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  چکیده

 یبا تحت تــابش را بررســ يمریشده با روش خودسامانده در مواد آزوپل لیمختلف تشک يکار ما الگوها نیدر ا
  .میکرده ا

 کیــ يتوانــد بــررو یمــ يتور 10تا  ،يقطبش نور فرو مینشان داده شده است که، با تنظ نیشیپ يکارها در
را  یســطح دهیچیپ ياز الگوها يسر کیامر اجازه ساخت  نیثبت شود. ا يمریآزوپل يها لمینقطه در سطح ف

 لمیســطح فــ يرو دهیــچیپ يتوان الگوها یکه م مینامه در بخش اول کار، ما نشان داد انیپا نیدهد. در ا یم
 جــادینقطــه)، ا کیــ يرو يتــور 16هــم (تــا  ياضافه شده رو يها ياز تور يبا ثبت شبکه ا ،يمریآزوپل يها

شــوند. در ادامــه بــا در نظــر  یشــناخته مــ يبعد- 2 یستالیشبه کر يساختارها به عنوان ساختارها نینمود. ا
الاســتومتر  يمریپل هیلا کی يرا رو یسطح ياختارهاس نیا ه،ینازك به عنوان قالب اول يها لمیف نیگرفتن ا

)PDMSمــریپل يشده رو یکپ ي. ساختارهامیکرده ا ي) بازساز PDMS یســطح يمشــابه ســاختارها قــایدق 
 یســطح ياســت. مــا از ســاختارها یو خنثــ ریشفاف، انعطــاف پــذ يمریپل هیلا نینازك هستند. ا لمیف يرو

PDMs  نــانوذرات اســتفاده  ینیگزیجــا نیو همچنــ یکیساختارها تحــت کشــش مکــان راتییتغ یبررس يبرا



 

 ه
 

  .میکرد
شــده  یبررســ دیــجد يمــرینــازك آزوپل يها لمیف يرو یکار، خواص دو ساختار سطح نیدر بخش دوم از ا 

الگوهــا بــا اســتفاده از روش خودســامانده،  نیرندوم. ا کیودیو ساختار شبه پر نیگاوس یاست؛ ساختار سطح
تلــه  تیخاص یسطح ياست ساختارها يبدست آمده اند. هر دو که،یتک بار دمانیبا چ مریآزوپل يزریتابش ل

 رهیــذخ و يتلــه انــداز يرنــدوم بــرا کیــودیپر یساختار سطح نحال،یبا ا دهند،یاز خود نشان م ينور يانداز
 یتــوگرافینازك با روش ل يها لمیف يرو يدیتول يامر، ساختارها نیا یبررس ياست. برا يانتخاب بهتر ينور

، با در  PDMS مریپل يدو ساختار بررو نیاز ا يرنور عبو یشده اند. با بررس يبازساز PDMS مریپل ينرم رو
حــدود  نیساختار گاوس يبرا ينور ياندازتله  زانیکه م میکنیبه عنوان مرجع، مشاهده م PDMSنظر گرفتن 

  است. %41رندوم  کیودیشبه پر یساختار سطح يو برا  28%
 يرو يزیمتمــا یســطح يمــا ســاختارها د،ینور ســف يریروش متفاوت و با بکار گ کیادامه، با استفاده از  در

اســت. بــا   یحلالــ يقطــره ا نگیوت يبخش روش د نی. روش بکار رفته در امینمود جادیا مریآزوپل يها لمیف
 يه حــول مرکــز، رویــلا کیــو  يحفره مرکــز کیدونات شکل، با  یسطح يانتخاب حلال مناسب، ساختارها

تحــت  هیدونات شکل اول يساختارها نیا ،يمریمواد آزوپل تیشود. با توجه به خاص یم جادیا يمریآزوپل لمیف
  ند. شکل داده شو رییتوانند تغ یمتفاوت م يبا قطبش ها يزریتابش ل

)، متشــکل از Janusجــانوس ( يمــریاز ذرات پل يدیــگــروه جد ،يمــریذرات پل تیبا توجه به اهم ت،ینها در
بــه تــوپ فوتبــال دارنــد. بخــش  هیشــب يســاختار دیذرات جد نی، سنتز شده اند. اPMMA مریو پل مریآزوپل
اســت. بــا وجــود  شــده دهیپوشــ يمــریآزوپل ياز تکه هــا يا هیاست که توسط لا PMMAاز  يکره ا يمرکز
مثــل؛  یمتفــاوت و جــالب  يذرات حاصل شکل هــا ده،یتحت تابش با نور قطب مرها،یآزوپل ینور القائ تیخاص

  .کنندیم دایپ ،ییایو ذرات آناناس در یغیذرات جوجه ت
 يها يریمحاسبات و اندازه گ وستیانجام شده است. در بخش پ یکار بصورت تجرب نیا یبخش اصل چهار
  ارائه شده اند.   یتجرب ياختارهاس يبرا ينئور
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  مقدمه - ١- ١

ل شن در صحرا، شــک يرگه ها ا،یاست. امواج در يخود سامان ده خارق العاده ا يما متشکل از الگوها طیمح
هســتند کــه در  یعــیطب يالگوهــا گــرید يطرح هــا ياریحشرات و بس هیلا وانات،یپوست ح يابرها، طرح ها

بوجــود  کیــوتوندر شــاخه ف يقابل ملاحظــه ا شرفتیپ ينور یالگوده ک،ی. در اپت[1]شوند یم دهید عتیطب
  آورده است. 

 ســتمیس تیو شــفاف تیحساســ شیافزا يها برا کیتکن يعکس و دستکار لیتشک يتوانند برا یالگوها م نیا
از  یکــی ی. روش هولــوگراف[2]اســتفاده شــوند یکیاپت يو حافظه ها یکیاپت يساخت شبکه ها ،یکیاپت يها

  است. یتناوب يالگوها جادیا يراه ها نیساده تر
و  يریــو جهــت گ یمولکول تیشده اند به علت موقع دهیآزو آلائ نهیکه با رنگ ییمرهایآزوبنزن و پل يمولکولها

. مولکول آزوبنــزن دو شــکل [3]تراکم آنها با نور قابل کنترل است به عنوان هولوگرام مورد استفاده بوده است
در بــازه  ،یخطــ دهیــقطب يزریل کهیرآزوبنزن تحت تابش با يکه مولکولها یو ترانس دارد. زمان سیس ییفضا
 ي. مولکولهــا بــه گونــه اردیگیترانس صورت م- سیس- ترانس ونیزاسیزومریچرخه ا رند،یگ یقرار م شان،یجذب

 یکنند (محور بلند مولکول عمود بــر صــفحه نوســان یر ا جذب نم زریتابش ل گریکنند که د یم يریجهت گ
کــه  ی. هنگــام[5] ,[4]شــود یمتوقف مــ ونیزاسیزومرین حالت ای.) در اردیگ یموج نور قرار م یکیبردار الکتر

قابــل مشــاهده  شــتریب یحاصــل از حرکــات نــور القــائ جیو نتــا ریاست، تاث يمریپل رهیآزوبنزن متصل به زنج
قــرار  يزریــل دهیقطب کهیدو بار یآزو تحت تابش طرح تداخل مرینازك پل لمیف یوقت کهی. به طور[7] ,[6]است

مهــاجرت  یطــرح تــداخل کیتار یروشن به نواح یآزو از نواح مریو پل ردیگیصورت م یانتقال جرم رد،یگ یم
 نیــاســت کــه ا نی. نقطه جالب توجه ا[11]–[8]شود یم جادیا لمیف يرو یبرجسته سطح يو الگوها کنندیم

دمــا تــا  شیبا افــزا کهیهستند، به طور زیقابل بازگشت ن گریهستند و از طرف د داریپا يعاد طیالگوها در شرا
 هیــســطح مــاده بــه شــکل اول ،يرویــبا قطــبش دا ينور لهیبا تابش ماده بوس ای يا شهیش گذار يبالاتر از دما

هــم  يزریــل کــهیتحت تابش تــک بار ییالگوها نیچن يریشکل گ نکهیا زتری. شگفت انگ[13] ,[12]گرددیبرم
ســطح  يرو ینوع طرح تداخل چیحالت ه نیمورد توجه بوده است. در ا اریبس دهیپد نیاست، که ا ریامکان پذ

  .[15] ,[14]است سریم یخود سامان ده يها زمیمکان یبرخ قیالگو از طر جادینشده است و ا الاعم
 جــادیل بــودن الگوهــا، امکــان اقابــل کنتــر یژگیباشند. و یآزو قابل کنترل م مریپل يشده رو جادیا يالگوها

  با تناوب و دامنه دلخواه را بوجود آورده است. ییالگو



 

٣ 
 

 
 مقدمهمقدمه

  آزوبنزن:رنگینه  - ٢- ١

 _N=N_رنگینه آزوبنزن به زنگ هایی اطلاق می شود که سیستم هاي آروماتیک در آنها بوسیله یک رنگساز 
ولهــاي آزو بــه ســه دســته که گروه آزوئیک نامیده می شود به همدیگر متصل شده اند. در حالــت کلــی مولک

- ســودو c)آمینــو آزوبنــزن و  b)آزوبنــزن پایــه (غیراســتخلافی)، a) ): 3تقســیم بنــدي مــی شــوند (شــکل 
 [3]استیلبین

  

  
  

 ) سودواستیلبنc)آمینوآزوبنزن b) آزوبنزن aانواع مختلف مولکولهاي آزو بنزن،  ) ١- ١( شکل

  ساختار و فعالیت ترکیبات آزویی: - ٣- ١

مولکول آزوبنزن دو شکل فضایی سیس و ترانس دارد. حالت ترانس کشــیده و حالــت ســیس خمیــده اســت. 
ر یک سیســتم شــامل مولکولهــاي انرژي حالت پایه ي ترانس پایین تر از حالت سیس بوده و پایدارتر است. د

آزوبنزن، اغلب مولکولها در حالت ترانس خواهند بود و در تعادل ترمودینامیکی جمعیــت حالــت ســیس قابــل 
  .[16]چشم پوشی است

 *p-pدو ایزومر می توانند با طول موج اي ویژه سوئیچ شوند، نور آبی یا فرابنفش که منطبق بــر انــرژي گــذار 
رانس براي ایزومریزاسیون ســیس بــه تــ *n-pبراي ایزومریزاسیون ترانس به سیس و نور آبی که مناسب گذار 
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است. حالت سیس می تواند بصورت حرارتی به حالت ترانس که پایدارتر است برگردد. حالت ترانس تقریبا بــه 
  .[5] ,[4]است KJ/mol 200پایدارتر است و سد ایزومریزاسیون نوري در حدود  KJ/mol 50اندازه 

  

  
 
 

به ترتیب بازده هاي کوانتومی  و  . فرایند ایزومریزاسیون ترانس به سیس از دید انرژي ) ٢- ١( شکل
نشان  Kتبدیل ترانس به سیس و سیس به ترانس می باشد که احتمال جذب فوتون را در تبدیل فوتوشیمیایی نشان می دهد. 

گذار از حالت پایه به تراز انرژي لازم براي  و  . استدهنده ي میزان واهلش حرارتی ایزومر سیس به ترانس 
 تحریکی مولکولی در حالت ترانس و یا سیس می باشد

 

  حرکت نورالقایی مولکول هاي آزو: - ۴- ١

تابش آزوبنزن ها با نور تغییرات مولکولی ایجاد میکنند. تحت شرایط مناسب، این تغییرات می تواند منجر بــه 
د. اســاس حرکــت نــوري مولکــولی در حرکت هاي مقیاس بزرگ و حتی مدولاسیون ویژگــی هــاي مــاده شــو

آزوبنزن ها ایزومریزاسیون برگشت پذیر آزوبنزن حول پیونــد دوگانــه آزو میــان دو ایزومــر هندســی ســیس و 
  .[17]ترانس است که کلید برخی از کاربردهاي جالب این مولکول است
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  قرارگیري رنگینه هاي آزو در پلیمرها - ۵- ١

 معمولا سه روش براي قرارگیري رنگینه هاي آزو در پلیمرها وجود دارد که عبارتند از:

  میهمان- قرارگیري بصورت میزبان - 1
  قرار گیري در شاخه اصلی پلیمري - 2
 در زنجیره پلیمري    جانبی قرارگیري - 3

حــل  به همراه پلیمر در یک حلال مشــتركپلیمر به عنوان میزبان بوده و رنگینه ها  ،در روش میزبان میهمان
می شوند. حرکت پذیري رنگینه ها در این حالت می تواند منجر به آثار ناخواسته اي چــون تجمــع یــا تبلــور 

شاخه اصلی زنجیره ي پلیمــر ، رنــگ زاهــا بعنــوان بخــش در روش قرارگیري رنگینه در مولکولهاي آزو شود. 
اصلی پلیمر محسوب می شوند. در روش قرارگیري جانبی در زنجیره پلیمري ، یک ســر رنگینــه  بــه زنجیــره 

  .[18]است و سر دیگر آن آزاد است متصلاصلی پلیمري 
هنگامی که آزوبنزن متصل به زنجیره پلیمري است، تاثیر و نتایج حاصل از حرکــات نــور القــاي بیشــتر قابــل 

میهمــان) - مشاهده است. حتی اگر آزوبنزن ها در پلیمر حل شوند و با پلیمر پیوندي نداشــته باشــند (میزبــان
به زنجیره پلیمري باشــد، تــابش محیط اطراف خود را تحت تاثیر قرار می دهند. در حالتی که آزوبنزن متصل 

  فیلم پلیمري آزو منجر به حرکت عظیم ماده پلیمري در فاصله میکرومتري می شود.
در آزمایش هاي متداول، فیلم آزوپلیمر با دو باریکه همدوس لیزر که طول موج آن در باند جذبی آزوهــا قــرار 

ســطح مــاده تابانیــده شــده منجــر بــه  دارد تابانده می شود. طرح تداخلی سینوسی شدت یا قطبش کــه روي
. [22]–[19]شــناخته شــده اســت (SRG)الگودهی سینوسی سطح می شود که با نام توري برجسته ســطحی 

این مدولاسیون سطح اساسا ناشی از حرکت ماده در اثر اعمال نور است، لذا پدیده ایزومریزاسیون ضروري بــه 
نظر می رسد. در ابتدا مولکول هاي آزو در فیلم پلیمري کاملا کاتوره اي پخــش شــده انــد، امــا بعــد از پدیــد 

رانس رخ میدهــد کــه منجــر بــه تــ –ســیس  –آمدن نوارهاي تداخلی، در نواحی روشن چرخه تبدیل ترانس 
جهت گیري آزوها در راستاي عمود بر قطبش نور تاشی می شود، در حالیکه در نواحی تاریک مولکولهــاي آزو 
همچنان کاتوره اي باقی می مانند. با اینحال، علاوه بر ایجاد ساختارهاي سطحی ناشــی از تــداخل دو باریکــه، 

ش تک باریکه نیز ممکــن اســت. ایــن پدیــده بــا عنــوان خــود ایجاد چنین ساختارهاي برجسته سطحی با تاب
سامانده معرفی می شود چرا که در ایجاد چنین ساختارها یا الگوهاي سطح طرح تــداخلی اعمــال نمــی شــود 

  . [23] ,[14]بلکه برخی مکانیزمهاي خود سامانده حاکم است
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  ساختارهاي سطحی منظم و نامنظم روي فیلم هاي آزوپلیمري: - ۶- ١

ساختارهاي سطحی پیچیده و مهندسی شده می توانند نور را از طریق اثرات فیزیکی مانند پراش، پراکنــدگی 
. این سطوح اپتیکی به علت داشتن پتانسیل بالا در فوتونیک بســیار [25] ,[24]و تداخل تحت تاثیر قرار دهند

ــاختارهاي  ــه اي از س ــتالی گون ــبه کریس ــدي ش ــاختارهاي دو بع ــان، س ــن می ــد. در ای ــوده ان ــه ب ــورد توج م
. ساختارهاي شبه کریستالی بــر روي [26]کریستالوگرافی غیرمتعارف با نظم بلندبرد و تقارن چرخشی هستند

فیلم هاي پلیمري نازك می توانند به عنوان سطوح اپتیکی جدید بــراي تــوري هــاي پراشــی در نظــر گرفتــه 
ساختارهاي شبه رندوم و گاوسین به عنوان کاندیدهاي مناسبی براي ذخیــره انــرژي معرفــی شوند. همچنین، 

ي نازك آزوپلیمري مــی توانــد روش جدیــدي بــراي تولیــد ساخت چنین ساختارهایی برروي فیلمها شده اند.
  الگوهاي سطحی بر اساس انتقال نوري جرم باشد.

  

  دي وتینگ: - ٧- ١

فیلم هاي نازك پلیمري الگودهی شده کاربردهاي زیادي در اپتوالکترونیک، نیمه رساناها، صنایع پزشــکی و ... 
. در [28] ,[27]توســعه داده شــده اســتدارند، به همین دلیل روش هاي زیادي براي ساخت چنــین قطعــاتی 

میان این روش ها، تولید خود بخودي الگوهاي سطحی میکرو و نانومتري با استفاده از ایجــاد ناپایــداري روش 
–[29]وتینگ اســتمتفاوتی براي این کار است. یکی از این روش ها براي تولید چنین ساختارهایی روش دي 

. دي وتینگ کنترل شده تکنیکی براي تولید ساختارهایی در مقیاس میکرو و نانو، بــدون نیــاز بــه روش [31]
هاي لیتوگرافی است. ساخت الگوهاي سطحی با روش دي وتینــگ راهــی بــراي تولیــد ســاختارهاي ســطحی 

  آسان، ارزان و در سطوح بزرگ است.
  

  اساس پدیده دي وتینگ: - ٨- ١

ود سامان ده)، پدیده اي است که در آن یک فیلم روي ســطح یــک زیرلایــه خ يندهایاز فرا یکی( نگیوت يد
فــیلم هــاي مــایع  نــگیوت يدر اثر عامل ناپایدار کننده به قطرات مایع شکســته مــی شــود. د  یراندرکنشیغ
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بوسیله تشکیل حفره هایی در فــیلم شــروع مــی شــود. ایــن حفــره هــا رشــد کــرده و شــبکه اي از شــکلهاي 
 ,[32]دهند و در نهایت شکسته و در اثر ناپایداري رایلی به صورت قطره در مــی آینــدچندگوشه تشکیل می 

) گسترش و اتصــال 2 (تولید حفره) ) شکست فیلم1شامل سه مرحله است :  نگیوت ي. در کل، فرایند د[33]
) واهلش مرزهاي پلیمــر بــه شــکل قطــره هــاي 3(به هم پیوستن) حفره ها براي تولید یک شکل چند گوشه 

دارد امــا بــا کنتــرل  يکــاتوره ا عیــســطح توز يحفره ها رو لیعموما تشک .[34]کروي در اثر ناپایداري رایلی
کنتــرل شــده  یســطح يســاخت الگوهــا يروش ممکن بــرا کیتواند به عنوان  یم نگیوت يپارامتر موثر، د

  .[39]–[35]شود یمعرف
  

  ذرات پلیمري: - ٩- ١

خواص مواد پلیمري به شدت وابسته به اندازه و مورفولــوژي آنهاســت. بــا توجــه بــه وابســتگی ذاتــی خــواص 
مکانیکی و ترموفیزیکی پلیمرها به ابعادشان، قابلیت تهیه و کنترل مواد پلیمــري در مقیــاس هــاي کــوچکتر، 

مري کاربردهاي وسیعی در زمینه هــاي براي بهبود خواص و گسترش کاربردشان حائز اهمیت است. ذرات پلی
و ... دارنــد. در ســال هــاي  [42]، تصویربرداري[41]، مواد پیشرفته[40]مختلف صنعتی و علمی مانند پزشکی

اخیر آماده سازي ذرات پلیمري با اندازه ها و شکل هاي متفاوت و قابل کنترل، از زمینه هاي فعال در صــنعت 
  و تکنولوژي بوده است.

از جمله این ذارت، ذرات پلیمري کلوئیدي هستند که به علت دارا بــودن هندســه کــروي و توزیــع یکنواخــت 
مینه ذرات پلیمري، بررســی . موضوع بسیار جالبی در ز[45]–[43]ه و تئوري دارندهمبستگی خوبی بین تجرب

رفتار ذرات کلوئیدي با هندسه غیرکروي است. در این راستا شکل و هندسه ذرات پارامتر بسیار مهمــی اســت 
که می تواند کاربرد ذره را تحت تاثیر قرار دهد. با این وجود، ایــن پــارامتر بــه دلیــل مشــکلات ســاخت ذرات 

  بررسی نشده است. پلیمري با اشکال قابل کنترل، هنوز بطور کامل
، [46]هروش هاي گوناگونی براي تولید ذرات پلیمري بــا هندســه غیرکــروي ماننــد؛ روش هــاي خــود ســاماند

وجود دارند. این روش ها منجــر  [51] ,[50]و کشش ذرات کروي [49] ,[48]، میکروسیالی[47]فوتولیتوگرافی
به تولید ذرات پلیمري با ساختارهاي مشخص شده اند. امروزه براي حل مشکل ساخت ذرات با هندســه قابــل 

  کنترل از مواد فوتواکتیو مثل آزوپلیمرها استفاده می شود.    
–[52]ش شده اســتاخیرا، ساخت ذرات کلوئیدي آزوپلیمري هم اندازه به روش تجمع آبگریزي تدریجی گزار
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. این ذرات، به دلیل فوتوایزومریزاسیون نوري آزوپلیمرها و حرکت مولکولی این مواد در راستاي قطــبش، [54]
. بــا اینحــال، بــا تمــام [53]خاصیت کشیدگی نورالقائی در معرض تابش نور قطبیــده از خــود نشــان میدهنــد

تلاشهاي انجام یافته هنوز ساخت ذرات پلیمري جدید با اشکال و هندسه متفــاوت یکــی از موضــوع روز مــی 
  باشد.
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  مقدمه - ١- ٢

در این فصل ابتدا به معرفی پلیمر و حلال هاي استفاده شده در این کــار تجربــی پرداختــه، ســپس چیــدمان 
ربی جهت ثبت و بررسی ساختارهاي سطحی روي فیلم هاي آزوپلیمر توضیح داده خواهد شــد. نحــوه هاي تج

انتقال ساختارهاي سطحی به روي پلیمر الاستومر نشان داده شده و چیدمان تجربی بــراي مطالعــه تغییــرات 
واهــد این پلیمر تحت کشش معرفی خواهد شد. در نهایت روش سنتز گــروه جدیــد ذرات پلیمــري مطــرح خ

  گردید.  
  

  آزوپلیمر: - ٢- ٢

در این کار، سري جدیدي از کوپلیمرهاي آزو براي بررسی پدیده نوري استفاده شده اند. ماده مــورد اســتفاده 
متیل آکرایلیت است که رنگینه آزو به صورت زنجیره پلیمري متصل است. مونومرهاي رنگینــه  2پلیمر بوتیل 

  تشکیل یافته است. از آزوبنزنی که شامل گروه سولفیوآمید است
  ).1ساختار کوپلیمرهاي مورد استفاده در شکل زیر نشان داده شده است (شکل
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  AI2I & M) کوپلیمرهاي سري bو  a (MB2Iساختار شیمیایی کوپلیمر :  ) ١- ٢( شکل

سري دیگري از آزوپلیمرها براي تشکیل ساختارهاي سطحی رندوم و گاوســین اســتفاده شــده انــد. مــاده اول 
  :با پلیمریزاسیون مخلوطی سه جزئی از آزوبنزن شامل)، 1(آزوپلیمر 

  
1- N-[4-[(E)-[4-[bis(2-hydroxyethyl( amino]  phenyl]  azo]phenyl]sulfonylbenzamide  
2- chiral  2,3-O-benzylidene-D-threitol 
 isophorone-diisocyanate -3 و 

  
  ).a-2ت) (شکل اس 1:1:2سنتز شده است (نسبت مولی این سه جزء به ترتیب 

  )، با کوپلیمریزاسیون رادیکال مخلوط آزوبنزن شامل:2ماده دوم (آزوپلیمر 
  

1- 2-[4-[(E)-[4 (acetylsulfamoyl)phenyl]azo]-N-methyl-anilino]ethyl  2-methylprop-2-enoate 
2- chiral 2-methyl-N-[(1S)-1-phenylethyl]prop-2-enamide 
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  ).b-2ز شده است (شکل با جزءهاي مولی برابر سنت

  

  2) ساختار شیمیایی آزوپلیمر b،  1) ساختار شیمیایی آزوپلیمر a ) ٢- ٢( شکل

  
  خلاصه شده است. 1-2ویژگی هاي پلیمر مورد استفاده در جدول 
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  مشخصات پلیمرهاي مورد استفاده ) ١- ٢( جدول

Azopolymer (g/mol)W M (°C)gT 

MB2I 15800 71.1 

MB3I 16500 71.5 

AI2I 16250 57.5 

Azopolymer (a) 18400 88 

Azopolymer (b) 14700 77 

WM  وزن مولکولی وgT .دماي گذار شیشه اي است  
  

  تهیه فیلم نازك: - ٣- ٢

براي لایه نشانی و تهیه ي فیلم نازك ابتدا باید محلول پلیمر و زیــر لایــه ي تمیــز فــراهم شــود. فــیلم نــازك 
لایه نشانی چرخشی محلول پلیمر تهیــه مــی شــود. در ابتــدا بــراي تهیــه آزوپلیمر روي زیر لایه شیشه اي با 

به خوبی حــل مــی کنــیم. بعــد از تهیــه ي  THF میلی گرم آزوپلیمر را در یک میلی لیتر حلال ۵٠محلول ، 
محلول و تمیز نمودن زیرلایه ي شیشه اي، از روش لایه نشانی چرخشی براي تهیه ي فیلم پلیمري اســتفاده 

ساعت درکــوره در دمــاي بــالاتر از  ١٢س، براي تبخیر حلال باقیمانده، فیلم تهیه شده به مدت می شود. سپ
  دماي گذار شیشه اي پلیمر گذاشته  می شود.

-۵۵٠ اندازه گیري شده و مقدار این پارامتر در محدوده Dektak Profilometerضخامت نمونه ها با دستگاه 

  نانومتر است. ۶٠٠
  

  حلال ها: - ۴- ٢

 Merckهاي بکار رفته در این کــار بــالاترین خلــوص قابــل دســترس را دارا هســتند و از شــرکت تمام حلال 
  آوده شده است. 2- 2خریداري شده اند. مشخصات این حلال ها در جدول 
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  اسامی و مشخصات حلال ها ) ٢- ٢( جدول

ضریب دي  حلال ها  دماي جوش
Acetic Acid 6.20 118 

Carbon Tetrachlorid 2.24 76.8 
Diethyl ether 4.627 34.5 
Ethyl acetate 6.25 101.1 

n-Heptane 1.92 98 
n_Hexane 1.98 69 
Pentane 1.84 36.1 

1,4-Dioxane 2.21 101.1 
Cyclohexane 2.02 80.74 

Benzene 2.27 80.1 
Toluene 2.38 111 

Chloroform 4.81 61.15 
Tetrahydrofuran (THF) 7.58 66 

Dichloromethane 8.9 39.6 
O-Xylen 2.57 144 
Aniline 6.7 184.1 
Pyridine 12.3 115.2 

Triethylamine 2.4 88.9 
Hydrogen Peroxide 84.2 150.2 

Diethyl Glycol 31.8 246 
2-Butanon 18.6 79.6 

DMF 38.25 153 
DMSO 47 189 

1-Butanol 17.8 117.7 
Ethanol 24.6 78.5 

Methanol 32.6 64.6 
2-Propanol 18.3 82.4 

Octane 2.0 125.1 
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  دي وتینگ: - ۵- ٢

 Labnet(دو تینگ فیلم نازك به روش قطره حلالی انجام شده است. یک قطره از حلال مورد نظــر بــا پیپــت 

Bio Pette-Plus( .روي سطح فیلم ریخته شده و در دماو فشار اتاق نگه داشته شده تا حلال تبخیر شود  
  

  : چیدمان هاي اپتیکی - ۶- ٢

  چیدمان تک باریکه: - ١- ۶- ٢

نــانومتر از لیــزر پمــپ دیــودي حالــت جامــد بــراي تحریــک  ۴٧٣باریکه قطبیده خطی لیزري با طول مــوج 
آزوپلیمر، در محدوده جذبی آزوپلیمر، استفاده شده است. قطبش باریکه لیزري بوسیله تیغه هاي نــیم مــوج و 

اده شده است. اندازه باریکه لیزري روي نمونــه بــا ربع موج کنترل می شود. نمونه عمود بر تابش لیزري قرار د
  ).3- 2استفاده از سیستم تلسکوپی کپلري کنترل می شود (شکل 

  
  

  چیدمان اپتیکی تک باریکه ) ٣- ٢( شکل
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  چیدمان دو باریکه: - ٢- ۶- ٢

نانومتر فیلتــر شــده  ٤٧٣براي چیدمان دو باریکه باریکه لیزري از لیزر پمپ دیودي حالت جامد با طول موج 
به دو باریکه با شدت مساوي تقسیم می شــود. ایــن دو باریکــه  )Beam Splitter(افنده باریکه و به وسیله شک

  ).4- 2بعد از انعکاس آئینه ها دوباره روي نمونه با هم ترکیب شده و طرح تداخلی تشکیل می دهند (شکل 
  

  
 
 

  چیدمان اپتیکی دو باریکه ) ۴- ٢( شکل

  چیدمان اپتیکی نور سفید: - ٣- ۶- ٢

براي شروع فرایند انتقال جمعیت در فــیلم  )Hamamtsu, C2177-01(زنون  نور سفید غیر همدوس از لامپ
نازك آزوپلیمري استفاده شده است. اندازه باریکه روي نمونه با استفاده از سیستمی از عدسی ها کنتــرل مــی 

 ).5- 2شود (شکل 
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 چیدمان اپتیکی نور سفید ) ۵- ٢( شکل

  چیدمان اپتیکی براي اندازه گیري الگوي پراش - ۴- ۶- ٢

 سیلوکســانمتیلديپلی نانومتر) براي تابش پلیمــر 632,8نئون، - با قطبش دایروي (از لیزر هلیومباریکه لیزر 
(PDMS)  استفاده شده است. کپیPDMS  از ساختار توریهاي آزوپلیمر در راستاي عمودي و/یا افقی بوســیله

روي یــک صــفحه  سیستمی از قلاب هاي ثابت در دو جهت گفته شده کشیده می شود. طرح پراشی نمونه بر
سانتی متري نمونه، تشکیل میشود. بــراي جلــوگیري از اشــباع تصــویر، نقطــه  4کاغذ، تنظیم شده در فاصله 

مرکزي لیزر بوسیله یک ماسک سیاه پوشیده شده است. تصاویر الگوهاي پراش توسط یــک دوربــین عکاســی 
 ).6- 2) به ازاي هر میلیمتر کشش ثبت شده اند (شکل Canon, EOS 550dکنون (

 
  

  چیدمان اپتیکی براي مشاهده الگوي پراش ) ۶- ٢( شکل
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  ثبت الگوي دو بعدي شبه کریستالی بوسیله توري هاي سطحی - ٧- ٢

ثبت الگوي دو بعدي شبه کریستالی بوسیله تابش فیلم نازك آزوپلیمري توسط یک طرح تــداخلی حاصــل از 
لی منجــر بــه تولیــد ســاختارهاي باریکه هاي لیزري قطبیده انجام شده است. تابش فیلم ها با این طرح تداخ

سطحی کنترل پذیر و قابل برگشت روي فیلم هاي پلیمري می شود. این فراینــد بــه راحتــی در دمــاي اتــاق 
(دماي پایین تر از دماي گذار شیشه اي پلیمر) اتفاق می افتد و گزارش شده است که انتقال سطحی جــرم در 

  ي سطح فیلم پلیمري رخ می دهد.مقیاس بزرگ، هنگام تشکیل توري هاي سطحی، بر رو
روي نمونه با هم تــداخل مــی کننــد، پــاي تــوري  θدر ثبت توري سطحی، براي دو باریکه لیزري که با زاویه 

  بدست آمده از رابطه زیر تبعیت می کند:

)١-٢(   
q

l
sin2

=L 

  در این رابطه طول موج باریکه لیزر است. λکه 
وي فیلم نــازك آزوپلیمــري بوســیله باریکــه لیــزري قطبیــده خطــی در توري هاي سطحی میکروسکوپی بر ر

نانومتر، ثبت شده اند. این باریکــه فیلتــر و  473راستاي افقی از یک لیزر پمپ دیود حالت جامد، با طول موج 
موازي سازي شده و توسط یک شکافنده باریکه به دو باریکه با شدت یکسان تقسیم شده اند. ایــن دو باریکــه، 

ز انعکاس از آئینه ها، روي نمونه دوباره با هم ترکیب شده و طرح تداخلی تشکیل میدهند. براي باریکــه پس ا
دقیقه بوده است. اما، براي توري هاي با شماره  10- 5زمان ثبت توري براي هر توري  cm 0,7-2لیزري با توان

رســیدن بــه بهــره مناســب پراشــی،  )، برايfold-32و  fold16-هاي بالاتر (براي ساختارهاي شبه کریستالی 
زمان ثیت توري طولانی تري لازم بوده است. بعد از ثبت هر توري، با محاسبه مقدار زاویه متناســب بــا نــوع و 
پیچیدگی ساختار، نمونه به حول محور عمود بر سطح خود دوران داده شده و توري جدیــدي بــر روي همــان 

تــوري، زاویــه  16و  8- 4- 2تعداد توري ثبت شده دارند. بــراي  نقطه ثبت می شود. زاویه هاي دوران بسته به
  .درجه بوده اند 11,25°و  22,5°، 45°، 90°هاي دوران به ترتیب
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  مطالعه توپوگرافی ساختارهاي سطحی - ٨- ٢

  (AFM)میکروسکوپ نیروي اتمی  - ١- ٨- ٢

ر ابعــاد نــانو دستگاهی است که براي بررسی خواص و ساختار سطحی مواد د AFMمیکروسکوپ نیروي اتمی 
متري بکار می رود. خواص قابل اندازه گیري با این دستگاه شــامل مورفولــوژي هندســی، توزیــع چســبندگی، 
اصطکاك، ناخالصی سطحی، جنس نقاط مختلف سطح، کشسانی، مغنــاطیس، بزرگــی پیونــدهاي شــیمیایی، 

  توزیع بارهاي الکتریکی سطحی و قطبش الکتریکی نقاط مختلف می باشد.
مشخصات توپوگرافی، مورفولوژي سطحی و تغییرات نوري روي سطوح فــیلم هــاي نــازك آزوپلیمــر و  مطالعه
) بــه ترتیــب در Nano-observer, Veeco Instrument Incبا میکروسکوپ نیروي اتمی (مدل  PDMSپلیمر 

  ) انجام داده شده است.Tapping mode) و تپینگ (Contact modeمدهاي تماسی (

  : (SEM) رونی روبشیمیکروسکوپ الکت - ٢- ٨- ٢

 میکروسکوپ الکترونی روبشی با تولید یک باریکۀ الکترونی و تاباندن آن به سطح نمونه و روبش کردن اشــعه

هاي سطحی ماده بــه دســت دهــد. ایــن اطلاعــات بســته بــه  تواند اطلاعات مختلفی از لایههاي بازگشتی می
   .بل استفاده استهاي متفاوتی قا آشکارسازهاي متصل به دستگاه در رده

  3kV) در ولتــاژ JOEL 6301Fمشخصات ذرات پلیمري با استفاده از میکروسکوپ الکترونــی روبشــی (مــدل 
  بررسی شده است.

  

  PDMSتهیه کپی از توري هاي آزوپلیمري بر روي پلیمر  - ٩- ٢

ه خریداري شد Momentive (RTV 615)از شرکت  (PDMS) سیلوکسانمتیلديپلیمخلوط پیش از پلیمر 
ی است. این پلیمــر از نظــر اپتیکــی شــفاف و در آب اورگانوسیلیکونیا  آلی سیلیسیم یک پلیمر PDMSاست. 

است، که باعث می شــود ایــن  MPa 3تا  kPa 100در محدوده  PDMS مدول برشیغیر قابل حل می باشد. 
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 مــاده ســفت کننــدهبا مخلوط کــردن الاســتومتر پایــه و  PDMSماده انعطاف پذیر باشد. مخلوط پیش پلیمر 

(Curing agent)  با نسبت مناسب(10:1 , wt/wt) .آماده می شود  
پرینت شده با پرینتر سه بعدي بر روي فیلم آزوپلیمر با ســاختار ســطحی قــرار داده  10x10x2 mmیک قاب 

ساعت در دمــا  ۴٨شده و مخلوط پیش پلیمر آماده شده داخل این قاب ریخته می شود. این مخلوط به مدت 
  از روي فیلم کنده می شود. PDMSو فشار اتاق قرار داده شده تا کاملا خشک شود و سپس لایه پلیمر

  

  اندازه گیري میزان خاموشی - ١٠- ٢

  
با عبــور نــور مــوازي ســازي شــده از یــک لامــپ  PDMSاندازه گیري میزان کاهش نور از الگوي کپی پلیمر 

نانومتر انجام شده است. این باریکــه  ٨٠٠ تا ۴٠٠با طول موجی در محدوده  )SCHOTT KL1500(هالوژن 
عبوري پس از موازي سازي شدن بوسیله فیبر نــوري و عدســی هــاي مــوازي ســاز توســط یــک اســپکترومتر 

)Edmund optics, Te Cooled CCD Spectrometer 64814, Model N0 BTC112E(  جمــع آوري مــی
  شود.

 

  نانوذارت: - ١١- ٢

 (Sigma-Aldrich)نــانومتر، از شــرکت ســیگما  ۶٠با قطر متوســط نانوذارت کروي نقره، با پوشش سیترات،  
نانومتري بر روي یک لام آزمایشــگاهی تمیــز قــرار داده شــده و  ۶٠خریداري شده اند. یک قطره از نانوذارت 

با ساختار سطحی روي این قطــره گذاشــته شــده و فشــار داده مــی شــود. ســپس لایــه  PDMSلایه پلیمري 
  و به مدت چندین ساعت در دماي اتاق قرار داده می شود تا خشک شود. پلیمري از لام جدا شده
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  سنتز ذرات آزوپلیمري: - ١٢- ٢

با روش جدایی فاز سنتز شــده انــد. ایــن ذارت بــا تبخیــر آهســته  PMMAذرات متشکل از آزوپلیمر و پلیمر 
آینــد. بدســت مــی  (PVA)/کلروفرم در محلــول آبــی پلــی وینــل الکــل PMMAکلروفرم از مخلوط آزوپلیمر/

میلیگــرم کلروفــرم حــل شــدند. یــک میلیگــرم از  2میلیگــرم، در  20، هر کدام با غلظت PMMAآزوپلیمر و 
اضافه شده و روي هــم زن بــا  (wt%, 30ml 2.5)محلول حاصل با دقت به انتهاي محلول آبی پلی وینل الکل 

افزایش یابــد. ســپس، ســرعت سرعت متوسط قرار میگیرد، تا میزان توزیع محلول آلی به صورت قطرات میرو 
دور در دقیقه افزایش داده می شود تا فاز آلــی جــدا شــود. بــه منظــور اینکــه تبخیــر  450هم زنی محلول تا 

ساعت ادامه داده مــی شــود. در نهایــت سوسپانســیون  24کلروفرم از محلول آهسته باشد، هم زدن محلول تا 
  ی شود. حاصل سانتریفوژ شده و چندین بار با آب مقطر شسته م

  

  
  
 
 



  
  
  
  
  
  
  
  
  
  
  
  

  : 3 فصل

  نتایج
  



 

٢٣ 
 

 جینتا

  مقدمه - ١- ٣

در این فصل از پایان نامه نتایج، منحنی ها و تصاویر بدست آمده از آزمایشهاي شرح داده شــده در فصــل دوم 
  ارائه می شود. همچنین در مورد هر کدام از نتایج بحث خواهد شد.

  

  ساختارهاي شبه کریستالی: - ٢- ٣

ه می توانند نور را از طریق اثرات فیزیکی مانند پراش، پراکنــدگی ساختارهاي سطحی پیچیده و مهندسی شد
و تداخل تحت تاثیر قرار دهند. این سطوح اپتیکی به علت داشتن پتانسیل بالا در فوتونیک بسیار مورد توجــه 
بــوده انــد. در ایــن میــان، ســاختارهاي دو بعــدي شــبه کریســتالی گونــه اي از ســاختارهاي کریســتالوگرافی 

ف با نظم بلندبرد و تقارن چرخشی هستند. ساختارهاي شبه کریستالی بر روي فــیلم هــاي پلیمــري غیرمتعار
نازك می توانند به عنوان سطوح اپتیکی جدید براي توري هاي پراشی در نظر گرفتــه شــوند. ســاخت چنــین 

الگوهــاي ساختارهاي شبه کریستالی برروي فیلمهاي نازك آزوپلیمري می تواند روش جدیــدي بــراي تولیــد 
  سطحی بر اساس انتقال نوري جرم باشد.

  

  تولید ساختارهاي شبه کریستالی برروي فیم هاي آزوپلیمري: - ١- ٢- ٣

ساخت نانوساختارها بر روي فیلم هاي آزوپلیمري با اضافه کردن چندین الگوي تــوري سینوســی بــرروي هــم 
قط به روي هم اضافه می شوند. در جهات مختلف انجام میشود. الگوهاي توري ها با هم تداخل نمی کنند و ف

)، با تغییر زاویه بین دو باریکه تداخل کننــده 1a- 3شکل ثبت یک توري یک بعدي با پاي توري قابل کنترل (
)θ:با رابطه زیر، ممکن است ،(  

)١-٣(   
q

l
sin2

=L 
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ل ثبت مــی شــود. در حول محور مرکزي، بر روي توري او 90°در ادامه، توري دوم، با چرخش نمونه به اندازه 
). ثبت پــی در 1c- 3شکل نتیجه یک ساختار دو بعدي، با پاي توري یکسان در هر دو جهت، بدست می آید (

پی توري هاي یک بعدي در جهات مختلف باعث ایجاد الگوهاي دو بعدي با هندسه قابــل کنتــرل مــی شــود. 
 شــکل(یک ساختار گل مانند جالــب مــی شــود ، منجر به ایجاد 45°ثبت چهار توري، با دوارن نمونه با اندازه 

3 -1eبر روي یک نقطه روي نمونــه، بــا دوران نمونــه بــه  - توري 16و  8به تعداد  - ). با ثبت توري هاي بیشتر
  ).4,5- 3، ساختارهاي پیچیده و جالبی حاصل میشوند (شکل 11,25°و  22,5°اندازه 
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تصویر  c)، ساختار توري یک بعديتبدیل فوریه  b)یکروسکوپ نیروي اتمی توري یک بعدي تصویر م a) ) ١- ٣( شکل

تصویر میکروسکوپ نیروي اتمی ساختار  e)بعدي، -2تبدیل فوریه ساختار توري  d)بعدي  -2میکروسکوپ نیروي اتمی توري 
 h) توري، 8شبه کریستالی با نیروي اتمی تصویر میکروسکوپ  g)توري،  4تبدیل فوریه ساختار  f)توري  4شبه کریستالی با 

  توري 16تبدیل فوریه ساختار  j) توري، 16شبه کریستالی با تصویر میکروسکوپ نیروي اتمی  i)، توري 8تبدیل فوریه ساختار 

i j 

g h 

e f 
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  :PDMSساخت کپی ساختارهاي توري آزو با پلیمر  - ٢- ٢- ٣

بــه روش لیتــوگرافی نــرم  PDMS همانطور که در فصل دوم اشاره شد، کپی ســاختارهاي آزو بــر روي پلیمــر
بــا نســبت مناســب در یــک قــاب   (PDMS) سیلوکســانمتیلديپلیمخلوط پیش از پلیمر انجام شده است. 
10x10x2 mm  ســاعت در دمــا و  ۴٨پرینت شده با پرینتر سه بعدي ریخته می شود. این مخلوط بــه مــدت

  از روي فیلم کنده می شود. PDMSمرفشار اتاق قرار داده شده تا کاملا خشک شود و سپس لایه پلی
  

  با میکروسکوپ نیروي اتمی: PDMSبررسی ساختارهاي فیلم پلیمري  - ٣- ٢- ٣

(مشابه نمونه هــاي  PDMSوجهی بر روي پلیمر - 8، و 6، 4تصاویر حاصل از کپی ساختارهاي شبه کریستالی 
ن داده شــده در داده شده است. بــر اســاس طــرح پراشــی نشــا نشان 2- 3در شکل ) 1- 3شکل ارائه شده در 

معکوس ساختارهاي توري هــاي اولیــه ، PDMSساختارهاي سطحی پلیمر ، 2- 3تبدیل هاي فوریه در شکل 
 روي فیلم آزوپلیمر هستند.
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تبدیل فوریه  PDMS ، (cساختار کپی شده روي پلیمر  b)ساختار توري دو بعدي فیلم آزوپلیمر،  a) ) ٢- ٣( شکل
ساختار کپی شده  e)ساختار دو بعدي فیلم آزوپلیمر با سه توري،  PDMS ،(dصویر میکروسکوپ نیروي اتمی پلیمر ساختار از ت
ساختار توري دو بعدي فیلم  PDMS ،(gتبدیل فوریه ساختار از تصویر میکروسکوپ نیروي اتمی پلیمر  PDMS  ،(fروي پلیمر 

تبدیل فوریه ساختار از تصویر میکروسکوپ نیروي اتمی  PDMS  ،(iساختار کپی شده روي پلیمر  h)ي، آزوپلیمر با چهار تور
 PDMSپلیمر 
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   PDMSتغییر طرح پراشی با کشش پلیمر  - ۴- ٢- ٣

روند تغییرات طرح پراشی  3- 3انعطاف پذیر و قابل کشش است. شکل  PDMSهمانطور که اشاره شد، پلیمر 
  را با کشش پلیمر در جهت افقی نشان میدهد.  PDMSجهی روي پلیمر و- 8از ساختار شبه کریستالی 

کاهش فاصله نقاط افقی از نقطه مرکزي نشان دهنده کاهش پاي توري سینوسی (فشردگی) در جهت عمــود 
بر راستاي کشش است. در مقابل، افزایش فاصله نقاط عمودي از نقطه مرکزي نشان کشیدگی و افزایش پــاي 

میلیمتر رشــد خطــی  6شیدگی پلیمر است. این کشیدگی ها و فشردگی ها براي پلیمر تا توري در راستاي ک
با توجه به اندازه گیري هاي انجام شده میتوان گفت که به ازاي یک میلیمتر کشــیدگی  ).c 3- 3(شکل  دارند

 116پلیمر، در مقیاس میکروسکوپی، فشردگی پاي توري در جهت عمود بر راستاي کشیدگی پلیمــر در حــد 
  نانومتر است. 56نانومتر، و افزایش پاي توري در راستاي کشیدگی پلیمر مقدار 

  

   
 

a b 



 

٣١ 
 

 جینتا

 
 
 

 

 PDMSسیر تکاملی ساختار نانوحفره ها در سطح  b)تحت کشش،  PDMSتغییرات طرح پراشی پلیمر  a) ) ٣- ٣( شکل
  تغییرات پاي توري در دو جهت عمود و موازي راستاي کشش c)تحت کشش، 

  

  :PDMSرت روي ساختار شبه کریستالی جایگزینی نانوذا - ۵- ٢- ٣

نشان داده شده است، یک نانوذره تنها به راحتی می تواند در نانوحفره هاي ایجــاد  4- 3همانطور که در شکل 
جاسازي شود. جایگزینی مستقیم نانوذرات روي یک لام شیشه اس منجــر بــه  PDMSشده روي سطح پلیمر 

جمع نانوذرات میشود. اینجا، نانوذرات به طور طبیعی بــا تبخیــر ) و تCoffee-ringتشکیل پدیده حلقه قهوه (
از نظــر اپتیکــی شــفاف اســت، ســاختار  PDMSحلال داخل نانوحفره روي سطح به تله می افتد. از آنجائیکه 

زمینه بسیار مناســبی بــراي بررســی و مطالعــات بــرروي نــانوذرات بــه  PDMSتوري هاي تشکیل شده روي 
مچنین، طی چندین مرحله جایگزینی، این امکان وجود دارد که گونه هاي مختلــف صورت منفرد می باشد. ه

نانوذرات، مثلا نقره، طلا یا نانوذرات پلی استیرن، براي مطالعه مشخصات پلاســمونی ایــن تــک نــانوذرات، بــر 
امکــان ، PDMSروي ساختارهاي روي پلیمر تله اندازي شوند. بعلاوه، با توجه به قابلیت کشیده شــدن پلیمــر 

  تله اندازي نانوذرات با هندسه هاي غیر کروي نیز در این ساختارهاي سطحی وجود دارد.
  

c 



 

٣٢ 
 

 جینتا

  

نانومتري جایگزین شده در نانوحفره روي پلیمر  60تصویر میکروسکوپ نیروي اتمی از یک نانوذره نقره  ) ۴- ٣( شکل
PDMS 

  
  
  
  
  
  
  
  
  
  
  
  
  
  
  
  



 

٣٣ 
 

 جینتا

ساختارهاي گاوسین و توري هاي شبه رندوم برروي فیلم هاي  - ٣- ٣
  وپلیمري:آز

ماده براي بهبود پدیده هــاي دخیــل در پراکنــدگی - ساخت مواد نانوساختاري براي کنترل اندرکنش هاي نور
هاي بالاي نور بسیار مهم است. در این زمینــه، ســاختارهاي شــبه رنــدوم و گاوســین بــه عنــوان کاندیــدهاي 

  مناسبی براي افزایش برداشت انرژي معرفی شده اند. 
موتور مولکولی براي تولیــد ســاختارهاي گاوســین و شــبه - جدیدي بر اساس لیتوگرافی نانو در اینجا، ما روش

رندوم بر روي فیم آزوپلیمري ارائه میدهیم. این روش برپایــه حرکــت نــانومتري مولکولهــاي آزوپلیمــر تحــت 
  تابش لیزري است. در واقع نانوموتورها مولکولهاي آزوپلیمر هستند. 

  

  ساختار سطحی گاوسین: - ١- ٣- ٣

تصــویر میکروســکوپ ) a 5- 3( با لیــزر انجــام شــده اســت. شــکل 1زمایش اول با تابش فیلم نازك آزوپلیمر آ
نیروي اتمی از الگوي تشکیل شده بر روي این فیلم را نشان می دهد. توپوگرافی این نمونه یــک الگــوي شــبه 

ا واحــد هــاي ســلولی در سامان ده سطحی بــ- رندوم را نشان میدهد. تابش لیزري باعث ایجاد یک الگوي خود
تبــدیل  ) 5b- 3( میکرومتــر اســت. شــکل 2,3ابعاد نانومتري شده است. قطر واحد هاي ســلولی در محــدوده 

فوریه این سطح را نشان میدهد. شبکه انرژي فوریه در یک محدوده ي دایروي مشخص براي بردارهــاي مــوج 
K 1با شعاع-mμ15,2  .متمرکز شده است  



 

٣٤ 
 

 جینتا

  
تبدیل فوریه از تصویر میکروسکوپ  b)، 1نیروي اتمی از سطح فیلم آزوپلیمر تصویر میکروسکوپ  a) ) ۵- ٣( شکل

  نیروي اتمی

هیستوگرامی از داده ها براي آنالیز آماري سختی ساختار سطحی، از روي توپوگرافی حاصــل از میکروســکوپ 
تی داده شــده داده شده است. با فیت کردن یک نمودار گاوسین با نمودار سخ )a  6- 3( ، در شکلنیروي اتمی

دیده می شود که این دو نمودار تطابق بسیار خوبی با هم دارند. این امر نشان می دهــد کــه ســاختار حاصــل 
مشخصات یک سطح گاوسین را دارد. الگــوي دانــه اي ســطح جهــت گیــري ســاختاري  1روي فیلم آزوپلیمر 

  یشود.بسیار کمی دارد که این امر با مشاهده تقارن تبدیل فوریه سطح تائید م
است. تابع خود همبستگی سطح نیز تطابق خوبی بــا  nm 2±82اندازه گیري شده  σ (RMS) سختی سطحی

نمودار گاوسین دارد. طول همبستگی براي سطح، که به عنوان بیشترین فاصله اي تعریف میشــود کــه ســطح 
بســتگی کــه اندازه گیري شده است. نسبت سختی ســطح بــه تــابع هم ξ=510±10 nmهنوز همبسته است، 

دارد. این مقدار کم نشــان میدهــد کــه شــیب  σ/ξ =0.16معیاري از سختی/صافی سطح بوده مقداري معادل 
محــدوده  )d 6- 3( سختی سطح کم بوده و سطح نسبتا صاف است. جهــت گیــري تــابش از ســطح در شــکل

مــر عمــدتا ناشــی از است. این ا %52.6وسیعی از زوایا را پوشش می دهد. همگرایی تابش از این سطح رندوم 
مقدار کمی سختی سطح می باشد. این جهت گیري تابش از این سطح منجر بــه تابشــی در تمــام جهــات در 
یک نیمکره، با شعاع ثابت، شده و در نتیجه می توان چنین سطحی را بــه عنــوان یــک ســطح شــبه لامبــرت 

(Quasi-Lambertian) .معرفی کرد  
  



 

٣٥ 
 

 جینتا

  

تابع همبستگی  b)به همراه فیت این نمودار با نمودار گاوسین،  1هیستوگرام سختی سطح آزوپلیمر  a) ) ۶- ٣( شکل
  جهت مندي تابش نور از سطح d)، (HHCF)ارتفاع - تابع همبستگی ارتفاع c)الگوي سطحی و مقایسه آن با نمودار گاوسین، 

  ساختار توري هاي شبه رندوم: - ٢- ٣- ٣

تصویر میکروسکوپ نیــروي اتمــی  )a 7- 3(انجام شده است. شکل 2آزمایش دوم با تابش فیلم نازك آزوپلیمر 
از الگوي تشکیل شده بر روي این فیلم را نشان می دهد. سطح فیلم در اثــر تــابش لیــزري بــه زیــر مجموعــه 
هایی از توري ها با جهتگیري هاي متفاوت تقسیم شده است. دو نوع مختلــف از ایــن زیــر مجموعــه هــا کــه 

ند. هر یــک از ایــن تــوري هــاي داراي پــاي تــوري بــا حاوي ساختارهاي توري هستند در شکل دیده می شو
در دو جهت مختلف هستند. برخی از نقاط بید این زیرمجموعه هــا بــا  0.2μm±0.35و  0.2μm±0.51مقادیر 

  هم همپوشانی کرده و ساختاري مانند لانه زنبور ایجاد نموده اند.
  



 

٣٦ 
 

 جینتا

  
تبدیل فوریه از تصویر میکروسکوپ  b)، 2تصویر میکروسکوپ نیروي اتمی از سطح فیلم آزوپلیمر  a) ) ٧- ٣( شکل

  نیروي اتمی

تبــدیل  )b 7- 3( ساختاربندي توري هاي شبه رندوم با تبدیل فوریه الگوي این سطح تائید مــی شــود. شــکل
فوریه این سطح از تصویر میکروسکوپ نیروي اتمی را نشان می دهــد. طیــف فوریــه ســطح در یــک محــدوده 

مــی  mμ17.2-1مقــدار  Kترین مقدار اندازه گیري شــده بــراي بــرداراست که بیش Kحلقه مانند از بردار موج 
  باشد. 

براي کاربردهاي تله اندازه نوري پارامتر مفیدي است. توانایی تله انــدازه نــوري ایــن  Kمقدار بالاي بردار موج 
  نشان داده شده است.  4- 3- 3سطح در بخش 

طحی، از روي توپوگرافی حاصــل از میکروســکوپ هیستوگرامی از داده ها براي آنالیز آماري سختی ساختار س
داده شده است. همانطور که در شکل دیده می شود منحنی سختی ســطح بــا  )a 8- 3( شکلنیروي اتمی، در 

  دو نمودار گاوسی فیت می شود.
است. تابع خود همبستگی ســطح طــول همبســتگی  σ= 20.6 nmاندازه گیري شده  (RMS)سختی سطحی 

می دهد اما تابع همبستگی دیگر گاوسین نیست. قله هاي متفاوت در این تابع مــی  ξ=510±10 nmبه مقدار 
 σ/ξ =0.21توانند با الگوهاي پریودیکی متفاوت توضیح داده شوند. نسبت سختی سطح بــه تــابع همبســتگی 

است. این مقدار نشان میدهد که شیب سختی سطح بالا بوده و سطح سختی دارد. جهت گیري تابش از ایــن 
دارد. این جهــت گیــري عمــدتا چهــار جهــت فضــایی را  %52.6همگرایی در حدود  ) d 8- 3(سطح در شکل 

  پوشش می دهد.



 

٣٧ 
 

 جینتا

  

تابع همبستگی  b)به همراه فیت این نمودار با نمودار گاوسین،  2هیستوگرام سختی سطح آزوپلیمر  a) ) ٨- ٣( شکل
  جهت مندي تابش نور از سطح d)، (HHCF)رتفاع ا- تابع همبستگی ارتفاع c)الگوي سطحی و مقایسه آن با نمودار گاوسین، 

  شبه مد هاي هدایت شده داخل فیلم: - ٣- ٣- ٣

براي امتحان توانایی کوپل کردن نور بوسیله شبه مدهاي هدایت شده درون فــیلم، مــا چهــار تــوري جداگانــه 
). ابتدا، الگوي مرکزي بــا تــابش لیــزري فــیلم بــه صــورت خــود 9- 3 حول ساختار مرکزي ثبت کردیم (شکل

امان ده ایجاد شده و سپس چهار توري از طریق تابش با طرح تداخلی دو باریکه در موقعیت هاي مطابق بــا س
طرح پراشی در تبدیل فوریه ثبت شده اند. پس از ثبت این توري ها، ساختار پریودیکی مرکــزي بوســیله یــک 

دیده می شود، الگــوي  9- 3سمت راست  نئون تحت تابش قرار گرفته است. همانطور که در شکل- لیزر هلیوم
مرکزي بخشی از نور را با چنان زاویه هاي بزرگی پراش می دهد که نور نمــی توانــد از فــیلم خــارج شــود. بــا 
اینحال، این نور به تله افتاده می تواند شبه مدهاي هدایتی را تحریک کند. این انرژي هدایت شده مــی توانــد 



 

٣٨ 
 

 جینتا

  بوسیله چهار توري کوپل شود.

  

تا مد هاي کوپل شده نور را نشان دهد، شکل  اگانه حول ساختار مرکزي ثبت شده استدچهار توري ج ) ٩- ٣( شکل
نئون و نور کوپل شده با چهار توري اطراف را نشان می - سمت راست تصویر ساختار مرکزي تابیده شده بوسیله لیزر هلیوم

  دهد.

  نور: يتله انداز زانیمحاسبه م - ۴- ٣- ٣

مشــابه بــه  يساخت الگوها يتوانند به عنوان ماسک برا یم يمریآزوپل يها لمیف يساخته شده بررو يالگوها
 يســاختارها، مــا الگوهــا نیــنــور توســط ا يتله انــداز زانیم یبررس ينرم استفاده شوند. برا یتوگرافیروش ل

. نمونــه میکــرد ی) کپــPDMS( لوکســانیسلیمتيدیالاستومتر ل مریپل يرا بررو مریآزوپل يها لمیف یسطح
PDMS يالگوهــا یعمدتا شفاف است. کپ ،یمرئ هیدر ناح %95 يبالا یکیو گذار اپت %0,04 یکیبا جذب اپت 

 نیــا ریتصــو 10- 3 ها هستند. شکل لمیف یسطح يهمان خواص ساختارها يدارا PDMS يساخته شده رو
  .  دهدیرا نشان م PDMS مریپل يالگوها بررو

. همــانطور میکرد یدو ساختار بررس نیرا از ا یکیگذار اپت فیبه عنوان مرجع، ما ط PDMSدر نظر گرفتن  با
کاهش  %41و  نیساختار گاوس يبرا يعبور فیکاهش مدار ط %28شود، مقدار  یم دهید 10- 3 که در شکل

بــه  PDMS مــریپل کــهی). از آنجائ Bو A، نقطــه  10- 3 شــود (شــکل یم دهیرندوم د یکیودیساختار پر يبرا
  باشند. مریپل یسطح يتواند مربوط به ساختارها یکاهش فقط م نیندارد، ا یعنوان مرجع جذب

  



 

٣٩ 
 

 جینتا

  
: ساختار گاوسین B: ساختار شبه پریودیکی رندوم، A( PDMSکپی ساختارهاي سطحی روي پلیمر  ) ١٠- ٣( شکل

به عنوان مرجع و طیف عبوري از ساختارهاي سطحی گاوسی و  PDMSسطحی)، شکل سمت راست طیف عبوري از پلیمر 
  دهد.شبه پریودیکی رندوم را نشان می 

  
  
  
  
  
  
  
  
  
  
  
  
  
  
  
  



 

٤٠ 
 

 جینتا

  تولید ساختارهاي سطحی به روش دي وتینگ: - ۴- ٣

با توجه به اهمیت ساختاردهی سطحی و کاربردهــاي فــراوان ایــن ســاختارها در علــم و صــنعت، روش هــاي 
ساخت و مواد مرتبط با این ساختارها مورد توجه بسیاري قرار گرفته انــد. دســته بســیار مهمــی از ایــن مــواد 

باشند. ساختاردهی سطحی این مواد با تابش لیزري مورد بررسی قرار گرفته است، با اینحــال آزوپلیمر ها می 
  روش بکار گرفته شده در این کار، روش دي وتینگ قطره اي با حلال است.

همچنین، به علت وجود مواد فوتواکتیو در این آزوپلیمر، ساختارهاي ایجاد شده به روش قطره اي مــی تواننــد 
  نور قطبیده رشد و تغییر شکل داده شوند.تحت تابش با 

  دي وتینگ فیلم آزوپلیمر: - ١- ۴- ٣

میلیگرم در یک میلی لیتــر حــلال) روي زیــر  THF )50فیلم نازك آزوپلیمر با حل کردن آزوپلیمر در حلال 
ســاعت  12لایه شیشه اي با لایه نشانی چرخشی محلول پلیمر تهیه می شود. فیلم هاي تهیه شده بــه مــدت 

میلــی  0,3نگه داري می شوند تا حلال با قی مانده آن تبخیر شود. سپس، یک قطــره  80°دماي  در کوره در
  لیتري از حلال منتخب روي فیلم ریخته می شود.

) امتحان شده اند. با تماس قطره حلال بــا ســطح فــیلم، دمــاي 2- 2دراین کار اکثر حلال هاي معمول (جدول
ین آمده و حلال به داخل ماتریکس پلیمر نفوذ مــی کنــد. بــا نفــوذ گذار شیشه اي پلیمر تا حد دماي اتاق پای

حلال در پلیمر، مولکول هاي پلیمر تحرك پذیري بیشتري پیدا کرده و می توانند با  آزادي بیشــتري حرکــت 
  کنند. این تحرك مولکول ها در نهایت باعث شکست فیلم شده و تولید حفره می کند.

  منتخب:دي وتینگ قطره اي فیلم با حلال  - ٢- ۴- ٣

به عنــوان بهتــرین گزینــه انتخــاب  n-Heptaneبر اساس هدف این کار، از میان حلال هاي گفته شده، حلال 
شد. با دي وت کردن فیلم آزوپلیمر با این حلال مقدار بسیار اندکی از حلال به ماتریکس پلیمر نفــوذ کــرده و 

دي روي ســطح رنــدوم هســتند امــا بــا جایگاه حفره هاي تولی). 11- 3 ره هاي سطحی میکند (شکلتولید حف
  تغییر ساختار اولیه فیلم می توان مکان تولید حفره ها را کنترل کرد.



 

٤١ 
 

 جینتا

  

   
  

ارتفاع مقطع  b)تصویر میکروسکوپ نیروي اتمی از توپوگرافی فیلم دي وت شده با حلال هپتان،  a) ) ١١- ٣( شکل
  عرضی نشان داده شده توسط خطوط

  تابش ساختارهاي سطحی با نور سفید: - ٣- ۴- ٣

سیس در کروموفورهاي آزوپلیمر باعث تغییر سطحی فــیلم  –ترانس  –ت تابش با نور سفید چرخه سیس تح
می شود. نور سفید غیر قطبیده می تواند به طور مساوي ساختارهاي سطحی را بوسیله انتقــال جرمــی تحــت 

بــا تــوان  (Hamamtsu, C2177-01)تاثیر قرار دهد. به این منظور، نور سفید غیر قطبیده از یک لامپ زنــون 
2180 mW/cm  .براي شروع انتقال جرمی سطحی استفاده شده است  

نــانومتر، بــه وضــوح روي  500تــا  150پس از تابش با نور سفید، ساختارهاي دونات شکل، با قطر متغیر بین 
  .)12- 3(شکل  سطح دیده میشوند

a b 



 

٤٢ 
 

 جینتا

   
  

شده با حلال پس از تابش با نور سفید،  تصویر میکروسکوپ نیروي اتمی از توپوگرافی فیلم دي وت a) ) ١٢- ٣( شکل
(b ارتفاع مقطع عرضی نشان داده شده توسط خطوط  

است که این مقدار بزرگتر از قطر دونات هــا مــی باشــد. ایــن  2.5μmمتوسط نزدیکترین فاصله بین دونات ها 
  کرد.امر این امکان را ایجاد میکند که با ساختارهاي دوناتی به عنوان یک ساختار منفرد کار 

  

  تابع توزیع نزدیکترین دو ساختار دونات شکل از هم ) ١٣- ٣( شکل

  
  

a b 



 

٤٣ 
 

 جینتا

  :دهیبا نور قطب یسطح يتابش ساختارها - ۴- ۴- ٣

نــور  لهیبــا تــابش بوســ ته،یویفوتواکت تیداشتن خاص لیبه دل مریآزوپل لمیف یدونات شکل سطح يساختارها
در مقابــل  یدونــات يساختارها با مریآزوپل يامر، نمونه ها نیاثبات ا يشکل دهند. برا رییتغ توانندیم دهیقطب

 غهیبا ت زریقطبش ل يو راستا قطبش). 2 فصل – کهیتک بار دمانیقرار گرفته اند (چ يزریل کهیتابش تک بار
  شود. یموج/ربع موج کنترل م مین يها
  

  :یخط دهیبا نور قطب تابش -3-4-4-1
دونــات  يســاختارها قــه،یدق 5ت به مد یافق یبا قطبش خط زریل کهیتک بار دمانیآغاز، تحت تابش با چ در

شــوند (شــکل  یمــ لیحفره تبــد کی تیبه مرکز رهیدا میشکل داده و به شکل دو ن رییتغ هیشکل متقارن اول
3 -14.(  

جهــت  يدر راســتا مــریآزوپل ينــور جرمــی انتقــال باعــث ترانس – سیس ونیزاسیزومریتابش چرخه ا تحت
عمود بــر قطــبش  يشدن لبه اطراف دونات در راستاشود. حرکت مولکول ها تحت تابش باعث باز  یقطبش م

 يدو قطــب لبــه کنــار جــهیشوند. در نت یاندوخته م يقطبش حول حفره مرکز يشده و مولکول ها در راستا
  شوند.   یپر م ییکره استوا میشده و دو ن یدونات خال

 

   
 b)لیزر قطبیده خطی، تصویر میکروسکوپ نیروي اتمی از سطح فیلم دي وت شده پس ار تابش با  a) ) ١۴- ٣( شکل

  بعدي از ساختار سطحی فیلم آزوپلیمر به همراه  ارتفاع مقطع عرضی- 3شکل 

a b 



 

٤٤ 
 

 جینتا

دقیقه) باعث شدیدتر شدن تغییرات سطحی دونــات هــا مــی  10ادامه تابش ساختارها براي مدت طولانی تر (
). چنــین 15- 3 پیدا میکنند (شکل 850nmدر  450nmشود. در این حالت ساختارها شکل مستطیلی با ابعاد 

  ساختارهایی در زمینه مطالعات پلاسمون هاي سطحی بسیار مورد توجه بوده اند.
  ادامه تابش نمونه ها براي زمان بلندتر باعث ایجاد توري شده و ساختارهاي سطحی اولیه را پوشش می دهد.

  

   

زر قطبیده خطی به تصویر میکروسکوپ نیروي اتمی از سطح فیلم دي وت شده پس ار تابش با لی a) ) ١۵- ٣( شکل
  بعدي از ساختار سطحی فیلم آزوپلیمر به همراه  ارتفاع مقطع عرضی-3شکل  b)دقیقه،  10مدت 

  تابش با دو نور قطبیده خطی: -3-4-4-2
همانطور که گفته شد، حرکت مولکول هاي آزوپلیمر تحت تابش با نور قطبیده در راستاي قطبش نــور اســت. 

ت در علاوه بر راستاي افقی، در راستاي عمودي نیــز امکــان پــذیر اســت. در پس تغییر شکل ساختارهاي دونا
دقیقــه، بــا تغییــر جهــت قطــبش از افقــی بــه  5این مرحله پس از تابش نمونه با قطبش خطی افقی به مدت 

عمودي، بار دیگر نمونه را تحت تابش قرار می دهیم. تحت تابش با این دو نور قطبیــده ســاختارهاي دایــروي 
  ).16- 3، در می آیند (شکل 500nm-450هاي اولیه به شکل مربعی، با قطر حفره دونات 

a b 



 

٤٥ 
 

 جینتا

   

تصویر میکروسکوپ نیروي اتمی از سطح فیلم دي وت شده پس ار تابش با لیزر قطبیده خطی افقی  a) ) ١۶- ٣( شکل
  بعدي از ساختار سطحی فیلم آزوپلیمر به همراه  ارتفاع مقطع عرضی-3شکل  b)و عمودي، 

  

  ش با نور قطبیده دایروي:تاب -3-4-4-3
با تغییر قطبش نور فرودي به قطبش دایروي، توسط تیغه ربع موج، ساختارهاي دونات سطحی رشد میکننــد. 

است، اما اندازه گیري ساختارهاي نهایی پــس از تــابش بوســیله  15nmعمق اولیه دونات هاي سطحی حدود 
نشان می دهد. همچنین، ارتفاع لبــه هــاي  110nm-40نور قطبیده دایروي مقدار عمق ساختارها را در حدود 

رشد کــرده  25nm-15بوده و پس از تابش لیزري این مقدار به  10nm-5کناري دونات ها قبل از تابش لیزري 
ساختارهاي دونات به چاه نــانو تبــدیل ات حاضر در مورد این ساختارها نتیجه میدهند که است. تمامی اطلاع

  ).17- 3شده اند (شکل 
  

a b 



 

٤٦ 
 

 جینتا

   

 b)تصویر میکروسکوپ نیروي اتمی از سطح فیلم دي وت شده پس ار تابش با لیزر قطبیده دایروي،  a) ) ١٧- ٣( شکل
  بعدي از ساختار سطحی فیلم آزوپلیمر به همراه  ارتفاع مقطع عرضی- 3شکل 

  دي وتینگ کنترل شده: - ۵- ۴- ٣

م هــاي پلیمــري طبق مشاهدات ارائه شده، دي وتینگ یک روش موثر براي تولید ساختارهاي سطحی در فیل
است، اما این روش یک تکنیک رندوم است و محل تولید حفره ها روي سطح فیلم کاتوره است. با اینحال، بــا 

  استفاده از یک زیرلایه الگو داده شده می توان مکان ایجاد حفره ها را کنترل کرد.
پــیش از دي وت کــردن فــیلم،  در این مرحله با تابش فیلم هاي آزوپلیمر با طرح تداخلی حاصل از دو باریکه،

می توان الگوهاي یک بعدي و دو بعدي منظمی (توري هاي یک بعدي و دو بعدي) روي فیلم ایجاد نمــود. بــا 
در دست داشتن این الگوها و دي وت کردن فیلم روي این ساختارها حفــره هــاي تولیــدي از دي وتینــگ در 

  .)18- 3 مکان هاي مشخصی روي فیلم ایجاد می شوند (شکل

a b 



 

٤٧ 
 

 جینتا

   
 

   

ساختارهاي دي وت شده روي  b)تصویر میکروسکوپ نیروي اتمی توري یک بعدي فیلم آزوپلیمري،  a) ) ١٨- ٣( شکل
 d)بعدي فیلم آزوپلیمري،  -2تصویر میکروسکوپ نیروي اتمی توري  c)فیلم آزوپلیمري ساختاردهی شده یک بعدي، 

  بعدي  -2ساختارهاي دي وت شده روي فیلم آزوپلیمري ساختاردهی شده 

  
  
  
  
  
  

a b 

c d 



 

٤٨ 
 

 جینتا

  :يمریذرات پل - ۵- ٣

 یو علم یمختلف صنعت يها نهیدر زم یعیوس يکاربردها يمریکه در فصل اول اشاره شد ذرات پل همانطور
مشکلات  لیباشد، اما به دل یدر کاربرد ذره م یمهم اریراستا شکل و هندسه ذرات پارامتر بس نیدارند. در ا

  نشده است. یفاکتور بررس نیبا اشکال قابل کنترل ا يمریساخت ذرات پل
، سنتز شده PMMA مریو پل مریمتشکل از آزوپل ،يمریآزوپل يدیاز ذرات کلوئ يدیبخش گروه جد نیا در

  ).2است (فصل 
  

  :دیجد يمریذرات آزوپل خواص - ١- ۵- ٣

شده  ی) بررسSEM, JOEL 6301F( یالکترون یروبش کروسکوپیم لهیبوس يمریذارت آزوپل اتیخصوص
 يذرات متشکل از دو بخش هستند؛ بخش مرکز نیاست. ا يسنتز شده کرو يدیوئاست. هندسه ذرات کل

کره  نیا یبه سطح خارج يرویدا يها هیبه صورت لا مریآزوپل ياست و تکه ها PMMA مریاز پل يکره ا
  ).19- 3مشابه توپ فوتبال به ذرات داده اند (شکل  یشکل تیاند و در نها دهیچسب

  

  روبشی ذرات فوتبالی آزوپلیمريتصویر میکروسکوپ الکترونی  ) ١٩- ٣( شکل



 

٤٩ 
 

 جینتا

  :يمریذرات پل يزریتابش ل - ٢- ۵- ٣

که متشکل از  يمریذارت پل نیا یسطح هیلا ،يزریتحت تابش ل مریآزوپل یسطح راتییتوجه به تغ با
 يمریاز ذرات پل دیو جد زیشود تا اشکال متما يدستکار يزریل کهیتواند با تابش با بار یاست م مریآزوپل

  .ستندین یمعمول قابل دسترس ياکه به روش ه دیبدست آ
  

  :یخط دهیقطب کهیبا بار يمریذرات آزوپل تابش -3-5-2-1
 ینس اتفاق مترا – سیس ونیزاسیزومریچرخه ا یخارج هیلا يمریآزوپل يدر تکه ها ،يزریتابش ل تحت

 یم يزریل کهیقطبش بار يدر راستا مریچرخه باعث شروع حرکت آزوپل نیاز ا یناش یافتد. انتقال جرم
 کهیقطبش بار هتدر ج يمریآزوپل هیاست لا PMMA يبه کره مرکز دهیچسب هیلا نیا کهیشود، اما از آنجائ

 یغیبه شکل ذرات جوجه ت يذرات کرو دهیپد نیا تی. در نهادیآ یدرم یشده و به صورت سوزن دهیکش
  دهد. یجهت قطبش نور را نشان م ریتصو يرو ي). فلش ها20- 3(شکل  ندیآ یشکل درم



 

٥٠ 
 

 جینتا

  
  

  

ذرات آزوپلیمري پس از تابش با  b)ذرات آزوپلیمري پس از تابش لیزري با نور قطبیده خطی افقی،  a) ) ٢٠- ٣( شکل
  نور قطبیده خطی عمودي

همانطور که مکررا اشاره شده است، انتقال جرمی آزوپلیمرها در راستاي قطــبش باریکــه تابشــی اســت. بــراي 
م موج از راستاي افقی به راستاي عمــودي تغییــر داده شــده اثبات این امر، قطبش باریکه بوسیله یک تیغه نی

نشان میدهد که با این تغییر راستاي آزوپلیمرهاي سوزنی نیز از افقی به عمــودي تغییــر  b 20- 3است. شکل 
 می یابد.

a 

b 



 

٥١ 
 

 جینتا

  تابش با باریکه قطبیده دایروي: -3-5-2-2
ي بوسیله تیغه ربــع مــوج بــه قطــبش در ادامه بررسی تغییرات ذرات پلیمري تحت تابش، قطبش باریکه لیزر

ترانس اتفاق مــی افتــد امــا چــون  –دایروي تغییر داده شده است. تحت تابش قطبیده دایروي، چرخه سیس 
تحت چنین قطبشی راستاي مشخصی براي حرکت مولکول هــا وجــود نــدارد، لایــه آزوپلیمــري ماننــد ذرات 

ل برجســته تــري روي کــره پیــدا میکننــد. در جوجه تیغی شکل سوزنی بخود نمی گیرند اما تحت تابش شک
  .)21- 3(شکل  نهایت ذرات بدست آمده شکل آناناس دریایی دارند

  

  ذرات پلیمري پس از تابش با نور قطبیده دایروي ) ٢١- ٣( شکل

  تحت تابش: يمریشکل ذرات پل رییتغ يریبرگشت پذ - ٣- ۵- ٣

مــواد اســت. در  نیا يریبرگشت پذ تیسطح خاص یدر ساختارده يمریمواد آزوپل ازاتیامت نیاز بزرگتر یکی
دما تــا بــالاتر  شیتوان با افزا یم ،يبه روش نور یسطح يساختارها جادیپس از ا ،يمرینازك آزوپل يها لمیف

بــاز گردانــد. بــا  هیسطح ماده را به شکل اول يرویدا دهیماده با نور قطب دنیبا تابان ایو  يا شهیگذار ش ياز دما
از  يدرصــد دیــهســتند با مریاز آزوپل یسطح هیلا يکار دارا نیدر ا شده یبررس يمریذرات پل نکهیتوجه به ا

  شده وجود داشته باشد. جادیا يشکل ها يبرا يریبرگشت پذ
ذرات جوجــه  يبــوده و دارا یخطــ دهیــاز نمونه ها که قبلا تحت تــابش نــور قطب یکی ،يتئور نیتست ا يبرا

 دهیــ. پس از تــابش بــا نــور قطبمیده یقرار م يرویدا دهی) را تحت تابش نور قطب a 22- 3است (شکل  یغیت
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شــوند و ذرات  یمــ عجمــ یغــیدر ذرات جوجه ت یسوزن يها غهیت مرها،یبه علت حرکت رندوم آزوپل ،يرویدا
نمونــه را، بــا ذرات  نی). همــb 22- .3 شــوند (شــکل یمــ ییایــبــه ذرات آنانــاس در لیتبد هیاول یغیجوجه ت

بــا  یذرات آناناســ یتابشــ نیو دوباره تحت چن میده یقرار م یخط دهیتحت تابش نور قطب گریبار د ،یآناناس
  ).c 22- 3 شوند ( شکل یم یغیبه ذرات جوجه ت لیتبد مریآزوپل يحرکت جهت دار مولکول ها
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ذرات آزوپلیمري جوجه تیغی  b)تصویر میکروسکوپ الکترونی روبشی ذرات آزوپلیمري جوجه تیغی،  a) ) ٢٢- ٣( شکل
ذرات آناناس دریایی پس از تابش با نور قطبیده خطی (ذرات  c)طبیده دایروي (ذرات آناناس دریایی)، پس از تابش با نور ق

  جوجه تیغی)
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  :يریگ جهینت - ۶- ٣

منظم و نامنظم متفاوت، ما ســاخت، خــواص و  دهیچیپ يالگوها زیخلاصه، با در نظر گرفتن خواص متما بطور
 کــهیاز دو بار ی. طرح تــداخلمیکرد یبررس يمرینازك آزوپل يها لمیفسطح  يرا بر رو ییالگوها نیکاربرد چن

 يتــور نیامر و ثبــت چنــد نیا يریاستفاده شده است. با بکار گ يمریآزوپل لمیف يرو يتور تیث يبرا يزریل
و  دهیــچیپ یســتالیشــبه کر يمختلف، ما موفق به ثبت طــرح هــا يها هینقطه، با دوران نمونه با زاو کی يرو

 يبــه عنــوان ماســک بــرا يمریآزوپل يها لمیف یسطح يساختارها نی. امیها شد لمیف نیسطح ا يمتنوع رو
 هیــنــرم اســتفاده شــده اســت. لا یتــوگرافیبــه روش ل PDMS يمــریپل هیلا يساختارها بررو نیکردن ا یکپ
و امکــان  یکیبــا کشــش مکــان یســاختار ســطح راتییو تغ یطرح پراش راتییتغ یبررس يحاصل برا يمریپل
  نانوذرات استفاده شده است.  ینیگزیاج

دارنــد.  یو مهندس یعلم يها نهیدر زم یجالب ينامنظم کاربردها یسطح يکه گفته شد، ساختارها همانطور
 یخــوب يدهایــبه عنــوان کاند یکیودیشبه رندوم پر يو ساختارها نیگاوس یسطح يساختارها نهیزم نیدر ا
نــازك  يها لمیو تابش ف دیدسنتز شده ج مریتا با انتخاب دو آزوپلراس نیشناخته شده اند. در ا نهیزم نیدر ا
 نیــ. امیرنــدوم شــد یکیودیــو ســاختار پر نیگاوســ یما موفق به ساخت دو ســاختار ســطح مر،یدو پل نیاز ا

کــه  میــنشــان داد یشــدند. مــا بصــورت تجربــ يبازساز PDMS مریپل ينرم رو یتوگرافیساختارها به روش ل
 شینــور را افــزا يتلــه انــداز زانیــم توانند یم %41رندوم  یکیودیو ساختار پر %28 نیگاوس یساختار سطح

  مهم است. اریبس ينور رهیذخ يکاربردها يامر برا نیدهند، که ا
به روش قطــره  نگیوت يکار ما از روش متفاوت د نیسطح، در ا یساختار ده يمعمول برا يکنار روش ها در

. بــا انتخــاب حــلال میاستفاده کرد يمریآزوپل يها لمیف يتفاوت روم یسطح ياعمال ساختارها يبرا یحلال
بــا در نظــر  ختارها،ســا نیــشــوند. ا یمــ جــادینازك ا لمیسطح ف يدونات شکل رو هیاول يمناسب، ساختارها

شــکل و رشــد داده شــوند.  رییــتغ يتــابش نــور لهیتواننــد بوســ یم مر،یبودن آزوپل ویفوتواکت تیگرفتن خاص
قبــل از  هیــرلایز یما با استفاده از روش ســاختارده نگ،یوت يد دهیرندوم بودن پد تیصبرخلاف خا نیهمچن

  .میکن میظساختارها را کنترل و تن نیا دیمحل تول میتوانست نگیوت يد
 يمــریاز ذرات آزوپل يدیــکــار گــروه جد نیدر علم و صنعت، در ا يمریذرات پل تیبا توجه به اهم ت،ینها در

هســتند.  PMMA مــریو پل يمــریاز ذرات متشکل از دو مــاده آزوپل دیگروه جد نی. امیکرده ا یسنتز و بررس
و  PMMA مــریاز پل يوکــر يبه توپ فوتبال دارنــد؛ هســته ا هیشب یشکل يدر حالت عاد يمریذرات پل نیا

 ذرات نیــا ،يزریــل کــهیتحــت تــابش بــا بار ،يمریآزوپل هیلا نی. به علت داشتن امریتکه تکه از آزوپل يا هیلا
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بــا شــکل  یکره ها به ذراتــ نیا لیباعث تبد یخط کهی. تابش تک بارکنندیم دایپ يزیمتما يساختارها يکرو
بــا شــکل آنانــاس  یبــه ذراتــ هیــاول يکــرو يســاختارها رییباعث تغ يکرو دهیو تابش با نور قطب یغیجوجه ت

ذرات جوجــه  نیت را بــتوان شــکل ذرا یم ،يرویو دا یخط نیقطبش ب رییبا تغ ن،یشوند. همچن یم ییایدر
 داد. رییتغ یو آناناس یغیت
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Abstract 
In this thesis we present various patterns formed by self-organization of azopolymer materials 

subjected to light radiation.  

We have shown that many photoinduced surface gratings, up to 10, can be recorded on the same 

area of an azopolymer film, provided that the polarization of the writing beam is well chosen. 

This effect allowed the creation of a wide variety of complex patterns. In this thesis, we show 

such complex structures formed on the surface of thin layers of azopolymer, via a set of 

superimposed networks (up to 16 on the same zone). We thus create so-called quasi-crystal 

structures with 2 dimensions. The azopolymer surface is then used as a mold to be replicated 

with an elastomer. The elastomer layer produced has the same structure as the azopolymer mold. 

This layer is flexible, transparent and stretchable and we used it for the deposition of unique 

nano-objects. 

The characteristics of two photoinduced surfaces of two chiral azopolymers were compared: a 

Gaussian type random surface and a surface with quasi-random lattices. These patterns were 

obtained with a simple bottom-up technique, by illuminating the thin layer of azopolymer with a 

single laser beam. The surface with quasi-random lattices can be used for the coupling of light in 

several directions in an ultra-thin film. These two surfaces were used as molds and replicated on 

a transparent elastomer. They show a very good trapping of light. More precisely, the trapping of 

the light is 20% better with the quasi-random gratings than with the random surface of the 

Gaussian type and it is of the order of 40%.  

On the other hand, using a non-coherent irradiance associated with the solvent-droplet-induced-

dewetting method, we have shown a method for producing ordered nano-patterns based on 

dewetting. These nanostructures can be categorized as nano-doughnuts and are composed of a 

hole surrounded by a ring. Moreover, using the property of the azopolymer films, having a large 
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macroscopic photoinduced motions, the nanostructures can be optimized and reshaped via a 

judiciously chosen light field. 

Finally, in this thesis, a new type of colloidal nanoparticles of the 'janus' type composed of 

azopolymer and PMMA were synthesized. These nanoparticles look like soccer balls. Because of 

the photo-fluidization of the azopolymer, a restricted portion of the azopolymer layer at the 

surface of the nanoparticles can be modified by light in order to obtain unique morphologies 

such as; "porcupine" particles or "pineapple" particles. 
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Résumé 
Dans cette thèse nous présentons différents motifs formés par auto-organisation de matériaux 

azopolymères soumis à un rayonnement lumineux.  

Nous avons montré que de nombreux réseaux de surface photoinduits, jusqu'à 10, peuvent être 

enregistrés sur la même zone d’un film azopolymère pourvu que la polarisation du faisceau 

d'écriture soit bien choisie. Cet effet a permis la création d'une grande variété de motifs 

complexes. Dans cette thèse, nous montrons de telles structures complexes formées à la surface 

de couches minces d'azopolymère via un ensemble de réseaux superposés (jusqu'à 16 sur la 

même zone). Nous créons ainsi des structures dites quasi-cristal à 2 dimensions. La surface 

d'azopolymère est alors utilisée comme un moule afin d'être répliquée avec un élastomère. La 

couche d’élastomère ainsi produite possède la même structure que le moule en azopolymère. 

Cette couche est flexible, transparente et étirable et nous l'avons utilisé pour le dépôt de nano-

objets uniques.  

Les caractéristiques de deux surfaces photoinduites de  deux  azopolymères chiraux ont été 

comparées: une surface aléatoire de type gaussien et une surface avec des réseaux quasi-

aléatoires. Ces motifs ont été obtenus avec une technique simple de type ‘bottom-up’ en éclairant 

la couche mince d'azopolymère avec un seul faisceau laser. La surface avec des réseaux quasi-

aléatoires peut être utilisée pour le couplage de la lumière dans plusieurs directions dans un film 

ultra-mince. Ces deux surfaces ont été utilisées comme moule et répliquées sur un élastomère 

transparent. Elles montrent un très bon piégeage de la lumière. Plus précisément, le piégeage de 

la lumière est 20% meilleur avec les  réseaux quasi-aléatoires qu'avec la surface aléatoire de type 

gaussien et il est de l'ordre de 40%.  

D’autre part en utilisant un éclairement non cohérent associé à la méthode ‘solvent-droplet-

induced-dewetting’, nous avons montré une méthode pour fabriquer des nano-motifs ordonnés  
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basés sur le démouillage. Ces nanostructures sont assimilables à des nano-beignets et sont 

composées d'un trou entouré d'un anneau. De plus, en utilisant la propriété des films 

d'azopolymère à avoir de grands mouvements macroscopiques photoinduits, les nanostructures 

peuvent être optimisées et remodelées via un champ lumineux judicieusement choisi. 

Enfin, dans cette thèse, un nouveau type de nanoparticules colloïdales de type ‘janus’ composées 

d'azopolymère et de PMMA ont été synthétisées. Ces nanoparticules ressemblent à des ballons 

de football. A cause de la photo-fluidisation de l’azopolymère, une partie restreinte de la couche 

d'azopolymère en surface de la nanoparticule peut être modifiée par la lumière afin d'obtenir des 

morphologies uniques comme par exemple des particules “hérissons” ou des particules “ananas”. 
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General Introduction 

Our environment is a composite of numerous amazing self-organized patterns. The waves of the 

sea, the little ripples on the shore, the sweeping curve of the sandy bay between the headlands, 

the outline of the hills, the shape of the clouds, patterns on the skin of animals, the nest of social 

insects, bacterial colonies, all these are so many riddles of form, so many problems of 

morphology, and all of them the physicist can more or less easily read and adequately solve. In 

optics self-organized regular patterns emerge from uniform or randomly structured input optical 

fields. These patterns can be used in image formation and manipulation techniques to increase 

the sensitivity or resolution of optical systems, the manufacturing of optical neural networks and 

associative memories and the use of fractal and wavelet algorithms for image compression. 

In this regard, Azobenzene and its derivatives are fascinating molecules display that the rever- 

sible photoisomerization between the more stable trans and the less stable cis isomers. Although 

photoisomerization can result in important changes of properties for azobenzene molecules on 

their own, such as a large change in molecular shape and dipole moment, changes that can be 

imparted to polymers and liquid crystals when azobenzene is part of their structures or is 

associated with them are more interesting. Surface relief grating (SRG) formation in azo-

polymeric materials is a new form of grating formation in optical materials. SRG is a young 

branch of research and lot of questions remain unanswered. Migration (diffusion) of azo-

molecules from bright region of two coherent beams interference to its dark region result grating 

formation on the surface of polymer film. As such, engineering azopolymer materials can lead to 

photoisomerization induced by light, to create different and unique self-induced patterns on the 

surface of thin films. The subject of our study concerns the self-organization of azo-molecules to 

form a regular patterns through single or multiple exposures in a azopolymer film. 
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In this thesis, we present a simple experimental method, based on irradiation of azopolymer thin 

films with an interference pattern of laser beam, for formation of complex quasi-crystal 

structures on the surface of thin films. Also, using a set of newly synthesized chiral azopolymers, 

a 2D quasi Gaussian surface and a quasi-random periodic surface (quasi-random gratings) are 

formed on the surface of thin films, based on molecular nano-motor lithography. Advantages of 

both surfaces for energy conversion are discussed and two examples of applications, requiring a 

high light coupling in a thin film, are presented. Next, a simple bottom-up approach is used to 

produce doughnut shaped nanostructures on the surface of azopolymer thin films, by the choice 

of a solvent-droplet-induced-dewetting method and an incoherent unpolarized light illumination. 

Also, due to the presence of highly photoactive azobenzene derivative in the material, 

illumination of these nano-structures by a polarized laser light shows the possibility of a further 

growth and reshaping of the structures. Furthermore, using the method of control dewetting on a 

pre-patterned substrate, formation of nano-structures are directed and ordered.   

The last part of the study deals with a new and excited group of colloidal azopolymer particles, 

composed of PMMA and azopolymer, resembling a buckyball, and their unique deformations 

under illumination via laser light, with different polarizations. We propose the investigation of  

such particles for the study of the SRG formation phenomena and the basic understanding of the 

light-matter interaction. 

The vitality and sustained interest of this field can easily be noticed from the many research 

papers on azobenzene-based materials that continue to appear. 

 

Overview of the thesis 

The first chapter is devoted to the presentation of self-organization and a general review of azo-

polymer film deformation. The idea of surface relief grating formation, proposed models will be 
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developed in this chapter. The basic background is set to help the general readership understand 

the fundamental aspects involved in and the ideas and interests behind the azo materials used in 

this study. In this chapter we will also present the concept and advantages of Random and Quasi-

random surfaces, as an active field in disorder photonics. Following, we introduce Dewetting as 

a different approach to induce patterns on the surface of azopolymer thin films. Next, we review 

and discuss colloidal polymeric particles as the subject of a wide range of studies and 

developments. The last part of chapter I, recalls soft lithography as a simple and inexpensive 

method, well suited for the fabrication of surface structures for polymers, gels and organic 

monolayers.     

In the second chapter, we present azopolymer materials used in this study, along with their 

characteristics. Plus, this chapter contains the list of solvents, experimental methods, 

nanoparticles, optical setups and the equipments (microscops, profilometer and …) employed in 

this project. Last part of chapter II explains the synthesis process of the new group of 

azoparticles.  

The third chapter is devoted to describing the results of studies. In first part, we present the 

fabrication of surface quasi-crystal structures on azo polymer films through successive 

inscription of multiple surface relief gratings. Following, this structures were used as a mold for 

replication, via soft lithography, on a transparent elastometer (PDMS) and its applicibility in 

nanoparticle deposition. 

In second part of chapter III we discuss the formation of Quasi-random or Gaussian random 

structures on azopolymer films, by the method of single beam irradiation. Special characteristics 

and properties of these structures are discussed and the possibility of application of these surface 

structures in real life fields like, Organic light-emitting diode (OLEDs) or solar cells, for a better 

efficiency of light diffusion or light harvesting, are evaluated. 
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In third part of chapter III we focus on surface structuring through dewetting. In this part, using 

solvent-droplet-induced-method doughnut shaped nanostructures are induced on the surface of 

azopolymer thin films. Due to the nature of azopolymer material, there is a possibility of further 

growth and reshaping of said nano structures under laser irradiation. 

In final part of chapter III we review the newly synthesized azoparticles. Properties and behavior 

of these particles under single and double beam illumination are studied and the resulted 

deformations and unique shapes are presented.  

In the appendix, mathematical description of SRGs on the thin films and PDMS replica are 

discussed in great details. Also, a quantitative analysis of the evolution of the nanocavities’ 

dimensions with stretching the PDMS quasi-crystal was done and a method for extraction of 

cavities’ dimension on the PDMS sample was presented. Finally, a simulation of the random 

Gaussian surface was obtained with a stochastic process, resulting from an acting random 

molecular surface process. 
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I.1. Introduction 

The scientific study of self-organizing systems is relatively new, although questions about how 

organization arises have of course been raised since ancient times. Many natural systems show 

organization (e.g. galaxies, planets, chemical compounds, cells, organisms and societies). 

There has been a tremendous increase in the study of self-organization in optical systems.  

This thesis is devoted to review optical patterns and surface relief grating (SRG) formation as a 

path to form complex structures for different applications. We will also discuss one beam 

deformation of azo-materials on a new series of azo-polymers. Two unique surface structures 

are introduced; a Gaussian random pattern and a surface with quasi-random gratings. 

Following, new set of structures are obtained using the solvent-droplet-induced-dewetting 

method. The resulted structures resemble a dough-nut, with the ability for further reshaping.  

In the end, we present a new group of synthesize colloidal polymeric particles consist of 

PMMA and azopolymer. Due to the unique structure of these particles, under illumination by a 

laser beam, the resulted shapes are utterly interesting and unique. 
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I.2. Patterns/self-organizations 

Pattern formation is a truly interdisciplinary science. The similarity in fundamental 

mechanisms and the accompanying mathematics brings together scientists from many 

disciplines such as; biology, chemistry, fluid dynamics, material science, mathematics, 

medicine, geophysics, ecology, physics and surface science. Natural patterns turn up all over. 

From sea shells and spiral galaxies to the structure of human lungs, the patterns of chaos are all around 

us. Fractals are patterns formed from chaotic equations and contain self-similar patterns of complexity 

increasing with magnification. If a fractal pattern is divided into parts, one gets a nearly identical 

reduced-size copy of the whole. The mathematical beauty of fractals is that infinite complexity is 

formed with relatively simple equations. By iterating or repeating fractal-generating equations many 

times, random outputs create beautiful patterns that are unique, yet recognizable. Some of the most 

stunning natural examples are found of fractals on our planet. 

Like Romanesco Brocoli; this variant form of cauliflower is the ultimate fractal vegetable. Its 

pattern is a natural representation of the Fibonacci or golden spiral, a logarithmic spiral where 

every quarter turn is farther from the origin by a factor of phi, the golden ratio. 

Ammonite Sutures; Extinct for 65 million years, ammonites were marine cephalopods that built 

chambered spiral shells. The walls between these chambers, called sutures, were complex fractal 

curves. The shells of ammonites also grow as a logarithmic spiral, a pattern that appears often in nature, 

as with romanesco broccoli. 

Mountains; result of tectonic forces pushing the crust upward and erosion tearing some of that crust 

down. The resulting pattern is a fractal. Such as the Rainbow Mountains Of China, earth's paint palette. 

Leaves of plants that follow simple recursive formulas in generating their branching shapes and leaf 

patterns. Patterns of peacock Feathers, which Peacocks used to attract mates. Snowflakes; 

crystallizing water that forms repeating patterns in snowflakes and on frosty surfaces. The patterns have 
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inspired claims about the power of consciousness to affect matter, as well as one of the first described 

fractal curves, the Koch snowflake, and so many other examples all around us (Fig.I.1). 

 

Fig. I-1: Few examples of self-organized patterns in nature. a) golden spiral of Romanesco Brocoli, b) Leaves of 
plants c) Rainbow Mountains Of China d) logarithmic spiral of Ammonite Sutures e)Ripples pattern of a desert 
dune f) Pattern of a snowflake  

There is always an element of subjectivity in perceiving patterns. There are surely certain 

spatial images that are most categorized as patterns; the repeating designs of wallpaper or 

carpets, for example. This prompts the idea that a pattern might be regarded as a regularly 

repeating array of identical units. This concept can be broadened slightly, and include in 

general definition an arrays of units that are similar but not necessarily identical, and which 

repeat but not necessarily regularly or with a well-defined symmetry. An example is the ripples 

of sand at the seaward edge of a beach or in a desert (Fig.I.1.e). No two ripples are identical, 

and they are not positioned at exactly repeating intervals (which is to say, periodically in 

space) but nonetheless, it isn’t too hard to persuade one that this might be reasonably called a 

pattern, since one can recognize within it elementary units (the ripples) that recur again 

f e d 

b c a 
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throughout space. A mountain range has features of all sizes, from little crevasses to huge 

sweeping valleys, but there is still something about the way it looks from above that allows one 

to see a pattern. 

Form is a more individual affair. It could be defined loosely as the characteristic shape of a 

class of objects. Like the elements of a pattern as described above, objects with the same form 

do not have to be identical, or even similar in size; they simply have to share certain features so 

they can be recognized as typical. Shells of sea creatures are like this. The shells of organisms 

of the same species all tend to have a certain form that can be recognized and identified even 

by a relatively untrained eye, despite the fact that no two shells are identical. The same is true 

of flowers, and of the shapes of mineral crystals. The true form of these objects is that which 

remains after all the slight and inevitable variations between individuals have been averaged 

away[1]. 

The problem of creating patterns and forms that we tend to recognize as such is therefore not 

one of how to generate the symmetry that they often possess, but of how to reduce the perfect 

symmetry that total randomness engenders, to give rise to the lower symmetry of the pattern. 

How do the water molecules moving at random in the atmosphere coalesce into a six-petalled 

snowflake? Patterns like this are the result of symmetry breaking[1]. 

The study of complexity provides new insights into how patterns develop in nature. One 

exciting finding is that order often arises spontaneously from disorder; patterns can emerge 

through a process of self-organization[2]. 

Self-organized systems are structure formations without any clear association from outside of 

the system. Any system that takes a form that is not imposed from outside (by walls, machines 

or forces) can be said to self-organize. In other words, a self-organization results from the 

interactions among the components of the system and is an internal phenomenon. The 
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organization can develop in either time or space, maintain a stable form or show transient 

phenomena. The size of self-organized patterns typically is much larger than the size of 

individual components and in some natural patterns their ratio can reach 104-105. General 

resource flows within self-organized systems are expected (dissipation), although not critical to 

the concept itself. For example in spite of conflicting actions between insects, collective 

structures which fulfil numerous functional and adaptive requirements are produced[3]. Noise 

(fluctuations) can allow metastable systems to escape one basin and to enter another, thus over 

time the system can approach an optimum organization or may swap between the various 

patterns, depending upon the size and nature of the perturbations. For instance, individual 

insects are not able to process a large quantity of information but simply their response to 

stimulus from other individuals or environment (these stimulus don’t carry any signs, simply 

they are attractive or repulsive, activating or inhibiting) lead to Pattern formation. The 

individual units just have access to local information[4]. 

The field of self-organization seeks general rules about the growth and evolution of systemic 

structure, the forms it might take, and finally methods that predict the future organization that 

will result from changes made to the underlying components (past construction sets the stage 

for new building actions)[5]. 

Several researches have been developed on the study of the structure formation through self-

organization in optical systems because optics has several advantages such as flexibility and 

the simplicity of handling. Organic materials have been shown to be quite useful for the 

fabrication of integrated-optics devices. Responsive polymer-based materials, like 

azopolymers, are capable of altering their chemical and/or physical properties upon exposure to 

external stimuli. A brief description of these compounds are given in the next section. 
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I.3. Azobenzene 

Azobenzene is a chemical compound composed of two phenyl rings linked by an N=N double 

bond. The term azobenzene or simply azo is often used to refer to a wide class of molecules 

that share the core azobenzene structure, with different chemical functional groups extending 

from the phenyl rings (technically, these compounds should be referred to as diazenes). The 

azobenzene compounds strongly absorb light, and were historically used as dyes in a variety of 

industries. One of the most intriguing properties of azos is photo-isomerization behavior 

between two isomers, the trans and cis configurations[6]. The two isomers can be switched 

with particular wavelengths of light: ultraviolet or blue light, which corresponds to the energy 

gap of the π-π* (S2 state) transition, for trans-to-cis conversion, and blue light, which is 

equivalent to that of the n-π* (S1 state) transition, for cis-to-trans isomerization. For a variety 

of reasons, the cis- isomer is less stable than the trans (for instance, it has a distorted 

configuration and breaks the aromaticity of the trans configuration) Thus, cis-azobenzene will 

thermally relax back to the trans via cis-to-trans isomerization. The trans isomer is more stable 

by approximately 50 kJ/mol, and the barrier to photo-isomerization is on the order of 200 

kJ/mol (Fig.I.2)[7, 8]. 
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Fig. I-2 : a) Azobenzene can be converted from the trans to the cis state photochemically, and will revert back to 
the stable trans state thermally. Alternately, the cis to trans conversion can be effectuated with a distinct 
wavelength of light. (b) Simplified state model for azobenzene chromophores. The exinction coefficients are 
denoted ε, whereas the quantum yields for the photoisomerizations are labelled φ. The rate of thermal relaxation is 
denoted by k. 

 

The exact wavelength at which azobenzene isomerization occurs depends on the particular 

structure of each azo molecule, but they are typically grouped into three classes[6]: the 

azobenzene-type molecules, the amino-azobenzenes, and the pseudo-stilbenes (Fig. I.3). 
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Fig. I-3 : Examples of azobenzene molecules that fall into the three spectroscopic classes: (a) azobenzenes (b) 
aminoazobenzenes, and (c) pseudo-stilbenes 

 

These azos are yellow, orange, and red, respectively, owing to the subtle differences in their 

electronic absorption spectra. The compounds similar to the unsubstituted azobenzene exhibit a 

low-intensity n-π* absorption in the visible region, and a much higher intensity π-π* absorption 

in the ultraviolet. Ortho- or para-substituted azo dyes with electron-donating groups (such as 

aminos), are classified as amino-azobenzenes, and tend to closely spaced n-π* and π-π* bands 

in the visible. The pseudo-stilbene class is characterized by substituting the 4 and 4' positions 

of the two azo rings with electron-donating and electron-withdrawing groups (that is, the two 

opposite ends of the aromatic system are functionalized). This push-pull configuration results 

in a strongly asymmetric electron distribution, which modifies a host of optical properties. In 

particular, it shifts the absorption spectra of the trans- and the cis- isomers, so that they 

effectively overlap. Thus, for these compounds a single wavelength of light in the visible 

region will induce both the forward and reverse isomerization. Under illumination, these 

molecules will be constantly cycling between the two isomeric states. The thermal back-
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relaxation varies greatly depending on the compound: usually hours for azobenzene-type 

molecules, minutes for amino azobenzenes, and seconds for the pseudo-stilbenes. The energy 

barrier for this thermal isomerization is on the order of 90 kJ/mol[9], [10]. The thermal back-

relaxation is generally first-order, although the distribution of highly constrained 

configurations that arise in a glassy polymer matrix can lead to anomalously fast decay 

components [11]–[13]. Accordingly, higher matrix crystallinity increases the decay rate[14].  

The mechanism of isomerization has been the subject of some debate, with two pathways 

identified as viable: a rotation about the N=N bond, with disruption of the double bond, or via 

an inversion, with a semi-linear and hybridized transition state (Fig.I.4). It has been suggested 

that the trans-to-cis conversion occurs via rotation into the S2 state, whereas inversion gives 

rise to the cis-to-trans conversion. It is still under discussion which excited state plays a direct 

role in the series of the photoisomerization behavior. However, the latest research on 

femtosecond transition spectroscopy has suggested that the S2 state undergoes internal 

conversion to the S1 state, and then the trans-to-cis isomerization proceeds. The conversion 

from trans to cis reduces the distance between the ends of the moiety (between the 4 and 4’ 

positions): from 0.99 nm in the trans state to 0.55 nm in the cis state[15]–[17]. This change in 

geometry results in a change in the molecular dipole, increasing it from essentially zero in the 

trans state to 3.1 D in the cis form (for the parent azobenzene) [2]. The free volume 

requirement of the cis is larger than the trans[18], with estimates of approximately 0.12 nm3 

required for isomerization to proceed via an inversion of the azo bond[12], [19], and 0.28 nm3 

for a rotation about the azo bond[20]. This large molecular change generates a nanoscale force, 

which has been successfully measured in single-molecular force spectroscopy experiments[21], 

[22]. 
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Fig. I-4 : Rotation and inversion mechanisms pathways for azobenzene isomerization process 

 

I.4. Photo-induced orientation 

The photo-isomerization of azobenzene is a unique form of light-induced molecular motion. 

This motion can also lead to motion on larger length scales. For instance, polarized light will 

cause the molecules to isomerize and relax in random positions. However, those relaxed (trans) 

molecules that fall perpendicular to the incoming light polarization will no longer be able to 

absorb, and will remain fixed (the probability of photon absorption varies as cos2Φ, where Φ is 

the angle between the light polarization and the azo dipole axis). Thus, there is a statistical 

enrichment of chromophores perpendicular to polarized light (orientational hole burning) 

(Fig.I.5). The photo-orientation is reversible: isotropy can be restored using circularly 

polarized light, or a new orientation direction can be selected by irradiation with a new 

polarization. 
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Fig. I-5 : The mechanism of statistical photo-orientation of azo molecules. (a) The molecules aligned along the 
polarization direction of the incident light will isomerize, and take on a new random orientation. The molecules 
that lie perpendicular to the polarization of light cannot absorb a photon and remain fixed. (b) An initially 
isotropic distribution of chromophores will become progressively aligned with polarized irradiation. Irradiation 
with circularly polarized light can restore isotropy [23] 

 

Polarized irradiation will make an azo-material anisotropic and therefore optically birefringent 

and dicroic[24], [25]. In these systems, the physical and optical properties such as the 

absorption spectrum, dipole moment, refractive index and molecular conformation can be 

reversibly changed through the trans-cis isomerization of azobenzene. This photo-orientation 

can also be used to orient other materials (especially in liquid crystal systems). For instance, it 

has been used to selectively orient liquid crystal domains, and to create NLO materials and 

high density data storage[26]–[31]. Azo isomerization can also be used as switching elements 

for microelectronics and to photo-switch the liquid crystal phase of a material [32], [33]. The 

azobenzene moiety is robust and adaptable, having been incorporated into a wide variety of 
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different system types, including: small molecules, doped into polymeric systems, 

supramolecular assemblies, liquid crystals, and covalently bonded to crystalline or amorphous 

polymers. Although doping is an easy and convenient way to include azobenzene in a matrix of 

choice, it is usually found that mobility leads to aggregation and crystallization of the azo 

molecules, making the resultant films heterogeneous and optically cloudy. Thus, by far the 

most often-employed incorporation strategy is to covalently bind the azo chromophore to a 

polymer backbone [34]. 

In 1995, it was discovered that exposing a thin film of azo-polymer to a light intensity (or 

polarization) gradient leads to spontaneous surface patterns [35], [36]. In essence, the polymer 

material will reversibly deform so as to minimize the amount of material exposed to the light. 

This phenomenon is not laser ablation, since it readily occurs at low power and the 

transformation is reversible. The exact mechanism of this surface holography is still 

unresolved, although it is clearly related to the azobenzene isomerization. 

I.5. SRG Formation 

In 1995, a remarkable, unusual and unexpected effect was discovered simultaneously by two 

independent research groups in the azo-polymer materials well below their glass transition 

temperature[35], [36]. Since these first two articles, more than 1000 articles have been 

published to characterize the phenomena, to suggest the possible mechanisms and to propose 

some future applications. When the material was irradiated with two coherent laser beams 

(which generate a sinusoidally varying light intensity or polarization pattern at the sample 

surface), the materials spontaneously deformed in order to generate a sinusoidal surface relief 

grating (SRG) in this case the first order diffraction efficiency of a low power He-Ne laser (in 

the wavelength that polymer is transparent) will increase excessively. This is a one-step 

fabrication technique. Usually SRG topological formation is monitored by AFM to distinguish 
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between bulk (birefringence) and surface gratings. This surface deformation is reversible and 

the original film thickness could be recovered upon heating the material past its glass-to-rubber 

transition temperature (Tg) and/or in many cases even at room temperature by impinging a 

single beam of laser light with the appropriate polarization. SRG has been studied on azo dye 

doped polymers (guest-host systems)[37], amorphous side-chain and main-chain 

azopolymers[38], [39], and on liquid crystalline azo-polymers[40], [41], mostly in the form of 

spin-coated films. Sol/gel materials[42], Langmuir-Blodgett (LB) films[43], and films 

assembled by ionic layer-by-layer interactions [44]–[46], single crystals [47] and more recently 

monomeric glasses [48] have also been used. Monomeric glasses have fast response to writing 

process and smaller birefringence in comparison to grafted polymers [49]. In azo dye doped 

systems, the chromophores are not attached to the polymer chains and their photoisomeric 

movements are not followed by the polymer chains and consequently the surface modulation is 

very weak. This surface modulation is difficult to observe with AFM.  

Liu et al. were synthesized azo derivative with fluorescent group which allowed them to use 

fluorescence confocal microscopy for observation of molecular migration [50]. Polymer chain 

migration, which is thought to be responsible for the large surface relief features, however, 

does not appear to occur. As expected, the formation of the surface grating in the main chain 

polymers was much slower than the side chain polymers. This is because the polymer has a 

rigid backbone and the azobenzene groups are bound to the backbone at both ends, which 

restrict the mobility of the chromophores. However, when it is considered that these main 

chain polymers have very high Tgs, and relatively low absorption at the writing wavelength 

compared to the side chain polymers, the observation of the surface modulation is quite 

remarkable. The results of several research groups show that side-chain azo-polymers are the 

best materials for inscription of SRG. It is well-established that the surface-patterning 

phenomenon is strongly polarization dependent [51]. Both the efficiency of the process (as 
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measured by topography height) and the exact shape of structures are affected by the incident 

polarization state. The two s polarized writing beams produce the largest light intensity 

variation (the intensity recording condition). However, there is no polarization gradient of the 

resultant electric field and no component of resultant electric field along the grating vector 

direction. This configuration only produces a very low diffraction efficiency and small surface 

modulation for the SRG (<10 nm). Under the polarization recording conditions, the two writing 

beams have orthogonal polarization (s-p). The resultant electric field on the film surface has 

the largest variation but the light intensity is uniform over the entire irradiated area. Very small 

surface modulation and diffraction efficiency are obtained under this purely polarization 

recording condition. Under other recording conditions (p:-p, +45°: −45° and RCP: LCP), 

variations of both light intensity and the resultant electric field polarization on the film exist 

simultaneously. The SRGs formed have much larger values for the surface modulation and 

diffraction efficiency. It has been observed by several authors that illuminated regions of the 

grating correspond to pits and dark regions to peaks of the surface, except in the case of side-

chain liquid crystalline polyester of low Tg where the opposite result was obtained. In essence, 

the topography encodes both the incident light intensity pattern and the polarization 

pattern[52]. 

I.5.1. Two beam experiment 

In order to form the SRGs, it was found that irradiation with a double beam exposure of a light 

intensity and/or polarization gradient would lead to spontaneous large-scale motion of polymer 

material in the thin film, resulting in surface topographical patterning. Two beams of equal 

intensity with appropriate polarizations made to impinge on the surface of sample. The 

molecules move from high to low light intensity regions[53]. 

Fig.I.6 shows the typical experimental setup used for a double beam setup for inscribing SRGs, 

and a typical topography of a SRG.  
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Fig. I-6 : a) Typical experimental setup for the inscription of surface relief gratings. In the diagrams, M refers to 
mirrors that control the incident beams, WP are polarization-controlling wave-plates, BS is a beam-splitter, and D 
is a detector used to measure the diffraction efficiency of a probe laser beam. b) Atomic force microscopy (AFM) 
image of a typical surface relief grating (SRG) inscribed on an azo-polymer film 

I.5.2. Single beam deformation of azo-polymers 

Following the discovery of SRG and the ability of deformation of the azo-polymer surface by 

the interference of two coherent beams, several research groups started to study the possibility 

of deformation of azo-polymer systems under illumination of a single laser beam.  

A single focused laser beam surface deformation experiment was performed by Bian et al. to 

study the phase relation between writing beams interference pattern and SRG. The results help 

to a deeper understanding of the grating formation mechanism [54], [55] 

The experiment demonstrated two important characteristics. First, the photoinduced surface 

deformation depends strongly to the input laser beam polarization direction. The maximum 

deformation happens along the direction of laser beam polarization. Second, the surface 

deformation profile along the polarization is not proportional (positively or negatively) to the 

laser intensity. Instead, it approximates to the second derivative of the laser intensity along the 

polarization direction (x-axis). 
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According to the migration (diffusion) model, the azo molecules have tendency to move from 

higher intensity region of beam (more trans-cis-trans photoisomerization) to the lower one and 

finally to the dark region in the direction of laser beam polarization and deform the surface of 

polymer film. 

The single-beam experiment is particularly relevant to reveal the photoinduced lateral 

migration of polymer chains and to deduce the phase shift of the SRG with respect to the 

interference pattern since no such unambiguous assignment could be given in the grating 

writing experiment. 

I.6. Mechanism of SRG Formation 

There remains, however, much controversy surrounding the fundamental origins of all-optical 

surface patterning of azo thin films, and no proposed mechanism appears to provide a suitable 

explanation for all observations. Here we will review almost all the proposed mechanisms: 

I.6.1. Isomerization pressure model 

This model is based on pressure gradient induced transport deformation and the resulting 

viscoelastic flow to form surface gratings on the azo polymer films[56], [57]. The pressure 

gradients arise from the increased cis population in the bright regions, together with the cis 

isomer’s large free volume requirement and the viscoelastic flow of the polymer is related to 

the velocity components by Navier–Stokes equations (Fig.I.7). The thickness h of polymeric 

film, its molecular mass M, its viscosity μ (proportional to M) as well as the pressure P are 

taken into account and lead to an expression of the temporal evolution of polymeric film 

thickness: 
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where X represents the direction according to which the distribution of intensity or polarization 

takes place. The theoretical dependence of the rate of inscription (¶d/¶t) to the thickness of 

polymeric film (d3) is checked in experiments [58] for low thicknesses of polymeric films. 

Based on this, a relationship between the grating formation rate and intensity of the writing 

beams, molecular weight of the polymer and thickness of the film is derived and 

experimentally verified. 

For thinner films, there is excellent agreement of the experimentally observed and predicted 

writing efficiency and film thickness. Inscription rate is found to increase linearly as a function 

of light intensity and is accurately accounted for by this model. The gradient of isomerization 

pressure model however, does not adequately account for the strong polarization dependent 

grating formation process. The theory predicts the highest pressure gradients for two s-

polarized beams. This is in contradiction with experimental data, which demonstrate negligible 

diffraction efficiency for this geometry. 

Sumaru et al. have developed this approach to successfully describe the evolution of the 

surface relief gratings over longer time periods for any initial thickness of polymer film [59], 

[60]. However, this model does not take into account the influence of the polarization of 

writing beams. 
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Fig. I-7 : Schematic representation of isomerization pressure model. a) Trans-cis photoisomerization and 
difference in the free volume requirement for trans and cis isomers. b) Intensity modulation rise from two 
coherent beams interference (1) that causes more isomerization (2), more pressure (3) and finally deformation of 
polymer surface (4) 

 

I.6.2. Gradient electric force mechanisms 

This model has been proposed by Kumar et al. [61], [62] and is based on the interaction of the 

azo chromophore functionalized macromolecules with the optical field induces polarization in 

the material in the direction of the field. Efficient trans-cis-trans photoisomerization cycling 

leads to a photostationary state when there is a net chromophore orientation perpendicular to 

the field direction. The associated decrease in the refractive index and hence the susceptibility 

of the material defines the direction of flow of the polymer chains. The unique aspect of the 

azo polymer system is that these processes occur simultaneously and the time averaged effect 

results in transport of the polymer chains in the field gradient direction. The process is initiated 
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at the film surface and continues through the bulk of the material as the polymer layers are 

moved, leading to high amplitude gratings [63]. The force responsible for the movement of the 

polymer involves a spatial variation of the susceptibility of the material and an electric field 

gradient (Fig.I.8). 

In this case the time-averaged force would take the form: 

( )EPf
rrr

Ñ= .  

where P = e0 cE and E are the optical field induced polarization in the material and electric 

field amplitude of optical field, respectively. Thus, the grating inscription would be related to 

the spatially-varying materials susceptibility c , the magnitude of the electric field E, and the 

gradient of the electric field. This naturally includes the polarization dependence observed in 

experiments. 

In this model a photo-induced plasticization is assumed, allowing material mobility well below 

Tg. The force density estimated for conventional lasers is 100 N/m3 which is two orders of 

magnitude smaller than that of the gravitational force (104 N/m3), and thus is too small to be of 

influential importance. 
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Fig. I-8 : Schematic representation of model. The intensity and surface modulations have phase difference of π 

 

More recently Yang et al. have developed this model by adding magnetic force to have an 

electromagnetic force[64].This electromagnetic force is driving force for SRG formation 

process. They assumed that the medium is not a magnetic medium. They considered polymeric 

material as an incompressible viscous fluid and used Navier-stokes equation to describe the 

motion of material. The obtained theoretical results of the inscription rates and the expected z-

component surface velocity directions are in good agreement with experimental result. Again 

the heart of this model is photo-plasticization of polymeric material. 
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I.6.3. Thermal mechanisms 

Models involving thermal effects appear to be the most readily proposed. Thermal gradients 

would be created due to the inhomogeneous illumination (light interference pattern) of the 

sample surface, but their magnitude and persistence time would be expected to depend strongly 

on material parameters, geometry, and size scale. Such mechanisms would be sensitive to the 

intensity of the light interference pattern, but not its polarization, counter to observations. For 

example, SRGs have been written using a pure polarization pattern, where the intensity of the 

light at the film surface is constant. Attempts to produce SRGs with absorbing chromophores 

other than azobenzene have not been successful, and it appears that the isomerization is 

necessary for the process. Experiments at high laser intensity [55] (and experiments with 

pulsed systems[65], which are equivalently high intensity) on the other hand show neither 

polarization dependence nor a strict on azobenzene chromophores. Recently Yager et al. have 

created a simulation, to clarify the role of thermal gradients in the SRG inscription process[66]. 

They showed that thermal gradients are negligible for typical modest irradiations (for the 

intensities of 50mW/cm2 the temperature of sample raise about 5K)[67], and the temperature 

gradient achieved within the sample is on the order of 10-4 K, and does not appear to vary with 

inscription or geometric conditions. This gradient cannot lead to an appreciable spatial 

variation of material properties, and certainly does not explain the dependence of SRG 

inscription on many variables. 

The pulsed irradiations are likely causing destructive sample ablation, and not mass transport. 

 

I.6.4. Permittivity gradient model 

Baldus and Zilker have proposed a mechanism for SRGs formation based on spatial variation 

of the permittivity of material due to the periodic alignment of the polymer side-chains caused 
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by intensity or polarization modulation of interfering writing beams. This gradient of 

permittivity under an optical electric field results in a force[68].  

This force is proportional to the square of the optical electric field in the grating vector 

direction, and to the gradient of permittivity at any point: 
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Material is moved out of areas with high gradients of permittivity, and in general is moved out 

of areas of illumination and causes the modulations of the surface (Fig.I.9). 

 

Fig. I-9 : X1 component of force under a periodical modulation of the incident light. The material is pulled out of 
areas with high gradients of the permittivity (arrows denote the force direction) 

 

In this model they assumed that the softening of the material can achieve thermally, and trans- 

cis cycles of the side chains, and therefore chromophore reorientation, play a negligible role. 
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I.6.5. Asymmetric diffusion (migration) model 

Nunzi et al. have developed a model based on the anisotropic translation diffusion of azo dyes 

in a direction that is parallel to the polarization direction of the writing beam [69]–[71]. This 

translation is due to the photo-excitation and thermal re-conversion (photoinduced trans-cis- 

trans isomerization cycles) of chromophores (Fig.I.10). 

 

Fig. I-10 : Photoinduced worm-like motion of disperse red 1 azo molecule 

 

The probability of undergoing a statistical random-walk is related to the probability of 

excitation, which in turn is related to the intensity of light and the angle between the electric 

field vector of the light and the chromophore dipole moment. There is thus a net flux of 

molecules out of areas of light and into the dark, aided by pointing the dipoles towards the dark 

regions through a polarization-dependent photo-alignment. Once a molecule has diffused into a 

dark region, there is a zero probability of it being excited back into a light region, and hence 

the azo molecules would be expected to congregate coincident with the interference pattern, 
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and produce a surface relief grating. Attached azo molecules to backbone polymer chains can 

act as tractors that pull the polymer material. This model explains very well the polarization 

dependence observed in the azo polymer films. 

I.6.6. Mean-field model 

Mechanisms based on electromagnetic forces seem promising, since these naturally include 

both the intensity and polarization state of the incident radiation. In the mean- field model, 

each chromophore is subject to a potential resulting from the dipoles of all other 

chromophores[72], [73]. 

 Under irradiation, chromophores at any given point will be oriented perpendicular to the light 

polarization at that point. The mean-field that they generate will tend to align other 

chromophores in the same direction, and also causes an attractive force between side-by-side 

chromophores oriented in the same direction. Overall, this results in a net force on 

chromophores in illuminated areas, causing them to order and aggregate. This mechanism 

predicts a collection of mass in the areas of high light intensity, at the expense of areas of lower 

intensity. 

Theoretical predictions of the polarization dependence of the periodicity and shape of the 

surface relief profiles have been found to agree well with the experimental results. However, 

the model presumes a spatially constant intensity when two orthogonally polarized beams 

interfere at an angle (θ>0). 

This treatment, based on the intrinsic mobility of the LC materials, does not account for the dip 

(instead of peak) inscribed in the material where the intensity is maximum, observed in the 

amorphous azo polymers. 
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I.7. Crossed gratings formation 

The possibility of inscribing two sets of gratings on the same area of the polymer film was 

checked (Fig.I.11). On a set of SRGs of an azopolymer thin film, interfering two laser beams 

were irradiated to append another set of gratings. As a result, appended gratings were 

superposed on initial gratings and the direction of the mass transfer in the SRG formation was 

turned to be restricted along its wave-vector[36].In addition, multiple gratings, up to 10, have 

been recorded on the same spot, provided that the polarization of the writing beams was 

properly selected, which allowed a variety of complex patterns to be produced. 

 

Fig. I-11 : 2D view of AFM image of two grating recorded on the same area of azopolymer film  

 

I.8. Quasi-Crystal structures through SRG inscription 

It is well-known that subtle and complex surface structures can manipulate light through 

physical effects such as scattering, diffraction, and interference[74], [75]. These structures can 

be seen on various types of minerals, insects, and birds such as opal, butterfly wings, peacock 
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tails, and hummingbird feathers [74]. Man- made micro/sub micrometer surface relief 

structures have found wide applications in various optical devices as diffraction gratings, 

microlense arrays, and sensors[76]. Interest on these optical surfaces still rapidly grows 

because of many new potential applications [75]. 

Structures with mesoscale features can be used as an ideal photonic bandgap (PBG) 

material[77]. The meso scale quasi-crystal structures have been prepared through 

hololithographic methods using materials such as photoresist[78] and polymer-dispersed liquid 

crystal[79]. Recently, the quasi-crystal patterns have also been prepared by the dual-beam 

multiple exposure technique using photoresist as a processing material[80]. Two-dimensional 

surface quasi-crystal structures can be considered a new type of the optical surface, which is 

characterized by the 2D long-range aperiodic order with rotational symmetry and can be used 

as novel diffraction gratings and so forth[81]. Fabrication of surface quasi-crystal structures on 

azo polymer films can be considered a new approach to further develop the surface patterning 

technology based on the photo-driven mass- migration scheme. Theoretically, quasi-crystal 

surface relief structures on azopolymer films can be inscribed by a suitable multiple exposure 

procedure. Therefore, to our knowledge, documentation of fabrication of quasi-crystal surface 

structures through the photo-driven mass-migration scheme is still lacking in the literature. 

 

I.9. Random and Quasi-random surface structures 

No surface is perfectly flat or ordered at every length scale. However, all natural and man-

made surfaces show some degree of roughness. Moreover, since a rough surface will give rise 

to a partly random phase of the scattered electromagnetic field, a complex intensity pattern will 

result due to the scattered field interfering constructively or destructively as angle of scattering 

is altered. Such patterns are known as speckle patterns and they show rich properties that have 
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fascinated researchers for decades. Therefore, it is imperative to know how surface disorder 

may affect physical process at, or in the immediate vicinity, of the surface[82]. 

Due to the practical applications of waves, and the number of naturally occurring surfaces 

being rough, it is rather remarkable that it took several hundred years from the birth of optics, 

as a scientific discipline, to anyone started to consider wave scattering from rough surfaces. As 

far as we know today, the first such theoretical study was made at the end of the 19th century 

(probably in the year of 1877) by one of the greatest scientists of its time, the British physicist 

Lord Rayleigh [83]. He considered the scattering of light incident normally onto a sinusoidal 

surface. In 1913 Mandel’shtam studied how light was scattered from liquid surfaces[84]. By 

doing so, he became the first to consider scattering from randomly rough surfaces. This, as it 

turned out, should define the beginning of an active research area – wave scattering from 

randomly rough surfaces – which still today, almost a century later, is an active and vibrant 

field [85]–[87] 

Disordered photonics has made significant contributions to the field of science and engineering 

in the recent past with potential applications ranging from imaging, random lasers to solar 

energy harvesting[88], [89]. Most of the natural systems in our daily life such as human tissue, 

blood cell, milk colloid, clouds, marble stone etc., strongly scatter light due to their structural 

disorder[90]. The surface phenomena such as higher brightness[89], super hydrophobicity, 

super lyophobicity, and super oleophobicity also stem from the structural randomness of the 

surface[91]. Disordered systems host interesting optical phenomena such as coherent 

backscattering[92], Anderson localization[93], super and hyper diffusion[94], wave 

focusing[95], random lasing[96], enhanced energy storage[97] and etc.  Thus, fabrication of 

nanostructured materials  for control  of  light-matter  interactions  has  become  particularly  

important  for  improving  different phenomena involving a high degree of light scattering[98]. 
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For example, light emitting diodes necessitate out-coupling of light with a large directivity.  

Development of solar cells requires the reduction of the active layer. 

The usage of the random textures and the diffractive elements (both dielectric and plasmonic) 

are crucial in reducing the reflection, increasing the path length of light inside the cell and for 

optical coupling [99]. Having both random medium and diffraction features in a single element 

is a clear advantage in the case of solar cells. Hence, random grating elements may be useful 

for reducing reflection as surface element and at the same time spreading the light inside the 

cell due to its dual properties. This certainly enhances the light harvesting capability of the cell. 

All physical phenomena in a random medium are demonstrated in arbitrary random structures 

that are fabricated by different methods such as removing the particles from random positions 

in photonic crystal[100], self-assembly of particles[96], deep reactive ion etching[101], 

chemical vapor deposition[102], introducing particles into polymer matrix [103], and femto-

second laser focusing to create randomly distributed voids[104] and electron lithography for 

small area fabrication[105]. More or less all fabrication methods suffer from lack of 

reproducibility, control and limitations attributed to wide area fabrication. Hence, random 

medium is least exploited for device fabrication in spite of all its advantages. However, a 

fabrication strategy that results in predictable, tunable and reproducible random and quasi-

random structures will open up new possibilities with which we can tailor them towards future 

device applications. 

A variety of lithographic techniques are now available for direct processing of materials at the 

nanoscale[106], [107]. While the resolution of these techniques has continued to improve, the 

cost of their implementation and system complexity have also increased substantially. For 

example, traditional photolithographic nanofabrication techniques rely on costly masks[108], 

while electron and focused ion beam writing require expensive beam sources and elaborate 
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control systems[109], [110]. Similarly, sophisticated equipment is required for lithographic 

techniques based on scanning probes and optical tweezers[111]–[114]. Alternate strategies, 

involving self-assembling nanostructures, have been explored to improve the versatility and 

lower the fabrication costs[115], [116]. However, arbitrary direct writing cannot be performed 

by these methods due to the lack of mobility of these nano components. Inspired by natural 

biological systems[117], [118], the recent development of synthetic nanomotors has paved the 

way towards major advances in nanoscience[119]–[121].The nanomotors ‘swim’ over the 

surfaces for creating spatially defined complex surface patterns. This approach is made 

possible by developing an ‘on-the-fly’ strategy for manipulating the light incident on the 

moving nanomotors. Using such a versatile method, various nanoscale features are generated 

through modular nanomotor design.  

Beside the mentioned methods, there are several techniques used for fabrication of disorder 

and ordered structures in literature, as discussed in the next sections. 

 

I.10. Dewetting 

Patterned polymer thin films find use in many applications, including in the optoelectronic, 

semiconductor, bio-related and medicinal industries, for which a broad range of methods have 

been developed to pattern polymers. “Top-down” and “bottom-up” are two strategies to 

generate patterns [122]–[124]. Among those bottom-up methods, the spontaneous formation of 

micro- and nano-patterns at the surface of soft matter induced by surface instability is a unique 

approach. When a liquid film on a solid surface is thick enough, the film is stablized by the 

effect of gravity. As soon as the liquid film is thinner than a certain thickness, namely the 

capillary wavelength, λcap, of the liquid, molecular forces dominate over gravitational forces 

and the film may dewet[125]–[128]. Controlled dewetting is then a convenient and effective 
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way to pattern surface on a micro/nano-meter scale without a lithographic process. Pattern 

generation by dewetting paves the way for low- cost, large-area, solution-processing 

techniques to pattern and orient organic crystals in desired locations, providing important 

components for organic field-effect transistors (OFETs), organic light-emitting diodes 

(OLEDs), and organic solar cells [123], [129].  

 

I.10.1. Fundamental of dewetting 

It is necessary to clarify the distinction among stable, metastable, and unstable films. The 

effective interface potential ϕ(h) is defined as the excess free energy per unit area necessary to 

bring two interfaces (solid–liquid and liquid–gas interface) from infinity to a certain distance, 

h. The distance h then defines the thickness of the liquid layer between them. As shown in 

Fig.I.12, h→∞ induces ϕ(h)→0, indicating stability of a film with infinite film thickness. When 

ϕ(h)>0 and the global minimum lies at infinite thickness, the film is called stable (curve [1] of 

Fig.I.12). If the second derivative of ϕ with respect to film thickness is negative, ϕ"(h0)<0, 

where h0 is the initial thickness of a homogeneous film, the system is unstable (curve [2] of 

Fig.I.12), such that capillary waves on the film surface are spontaneously amplified under 

thermal annealing. The rupture mechanism is termed “spinodal dewetting” [126], [130], [131]. 

In curve [3], the film is unstable for small film thicknesses where ϕ"(h0)<0, whereas for larger 

film thicknesses (ϕ"(h0)>0), the film is metastable. In the metastable case, the system has to 

overcome a potential barrier in order to reach its state of lowest energy at h=h*. Some kind of 

nuclei, e.g. dust particles or defects, are required to lower ϕ(h) and can therefore induce rupture 

of the film, a mechanism called “heterogeneous nucleation”[132], [133]. It is difficult to 

distinguish metastable and unstable mechanisms experimentally since both nucleation and 

spinodal dewetting can lead to dewetting in unstable films [131], [134], [135]. In case of 

unstable system, however, there is a certain wavelength λs, the amplitude of which grows 
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fastest, leading to a characteristic dewetting pattern of the liquid film [136]. The wavelength λs 

and ϕ"(h0) are connected by Eq. (1): 
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Fig. I-12 : Effective interface potential ϕ(h) as a function of film thickness h for stable (1), unstable (2), and 
metastable (3) films. Reproduced from [136] with permission.  

 

Where, γ is the surface tension of the liquid film (with respect to air) [124]. Numerical 

simulations indicate that the dewetting pattern is related to the given surface tension, and there 

may be a cross region between the two mechanisms[137], [138]. Close to the sign reversal of 

ϕ"(h0)>0, thermal activation is sufficient to overcome the potential barrier for the nucleation of 

holes, a process called “thermal nucleation” or “homogeneous nucleation” representing a third 

dewetting mechanism[136], [139]. The characteristic feature of homogeneous nucleation is a 

continuous breakup of holes, whereas heterogeneous nucleation causes holes that emerge only 
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within a narrow time interval[140]. Thus, the hole opening is most likely to happen at locations 

having the smallest thickness, which can be caused by fluctuations of the film thickness or 

elevated regions on the substrate. A stable film, (ϕ"(h0)>0), may become unstable locally on an 

elevated heterogeneity if the local thickness decreases below the critical thickness. On a 

complex substrate comprising both wettable and less wettable (or unwettable) regions, holes 

generate at the unfavored locations and the wettability contrast drives the liquid flow from the 

less wettable areas to the more wettable areas, lowering the total energy. 

After the hole opening (Early stage), the classical process includes hole growth (Hole growth 

and rim), the combination of holes to form ribbons (Intermediate stage), and the decay of 

ribbons into droplets (Late stage) [125], [141]. A typical hole shows a circular shape and the 

round shape remains stable until holes contact one another. However, fluctuations of the rim 

shape in a growing hole may occur [142] and the rim may subsequently become unstable and 

form fingers, called finger instability[125]. For films of polymer with molecular weight M 

greater than the molecular weight, Me, between entanglements, the period between the fingers, 

λf, is a constant after their maturation: 
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Where, S is the spreading coefficient. Eventually these fingers decay into droplets by Rayleigh 

instability [143], and the mean diameter D of droplets grows linearly with the initial thickness 

h0 of film, D∼h0[144]. 

Dewetting can be understood as one possible route for the preparation of well controlled 

surface patterns. In addition to film instabilities driven by van der Waals forces [145], 

instabilities due to electrostatic forces [146], [147], elastic forces[148], acoustic 

instabilities[149], density fluctuations [150] and temperature gradients [151] were reported. 
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Methods of dewetting on polymer films worked so far are “Thermal dewetting” and “solvent 

vapor induced dewetting”. 

I.11. Pattern generation by dewetting 

The familiar morphology of a dewetted film is polygonal arranged droplets, suggested to be the 

result of competition between order and chaos [152]. But the arrangement is not regular on a 

larger scale, exhibiting irregular arranged droplets with polydispersed sizes. However, by 

tailoring the substrate with physical or chemical patterns, modifying the topography of the film 

surface, controlling the moving front of the three-phase line, and triggering the instability of 

film with an external field the manner and the final morphology of dewetting can be controlled 

to achieve the desired patterns. 

I.11.1. Physical heterogeneous substrate 

The presence of physical heterogeneity introduces larger differences between the time of 

primary hole “nucleation” and spinodal hole formation. The local film thickness is reduced 

over the elevation leading to the faster growth of the instability because of the stronger 

attractive force there. Higgins et al. [153] showed that an interfacial roughness on a scale of the 

order of Angstroms and with a dominant direction (a kind of nematic roughness), formed by 

simply rubbing the substrate, can initiate a corrugated dewetting pattern at a polymer/polymer 

interface (Fig.I.13(a)). Such an anisotropic spinodal dewetting at a polymer/polymer interface 

is probably initiated by small changes in dispersion forces due to the very small differences in 

film thickness (spinodal dewetting is a very sensitive function of film thickness). Similarly, a 

PS film on a regularly corrugated silicon substrate films started dewetting by the formation of 

holes nucleating along the peaks of the corrugations (Fig.I.13(b)) [154]. Films thicker than a 

critical value of 0.55Rg were seen to be stable, probably due to an increasing number of 

undistorted chains. Such chains do not minimize their free energy by diffusing to thicker areas 
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of the film. After the dewetting, PS collected in the grooves forming strips, as shown in 

Fig.I.13(c). If one facet of the corrugation is covered with another material (e.g., Au) forming a 

chemical heterogeneity on the surface, similar dewetting would also happen, but the location of 

resulting PS channels would be determined by the position of coated Au[155]. 

The PS channels no longer locate symmetrically within the grooves but tend to cover the facets 

covered by Au, which has more affinity to PS. Luo et al. [156] studied the dewetting of PS on a 

regularly striped substrate (Fig.I.13(d)–(g)). The rupture of film started at the edges of the 

elevated strips. The rims moved towards the center of elevated strip, forming a string which 

then broke into droplets because of a Rayleigh instability. Irregularly dispersed droplets formed 

on the bottom of grooves with same size as the elevated strips. Recently, an array of 

approximately 70nm PS droplets were formed on the desired regions of a 200×200 mesa or 

indent surface [157], where the undesired area was treated with (tridecafluoro-1,1,2,2,-

tetrahydrooctyl) trichlorosilane (FDTS) and became extremely hydrophobic. Similarly, the 

organic light emitting materials of (8- hydroxyquinoline/poly(9-vinycarbazole) (Alq3/PVK) 

and (C6H5C2H4NH3)2PdI4 (PhE-PdI4/PS)) were collected in the microwells patterned on a 

PDMS substrate by solvent vapor annealing [158]. However, on such a square-microwells 

patterned PDMS substrate, the sites of hole opening may cause different kinds of dewetting 

patterns, such as holes that are circular, tetragon-like [159], square, octagon, or rounded 

octagon [160]. With an unfavorable physical heterogeneous pattern (OTS) on the silicon wafer, 

Zhang et al. [161]found holes formed exclusively on every small OTS particle. Of course, 

dewetting by a heterogeneity does not require that the patch be less wettable compared to its 

surroundings. More wettable patches are equally efficient since they cause an inward flow 

from the patch periphery to the center, thus causing rupture by an annular hole at the periphery. 
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Fig. I-13 : Optical images of (a) dewetted morphology of Si/PS/PMMA sample, where the PMMA film was 
prepared on rubbed glass; Reproduced from [61] with permission. Copyright 2000, Nature Publishing Group. (b 
and c) PS film prepared on corrugated substrate before and after heating, respectively, and corresponding 
schematic illustration. Reproduced from [154]. AFM images of typical morphological of thin PS films on 
physically patterned stripes (d) after spin-casting, and annealed at 167◦C for (e) 2min, (f) 8min, (g) 3h, 
respectively. Reproduced from[162] 

I.11.2. Chemical heterogeneous substrate 

Obviously, a chemical heterogeneous substrate would drive material to specific areas 

exclusively, forming a pattern [163]. Since Krausch[164] found that mixture of PS and 

brominated PS phase separated following the chemical pattern on the substrate and the 

observation that phase separation of the similar system of PS/PSxBrS1−x and PS/PVP can also 

copy the pattern on substrate [165], considerable attention has been given to the influence of 

chemical heterogeneous substrate on the film structure [166]. Recent science and technology 

permit the creation of various chemical patterns [165], [167]. Some methods such as 

microphase separation of block copolymers[168], technologies based on atomic force 

microscopy[169], and so on can even create patterns on the nanometer scale. These make it 

possible to study dewetting on chemically patterned substrate on various scales [170], [171].  
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I.11.3. Pattern generated by topographic structure on film surface 

The Navier–Stokes equation governs the stability and spatio-temporal evolution of a thin film 

on a rough surface. If the film–substrate interface is homogeneous and the free surface of thin 

film is not homogeneous, but exhibits topographic structures, dewetting occurs different. 

Placing a PDMS mold on the surface of a PS film and then heating above Tg of PS, the PS 

chains are activated and climbed up the confining walls, thinning the film due to the capillary 

force between the stamp and the film. To a certain extent, dewetting of PS film happens under 

the physical confinement of PDMS mold, also termed confined dewetting lithography [171]–

[173]. It is found that the dewetting is observed only when the wavelength of the capillary 

wave for the residual film is smaller than the pattern size, which indicates that the mold walls 

block the propagation of the capillary wave. Otherwise, the capillary wave would be blocked 

by the PDMS mold, and no droplets and thus no ordered pattern would appear. So, it’s a pity 

that the nano-scaled pattern on a film surface fabricated by techniques such as nano-imprinting 

cannot be treated further to form nano-scaled droplets. Using a multi-layered structure, Yoon et 

al. [173] fabricated micropatterns with both topographical and chemical contrasts. Selective 

partial layer inversion in the imprinted areas resulted in top PS and bottom P4VP layers on the 

Si substrate, while the rest of the areas remained with the top P4VP and bottom PS layer. 

Combining this dewetting-mediated method with flexographic roll-to-plate transfer technique, 

arrays of silver lines of 20μm width, 40μm pitch, and 170nm thickness were fabricated over an 

area of 25.4mm×93mm in a single transfer step[174]. By removing the PDMS mold before the 

rupture of the PS film, an ordered disturbance can be preserved on the film surface, but the 

film/substrate interface kept homogeneous. When a film with a topographic structure is 

dewetted, either of two different phenomena may be observed, depending on the excess surface 

energy ΔF of the system[175]–[177]. When ΔF is less than a critical value (i.e., the disturbance 

amplitude is under a critical value), the PS film will flatten and finally become stable. If the 
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size of the disturbance amplitude is larger than the critical value, ordered PS liquid droplets 

form by further dewetting (Fig.I.14(a)–(d)) [178]. In an opposite way, imprinting PDMS mold 

into PS film (make sure that PDMS contacts the substrate under PS film), arranged defects 

were introduced to the film. These selected locations then broke up, leading to hole or line 

opening [179]. Ingeniously, on imbedding arigiflex mold with relief structures into a liquid 

film simply by a roller, the liquid film beneath the convex structures thinned, leading to 

spontaneous dewetting[180].  
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Fig. I-14 : AFM images of (a) the PS film after removing the PDMS; and (b) 180◦C for 1.5min; (c) 180◦C for 11h; 
(d) 180◦C for 104h[181].  

 

The advantage of this process is that careful control of mold geometries and process 

parameters yields highly reproducible, large-area patterns with a high productivity. Of course, 

the necessary condition for the method is that the spreading coefficient of spin-coated liquid be 

negative. 

However, formation of nanostructures via the dewetting method for a photoinduced material as 

azopolymer has not been suggested in the literature. For such materials, due to the presence of 

highly photoactive azobenzene derivative, illumination by a polarized laser light shows the 

possibility of a further growth and reshaping of the structures. 

The possibility to provide a photoinduced reshaping opens a way to the fundamental study of 

size-dependent scaling laws of optical properties, photoinduced reshaping efficiency and 

possible nanoreactor or nanoresonator behaviors at nanometer scales. 

 

I.12. Colloidal Polymeric Particles 

Polymeric particles are used in a diverse array of applications including drug delivery[182], 

advanced materials [183], personal care [184], and medical imaging [185]. They also are used 

in fundamental studies in fields such as microfluidics [186] and nanotechnology[187].  

Over the last few decades the preparation of dispersions containing spherical particles with a 

narrow distribution of particles has been extensively developed and now a wide range of sizes 

with defined surface properties have become available [188]–[190]. These materials have 

found wide application as model colloidal particles for fundamental studies of the behavior of 

colloidal dispersions. The spherical geometry of the particles and their monodispersity has 
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enabled excellent correlations to be made between experiment and theory. A subject of 

considerable interest is the behavior of axisymmetric colloidal particles such as ellipsoids, in 

particular, their scattering, rheological, coagulation properties etc., since many theories already 

exist for such systems. Thus, particle shape is a critical parameter that can significantly 

influence particle function. The vast potential of shape, however, has not been fully explored 

due to difficulties in creating polymer particles with controlled shapes. Several reports exist on 

fabrication of polymeric particles with nonspherical geometries. These approaches make use of 

self-assembly [191], [192], photolithography[193], nonwetting template molding[194], 

microfluidics[195], [196], and stretching of spherical particles [197], [198]. Collectively, these 

methods have produced particles of several distinct shapes. Some of these methods provide 

advantages such as scalability, high throughput, and precise control over particle shape. 

However, they also suffer from drawbacks including cost, particle size limitations, low 

throughput, and limited ability to sculpt particles in three dimensions. 

Accordingly, simple, versatile, inexpensive, and high-throughput methods of fabricating 

nonspherical particles still remain a bottleneck of future discoveries in a diverse array of fields.  

In the polymer colloid field there have been a few reports of non- spherical particles of regular 

shape, although Owens [199] reported that cross-linking by divinyl benzene in the formation of 

polystyrene particles produced "potato-like" particles and Vanderhoff et al. [199] carried out 

extensive work using cross- linking and swelling procedures to produce particles of various 

shapes described as egg-like, ice-cream cone-like, popcorn-like multiplets etc. An electron 

microscope characterization of ellipsoidal polymer particles was reported by Keville et al. 

[200] in 1986, but no details of the preparation were given. In a publication Nagy and Keller 

[201] described a method of preparing ellipsoidal polystyrene particles with a predetermined 

axial ratio. More recently, a method using a cross-linked poly(dimethylsiloxane) matrix has 

been described by Klein et al. [202] to produce ellipsoidal poly- methyl methacrylate particles. 
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Currently, the main strategy to impart shape-changing abilities to colloidal particles is to utilize 

stimuli responsive polymers such as azopolymers. 

Incorporating azo polymers into colloidal particles can combine interesting properties of azo 

polymers and colloidal particles. Recently, it has been reported by us that, through gradual 

hydrophobic aggregation, uniform colloidal spheres can be constructed from amphiphilic 

random azo copolymers or azo homopolymers with polydispersity in the molecular 

weight[203]–[205]. The colloidal spheres are formed through gradual hydrophobic aggregation 

of the polymeric chains in tetrahydrofuran (THF)-H2Odispersion media, which is induced by 

continuously increasing the water content in the media[205]. The colloids exhibit some 

interesting properties such as photoinduced dichroism18 and photoinduced elongation upon 

Ar+ laser beam irradiation(Fig.I.15) [204].  

 

Fig. I-15 : Typical TEM images of the colloidal spheres, a) before and, b) after being irradiated by the linearly 
polarized Ar+ laser beam 

 

Nunziet al[206] studied colloidal azopolymer nanospheres assembled on a glass substrate 

exposed to a single collimated laser beam. The combination of photo-fluidic elongation of the 

a b 
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spherical colloids and light induced self-organization of the azopolymer film allows the quasi-

instantaneous growth of a large amplitude surface relief grating. Pre-structuration of the sample 

with the nanosphere assembly supports faster creation of the spontaneous pattern. Confinement 

into the nanospheres provides exceptionally large modulation amplitude of the spontaneous 

relief. The method is amenable to any kind of photoactive azo-materials. Also, photoinduced 

deformation of the individual nanospheres under white light illumination was demonstrated by 

Nunzi[207]. 

Despite all efforts, fabrication of new exotic shapes for polymeric particles is still a subject at 

large. 

 

I.13. Soft Lithography 

The ability to generate small structures is central to modern science and technology. There are 

many opportunities that might be realized by making new types of small structures, or by 

downsizing existing structures[208]. The lithography has been emerged as a widely used and 

standard technique for micro and nano structure fabrication. Significant number of strategies 

have been used in this technique such as photo-lithography, nano imprint lithography, electron 

beam lithography and soſt lithography[209]. 

Soft lithography, however, extends the possibilities of conventional photolithography. Unlike 

photolithography, soft lithography can process a wide range of elastomeric materials, i.e. 

mechanically soft materials. This is why the term “soft” is used. For instance, soft lithography 

is well suited for polymers, gels, and organic monolayers. PDMS, however, has been the most 

widely used material for the applications of soft lithography because of its useful properties 

including low cost, biocompatibility, low toxicity, chemical inertness, versatile surface 
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chemistry insulating, as well as mechanical flexibility and durability, the PDMS can also be 

easily manipulated and doing PDMS   device   can   require   only   few   equipment[208]. 
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I.14. Conclusion 

In summary, we introduced some natural and optical self-organized pattern formation. Also, 

we reviewed SRG formation mechanisms in azo-polymers and their applications. Interference 

of two coherent laser beams has been used to writing surface relief grating on azo-polymer 

films. Formation and development of SRG depend on the material characteristics and 

experimental details. Several mechanisms were proposed to explain the origin of this 

phenomenon. Fabrication of surface quasi-crystal structures on azo polymer films through 

multiple SRG inscription is considered. The idea of one beam manipulation of azo-materials 

was developed. Single laser deforms the surface of azo-polymer materials with the material 

diffusion in the direction of input beam polarization. Through such deformation, fabrication of 

Random and Quasi-random surface structures on the surface of azopolymer thin films are 

deliberated. Next, Dewetting, as a new approach to surface structuring of azopolymer thin 

films, is introduced and pattern formation via controlled dewetting is suggested.  In the end, 

Azo-colloids spheres have been introduced and their deformation by a single laser beam is 

presented in liturature.  

In the next chapter we will present a azopolymer materials, solvents,  optical setups, 

equipments, nanoparticles and experimental methods used in this study, for sturcture formation 

on azo-polymer films. We will also discuss the synthesis process of new azoparticles.
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II.1. Introduction 

In this chapter we will present the azopolymer materials used during this study, along with 

their characteristics. The experimental method for thin film preparation and characterization 

will be introduced. Different optical setups for the surface deformation of thin films will be 

described. PDMS replication of surface structures through soft lithography will be shown. A 

list of used solvent in the dewetting process will be given. The experimental equipments and 

microscops employed during this project will be presented. Also, the synthesis process of the 

new group of azoparticles will be described. 
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II.2. Azo-polymers 

In this work a series of new azo copolymers for light induced phenomena was used. The 

chromophoric monomers were derivatives of azobenzene containing heterocyclic sulfonamide 

moieties. The monomers of the methylacrylate type contained aliphatic spacers of different 

length between chromophoric and methylacrylic groups. These monomers were polymerized in 

order to obtain homopolymers and copolymerized with butyl 2-methylacrylate (MB) and 2- 

ethylhexyl acrylate (AI) to get copolymers containing various percentages of chromophoric 

units. 

The structures of copolymers that used in this work are presented in figure II-1. 

 

Fig. 0-1 : Chemical structures of copolymers: a) MBYI and b) AI2I&M copolymer series 

 

Another series of azopolymers was used for random and Gaussian surface structuring. The first 

material is a chiral azopolymer 1 (figure II-2.a) which was synthesized by polymerization of 
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three-component mixture of azobenzene group containing N-[4-[(E)-[4-[bis(2-hydroxyethyl) 

amino] phenyl] azo]phenyl]sulfonylbenzamide, chiral 2,3-O-benzylidene-D-threitol and 

isophorone-diisocyanate (molar ratio of azobenzene derivative, chiraldiol and diisocyanatein 

that mixture was 1:1:2).  

The  second  chiral  azopolymer 2 (figure  II-2b)  was  synthesized  by  radical  

copolymerization  of  equimolar  mixture  of photoisomerizable azobenzene group  containing  

2-[4-[(E)-[4 (acetylsulfamoyl)phenyl]azo]-N-methyl-anilino]ethyl  2-methylprop-2-enoate and 

chiral 2-methyl-N-[(1S)-1-phenylethyl]prop-2-enamide.  
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Fig. 0-2 : (a) Chemical structure of chiral azopolymer1, b) Chemical structure of chiral azopolymer 2  
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II.2.1. Characteristics of the monomers and polymers  

Mean molecular weight, MW, of polymers has been determined by GPC using Waters 917 

columns, RIDK-102 detector and APEX ver. 3.1 recorder. A mobile phase was γ- 

butyrolactone and molecular weight referes to polystyrene standards. A Mettler Toledo DSC 

has been used for glass transition temperature (Tg) determination of polymers with scanning of 

20K/min. Table II-1 shows glass transition temperature and Mean molecular weight of the 

polymers. 

Table 0-1: Characteristics of the polymers 

Azopolymer MW (g/mol) Tg(°C) 

MB2I 15800 71.1 

MB3I 16500 71.5 

AI2I 16250 57.5 

Azopolymer (a) 18400 88 

Azopolymer (b) 14700 77 

 

 

II.3. Thin film preparation  

II.3.1. Spin coating 

Spin coating is a procedure used to deposit uniform thin films to flat substrates. Usually a small 

amount of coating material is applied on the center of the substrate, which is either spinning at 

low speed or not spinning at all. The substrate is then rotated at high speed in order to spread 

the coating material by centrifugal force. A machine used for spin coating is called a spin 

coater, or simply spinner. 
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Thin films were prepared by dissolving azopolymer in THF (50 mg in 1 ml of THF) and spin-

coated on a pre-cleaned glass substrate. Prepared films were let in oven overnight at 

temperature over polymers’ glass transition temperature to remove any residual solvent and 

also for obtaining films whose surface morphology appears featureless or is not dominated by 

pinholes and other surface defects 

II.3.2. Determination of Film Thickness 

The Dektak is a profilometer for measuring step heights or trench depths on a surface. This is a 

surface contact measurement technique where a very low force stylus is dragged across a 

surface. The display range of the data is 200 A to 655,000 A (65.5 um) with a vertical 

resolution of ~ 5 A. The lateral resolution is limited by the tip shape. A video camera with 

variable magnification allows for manual placement of the stylus and the system is 

programmed for scan length and speed. Data leveling is done in the software and printouts with 

cursor locations and step heights are provided. The data can also be saved to a PC for further 

analysis. 

The film thickness was determined by a Dektak Profilometer and was around 550_600 nm. 

 

 

II.4. Solvents 

All the solvents used in the study were of highest available purity from Merck. The selected 

employed solvents are listed in Table II-2. 
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Table 0-2 : Selected solvents 

Solvents ε Boiling point 

Acetic Acid 6.20 118 

Carbon Tetrachlorid 2.24 76.8 

Diethyl ether 4.627 34.5 

Ethyl acetate 6.25 101.1 

n-Heptane 1.92 98 

n_Hexane 1.98 69 

Pentane 1.84 36.1 

1,4-Dioxane 2.21 101.1 

Cyclohexane 2.02 80.74 

Benzene 2.27 80.1 

Toluene 2.38 111 

Chloroform 4.81 61.15 

Tetrahydrofuran (THF) 7.58 66 

Dichloromethane 8.9 39.6 

O-Xylen 2.57 144 

Aniline 6.7 184.1 

Pyridine 12.3 115.2 

Triethylamine 2.4 88.9 

Hydrogen Peroxide 84.2 150.2 

Diethyl Glycol 31.8 246 

2-Butanon 18.6 79.6 

DMF 38.25 153 

DMSO 47 189 

1-Butanol 17.8 117.7 

Ethanol 24.6 78.5 

Methanol 32.6 64.6 

2-Propanol 18.3 82.4 
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Octane 2.0 125.1 

 

 

II.5. Dewetting 

Dewetting of the thin films were done via the solvent droplet induced method. A droplet of 

solvent was dropped on the surface of the film with a Labnet BioPette- Plus Autoclavable, 

Adjustable Volume Pipettes, Multi-Channel- and let dry at room temperature.  
 

II.6. Optical setups 

II.6.1. Single Beam Laser Setup 

The λ= 473 nm laser beam of a horizontally linearly polarized DPSS laser is used to excite the 

azo polymer absorption close to its absorption maximum. Polarization state of the laser beam is 

controlled using half- and quarter-wave plates. Sample is set perpendicular to the incident laser 

beam. The size of the collimated laser beam impinging onto the polymer sample is controlled 

with a Kepler-type afocal system and a pinhole (Fig II-3). 

 

Fig. 0-3 : Experimental single beam setup for spontaneous patterning on azo polymer surface 
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II.6.2. Double beam set up 

Optical set up for double beam exposure was done using a horizontally linearly polarized beam 

of a DPSS laser operating at a wavelength of λ = 473 nm. The beam was spatially filtered, 

collimated and then split by a beam splitter (BS), giving two beams of equal intensity. The two 

beams, after reflecting from a mirror, are recombine to form an interference pattern and were 

incident on the sample stage (Fig II-4). 

 

Fig. 0-4 : Experimental double beam setup for SRG formation on azo polymer surface 

II.6.3. White light setup 

An incoherent white light from a xenon lamp (Hamamtsu, C2177-01) was used to initiate the 

photoinduced mass transport in the film. The size of the beam is controlled with a selection of 

lens system (Fig II-5). 
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Fig. 0-5 : Experimental setup of the white light illumination of the sample in the experiment 

 

 

II.6.4. Optical setup for diffraction pattern measurement 

A circularly polarized laser (He-Ne, 632.8nm) is used to illuminate the PDMS sample. The 

PDMS replica of the azo’s SRG is stretched horizontally and/or vertically by a system of 

clamps fixed to two linear translation stages. The diffraction pattern of the sample was formed 

on a sheet of paper, placed 4.0 cm from the sample, and acting as a diffuser. In order to prevent 

the image from saturating, the central spot from laser was masked via a black dot. Pictures of 

the diffraction patterns are captured by a Canon camera (EOS 550d and Canon ultrasonic 

objective 28-80mm), for every millimeter of stretching and recorded with different exposure 

times (Fig II-6). 
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Fig. 0-6 : Optical setup used to observe diffraction pattern 

 

 

II.7. Inscription of 2D quasi-crystal pattern via surface relief gratings 

The inscription of the 2D quasi-crystal pattern is done by irradiation of azo polymer thin film 

with an interference pattern given by polarized laser beams. It leads to a reversible and 

controlled topographic modification of the polymer film surface, which results in the induction 

of a surface relief grating, in conjunction with the light’s interference pattern. The process 

occurs readily at room temperature (well below the Tg of the amorphous polymers used) and it 

is believed that a large-scale photo-driven migration of polymer chains occurs during the SRG 

formation. 

In a surface relief grating experiment, two beams are intersected at an angle θ at the sample 

surface, giving rise to an SRG with period: 

q
l

sin2
=L  

 

Where, λ is the wavelength of the inscription light. 
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Microscopic surface relief gratings were inscribed onto the polymer films using a horizontally 

linearly polarized beam of a DPSS laser operating at a wavelength of λ = 473 nm. The beam 

was spatially filtered, collimated and then split by a beam splitter (BS), giving two beams of 

equal intensity. The two beams, after reflecting from a mirror, are recombined to form an 

interference pattern and were incident on the sample stage. The exposure time for each gratings 

was 5-10 minutes with a laser power of 0.7 W cm−2. However, the higher numbers of gratings 

(for 16-fold and 32-fold quasi-crystal structures) needed a higher exposure time to reach the 

sufficient efficiency. After each irradiation, the sample is rotated, by a calculated angle 

depending of the complexity of the surface structure required, and a new exposure is repeated 

on the same spot. The degree of rotation depends on the number of multiple exposures done on 

the sample. For 2, 4, 8, 16 exposures the degree of rotation is90, 45, 22.5, 11.25 degrees, 

respectively. 

 

II.8. Topography study of surface structures 

II.8.1.  Atomic force microscopy (AFM) 

The thin film topography was studied with an atomic-force microscope (AFM). AFM is one 

kind of scanning probe microscopes (SPM). SPMs are designed to measure local properties, 

such as height, friction, magnetism, with a probe. To acquire an image, the SPM raster-scans 

the probe over a small area of the sample, measuring the local property simultaneously. 

Direct measurements of topographic characteristics, surface morphology and photoinduced 

modifications of the and surface structure of the thin films and PDMS were conducted using an 

atomic force microscope AFM (Nano-Observer scientec, Veeco Instruments Inc) in contact 

and tapping mode, respectively. 
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II.8.2. Scanning electron microscope (SEM) 

The scanning electron microscope (SEM) uses a focused beam of high-energy electrons to 

generate a variety of signals at the surface of solid specimens. The signals that derive from 

electron-sample interactions reveal information about the sample including external 

morphology (texture), chemical composition, and crystalline structure and orientation of 

materials making up the sample. In most applications, data are collected over a selected area of 

the surface of the sample, and a 2-dimensional image is generated that displays spatial 

variations in these properties.  

Characterization of the particles was done using a scanning electronic microscope, SEM - 

JOEL 6301F, which was operated with an accelerating voltage of 3 kV. 

II.9. PDMS replica of azo gratings 

The Polydimethylsiloxane (PDMS) prepolymer was purchased from Momentive (RTV 615). 

PDMS is a polymeric organosilicon compound. It is optically transparent and does not allows 

aqueous solvents to infiltrate and swell the material. The shear modulus of PDMS is typically 

in the range of 100 kPa to 3 MPa, rendering the material flexible. The PDMS prepolymer was 

prepared by mixing the elastomer base and curing agent in a proper ratio (10:1, wt/wt). The 

mechanical properties of the elastomer depend on this ratio. A 10x10x2 mm 3D printed frame 

was placed on top of the thin film with the SRG and the prepolymer was poured into the frame 

and dried at room temperature for 2 days. The dried PDMS layer was removed from the thin 

film afterwards. 
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II.10. Extinction measurements  

The extinction measurements of the pattern replica were done with a collimated halogen lamp 

(SCHOTT KL1500 electronic halogene lamp 15V/150W) covering the spectrum from 400 nm 

to 800 nm, transmitted through the sample. The light is collected with a fiber and a collimating 

lens and sent to a spectrometer (Edmund optics, Te Cooled CCD Spectrometer 64814, Model 

N0 BTC112E, Serial Number: 101127304). 

II.11. Nanoparticles 

Spherical citrate-stabilized silver nanoparticles, with an average diameter of 60 nm were 

purchased from Sigma-Aldrich (Sigma-Aldrich, Merck KGaA).An OD1 (i.e. 4 pM) 60nm 

silver nanosphere droplet was deposited on a coverslip and the PDMS replica of the azo-SRG 

was pressed against it for a few seconds. Then the PDMSSRG was removed and let dry for a 

couple of hours. 

 

 

II.12. Synthesis of azoparticles 

The particles composed of the azo polymer and PMMA are fabricated through microphase 

separation. These particles were obtained through slow volatilizing of chloroform from 

azopolymer/PMMA/chloroform droplets dispersed in aqueous solution of poly(vinyl alcohol). 

Azopolymer and PMMA, each with the concentration of 20mg, were dissolved in 2ml of 

chloroform. 1 ml of obtained solution was added carefully into the bottom of aqueous solution 

of poly(vinyl alcohol) (2,5 wt%, 30 ml), under moderate stirring, to promote the dispersion of 

the organic solution into microdroplets. Afterwards, the stirring speed was increased up to ca. 

450rpm to disperse the organic phase. In order for the evaporation of the chloroform to be 
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slow, the stirring was continued for 24 hours. Subsequently, the obtained suspension was 

centrifuged and washed with water several times.  
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II.13. Conclusion 

In summary, this chapter contains the materials and the methods used in this study. Different 

types of azopolymer materials are introduced as a subject of surface structuring. Several optical 

setups are employed during these processes and the resulted topographies are studied by 

microcops (AFM, SEM). Obtained surface structures are replicated by the soft lithography 

method on a transparent elastomeric material (PDMS) for further studies. Also, a new group of 

azopolymeric particles are synthesized. 

In the next chapter, a more detailed description of the obtained structures and their 

characteristics and possible applications will be given.    
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III.1. Introduction 

Complex and engineered surface structures can manipulate light through physical effects such 

as scattering, diffraction and interference. These optical surfaces present a growing interest due 

to many new potential applications in photonics. Among all these surface structures, 2D quasi-

crystal structure presents a type of unconventional crystallographic structure possessing a long-

range aperiodic order and a rotational symmetry. Quasi-crystal structures laid out on surface of 

polymer thin films can be considered as a new type of optical surfaces and could be used as 

novel diffraction gratings. Fabrication of surface quasi-crystal structures on azo polymer films 

can be considered as a new approach to further development of the surface patterning 

technology based on the photo driven mass migration scheme. Surface-relief gratings (SRGs) 

can be inscribed on azo polymer films upon irradiation with an interfering laser beams with a 

wavelength in the absorption band of the azo polymer, at temperatures well below the glass 

transition temperatures (Tg) of the polymers. 

However, azopolymer surfaces are not transparent and are not chemically inert. Here we 

propose to adapt the duplication of the photoinduced azopolymer surface-relief gratings 

through a soft lithographic approach, to the case of the quasi-crystal in order to create a 

transparent, stretchable and chemically inert surface, with tunable and ordered nanocavities for 

single nano-objects deposition. 
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III.1.1. Formation of quasi-crystal on azopolymer films 

We create nano-cavities on an azopolymer film by superimposing multiple sinusoidal phase 

grating patterns with different directions. The different grating patterns do not interfere with 

each other and simply add-up. Adding multiple sinusoidal grating tends to smooth the surface 

and consequently diminish the diffraction efficiency. It is possible to inscribe one-dimensional 

(1D) line gratings (Fig.III.1-1a) with the varying period, by changing θ of the interference 

angle between the beams. 

q
l

sin2
=L     (III.1) 

 

 Following, the second illumination step was added after rotating the samples around the 

surface’s normal at 90◦, with respect to the writing beam. Such an inscription procedure 

3resulted in a 2D cross grating with the same period Λ in both principal directions (Fig.III.1-

1c). A successive overwriting of multiple 1D interference patterns give rise to 2D SRGs with 

controlled geometries. Writing four SRGs by rotating the sample four times at 45◦ results in an 

interesting flower like structure seen Fig.III-1.1e. Continuing overwriting eight and sixteen 

SRGs on the same spot by rotating the film at 22.5° and 11.25°, respectively, successively 

results in a set of complex structures seen in Fig.III.1-1g,i. 
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Fig. III.1-1 : a) AFM measurement of a 1D Grating c) AFM measurements of a 2 superimposed gratings e) AFM 
measurement of a 8-fold quasi-crystal structure g) AFM measurement of a 16-fold quasi-crystal structure i) AFM 
measurements of a 32-fold quasi-crystal structure b,d,f,h,j) FFT of AFM measurements a,c,e,g and i, respectively 

 
 
III.1.2. PDMS replica of azo gratings 

As mentioned in Chapter II, PDMS replicas of gratings were done through soft lithography. 

The PDMS prepolymer was prepared by mixing the elastomer base and curing agent in a 

proper ratio (10:1, wt/wt). A 10x10x2 mm 3D printed frame was placed on top of the thin film 

with the SRG and the prepolymer was poured into the frame and dried at room temperature for 

2 days. The dried PDMS layer was removed from the thin film afterwards. 

g 
h 

i j 
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III.1.3. AFM measurements on PDMS replica of azopolymer SRG 

The AFM measurement of the PDMS replica of a 4, 6 and 8-fold quasi-crystal structure, 

(similar to the samples presented on fig.III.1-1) is shown on fig.III.1-2. The PDMS surface is a 

fairly good negative reproduction of the initial SRG, as suggested by the four, six and eight 

spots pattern on the FFT of the AFM images.  

 

 

 

 

Fig. III.1-2 : a) AFM image of the surface of an azopolymer4-fold SRG. b) PDMS replica of the same sample. c) 
FFT of AFM measurements of PDMS replica (4-fold SRG) d) AFM image of the surface of an azopolymer 6-fold 
SRG. e) PDMS replica of the same sample. f) FFT of AFM measurements of PDMS replica (6-fold SRG). g) 

a b c 

d e f 

g h i 
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AFM image of the surface of an azopolymer 8-fold SRG. h) PDMS replica of the same sample. i) FFT of AFM 
measurements of PDMS replica (8-fold SRG) 

 

III.1.4. Modification of the diffraction pattern while stretching the PDMS quasi-crystal 

As pointed out, the PDMS replicas of the surface structures are stretchable. Fig.III.1-3a 

presents the evolution of the diffraction pattern of a 8-fold quasi-crystal PDMS replica under 

different horizontal stretching distance. 

Reduction of the distance of the horizontal spots from the center indicates a decrement in the 

pitch (a compression) for the sinusoidal gratings perpendicular to the stretching direction. On 

the contrary, the increase in the distance for the vertical spots indicates an increment (an 

elongation) for the sinusoidal gratings colinear to the stretching direction. It is important to 

note that these transparent and stretchable quasi-crystal samples could also have interesting 

applications in beam steering. These elongations and compressions are linear up to six 

millimeters of stretch, as shown on fig.III.1-3c. From these measurements, we can say that a 

stretch at the macroscopic scale of 1mm leads, in microscopic scale, to a compression of 116 

nm of the pitch of the sinusoidal gratings perpendicular to the stretching direction and an 

elongation of 56 nm for the pitch of the sinusoidal gratings along the stretching direction. 

Nonetheless, these evolutions concern only one sinusoidal component of SRG but doesn’t give 

direct access to the progress of the dimension of the nanocavities during the stretching of the 

PDMS (Refer to Chapter IV for simulations and measurements). 
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Fig. III.1-3 : i) Evolution of 8-fold PDMS SRG diffraction pattern with stretching. a) no stretching b-g) stretching 
1 mm to 6mm. ii) Evolution of the 8-folds quasi-crystal SRG on PDMS with a) 0mm, b) 1mm, c) 2mm, d) 3mm, 
e) 4mm, f) 5mm and g)6mm of stretching. iii) Evolution of the pitch for 4 gratings. 0° and 22.5°gratings are 
oriented following the direction of elongation, 90°and 112.5° gratings are oriented perpendicularly. The line fit 
gives an elongation of 116 nm and a compression of 56 nm per1mm of stretch 

 

i ii 

iii 
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III.1.5. Single nanoparticle deposition on PDMS quasi-crystal 

As a proof of concept, we show in the fig.III.1-4 that a single nanoparticle can easily be 

deposited into the nanocavities formed on the PDMS surface. Direct nanoparticle deposition on 

a coverslip usually leads to the so-called coffee-ring effect that creates uncontrolled 

aggregation of the nanoparticle. Here, the nanoparticle is naturally trapped inside the cavity 

during the evaporation of the solvent, as shown for example for a large number of particle by 

B. Reinhold et al. with the appropriate concentration of nanoparticle, we can ensure that, 

statistically, there is less than one particle per cavities. Since the PDMS is transparent, the 

presented PDMS SRG sample is a very effective platform for conducting optical measurement 

of a single particle. Through several deposition step, it would also possible to deposit different 

kind of nanoparticles inside the same nanocavities; for instance, such as silver and gold 

nanoparticle, in order to study the plasmonic response of heterodimer. Moreover, since the 

sample is strechable, it is also possible to deposit elongated nanoparticle such as nanorod in the 

stretched nanocavities. 

 

Fig. III.1-4 : AFM measurement showing a 60nm silver nanosphere deposited in one of the cavities of a 
4-fold PDMS SRG 
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III.1.6. Conclusion 

We have presented the fabrication of surface quasi-crystal structures on azopolymer films and 

its replication through soft lithography on a transparent elastomer (PDMS). The quasi-crystal 

structures were prepared simply through a multistep light irradiation via an interference pattern 

of laser beam without additional manipulation. The printed patterns on PDMS showed the 

same patterns as the masters and the same relief depths as the stamps. The light diffracted by 

the PDMS stamp was used to observe the deformation of the surface as a function of its 

stretching. The PDMS SRGs were used as a tailored surface for the deposition of single 

nanoparticle in nanocavities. 
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III.2. Introduction 

Disordered photonics has experienced a burst of activity in the last two decades. Fabrication of 

nanostructured materials for control of light-matter interactions has become particularly 

important for improving different phenomena involving a high degree of light scattering. 

Quasi-random or Gaussian random structures have been proposed as good candidates for 

energy harvesting. 

Here, we propose a new method to generate a 2D quasi Gaussian surface and a quasi-random 

periodic surface (quasi-random gratings) based on molecular nano-motor lithography, where 

the nanoscale movements of molecules, acting as nano-motors, is fueled by the laser light. This 

movement can induce self-organized randomly dispersed nano patterns on the surface of a thin 

film. The nanomotors are azobenzene molecules. Azobenzene derivatives are one of the most 

frequently studied class of switchable compounds. The azobenzene functionality exhibits a cis-

trans isomerization. The thermodynamically stable trans isomer can be converted to the cis 

isomer by a light stimulus, whose wavelength is in the absorption band of azobenzene, with a 

back isomerization induced by a thermal relaxation. Engineering azopolymer materials can 

lead to a photoisomerization induced by light, to create self-induced patterns on the surface of 

thin films. One example of such induced patterns is the production of self-organized structures, 

leading to gratings on the surface of side-chain azobenzene graphted copolymer DR1 thin 

films. This study was the first experimental result of photoinduced spontaneous structure of 

azopolymer, generated with a single beam. As such, the use of azopolymer is a good choice for 

the fabrication of random nanostructured materials, for the purpose of controlled light-matter 

interactions, particularly for the improvement of high light scattering through different 

phenomena involving in the process. Through this process, different self-structured surface 

patterns were observed, in particular with epoxy-based azopolymers, acrylic polymer bearing 
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the photo-responsive moieties as side chains of the polymeric backbone  or 4VP(OH-DMA) 

[12], but none have ever been used for light management in photonics. 

III.2.1. Quasi Gaussian surface 

The first experiment is done by illumination of the azopolymer 1 (Chapter.II). Fig.III.2-1a 

presents the surface topography of azopolymer1, obtained with an atomic force microscope 

(AFM). Topography of the first sample is a quasi-random pattern. Illumination by a laser light 

induces a spontaneous self-structured surface pattern with spontaneous created cells, with 

diameters in the range of nanometer scale, giving a granular aspect.  

The cell size has an average perimeter in the order of 2.3 mm. Fig.III.2-1b gives the Fourier 

transform of the surface. The lattice has a Fourier energy concentrated into a well-defined 

circular range of k-vectors with a radius value, around 15.2 mm-1. 

 

Fig. III.2-1 : a) Surface pattern of the azopolymer 1 measured with an AFM in the contact mode, b) Fourier 
transform of the surface pattern. 

 

A histogram of data given by a statistical roughness analysis, calculated from the topographic 

measurements acquired by the AFM, is shown in fig.III.2-2a. Fit of a Gaussian curve to the 
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roughness histogram gives an excellent match, and the measured average height is 265 ± 10 

nm. The granular pattern has a very small structuration anisotropy, confirmed by the symmetry 

of Fourier transform.  While the laser polarization was linear during the illumination, no 

specific correlation of the polarization with the direction of the pattern is observed. 

The RMS roughness (s) is 82 ± 2 nm. In fig.III.2-2b, the correlation function of surface 

heights’ is also quite close to a Gaussian curve. We measured the lateral correlation length 

considering a Gaussian fit (defined as the e-1 half-width of the correlation) and obtained a value 

of x = 510 ± 10 nm. The ratio s/x is 0.16. With this small ratio, slopes of the surface roughness 

are small. This result is confirmed by the Kurtosis parameter (K), which is a dimensionless 

quantity giving a measurement of the sharpness of the height distribution function.  We found 

K = 2.7, close to the value 3, for a Gaussian height distribution. 

This low ratio of the surface roughness implies that if we consider a ray-tracing, following the 

geometrical optics, multiple scattering or shadowing effects will be attenuated and will be 

insignificant at small angles of light scattering (referred to the normal axis). Second order 

reflections can take place only for high angles of incidence. 

The surface can be described, in details, with a height–height correlation function (HHCF), 

H(r) (fig.III.2-2c).The measured surface is explained in terms of scaling exponents. The HHCF 

data reaches a saturation height, which can be related to the roughness of the image as well as 

the average grain size, by utilizing the Hurst function given by the following equation (Eq.III-

2): 

 

�(�) =  2�� �1 − exp �−��������        
            (III-2) 
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Where, α is the Hurst parameter (or surface roughness exponent), σ is the surface roughness 

and ξ is the correlation length. The surface morphology is completely characterized by these 

parameters. The curve reaches a plateau and the Hurst parameter (a) or surface roughness 

exponent influences the slope of the function before it reaches the saturation height. The 

surface roughness is a measure of changes in height across the surface of sample. The 

correlation length influences the saturation height, which is defined as the largest distance in 

which the height is still correlated. The surface roughness exponent, α, allows the 

determination of the fractal dimension and the frequency of height fluctuations. The fractal 

dimension, Df, corresponds to the changes in surface morphology, which occur due to the 

effects of the photoinduced surface patterning. The surface roughness is linked to the fractal 

dimension, Df, of the random surface by Df = D - α, where D is the Euclidean dimension of the 

surface, (D=3) that defines the geometry of the sample. We fitted the Hurst function, plotted in 

the figure 3c, to the calculated HHCF data to obtain the values of parameters in Equation (III-

2). 
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Fig. III.2-2 : a) Histogram of the surface RMS roughness of the azopolymer 1 and its fit with a Gaussian curve, b) 
auto-correlation function of the pattern surface and comparison with a pure Gaussian surface (red), c) height–
height correlation function (HHCF) and fit, d) directionality of the light emission from the surface. 

 

The fit shows a great agreement with a model of a Gaussian surface. The surface roughness 

exponent, a, obtained from fitting the HHCF data of the AFM surface is 0.92. The Hurst 

parameter, a, is close to 1, meaning that the surface is smooth. The fractal dimension, Df, is 

2.08. 

The directionality of the emission in fig.III.2-2d gives a broadband range of angles. The 

emission isotropy for this random surface is 52.6 %. This effect is mainly due to the low value 

of the roughness angles and the smoothness of the surface, as it was measured with the Hurst 

parameter and the ratio s/x. This directionality leads to an emission of light into all directions 
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of a hemisphere, with almost constant radiance, and consequently can be considered as quasi 

Lambertian. 

III.2.2. Quasi random grating surface 

The second experiment is done with azopolymer 2 (Chapter.II). Fig.III.2-3a gives the 

topographical measurement of the surface after laser irradiation. The surface is spontaneously 

organized into sub-zones, oriented with different angles, and a periodic structure giving the 

aspects of quasi random periodic structuration. Two different types of subzones, where a 

periodic structure appears, are present. Each of these subzones contains a periodic structure 

with a pitch, defined as the distance between two maxima, of 0.51 ± 0.2 mm, in the descending 

direction, or 0.35 ± 0.2 mm, in the ascending direction. The subzones have an average length of 

7.8  ± 0.3 mm, with a maximum width of 1.6 ± 0.2 mm. These zones inside the whole pattern 

appear to be superposed. Some parts of the sample show an overlapping between the randomly 

arranged sub-zones of gratings, where the periodic structures are photoinduced.  

Self-organization of the thin film surface in multi gratings is the result of a mass transport due 

to cis-trans photoisomerization, as the light illuminates the surface. In our experiment, the light 

illumination is by a single Gaussian laser beam, without any structuration of light. The long 

side chain of the second azopolymer, with high Tg, limits the process of molecular mass 

transport on the surface, in order to induce a large periodic structure by increasing the local 

viscosity. Another possible involved phenomenon could be the free volume size in the 

proximity of the azobenzene chromophore leading opto-mechanical movements. The 

calculated molar volume of sulfabenzamide azo derivative with Gaussian09 package, present 

in azopolymer 1, is 293 cm3/mol. While, this value for sulfadimethoxine azo derivative present 

in azopolymer 2 is distinctly lower, 263 cm3/mol (the molar volumes were calculated for trans 

isomers of model compounds). The lower molar volume of photoisomerizable azobenzene 

derivative present in azopolymer 2 provides more free volume available for trans-cis-trans 
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isomerization process. This may explain the higher photoisomerization and thermal relaxation 

rates observed for azopolymer 2, favouring grating patterns compare to azopolymer 

1.Recently, we have presented results showing that, in the same condition for an azopolymer 

with a lower Tg, the self-organization takes place with features with a length of 300 ± 20 nm, 

revealing by the superposition of photoinduced periodic sub-structures [18]. 

 

 

Fig. III.2-3 : a) Surface pattern of the azopolymer 2 measured with an AFM in the contact mode, b) 
Fourier transform of the surface pattern. 

 

The quasi random grating structuration is confirmed by Fourier transform of the surface 

pattern. Fig.III.2-3b exhibits the Fourier spectrum of the AFM measurements. The Fourier 

spectrum is confined to a circular range of k vectors, where the largest k-space distribution is 

due to the small structures confined in the multi gratings. The low k-values in the central part 

of the Fourier space are due to the multi gratings, layered in two different directions.  We 

measured a maximal k-vector value of 17.2 mm-1, larger than the measured values obtained 

with quasi random nanostructures on silicon materials. The width of the k-vector ring is 4.5 
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mm-1. Large k-vectors are a valuable property for light trapping applications. Indeed, the exit 

angle, θe, of light diffracted by a grating surface is given by: 

 sin �� = �����          
            (III-3) 

 

Where, q is the diffraction order, λr is the reading wavelength and km is the maximal value of 

k-vector in the Fourier transform of the surface pattern. If the exit angle, θe, is greater than 90°, 

the light cannot emerge from the surface and is trapped inside the thin film. With a value of km 

= 17.2 mm-1, wavelengths as small as 360 nm do not exit the surface and are trapped inside the 

thin film, creating quasi-guided mode. This trapping effect is experimentally tested in section 

3.2.3. 

Consequently, we can say that the surface presented in fig.III.2-3a offers an interesting trade-

off between periodic and random domains: the diffraction efficiency presents simultaneously a 

concentration of light into very high and very low orders. 

A histogram of roughness analysis data, obtained by measurement with AFM, is shown in 

fig.III.2-4a. The fit of the roughness can be done with two Gaussian curves and the histogram 

is in good agreement with these two curves. 

The measured RMS roughness of the whole sample is s = 20.6 nm. We distinguish an average 

roughness height of 62.5 nm and 91 nm for the first and the second average height, 

respectively, given by the two roughness statistics fitted by a Gaussian curve. 
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Fig. III.2-4 : a) Histogram of the surface RMS roughness of the azopolymer 2 and its fit with a Gaussian curve, b) 
auto-correlation function of the pattern surface and comparison with a pure Gaussian surface (red), c) height–
height correlation function (HHCF) and fit, d) directionality of the light emission from the surface. 

 

The correlation function of surface heights (fig.III.2-4b) gives a lateral correlation length of x = 

98  ± 10 nm. This correlation function is not Gaussian. The different peaks are explained by 

periodicity of the pattern and we find the same correlation length in the other oscillations.  

The ratio s/x is 0.21. With this ratio, a large proportion of the surface becomes shadowed, due 

to the topology for high angles of incidence of light. Any valleys on the surface start to be 

involved in multiple scattering events. So a part of primary reflections on the surface roughness 

give rise to secondary ones.  

The height fluctuations occur at different length scale. The Hurst parameter corresponds to the 

frequency of height fluctuations. The surface roughness exponent parameter obtained from the 



81 

fitting of the AFM scan is a = 0.63, far from the value a = 1, indicating a rough surface. 

Fig.III.2-4d shows the light directionality of the quasi-random gratings on the surface. We 

calculated an isotropy of 18.3 % in the emission of light from the surface. The directionality of 

the emission covers mostly four directions of the space. This anisotropic emission is due to the 

large random variation of micrometer length gratings on the surface, associated with a nano-

patterning with a honeycomb form inside the gratings. However close to the surface the 

directionality of the emission is almost in the surface plane, allowing the reduction of the 

thickness of the trapping film. The surface texture model can be thought as the superposition of 

emission from gratings formed by slits, separated from one another with different distances. 

 

III.2.3. Quasi guided modes into the thin film 

In order to test the validity of light coupling through quasi-guided modes into the thin film, we 

have created four additional grating structures next to the quasi-random grating surface 

(fig.III.2-5a). First, the central pattern corresponding to quasi random gratings is spontaneously 

created by illuminating the azopolymer 2 with a single beam. Afterwards, four gratings are 

made with a laser interferences pattern, illuminating the sample through a pinhole. The sample 

was rotated in order to inscribe the 4 gratings, one by one, at the cardinal points, close to the 

central quasi random grating surface. The laser interferences pattern is obtained by separating 

the beam from a linearly polarized laser beam via a beam splitter and recombining them with 

two mirrors. 
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Fig. III.2-5 : Four gratings were inscribed in the cardinal direction in order to show the mode coupling of the light 
in all the directions and the outcoupling light by the 4 gratings. The picture on the right shows that light (He-Ne 
laser) injected on the quasi random grating surface (coupling grating) is outcoupled by the output gratings. This 
confirms the existence of quasi guided modes into the thin film. 

 

The positions of these four gratings match the positions of the diffracted spots given by the 

Fourier transform of the surface pattern (fig.III.2-3b). The pitch of these four gratings, 

measured from AFM images is L = 0.9 ± 0.05 mm with an amplitude of 100 ± 10 nm. After 

inscription of these gratings, a He-Ne Laser is used to illuminate the central quasi-random 

grating pattern of the surface. We used a He-Ne laser in order to avoid possible photoinduced 

changes applied on the surface by the laser.  

As it can be seen on fig.III.2-5b, the central pattern diffracts the incoming light with such big 

angles that a part of the incoming light cannot directly exit the film. However, the trapped light 

can excite the quasi-guided modes into the thin film. The guided energy is then outcoupled by 

the 4 satellite gratings. The variation of light intensity in the four gratings is due to amplitude 

inhomogeneities in the central pattern, affecting the total repartition of the extracted light into 

the four gratings. Tilting the sample, with respect to the incident angle, is important and can 

also affect the extracted light. The intensity of the light coming from the gratings can be 



83 

controlled through changing the incident angle. In addition to applications for light harvesting, 

the quasi random-grating surface can also be seen as a four beam splitter for thin films. 

 
III.2.4. Light trapping efficiency measurements 

Due to the surface relief features, the surface-patterned azopolymer films can be used directly 

as a soft lithographic master to cast molds. We replicated the photoinduced surface of the 

chiral azopolymers 1 and 2 on a widely used elastomeric material, (poly(dimethylsiloxane 

(PDMS)). This material has a low interfacial free energy. The PDMS sample is largely 

transparent, since it has an optical absorption of 0.04 % and a transmission above 95 % in the 

visible region of the spectrum. The printed replicas showed the same random structures as the 

masters, along with the same relief depths. Fig.III.2-6a shows the photographic images of the 

stamps. Brilliant and iridescent colors, resulting from the diffraction of the surface gratings, 

can be observed for the replica of the quasi-random grating surface (sample A on fig.III.2-6a).  

Taking the plane PDMS surface as a reference, we measured the light extinction, induced by 

the patterned surface, for both materials. We found an increase of the light extinction ratio of 

28% and 41% for the quasi Gaussian surface and quasi-random grating surface, respectively 

(fig.III.2-6b). This light extinction is homogeneous over the visible spectrum, which is a 

valuable property for light harvesting. Since no absorption can occur inside the PDMS 

material, this extinction is due to light scattered by the random surface (for both surface) and 

light trapped into the thin film (only for the quasi random grating surface). 
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Fig. III.2-6 : a) Replica modeling of the surface pattern of the azopolymer 1 and azopolymer 2 on an elastomeric 
material A and B respectively (A is the quasi-random grating surface). b) Transmission spectrum of the 
elastomeric surface with quasi-random gratings, a Gaussian surface and comparison with the reference plane 
surface. 

 

Consequently, here light extinction has to been understood in the more general concept of light 

harvesting. Therefore, from the measurement we can say that the quasi-random grating surface 

is 20 % more efficient, for light harvesting, than the quasi Gaussian surface. This effect is due 

to the random gratings associated with honey-comb structures inside the small gratings. We are 

similar or quasi better than the obtained results with photonics crystal. Let’s stress out again 

that in the quasi random grating structure, we combine the role of random surface with the one 

of multi gratings to observe a large concentration of energy in higher orders, approaching the 

Lambertian limit. This replicated patterned surface can generate a good light trap. 
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III.2.5. Conclusion 

We have presented a simple and cost effective way to prepare a quasi Gaussian surface and a 

quasi random grating surface using a self-photoinduced process on two chiral azopolymer thin 

films. The quasi random grating surface has the same advantages as the quasi Gaussian surface 

for light scattering but, as it was experimentally shown, additionally, it allows an induction of 

an isotropic mode coupling of light into the thin film, increasing its efficiency by 20% for light 

harvesting. 
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III.3. Introduction 

Considering the importance of surface modification and the numerous applications of 

azopolymer thin films, this azopolymer and its relating compounds have been the subject of 

studies for investigating the surface deformation through laser illumination. However, the 

method chosen to create the initial patterns on the surface of azopolymer thin film here is 

solvent-droplet-induced dewetting.  

Here, we experimentally showed a simple bottom-up approach to produce doughnut shaped 

nanostructures on the surface of azopolymer thin films by the choice of solvent-droplet-

induced-dewetting method and incoherent unpolarized light illumination. Also, Due to the 

presence of highly photoactive azobenzene derivative in the material, illumination of these 

nanostructures by a polarized laser light shows the possibility of further growth and reshaping 

of structures. 
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III.3.1. Dewetting 

Thin films were prepared by dissolving azopolymer in THF (50 mg in 1 ml of THF) and spin-

coated on a pre-cleaned glass substrate. Prepared films were let in oven overnight at 80ºC to 

remove any residual solvent and also for obtaining films whose surface morphology appears 

featureless or is not dominated by pinholes and other surface defects. A 0.3 ml droplet of 

selected solvents was dropped on the thin film surface.  

We tested all common solvents mentioned in chapter 2 (Table.II-2) such as hexane, 

cyclohexane, toluene, chloroform, dichloromethane, dimethyl sulfoxide (DMSO), 1-4 dioxane 

and aceton. 

Upon contact with solvent droplet, the glass transition temperature of the polymer decreases 

below the room temperature due to absorption of the solvent into the polymer matrix, 

increasing the free volume of the polymer and resulting in an enhancement of the polymer 

molecule mobility. These molecules are now able to reorganize freely which in turn leads to 

the rupture and dewetting of the thin film (hole formation). For solvents with high solubility of 

azopolymer, penetration of solvent in polymer matrix is high, and the resulted mobility and 

movement of polymeric chains result in a chaotic structure, after the evaporation of the solvent 

droplet, as can be seen in Figs.III.3-1a-d.   
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Fig. III.3-1 : a) Dewetted surface of the azo polymer film via Ethyl amin, b) 2-Propanol, c) Butanol, d) 
Chloroform 

 

III.3.2. Solvent Droplet Induced Dewetting via the Selected Solvent 

Based on the purpose of the study and the need for a controlled structure, finally n-Heptan 

was chosen for the optimal pattern on the surface in term of available structures. In a first 

experiment, a 0.3 μl droplet of the selected solvent (n-Heptan) was dropped off on the surface 

of the azopolymer thin film. A droplet of this volume covers an area of approximately 50mm2 

a b 

c d 
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on the surface. n-Heptan has a medium boiling point of 98˚C and an evaporation rate of 2.80 

(Butyl acetat:1). Owing to the low solubility of azopolymer in the solvent (n-Heptan), dewetted 

films appear completely flat and undisturbed to the naked eye and does not exhibit any changes 

in the absorption spectra (Fig.III.3-2). 

 

Fig. III.3-2 : Absorption spectra of azopolymer film before and after dewetting 

 A small quantity of solvent entering in the azopolymer thin film is not sufficient to induce 

enough chain mobility. The glassy state is maintained and because the polymer is neither 

removed nor evaporated, the dissolved polymer can only be redistributed. The hole formation 

is due to migration of the polymer from the center of the hole to the perimeter during solvent 

evaporation. The thin film topography was studied with an atomic-force microscope (AFM, 

Veeco Instruments Inc) in the contact mode (Fig.III.3-3a,b) 

 



90 

 

Fig. III.3-3 : a) Typical topography of azopolymer film dewetted with n-Heptan, b) corresponding height cross-
section shown by the lines 

The location of holes appears randomly but can be controlled with initial changes of the film 

topography or by dewetting on already prepared patterned surfaces as we demonstrate later. 

The mean length scale of the period between nearest nano-holes created by solvent-droplet-

induced dewetting on the surface of azopolymer thin film was calculated via statistical 

processing of obtained AFM image (Fig.III.3-5a). We found an average value λf of 2.5 ± 0.1 

μm (Fig.III.3-4) which is in good agreement with the theoretical results of 2.17 μm, given by 

Eq.III-4: 
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With M is the PMMA polymer weight, ho the film thickness (600nm), Me the molecular 

weight between entanglements (7000 Da), |S| the spreading coefficient (70 MPa) and γs the 

PMMA surface tension (42 mJ/m2). We consider in the calculation that PMMA has the largest 

matrix of material so the material was considered as pure PMMA in a simple model. 

a b 
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Fig. III.3-4 : Distribution of the distance between nearest neighboring nano-holes 

III.3.3. White Light Illumination of Surface Structures 

Multiple trans−cis−trans photo-isomerization cycles of chromophores in azopolymer induce 

a mechanical stress and deformations. Studies have recently showed that a well-organized 

pattern on the surface of an azopolymer film can be formed by the use of an incoherent light 

source. Incoherent light can indifferently propel the photo-patterning process, in comparison 

with a laser illumination. Using this technique, it is possible to modify the holes and their 

surrounding areas formed on the surface evenly and to induce a polymer growth due to a mass 

transport. 

The incoherent white light, from a xenon lamp (Hamamtsu, C2177-01) with the effective 

power of 180 mW/cm2, was used as an initiating source for a photo-induced mass transport in 

the film (White light setup – Chapter.II). To prove the ability of photo-induced 

nanostructuring, a detailed AFM scan of the film, before and after illumination, was done. 

Numerous randomly placed doughnut shaped nanostructures were clearly distinguished on the 
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film. AFM images show exclusively doughnut shaped nanostructures with diameters varying 

from 150 nm to 500 nm. Using this typical film topography one can benefit from this variation 

of diameters in any possible applications requiring a simultaneous utilization of similar nano-

objects with different sizes and depths (Fig.III.3-5). 

 

Fig. III.3-5 : a) Topographical images of the azopolymer film after the white light illumination, b) corresponding 
height cross-section shown by the lines 

 

 The illumination time for the sample was 30 min. During this time the force (F) needed to 

exert an elastic deformation on the nano-object is derived from the Hertz theory (Eq.III-5), 

which considers the contact deformation of elastic spheres under normal loads in absence of 

adhesion and fraction: 

(III-5)     

5.15.0
03

4 DDGF D=
 

Where, G is the elastic modulus of PMMA (1.8 - 3.1), ΔD = D0 – D, the deformation where 

D0 and D are the initial and final radius of the structure, respectively. Considering the same 1 

GPa low bound, an elastic force of 22 µN was acting on the holes to produce a nano-doughnut. 

The volume of the doughnuts after illumination grows to reach as average amount of 0.134 
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µm3, which results from a growth rate of 0.0032 µm3, considering the 30 minutes of 

illumination time to reach the saturation point.  

The average distance between the nearest nano-doughnuts is of 2.5 µm and is greater than their 

own diameters. This feature of the film makes it possible to work with nano-doughnuts in 

applications as isolated objects. 

 

III.3.4. Polarized Light Illumination of Surface Structures 

Beside the wide range of possible geometrical sizes during fabrication, azopolymer nano-

doughnuts exhibit a property of flexible reshaping under illumination.  

To irradiate by a polarized light, the samples were placed in a single beam setup (single beam 

setup - Chapter II). A quarter/half wave plate was used to control and change the polarization 

and direction of the polarization of the laser beam.  

The average diameter of the doughnuts is determined from peak-to-peak distances. A 

detailed analysis (using software WSxM and origin) shows that the average diameter of the 

photoinduced doughnuts is typically 350 ± 50 nm. The distribution of holes depths on the 

surface after dewetting seems almost constant (30 ± 10 nm). 

The initial surface modification with holes acts as a mask for the photofluidization of these 

nanostructures. The optical manipulation of polymer structures was done by varying the 

polarization and irradiation time, allowing an exceptional control of structural features. 

Samples were set perpendicular to the incident laser and illuminated by different 

polarizations (vertical, horizontal and circular polarizations) for a defined amount of time. It is 

seen that the initial symmetry of the nano-doughnut changes with illumination, depending on 

the direction of polarization and duration of irradiation. 
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III.3.4.1. Linear Polarization (Horizontal polarization) 

When the initial symmetrical doughnuts are irradiated with a linearly polarized light 

(horizontal polarization), the symmetry of these structures is modified. Nano-doughnuts shapes 

are changed into two semi-rings with a central hole (Fig.III.3-6).  

 

Fig. III.3-6 : Topographical images of the azopolymer film after the laser illumination (Horizontal polarization) 

 

Under illumination the cis-trans photo-isomerization cycle of azopolymers gives rise to a 

light induced mass transport parallel to the light polarization. The molecules under irradiation 

are aligned perpendicularly to the incident polarization. This effect unravels the rim around the 

central hole. The variation of the two axial components (x or y) is not similar. The molecules 

along the x-axis move along the polarization direction, while the two semi-rings perpendicular 

to the polarization’s direction build up. As a result, two poles of the doughnuts rim are voided 

and the two semi circles grew (Fig.III.3-7). 
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Fig. III.3-7 : a) Typical large scale topography obtained by AFM, b) Three-dimensional AFM image of 
nanostructures formed on surface of azopolymer film under laser radiation and corresponding height cross-section. 

Such structures resemble a nano-cavity made with two semi-circular mirrors. An interesting 

application could be the possibility of creating cavities with nano-particles embedded in the 

center or be used to aggregate nano-particles along the rim.  

When the illuminating time is increased (up to 10 min), changes in the shapes are even more 

severe. The rectangular shape of the initial nano-doughnut reaches an average length of 850 nm 

and a width of 450 nm (Fig.III.3-8a-c). These structures are current subject of interest in the 

field of surface plasmon behavior with rectangular hole arrays. 
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Fig. III.3-8 : a) Topographical images of the azopolymer film after the laser illumination (Horizontal polarization) 
up to 10mins, b) Typical large scale topography obtained by AFM, c) Three-dimensional AFM image of 
nanostructures formed on surface of azopolymer film under laser radiation and corresponding height cross-section. 

a 

b c 
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A further increasing of the irradiation time results in surface relief grating (SRG) formation 

and the formed SRG overcomes the nanostructures on the surface. 

III.3.4.2. Combination of Two Linear Polarizations (Horizontal and Vertical) 

Interestingly, if we continue the photo-reconfiguration by illuminating the holes with a 

linearly polarized light, the changes also occur along the vertical direction as well as the lateral 

direction. So, a further irradiation with a vertically polarized light (vertical polarization) after 

an irradiation with a laterally polarized light (horizontal polarization) onto doughnuts leads to a 

transformation of a circular hole into a square hole with an average diameter of 450 – 500 nm, 

as shown in the Fig.III.3-9a-c. 

 

a 
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Fig. III.3-9 : a) Topographical images of the azopolymer film after the laser illumination (Horizontal nad vertical 
polarization), b) Typical large scale topography obtained by AFM, c) Three-dimensional AFM image of 
nanostructures formed on surface of Azopolymer film under laser radiation and corresponding height cross-
section. 

III.3.4.3. Circular Polarization 

Moreover, changing the polarization of the incident light to circular polarization, via a 

quarter wave plate, leads to growth nano-doughnuts. The average height of nano-doughnuts are 

about 15 nm, but measurements on structures created via circular polarization of light shows 

that the typical depth of these structures range between 40 – 110 nm. The measured heights for 

rims of these objects above the film surface vary from 15 – 25 nm. All the informations 

mentioned above lead to the classification of these structures as nano-well (Fig.III.3-10a-c). 
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Fig III.3-10 : a) Topographical images of the azopolymer film after the laser illumination (Circular polarization), 
b) Typical large scale topography obtained by AFM, c) Three-dimensional AFM image of nanostructures formed 
on surface of Azopolymer film under laser radiation and corresponding height cross-section. 

 

a 
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Detailed analysis show that, not only the structures change their shapes during illumination, 

but also due the mass transport of the azopolymer a change in diameter and depth is also 

observed. The average diameter of the nanostructures varies in a range from 215 nm to 320 

nm. Furthermore, the average depth of the initial structures formed after white light 

illumination grows from 12 nm to an average amount of 35 nm (Fig.III.3-11a-d). 

  

 

Fig. III.3-11 : Distribution of depth, of nano-structures a) before and b) after laser illumination, Distribution of 
diameter of nanostructures c) before and d) after laser irradiation 

 

The study reveals a facile way to produce easily reproducible and controllable surface 

structures. Moreover, the great possibility of using light to dynamically photo-induce a 

a b 
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mechanical change of the azopolymer structures presents a significant advantage as functional 

materials. 

Changing the irradiation wavelength in the azopolymer absorption band or far from it can 

switch the behavior of doughnut-shaped nanostructures and leads to a flexibility of reshaping 

initial surface modifications to stable transparent nano-objects, thus covering a wide range of 

opportunity of applications. Such nanostructures are of great interest in application fields of 

sensors, nano-plasmonics, plasmonic solar cells, nanoparticle trapping, photochemistry, nano-

rectors etc. Also, Smart nano-doughnuts with controlled volumes can be exploited as chemical 

reactors for photo-catalytic and enzyme reaction. Conveniently, all the surface modifications 

can be reversibly changed to come back to the initial state by heating the sample above the 

glass transition temperature. 

III.3.5. Controlled Dewetting 

As mentioned, dewetting provides a simple, powerful technique for patterning 

nanoparticles, small molecules, and polymers. Due to the complexity of the dewetting process 

it seems impossible to control well-defined hole/droplet formation. However, by using a pre-

patterned substrate, we are able to direct ordered hole formation during the dewetting process.  

Unlike the previous research on controlled dewetting, in which the substrates were patterned 

through conventional lithography, microcontact printing (μCP) and vapor deposition methods, 

azopolymer films can be patterned readily via an optical patterning. 

In this stage, the azopolymer films were illuminated through a double beam exposure 

experiment. The sinusoidal light interference pattern at the sample surface leads to a sinusoidal 

surface patterning, i.e., a surface relief grating (SRG). We applied the solvent-droplet-induced-

dewetting method to this surface expecting a modification of the surface in the place where the 
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solvent is confined. The surface is then illuminated with a white light to produce a change of 

the initial surface pattern. The result is visible in the Fig.III.3-12a where the nano-doughnuts are 

arranged on the edge of the stripe at regular distances decorating the grating with sub-

structures. We point out that the sizes of the nanostructures are smaller than the previously 

obtained nanostructures on a flat surface, due to the limited space for growth and confinement 

of the solvent.  

 

Fig III.3-12 : a) AFM image of a 1D grating,b) Dewetted structures on a 1D templated film 

 

We continued in this direction, based on results demonstrating that azo compounds have 

proven to allow the inscription of multiple superimposed relief gratings providing more 

complex structures (Fig.III.3-13c). These gratings were considered as the template for a further 

dewetting process. The solvent droplet follows the pattern of the film in the regular nano-

cavities. On these regularly patterned SRGs, we observed a spontaneous alignment of holes at 

the center of the trenches (Fig.III.3-13d). Applying solvent on the two superimposed 1D 

gratings leads to the formation of a 2D array of ordered holes transformed in nano-doughnuts 

on the surface of the film. 

a b 
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Fig III.3-13 : a) AFM image of a 2D gratings,b) Dewetted structures on a 2D templated film 
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III.3.6. Conclusion 

We have demonstrated a route to fabricate the ordered nano-patterns from dewetting. These 

results present an exciting opportunity for manipulating structures and properties of an 

azopolymer thin film on nanometer scale. The technique chosen for this purpose is dewetting 

of azopolymer thin film via a solvent-droplet induced method. The produced nanostructures 

can be classified as nano-doughnuts, consisting of a hole and a surrounding ring. Furthermore, 

due to the presence of highly photoactive azobenzene derivative in the material, illumination of 

these nanostructures by a polarized laser light shows the possibility of a further growth and 

reshaping. 
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III.4. Introduction 

As mentioned in Chapter I, Polymeric particles are used in a diverse array of applications. In 

this regard, particle shape is a critical parameter that can significantly influence particle 

function. However, due to difficulties in fabrication of polymeric particles with controlled 

shapes, this parameter has not been fully explored.   

Here, a new and excited group of colloidal azopolymer particles, composed of PMMA and 

azopolymer with specific ratio, were synthesized (Chapter.II). For different ratios of PMMA 

and azopolymer, the particles obtained by the same procedure show different phase-separated 

structures.  
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III.4.1. Characterization of new Azo particles 

Characterization of the particles was done using a scanning electronic microscope, SEM - 

JOEL 6301F, which was operated with an accelerating voltage of 3 kV. The morphology of the 

polymeric particles synthesized by emulsion polymerization is spherical, since the interfacial 

tension between particles and surrounding medium can be minimized due to the spherical 

shape. However, the newly synthesized azospheres resemble a buckyball or a soccer ball 

(Fig.III.4-1). But rather than being hollow they consist of a PMMA core surrounded by 

fragments of azopolymer.  

 

 

Fig. III.4-1 : SEM images of the new buckyball azopolymer particles 

Based on the analysis from the SEM images, the average size of the spheres covers a wide 

range from 16 to 90 μm. The average diameter of the spheres used in this study is 35 μm 

(Fig.III.4-2). 
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Fig. III.4-2 : Diameter distribution of the azo spheres 

Fragments of azo polymer covering the core are circular in shape, which given the fact that 

they cover a spherical core, can’t coat the whole surface, thus it possesses some porosity. 

Porosity or void fraction is a measure of the void (i.e. "empty") spaces in a material, and is a 

fraction of the volume of voids over the total volume, between 0 and 1, or as a percentage 

between 0 and 100%.  

100´=
total

void

V
VP    (III-6) 

Based on measurement from the images, the fragments cover about 83±4% of the surface, 

meaning the surfaces of the spheres possess an average 17±4% porosity.  

III.4.2. Laser irradiation of azo particles 

Due to directional photofluidization of azoplymers, compartmentalized layer of azopolymer 

can be light manipulated to obtain unique shapes, which can hardly be obtained by other 

methods. To investigate this possibility, the azospheres were subjected to laser irradiation.  
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III.4.2.1. Laser irradiation of azo particles via linear polarization 

Upon laser illumination by a linear polarization, cis_trans photoisomerzation occur at each 

fragment of azopolymer on the surface of the core PMMA. The photofluidazation of 

azopolymer as a consequence of this isoremazion results in a mass transport of azopolymers, in 

direction of the polarization of the laser. The photo-deformation occurs at each fragment of 

azopolymer surrounding the core PMMA, resulting in a very unique shape for the initial 

spheres. This deformation reaches a saturation point in 15 minutes. At the end of 15 minutes 

irradiation time, the final particles look like a porcupine (Sample1 - Fig.III.4-3a).  

 

Fig. III.4-3 : a)Azopolymer particles after illumination with a vertically polarized laser light, b) Azopolymer 
particles after illumination with a horizontally polarized laser light   

 

It seems as each fragment is in a struggle between its limitation to being bound to the core and 

its desire to move along the polarization’s direction. Unable to break free of the core PMMA, 

the azopolymers in the fragments start stretching in the direction of polarization and become 

spikes. 

As it has been pointed out frequently in the literature, photofluidazation of azopolymer is a 

polarization dependent phenomenon. To observe the validity of such dependency for these 

particles, direction of the polarization of laser beam was altered to vertical polarization, using a 

a b 
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half wave plate. The samples subjected to this polarization exhibit the same behavior, but in the 

vertical direction (Sample2 - Fig.III.4-3b). The flashes on the images indicate the direction of 

the polarization. Furthermore, mass transport of azos under laser irradiation, along with 

stretching of the azo fragments, result in inscription of gratings on the particles. Mean pitch 

value for these gratings is about 1.5±0.2μm. 

The resulted porcupine particles are a set of new and exotic shaped particles, opening new 

doors for study of the phenomena of SRG formation and the basic understanding of the light-

matter interaction. 

III.4.2.2. Laser irradiation of azo particles via circular polarization 

Following the further possibilities of surface deformations and new shapes using light, the 

polarization of the laser was changed to circular polarization, via a quarter wave plate. Initially 

spherical particles were illuminated by circular polarization for 15 minutes (Sample3). The 

final structure of the particles is shown in Fig.III.4-4. These particles resemble a sea pineapple. 

Under illumination with a circular polarization, there isn’t any preferred direction of the 

movement for azoplymers. However, through the cis-trans isomerization and movement of the 

azopolymers, certain bump shapes are visible on the particles, which results in the particles 

resembling a seed or sea pineapple. 
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Fig. III.4-4 : Azopolymer particles after illumination with a circular polarized laser light 

Such particles were recently synthesized through a complicated three step process. The seed or 

sea pineapple shaped particles have been used as templates for the synthesis of porous 

inorganic particles and production of dye-doped nanospheres.  

Unlike the mentioned process, our particles, using laser illumination, were obtained faster and 

with less effort. 

 

III.4.3. Double beam exposure of azo particles 

As mentioned in literature countless times, inscription of gratings in the surface if azopolymer 

thin films are done not only by a single beam experiment, but also through an interference 

pattern of a double beam exposure. Following the tradition of SRG inscription, a sample of 

these azopolymer particles were subjected to an interference pattern (double beam setup – 

Chapter II). As can be seen from Fig.III.4-5a-c, upon exposure to the interference pattern, a 

grating is inscribed on fragments of azopolymer on the particles, during the first 5 minutes of 
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irradiation (Fig.III.4-5a). Continuing illuminating the sample up to 10 minutes, the grating on 

the fragments become more dominant and the movement and stretching of the azopolymers 

start (Fig.III.4-5b). After 15 minutes of irradiation, the particles are similar to the particles 

exposed to the single linearly polarized beam, spiked like a porcupine, with inscribed gratings 

on the fragments (Fig.III.4-5c). 

 

a 
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Fig. III.4-5 : a) Azopolymer particles after illumination with an interference pattern of laser light (5mins), b) 
Azopolymer particles after illumination with an interference pattern of laser light (10mins), c) continuing 
irradiation of particles for 15mins. 

 

Pitch value for the gratings on these azo fragments are about 1.3±0.1μm, which is in agreement 

with the degree of the interference pattern (θ=10°). Studying the deformation process of 

b 

c 
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azopolymer fragments under single and double beam exposure is fascinating and could open a 

window and provide a new insight to the origin and mechanism of SRG gratings. 

III.4.4. Reversibility of particles’ shapes under irradiation 

One of the biggest advantages of azo incorporated polymers has been their reversibility. For 

years researchers working with these compounds in SRG formation and photo deformation 

have been using methods such as circular polarization and unpolarized light to reverse the 

effects applied to the surface and redo the effects again and again. Given the fact that our 

particles are consist of a layer of azopolymer shell, there should be a degree of reversibility for 

the induced shapes on the particles. 

To test this theory, one of the samples, already subjected to linear polarization (Sample1 - with 

porcupine particles, Fig.III.4-6a) were irradiated by a beam of circular polarization for 15 

minutes. Due to the random directional movement of the azopolymers under such illumination, 

the spikes on the porcupine particles retreat and change the porcupine shape particles into sea 

pineapple particles (Fig.III.4-6b). Again; given the nature of the azopolymers, we should be able 

to reapply the changes on the particles through a directional polarization. Hence, the same 

sample (sample1), now with pineapple particles, was again irradiated with a horizontally linear 

polarized laser beam. Once more we witness the formation of porcupine particles as a result 

(Fig.III.4-6c). Again, the flashes on the images indicate the direction of the polarization of the 

laser beam. 



114 

 

 

a 

b 
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Fig. III.4-6 : a) Azopolymer particles after illumination with a horizontally polarized laser light, b) Azopolymer 
particles after illumination with a circular polarized laser light followed by a linear polarized irradiation, c) 
Azopolymer particles after illumination with a linear polarization followed by irradiation with a linear and circular 
polarization, successively 

 

III.4.5. Stretching of azo particles under irradiation 

Beside the unique and exotic shape of these particles under laser illumination, stretching of the 

azo fragments effect not only the shape of their particles, but also their coverage area. 

Evaluations from the images show that, for a typical size buckyball particles (with a diameter 

of 35μm), azo fragments exposed to laser beam stretch about 13±1μm. This value is about 0.4 

of the particles diameter, which leads to a particle that, now can cover an elliptical area 1.5 

times more than the circular area it was covering before.  

c 
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Fig. III.4-7 : a) Coverage area of particle before illumination with laser, b) Coverage area of particle after laser 
illumination 

 

It should be noted that in this study particles are being investigated as a single particle, but this 

fact points out that in the case of bulk study, illumination of these particles effect the shape of 

these particles, their occupied volume and also their effect on the neighboring particle 

(Fig.III.4-7a,b). 

 

a 

b 
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III.4.6. Conclusion 

A group of new colloidal azopolymers were synthesized. This particle group possesses a core 

of PMMA and a fragmented shell of azopolymer, resembling a buckyball. Under laser 

illumination, this fragmented shell gives rise to a set of unique shape particles such as; 

porcupine and sea pineapple particles 
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Conclusions and Perspective 

In summary, given the unique properties of different complex ordered and disordered patterns, 

we reviewed the fabrication of such patterns on azo polymer thin films. Interference of two 

coherent laser beams has been used to writing surface relief grating on azo-polymer films. 

Using this property, we have presented the fabrication of surface quasi-crystal structures on 

azopolymer films and its replication through soft lithography on a transparent elastomer 

(PDMS). The quasi-crystal structures were prepared simply through a multistep light 

irradiation via an interference pattern of laser beam without additional manipulation. The 

printed patterns on PDMS showed the same patterns as the masters and the same relief depths 

as the stamps. The light diffracted by the PDMS stamp was used to observe the deformation of 

the surface as a function of its stretching. The PDMS SRGs were used as a tailored surface for 

the deposition of single nanoparticle in nanocavities. The methods presented here allows the 

fabrication of cost-effective and efficient deposition surfaces for optical single particle study. 

As said and seen, no surface is perfectly flat or ordered at every length scale and they show 

some degree of roughness. Disordered systems host interesting optical phenomena, which is 

why disordered photonics has made significant contributions to the field of science and 

engineering. In this regard, Quasi-random or Gaussian random structures have been proposed as 

good candidates for energy harvesting. 

Here, we have presented a simple and cost effective way to prepare a quasi Gaussian surface 

and a quasi random grating surface, using a self-photoinduced process on two chiral 

azopolymer thin films. Creation of a more interesting quasi random grating surface is possible, 

via combination of a photoisomerization process associated with a good choice of the 

azopolymer material, in particular with the correct choice of the copolymer function and the 

grafted azobenzene. The quasi random grating surface has the same advantages, as the quasi 
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Gaussian surface, for light scattering but, as it was experimentally shown, additionally it allows 

an induction of an isotropic mode coupling of light into thin film, increasing by 20% its 

efficiency for light harvesting.  

We have highlighted the applicability of the quasi random gratings surface for realistic devices. 

The replication of the surface pattern on a PDMS surface (a transparent and cost effective 

material), shows how easily this technique can be used to modify samples like OLEDs or solar 

cells, for a better efficiency of light diffusion or light harvesting. Furthermore, we note that the 

primary photoinduced surface can be erased, for re-illumination and regeneration of a new 

photo structured surface. Finally, the chemical structure of the azobenzene grafted copolymer 

can be engineered, leading to new observational patterns. 

Beside the conventional methods, here we have demonstrated a route to fabricate the ordered 

nano-patterns from dewetting. These results present an exciting opportunity for manipulating 

structures and properties of an azopolymer thin film on nanometer scale. In this work, we 

experimentally presented a facile bottom-up method for fabrication of doughnut shaped 

nanostructures. The technique chosen for this purpose is dewetting of azopolymer thin film via 

a solvent-droplet induced method. The produced nanostructures can be classified as nano-

doughnuts, consisting of a hole and a surrounding ring. Such structures can be used in fields 

such as nano-cavities, nano-rectors and sensors. Furthermore, as a result of the unique property 

of azopolymer thin films leading to massive photoinduced macroscopic motions of polymer 

chains, nanostructures of azopolymers can be optimized and reshaped via tailored light fields to 

obtain different modified structures. The exposition of the above films to a coherent polarized 

beam with an appropriate wavelength results in controlled growth and modification of 

structures. The next step is the use of the unique property of self-patterning of azopolymer 

films with different solvents in different conditions of surface ordering and temperature in 



120 

order to produce desired regular patterns with a controlled dewetting process. This will help to 

optimize the control of structures to the required geometric forms. 

Also, given the importance of polymers and polymeric particles, beside the polymer thin films, 

a group of new colloidal azopolymers were synthesized. This particle group possesses a core of 

PMMA and a fragmented shell of azopolymer, resembling a buckyball. Under laser 

illumination, this fragmented shell gives rise to a set of unique shape particles such as; 

porcupine and sea pineapple particles, opening new doors for novel applications and study of 

the phenomena of SRG formation and the basic understanding of the light-matter interaction. 

Availability of polymeric particles with distinct shapes will prove to be a useful tool in 

uncovering the role of shape in applications such as biological systems. Particles can be used 

as models for similar- looking objects, like bacteria, not only in biological applications but also 

in environmental fields to study bacterial migration in soil or water. In another field, 

nonspherical particles also may open new applications in advanced materials due to their 

unique scattering and packing properties. These particles also can be used as research tools or 

probes in rheology or aerodynamics or as sensors in microrheology studies. The uses and 

knowledge gained from particles with defined shapes seem limitless, and the availability of a 

simple method to make such particles will catalyze many new discoveries and technologies. 

 

Future perspectives 

One cannot hope to participate in all parts of the endeavor sketched above, especially when 

taking into account the origin of self-organization in such systems. In the following, we will 

focus on future works that are related to the current researchs: 

• Modification of nano cavity sizes by sample stretching for deposition of any shapes  of 

nanoparticles  
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• Modification of nano cavity size and shape by stretching the sample from both sides 

• Study of transparent elastometer for plasmonic response  

• Application of Gaussian and random structures in Solar cells for light trapping 

• Possible fabrication of nano-reactor or nano-trap patterns 

• Study the possibility of fabrication of unique particle shape 
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IV.1. Introduction 

In a first experiment we characterized, via optical diffraction, the microscopic elongation of 

nanocavities, induced by a macroscopic stretching of the elastomeric quasi-crystal. This leads 

to a tunable periodicity of the diffraction grating and consequently the manipulation of the size 

of nanocavities formed on the surface of elastomer 

Beside the experimental results of the 2D Quasi-crystal structures and their replicas on 

PDMS, few simulations were also done to obtain a mathematical description and evaluation of 

the structures and their evolution. 
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IV.1.1. Mathematical Description of the SRG 

The PDMS surface acts as a phase grating. Indeed, PDMS is transparent in the visible part of 

the spectrum and consequently doesn’t absorb light, however, it changes its phase. 

The main hypothesis for this mathematical description of the sample is that the SRGs created 

by the light interference pattern create sinusoidal height modulation on the azo-polymer 

surface. These modulation are then replicated on the PDMS surface. 

IV.1.1.1. 1Dsinusoidal phase grating 

At 1D, the surface can be depicted as in fig.IV.1-1.The transmittance of the grating can be 

written 
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Fig. IV.1-1 : Modeling of the 1D sinusoidal phase grating surface. From George Barbastathis, Colin Sheppard, 
and Se Baek Oh.2.71 Optics. Spring 2009. Massachusetts Institute of Technology: MIT Open Course Ware, 
https://ocw.mit.edu. License: Creative Commons BY-NC-SA. 

 
 
is the phase contrast of the grating with : 

1. PDMSn is the refractive index of PDMS (taken as 1.4) 

2. λr the reading wavelength 

3. s the peak-to-peak amplitude of the grating (its height in nm) 

· Λ is the pitch of the grating 

· x is the abscissa along the 1D grating. 

 

https://ocw.mit.edu
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Indeed, the phase shift correspond to the amount of PDMS that the wave has crossed. If we 

take, for phase reference, the lowest point on the sinusoid, then the additional thickness d of 

crossed PDMS for a point at1x is equal2to: 

)
2

()2(sin
2

)( sxsxd +
L

= p  

The associated phase shift is equal to: 

r
PDMSPDMS

xdn
l

p
)(2=DF  

Interferences arise from phase shift of two wave and consequently we have to compare the 

phase shift of a beam crossing the thickness d(x) of PDMS to the phase shift of a beam 

crossing the same amount of air (nair= 1) 
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In the end, the total phase shift is: 
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and consequently tg(x) is: 
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This expression can be rewritten3using bessel function, J, of the first kind: 

                                                
1Taking for the origin of the x axis such as sin(x) = 0 
2sinus is comprised between -1 and 1, or between 0 and 2 with the shift,hencethe division by 2 for s/2 
3we have the identity : 
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Physically, each q term of the sum correspond to a plane wave propagating with the angle

L
= rq l

qsin , that is to say one diffraction order of the grating. 

Fraunhoffer’s diffraction pattern is the Fourier transform of the transmittance of the object. 

The Fourier transform of the function exp [jx0] is: 
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Where: 

· kx is the relative variable4 in the Fourier space : it is an angular frequency. 

· δ is Dirac function. 

· 
L

=
1

rf is the spatial frequency of the grating  

The Fourier transform of the transmittance can be written as: 
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Consequently, the light vibration amplitude U(kx) is (via equation IV.1-5) : 
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If we put a screen at distance D from the diffracting object, the spatial frequency kx give rise 

to a measurable distance. More precisely, the function ÷
ø
ö

ç
è
æ

L
-

qk xd  is a point in the angular 

frequency space. It means than a plane wave (i.e. a beam) is propagating out of the grating with 

the angular frequency kx = qΛ, or, stated differently, with the angle θq such as: 

L
= r

q q l
qsin            

The beam creates a spot on the screen at position X as: 

D
X

q =qtan  

Finally, the special frequency 
L

=
1

xk creates a position X such as: 
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Conversely, if we measure X, we have access to the spatial frequency 
L

=
1

rf  via: 
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The screen where the diffraction pattern is formed has the same axis of frequency kx with a 

magnification factor given by formula IV.1-8. If we go back to the electrical field (eq IV.1-7), 

we obtain the normalized intensity with the square of the electrical field. Strictly speaking, we 

have: 
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In principle, we should consider all double products of the form J0 J1. However, thanks to the 

delta function all these double products are canceled out because the different points, q/Λ, in 

the frequency space are never superposed and consequently they can’t be non-zero at the same 

time. Consequently, we have: 

( )
22

22 åå
¥

-¥=

¥

-¥=
÷÷
ø

ö
çç
è

æ
÷
ø
ö

ç
è
æ

L
-÷

ø
ö

ç
è
æ»÷÷

ø

ö
çç
è

æ
÷
ø
ö

ç
è
æ

L
-÷

ø
ö

ç
è
æ=

q
xq

q
xqx

qkmJqkmJkI dd    (IV.1-10) 

Which, if we limit the sum to the first terms, gives: 
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IV.1.1.2. 2D sinusoidal phase grating 

We have to adapt the transmittance (eqIV.1-1) : 

( ) ú
û

ù
ê
ë

é
÷
ø
ö

ç
è
æ

L
+

=
yxmjyxtg

)(sin)(cos2sin
2

exp, aa
p      (IV.1-11) 

α is the angle of the grating relative to the axis x. Which can be rewritten5 as: 
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With: 

· Kff, the wave vector of the grating with : 
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· r = xex + yey, the position vector on the plan defined by the 2D grating. 

Using once again the Bessel functions: 
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13) 

 

Then, the Fourier transform of the grating becomes: 
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For each order q, we have, in the frequency space, a point at coordinates (cos α/Λ, sin α/Λ ). 

For instance, for α = 0, that is to say a grating with a vector Kff parallel to the axis x, or stated 

differently; with vertical fringes (along y), we have a point at coordinate (1/Λ, 0), that is to say 

on axis x. 

As before, this point in the angular frequency space gives torise to a beam that creates a spot 

on a screen, placed at distance D, at the coordinate (X, Y) such as: 
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150 

ú
û

ù
ê
ë

é
÷
ø
ö

ç
è
æ=ú

û

ù
ê
ë

é
÷
ø
ö

ç
è
æ=

L D
Y

qD
X

q rr

arctansin
sin

1arctansin
cos

11
lala

   (IV.1-15) 

( ) å
¥

-¥=
÷÷
ø

ö
çç
è

æ
÷
ø
ö

ç
è
æ

L
-÷

ø
ö

ç
è
æ

L
-÷

ø
ö

ç
è
æ=

q
yxqyx

qkqkmJkkI
2

sincos
2

, a
d

a
d  

IV.1.1.3. Sum of 2D sinusoidal phase gratings 

Assuming there are no interactions between the N gratings, we have to sum the 

transmittances of all of them: 
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Then: 
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And finally: 
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In our experiment, as soon as N > 2, the orders with q > 1are note visible anymore and we 

can write6: 
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IV.1.1.4. Sinusoidal grating amplitude from intensity measurements  

From the intensity of the diffracted spots, we get a relative scale between the different value 

of si. If we want an absolute scale for the si, we have to measure the ratio, γi, of the intensity of 

the order 0 beam, I0, and the intensity of one of the first orders,I1(i), beam, that is to say : 
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Then, we can make two estimations: 

· The diffraction efficiency is very small. All the light’s energy is with the 0th 

order and consequently all J0(mi/2)2 Term are almost equal : 
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Where m is the mean phase contrast. 

Consequently: 
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· The phase contrast values, mi, are also small and we can use the asymptotic 

form7of the Bessel function J1 : 

4
)(

2
2

1
xxJ »          (IV.1-19) 

If we summarize: 
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approximation up to x = 0.25 (less than 2% of relative error) 
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· From the measurement of γi (cf eq. IV.1-18), via a numerical resolution (for 

instance dichotomy), we have access to the phase contrast, mi, of grating i and 

consequently to the absolute peak-to-peak amplitude, si, of grating i, from the formula 

IV.1-2. 

· The relative peak-to-peak amplitude, si and sj, between two sinusoidal gratings 

can be deduced from their relative intensities, Ij and Ii, respectively, using the formula 

IV.1-19 : 

i
i

j
j s

I
I

s =          (IV.1-20) 

Let’s stress the fact that this relation is not linear. 

IV.2. Optical Height Measurement of the SRG 

As explained from the previous section, the relative intensity measurement between the 0th 

order of diffraction and one of the diffracted spots permit us to measure the height of one of the 

sinusoidal gratings composing the SRG. 

These measurements were done with a Si photodiode (Thor-labs DET100A). Since the 0th 

order beam is 4 order of magnitude more intense than the diffracted spot, the intensity 

measurement for the 0th beam requires a calibrated attenuation of the reading laser. We have 

used two partially crossed polarizer and applied Malus law to precisely determine this 

attenuation. 

Experimentally, we have found, for a 6-fold PDMS SRG a value of γ1= 1.1.10−4 ± 1.10−5, 

leading to s1= 5 ± 0.5 nm. 

The absolute values of s2 and s3 are obtained via the intensity of the diffraction pattern with 

the camera and through applying formula IV.1-20. 
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The PDMS surface is then reconstructed from the diffraction pattern and the height of the 

cavities are around 15nm, which is in good agreement with the AFM measurements. 

 

IV.3. AFM and optical measurements on PDMS replica of azopolymer SRG 

The AFM measurement of the PDMS replica of a 8-fold quasi-crystal structure, (similar to 

the sample presented on Fig.III.1-1e)) is shown on Fig.IV.3-1. The PDMS surface is a fairly 

good reproduction of the initial SRG as suggested by the eight spots pattern on the FFT of the 

AFM image. The height distribution is a Gaussian centered on 32nm. 

Fig.IV.3-2 shows the comparison of the FFT of AFM image of azo-SRG (a), the FFT of 

AFM image of the PDMS replica (b), and the optical measurement of the diffraction pattern 

obtained on the PDMS replica. The three figures, that correspond to a 8-fold quasi-crystal 

structure, are very similar. Moreover, the mathematical reconstruction of the PDMS SRG via 

the optical diffraction measurements leads to the same surface structure as the AFM 

measurement (Fig.IV.3-1). 

Additionally, we have measured the ratio of the intensity of the zeroth order non diffracting 

optical spot to each of the other diffraction spots. This measurement leads to an optical 

measurement of the physical height of each SRG, which is in good agreement with the 

experimental AFM measurements (Fig.IV.3-1). 

Consequently, we can say that AFM and optical measurements of the diffraction patterns lead 

to the same results after characterization of the surfaces of these samples. Nonetheless, optical 

measurements have one major advantage: these measurement are faster and thus permit one to 

study the modification of the quasi-crystal during the stretching of the PDMS sample in real 

time. 
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Fig. IV.3-1 : Surface of a 8-fold PDMS quasi-crystal a) measured with AFM b) reconstructed from optical 
measurements. 

 

 

Fig. IV.3-2 : a) FFT of the azopolymer 8-fold quasi-crystal surface measured by AFM. b) Optical Diffraction 
pattern of a 8-fold quasi-crystal. c) FFT of the PDMS replica of 8-foldquasi-crystal surface measured by AFM 
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IV.4. Quantitative analysis of the evolution of the nanocavities dimensions 

with stretching the PDMS quasi-crystal 

A more detailed analysis of the diffraction pattern, shown in section 3.1.4, is conducted in 

order to have a more deep understanding of the reconfiguration of the quasi-crystal during 

stretching. In particular, for each spot, we measure: 

1. The distance from the center, in order to recover the pitch of the i-th SRG, Λi 

2. The angle between its position relative to the x axis, in order to recover the angle, αi, of the 

corresponding SRG. 

3. The intensity, in order to determine the height, si , of the corresponding SRG. 
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Fig. IV.4-1 : a) Initial diffraction pattern for a 16-fold quasi-crystal structure. b,c,d) Diffraction pattern of 
a 16-fold quasi-crystal after respectively 2mm, 4mm and 6mm of stretch in a direction corresponding to 
the horizontal direction of the picture e) Evolution the diffraction pattern ellipticity with the stretch 

 

The optical measurements {αi, si, Λi} are used as parameters for the equation IV.5-1. In one 

optical measurement, we are able to reconstruct the surface of the stretched PDMS quasi-

crystal. 

Using the methods explained in section, we have access to the dimensions of each kind of 

nanocavities formed on the surface of the PDMS replica. 
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Fig. IV.4-2 : 3-fold quasi-crystal SRG on PDMS with no stretch (a) and 5mm of stretch (b) reconstructed from 
optical diffraction measurement. (c) Evolution of the ellipticity of the central nanocavity with the stretch ; the long 
axis of the ellipsoid goes from to 280nm to 400nm and the short axis from 320 to 260nm. 

 

We have performed these measurements on different kind of SRGs. Fig.IV.4-2 presents the 

evolution of the topography of the 6-fold quasi-crystal SRG on PDMS, reconstructed from the 

optical measurements. A 6-fold quasi-crystal structure is particularly interesting for single 

particle deposition applications. Indeed, the azo surface of 6-fold quasi-crystal pattern is made 

of evenly spaced hills that transfer to evenly spaced valley for to the PDMS replica (see 

Fig.III.1-2 d&e). 
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From Fig.IV.4-2 a&b we can see that the macroscopic stretching directly translate to a 

microscopic stretching of the cavities. Fig.IV.4-2c shows the quasi-linear evolution of the 

ellipticity of the nanocavities during stretching. For instance, for 5mm of stretch, the central 

nanocavity is elongated by 40% in the direction of stretching and is compressed by 20% in the 

direction perpendicular to the stretching. 

A similar evolution is seen with a 4-fold quasi-crystal structure, with an interesting transition 

from cavity to a canal during the stretching (Fig.IV.4-3). However, the situation is more 

complicated for n-fold (n > 8) SRGs. As it can be seen in Fig.IV.4-5, evolution of the surface 

of a 8-fold quasi-crystal SRG on PDMS leads to a complex remodeling of the surface. This 

effect is mainly due to the fact that cavities can coalesce during this process, cavities can 

transform to hills and vice versa. Whereas, it complicates the particle deposition process, it 

would be interesting to see if this remodeling of the surface would permit performing a sub-

micron transportation of single nanoparticle from one cavity to another. 
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Fig. IV.4-3 : A) Evolution of 4-fold PDMS SRG diffraction patternwith stretching. a) no stretching b-g) 
stretching 1 mm to 6mm B) Evolution of the 4-folds quasi-crystal SRG on PDMS with a) 0mm, b) 1mm, 
c) 2mm, d) 3mm, e) 4mm, f) 5mm and g) 6mm of stretching 

A) B) 
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Fig. IV.4-4 : A) Evolution of 6-fold PDMS SRG diffraction patternwith stretching. a) no stretching b-
g) stretching 1 mm to 5mm B) Evolution of the 6-folds quasi-crystal SRG on PDMSwith a) 0mm, b) 
1mm, c) 2mm, d) 3mm, e) 4mm and f) 5mm ofstretching 

A) B) 
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Fig. IV.4-5 : A) Evolution of 8-fold PDMS SRG diffraction patternwith stretching. a) no 
stretching b-g) stretching 1 mm to 6mm B) Evolution of the 8-folds quasi-crystal SRG on 
PDMSwith a) 0mm, b) 1mm, c) 2mm, d) 3mm, e) 4mm, f) 5mm and g) 6mm of stretching 

A) B) 
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IV.5. Method for extraction of cavities’ dimension on the PDMS sample 

The PDMS surface structure, in theory, could be obtained through the Fourier Transform of 

the experimental diffraction pattern. However, this approach leads to very pixelated images, 

from which it is very hard to get quantitative measurements of the cavity sizes on the PDMS 

surface. 

Fig. IV.4-6 : A) Evolution of 16-folds PDMS SRG diffraction pattern a)no stretching b-g) stretching 1 
mm to 6mm, B) Evolution of the 16-folds quasi-crystal SRG on PDMS with a) 0mm, b) 1mm, c) 2mm, 
d) 3mm, e) 4mm, f) 5mm and g)6mm of stretching 

A) B) 
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A more practical approach is to take into account the fact that we already know that a 

structured surface can be described as a sum of sinusoidal gratings. From the measured Λi ,αi 

and si we can mathematically describe the surface S(x, y) of the grating as : 
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Contrary to the Fourier Transform of the diffraction pattern, the S(x, y) profile can be 

reconstructed with an arbitrary precision. In order to find the size of the nano-cavities, we first 

have to find their positions. That is to say the minima of S(x, y). First, we list the critical points 

{(xc, yc)} of S(x, y), where both partial derivative are zero, with respect to x and y. Then, we 

apply a second derivative test for the functions of two variables: 
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In order to know if the given critical point (xc ,yc ) corresponds to a minimum (D > 0 and 
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¶  or a saddle point (D < 0). 

Once a minimum is found, we create a list of close maxima and neighboring saddle points, 

that is to say maxima and saddle points with a distance smaller than the distance between the 

current minimum and the other closest minima. 

The last step to obtain a quantitative estimation of the size of this nanocavities is to find the 

minimum-volume covering ellipsoid that encloses all the neighboring maxima and saddle 

points. For this purpose, we used the Moshtag’s MVEE 28 (minimum volume enclosing 

ellipsoid) algorithm. 
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A flowchart of the algorithm is shown in Fig.IV.5-1. The procedures were implemented in 

the Python programming language (Python 3.5.1), with the numpy (version 1.10.4) and scipy 

(0.17.0) modules.   

The source code of our home made software, Quasi Crystal Diffraction Pattern Analysis 

(qcdpa), can be found at : https://github.com/MLoum/qcdpa 

 

Fig. IV.5-1 : Flow chart of the nanocavities’ analysis algorithm. 

https://github.com/MLoum/qcdpa
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IV.6. Simulation of the random Gaussian surface 

In order to confirm that the photoinduced surface on the thin film is a random surface, 

obtained with a stochastic process and resulting from an acting random molecular surface 

process, we simulated the Gaussian surface pattern, considering the same lateral correlation 

length as the experimental measurements.  

The simulated surface is characterized using terms from probability theory, such as; height 

distribution function (hdf) or the statistical moments of mean and variance (or rms height [σ]). 

The surface variations in the lateral directions are described by the auto covariance function 

(acf), which describes the covariance (correlation) of the surface with translationally shifted 

versions. The correlation length (τ) is the typical distance between two similar features (e.g. 

hills or valleys). Simulation of the random rough surface with a Gaussian statistics is done 

using a method outlined in, where an uncorrelated distribution of surface points, using a 

random number generator (i.e. white noise), is convolved with a Gaussian filter to obtain 

correlation. This convolution is most efficiently performed using the discrete Fast Fourier 

Transform (FFT) algorithm. Basically, the simulated surface can be generated by  

 

��.� =  ∑ ∑ ℎ�ℓ����,��ℓ������������    (VI.6-1) 

 

With p = 0,1,2,…,(M-1), q = 0,1,2,…,(N-1). hkl, called the FIR filter (Gaussian filter), is the 

coefficient defining the system and h is a series of Gaussian random numbers. Thus, a M x N 

point surface with a given m x n ACF is generated. m and n should be less than M and N. We 

take hr,s and Hk,l as: 
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��,ℓ =  ∑ ∑ ℎ�,���� ��2� ���� + �����������������    (IV.6-2) 

 

ℎ�,� =  ���∑ ∑ ��,ℓ��� �−�2� ���� + ��������ℓ��������    (IV.6-3) 

 

With kr = 0, 1, 2, …., (m-1) and ls = 0, 1, 2, …, (n-1). The FFT of equation1 gives: 

 

Zk,l(w) = Hk,l(w)Ak,l(w)      (IV.6-4)                    

Where, Ak,l(w) is the FFT of h and Hk,l is the transfer function. We take the inverse FFT of 

Zk,l(w) to obtain the simulated random surface. 

The result of the simulations is given in fig.IV.6-1. It is seen that we are unable to find 

information of short range or very short range periodicities in the simulated surface structure, 

like in the measured AFM surface (Fig.III.2-1). By taking the fast Fourier transform (FFT) of 

the surface corresponding to the image in frequency domain, these short range periodicities are 

particularly probed in this simulation and in the experiment. fig.IV.6-1b shows the FFT 

spectrum of the simulated random surface, which is a random distribution of data points in 

frequency domain and is confined to a circular range of k-vectors, similar to the random 

photoinduced surface (Fig.III.2-1b). 
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This 2D Fourier transform does not show any specific frequency distributions, characterized 

by two symmetrical spots generally attributed to short range periodicity, confirming the 

absence of short range periodicities. 

This figure is in agreement with Fig.III.2-1b, confirming the similarity between these two 

surfaces. Hence, the name of quasi random surface for the self-photo structuration of 

azopolymer 1 is justified. 

 

 

 

Fig. IV.6-1 : a) Simulation of a Gaussian surface considering the parameter of the photoinduced surface with the 
azopolymer 2, b) Fourier transform of the simulated surface. 
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Abstract: 

 Our environment is a composite of numerous amazing self-organized patterns. The waves 

of the sea, the little ripples on the shore, the sweeping curve of the sandy bay between the 

headlands, the outline of the hills, the shape of the clouds, patterns on the skin of animals, the 

nest of social insects, bacterial colonies, all these are so many riddles of form, so many 

problems of morphology, and all of them the physicist can more or less easily read and 

adequately solve. In optics self-organized regular patterns emerge from uniform or randomly 

structured input optical fields. These patterns can be used in image formation and 

manipulation techniques to increase the sensitivity or resolution of optical systems, the 

manufacturing of optical neural networks and associative memories and the use of fractal and 

wavelet algorithms for image compression. 

In this regard, Azobenzene and its derivatives are fascinating molecules display that the 

rever- sible photoisomerization between the more stable trans and the less stable cis isomers. 



 

 

Although photoisomerization can result in important changes of properties for azobenzene 

molecules on their own, such as a large change in molecular shape and dipole moment, 

changes that can be imparted to polymers and liquid crystals when azobenzene is part of their 

structures or is associated with them are more interesting. Surface relief grating (SRG) 

formation in azo-polymeric materials is a new form of grating formation in optical materials. 

SRG is a young branch of research and lot of questions remain unanswered. Migration 

(diffusion) of azo-molecules from bright region of two coherent beams interference to its 

dark region result grating formation on the surface of polymer film. As such, engineering 

azopolymer materials can lead to photoisomerization induced by light, to create different and 

unique self-induced patterns on the surface of thin films. The subject of our study concerns 

the self-organization of azo-molecules to form a regular patterns through single or multiple 

exposures in a azopolymer film. 

In this thesis, we present a simple experimental method, based on irradiation of azopolymer 

thin films with an interference pattern of laser beam, for formation of complex quasi-crystal 

structures on the surface of thin films. Also, using a set of newly synthesized chiral 

azopolymers, a 2D quasi Gaussian surface and a quasi-random periodic surface (quasi-

random gratings) are formed on the surface of thin films, based on molecular nano-motor 

lithography. Advantages of both surfaces for energy conversion are discussed and two 

examples of applications, requiring a high light coupling in a thin film, are presented. Next, a 

simple bottom-up approach is used to produce doughnut shaped nanostructures on the surface 

of azopolymer thin films, by the choice of a solvent-droplet-induced-dewetting method and 

an incoherent unpolarized light illumination. Also, due to the presence of highly photoactive 

azobenzene derivative in the material, illumination of these nano-structures by a polarized 

laser light shows the possibility of a further growth and reshaping of the structures. 



 

 

Furthermore, using the method of control dewetting on a pre-patterned substrate, formation of 

nano-structures are directed and ordered.   

The last part of the study deals with a new and excited group of colloidal azopolymer 

particles, composed of PMMA and azopolymer, resembling a buckyball, and their unique 

deformations under illumination via laser light, with different polarizations. We propose the 

investigation of  such particles for the study of the SRG formation phenomena and the basic 

understanding of the light-matter interaction. 

The vitality and sustained interest of this field can easily be noticed from the many research 

papers on azobenzene-based materials that continue to appear. 
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Résumé 
 
Dans cette thèse nous présentons différents motifs 
formés par auto-organisation de matériaux 
azopolymères soumis à un rayonnement lumineux. 
Nous avons montré que de nombreux réseaux de 
surface photoinduits, jusqu'à 10, peuvent être 
enregistrés sur la même zone d’un film azopolymère 
pourvu que la polarisation du faisceau d'écriture soit 
bien choisie. Cet effet a permis la création d'une grande 
variété de motifs complexes. Dans cette thèse, nous 
montrons de telles structures complexes formées à la 
surface de couches minces d'azopolymère via un 
ensemble de réseaux superposés (jusqu'à 16 sur la 
même zone). Nous créons ainsi des structures dites 
quasi-cristal à 2 dimensions. La surface d'azopolymère 
est alors utilisée comme un moule afin d'être répliquée 
avec un élastomère. La couche d’élastomère ainsi 
produite possède la même structure que le moule en 
azopolymère. 
Cette couche est flexible, transparente et étirable et 
nous l'avons utilisé pour le dépôt de nano-objets 
uniques. 
Les caractéristiques de deux surfaces photoinduites de 
deux azopolymères chiraux ont été comparées: une 
surface aléatoire de type gaussien et une surface avec 
des réseaux quasi-aléatoires. 
Ces motifs ont été obtenus avec une technique simple 
de type ‘bottom-up’ en éclairant la couche mince 
d'azopolymère avec un seul faisceau laser. La surface 
avec des réseaux quasi-aléatoires peut être utilisée 
pour le couplage de la lumière dans plusieurs directions 
dans un film ultra-mince. Ces deux surfaces ont été 
utilisées comme moule et répliquées sur un élastomère 
transparent. Elles montrent un très bon piégeage de la 
lumière. Plus précisément, le piégeage de 
la lumière est 20% meilleur avec les réseaux quasi-
aléatoires qu'avec la surface aléatoire de type gaussien 
et il est de l'ordre de 40%. 
 
 
Mots clés 
Azopolymère, structuration en surface, piégeage de 
lumière 
 

Abstract 
 
In this thesis we present various patterns formed by 
self-organization of azopolymer materials subjected to 
light radiation. 
We have shown that many photoinduced surface 
gratings, up to 10, can be recorded on the same 
area of an azopolymer film, provided that the 
polarization of the writing beam is well chosen. 
This effect allowed the creation of a wide variety of 
complex patterns. In this thesis, we show such complex 
structures formed on the surface of thin layers of 
azopolymer, via a set of superimposed networks (up to 
16 on the same zone). We thus create so-called quasi-
crystal structures with 2 dimensions. The azopolymer 
surface is then used as a mold to be replicated 
with an elastomer. The elastomer layer produced has 
the same structure as the azopolymer mold. 
This layer is flexible, transparent and stretchable and we 
used it for the deposition of unique nano-objects. 
The characteristics of two photoinduced surfaces of two 
chiral azopolymers were compared: a Gaussian type 
random surface and a surface with quasi-random 
lattices. These patterns were obtained with a simple 
bottom-up technique, by illuminating the thin layer of 
azopolymer with a single laser beam. The surface with 
quasi-random lattices can be used for the coupling of 
light in several directions in an ultra-thin film. These two 
surfaces were used as molds and replicated on a 
transparent elastomer. They show a very good trapping 
of light. More precisely, the trapping of the light is 20% 
better with the quasi-random gratings than with the 
random surface of the Gaussian type and it is of the 
order of 40%. 
 
Key Words 
Azopolymer, Surface structuration, light trapping 
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