raman emission regime is an important mile-

stone between spontaneous scattering and lasing. It was already shown that

all-silicon waveguide systems support Raman lasing [152]. The Raman spectra

in the Fig. 5.1(a) shows the narrowing of the line and intensity increased by

5 orders of magnitude upon reaching the lasing regime. The same effect was

observed in optical waveguide, where silicon micro-sphere supporting high-Q
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Figure 5.1 — Stimulated Raman scattering applications. a) All silicon Raman laser

on waveguide cavity [152]. b) Ultra-low-threshold laser based on a silicon microcavity [153].

c) The demonstration of biological cell imaging with stimulated Raman scattering [154]. c)

The stimulated Raman scattering from single nanowire [155].

modes served as a gain media. This effect resulted in lowering the lasing

threshold [153] of lasing emission, as seen from Fig. 5.1(b). Other examples of

nonlinear Raman generation include, but are not limited by label-free biolog-

ical imaging and sensing [154] (see Fig. 5.1(c)), of the transition from a spon-

taneous to a stimulated regime of Raman emission in a single nanowire with a

sub-𝜇𝑚 cross-section and length over 10 𝜇𝑚 length [155] (Fig. 5.1(d)). More-

over, nonlinear Raman emission allows for sub-diffractional imaging [156–158].

However, if one wants to reduce the size of the nanoobject, that supports stim-

ulated Raman scattering, they should take into account several general steps.

Stimulated Raman scattering is a threshold process that requires spe-

cific excitation pump intensity which is defined by [153] and the formula can

be observed in the red box in the Fig. 5.2. It might seem that a proper laser
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Figure 5.2 — Schematic of reaching stimulated Raman emission regime threshold.

excitation is sufficient to achieve stimulated Raman emission, but, unfortu-

nately, it is always not true. In order to realize stimulated scattering in the

single nanoresonator, one should try to lower the threshold power as much

as possible, otherwise the nanoresonator will suffer from optical heating, as

it was already shown in previous sections. Therefore, an optimized heat sink

to the substrate should be realized. In this case, highly thermal conductive

sapphire was chosen to be a substrate for the c-Si nanodisk. Second, the pump

threshold might be reduced via the excitation of high-Q modes both at pump

wavelength and at the Raman emission wavelength. One should also reduce

the effective mode volume by ensuring the tight localization of the field inside

the nanoresonator. Finally, the excitation light should be coupled as good

possible, and the pump and emission optical modes should not be orthogonal

to one another, as it is required that they should overlap as much as possible.

If the first parameter, the substrate material, is selected at the fabri-

cation step, the other three key factors for achieving stimulated Raman scat-

tering should be analyzed in more detail theoretically.

Fig. 5.3(a) depicts the theoretical calculation of the optical modes qual-

ity factor of a single crystalline silicon nanocylinder with fixed height of 600

nm. The diameters were varied in the range of 200÷500 nm, in order to keep

the sizes in all dimensions subwavelength and sub-micron. The optimized ge-

ometry was selected as the cylinder with a 475 nm diameter. It supported

the highest Q-factor resonances both at pump and emission wavelengths. It
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Figure 5.3 — Theoretical mode analysis of the nanoresonator. (a) Theoretical results

on quality factor calculations for c-Si cylindrical nanoresonator of 600 nm in height at 633

wavelength. Red dots corresond to pump wavelength (633 nm), blue circles correspond to

Raman emission wavelength (∼654 nm). Insets depict the electromagnetic field distribution

for a specific mode. (b) The results of modes of an optimized-size nanoresonator at pump

and emission spatial overlapping. Adopted from [41].

is also important that the the spectral overlapping of the modes was of the

value of Γ = 0.784, and the mode coupling efficiency was 𝐵 = 2.41. The

selected cylinder of a 475 nm diameter was further studied by means of Raman

scattering at different excitation intensities.

Figure 5.4 — Experimental stimulated Raman scattering from c-Si nanoparticles.

(a) Schematic view of a Si nanoparticle excited with a laser light. (b) Experimental Raman

scattering intensities at different pumps for the resonant 475-nm nanoparticle (red circles)

and nonresonant 445-nm nanoparticle (blue squares). The red line corresponds to an

exponential fitting.(c) Experimental Raman scattering spectra. The arrow demonstrates the

higher intensity value from spectrum to spectrum. Adopted from [41].

Fig. 5.4(b) shows typical experimental dependencies of Raman scatter-
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ing signal vs. pump intensity. At low intensities, spontaneous Raman scat-

tering dominates, being characterized by a linear dependence on the incident

power, as was demonstrated earlier with c-Si nanoparticles [17, 21]. How-

ever, at higher intensities (higher than 0.3 MW/cm2), we observe a nonlinear

growth of the Raman scattering signal for the nanodisk with diameter 475 nm,

which is not observed for other nanodisks with diameters 250÷800 nm, see the

dashed line with blue squares in Fig. 5.4(b). This sharp difference character-

izes the SRS regime. It is worth noticing that the optimized substrate material

(sapphire) with an increased thermal sink, along with a lowered pump thresh-

old for the stimulated regime, allowed to keep the nanocylinder at moderate

temperatures which can be seen from Fig. 5.4(c), where the explicit Raman

spectra are shown. Upon higher laser intensities, the spectral position of the

peak undergoes only a slight blue shift, which corresponds to sub-200 K optical

heating.

Chapter conclusions

In conclusion to this chapter, the first observation of the stimulated Ra-

man scattering from subwavelength crystalline silicon nanoparticles enhanced

by Mie-type resonances was reported. The importance of critical optimiza-

tion of the 𝑄-factors of nanoparticles and thermal conductivity of a substrate

for achieving a strong optical response and avoid overheating at higher in-

tensities was revealed. It is believed that the provided finding will be useful

for advanced applications of resonant dielectric nanophotonics for nanoscale

thermometry and biosensing, and we plan further studies of the stimulated

Raman scattering in various nanophotonic designs [7, 11, 42].

The scientific statement presented for the defence:

• The transition from spontaneous Raman scattering to stimulated scat-

tering regime occurs upon excitation of high-Q optical resonant modes,

both at the pump wavelength and at the Stokes Raman scattering wave-

length, with optimized mode coupling efficiencies and their spatial over-

lapping at the pump the radiation wavelengths in a single crystalline

silicon nanocylinder with optimized heat sink to the substrate.
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Key novelty includes, but is not limited to:

• The first experimental observation of the transition from spontaneous

to stimulated Raman scattering regime from isolated single crystalline

silicon nanocylinder.

The main results of the chapter are published in the paper [41].
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CONCLUSION

The thesis is devoted to the creation and the study of the alternative

to the plasmonics sensing platform for efficient optical heating, thermometry

and enhancement of the Raman scattering based on all-dielectric and semi-

conductor resonant nanostructures. The thesis covers the analysis of different

shapes and geometries of the nanostructures, a number of materials robust

to optical heating and thermometry, different substrate materials and various

surrounding media were considered, the enhancement of the Raman scattering

from the nanoparticles improved either by resonant conditions or by means of

stimulated emission, and the optical states probing and near-field distributions

study.

Summary of the main results:

1. It has been shown that spherical crystalline silicon nanoparticles with

diameters from 100 to 400 nm, possessing Mie resonances in the visible

range, are able to support effective optical heating and thermometry via

Raman scattering at a wavelength of a CW HeNe laser of 632.8 nm.

2. It has been shown that the use of Mie resonant semiconductor 𝛼-

Fe2O3 nanoparticles supporting optical heating and nanothermometry

by means of Raman scattering in the targeted drug delivery systems

contributes to a significant decrease in the threshold of pump inten-

sity for photoinduced rupture of polymer carrier of the drug and subse-

quent release of the anticancer agent into carcinoma cells. The 𝛼-Fe2O3

nanoparticles were used as the target for near-IR laser excitation for

efficient conversion of light to heat in the walls of polymer drug agents

and as the direct optical temperature probe via thermally sensitive Ra-

man scattering. As the proof of concept, the successful in vitro delivery

and remote optically induced thermal rupture of the polymer carrier by

means of laser heating of the target 𝛼-Fe2O3 nanoparticles with subse-

quent release of the antitumour drug agent vincristine was shown. The

proposed system worked at the moderate laser intensity value as low as

4.0×104 W cm−2.
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3. It was shown that single amorphous hydrogenated silicon nanodisks with

diameters from 300 to 450 nm, fabricated by lithographic methods on

a glass substrate, can undergo a photoinduced phase transition to the

polycrystalline phase due to efficient optical heating. At the same time,

such a phase transition can be controlled and detected by means of

Raman scattering, and the shape of the nanoparticle does not change

under controlled heating and phase transition, which is confirmed by

SEM images before and after annealing.

4. It was shown that two-dimensional mapping of the intensity distribution

of Raman scattering from an asymmetric oligomer, consisting of three

identical silicon nanodisks, makes it possible to obtain the structure of

the distribution of electromagnetic near-fiel hot spots of optical modes

in such nanostructures. A change in the linear polarization of the pump

by 90 degrees leads to optical switching of the near field distribution of

the mode, which is also detected from the far-field by means of Raman

scattering.

5. It was shown that a single silicon nanocylinder 600 nm in height and 475

nm in diameter placed on a sapphire substrate supports the transition

from spontaneous Raman scattering mode to stimulated emission regime

under continuous pumping of a HeNe laser at a wavelength of 632.8

nm and a pump intensity 𝐼0 = 0.4 MW/cm2 due to the optimized Q-

factors of the eigenmodes excited at the pump and emission of the Stokes

Raman scattering wavelengths, as well as due to increased heat sink to

the substrate with high thermal conductivity.
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LIST OF ACRONYMS AND SYMBOLS

NP Nanoparticle

DF Dark-field scattering

CW Continuous wave laser

PML Perfectly matched layers

PEC Perfect electric conductor

ED, MD Electric dipole and magnetic dipole

EQ, MQ Electric quadrupole and magnetic quadrupole

SRS Stimulated Raman scattering

SEM Scanning electron microscopy

TEM Transmission electron microscopy

AFM Atomic force microscopy

SERS Surface-enhanced Raman scattering

CC Carcinoma cells

𝜆 Wavelength in vacuum

𝜀 Dielectric permittivity

n Refractive index
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ABSTRACT: We propose a novel photothermal approach based on resonant dielectric nanoparticles, which possess imaginary
part of permittivity significantly smaller as compared to metal ones. We show both experimentally and theoretically that a
spherical silicon nanoparticle with a magnetic quadrupolar Mie resonance converts light to heat up to 4 times more effectively
than similar spherical gold nanoparticle at the same heating conditions. We observe photoinduced temperature raise up to 900 K
with the silicon nanoparticle on a glass substrate at moderate intensities (<2 mW/μm2) and typical laser wavelength (633 nm).
The advantage of using crystalline silicon is the simplicity of local temperature control by means of Raman spectroscopy working
in a broad range of temperatures, that is, up to the melting point of silicon (1690 K) with submicrometer spatial resolution. Our
CMOS-compatible heater−thermometer nanoplatform paves the way to novel nonplasmonic photothermal applications,
extending the temperature range and simplifying the thermoimaging procedure.

KEYWORDS: Optical heating, nanothermometry, magnetic optical resonances, silicon nanoparticle, Raman scattering

High refractive index dielectrics with the absorption
coefficient several orders of magnitude smaller than

that of metals have become basic materials for fabrication of
advanced optical devices.1,2 This low-loss all-dielectric approach
in nanophotonics is effective for localization of light at
nanoscale,3,4 wavefront manipulation,5,6 perfect reflection,7

coloring,8 and holograms,9 owing to strong magnetic and
electric type optical resonances in visible and IR ranges. A
biosensing approach with low light-to-heat conversion
efficiency based on dielectric nanodimers, supporting high
localization and strong enhancement of electric and magnetic
fields outside the material, for example, in a nanogap,3 has been
developed10−13 and applied for single molecule detection.8

However, the resonant nanoparticles made from high refractive
index dielectrics still have not been applied as nanoscale heaters
remotely controlled using light.
In this Letter, we demonstrate that the concept of all-

dielectric nanophotonics can be considered as an effective
platform for optical heating with temperature-feedback. For this
purpose, we utilize crystalline silicon nanoparticles possessing

(i) high real part and relatively low imaginary part of
permittivity; (ii) a high melting threshold (>1600 K); and
(iii) enhanced Raman active phonon modes14 being suitable for
nanoscale thermometry15 due to their high thermal sensitiv-
ity.16 We demonstrate both experimentally and theoretically
that optical field localization inside the silicon nanoparticle at a
magnetic quadrupolar resonance provides efficient optical
heating, despite its imaginary part of refractive index is two
orders lower than that of metals. Moreover, the Raman
nanothermometry allows for thermoimaging with submicrom-
eter spatial resolution.
We compare this approach with thermoplasmonics17−19

which is widely used currently for photothermal therapy,20,21

photochemistry,22 photocatalysis,23,24 nanosurgery,25 thermal
imaging,26 optofluidic,27 and biosensing28 owing to high Ohmic
losses in metals. In Figure 1, we schematically show that
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spherical silicon nanoparticles can be more effectively heated as
compared to spherical plasmonic ones due to better resonant
properties discussed below, whereas intrinsic thermal-sensitive
Raman modes in silicon simplify nanothermometry procedure.
Indeed, metals do not allow to detect the temperature by itself,
requiring usage of thermally sensitive nanoscale objects (dyes,
quantum dots, rare earth doped dielectric nanoparticles, carbon
nanotubes, and so forth)29,30 or interferometry techniques
based on temperature-dependent variation of refractive index of
surrounding dielectric medium.31,32

Concept of Resonant Heating. In order to show that low
optical losses inherent for most of dielectrics do not necessarily
result in weak photoinduced heating of nanoparticles, we first
discuss basic principles of light-to-heat conversion in nano-
resonators.
General model for heating of a spherical nanoparticle from

an arbitrary material (metals or dielectrics) by continuous laser
illumination in a homogeneous medium was developed
elsewhere.17,33 We combine it with a simple analytical solution
for light absorption by the nanoparticle from the Mie theory. As
a result, the solution of a thermal diffusion equation in a steady-
state regime with a heat source defined by the light intensity (I)
and the nanoparticle absorption cross-section (Cabs) gives the
following equation for temperature growth inside the nano-
particle

δ
πκ

=T
IC

D2NP
abs

2 (1)

where κ2 is the thermal conductivity of the surrounding
medium, which is significantly smaller than that of the
nanoparticle; and D is the nanoparticle diameter. The details
of derivation of this formula and calculations of the absorption
cross-section can be found in Supporting Information.
The results of the calculations are shown in Figure 2, where

the heating of dielectric and metallic nanoparticles of different
sizes are compared. Namely, the dependence of temperature
increase inside a nanoparticle with defined real (Re(ϵ)) and
imaginary (Im(ϵ)) parts of permittivity is presented. These
results give general conclusion that the relatively large dielectric
nanoparticles can be heated as effective as plasmonic ones,
whereas their Im(ϵ) can be significantly smaller.
In order to provide deep understanding of the origin of

strong heating of low-loss dielectrics, we consider the case of
resonant heating, when an external wave is coupled with an
eigenmode of the nanoparticle. The general expression for the
absorbed electromagnetic power P is

∫=P J r E r V
1
2
Re ( ) ( )d

V (2)

where J(r) is the current density, E(r) is the electric field inside
the material, and the integration is taken over the volume of the
nanoobject V. From this formula, it follows that the stronger
the electrical field inside the material, the higher the absorbed
power. The heating itself is caused by the Ohmic losses
determined by the electric conductivity σ, yielding J = σE.
Imaginary part of the permittivity determines the conductivity
as σ = ϵ0ω Im(ϵ), where ϵ0 and ω are the dielectric permittivity
of vacuum and incident light frequency, respectively.
Integration in eq 2 over an arbitrary nanoparticle volume

supporting eigenmodes allows to rewrite eq 2 in terms of an
effective mode volume Veff and spatially averaged field
enhancement factor F = ⟨|E|2⟩/|E0|

2, which determines how
much energy can be accumulated inside the nanoparticle and
where |E0| is the incident electric field magnitude. Thus, we can
rewrite eq 2 for the absorbed power as

σ∼P F V2 eff (3)

Each factor, σ, F2, and Veff, has a strong contribution to the
nanoparticle heating δTNP, which we will discuss separately.

Influence of Nonradiative Losses. From eq 3, it is clear
that the increasing Ohmic losses do not necessarily lead to the
rise of the light absorption by the nanoparticle. On one hand,
the imaginary part of the permittivity increases the conductivity

Figure 1. Concept. Schematic illustration of strong optical heating of
silicon nanoparticle as compared to golden one.

Figure 2. Resonant heating of a spherical nanoparticle. Theoretically calculated (Mie theory) heating maps for spherical nanoparticles with fixed
wavelength (λ)/diameter (D) ratios for different real and imaginary parts of permittivity in homogeneous medium (air): (a) λ/D = 10; (b) λ/D =
3.5; (c) λ/D = 2.8. Green lines with arrows depict values of Re(ϵ) and Im(ϵ) for different materials (dispersion). The orientation of arrows
corresponds to increase of wavelength from minimum to maximum indicated by numbers in microns.
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but on the other hand it suppresses the quality factor Q of the
optical resonance; therefore, the factor σF2 should be
considered in more detail.
The field enhancement factor near the nanoparticle

resonance ω0 can be expressed as F ∼ 1/(ω0
2 − ω2 − iωγ),

where γ defines the total optical losses. The optical losses
include both radiative and nonradiative (or Ohmic) losses γ =
γrad + γohmic. The latter one is proportional to Im(ϵ), hence the
factor σF2 at the resonant frequency ω0 is proportional to σF

2 ∼
γOhmic/(γOhmic + γrad)

2, from which it is clear that for high
Ohmic losses the absorbed power tends to zero. Thus, at fixed
γrad the maximal value of this factor (σF

2)max ∼ 1/(4γrad) can be
achieved when γOhmic ≈ γrad. The radiative losses can be
suppressed by considering resonant nanoparticle much smaller
than the wavelength λ, which is the case of small plasmonic
nanoparticles, where γrad ≪ γOhmic. At the surface plasmon
resonance ω = ω0, the radiative losses are equal to γrad ≈ ω0

3/
ωp

2(πD/λ)3, where ωp is the plasma frequency. This estimation
formula gives small values for γrad compared to ω0 due to the
ratio (D/λ)3. As shown in Figure 2a, for small nanoparticles the
resonance occurs only in the region of negative Re(ϵ), and
maximal temperature should be achieved at relatively small
values of Im(ϵ), where γOhmic ≈ γrad. On the other hand, for
bigger nanoparticles, which is the case of dielectric ones, the
radiative losses for low order dipole modes are high and
maximal heating is achieved at higher Ohmic losses (see Figure
2b,c). However, for higher order resonances, for example,
quadrupole, one can expect small radiative losses and, thus, the
maximal optimal heating for lower Ohmic losses that is seen for
higher Re(ϵ) in Figure 2b,c. More quantitative analysis of the
heating dependencies on Im(ϵ) at each resonance is shown in
Figure.S1 in Supporting Information.
Influence of Effective Mode Volume. Another factor,

which is important for the absorption of light, is the effective
mode volume inside the nanoparticle Veff. Generally, the larger
the volume of an arbitrary nanoparticle, the stronger the
heating. However, the effective mode volume can significantly
affect this dependence. For plasmonic nanoparticles (Re(ϵ) <
0), the effective volume is defined by a skin depth, which is less
than δ ≈ 20 nm for most of metals in the visible range.34 Thus,

the effective mode volume of plasmonic nanoparticles is Veff ≈
πD2δ. Opposite to metals, dielectrics support optical pene-
tration depth much larger than the diameter of the nanoparticle
in the visible range. The effective volumes of Mie-type modes
are typically of the order of nanoparticle volume Veff ≈ πD3/6.
It means that the increase of the nanoparticle size is effective for
the temperature increase in the case of dielectrics and less
effective for the plasmonic nanoparticles.
On the basis of the presented general argumentation and

calculations, we stress that the dielectric nanoparticles can be
efficiently heated by light illumination when their radiative
losses are equal to the Ohmic ones. Because dielectrics have
low nonradiative losses, this condition is fulfilled for relatively
big nanoparticles. On the contrary, plasmonic nanoparticles are
expected to show the most effective heating for significantly
smaller sizes.17

Comparison of Materials for Optical Heating. In order
to make optical heating of dielectric nanoparticles as effective as
the thermoplasmonic approach, it is crucial to choose the
dielectric material with the most optimized parameters. One of
the best materials for thermoapplications is silicon, because,
according to Figure 2, one needs a dielectric with high Re(ϵ)
and finite Im(ϵ) to achieve high light-to-heat conversion
efficiencies in a broad spectral range. Moreover, silicon is
considered to be a biocompatible material,35 which makes its
nanoparticles prospective for biophotonic applications.
Silicon can be effectively heated by light with the wavelengths

less than 500 nm in the case of even relatively small
nanoparticles (λ/D = 3.5) where Ohmic losses are high
(Figure 2b).15,36 However, even stronger heating can be
achieved for slightly larger size (λ/D = 2.8) in the visible or IR
ranges, where higher order modes are excited (Figure 2c).
The dependencies of heating on real and imaginary parts of

permittivity of other materials (Au, Ag, Ge, Fe2O3, SiO2) are
also shown in Figure 2 and reflect current trends in searching
new materials for the nanonscale optical heating.37 The
mentioned dielectric materials belong to different categories.
SiO2 is low refractive index dielectric with low Ohmic losses,
which is obviously useless for optical heating, especially in water
where the optical contrast is very low (see Figure.S2 in

Figure 3. Optimization 2D maps for spherical nanoparticles in air. Theoretically calculated from Mie theory absorption cross-section maps
normalized by geometrical area for (a) silicon and (b) gold nanoparticles. Theoretically calculated temperature maps for heating of (c) silicon and
(d) gold spherical nanoparticles at light intensity I0 = 0.1 mW/μm2.
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Supporting Information). Midrefractive index dielectrics (e.g.,
Fe2O3

38 or Cu2O) are more suitable for optical heating owing
to less radiative losses (i.e., better optical contrast with a host
medium) and higher Ohmic losses. Therefore, such nano-
particles with λ/D = 2−3 can be heated as strong as metallic
ones of the same size (Figure 2c). However, they are still less
effective as compared to silicon. Finally, germanium34 as a high-
refractive index dielectric possesses too high Ohmic losses in
the visible and near-IR ranges, reducing Q-factor and field
enhancement for the excited optical modes.
The most reasonable comparison of silicon should be done

with gold nanoparticles, which are the most frequently used as
biocompatible18 nanoscale heat sources. Moreover, gold is
much less oxidized under high temperatures as compared to
other metals. In the “metals region” of Figure 2, gold is more
appropriate for heating of larger particles as compared to silver
owing to higher values of Im(ϵ) in gold.
In Figure 3, there is the comparison of absorption and

heating properties of silicon34,39 and gold40 spherical nano-
particles in air calculated basing on the Mie theory. The
calculations show that the silicon nanoparticles are effectively
heated at resonant conditions. Indeed, as we discussed above,
the silicon nanoparticles demonstrate resonant heating behavior
for certain wavelengths and sizes and even exceed maximum
temperature values for gold in the IR range. The similar
behavior is observed for nanoparticles in surrounding water as
shown in Figure.S3 in Supporting Information, which makes
silicon nanoparticles to be prospective for biological
applications, where the nanoparticles are immersed in liquids.
Optical Properties of Silicon Nanoparticles. In order to

prove that silicon nanoparticles can be effectively heated upon
typical laser intensities, we experimentally study spherical
silicon nanoparticles on a glass substrate. We fabricate an array
of crystalline spherical silicon nanoparticles using laser printing
method, which is based on laser-induced forward transfer
technique from a thin amorphous silicon film, allowing to
deposit crystalline nanospheres on arbitrary substrates41 (for
details, see Methods). The shape of the resulting nanoparticles
is analyzed by means of scanning electron microscopy (SEM),
whereas optical properties are studied by polarization-resolved
dark-field microscopy,42 as shown in Figure 4a. The details of
nanoparticles’ optical characterization is discussed in Methods.
Typical scattering spectrum of the individual silicon nano-

particle on the glass substrate is shown in Figure 4b. Our
modeling of the scattering using Comsol Multiphysics allows
reproduction of experimental conditions, that is, angles of s-
polarized light incidence and signal collection. The spectra of

nanoparticle in homogeneous air surrounding or on the
substrate are slightly different, especially, when accounting for
the aperture of a collecting objective (NA = 0.26). Therefore,
magnetic quadrupole (MQ) is invisible in our experimental
geometry (more details find in Figure S6 in Supporting
Information), whereas multipole decomposition (see Figure.S4
in Supporting Information) gives pronounced MQ around λ ≈
700 nm. In turn, the electrical quadrupolar (EQ) mode as well
as electric (ED) and magnetic (MD) dipolar modes are clearly
seen in both cases, which makes it easy to interpret the
experimental results, shown in Figure 4b. We determine the
nanoparticles sizes by the positions of ED, MD, and EQ
resonances in the dark-field spectra. The obtained diameters are
slightly different from those of obtained by SEM. However, we
rely on dark-field results due to presence of dioxide on the
surface,14 whereas SEM results are just to ensure the shape of
the nanoparticles. The results of the modeling show that the
filling factor for each mode is around 0.3−0.7 and the electric
field enhancement is up to 5.

Optical Heating with Temperature Feedback. Unlike
metals, crystalline silicon possess strong Raman signal at room
temperature,14 making it possible to provide direct Raman
nanothermometry during optical heating as shown in Figure 5a.
Indeed, the spectral position of a Raman line is known to be
thermosensitive due to anharmonic effects in lattice vibra-
tions.16 Therefore, the frequency of optical phonon (Ω)
responsible for Raman signal is dependent on temperature as

Ω = Ω + + − + + −

+ −
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where Ω0 = 528 cm−1, A = −2.96 cm−1, B = −0.174 cm−1, x =
ℏΩ0/2kT, and y = ℏΩ0/3kT for crystalline silicon.16 This
function is plotted in Figure.S5 in Supporting Information.
Such direct connection of the Raman signal with temperature

allows to provide Raman thermometry.30 In Figure 5a,
experimentally observed thermal-induced shift of the silicon
Raman peak is presented. According to eq 4, the shift down to
509 cm−1 corresponds to the heating up to ΔT ≈ 600 K. As
shown in Figure 5b,c, the proposed method allows
reconstruction of two-dimensional (2D) temperature map
with submicron resolution. It should be noted that we do not
observe any irreversible changes after nanoparticles heating up
to such high temperatures.

Figure 4. Optical properties of individual silicon nanoparticles. (a) Schematic of dark-field optical spectroscopy and micro-Raman spectroscopy
setup. (b) Experimental and numerical scattering spectra for 260 nm spherical silicon nanoparticle in the dark-field scheme, the red line corresponds
to numerical model. Insets: numerical electric near-field distribution at different resonances (see Supporting Information, for details of mode
decomposition) upon plane wave illumination by s-polarized white light with an incident angle of 67°. For the electric field insets, a wavevector of an
incident plane wave is oriented along a vertical axis.
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The method of Raman nanothermometry allows one to
determine temperature for a given nanoparticle at a certain laser
intensity in the broad range of temperatures, as shown in Figure
6a. The experimental results are in good agreement with the
numerically obtained in Comsol Multiphysics dependence for a
silicon nanosphere on a glass substrate. The case of the silicon
nanoparticle on the substrate is intermediate between the cases
of homogeneous air and glass host media (Figure 6a). The best
agreement of the numerical calculations with the experimental
data is achieved, when the nanoparticle has cut off segment
with height 20 nm from the bottom contacting with the
substrate. This shape is consistent with the process of the
nanoparticles fabrication.41 Indeed, laser printing implies
melting of a thin film to produce a liquid droplet of silicon,
which then falls to the surface and slightly wets it. We notice
that experimental results are described well without taking into
account thermo-optical nonlinear effects, which might change
refractive index and thermal conductivity of heated materials.43

As shown in Figure 6b, heating of the silicon nanoparticle
strongly depends on its diameter for the fixed wavelength.
Generally, the more accurately nanoparticle size fulfills resonant
conditions at given wavelength (λ = 633 nm), the stronger the
Raman shift (i.e., higher temperature). At λ = 633 nm and D ≈
160 nm, the MD excitation results in optical heating up to ΔT
≈ 100 K at intensity 2 mW/μm2. The next pronounced peak of
temperature is related to excitation of MQ mode yielding ΔT ≈
600 K, which we observe both experimentally and numerically
(Figure 6b). According to the multipole decomposition, the
resonant heating of larger nanoparticles is related to EQ (D ≈
290 nm) and mixture of the second orders of electric (a11) and
magnetic (b11) dipolar modes around D ≈ 300 nm. Therefore,
in order to find the most compact design and effective light-to-
heat conversion efficiency, the silicon nanoparticle supporting
MQ mode demonstrates the best characteristics.
We also compare numerically optical heating of silicon

spherical nanoparticles with similar gold ones, which are
frequently used in modern thermo-plasmonic applications.18,19

The numerical calculations show that the optical heating of the
gold nanosphere on the glass substrate does not strongly
dependent on the optical resonances (blue curve in Figure 6b).
Generally, the comparison shows that plasmonic spherical
nanoparticles are heated effectively at small diameters (D < 150
nm), whereas large dielectric nanoparticles are much more
effective than similar plasmonic ones. This conclusion is
consistent with our previous analysis, where the quadrupole
mode of the dielectric nanoparticle (Re(ϵ) > 0 and Im(ϵ) <
0.5) is more effective than a dipole mode in metals (Re(ϵ) < 0
and Im(ϵ) > 0.5). Indeed, due to large effective mode volume
and high average field enhancement the maximum temperature
of silicon nanoparticles (ΔTmax ≈ 600 K) is much higher as
compared to plasmonic ones (ΔTmax ≈ 130 K) at equal light
intensities and nanoparticles size.
Despite spherical gold nanoparticles are the most simple

nanoobjects to produce, the optical heating of gold nano-
rods,44,45 nanoshells,20,46 and nanostars47 can be more effective.
In turn, the shape of silicon nanoparticles can be also optimized
in order to achieve maximum light-to-heat conversion
efficiencies. Moreover, most metals suffer from high values of
Re(ϵ) and Im(ϵ) in the near-IR range48 impeding their
applicability. In opposite to metals, there are a lot of dielectric
materials with desirable values of Im(ϵ) in the near-IR range,
for example, in biological tissue transparency window. There-
fore, we envision further development of the photothermal

Figure 5. Raman nanothermometry. (a) Experimental Raman spectra
for a spherical silicon nanoparticle with diameter 350 nm on a glass
substrate. Thermal (b) and SEM (c) images of a silicon nanoparticle
on a glass substrate. Scale bar is 200 nm, image (b) is obtained at laser
intensity 2 mW/μm2.

Figure 6. Resonant optical heating of silicon nanoparticles. (a) Experimental data (red circles) and numerical calculations (solid lines) for a spherical
silicon nanoparticle with diameter 350 nm in different media. (b) Experimental (red circles) and numerically calculated (solid lines) optical heating
of spherical silicon (red) and gold (blue) nanoparticles at wavelength λ = 633 nm and light intensity I0 = 2 mW/μm2.
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applications based on nanoparticles and nanostructures made
from low-loss high-refractive index dielectrics.
In conclusion, we have shown that a resonant silicon

nanoparticle represents a simple and “all-in-one” (heater−
thermometer) nanoplatform integrating effective photoinduced
heat generation and broad-range temperature sensing. In
particular, by using Raman nanothermometry we have revealed
experimentally that at a magnetic quadrupolar optical resonance
photoinduced heating of the spherical silicon nanoparticle can
be four times more effective as compared to plasmonic
nanospheres. We have found that the silicon nanoparticles
can be effectively heated both in air and in water environment.
Because the silicon nanoparticles with the quadrupolar mode
can be fabricated by means of laser ablation at certain positions
on arbitrary surfaces, they can be used for plenty of applications
where strong and controllable optical heating around a single
nanoparticle is crucial: nanosurgery, photochemistry, nano-
fabrication, as well as photothermal signal modulation.
Methods. Fabrication of Nanoparticles. Single silicon

nanoparticles are fabricated by the laser-induced forward
transfer method: an acceptor glass substrate (Menzel cover-
slips) is placed above a donor glass substrate with a deposited
100 nm film of amorphous hydrogenized silicon. The thin film
is prepared via plasma enhanced chemical vapor deposition
from a precursor gas SiH3, yielding about 10% of initial
concentration of hydrogen. The distance between substrates is
about 10 μm. The radiation of ytterbium-doped femtosecond
solid-state laser (TeMa-150, Avesta Poject, λ = 1050 nm,
repetition rate 80 MHz, pulse duration 150 fs) in a single pulse
mode provided by a pulse picker system (Avesta Poject) is
focused by an infinity corrected objective (10×, NA = 0.28
Mitutoyo Plan Apo) on a thin film-glass interface into a spot
with diameter 4.6 μm. The femtosecond-laser ablation yields
spherical crystalline silicon nanopartiles on the acceptor
substrate with the sizes in the range of 100−400 nm.
Dark-Field Scattering Spectra Measurements. In order to

carry out measurements of scattering spectra we apply a dark-
field scheme, where an infinity corrected objective (10×, NA =
0.26, Mitutoyo Plan Apo NIR) is used for illumination with a
white light source (HL-2000 halogen lamp) of the sample
under angle 67° to the surface normal (see Figure 4a). The
second objective (50×, NA = 0.42 Mitutoyo Plan Apo NIR)
placed perpendicularly to the sample surface is applied for
scattering signal collection. The scattered signal is analyzed by a
confocal system with a spectrometer (HORIBA LabRam HR)
and cooled charge-coupled device (CCD) Camera (Andor DU
420A-OE 325) equipped with a 150 g/mm diffraction grating.
The position of the nanoparticles is controlled by an additional
CCD camera (Cannon 400 D).
Raman Scattering Measurements. The Raman spectra

measurements are conducted utilizing the same registration
system (HORIBA LabRam HR) with a 600 g/mm diffraction
grating and 632.8 nm HeNe laser as a heating light source
focused through a microscope objective (100×, NA = 0.9
Mitutoyo Plan Apo HR) to the sample surface. The objective is
used for excitation and collection of the Raman signal. The
sample with nanoparticles is placed on a piezo-stage (AIST-
NT) providing a positioning accuracy of 10 nm during a
thermal imaging process. The HeNe laser is chosen for Raman
thermometry due to its high stability and narrow spectral width,
yielding high accuracy of temperature measurements. More-
over, its wavelength almost within the biological tissue

transparency window (650−1350 nm), making it useful for a
number of bioapplications.

Numerical Calculations. Theoretical description of scatter-
ing spectra of silicon nanoparticles on a glass substrate as well
as their optical heating are carried out numerically in a
commercial software Comsol Multiphysics. Permittivities39,40

and thermal properties49 of all materials are taken elsewhere.
Permittivity at wavelength 632.8 nm for silicon is εSi = 15.072 +
0.152i, for gold is εAu = −11.573 + 1.259i, and for glass is εglass =
2.123 + 0i. Thermal conductivities for air, water, and glass are

taken as κ κ κ= = =· · ·0.022 , 0.6 , 0.8W
m K

W
m K

W
m Kair water glass . Di-

ameter of computational domain is chosen to be 2 μm. We
define thermal boundary conditions as a heat flux through the
computational domain surface q = h(Text − Tsurf), where h for
upper and bottom computational hemispheres are equal to hup
= 2κup/D and hbottom = 2κbottom/D, respectively, κ is the thermal
conductivity, Text = 293 K is the external temperature, T is the
calculated temperature near boundary of the computational
domain. The bottom hemisphere plays a role of a substrate,
when we consider inhomogeneous surrounding of the particle,
whereas it is similar to the upper hemisphere in the case of
homogeneous surrounding. In our model, all nanoparticles have
cut off spherical segment of 20 nm thickness from the bottom.
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All-Optical Nanoscale Heating and Thermometry with
Resonant Dielectric Nanoparticles for Controllable Drug
Release in Living Cells

George P. Zograf, Alexander S. Timin, Albert R. Muslimov, Ivan I. Shishkin,
Alexandre Nominé, Jaafar Ghanbaja, Pintu Ghosh, Qiang Li, Mikhail V. Zyuzin,*
and Sergey V. Makarov*

All-dielectric nanophotonics becomes a versatile tool for various optical
applications, including nanothermometry and optical heating. Its general
concept includes excitation of Mie resonances in nonplasmonic
nanoparticles. However, the potential of resonant dielectric nanoparticles in
drug delivery applications still has not been fully realized. Here, optically
resonant dielectric iron oxide nanoparticles (𝜶-Fe2O3 NPs) are employed for
remote rupture of microcontainers used as a drug delivery platform. It is
theoretically and experimentally demonstrated that 𝜶-Fe2O3 NPs have several
advantages in light-to-heat energy conversion comparing to previously used
materials, such as noble metals and silicon, due to the broader spectral range
of efficient optical heating, and in enhancement of thermally sensitive Raman
signal. The 𝜶-Fe2O3 NPs embedded into the wall of universal drug carriers,
polymer capsules, are used to experimentally determine the local temperature
of the capsule rupture upon laser irradiation (170 °C). As a proof of principle,
the delivery and remote release of anticancer drug vincristine upon lowered
laser irradiation (4.0×104 W cm−2) using polymer capsules modified with the
𝜶-Fe2O3 NPs is shown. The biological tests are performed on two primary cell
types: i) carcinoma cells, as an example of malignant tumor, and ii) human
stem cells, as a model of healthy cells.

1. Introduction

Optically resonant dielectric nanoparticles (NPs) allowing for
light localization at subwavelength scale attracted a lot of
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attention[1,2] during last years due
to their excellent performance in a
number of advanced optical appli-
cations. Namely, the resonant NPs
made of silicon,[3,4] germanium,[5] III-V
semiconductors,[6,7] or multicomponent
materials[8–10] demonstrate outstanding
optical characteristics owing to Mie
resonances excited by incident laser
field. Moreover, because of strong field
enhancement inside the nonplasmonic
(e.g., silicon) NPs, it is possible to both
efficiently heat them by laser irradia-
tion and measure local temperature via
thermally sensitive Raman response,[11]

which is also enhanced by several orders
of magnitude.[12] With the resonant
silicon NPs, the “all-in-one” concept
was applied for simultaneous all-optical
heating, sensing, and thermometry of
small amount of protein molecules.[13]

However, the full potential of resonant
nonplasmonic NPs with both tempera-
ture and micrometer spatial control for
more advanced bioapplications has not
yet been realized.

Recent trends in various biomedical applications are related to
incorporation of different NPs within nano- and microcarriers to
obtain a composite platformwith improved properties.[14] Among
available delivery systems, polymer capsules are currently

Dr. A. S. Timin, A. R. Muslimov
Peter The Great St. Petersburg Polytechnic University
Polytechnicheskaya str. 29, St. Petersburg 195251, Russia
A. R. Muslimov
First I. P. Pavlov State Medical University of St. Petersburg
L’va Tolstogo 6-8, Saint-Petersburg 197022, Russia
Dr. A. Nominé, Dr. J. Ghanbaja
Institute Jean Lamour (IJL)
Universite de Lorraine – CNRS
F-54000 Nancy, France
Dr. P. Ghosh, Dr. Q. Li
Laboratory of Integrated Photonics and Nanophotonics
Zhejiang University
Zhejiang 310027, China

Laser Photonics Rev. 2020, 1900082 © 2020 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim1900082 (1 of 11)

177



www.advancedsciencenews.com www.lpr-journal.org

Figure 1. Schematic representation of iron oxide NPs implementation steps in this work. a) Simulation of optimal optical heating parameters. b) Syn-
thesis of NPs with the required physicochemical properties. c) Characterization of obtained NPs. d) Study of NPs optical properties. e) Immobilization
of NPs into the shell of polymer capsules for drug delivery applications. f) Probing the remote drug activation inside cells and nanothermometry.

being demonstrated as unique carriers for safe and efficient de-
livery of biologically active compounds such as genematerials,[15]

macromolecules,[16] proteins,[17] drugs.[18] In the previous works,
various plasmonic NPs were employed as nanoheaters to reduce
laser intensity threshold for the capsules opening, while their ad-
ditional functionalization by thermally sensitive nanomaterials
was performed for all-optical local nanothermometry.[19]

In this work, we incorporate optically resonant dielectric NPs
into polymer capsules for all-optical remote drug release with
simultaneous nanothermometry upon laser irradiation. In or-
der to achieve high optical field enhancement in the NPs and
their efficient heating, we employ biocompatible iron oxide (𝛼-
Fe2O3) NPs

[20] instead of previously used dielectric ones,[4,8,10]

owing to their high refractive index (n ≈2.7–3.2) and moderate
losses (k ≈0.02–0.2) in red and near-infrared (NIR) ranges.[21]

This phase of iron oxide has very pronounced and easily recog-
nizable multipeak Raman response in broad range of wavenum-
bers (200–1400 cm−1[22]), making it much more convenient for
temperature-induced peak shift registration as compared to the
silicon possessing only one Raman-active phonon mode.[13] The
use of such NPs allows for direct measurement of the capsules
rupturing temperature with the accuracy no worse than 40 K, cor-
responding to a characteristic Raman linewidth. Also, theNPs de-
crease the rupture threshold intensity down to 4.0×104 W cm−2.
Finally, the developed microcapsules modified with 𝛼-Fe2O3 NPs

are used to deliver antitumor drug vincristine (VCR) into two pri-
mary cell types: i) carcinoma cells (CCs) as an example of ma-
lignant tumor, and ii) human mesenchymal stem cells (hMSCs)
as a model of healthy cells. Our findings show that the optically
resonant 𝛼-Fe2O3 NPs have high potential to be a versatile plat-
form in order to fabricate multifunctional drug carriers possess-
ing tumor-specific drug release.

2. Results and Discussion

The main concept of this study is depicted in Figure 1, where we
present the theoretical and experimental stages of designing a
multifunctional drug carrier that simultaneously allows for exter-
nal drug release triggering and local temperature detection. As
shown in Figure 1a, the used biocompatible 𝛼-Fe2O3 NPs should
possess high enough refractive index and moderate losses, as
well as demonstrate thermally sensitive Raman lines. Also, to
predict the optimal NP size for efficient optimal heating, the
electromagnetic simulations should be performed (Figure 1a).
After the theoretical calculations, synthesized (Figure 1b) and
characterized (Figure 1c) NPs can be experimentally tested for
optical heating and Raman thermometry (Figure 1d). The fully
characterized iron oxide NPs can be then used to modify the
wall of polymer capsules, which are widely used to deliver cargo

Laser Photonics Rev. 2020, 1900082 © 2020 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim1900082 (2 of 11)

178



www.advancedsciencenews.com www.lpr-journal.org

into cells (Figure 1e). The efficient optical heating of the NPs
allows for remote low-intensity release of cargo inside cells (Fig-
ure 1f). In the following sections, we discuss each step in more
details.
Theoretical background.General model for heating of a spher-

ical nanoparticle comprised of an arbitrary material (metals or
dielectrics) by continuous laser illumination in a homogeneous
medium was developed elsewhere.[11,23,24] We combined it with
a simple analytical solution for light absorption by the nanopar-
ticle from the Mie theory.[25] The Mie theory deals with a single
spherical NP in homogeneous medium, yielding general under-
standing regarding which optical modes can be excited and what
their optical response is. For instance, scattering (𝜎sca), extinction
(𝜎ext), and absorption (𝜎abs) cross-sections can be derived from fol-
lowing equations:

𝜎sca =
Wsca

Ii
= 2𝜋

k2

∞∑
n=1

(2n + 1)(|an|2 + |bn|2) (1)

𝜎ext =
Wext

Ii
= 2𝜋

k2

∞∑
n=1

(2n + 1)Re(an + bn) (2)

𝜎abs = 𝜎ext − 𝜎sca (3)

where an and bn are the Mie-coefficients for electric and mag-
netic types of modes, respectively. As a result, the solution of a
thermal diffusion equation in a steady-state regime with a heat
source defined by the light intensity (I) and the NP absorption
cross-section (𝜎abs) gives the following equation for temperature
increase inside the NP[24]:

𝛿TNP =
I𝜎abs
4𝜋𝜅2R

(4)

where 𝜅2 is the thermal conductivity of the surroundingmedium,
which is significantly smaller than that of the NP; andR is the NP
radius. The details of derivation of this formula and calculations
of the absorption cross-section can be found in the Supporting
Information. It is worth noting that this consideration is only
suitable for structures with thermal conductivity several orders
higher than that of surrounding homogeneous media.
Since the concept of NP-induced enhancement and localiza-

tion of optical heating[26] is attractive for the most of bio- or
chemical applications, it is vital to study their resonant proper-
ties in water (n = 1.33), because such studies are taken in aque-
ous medium. The theoretical calculations on various NPs optical
heating in water are summarized in Figure 2. Based on Equa-
tions (1)—(4) we carried out a comparative analysis for optical
heating in the visible and NIR ranges of three spherical NPs:
gold,[27] silicon,[28] iron oxide (Fe2O3),

[29] while their thermal con-
stants are taken from ref. [30].
It is clearly seen from Figure 2a that gold nanospheres are ef-

ficient light-to-heat converters at their localized surface plasmon
resonance wavelength (around 𝜆 ∼ 500–600 nm) at all sizes, as
reported previously.[26] On the other hand, a silicon nanosphere,
as shown in Figure 2b, supports a variety of Mie modes (electric
and magnetic ones[2]), which allow to use c-Si NPs as light-to-
heat converters even in the red region of visible light spectra.[11]

However, their performance worsens at the wavelengths larger

than 𝜆 ≈ 800 nm. In its turn, 𝛼-Fe2O3 NPs combine benefits of
both gold and silicon by providing the broad absorption band in
the visible at 𝜆 < 600 nm wavelengths and support Mie modes
in NIR as well (Figure 2c). Additionally, a comparison of perfor-
mances between 𝛼-Fe2O3, c-Si and Au nanospheres is presented
in Figure 2c,d, where one can clearly see that the 𝛼-Fe2O3 NP out-
performs the Au NPs even at the plasmon resonance wavelength
in water 𝜆 ≈ 530 nm.Moreover, the 𝛼-Fe2O3 NP absorbs light bet-
ter than Si NPs at all wavelengths of interest (𝜆 = 400-1000 nm).
The origin of such outstanding performance of Fe2O3 is based
on the optimized combination of real and imaginary parts of its
dielectric function. Indeed, radiative and non-radiative losses of
any resonators have to be balanced to achieve the highest optical
heating.[11]

Besides high efficiency of light-to-heat conversion, it is crucial
to obtain a pronounced Raman signal for local optical tempera-
ture measurements. This concept of far-field optical temperature
detection at nanoscale is based on thermo-sensitive Raman re-
sponse due to anharmonic effects in light scattering on optical
phonons.[31] Figure 3a shows that 𝛼-Fe2O3 has very intensive and
rich Raman spectrum with clearly distinguishable Stokes lines.
As a result, in this part we revealed that 𝛼-Fe2O3 is one of

the most prospective materials for all-optical heating and nan-
othermometry. Namely, it fulfills the following requirements: i)
relatively simple and cost-efficient fabrication; ii) active optical
phonons for thermo-sensitive optical response (Raman scatter-
ing); iii) high-refractive index in order to support Mie resonances
in nanostructures in the visible and NIR for enhanced heating
and reduced signal collection (dwell) time.
Nanoparticles fabrication and structural characterization. 𝛼-

Fe2O3 NPs were prepared via solvothermal method.[33] The char-
acterization by scanning electron microscopy (SEM) found NPs
with diameter (D) between 300 and 800 nm (Figure S3, Support-
ing Information). This is further confirmed by transmission elec-
tron microscopy (TEM), which also shows a second population
of NPs with diameters in the range of 5–20 nm (Figure S5, Sup-
porting Information). Despite the fact that larger 𝛼-Fe2O3 NPs
do not possess a perfect spherical shape, the aspect ratio remains
sufficiently low to maintain the quasi-spherical approach reason-
able for theoretical calculations, since the factor of facets for res-
onant dielectric NPs is almost negligible as shown in previous
works.[8,10]

X-ray photoelectron spectroscopy (XPS) results confirm that
NPs are composed of iron oxide (Figure 3b). However, the peaks
in the obtained spectra correspond to both+II and+III oxidation
states (i.e. 𝛼-Fe2O3 and Fe3O4, respectively). The challenge to
determine composition and crystallogaphic strucutre of NPs
arises due to the fact that two phases share either the same
stoichiometry (𝛼-Fe2O3 hematite, and 𝛾-Fe2O3 maghemite)
or structural similarities (𝛾-Fe2O3 maghemite and 𝛾-Fe3O4
magnetite).[34] However, 𝛼-Fe2O3 and Fe3O4 can be additionally
differentiated by electron energy loss spectroscopy (EELS).[35] In
the case of the large NPs shown in Figure 3c, the experimental
EELS spectrum shows the typical features of 𝛼-Fe2O3, which are
a double peak in the O K-edge and a shoulder in the Fe L2,3 edge
Figure 3e. Knowing the stoichimetry, selected area is used to
determine the structure of the same NP. The diffraction pattern
shown in Figure 3d revealed that such NPs have high crystallinity
and interplanar distances match very well with the diffraction
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Figure 2. Theoretical modeling of NPs optical heating. Calculated maps for optical heating of a) Au, b) Si and c) 𝛼-Fe2O3 spherical NPs in water using
Equations (1)–(4). The colorbar is temperature increase in arbitrary units. d) Schematic of optical heating theoretical model. Incident plane-wave excites
resonant optical modes of a sphere (Mie-theory) in homogeneous surrounding medium with thermal conductivity 𝜅2. e,f) 1D plots for the dependence
ofΔT on NP radius R extracted from (a) and (b) for fixed excitation wavelengths: 𝜆 = 530 nm for Au (e) and 𝜆 = 790 nm for Si (f), compared with heating
of 𝛼-Fe2O3 NPs taken from (c).

pattern of 𝛼-Fe2O3 in [010] zone axis (Figure S6, Supporting
Information). Characterization of smaller particles was carried
out by following the same procedure. Unlike in the case of larger
NPs, EELS spectra as well as diffraction pattern correspond to
Fe3O4 magnetite (Figure S7, Supporting Information). This ex-
plains the detection of both oxidation states on the XPS spectra.
The presence of both oxides is not necessarily an issue for this
study, since Fe3O4 shows only limited optical heating for par-
ticle radius below 50 nm (Figure S1, Supporting Information).
Moreover, since there is a correlation between size and crystal-
lographic phase, the smaller NPs can be easily removed during
the centrifugation process (e.g., during capsule synthesis).
As it has been mentioned, 𝛼-Fe2O3 NPs can serve not only

as a nanoscale heater, but also simultaneously as multi-purpose
nanothermometer[22] with high melting point (T ≈1850 K[36]) as
compared to gold (T ≈1250 K[37]) and silicon (T ≈1600 K[38]).
Thus, Figure 3a depicts not only phase and bond fingerprint of
fabricated structure, but also can serve as temperature sensor, be-
cause of thermally dependent Raman response. For instance, A1
band (vibration of Fe–O bond[22,39]) scattering demonstrate spec-
tral blue-shift, as it is shown in the inset.[32] For higher precision

of the temperature measurements, we average the temperature
between 225, 290, and 400 cm−1 Raman Stokes lines according
to previous works.[22]

Optical characterization of resonant 𝛼-Fe2O3 NPs. In order
to study resonant optical properties of fabricated single 𝛼-Fe2O3
NPs, dark-field (DF) spectroscopy technique was applied (Fig-
ure 4a,b, for more details see Supporting Information). It is
worth noticing that DF spectra serves not only as a tool for char-
acterization of the far-field optical properties and description of
the excited optical modes in NPs, but also for the verification of
the NPs sizes obtained by SEM or TEM. In order to carry out the
“optical size” verification, the full-wave numerical simulations in
the commercial software COMSOL Multiphysics was employed.
As shown in Figure 4b, the numerical and experimental results
are in a good qualitative agreement, even though the fabricated
NPs are not perfectly spherical according to Figure 3c,f. The
modeling also reveals the local optical field enhancement up to
two times within NP and up to six times outside NP (see insets
in Figure 4b).
The DF spectrum shows that the chosen NP (340 nm di-

ameter particle) provides resonant elastic scattering around the
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Figure 3. 𝜶-Fe2O3 NPs characterization. a) Stokes Raman scattering from fabricated 𝛼-Fe2O3 NPs. Inset illustrates evolution of A1 band position with
increase in temperature (adopted from ref. [32]) b) X-ray photoelectron spectroscopy of fabricated structures. Captions under curves correspond to
specific response of Fe atoms. c) TEM image of the iron oxide NPs. Scale bar is 50 nm. Dashed region corresponds to the area of consideration for d)
electron diffraction patterns. e) Electron Energy Loss Spectroscopy (EELS) for the same NPs of 𝛼-Fe2O3. f) Typical shapes, sizes, and morphologies of
fabricated 𝛼-Fe2O3 NPs carried out by means of scanning electron microscopy (scale bar is 400 nm).

emission wavelength of He-Ne laser (𝜆 = 632.8 nm) used for Ra-
man experiments in this work. This results in the local field en-
hancement and NP‘s heating observed as a spectral shift of char-
acteristic Raman-active modes (Figure 4c; Figure S10, Support-
ing Information). As it has been mentioned, the spectral shift
of the Raman Stokes line between “cold” and “hot” regimes can
be back-converted into temperature increase. By the term “cold”
Raman scattering regime from either bulk material response, or
low pump intensity response from single iron oxide nanoparticle
is considered, whereas the “hot” regime stands for enhanced ab-
sorption regime with high (> 2 mW/µm2) pump intensity, which
results in spectral blue-shift of the Raman response. It is clearly
seen that for such high heating temperatures, only a number of
Raman lines remain pronounced (i.e., initial 225 cm−1), unlike
600 and 1320 cm−1 ones.
Figure 4d depicts both theoretical and experimental optical

heating results for NP with radius R ≈ 170 nm at 632.8 nmwave-
length with intensity I0 = 2.4 mW/µm2. According to SEM im-
ages, 𝛼-Fe2O3 NPs are not perfectly spherical, thus the thermal
contact area determination remains only one fitting parameter

for our numerical calculations. In this regard, blue dashed line
corresponds to dipped by diameter over 5 (R/2.5) nanometers
into SiO2 substrate and red dashed line is the case of a slight phys-
ical contact (20 nm into substrate). The experimental values are
mostly located within the region bordered by two calculated lines;
however, larger particles are in little less match with the theoret-
ical predictions. We believe that this might happen due to shape
inhomogeneity. Indeed, any roughness reduces quality factor of
the dielectric microresonator,[40] whereas the heating efficiency is
a linear function of quality factor.[11]

Polymer capsules with resonant 𝛼-Fe2O3 NPs. After prov-
ing the ability of both heating and thermometry by single iron
oxide NPs (Figure 1d), we implemented them into drug carri-
ers, so-called polymer capsules, to probe remote drug activation
in vitro and simultaneous nanothermometry (Figure 1e). It is
worth noting that various carriers composed of different ma-
terials like silica,[41] liposomes,[42] as well as rare earth,[43] and
plasmonic NPs[44] were employed for external triggering to re-
lease bioactive molecules upon laser irradiation. However, poly-
mer capsules have an obvious advantage over reported delivery
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Figure 4. Optical heating of 𝜶-Fe2O3 NPs. a) Schematic of (1) dark-field (DF) elastic scattering spectroscopy and (2) Stokes-Raman spectroscopy ex-
perimental setups. b) Dark-field scattering spectra of a single 𝛼-Fe2O3 NP (radius R = 170 nm): experimental (solid blue) and numerically calculated
(dashed purple). Insets depict calculated electric field distribution at corresponding wavelengths (632.8 nm and 790 nm) corresponding to the wave-
lengths of laser sources for the optical heating experiments. c) Stokes range of Raman scattering from single the 𝛼-Fe2O3 NP from (b) at two intensities
0.6 mW/µm2 (“cold regime”, purple line) and 2.4 mW/µm2 (“hot regime”, orange line). d) Experimental (dots) and theoretical (dashed lines) depen-
dencies of optical heating of a single 𝛼-Fe2O3 NP upon irradiation by CW-laser with intensity 2.4 mW/µm2 at wavelength 632.8 nm. Blue dashed and
red dashed lines correspond to theoretical calculations with different thermal contact areas between the nanoparticle and SiO2 substrate, as shown in
the insets, where a nanosphere is dipped by R/2.5 and 0 nm into the substrate, respectively).

systems, such as increased drug-loading capacity, protective fea-
tures of capsule wall, low cytotoxicity, high stability in the biologi-
cal fluids, and efficient uptake by various cell types.[16,45] Polymer
capsules modified with 𝛼-Fe2O3 NPs were prepared with layer-
by-layer method.[16,46] The size range of synthesized capsules was
around 4.38 – 5.21 µm, as determined by SEM and confocal laser
scanning microscopy (CLSM) analysis (inset of Figure 5a; Fig-
ure S8a,b, Supporting Information). It can be seen that 𝛼-Fe2O3
NPs were not aggregated after attachment to the capsules wall
(Figure S8, Supporting Information).
CLSM was used to verify the loading with dextran conjugated

with AlexaFluor 647 (AF647) into the cavity of the capsules (Fig-
ure S8b, Supporting Information). SEM images demonstrated
successful dissolution of CaCO3 core-template, since the poly-
mer capsules were in collapsed form under vacuum (Figure S8a,
Supporting Information). The attachment of 𝛼-Fe2O3 NPs onto
the capsules wall (spots onto the capsules wall) can be clearly
seen in SEM, dark field (DF) and CLSM images highlighted
with the white arrows (Figure S8a–c, Supporting Information).
The statistical data for the number of attached 𝛼-Fe2O3 NPs onto

the capsules wall are shown in Figure 5a. Successful loading of
commercially available antitumor drug VCR into the capsules
cavity could be detected with indirect method via measuring
absorption spectra of the drug. According to the measured
calibration curve shown in Figure S4, Supporting Information
andmeasured supernatant after the formation of the CaCO3 core-
particles, amount of encapsulated VCR was 0.65×10−12 g/cap.
It was assumed that after the core dissolution, the amount of
VCR, which diffused through the capsule wall, is negligibly
low.
In order to determine the temperature of the capsules rup-

ture upon laser illumination, we employed the developed Raman
nanothermometry with the resonant 𝛼-Fe2O3 NPs incorporated
into the capsule walls. We measured Raman spectra of differ-
ent capsules up to the signal disappearance as an indicator of
the capsule’s destruction. According to the measurements from
a set of capsules with incorporated NPs placed as a droplet be-
tween two cover glasses, the mean temperature of their rupture
is around 170 °C (Figure 5b). The fact of capsule damage was con-
firmed by bright-field optical microscopy (Figure 5c). The average
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Figure 5. 𝜶-Fe2O3 NPs in polymer capsule. a) Number of 𝛼-Fe2O3 NPs embedded into capsules walls according to SEM images. Inset: SEM images
of fabricated capsule with embedded 𝛼-Fe2O3 NPs into walls. Scale bar is 2 µm. b) Optical thermal destruction temperature distribution according
to Raman experiments. Experiments were performed on empty capsules. c) Bright field images of capsule before (inset) and after laser irradiation. d)
Percentage of released antitumor drug VCR from polymer capsules irradiated during different time periods (red curve) and without irradiation (blue
curve). e) Orthogonal view from different planes (x/y, x/z or y/z) of the confocal microscope images used to analyze the particle uptake. Example
corresponds to hMSCs with internalized capsules. Cells were staied with calcein AM (shown in green) and capsules were labeled with AF647 (shown in
red). f) Orthogonal view from different planes (x/y, x/z or y/z) of the CLSM images used to analyze the capsules uptake. Example corresponds to CCs
with internalized capsules. Cells were tagged with calcein AM (shown in green) and capsules were labelled with AF647 (shown in red).

Table 1. Comparison of the proposed resonant 𝛼-Fe2O3 NPs with previously published design for enhanced optical heating and simultaneous nanoth-
ermometry.

Approach Capsule damage intensity, wavelength Thermometry method Temperature resolution Ref

Gold NPs with CNT 9.6×104 W cm−2, 𝜆=532 nm Raman: Stokes/Anti-Stokes ratio 5–40 K [19]

𝛼-Fe2O3 NPs 4.0±1.0 × 104 W cm−2, 𝜆=633 nm Raman: Stokes spectral shift 40 K This work

intensity of He–Ne laser radiation (𝜆=632.8 nm) required to
achieve this threshold temperature is around 4×104 W cm−2.
The value of temperature is comparable with that reported
elsewhere,[19] while the applied intensity is more than two times
lower, because of high efficiency of light-to-heat conversion of 𝛼-
Fe2O3 NPs, as shown in Figure 2. It is worth noting that efficiency
of drug delivery using capsules might be influenced by the num-
ber of embedded NPs into the capsule wall owing to higher prob-
ability of capsule rupture upon laser irradiation. The comparison
of main characteristics of the proposed method with published
before is given in Table 1. To confirm that permeability of poly-
mer capsules changes after laser irradiation and delivered cargo
can be successfully released, polymer capsules modified with 𝛼-
Fe2O3 NPs were loaded with commercially available antitumor

drug VCR and the defined area containing capsules was irradi-
ated with near infrared laser for different periods of time. As it
can be seen in Figure 5d, with the increasing time of irradiation
within the area containing capsules, the amount of released drug
increases. However, the capsules that were not irradiated also
showed slight drug release, which can be explained by leakage
of the cargo through the porous capsules walls.
The obtained capsule heating temperature (170 °C ) is suf-

ficient to change the permeability of polymer capsules, since
the glass transition temperature of PAH is around 85 °C[47]

and PSS is around 152 °C.[48] The photodecomposition of poly-
mer capsules can lead to the release of loaded molecules into
the surroundings. In comparison to the previous work,[19] to
achieve temperature 170 °C less laser power density is required
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(4.0±1.0 × 104 W cm−2), which is in favor of the biomedical
laser application, since such laser power densities do not induce
phototoxicity of cells. Indeed, no phototoxicity was observed
even at intensity 3.8×105 W cm−2 as shown in ref. [49]. More-
over, according to Equation (S30), Supporting Information, at
such high temperature, biological objects decay by more than
10 times on a scale of several microns around the locally heated
NP, being safe for the irradiated living cell containing an
internalized capsule modified with the 𝛼-Fe2O3 NPs.
Cell uptake and association of polymer capsules modified with

𝛼-Fe2O3 NPs. It is worth mentioning that cell experiments were
performed on relevant cell models: i) clear cell renal cell carci-
noma cells (CCs), and ii) human mesenchymal stem cells (hM-
SCs), which were derived from patients who signed a voluntary
consent. Numerous studies suggest that cell lines poorly repre-
sent the diversity, heterogeneity, and drug-resistant tumors oc-
curring in patients.[50] The derivation and short–term culture of
primary cells from solid tumors have, thus, gained significant
importance in personalized cancer therapy. CCs are sensitive to
VCR at high dosages but not sensitive to the concentrations of
this drug used in clinics.[51] hMSCs were used in this study as a
model of healthy cells.
In order to verify whether micrometric polymer capsules mod-

ified with 𝛼-Fe2O3 NPs can be internalized with CCs and hM-
SCs, CLSM measurements were performed. For this, after incu-
bation with different amount of polymer capsules loaded with
AF647, cells were stained with calcein AM and the co-localization
of the red fluorescently labeled capsules within the cellular com-
partments was visualized with z-stack images as shown in Fig-
ure 5e,f. An indicator for intracellular localization of capsules
was red fluorescence signal coming fromAF647 labeled capsules
surrounded with green fluorescence signal coming from stained
living cell with calcein AM. Figure S16, Supporting Informa-
tion, shows 3D reconstruction of cells incubated with capsules.
These results are in agreement with previous studies, where it
was shown that even micrometric sized non-targeted polymer
capsules can be efficiently internalized with stem cells[18] and car-
cinoma cells.[16] Note that multiple endocytotic pathways are re-
sponsible for micrometric capsules internalization.[52]

In order to quantify the association of AF647-labeled capsules
at different capsule concentrations with CCs and hMSCs, fluores-
cence flow cytometry was used. Here, the amount of red fluores-
cence originating fromeach analyzed cell was derived and quanti-
fied to reveal the relative amount of capsules associated with cells.
It is worth mentioning that apart from autofluorescence, cells do
not contribute to the red fluorescence signal (Figure S14, Sup-
porting Information). According to the obtained data, it is clearly
seen that the amount of capsules associated with cells increases
with the number of added capsules per cell. This is valid for both
the cell lines. However, it is also seen that the capsules were as-
sociated with CCs in a higher rate than with hMSCs (Figure S15,
Supporting Information). These results are in agreement with
previous works.[53] As it has been discussed above, multiple in-
ternalization pathways are involved in micrometric sized cap-
sules internalization. Internalization of capsules depends on the
metabolism of the cells, which defines their ability to internal-
ize the capsules. Metabolism of carcinoma cells is known to be
enhanced[54] and distorted, which explains the higher uptake rate
of capsules by CCs than by hMSCs.

In vitro laser-triggered release of antitumor drug vincristine
(VCR). To demonstrate remote photoinduced activation of drug,
𝛼-Fe2O3 NPs modified polymer capsules loaded with VCR were
added to the CCs and hMSCs at different amounts. Next day,
cells were washed three times with cell culture medium in or-
der to remove residual capsules, and then irradiated with NIR
(𝜆=790 nm) in the defined area (Figure 6; Figure S11p). NIR
laser irradiation was used for the experiments with cells, since
this wavelength lies in the “tissue window,” and it is optimal for
penetration of light into tissue.[55] Similar wavelengths are often
used in the biology and medicine for therapy.[56]

During the NIR laser irradiation at “CW-like” regime (repe-
tition rate 80 MHz) with an average power of 250 mW, laser
beam randomly hits the capsules inside the scanning area (for
details, see Section S3h, Supporting Information). After the ir-
radiation of the capsules with the NIR light, the 𝛼-Fe2O3 NPs ex-
hibit strong absorption supported byMiemodes, which results in
light-to-heat energy conversion followed by the NPs temperature
increase and, subsequently, in the rupture of capsules, as shown
in Figure 6a–c. In other words, the interaction between the laser
beam and 𝛼-Fe2O3 NPs embedded into the capsules wall leads
to the thermally induced deformation/disintegration of the poly-
mer capsules with the change in their permeability, as observed
in Figure 5c. It worth noting that the heating of 𝛼-Fe2O3 NPs by a
single femtosecond laser pulse with the used energy (3 nJ) is not
enough for the capsules rupture, indicating multipulse character
of the photoinduced drug release, as also confirmed by calcula-
tions in Figure S2, Supporting Information.
In the control experiments, the cells without capsules were ir-

radiated with NIR laser at the same conditions, as well as the cells
without and with capsules (added at different amounts) were not
irradiated with NIR laser. After irradiation, LIVE/DEAD viability
assay was performed, where the cells alive were stained in green
and nuclei of dead cells were stained in red. According to the ob-
tained data, the used power density of laser irradiation was not
toxic for CCs and hMSCs (Figure 6a,b). As expected, laser irra-
diation of CCs with internalized/associated capsules resulted in
higher toxicity, due to the release of antitumor drug VCR in intra-
and extracellular environment. As it can be seen in Figure 6d, this
toxicity of CCs is dependent on the amount of added capsules per
cell. The possible explanation for this can be that the probability
to hit the capsule added at the rate of 50 capsules per cell is higher
and, thus, higher amounts of drugs were released from the cap-
sules associated with cells, which resulted in higher toxicity. This
assumption is confirmed by the performed release study where
different amounts of VCR loaded capsules modified with iron ox-
ide NPs were irradiated under the same conditions but without
cells Figure S13, Supporting Information. The obtained results
demonstrate that higher amount of added capsules results in a
higher rate of released drugs after laser irradiation keeping the
irradiation time constant. Interestingly, hMSCs showed signifi-
cantly higher survival rate compared to CCs at the same added
amount of capsules. The reason for this could be the higher up-
take of tumor cells, what results in higher amount of antitumor
drug inside cells. Moreover, hMSCs are resistant to the number
of antitumor drugs, what can be a reason of higher survival rate
of hMSCs compared to CCs.[57]

Capsules added to both the cell models, which were not irradi-
ated with NIR laser, were slightly toxic at higher concentrations
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Figure 6. 𝜶-Fe2O3 NPs in capsules for remote drug delivery upon laser irradiation. a) CLSM images of CCs incubated with different amounts of polymer
capsules modified with𝛼-Fe2O3 NPs and loaded with antitumor drug VCR for 24 h. CCs were not irradiated with NIR laser (right column) and CCs were
irradiated with laser (left column). Living cells were stained with calcein AM (green) and dead cells with propidium iodide (red). b) CLSM images of
hMSCs incubated with different amounts of polymer capsules modified with 𝛼-Fe2O3 NPs and loaded with antitumor drug VCR for 24 h. hMSCs were
not irradiated with NIR laser (right column) and hMSCs were irradiated with laser (left column). Living cells were stained with calcein AM (green) and
dead cells with propidium iodide (red). The scale bar for (a,b) is 50 µm. c) Schematic illustration of experimental setup: cross-section of a cell with
internalized capsule inside. Capsule is irradiated with NIR 790 nm laser. d) CCs viability after incubation with polymer capsules modified with 𝛼-Fe2O3
NPs and loaded with antitumor drug VCR for 24 h before (red) and after (pink) irradiation with NIR laser. e) hMSCs viability after incubation with polymer
capsules modified with 𝛼-Fe2O3 NPs and loaded with antitumor drug VCR for 24 h before (green) and after (bright green) irradiation with NIR laser. The
results are presented as the average value ± standard deviation (* represents p < 0.05 and ** represents p < 0.005).

(86% for 20 caps/cell, 70% for 50 caps/cell for CCs and 84% for 20
caps/cell, 78% for 50 caps/cell for hMSCs). This can be explained
by leakage of drugs through the capsules wall during the internal-
ization process. Indeed, during the internalization process me-
chanical deformation of polymer capsules can occur, which can
result in the leakage of drug loaded into the capsules.[14] Accord-
ing to the recent study, mechanical forces can vary between cell
types, and it was shown that capsules internalized within carci-
noma cells are exposed to higher mechanical forces during the
internalization process in carcinoma cells than in other tested cell
types resulting in a higher rate of capsule degradation,[58] which
can lead to a higher drug release rate inside cells. Moreover, it
has been shown that capsules added at the rate of more than 20
capsules per cell are toxic[59] to the cells resulting in reduced cell

density in Figure 6b. Thereby, the revealed data confirm that 𝛼-
Fe2O3 NPs can be effectively used as heat mediators for remote
activation of drugs inside cells.

3. Conclusion

To summarize, we have proposed a novel “all-in-one” concept
for controllable drug release in living cells based on nonplas-
monic optically resonant nanoparticles which allowed for low-
ering the drug release irradiation threshold and local ther-
mometry. It has been proven both theoretically and experimen-
tally that 𝛼-Fe2O3 NPs larger than 100 nm have several advan-
tages in terms of light-to-heat energy conversion comparing to
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conventional materials, such as noble metals and silicon: i) 𝛼-
Fe2O3 NPs demonstrate broader and stronger electromagnetic
radiation absorption in the visible and near-IR ranges; ii) do not
require strict fulfilling ofMie-resonant conditions to achieve sim-
ilar heating temperatures; iii) support number of thermally sen-
sitive Raman lines in the range of 200–1400 cm−1, which is more
convenient for nanothermometry and might be useful for trac-
ing additional molecular events in real time. Additionally, the
developed 𝛼-Fe2O3 NPs make it possible to avoid complicated
functionalization steps with plasmonic NPs enhancing optical
absorption.[60] The simplicity of 𝛼-Fe2O3 NPs synthesis and its
biocompatibility make this material suitable for biomedical ap-
plications. Taken together, we believe that such iron oxide based
nanostructures pave the way towards optically controlled nonin-
vasive intracellular drug release.

Supporting Information
Supporting Information is available from the Wiley Online Library or from
the author.
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Local optical heating and Raman nanothermometry based on resonant silicon particles provide a new prom-
ising platform for a number of key nanophotonics applications associated with thermally induced processes
at the nano- and microscale. In this work, the crystallization of amorphous silicon nanodisks with optical res-
onances caused by local optical heating has been studied. The crystallization process is controlled by Raman
microspectroscopy. The crystallization temperature of a single nanodisk of about 900 K has been determined
under the action of a strongly focused cw laser beam. As a result, an annealed resonant silicon nanoparticle
has allowed controlled and reversible heating in the temperature range of 300–1000 K with the possibility of
mapping the heating region with submicron spatial resolution.

DOI: 10.1134/S0021364018110140

1. INTRODUCTION

In recent years, a new field of nanophotonics asso-
ciated with optical resonances in dielectric particles
with a high refractive index [1] has been successfully
applied to light control problems on a nanoscale [2–
4], ultrafast modulation of an optical signal [5–7], and
optical harmonic generation [8, 9], as well as for the
creation of ultrathin optical holograms [10] and many
other applications [11–13]. Indeed, owing to the pres-
ence of a magnetic response, low dissipative losses in
the infrared range, and the possibility of a wide tuning
of all excited resonances, silicon particles of a simple
shape (e.g., spherical particles) [14, 15] have a number
of advantages in comparison with analogs based on
resonant metallic nanostructures [16]. Another nota-
ble feature of silicon is the presence of low but gradu-
ally increasing optical losses in the visible range, which
makes it possible, on one hand, to excite high-Q Mie
resonances [17, 18] and, on the other hand, to ensure
effective absorption of light by coordinating radiative
and nonradiative losses in the nanoparticle [19]. This
allows efficient optical heating of silicon nanoparticles
with the possibility of the simultaneous measurement
of the local temperature using temperature-sensitive
phonon modes [20]. This concept of the use of crystal-
line silicon nanoparticles as a nanosized source of
heat, providing the possibility of direct nanother-
mometry, was successfully applied for the local diag-

nostics of thermally induced processes [21], as well as
for high-precision laser nanofabrication [22].

The main condition for nanothermometry based
on the thermosensitive Raman response of silicon
nanoparticles is the need to use a crystalline phase,
since the amorphous one has an extremely unpro-
nounced phonon spectrum unusable for thermome-
try. This imposes serious limitations on the methods of
manufacturing such nanostructures, since a standard
and relatively inexpensive technique for manufactur-
ing amorphous nanostructures from hydrogenated sil-
icon (α-Si:H) becomes unsuitable, and the produc-
tion of crystalline nanoparticles based on the “silicon-
on-insulator” platform leads to an unwanted back-
ground Raman signal from the silicon substrate. The
preparation of crystalline nanoparticles on sapphire
(the “silicon-on-sapphire” technology) also has a
number of shortcomings: high cost; a relatively high
refractive index of sapphire ( ), which reduces
the Q-factor of the silicon nanoparticle; and a high
thermal conductivity of sapphire 40 times higher than
that for glass, which hinders the localization of optical
heating.

In this work, a new approach is developed to per-
form optical nanothermometry based on resonant sil-
icon nanoparticles in the crystalline phase on a quartz
substrate. This approach is based on the method of
strong local optical heating up to the phase transition
temperature, which is controlled in real time by

= .1 77n

CONDENSED
MATTER
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Raman microspectroscopy. This concept is schemati-
cally presented in Fig. 1.

2. RESULTS AND DISCUSSION
We study α-Si: H nanodisks on a quartz substrate.

The amorphous nanodisks with diameters D =
 nm and height  nm were prepared by

nanolithographic techniques used earlier [23] (for a
detailed description see Section 3). The insets of
Figs. 2c and 4c show the images of the prepared single
amorphous silicon nanodisks located on the quartz
substrate. The images were obtained on a Carl Zeiss
Neon 40 scanning electron microscope (SEM).

The choice of the material and sizes of nanodisks is
due to the need to excite resonant optical modes in the
visible spectral region for achieving the most efficient
optical heating and thermometry. Figure 2a shows the
numerical calculation of the extinction, scattering,
and absorption cross sections for a single amorphous
silicon nanodisk (with the dispersion of the permittiv-
ity of amorphous silicon obtained in ellipsometry
experiments [23, 24]) with a height of 165 nm and a
diameter of 330 nm on a glass substrate (see Sec-
tion 3). It can be seen in Fig. 2c that this disk demon-
strates resonance absorption at a wavelength near
632.8 nm corresponding to the wavelength of the
HeNe pump laser in the Raman thermometry setup.
Figure 2b makes it possible to estimate the contribu-
tions from each optical mode to the total scattering
cross section [25]. As a result, the resonance state at a
wavelength of 632.8 nm corresponds to the interfer-
ence of two contributions, electric dipole (ED) and
magnetic dipole (MD). This is confirmed by the dis-

−300 450 = 165h

tributions of the electric and magnetic fields depicted
in Fig. 2d. It should be noted that, together with the
resonance absorption, intense heating of the disk is
possible. Indeed, as was shown in [26], the increase in
the temperature of the nanoparticle is proportional to
the power absorbed in it:

(1)

where  is the current density,  is the electric
field inside the material, and the integration is carried
out over the volume of the nanoparticle V. It follows
from this expression that the higher the electromag-
netic field in the structure, the greater the energy
absorbed. The heating itself is due to ohmic losses,
which are determined by the electrical conductivity σ,
since . The imaginary part of the dielectric con-
stant determines the conductivity as ,
where  and  are the permittivity of free space and
the frequency of the incident light, respectively.

Figure 3a shows the experimentally recorded crys-
tallization process of a silicon nanodisk with a size of
330 nm under the effect of a HeNe laser with a work-
ing wavelength of 632.8 nm. First, Raman scattering
was excited in the so-called “cold” mode in an amor-
phous disk at relatively low pump powers
(0.06 MW/cm2), in which the temperature of the nan-
odisk remained almost unchanged. The red curve cor-
responds to the unpronounced Raman scattering from
amorphous silicon with a maximum at 480 cm–1,
which is well described in [27]. Then, a single disk was
subjected to a more intense exposure of the HeNe
laser (0.39 MW/cm2), which initiated the crystalliza-
tion process. It was observed experimentally that the
spectral position of Raman scattering from a single
nanodisk undergoing a phase transition corresponded
to a temperature of about 600–800°C. Such tempera-
tures fit the modern view on the crystallization process
of amorphous silicon [28] and are comparable with
those previously obtained with similar pumping pow-
ers but for spherical nanoparticles [19]. It is notewor-
thy that the resulting annealed resonant nanoparticle
begins to exhibit a pronounced temperature-sensitive
dependence of the phonon mode at 520 cm–1, which is
described by the expression

(2)

where  = 528 cm–1, A = –2.96 cm–1, B =
‒0.174 cm–1, , and  for
crystalline silicon [20].

Figure 3b shows the temperature dependence of
the spectral position of the Raman scattering signal for
silicon obtained from Eq. (2) and allows one to
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Fig. 1. (Color online) Schematic of controlled annealing of
an amorphous disk irradiated by intense light by means of
confocal Raman spectroscopy. The insets schematically
show (left) the Raman spectrum of the initial amorphous
nanodisk, (middle) the spectra “before” and “after”
annealing of the nanodisk, and (right) the reversible
Raman spectrum shift of the annealed nanodisk during its
optical heating.
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directly relate the Raman line shift to the temperature
of the material. The experimental dependence of the
Raman scattering signal for a single nanodisk at differ-
ent values of the pump intensity is shown in Fig. 3c.
The spectra obtained have the following features char-
acteristic of polycrystalline silicon structures [28]:
first, an asymmetric shape that is noticeably mani-
fested at higher temperatures of the disk; second, the
characteristic FWHMs of the Raman peaks exceed
10 cm–1 even at low intensities, while this value for
monocrystalline silicon does not exceed 5 cm–1.

Figure 3d shows a two-dimensional map of Raman
thermometry and optical heating of a single annealed
nanodisk with a size of 330 nm (for details of the
experiment, see Section 3). The spectra obtained for
each position are described by a single Lorentz con-
tour. As a result, this approximation allows direct
mapping of the local temperature distribution in the

region of a silicon nanoparticle with a high spatial res-
olution, and the accuracy of the temperature measure-
ment is determined only by the width of the pump
laser line and the spectrometer grating. In our case,
this accuracy is about several degrees Celsius in the
temperature range up to the melting point.

It is noteworthy that the proposed approach for the
crystallization of nanoparticles differs significantly
from that used in [29], where laser-printed nanoparti-
cles were used as nanoparticles in the initial amor-
phous phase. In this state, silicon has a high concen-
tration of defects in the form of dangling bonds. In this
regard, its optical properties are significantly different
from the properties of single-crystal silicon; in partic-
ular, defects lead to high losses in the visible part of the
spectrum. On the contrary, in hydrogenated silicon,
hydrogen atoms close the dangling bonds, forming an
optical gap, which is relatively “pure” from impurity

Fig. 2. (Color online) (a) Calculation of (black dashed line) extinction, (red line) scattering, and (blue line) absorption cross sec-
tions of a single silicon amorphous nanodisk 165 nm in height and 330 nm in diameter (see Section 3). (b) Decomposition of
excited optical resonance modes in the scattering cross section of a single nanodisk [25]. (c) Absorption spectrum of a single amor-
phous disk with a diameter of 330 nm on a quartz substrate under normal irradiation by the excitation wave numerically calculated
with the commercial COMSOL Multiphysics software package (see Section 3). The inset shows the SEM image of a single disk
with a diameter of 330 nm on a quartz substrate (the scale corresponds to 200 nm). (d) Calculated distributions of the normalized
electric and magnetic fields at the absorption resonance corresponding to a wavelength of 632.8 nm of the HeNe pump laser.
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levels with a width of about 2 eV, reducing losses in the
wavelength region >600 nm to the level of crystalline
silicon. In confirmation of this, the shape of the scat-
tering spectra obtained in dark-field microspectros-
copy experiments hardly changes, as shown in Figs. 4b
and 4c (see details in Section 3). These results are also
confirmed by theoretical calculations with the COM-
SOL Multiphysics program (see details in Section 3).
After annealing, the disks also retain their geometric
shape, which is confirmed by the SEM images in the
inset of Fig. 4c.

3. METHODS

Fabrication of nanoparticles. To fabricate cylindri-
cal nanoparticles studied in this work, the amorphous
silicon film 165 nm thick was first deposited on a
quartz substrate, using the chemical vapor deposition
method (Plasmalab System 380, Oxford Instruments).
Electron beam lithography (Elionix, 100 kV) was car-

ried out using hydrogen silsesquioxane (Dow Corning,
XR-1541-006) as a resist. The non-irradiated portion
of hydrogen silsesquioxane was removed with tetrame-
thylammonium hydroxide (25%). The sample was
then etched (Plasmalab System 100, Oxford) to prepare
silicon nanodisk arrays on the quartz substrate.

Dark-field spectroscopy. To measure the scattering
spectra, we apply a dark-field scheme, where one lens
(10×, NA = 0.26, Mitutoyo Plan Apo NIR) is used for
lighting a sample with a white light source (halogen
lamp HL-2000) at an angle of incidence of 65°–67°
(see Fig. 4a). The second lens (50×, NA = 0.42 Mitu-
toyo Plan Apo NIR) placed perpendicularly to the sur-
face of the sample is used to collect the scattering sig-
nal. The scattered signal is analyzed by a confocal sys-
tem with a spectrometer (HORIBA LabRam HR) and
a charge-coupled device (CCD) (Andor DU 420A-
OE 325) equipped with a 150 lines/mm diffraction
grating. The position of the nanoparticles is controlled
by an additional CCD camera (Canon 400 D).

Fig. 3. (Color online) (a) Measured Raman spectra of an amorphous silicon nanodisk before and after laser annealing. (b) Spec-
tral line shift corresponding to the optical phonon of crystalline silicon versus the temperature of the material according to
Eq. (2). (c) Experimental Raman spectra measured in an annealed silicon nanodisk at various intensities of the incident light.
(d) Experimental map of the optical heating of an annealed silicon nanodisk with a diameter of 330 nm at an intensity of the
HeNe laser radiation of 0.24 MW/cm2.
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Raman spectroscopy. Raman spectra were mea-
sured using the same recording system (HORIBA
LabRam HR) with a 600 lines/mm grating and a
HeNe laser at 632.8 nm as an optical heating source
focused in a spot about 1 μm in size at a level of 1/e
through a microscope lens (100×, NA = 0.9 Mitutoyo
Plan Apo HR) on the surface of the sample. The lens
is used to excite and collect the Raman signal. A
nanoparticle sample was placed on a piezoelectric
table (AISTNT) providing a positioning accuracy of
10 nm during the two-dimensional mapping and mea-
surement of nanoparticle spectra. The HeNe laser is
chosen for Raman thermometry because of its high
stability and narrow spectral width, which gives a high
accuracy of temperature measurements [19]. The
range of laser power was varied with neutral filters in
the range of 0.1–8 mW.

Theoretical model. The theoretical description of
the scattering spectra of silicon nanoparticles on a
quartz substrate, as well as the estimate of the optical
heating values, was carried out with the commercial
software package COMSOL Multiphysics. The cre-
ated models reproduced the geometry of experimental

studies. In particular, for the study of dark-field scat-
tering spectra, the excitation was performed at a graz-
ing angle (angle of incidence was 65°–67°), and the
scattered signal, as well as in the experiment, was col-
lected in the numerical aperture NA = 0.42. Disper-
sions of the permittivities for amorphous and crystal-
line silicon were taken from [23, 24] and [30], respec-
tively. The lower hemisphere plays the role of a glass
substrate, while the upper hemisphere acts as an air
medium.

The decomposition of optical resonance modes in
single nanodisks was calculated using the method
described in [25].

4. CONCLUSIONS

To summarize, it has been shown that the proposed
approach allows the local controlled crystallization of
resonant silicon nanoparticles, improving their ther-
mometric characteristics without significant change in
their permittivity. The results obtained make it possi-
ble to locally change the phase of silicon nanoresona-
tors, which not only improves the phonon spectrum

Fig. 4. (Color online) (a) Schematic of the geometry of the experiment using dark-field optical spectroscopy (for a detailed
description, see Section 3). (b) Measured and (c) calculated scattering cross sections of single (blue) amorphous and (red) crys-
talline nanodisks with the diameters indicated near each pair of curves. The insets on the right of panel (c) show SEM images of
single disks with the corresponding diameters after optical annealing.
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but also drastically changes some optical properties of
this material associated with the crystalline phase of
the material, which is important for the problems of
second harmonic generation [9] and broadband photo-
luminescence [31]. This opens up new opportunities
for recording optical information. The implemented
nanothermometry and controlled local heating can
also be applied in photocatalysis, hyperthermia of can-
cer cells, targeted drug delivery, and nanofabrication.
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ABSTRACT: Resonant dielectric structures have emerged re-
cently as a new platform for subwavelength nonplasmonic
photonics. It was suggested and demonstrated that magnetic and
electric Mie resonances can enhance substantially many effects at
the nanoscale including spontaneous Raman scattering. Here, we
demonstrate stimulated Raman scattering (SRS) for isolated
crystalline silicon (c-Si) nanoparticles and observe experimentally
a transition from spontaneous to stimulated scattering manifested
in a nonlinear growth of the signal intensity above a certain pump
threshold. At the Mie resonance, the light gets confined into a low
volume of the resonant mode with enhanced electromagnetic fields inside the c-Si nanoparticle due to its high refractive index, which
leads to an overall strong SRS signal at low pump intensities. Our finding paves the way for the development of efficient Raman
nanolasers for multifunctional photonic metadevices.

KEYWORDS: Stimulated Raman scattering, Mie resonances, crystalline silicon, nanoparticles, nonlinear nanophotonics,
multipolar mode expansion

Raman scattering is a powerful tool for analyzing both
plasmonic1,2 and dielectric3−5 optical structures. Semi-

conductors, which are often considered as relevant materials
for all-dielectric photonics, have a strong inherent Raman
response due to their crystalline lattice structure. In particular,
crystalline silicon (c-Si) has a sharp Raman line around 520
cm−1, caused by the interaction of light with optical phonons.
A few years ago, it was demonstrated experimentally6 that this
Raman response can be enhanced resonantly through the
excitation of magnetic dipole Mie modes in dielectric
nanostructures.
Spontaneous Raman scattering enhanced by the electric and

magnetic Mie resonances of subwavelength particles6,7 was
suggested for sensing,5 nanothermometry,8,9 and controllable
drug delivery.10 However, spontaneous Raman scattering
remains a relatively weak effect as compared with luminescence
observed in resonant dielectric nanostructures.11−13 A
transition from spontaneous to stimulated Raman emission14

empowered by Mie resonances is expected to enhance the
scattering efficiency in subwavelength photonics.
High-quality factor (high-Q factor) Raman microlasers were

first demonstrated for micrometer-size liquid droplets15,16 and
silica microspheres.17 To shrink the resonator dimensions, one
needs to employ semiconductors, and a Raman gain of about
105 times higher than that for silica has been demonstrated for
silicon resonators.18−20 Stimulated Raman scattering (SRS)
was achieved in cavity-enhanced nanowires longer than 1

μm,21,22 with the pump intensities larger than 10 kW/cm2,
which were accompanied by strong overheating.
In this Letter, we observe experimentally, for the first time to

our knowledge, SRS from isolated subwavelength c-Si
nanoparticles empowered by multipolar Mie resonances. We
optimize the parameters of both nanoparticles and a substrate
to achieve enhanced stimulated emission without overheating.
This approach provides an additional degree of freedom for
achieving the highest Raman scattering yield from fully
subwavelength all-dielectric nanoscale structures, and it may
be employed for useful functionalities such as sensing and
nanothermometry.

■ RESULTS
Sample Fabrication and Characterization. Our samples

are made from a silicon-on-sapphire wafer with a thickness of
the c-Si film of 600 nm. The nanoparticles are nanodisk shapes
(or nanopillars; see Figure 1a) with diameters of 200−1000
nm, and they are fabricated by electron-beam lithography (for
details, see Methods below). Distance between isolated
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nanoparticles is 50 μm (all additional details are given in
Supporting Information), and this removes any effect of
neighboring particles in confocal optical measurements. Figure
1b,c shows the scanning electron microscopy (SEM) images of
typical nanoparticles used in the experiment.
Optical Mie-type resonances in nanoparticles can be

characterized experimentally by dark-field spectroscopy, when
white light is illuminated on an isolated nanoparticle under an
oblique incidence, and the scattered signal is collected by an
objective, which is then sent to a spectrometer and a charge-
coupled device (CCD) camera (for details, see Methods; the
optical setup is shown in Supporting Information). Exper-
imental dark-field spectra are shown in Figure 2a, and they
should be compared with numerically simulated white-light
scattering spectra of Figure 2b (see Methods for details of
calculations). These results reveal the excitation of Mie
resonances that can be characterized by applying the multipole
mode decomposition, as shown in Figure 2c (see also
Supporting Information).
As is known, spontaneous Raman scattering was demon-

strated to be a very useful tool in the study of optical modes
because it involves the emission from bulk nanoparticles.6,8,23

A strongly enhanced Raman scattering signal corresponds to
an efficient energy coupling to the nanoparticle modes. In
order to select the subwavelength nanoparticle with the
strongest Raman scattering signal, we carry out confocal
Raman scattering measurements from individual c-Si nano-
particles (for details, see Methods) and obtain the size
dependence of the signal excited at a pump wavelength of 633

nm, as summarized in Figure 3a. The beam radius of focused
light is estimated to be around r ≈ 0.5 μm. Remarkably, the

sapphire substrate with thermal conductivity almost 50 times
higher than that of glass provides an excellent thermal sink for
the nanoparticles possessing a good thermal contact with a
substrate. That is why we do not observe in experiment any
overheating effects in the Raman scattering signal with an
additional shift and broadening, as was reported previously for
nanospheres8 and nanowires22 placed on a glass substrate. In
our experiments at low intensity (less than 0.1 mW/μm2), the
maximum Raman scattering signal corresponds to the
nanoparticle diameter of 475 nm, driven mostly by the MQ
(third-order) and MD (third-order) modes, both at 654 and

Figure 1. Mie-resonant c-Si nanoparticle on a substrate for SRS
experiments. (a) Schematic view of a Si nanoparticle excited with a
laser light. (b,c) Top and side SEM images of a c-Si nanoparticle
fabricated on a sapphire substrate. Scale bars are 200 nm.

Figure 2. White-light scattering by Si nanoparticles. (a) Experimental and (b) theoretical dark-field white-light scattering (spectral range of 500−
700 nm) from the Si nanoparticles with diameters of 250−800 nm and a height of 600 nm. (c) Theoretical dark-field spectrum analyzed with the
modal decomposition for the 475 nm nanoparticle, corresponding to the SRS experiment. Here, ED, MD, MQ, EQ, and EO are electric dipole,
magnetic dipole, magnetic quadrupole, electric quadrupole, and electric octupole, respectively.

Figure 3. Experimental Raman scattering from c-Si nanoparticles. (a)
Raman scattering intensity for varying diameters of nanoparticles
measured at 0.22 MW/cm2 intensity at a pump wavelength of 633
nm. (b) Experimental Raman scattering intensities at different pumps
for the resonant 475 nm nanoparticle (red circles) and nonresonant
445 nm nanoparticle (blue squares). The red line corresponds to an
exponential fitting based on eq 2. (c) SRS spectra for the 475 nm
nanoparticle at the following pump intensities: 0.1, 0.55, and 1.1
MW/cm2. An arrow shows the growth of the pump intensity.
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633 nm wavelengths, as confirmed by the multipole mode
decomposition in Figure 2c.
Stimulated Raman Amplification. Figure 3b shows

typical experimental dependencies of Raman scattering signal
versus pump intensity. At low intensities, spontaneous Raman
scattering dominates and is characterized by a linear depend-
ence on the incident power, as was demonstrated earlier with
c-Si nanoparticles.6,8 However, at higher intensities (higher
than 0.3 MW/cm2), we observe a nonlinear growth of the
Raman scattering signal for the nanodisk with a diameter of
475 nm, which is not observed for other nanodisks with
diameters of 250−800 nm; see the dashed line with blue
squares in Figure 3b. This sharp difference characterizes the
SRS regime. The Raman spectra are shown in Figure 3c for a c-
Si nanoparticle with a diameter of 475 nm and a height of 600
nm.
In the SRS regime, a stronger pump transfers a part of its

energy to a weaker red-shifted Raman signal (i.e., at the Stokes
wavelength or frequency) by interacting with a nonlinear
medium. As a result, a weak Stokes beam can be amplified by
the pump, and this process is attributed to the Raman
amplification. The Raman amplification is the third-order
nonlinear process described with nonlinear susceptibility,
χNR
(3)(ωS;ωP, −ωP,ωS), or simpler χNR

(3)(ωS). The amplification
can be characterized by the Raman gain of the Stokes wave:

g
n n c
3

Im ( )S

S P
2

0
NR
(3)

S
ω

ε
χ ω= − [ ]

(1)

where ωS is the frequency of the Stokes photons, nS (or nP) is
the refractive index at the Stokes (or pump) frequency, c is the
speed of light, and ε0 is the permittivity of a vacuum. For Si at
near-infrared frequencies, a typical gain is g ≈ 80 cm/GW,18,24

and it depends on crystalline properties of c-Si and the pump
wavelength. For example, the Raman gain depends linearly on
the Stokes frequency,24 and its value can be several times larger
than that in the visible frequency range where, however, optical
losses are often higher.
When the pump photons become trapped by a resonator

mode, the Raman scattering gets enhanced, and it should
generate a signal that grows exponentially with the input
intensity (IP), being characterized by the gain factor:25

I gI Lexp( )S
NR

P S∼ (2)

where IS
NR is the intensity of the nonlinearly amplified Raman

scattering signal at the Stokes frequency (ωS), and the effective
interaction length LS is described as LS = QSλS/2πnS.
Experimentally measured data for the nonlinear Raman
scattering signal can be fitted with this exponential dependence
versus incident intensity, where the transition from sponta-
neous scattering to the SRS amplification occurs at IP

tr ≈ 0.4
MW/cm2, and this dependence deviates from a linear regime,
thus characterizing the SRS process.
Further, the Raman lasing threshold can be achieved when

the resonator round-trip gain becomes equal to its round-trip
loss. Generally, the threshold power can be estimated from the
equation17,26

P
n n V

Q Q g B
1

th
S P

S P

eff

S P

2

λ λ
π≈ Γ (3)

where Pth is the incident pump power that differs from the
power coupled to the resonator, nP (or nS) is the index of
refraction at the pump (or Stokes) wavelength, Veff is the

effective mode volume at the Stokes wavelength, λP and λS are
the pump and Stokes wavelengths, respectively, g is the
nonlinear bulk Raman gain coefficient, QP (or QS) is the total
Q factor for the resonant mode excited at the pump (or
Stokes) wavelength, B is the coupling efficiency, and Γ is the
spatial overlap factor of the modes.
Remarkably, for luminescence and lasing, the ratio Veff/QS is

directly connected with the Purcell factor, and it defines the
emission efficiency.27,28 Indeed, to initiate photoluminescence
for optical photoexcitation, strong interband transitions result
in high absorption at the pump wavelength suppressing optical
modes in the resonator, which allows one to neglect resonant
effects assuming QP ∼ 1. In the SRS process, the resonant
interaction at the pump wavelength becomes crucial, and as a
result, the amplification depends on the term Veff/QSQP,
according to eq 3. Thus, to improve the coupling efficiency and
minimize the threshold for the nonlinear Raman amplification
in a resonator, the optimization of two resonances is required.

Optimization of Resonator Parameters. For the Si
nanoparticles with a fixed height (600 nm) placed on a
sapphire substrate (Al2O3), the Q factor of the Mie-type modes
can be calculated numerically (see Figure 4a) in order to define

the best parameters for experiment. The numerical study is
performed with COMSOL software (for more details, see
Methods). According to eq 3, the optimal SRS conditions
correspond to the case when the pump wavelength, λP = 633
nm, and Stokes wavelength, λS = 654 nm, match the
eigenmodes of the nanoparticle. Figure 4a shows that this
requirement can be fulfilled for a number of diameters.
Remarkably, the values of the Q factor are generally higher for
the Stokes wavelength because of lower material losses of c-Si
in this spectral range as compared with the pump wavelength.
Although some of the eigenmodes have larger Q factors, they

are difficult to excite due to the symmetry constrains. The field
distribution for an eigenmode is shown in Figure 4a, revealing
its complex character. Figure 4b shows the local field
enhancement for the excitation by a linear polarized plane
wave, providing the important information that a plane wave

Figure 4. Numerical study of resonant properties of nanoparticles. (a)
Quality factor of the eigenmodes of Si disks with 600 nm height for
the wavelength 633 nm corresponding to the pump wavelength of the
HeNe laser (filled red circles) and for the Raman Stokes emission
wavelength (hollow blue circles). Insets show the normalized electric
field magnitude distribution of the eigenmodes for the nanoparticle
supporting stimulated Raman emission at pump and Stokes
wavelengths. Color bar scales are of normalized units. Solid lines
are built for the ease of perception. (b) Numerical calculation of the
field enhancement inside a single nanoparticle excited by a plane wave
at 633 nm for varying diameters. (c) Numerical calculation of optical
heating of a single nanoparticle with varying diameters.
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with the linear polarization can excite efficiently the nano-
particle with diameter D = 475 nm, where both the maximum
field enhancement (corresponding to calculated coupling
efficiency B = 2.41; see section S5 of Supporting Information)
and high-Q factors (QP ≈ 100 and QS ≈ 120) can be achieved.
Experimental measurements of the Raman intensity confirm
that the Raman scattering signal takes a maximum value at D =
475 nm (see Figure 3a). Finally, a spatial overlapping between
pump and Stokes modes is an important parameter which
affects the efficiency of SRS, according to eq 3. Our numerical
calculations give the value Γ ≈ 0.784 (see section S5 of
Supporting Information).
This analysis allows estimating a threshold for Raman lasing

from eq 3 to understand better the observed phenomena.
Namely, we use the Raman gain coefficient of c-Si as 76 cm/
GW from ref 18 and the following parameters: λP = 633 nm, λS
= 654 nm, nS ≈ nP ≈ 3.8 from ref 29 and Veff = 0.108V, where
V is the nanoparticle volume (for details of numerical
calculations, see section S5 of Supporting Information). For
the threshold, we obtain Pth

calc ≈ 250 mW, being 2 orders of
magnitude higher than the experimental value Pexp

tr = IP
trπr2 ≈ 3

mW. Along with the absence of spectral narrowing of the
Raman peak,30 this means that we do not achieve the lasing
threshold but instead demonstrate nonlinear amplification of
the Raman scattering via stimulated emission mechanism.
Reduction of Thermal Overheating. Finally, we discuss

the Mie-empowered thermal effects because c-Si has non-
vanishing optical losses (α ≈ 3.9 × 104 cm−1 from ref 29) at
the pump wavelength λP = 633 nm. As shown previously,8,9,22

strong heating of Si nanoparticles can be achieved at critical
coupling and low thermal conductivity of the substrate. For
example, a spherical Si nanoparticle placed on a glass substrate
can be heated to 600 K under conditions similar to those in
our study.8 Such a strong overheating reduces and broadens
the Raman peak. In our design, we employ sapphire as the
substrate material with much higher thermal conductivity (∼40
Wm−1 K−1) as compared to that of silica glass (∼1 Wm−1 K−1).
Moreover, a tight contact of the nanoparticle with the substrate
is better for a thermal sink than that for spherical nano-
particles8,9 or nanowires.22 Figure 4c shows the calculated
average temperature of the nanoparticles with a height of 600
nm and different diameters. Even though the heating
maximum is achieved at D = 475 nm, it shows a weaker effect
on optical properties of c-Si nanoparticles. However, this
estimate suggests that the intensity of 1.1 MW/cm2 is close to
the limiting value due to overheating.
In summary, we have reported the first observation of the

stimulated Raman scattering from subwavelength crystalline
silicon nanoparticles enhanced by Mie-type resonances. We
have revealed the importance of critical optimization of the Q
factors of nanoparticles and thermal conductivity of a substrate
to achieve a strong optical response and avoid overheating at
higher intensities. We believe that our finding will be useful for
advanced applications of resonant dielectric nanophotonics for
nanoscale thermometry and biosensing, and we envision
further studies of the stimulated Raman scattering in various
nanophotonic designs.31−33

■ METHODS
Fabrication of Samples. A set of single-crystal silicon

nanoparticles (nanopillars and nanodisks) with different
diameters placed on sapphire (Al2O3) substrates are fabricated
by using a top-down technique. An epitaxial structure is grown

by molecular beam epitaxy at 600 °C using the Stranski−
Krastanov growth mode. A set of isolated nanoparticle
resonators with diameters variable with a 10 nm step in
diameters is created on the grown epitaxial structure by
applying focused gallium ion beam milling using a FEI Versa
3D dual beam system. Ion current adjustment down to 1.5 pA
allows nearly vertical side walls of the nanoparticles to be
maintained.

Optical Characterization. The experimental optical
elastic scattering properties of the nanoparticles were studied
by means of a dark-field optical scattering technique. The setup
consists of an infinity-corrected objective (10×, NA = 0.26,
Mitutoyo Plan Apo NIR) that is used for illumination with a
white-light source (HL-2000 halogen lamp) of the sample
under a 67° angle to the substrate normal. The second
objective (50×, NA = 0.42 Mitutoyo Plan Apo NIR) placed
perpendicularly on top of the sample substrate is applied for
acquiring the scattering signal. The scattered signal is analyzed
by a confocal system with a spectrometer (HORIBA LabRam
HR) and cooled CCD camera (Andor DU 420A-OE 325)
equipped with a 150 g/mm diffraction grating. The position of
the nanoparticles is controlled by an additional CCD camera.

Raman Scattering Measurements. The experimental
studies of Raman scattering are performed with the confocal
spectrometer (HORIBA LabRam HR) and confocal setup with
1800 g/mm diffractional grating allowing higher spectral
resolution. The excitation source of a 632.8 nm HeNe
continuous wave laser is focused through the optical
microscope lens (100×, NA = 0.9 Mitutoyo Plan Apo HR)
perpendicular to the sample substrate. The same objective is
used for both excitation and collection of the Raman scattering
signal. The employed laser system provides desired stability in
both output intensity and laser spectral bandwidth of less than
0.002 nm (0.05 cm−1), allowing precise Raman scattering
measurements. The reflected signal is subsequently passed
through a 632.8 nm notch-filter in order to get rid of elastic
scattering from the nanoparticles samples. A set of optical
filters is used for varying the incident laser intensity on the
nanoparticle samples.

Numerical Simulations. For numerical simulations of the
dark-field scattering, we employ the cylindrical symmetry of
the problem to reduce it from fully three-dimensional to a two-
dimensional electromagnetic problem. In the experimental
setup, the incident TM-polarized plane wave (in-plane E-
vector) excites the nanoparticle propagating at the angle of 67°
to normal. This plane wave is expanded into a series of the
azimuthal harmonics ∼eimφ to calculate their contribution to
the total scattering cross section. We estimate the number of
harmonics that have significant contributions to the total
scattering by comparing the partial cross sections with the
results of the lower orders to include a finite number of them
into the calculation. The commercial software COMSOL
Multiphysics is used to model the computational domain size
around 6 times larger than the size of a nanoparticle (this
parameter is estimated from the computed dependence of the
solution convergence from the size of the outer area). Physical
domains include the cylindrical silicon nanoparticle (a
rectangle in the plane projection), a sapphire substrate, and
air. To avoid reflections from the outer boundaries, the
computational domain is surrounded by a perfectly matched
layer. The scattered radiation is collected in a solid angle with
the angular opening of 49°. Then, at the top of the model, the
line segment is selected where we calculate the radiation flow.
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In the eigenmode calculations, we employ a three-dimen-
sional model that is important not only for the evaluation of
the Q factor of the eigenmodes but also for the estimation of
the field distribution inside the nanoparticle and the type of its
symmetry. We employ the commercial numerical software
COMSOL to study a cylindrical particle, its substrate, and the
air surrounded by the cylindrical perfectly matched layer. The
size of the computational domain depends on the nanoparticle
diameter, and it is approximately 5−6 diameters. The study of
the eigenmodes is conducted using the eigenfrequency module
around the frequency corresponding to the incident wave-
length. Analyzing the shift of the field distribution with the
growth of the nanoparticle diameter, it is possible to estimate
the configurations for which the eigenmode wavelength
coincides with the initial one and select the nanoparticle
with the best Q factors.
Optical Heating. Calculations of optical heating are

conducted by using numerical commercial software COMSOL
Multiphysics. Fully three-dimensional problem for the electro-
magnetic wave propagation and heat transfer in solids is solved
using the multiphysics solution. The computational domain
consists of an outer sphere (radius 2 μm) placed on a sapphire
hemisphere. Further computational steps are the same as
described in ref 8.
Multipolar Mode Decomposition. The multipole mode

decomposition of the radiation is performed by applying the
approach described previously.34,35 The basic multipole
moments are evaluated by integrating numerically the total
electric field inside the nanoparticle induced by a normally
incident plane wave. Scattering power is decomposed up to the
octupole terms, and higher-order terms are neglected. Further
details can be found in Supporting Information.
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