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�� 8�	���
�� �� 1,��#�� 1���
	� �����
��� ��� �	�%�����
��� �� $	���� ������
��� �� ����
�	� ���
�� ��� �	������� �,���
����+ � ,�
���� �� � 
�
���� ��
 �� ���� ��	����� ��	� �� ���8�
8���	����� $	�0
���
����� �� �	��������
�+ ��
� ���� ��	� ���� �� �
���� �	�������
	�+ � %�������
�	�$	���� �� ���	� ��� �� ��	�
#	�� ������� '� ��� ����
%�� ���%��	0�	 2 �� ��	� �������� ��� �,��
�#��� �������
	�� �� 8�	���
��+ 2 �
C�	���� ������ �� ���	 �0����
��+ ��� �D�	� ������
	�� ������
:�������/ �
����� �� ��%	
�� @� ���
� ��
����� ���	 ����	�
��	� ��� ����
�
��� � ,�
���� 
�
����
��
 	�$��
��� ���� �� �
���� �	�������
	� ��� %��� ��	 ������,�� ��� ���������	
��/ ���������
���� ����0
	�������� ��		���	�+ �� �� ���
������� �� ���� &��$� �
��
�� 1��	����)�

1�	 9�		�+ �� �
�� ���� ���%� �
���	������� ��	 �� �=��� "� ��� ������ �� ����	
�� �/�	���		���	�
���	��� �� �C�� � ���� ����� ���� ���	� ������ #	�� E
�� ��� �� �����	� �� ��� ����	
��/
��
��� ���	�
�� ��	� �� ����� ���	�� ������ �	
���+ ��� 8	���
�� 
�F��+ �� ���	�	� �� �G ����
=�	� 	������� �� ��� &�����	
��� �� �
�	�������	
���) �� ���� �� %���� ��	����� #	� &��	�
�����
�
��� '�(� ; '���	�������	, ���� (�	�
�����)� ��� ����	
��/ &'�(�)+ 
���� ������	�H��� ��� �
8�
8�	���
�� �� �� ���#���+ ���� �� 8�	�
��%��� ���
�� �� ����	� ���
�� ��� �����
���� �� ���
����
�
��� �	������� ��	� �� �� 8�	���
�� ��� �	��
�	� ���
��� ���� �� 1,��#�� 1���
	� ��
������

�� ���
#	� �	$��
��� �� ��� ���������	
��/ ��� ����
�� ����
� ����
��	� ������
��+ ����
�
�� �����0�	�� ����
��� ��
��� 
����
F�� ����� �/�	���		���	�� ���� �� � ���	
�� ��	� 
���
�� ��%�� ��� ������ �!��� �� 8	���
�� �� ����� ���
#	� �	$��
��� ��� 0�	
�%��+ ��
�� �� � G
�� ����� ���	 ��� � ���	
��� ��	%�����+ :�����2 "� G �� ����� ���	 ��	��
�� '�(� �0�� ���
��,���� �� ���	�	� �� �� G �� ������ B��� ��� �	������ ���� �� 8�	�� �� ���
��� ��������� ���
��%���+ ��
� �$������� ���� �� 8�	�� �� ���	���������� ��  ��� ��
�� ��������
	� 2 ��	����	�
���,�	����
���+ � 
�
������� 
��	�� &���
#	� �	$��
��� 
�����%�� ; �3')�

��� �	������� �� �� �
�� �� 8�	���
�� �� ����� ���
#	� �	$��
���+ ���� ������ ��� ��� �	��
��	���	� ��
 �� ���� 2 ���	
$
��+ ���� 
���������� ��%����� ���� �� ���������� ��
���
F����
�� �����0�	�� �� 8	���
��������� 
�����
���� 
���	����� �� �����	
��+ ��
� �� 15.+ 2 ��	�
	
�� ��%�� ��� ������ �!*�+ � ��$$�	� ��� 8�	���
�� ���� �� �
�
�� 
���	������
	� ��	 ��� � 
�
�
� 2 %���� �����	���	�� 6� ���	� ��� ��	�
#	�� ������+ ��� � ��	
�� ����	���
0�� ��� �	�����
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��� �	$����,�� #�� ���� �� �
���� �	�������
	� �� ���� ��� ��	�� ��	����� 6 �� ��	� ��������+ 
�
���/
��� ��� �� ����������

�� ���
#	� �	$��
��� 
�����%�� ��� �������� ���������� ��:��	� ��� ���� �� ��	%���+ �� ,�
�	�$#�� �� ���/,$#�� �� ���������� �
���	� ����� �� ���8	� �� ���>���� ���>��� ��� �� �������
� 
�
��� ��	�
���
�	����� 
���	������� 1�� �%������� ��� 8�
%�� ���� �� �3' ��� � ���	
���
��	%����� &< � I�G)+ ��
� ���� ���� ����
��	� ��� 0����	� �� ���	�	� �� �� I�G �	�� � �� 	���
��	� ����
��� &�4. ∼ �) ���� ��� >���� �����
���� ��'�(�� ���>��� ��� ��	 �
����	� �� �������
� 
�
��� �	#� ����
%�� ��/ �	������� � �	�
�����

�� ��	����	� ���,�	����
��� �� �� �3' ���� �0����	 ��� 8�	���
�� �� 	��	�����
�$ �� ����	�
� �	�
��� ���� �� �
���� �	�������
	�+ 2 ��	�
	 �� �������� ���� �
����� ��
 ���0��� �������
	����	 ��/ ��������� ��������� �� 8	���
�� �
�� ����%��� �� ,��� #�� ���� � ��C�$� ��%���
	� �
��� �	������ ���	 �/��
���	 ��� 0�	
�%
�
��� ���%������� �� $	�
�� �	�����
	�� ���	� � ���	
����
(�	 �
����	�+ ��
��� ��� ��� � ���	
��� ��	�
��� ���	��� ��� �3' �
�
��
	�+ �� ��� ��� �	�������
��������	��
������ �/��
���	�
��� ��� 0�	
��
��� � 
�
���� �� ��	����	���� ���	� � ���	
���+ � ���
��$$�	�� ��	 �
C�	���� �����	� �� ���	� ��� ��	�
#	�� �������

���%:���
8 �� ����� � #�� ��� ����
�
��	 ���>��� ����� ����	�
��� 2 �� ,��� #�� �� ���$���
��
�� �� �3' ���� �� �
���� �	�������
	�� @�� �����
�� ����� ��� �
 ��� �	���	���	� ��	%���� 2
���	
$
�� �� �� �3' ��� � ���	
��� ��	%����� ��� �� ������
	 ��� �����	� �� �>��� �� ���	�	� ��
������ ��	�$
��	��� ���� ��	��
�� '�(� ��	����� �	
����+ �� ��	�	� ��� �>��� ���� ���C�� ���� �	��
������ � �	�
��� �	�����	��
���� ���� �� �
���� �	�������
	�� ��� ����	
��/ �	$��
���� 	
� �� ��
�>��� �,�� ��
��� �� ��%�	���
	� � ���,�#	� �� -�. �� � ��
�� � ����
��	�� ����� ��� ����	
��/
���#��� 	�
�����%���+ ��� ��� � �	����$	���� �� ��%�	���
	�� �� ����
��
�� �� ���%������� ��
���>��� ���� ��� 	��
��� 8�	��� ��� ���	� ��� ����	�
���� �� �����	��� �0�� ��� ������� �
����
�
%��� ��	 �
C�	����� � ���	
��� �� '�(��

�� ������	
� �� � #�� ��� ������� �� ����	� � ��
�	��� ���� �� �	��
�	 � ��
�	� ��� �	�����
���
�� ����
���� ��� �%:��� ����	��� ��� ���� ��� �����	
���+ ��� '�(� �� ��� �
�	������	
���
����	��
���� ��	� 8�
��+ �� 
���	=� ���� ��	�
���
�	 ��	� ��	�� ��	 ��� �����
������� �
����
%���
��	 ��� � ���� �	$��
���� �	������� ���� ��� ���������	
��/+ ��
� ����
 ��/ �	������� �,���
���
F� ����� ���
#	�+ ��������� ��	 ��� ��	�� ��	����� B� �C��+ �� ���
#	� �
����
%�� ��:��	�
�� �
 2 ������,�� �� ��%�	���
	� ��� �� 	���
�� �� F� ����� ���$��  
���
	�� �������
 ���� ���%�	�
��%���
	� ��	� �� �� 8�	���
�� �� �� ���
#	� ��	%����+ ����� ���	��
0
� ��	 ��� �
C�	���� ��	��
��	����+ �0�� ��������� �� ������	� 
��� � �	�
��� �� ��� ����	��
�� �������� �� ����	
��
�
�� �� ��� �	������� ����� ���� �� ������	 ��� 0�� �������%�� �� �� 
���
	� �� ��� ����	
��/
�� 	��#�� �$������� �� �
J����� �� %
�� 
����
F�	 � ���� �	������� �F� �� ����	���	� �� 
���
	�
������/� ��� ���������	
��/� K ��	��� ����
 ���	
�� ��� ����	
��/ �����$��� ��
�
��� ��	� �� ��
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�	�0�
�+ ��� � ��
�� �� ��� ���,�#	�� �� -�.� ���	 ��	�
����� �� ���� ��� ����	
��/ �����$���
��	� �$������� �
������� �� �	�%�����
��� �� �	�0�
� ��	� ��F� ���	
�� �� 8�L�� ���
	� �� ����
���

�� ������ � ��
�	� ��	� ������	� ��/ �
C�	����� ��� �
���� ����,�
���� ��
 ��� ��� ��
�
����
��	� �� ��� �	�0�
� �� � #�� �F� �� ��	����	
��	 ��� ����	
��/+ ��
� ����
 �� ��
0	� �� ����
��	������ �� ���>��� ��	� �� ��� �/��	
����� �� � �	����$	����
��� B� �C�� ��� ���	�� �
����
�����,�
��� � ��� �
�� �� D�0	� �F� �� %
�� ��	����	
��	 �� �����	������ �� ���>��� ��
��	��� ���%��������+ �� ��	����	�+ ��
� ����
 �� ����
��
�� � 
�
���� ��� �
����
�
8� 
���	�����
���/ ��
�
��� �F� �� ����	 2 %
�� ��� �/��	
����� �� � �	����$	����
�� ��	��� �$������� ���	
���

�� � ��
�	� �	�
� ��	� ������	� 2 �� ����	
��
�� ���� ��� ����	
��/ ���#���+ ��� ���,�#	�� ��
-�.� ����� ����	
��
�� ��� ������
�������� %���� ��	 ����
�
���
�� �� �� �����	����	
� �� �����
2  ���� 	������
�� &3	%
�	��)� �������
 ���� � ��	�
� �� �
��/ ����	���	� ���	$��
���
�� ��
����	
�� ���� ��
�� �� 0�� ��������
	�+ ��
� �$������� ��	����	��� ��� ���,�#	�� �� -�.
��� ��� ����
�� ��	 ����� ��� �
��� �� �	���%��� ��/ �/��	
����� �� � �	����$	����
��� B�
�C��+ �� ����� ��6� 
��� �� ��� �/��	
����� ��� �� ������ �� �����
������ �	��
�� ��� ����	
��/
�����$���� ��� � ��
�� ���� ���
0����� ����
�� ��	 �� ���%	����� ���
��� ���� �� ������ ���
���,�#	�� �� -�. ���� ��/ ��
�� 
�����
0����� ����
��+ �� :���
� ��� ����� �� �����	����	
�
�� ����� 2  ���� 	������
�� ���0�
� ��� ������

�� ����	
#�� �� ��	�
�	 � ��
�	� ��� ��
 ������	� ��/ �/��	
����� �� � �	����$	����
�� �	��	��
���� �
���� ����
��
 �����	�� ���� ��	�
���
#	����� ��� �/��	
����� ������ ��	 ��� � ��
��� E
��
��� ��� �/��	
����� ���
0������� �
��� ��� ������ ��	 ��� ���,�#	�� �� -�.+ ��������
 �� ��	���
��� ���	
���+ �������%�� ��� ��� �
���� ����,�
���� ���,��� ��� ����	� ��� ��
�
���� �F� �� ���
��	����	
��	+ �� ��������� ��� ����,��� ��������
	�� ��� 	��
���+ ��
� ����
 �� �����	�����
�

�8	�	��$�+ 
���	����� ���	 ��
0	� ���0����
�� �� �� ����
��
�� �� ���>���� �� �	
��
�� �� ���
�/��	
����� ��	� �	������ �� ��%�� �� � ��
�	�� @�� ����	
��
�� ��� � ��
�� ��	� �$������� 8�
��
�� ��%�� �� � ��
�	�� ���� �� ��
�� �� � ��
�	�+ ��� 	�������� ��	��� ���	
��+ �� 
�� ��	��� ����
��
�
������ ���� ���%�	� ���� ��
�� �� 0�� ��	����� � ,�
���� 
�
���+ ��
� ���� �� ������ �����
�� ��	��� ��
���
���
��� ���������$
�����

B�F� ��� �������
�� $���	��� ��	� 8�
��+ ���� �������� ��� �
���� �� �	�0�
� ���	 �
��/ ����	�
��	�
�� 
���
	� �� �� ���
#	� �	$��
��� �� 1,��#�� 1���
	� ��	��� �0������� ��� ��	�����
0��+ ��
��	��� �� ��,��� ����,�
���� 2 ����	� �� D�0	�+ �F� �� �
��/ ��	����	
��	 ��� 	��
��� ��
� �	����$	����
�� ��	��� �$������� �	��������
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�� 9�		� �������� �� ��	������� �� �� ���
#	� �/�	���		���	�+ 
���� �� �� 	���	0�
	+ �0�� ��
��/ ����0
	�� "� ��� ������4��+ ������� ��� �	%
�� �����	 �� 1���
� &(���M�	�B 	��%	
�M ���
1� �
�> &����))� E
�� ��� ��� ��	�� ���	��� ���� �������� #	� ��		���	� ��
��� �� ���� ���0���
���	�
�� &!!%)+ 8�	���� �
��
 ��� �����	��+ ��	��
�� ����
$���� �� ��� �� ���0��� =�	� 	�������
��	� �� �����$��� �� ��		�
� ; �� ���� ��� �����	
��� �� �
�	�������	
���� �����	�� ��:��	����
�����	�
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�� �0����$� �����������
	�� B� �C�� ���	 �,�� #�� ��� �/�	=������ 	��	�����
%�� &1>��� �� ���
&���5))+ ����	�
	����� ��/ ���,�#	�� �� -�.� '�� �����
����� ���� ��� $���� �� ����	
��/
���#��� X���
%	��X� ���� ��� �	�0�
� :��
 ����� �� ����	� �� �0
����� �� 8�
� ��� �� ���
#	�
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��� �� �,�� � ���	
��� ��	%����� �� ��� � ���� �	$��
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���	
$
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��� �
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��� &6���)
�0�
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���	������
���>��� �%��	0��� ���� ��	��
��� '�(� �� 6���+ �� �	���	���	 �� ��0�
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�
�
�������
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��/ ��0
��$�� ����� �����$��� �� �� ���
#	� ��	%����
������
	� ���
��� ���� ���
$���� ��� � ��
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�� �� ��� &���*)) �	������
���
��� 	����	�� ��������
	�� ������
%��� �0�� ���/ �%��	0�� ���� ��� '�(�+ �� ��
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� �� %���
�����$���� �� ����+ ���� ��	��
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� �� �� �
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���
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 ���� ��� ���#��� �	#� 	��	�������� ���� ��� � ��
�� �� ��� ���,�#	�� �� -�.� ��� ���/ �����
	
��/ ��� ���� ��� ��
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��� ��	� ��� �/��	
����� �� � �	����$	����
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��� �� � ��
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����� �����$��� �� �� ���
#	� ��	%���� �	
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0� �� 	
� � �� �>���+ �	������ �� 8�	��� ����
��� �	��
�	� ������ ���0����
�� �� 1,��#�� 1���
	��

��� ��� ��������� �� � !

��� ���,�#	�� �� -�. ���� 8�	��� ��	 ���������
�� �� -�.+ $���	������� �� �	������
���� �����,���	 %��
��� ����� �������
����� ��� ����	
��/ ��� ��� ���	
�� ���	 �� �	��
#	�
8�
� 
� , � �	#� �� ��� ��� ��	 (	���� �� 
�,������� &
�,�������+ �*��)+ ��
� ���	 ������
�
��
�� ��	����	� ����
����� �� ���� ���:��	� ��� ��������
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�	����� ��� ��	����	� �� �� ���� &�����	 ��	����	�) ��		��������� 2 ��� 	����
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�� �� �
�#	�
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�� 8�	�� ��� ���	
�� ��	 @������ �� ��� &�!*�) &<
$�	� ���")� (�	 �� ��
��+ ��	#� �0�
	 �%��	0� ��
�	�����
�� �� ��������� �� �,�� ��
�� ��
�� ���� ���  ,�	��,���� �� ���,�#	� �� -�.+ ����
� �I� �� ��� �����%�	����	� &�
��	� �� ���+ �!��[ ���� �I� ��� ����	+ �!55[ ���� �I� �� ���+
�!��) ��� �	����� ��� ���	� ��	����	�� �������
 ��� %���� ��	 �� ���,��	
���
�� �� �	
�#	� ��
-�. &��
���������
�	
��) ��������� �� ��������� �����
��� �� ���
8 �.���� ����� ��	����	�
��	��� �� �	���
	� ��� ���,����
��� �� ������� �� ������

������ ���" R ��� ���/ ��	����	�� �� �� ���� �	������� ���	 ��� ���,�#	�� �� -�. ��	 ?��M�	
&�!5�) �� @������ �� ��� &�!*�)�

.�����
��+ <�		
� &�!�!) �0�
� �	����� ��� �� �	�����
�� ��� ���,�#	�� �� -�. �� F� ��	
���������
�� �� ���	��#	� �� -�.+ �� �
��
��������
�	
�� &�6�.) �� �
�� �� ����� �� �	
�
�#	� �� �� �
�#	�� ��� �
C�	���� �	������� �� ���,��	
���
�� �� ���� ���:��	� ��� ���F	���
�� 
�F	��� ����������� '�� 0��� 8�
	� 0�	
�	 �� ���%	� �������� ���>��� �
�� 2 �� �=�� ����� ��
��	%��� ; �4� ���	 �� ���,��	
���
�� ��	 �
�#	��+ �4� ���	 �� �	
�#	�+ �� �4" ���	 �� ���	��#	��
��
� ��� �
C�	����� �%��	0��
��� 8�
��� ��	 ��� �
C�	���� $	����� 0��� � ����� ���� �� ���� ����
��� ���#��� ���� ����� ��������� ������	�
����

��� ������ ��	 7�. �� ���
�� ��� �
� �� �0
����� �� �	������ ����
��� �������
	�� ����
�� ��	����	� ��� ���,�#	�� �� -�. �
��
 ��� ����� �� �
�
���� ��.+ ��
� ������ �������
��
��	 �� ��	����	� �� ��������� ��	%��� ��� �� =�	� �
	�� &1� ��8�	 �� ���+ �!*�[ ��Q�, �� ���+
�!*"[ 
�	%�I �� ���+ �!*�)� �� �	������ ����
��� ��� ����
 ���F	��� ��	 ��� �����	�� 
�8	�	��$�
�	������� �� � ��
�	� � �� �� ������	
�� 7�������� ��� ����� ��	 �( �61 .�7 &�	���
(���	
>��
�� ��$
� 6�$�� 1�
��
$ .�����	 ��$���
� 7��������) � ��	�
� �� �	��
��	 �� ���
�� ��	����	� ��� ���,�#	�� �� -�.+ ��
� ����
 ���	 �	������� �� ���,��	
���
�� &����:���0
��� -�	>8���+ ���!)� B� �C�� ����� ��� ����	� ��� �� -�. �� ���,��	
��
� ��� ��	 ���
�
��
�� �
+ �	
 �� ���	��#	��+ ��
� ��	 ���
�
�� �� �����#	� �� -�.� �� ���� 
�� ��� ����
 ���	
�
�� �6�. ����� ��� � ��� ��� ����%�� ���� -�. ��
 �	��
�
��
� ���� �� 8�	�� �� �	
����/
�� ��
���	0���
� ��� ���� �� ���,��	
���
��� �� ��� �
��� �� 7�. ��
�
��� ���� ���	� �	�0��/+
�� ��	��� ��� �� 0�
	 ��� ��	����	�� �
��� �� �� ����+ ��� � 
8�� �������� ���	 ��� ��	����	��
������� ��� �%��	0��� ��������� �� ���� 	������� �� ��	��� ��� �� ��F�
�
0����� ��
�
��	 �����
��	����	�� �� ����+ ��� ��	����	�� �	���
��� ��	 ���
�
�� �� �	
�#	�� �� ���� ��� ��� ���� �%��	�
0��� ��	 ����� ��	%��� ����	� ����� ������� �� 7�. &����:���0 ��� -�	>8��� &���!))� ���	�
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�������
��� ���� ��� ��� ���,�#	�� �� -�. ���� 8�	��� ��	 ���
�
��� �� �����#	�+ �� ��� ��
�	������� �� ���,��	
���
�� 8�	�� ��� � �W��� 8�	������ 
�����	����

������ ���� R � 	�����$	���� �� 
���1 ��	 ��� ���,�#	�� �� -�. �� �	������ �� 9�6-+
�� ��� ��	����	� 
����
F���+ ����	#� �
��	� �� ��� &�!!*)�

�
��	� �� ��� &�!!*) ��� ��
�
�� ��� ���	� ��� �
��� �� ��	����	
���
��+ �� � 	�����$	�� 
� ��
� ��� $�> ������� 2 �� �����	����
� �� ����� &
���1) ��	#� ��	
0��
���
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���	����� �� ����	
��+ ��	 ��
0�$� �� ��	��
��� �
�
���� � 
�
���� �� ��� ,���
�� �� ��	��
���
���	�� 8����
���+ ����
	��+ �	���
���� �
��
 ��� �������� 0����
��� ����� ����� ����	� ��� ���
���,�#	�� �� -�. ���%���� =�	� 8�	��� ��	 �� �����$� �� ���	����,�#	�� �	#� 	����
8�� B�
�C�� �� �����$� ������/� �� �������� 0����
�� ��� ������� ��	 9�6-4
���1� ��	��
�� ���
�������� �������� ��� ��	�
� �� ����	� �� �0
����� ���/
������ �� ��	��
��� ��	����	�� ���� ���
���,�#	�� �� ����	�+ �� ���� ���� ��� ��
� ��� �	������� �� 8�	���
��� (�	 �/�����+ �� ������
��
�� ������� � ��		������ 2 ���/
������ �� �,����
�� ���� �� ���,�#	� �� ����	�+ ������2��
	�
����� ��	����	� �� �,�� �.�.�� ���/
������ �� ������� � ��	��� �� ����	� �� �0
����� ���/
��
����� �� ����
��������
�	
�� ��
 ��		������ 2 ��� ��	����	�� �� �,�� �.��.� ���� �� ����	
��
�� ����	�� ��	��
�� �������� �,��
���� ��� �$������� ��� �������� &�������� ! 2 �" �� F$�	�
����)+ ����� �� ����
�
�
��� B�F� ���/
������ ��� �������� �� �� �� 
���
��� �� �	������ �����
��	����	� �� �,��  ���	����,�,��
���� �� 	������� ��� �� ����	� �0�� ����
 �� ����:���0 ���
-�	>8��� &���!) ��
 �	������� ��� ��	����	� �����	�%�� ���	 ��� ���,�#	�� �� -�.� �� �	�0�
�
�� 9�6-4
���1 � ��	�
� �� ����	� �� �0
����� ���/
������ �� ��	��
��� �������	����	�� ��
�
��� �� ����	�
��	 ��� ��	����	� 2 ���� $	���� �� ���� &<
$�	� ����)�

��� ���,�#	�� �� -�. �	�������� �$������� ��� ��	����	� ���,�	����
���� �������
 � ��� �
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�� �0
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��	
%��
�� �� �����
��� ��������� �� ��� ����	
��/ ����� ��� ������+ �� �=�� ��� ��� �
��� ���0��� �/
���	 ���	�
��	��
�� �������� �	������ ���� ��� ���,�#	���

�����	�� ����	
��/ �����$��� ��� ��� ��
�
��� ��	� �� ��� �	�0�
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��� '�� ��	��� ���
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$�>��/ ��������� !�G �� .2 �� ��G �� �-4 �� ��� ��� �������� 16!� ���� c�
	
�� �� ���
&���*)� '�� ��� ��� �	���
�� �� �69�31 ��	 �� 	������	 (6�(7B &1>��� �� ��� &���5) �� <
$�	�
���5)� �� 	������	 � ���
 �� ��	�
���
�	 ���2 ��
�0�	�� ��� ���	�� 	������	�+ 
� �� �	���
� ��� ���
� ��
�� ������� ��	 ��� ��	�
 ��
� ��
������ �� ��0
���
�� �����	�����
��� ���� �� ������ �0���
��=�	� 	�������� B� �C�� �� �������
�� �� �� 	������	 8�
� ����� 2 ���/ �����	���� ������ ��
+
������� ����� �� 8��� �� �����	� ��
��
������ ��� � ��
�� �� �������
�� ���� �� ������ :�����2
�� ��� �� ����� �� ��� ��	����� ��
� ����	
��	� ��/ 8�	��� �����	�����
����� '�� �� ���� ���	� ����
��
������ ���� �� ������ �� ��� � ��
�� 0
������ �� ������	 ��	 ��� ��	�
 �� 0�		� ��
 �����	�
��� �����	�����

������ ���5 R 7������	 (6�(7B+ ���� ������ ��� � ��
�� ��
�
��� �� ���	� �� ��� �	�0�
� ��
� #�� ��� ��� �	���
��� 3� 	���	���	� �� ������	 	��� �� ������+ �
�� �� $�> ��:�	
��
	� ����
�� �����$�+ ���>��� &� ���$	�� 
� �69�31)�

��� � ��
�� ����+ ����� ��� ���,�#	�� �� -�.+ �������� �� ���	���������� �	$��
���� ��
��
�� ��������
	� ����	� ���	 �� 8	���
�� ����%�� &�������� M�� �� ��/
���)+ ��
� �	��������
��� ��	����	� 
		�$��
#	� &7���
� &����))� 9����� ��� ��������� �� �� ����	
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� �� ����� �� ������
�� �14�1+ ��	 �� ������
�� �� �����
0��
�� ��� 
��� , ��	� 	���
����

B� �0�� �� ��'�� 9	��+ �� ��	#� �� ���0�� �����O�� �� $�
��$�+ �� �	��0� �� �
����
�
8 ����
F���

�5 �� �����������	� �� ����� $ ����� �������	��
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������ ��" R 1� ��� �� �9c 3	%
�	�� Y�+ �� �� � ��%	� ��
��
���
�� 2 $��� �+ 2 ������,���	
 ���� 	������
�� �� %�� 2 �	�
��� �� �������
�� ��� $�
��� ��
���+ �� �� �	���� �
���
	� �� �� ��
���	�� ��� �$������� ����	��� ����� ���F$�	��
�� 8�
� �� ��3	%
�	�� �� 
���	����� ���,0�����
��	������� ������
�
�
�� �� �����	�� �� %���� ��  ���� 	������
��+ �
��
 ��� �� 	���
���
�� ���/�
��	
����� �� �����	����	
� �� ����� �� ������ &�14�1) �F� �� ��	����	
��	 ��� 
��� �� ��
��
�� 0�� �� ���	 ��	����	� &<
$�	� ����	#� 9 �	�� 1�
���
F�)�

�� �9c�3	%
�	���Y� ; �� ���	��� ����� �	���� �� ��	� ���$
� ��	�
���
#	� ��	� 2 ��0�,�	 ���
������� ��
��� �� �	���� ���� �� ����� ���� ��3	%
�	�� �	��	����� �
�� ����� �� �	���� ����
��	���� ��� �������
	� ���	 ��� ��� 
��� �� �=�� ����� �	%
���� �� 8�L�� �� �	���� ����� ���/�
>� �� <
$�	� ��� �����	� ��� �����	�� �%����� �� %���� 	������
��+ �0�� �� �9c+ �� ��  ����
	������
�� �0�� ��3	%
�	��� �����  ���� 	������
�� ��	��� �� ����	�	 ����
��	� �
�� ���0��� =�	�
�	����� 2 ��� �=�� ����� ���
���� &<
$�	� ��*)�

��� &�
���� �"	��	��
	�� ��� ���������

��3	%
�	�� ��� ��������� ��	������� �� ����	�	 �� ����� ��� 
��� &������,���	)� '� ��� ���
�����
	� �� �	����%�� �� �	���
	� ��� 
���� (��	 ����+ �� �9c�3	%
�	���Y� �
����� ����� ���	��
��
��� 2 �	���
�� ������ �	
��� ��	 �����	���	�, &B1' ���	 B����	�1�	�, '��
>��
��)� ����� ���
� ��� ��
��
���
�� 8����
���� ��	 
�:���
�� �� �� �����
�� ���� �� � ��� �����	
��� �� ���	�	� ��
����?4��� �� � ��� 0� �
��	 �� 8�	���
�� ���� ��	�, ��
� �$������� ��	����	� ��
��
���
��
��� ��������� �� �� �����
���

�� � ��� �����	�����
��� �	����� ���� �� � ��%	� ��
��
���
�� 0� � �	$�	 ��� $����������� ������
�,��� &�����
�� 2 ����,��	)+ ��
� ��	 �/����
�� ������%
���� ��� $�����������+ ������� 2 ���0��
��	��
�� �� ���0��� ��	 �
	�����
�� ���>��� &���� 8�	�� �� .2) �� �����$� ���� �� ���
���
	�
� ��C� 2 ���◦�+ �� � �	$� 0� =�	� �	���8�	�� ��/ ���������+ ��
 ��	��� ���	� ��
� �	������� &
���
���
�
8�)+ ��
� ���	������� &
��� ��$��
8�)�

����� ��� ��� ��
��
���
��+ �	#� ����� ���	 ������,��+ 0� ��	����	� �� �	�����
�� ��
��� �	��

�� �����������	� �� ����� $ ����� �������	�� ��
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������ ��� R �����	�
��� ���� �����	� �%���� �0�� �� �9c &�	���� 2 
��� �
���
	�) �� %����
	������
�� ��  ��� �� ���� �����	� �%���� �0�� ��3	%
�	��+ 	������
�� ���
���� T ��� ���+ ��
%��� ��
�� ��� 2 �� ����� �/���� ��� T �5���**� �� ��		������ 2 �� 8�	���� %	��� �6-9.+

6

������ ���� 8	�$������
�� �� ��
 ��	� ���	� ��	�
���
#	����� ��
�� ���	 ������,�� ��� �����	��
���� �������� � ���� �
� ��		������	� 2 �� 
��+ ���� �	��
������ ��/ 
���#	�� �	������ ����
������,��+ �� ��� 2 ��� 8	�$����� ��
��� ���� $	��� ���������+ ��� 
��� ��
 ��	��� 0
�
%��� ����
��� �����	�� ��	��� ���/ ���� ��� ��������� ��		����������� ���� ������,�� ��	��� ��� 
��
����+
������2��
	� ������ ���� ��� 8����
��� � 
�
���� ���0��� =�	� �	������� �� ���	������� &�� 8����
�
�� �� �� ����	
�� � �
�
�)� 3� �� 0�
� ��	 ���������� ��� 8�	������ ������ ��� ��������� ��
������,��+ ��
� ��������� ��� ��������� 
��
�����

��� <
$�	�� ��5 �� ��� �	�������� �� 8����
�������� �� �� ���	�� ��
��
���
�� ��	 �����	���	�,�
a �� ��	�
� �� ���
���
	� ���		
0�� �� �� �����
�� ������,���+ �� �O�� �� 9�,��	 &<
$�	�� ��5) ��
8�	�� ���� ���C�� �� � ��� �����	
���� a ���/�	��
�� �� �� �O��+ ��� $����������� �� �� �����
��
�� 8�	����� (�
� ��	 ���������
�� �� � �	$��+ ��� $����������� �/������� ���	 �� 8�	��	 �� ����
���
���+ :������ �� ��� ���� �� ���0��� ��
� �0���	� �� ��� �� � �	$� ��
� �	����
�� ��/ ���������+
8�	���� �
��
 ��� 
��� ��������
	�� ���0��� =�	� 
�:����� ���� ������,���	 �� ������

�* �� �����������	� �� ����� $ ����� �������	��
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������ ��5 R (	
��
�� �� 8����
�������� �� �� ���	�� ��
��
���
�� ��	 �����	���	�, &����	#�
P����� ��� 1��	M��� &����))�

������ ��� R ( ���$	�� 
� �� ���
���
	� ���		
0�� �� �� �����
�� ������,��� �� �� ���
���
	�
�����	�� ���� �� �����	��#�	� �� ������

�� �����������	� �� ����� $ ����� �������	�� �!
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��� '���
����
�	� �� ����� �� 
����� (&')&'*

�� �����	����	
� �� ����� ���� ��	��� ��������	 ��/ 8�	����� %	���� ��� ��������� ��
����	
�� ��� ���� ����
� �� �
��
 2 ���	$��
���
�� $���	��� �� ����	
�� &�
0�	�
�� ��������
	� ��
�
��	
%��
�� �� �����)� B� 	�0��� �+ ���� �� ����� ��� �	#� ��� ��
�8�	���
��� ��	 �� ��	����	�
�� ��� ���������� (��	 ����+ 
� ��� ����
%�� �������,�	 ��� ���	� ��� �
���+ �� �����	����	
� ��
����� �� ������ �� �14�1 ��
 8�� 
��	���
�� ���	 �� �	��
#	� 8�
� �� �!"� ��	 �
%���	 ���
B� &�!"�)� ����� ��� �
���+ �/����
�� �� �� �����	����
	� �� ����� �	������ �	����������+
��	��� �� �
����
�	 ��� 
��� ����� ����� ������
������ ��� 
��� ��
���	=� ���� ������
����� ����
�� �	���� �
���
	� �0��� ��=�	� ���
0�� ��	 ����
�
�� �0�� �� $�> 
��	�� &���� ���	� ��� �� �� ��
�
��)� ��� ��������� 2 �
����
�	 ���� ������
������ ���� ��� ���$� �� ����� ��	$� �� ��� �� ��
������� �� �� ������ �� �� ����� �� �� ��������� �� ������ �� �	��
�
�� ��� �������� ��	 ��
	������
�� �� ����� �� ��
���	����� ��	������� �� �
C�	���
�	 ��� �	���
�� �� �
����
��
���

�� �����	$
� ��� �	���8�	�� ��/ 
��� ��	 �� %
�
� ��� ����
�
��� :�����2 �� ��� ���/��
 �
��� ���
���	$
� 
���	�� ��J����� ���	 ��	����	� �� 8	�$������
��+ ��� �
�
���� ��� ���� 8	�$
��� ��	���
���	� 	������� '� ���$
� �� �� �
����
��
�� �
�� �'� &����
�
���'������ �
����
��
��)� B���
�� ���

���+ 	�������� �� ����� ���
0��
��+ ��	��� ��0�,�� 0�	� ��3	%
�	�� �F� �� ����	�	 �� �����	� ��
8	�$������
��� '� ���$
� ���	� �� �14-7�1� �� �����	� �
��
 ��	�$
��	� ��		������ ������
����

�
�
�������+ ������ ���:������ �� �� ��� 
���&�)+ 	��
��� �� 8	�$������
�� &<
$�	� ��*)�

�� �����	� ��� 
�8�	���
8 �� �� ��	����	� �� ��
�� ��������
	� ����
�� B� �C��+ �� ����	��� ��
�
C�	���� �� ����� ���	� �� ����� 
�
�
������� ������
����� �� ��� ������ ��� 	��
��� �� 8	�$�
������
��+ �� ���� �%���
	 ��� 8�	����� %	���� ��� ��	���+ ����� 2 �
	� ��� 8	�$����� ����	�� ��

��� ��� ��	���� ��� ��	��� ���0��� ���� 	����
$��	 ��	 ��� 8����
��� � 
�
���� �	������� ����
�� ��	����	� �� ��
��� (�	 �/����� ��� ��	�� �� �32 ��� 	��
�� 2 �� �	������ ����� 8����
�� ��
��
&�	$��
���) ���� �� �������� ��		��������� 2 ��
�� �� �� ����� ������
������

����� ��� �
��� �� �14�1 ��� �����������
	� �� �����	� �� ����� X$��%��X+ ��	 ���� ����
��	��� ���%���
	 ��� 
�8�	���
��� ��	 �� ��	����	� ��� 
���+ ��
� �$������� ��	 �� ����
��
��
��� ��������� B�F� ����� ��� �
��� ���� =�	� 
��	��
0�+ ����� 2 �
	� ��� ���� ��� 8	�$����� �����
���
0��
�� ���� 2 ��� ���	 =�	� ������
���� �� ���
0�� �� F� �� ����� � ��� 
��	��
0� 
���	0
���
����� ��
�����
�� �� �
� �� ��
�� 
���� ��� �	�� 8�
%�� ���	 ��� ��� 
��� F�� ��
��� 0
�
%��� ��	 ��
�����	��

��� +������ ��� ����
��� �� �����

������,�� ��� �����	�� �� ����� 2  ���� 	������
�� �� �����$�� ������/�� ���� ��� ��� ���
�,�#	� �� -�. �� ��� � ��
�� ������
�� �
C�	����� ������ ��
 ��	��� ����
����� 
�
�

5� �� �����������	� �� ����� $ ����� �������	��
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������ ��* R B/����� ���� �����	� �� �14�1 ���	 ��� � ��
�� �� �,�� 16!* �� �� ���,�#	�
�� -�.� ��
�� ��	���+ ������
���� �� ����	�+ ��� ��
�� �� ����� ��*��*�� ��� '� ��� ���
0� ��	
����
�
�� �� 8	�$����� ���	 �����	 ��� 
��� F�� ��		��������� 2 ��
�� ��	��� ��
�� �� ��	�� ����
8	�$���� ����	� ���� �� ����� ���� =�	� ����	�
��� �	#� �	��
������� (�	 �/�����+ ��
�� ��
����� �5�����5 �� ��		������ 2 ��
�� �� ����� ��* ��
�� ��� ��	�� �� .-3 T ������� ���

3� �������� ��	 ��,����	 �������%�� ��� �����	�� ����
�+ ���	 ���� �/��	��	 ����� ����
�� 8�	��� �	��	
���
	� �� 9 �	�� &�76P) �� 8�	��� ��/��+ ��	������� �� ��� ���
����	 �0��
��� ��$
�
��� �/��	��� �� ��$
�
�� �� �����	��#�	�� �� ��		���
�� �� �
0��� �� %	�
� 0
��� ���
��
��+ ��
� �� ������� �� ��D� 
����	
� �� ���� �	�� � �� � ���� ����� �/���� ����	�� ���� ��
�����	�� ����� ����� ����	��� ���/ ����������� ; �� ������ �� �� ��D� 
����	
� �	��	����� �
�+
	���
�� $	V�� 2 �� �	�$	���� ��0������ ��	 1�	� �� -d	�� 2 ��@�
0�	�
�� ��6	
>���+ ��
� ���
� ��� �� 0��
���
�� �� ��
�
���� ��� �
$����	�� 
�����
���� ��� ��������� 
����
F���� �� ���� ���
8�	����� %	���� ��
 ��	��� ��
�
���� ��	 �� ��
�� ���� ��
���	�	����
�� ��� 	���������

B�F�+ ��� 8�
� ��� ������
�
��� X��������
	��X �� � ���� 
�� �������+ ������,�� �� ��������

����� ��	 ����
�
���
�� �� �
C�	����� ��� �
���� �� 	��	�������
�� ��� ������� ��
�
��� �� �����
�	����	
� �� ����� ����� ��� �
�$	����� �� 0�� Q	�0���� ���
F�� &.4� �� 8����
�� �� -4�)+
�� ������ ��� ��8���� �� ������ �� ��� ��8���� �� ������ Q���	
�M ��	 �/������

�� �����������	� �� ����� $ ����� �������	�� 5�
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-%-
 ,����	
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���� �� ���
	

�� �
0��� �� %	�
� ���� ��� �����	�� 3	%
�	�� ��� �	#� %�� &�
�� �	�	�� �� $	�����	 �� ����
���� �� �
� �� ���� 
������ �� �����	�)� ���������+ �� �����	� ��� ��
��� �� ����	� �	������
���� ��� F� 
�	� ���� ��� ��
��� ��		��������� 2 �� %	�
� �� �� ��	���� ������ 
�8�	���
��
��	 ��� 
��� &��
��� ���	� ��� �
��)� 6F� �� 	���
	� �� ��/
��� ��� ����� �� ������+ ��
� ����

���0
��	 ���0��������� 8������ ���	
%��
���+ ��� ������
�� ��
� ��� ��
�
���
�� �� ��� ��
��� ��
��	���� ��� ��
�8�	���
�� � ��� �
�� �� ������

(��	 ���� ���� ������L��� ��	 �������	 �� 
���$	���� ��� 
�����
��� �� ���� ��� ��
��� ��
�����	�+ ����� 2 �
	� �� �
��	
%��
�� �� ���%	� �� ��
��� �� 8����
�� �� ���	 
�����
�� .i4.tot�
�� <
$�	� ��! ����	� �� �����	� �� ����� %	��+ ��
 ��		������ 2 �� ��,���� ����0
	�� ���
�����	�� 
��
0
�����+ �
��
 ��� �� 
���$	���� ��� 
�����
���� �� �
��	
%��
�� ��� ��
��� �� ���
 
���$	���� �����	�� ���/ �
��� ��� �
�� ���� �
�� �� 8����
�������� �� ��
���	����� �� 2 ��
��		���
�� �� %	�
� ��
 ��� ��:2 �C������ ��	 ��
���	����� &F��	� �����  ��� ��
�
���� �� %	�
�
%���� �� ��
���	�����)� '� ��� ������
�� ����
%�� ��� �� %	�
� 	��
���� ������� �� �
0��� ��
F��	�+ 
� ��	� ���	� ��	�$
��	� ���� ��� �����	��� �� 
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��	� ��� ���
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��)+ �� � 	�����$	�����
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�
�� ������� ���� ���	� ���+ �� ������	� 8f� �� ���8��
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�*�5� G �� ������ �� ������	� ��� ���� ��	8�
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�	 �� �����	������ �� ����	
��/ �>���� ����	���+ ����
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���
�� �� ����	
��/ ����
��$��� �� ��%�	���
	� ������
�� ��� %���� �����
������ �� ��� ����	
��/� 3	 %
�� ����,��� ���
�����0�	�� 
� , � �	#� �� ��� ��� ��	 (	���� �� 
�,������� &
�,�������+ �*��)+ �� ������
�
��
�� �� ��	����	� ��� ���,�#	�� �� -�. �� ���� ��� ��� �������� 6F� �� ���%��	 ����� ������+
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��	� ��� �
���� ����,�
���� ���	
��� ���� �� � ��
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���� �F� ��
����
��	 ��� 
��$� ���� �	��
�� �� ��� ����	
��/� ����	�
	����� ��/ ���,�#	�� �� -�.+ ���
� ��
�� 8��� ���%:�� ���� �C�	� ����,�
��� 
���	���� �� �� ��	� �� ���%	����� ���
��� 2 �	�0�	�
�� �����+ ���	 �� �
��	 ��� ��� �	�0��/ ��� ���� 	������ ; �� �69�31 &1>��� �� ��� &���5) ��
��		���� �� ��� &���!))+ �� ��%�	���
	� �� � 
�
� � ,�
��� ��3	��, &(�	��� �� ��� &���!)) �� ��
�'16 &���� �� ��� &����) �� .$�,�� �� ��� &���*)) �� 	�$
�� ��	
�
����+ ��'(6
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�� �� ���
&���*)+ c�
	
�� �� ��� &���*) �� ?�
���� �� ��� &����)) �� ����	� �� �����	 ��� (������	, ���
%�	���	, &�(�) �� �� ����	������ �� � 
�
� �� ����
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�� ��6	
>��� 2 9����� &1�	M�	 �� ���
&����)+ .�
� �� ��� &���!) �� 1���$,
 �� ��� &����))� ����� ���	���
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��� ��� ���� ��
�
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���� ��	����	� ���%���
	 �������� 
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���� �� ��� �	$��
���� ������/��� �� �
�� �0�� �� ����
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� ��� ����	�� 8��� �� ���+ �	�$	����	 ���	� 0
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���� �� � ��
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����� �� ���,�#	�� �� -�. ��
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��� ��	� �� ����� ����� ��� ��� �,�� ��
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��%�	���
	� '���	��
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	� ��� 1,��#��� 6����� �	
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���
�� �� -�.� B� �C��+ �� 8�
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��+ ����
��
 ����� ���
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���
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��� �� �����
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����� ���� 0
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�%�	) ������� ��������  ��	�� �F� ���� 	��
	�	 ����� ��� ����	%��� 9��:��	� ���� 0
��+ �� ���
���$� ��� � ��C� 2 ��� Q+ �F� ������
��	� �� ��
�� �� 8��
�� �� ����
�� ����	
���+ ���	 ��	����	�
�� 	����
�� ��
��4%��� �0�� �� �.−� �� ���
 	������ �� �	�����
�� �� -�. $�>��/ �� �� �	����
�� �32� ��� $�> �	���
�� ���� ����
�� ������ ���� �� �
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�
��
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��
 �	���
� ��� ����
�� 
��	���
� ���� �� B	�����,�	 �0�� �� �������
�� &.-3)
�� �	���	�
��� -�. ; .-3 T �� ; � �� �� 	����
�� �� ���	��
� ������� �� :��	� ���� ���	�
���� �� �	������� �� ���,��	
���
�� ����� ��� 	����
�� �/�� �	�
���+ �� ����� �� 	����
�� ���
����$� ���� �� %�
� ����� 2 �����	���	� ��%
����+ �F� �� �	�0��
	 �� ����� ��$������
�� ��
�����	���	�� a �����	���	� ��%
���� �������
�� ��� $�>��/ �� �� -�. ��� �
��
��+ ��
� ��
���
�
%	� �����%�
� ���	� ��� ���/ � ����� �� �
�
�� 	����
����� ��
 �� ������� ��� ���	� �������
�� -�.+ .-3+ �.− �� .-+

4 � 6� 8�	 �� 2 ����	� ��� �� ���,��	
���
�� �	�$	����+ �� ���
�� ���
��	�
� �� 8��� �� ��B	�����,�	 �� �� ������	 �0���� �� :����+ 2 ���	��$�+ �� %	�� �� F��������
�� ��
	 &<
$�	� ���)� �� 	����
�� ��� ����
�� ������� ��	 �����$�+ 2 �����	���	� ��%
����+
��� 0����
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Chemical Characterization of Titan’s Tholins: Solubility, Morphology and Molecular
Structure Revisited†
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A. Bagag,§ O. Laprévote,§ A. Buch,⊥ A. Giulani,#,∇ Gilles Adandé,| F. Ouni,‡ E. Hadamcik,‡
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In this work Titan’s atmospheric chemistry is simulated using a capacitively coupled plasma radio frequency
discharge in a N2-CH4 stationnary flux. Samples of Titan’s tholins are produced in gaseous mixtures containing
either 2 or 10% methane before the plasma discharge, covering the methane concentration range measured in
Titan’s atmosphere. We study their solubility and associated morphology, their infrared spectroscopy signature
and the mass distribution of the soluble fraction by mass spectrometry. An important result is to highlight
that the previous Titan’s tholin solubility studies are inappropriate to fully characterize such a heterogeneous
organic matter and we develop a new protocol to evaluate quantitatively tholins solubility. We find that
tholins contain up to 35% in mass of molecules soluble in methanol, attached to a hardly insoluble fraction.
Methanol is then chosen as a discriminating solvent to characterize the differences between soluble and insoluble
species constituting the bulk tholins. No significant morphological change of shape or surface feature is derived
from scanning electron microscopy after the extraction of the soluble fraction. This observation suggests a
solid structure despite an important porosity of the grains. Infrared spectroscopy is recorded for both fractions.
The IR spectra of the bulk, soluble, and insoluble tholins fractions are found to be very similar and reveal
identical chemical signatures of nitrogen bearing functions and aliphatic groups. This result confirms that the
chemical information collected when analyzing only the soluble fraction provides a valuable insight
representative of the bulk material. The soluble fraction is ionized with an atmospheric pressure photoionization
source and analyzed by a hybrid mass spectrometer. The congested mass spectra with one peak at every mass
unit between 50 and 800 u confirm that the soluble fraction contains a complex mixture of organic molecules.
The broad distribution, however, exhibits a regular pattern of mass clusters. Tandem collision induced
dissociation analysis is performed in the negative ion mode to retrieve structural information. It reveals that
(i) the molecules are ended by methyl, amine and cyanide groups, (ii) a 27 u neutral moiety (most probably
HCN) is often released in the fragmentation of tholin anions, and (iii) an ubiquitous ionic fragment at m/z 66
is found in all tandem spectra. A tentative structure is proposed for this negative ion.

1. Introduction

Titan, the largest satellite of Saturn, has a dense atmosphere
composed of nitrogen (95 to 98%), methane, molecular hydro-
gen, and traces of hydrocarbons. Several nitrogen-bearing
organic compounds such as hydrogen cyanide (HCN), cy-
anoacetylene (HC3N), and cyanogen (C2N2) have been detected
in its atmosphere.1,2

A further chemical growth, initiated by the activation of N2

and CH4 is at work, leading to strong interest and relevance for
astrobiological questions. The atmospheric chemistry is so active

that it eventually produces macroscopic particles that sediment
slowly in the atmosphere, leading to the brownish haze
permanently surrounding the satellite. These organic aerosols
play an important role in the properties and evolution of Titan’s
atmosphere.3 Indeed, aerosols absorb a significant fraction of
the incoming sunlight, generating an antigreenhouse effect that
cools down Titan’s surface.4 However, information on these
aerosols composition, their formation, and their growth is still
very limited due to the difficulty to perform observations of
Titan’s upper atmosphere from the Earth or from space probes.5

A complementary strategy to remote observations was
developed. The study of Titan’s aerosols was refined by
producing analogous materials in laboratory, the so-called Titan
tholins. The most efficient production methods are plasma
discharges in gaseous N2-CH4 mixtures.6-13 In the present
work, the discharge is based on a radio frequency capacitively
coupled plasma.14

† Part of the special section “Chemistry: Titan Atmosphere”.
* Corresponding author. E-mail: nathalie.carrasco@latmos.ipsl.fr.
‡ Université de Versailles St-Quentin.
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In this work two different tholin samples have been generated
by changing the relative abundance of N2/CH4 inlets in the
plasma; either 98/2% (SA98) or 90/10% (SA90). They are
similar to previous tholin production conditions8,14-16 and
representative of the methane molar fraction profile measured17

in Titan’s atmosphere.
The aim is very different from previous solubility studies8,15,16

that were focused on a possible extrapolation of Titan’s aerosols’
solubilities with putative liquid interfaces on Titan’s surface/
subsurfaces or in atmospheric droplets. In this study, the aim is
to know whether the laboratory analyses made on the easily
accessible soluble fractions are representative or not of the bulk
tholins. The choice of the solvent is thus decorrelated from any
considerations about the actual solvatation processes on Titan’s
surface. It ensures that the tholins organic matter is significantly
partitioned into two phases (soluble or insoluble fractions) to
further investigate the morphology and chemical nature of both
the solid and dissolved compounds through complementary
analyses. To further characterize both soluble and insoluble
phases, we first developed a new protocol to evaluate quanti-
tatively the solubility of the samples and we measured the
solubility of samples SA98 and SA90 in one polar (methanol)
and in one nonpolar (toluene) solvent.

The fractions were further subjected to the following analyti-
cal methods:

• Scanning electron microscopy (SEM) was used to evaluate
the effect of solubilization on the morphology of the samples.

• Infrared (IR) absorption spectroscopy was used to evaluate
the potential chemical partitioning occurring in the SA90
and the SA98 samples when the soluble fraction was separated
from the insoluble one.

• Atmospheric pressure photoionization (APPI) coupled with
a hybrid quadrupole time-of-flight mass spectrometry (QTOF-
MS) was used to evaluate the molecular composition of the
soluble fraction of both samples. Further analysis by the tandem
collision induced dissociation (CID) method led to structural
information concerning the negatively charged ionic species
present in the spectrum.

2. Experimental Methods

2.1. PAMPRE Experimental Setup and Tholins Produc-
tion and Collection. The experimental set up named PAMPRE
(French acronym for Production d’Aérosols en Microgravité par
Plasma REactifs) was described in detail previously14 and is
summarized here briefly. The plasma is a radio frequency
capacitively coupled plasma discharge produced at a 13.56 MHz
frequency in a N2-CH4 gaseous mixture. The plasma is confined
in a cylindrical cage shaped by a metallic grid of 138 mm in
diameter and 45 mm length. In the plasma discharge, electrons
dissociate and ionize N2 and CH4. This initiates chemical
reactions and molecular growth producing hydrocarbons and
nitrogen bearing molecules that eventually end up forming solid
particles. The produced solid particles are negatively charged
and maintained in levitation between the electrodes by electro-
static forces. The charge increases with tholin size. The N2-CH4

gaseous mixture is injected continuously into the plasma reactor,
as a neutral flow oriented downward. This produces a neutral
drag force, which can eject the solid particles out of the plasma
discharge. The ejected tholins are trapped in a glass vessel
surrounding the metallic cage. When sufficient amounts of
tholins are produced (i.e., usually 8 h), the plasma is turned
off; the reactor is thoroughly pumped to evacuate potential traces
of HCN and other residual gases, then filled with N2 to
atmospheric pressure and opened for solid sample collection.

Under usual conditions, about 0.5 cm3 (∼100 mg) of solid
material is produced in a run of 8 h. The tholins, which have
the appearance of a very fine orange to brown powder, are
deposited gently in the glass vessel without any interaction with
the substrate. They are collected into microvials for ex-situ
analyses.

In this work, the samples were obtained in the following
operating conditions: a total pressure of 1 mbar, a flow rate of
55.0 ( 0.1 sccm, and an absorbed radio frequency power of 30
( 2 W. Two different samples were produced by adjusting the
relative flux of N2 vs CH4. The first sample (SA98) was
produced with a gaseous mixture containing 2.00 ( 0.06% of
methane, while the second sample (SA90) was produced with
a mixture containing 10.0 ( 0.2% of methane. Experiments were
performed at room temperature, which is not representative of
Titan’s atmosphere low temperature (100-200 K). The influence
of temperature on kinetics and mechanisms is beyond this work
but is a major concern for further studies on Titan’s tholins.

2.2. Scanning Electron Microscopy. The morphology and
size of the particles of both samples were investigated by field
emission gun scanning electron microscopy (FEG-SEM). Aero-
sols were deposited on an aluminum plate and coated with a
thin layer (20 nm) of gold to make their surface electrically
conducting. Then, observations were achieved with an FEG-
SEM (JEOL) equipped with an X-ray detector.18

2.3. Infrared Spectroscopy Analysis. Measurements by
infrared spectroscopy were performed on the soluble and
insoluble fractions of SA90 and SA98 samples, as well as on
acid treated SA90. The sample for soluble fraction spectroscopy
was produced as follows. The fine powder (a few milligrams)
collected from the PAMPRE setup was put into a polypropylene
microtube. Then 1 mL of methanol per mg of tholins was added,
and the sample was sonicated for 30 min and centrifugated for
15 min at 800g. The slightly colored soluble fraction was then
collected and deposited onto a BaF2 window, by repeated
sequences of droplets deposition and methanol evaporation. The
pure sample, as well as the dried powder containing the insoluble
fraction were also deposited and crushed between two BaF2

windows. The final thin film samples were dried at ambient
temperature under a low pressure of about 550 mbar for at least
2 h to evaporate the remnant methanol from the samples (soluble
and insoluble). Measurements were performed with a micro-
FTIR infrared microscope HYPERION3000 (Bruker Inc.) in the
spectral range 4000-700 cm-1 with 4 cm-1 spectral resolution.

2.4. Mass Spectrometry: APPI. In this set of experiments,
the samples were ionized by the atmospheric pressure photo-
ionization (APPI) technique and analyzed by a hybrid quadru-
pole-time-of-flight mass spectrometer (Q-star pulsar i from
Applied Biosystems) with a resolution of 0.15 u in the full mass
range (from 50 to 1000 u). The photoionization of soluble
fractions took place in the Photospray source (Applied Biosys-
tems) fitted with a Krypton PKS 106 lamp that generates mainly
10.6 eV photons.

The extraction procedure was carried out on both SA98 and
SA90 samples. First, 10 mg of tholins was dissolved in 10 mL
of solvent (methanol or toluene). Each sample was stirred
vigorously with a vortex for 1 h at room temperature and then
filtered through a 0.2 µm Teflon membrane.

The extracted samples were injected into the mass spec-
trometer by the flow-injection analysis (FIA) method: 20 µL
of solutions was loaded into an injection loop and next eluted
with the base solvent at a flow rate of 200 µL min-1 for
methanol and 150 µL min-1 for toluene. Toluene was used
as dopant at 15 µL min-1 in methanol extracts. Operating

11196 J. Phys. Chem. A, Vol. 113, No. 42, 2009 Carrasco et al.
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parameters were heating temperature ) 400 °C, ion source
voltage ) +1500 V or -1200 V, declustering potential )
+10 V or -10 V, focusing potential ) +40 V or -50 V
(positive or negative potentials were adjusted to produce
optimum flux of either positively or negatively charged ions,
respectively). Tandem mass spectrometry experiments in
negative ion mode were carried out with nitrogen as collision
gas and collision energy at -20 or -35 V.

3. Results and Discussions

3.1. Solubility Properties of Tholins in Both Polar and
Nonpolar Solvents. Comparison with the Protocol PreWiously
Used in Tholins Solubility Studies. To compare the solubility
properties of PAMPRE tholins with the already published
literature, we first followed the protocol described in McKay,15

which can be summarized into four steps: (i) mixing of a known
quantity of tholins into a known amount of solvent; (ii) filtration
of the cloudy solution; (iii) evaporation of the solvent; (iv)
measurement of the mass of the remaining solid material. This
method is the standard method to measure the solubility for a
pure material as it usually refers to the concentration of the
substance in a liquid that has reached equilibrium with the
substance in solid phase (e.g., adding more solid no longer
increases the concentration in the liquid phase, it just increases
the solid’s phase volume).

To do so, we measured with 10-2 mg precision, a well-defined
amount of SA98 tholins (about 10 mg) and added 10 mL of
solvent (methanol or toluene). The solution was then stirred
vigorously with a vortex for 1 h at room temperature. The
resulting cloudy mixture was filtered through a calibrated 0.2
µm Teflon membrane, known to be able to retain all solid
material.14 To measure the partitioning between insoluble
fraction and soluble fraction, the solvent was removed from both
fractions using a vacuum rotavapor. This operation was done
at 30 °C to avoid tholin thermal degradation. The solid dry
material was then weighted.

Table 1 presents a summary of the results and their
comparison with those of McKay et al.,15 Coll et al.,8 and Sarker
et al.16 The conditions of tholin production in these studies are
summarized in Table 2. In all these studies, solubility was
supposedly achieved by a partial dissolution of the tholins
samples in a given solvent.

The solubility found by McKay et al. has to be considered
separately because in that case tholins were produced under very
specific conditions: 10% of methane, and at a pressure slightly
above atmospheric pressure. Their samples hence are specific
because they contain much more carbon (C/N ) 5.5) than the
tholins analyzed in the other studies.

A surprising result is the low solubility in polar solvents of
the PAMPRE tholins in comparison with the tholins produced

by Coll et al.8 and by Sarker et al.16 (about 10 times less soluble).
Indeed, the samples were produced almost in the same operating
conditions (see Table 2): low pressure, about 2% CH4 in the
gaseous mixture and a gas residence time of a fraction of second.
Moreover, the elemental compositions of the three tholins are
quite similar: C/N ) 2.3 for the PAMPRE samples, C/N ) 2.8
for the tholins of Coll et al., C/N ) 1.8 for the tholins of Sarker
et al., suggesting the development of a similar chemistry within
the plasma. This result allows us to realize that the so-called
“solubility” used in the previous studies may not be a good
indicator of the solubility properties for tholins. Indeed, these
are nonhomogeneous solids, containing a huge amount of
different compounds (as to be shown below by the APPI-TOF
analysis, and as was shown by Sarker et al.16). Each one has its
own solubility and according to the broad mass distribution
observed by APPI-TOF analysis, a number of molecules may
be still completely soluble in the used volume of solvent,
whereas larger molecules may be at the saturation equilibrium
since the very first microliter of solvent.

Tholins can be compared with polymers.19 The solubility of
polymers and its measurement have been described by the
Flory-Huggins theory in the early 40s.20-23 This approach has
also been followed by Raulin24 for Titan. Three different cases
are reported: (i) the polymer and solvent are totally immiscible
over the entire composition range and will coexist as two distinct
phases; (ii) the polymer and solvent are totally miscible, (iii)
the polymer and solvent are partially miscible and a solution
that contains such a polymer will separate into two phases
containing different compositions of both components. In this
case, phase equilibrium is hardly guaranteed, and quantitative
evaluation is difficult. In the case of tholins, we are facing the
third type of situation.

To confirm this hypothesis for our samples, we checked that
a higher “solubility” could be obtained with the same tholins
by adding systematically a supplementary amount of solid in a
supposedly saturated solution (coexistence of solid and solution),
showing that no stable value of solubility was reached with such
a protocol for tholins.

We therefore extended the previous protocol to approach a
satisfactory quantity to describe the solubility of the PAMPRE
tholins. This was done in one polar and one nonpolar solvent.

Solubility Ratio and AWerage Solubility of the Soluble Part
of PAMPRE Tholins. We propose that a better criterion to
characterize and intercompare the solubility of the samples is
(i) first to quantify the solubility ratio of the samples, i.e., the
ratio between insoluble nucleus and soluble molecules, and (ii)
quantify an average solubility of the soluble part itself, i.e., the
maximum equilibrium concentration for the soluble material.
The results are reported in Table 3 and illustrated in the case of
SA90 in methanol in Figure 1.

(i) Solubility Ratio. Increasing concentrations of raw tholins
in methanol were tested (up to 8 mg mL-1) according to the

TABLE 1: Tholins Solubility (mg mL-1) Obtained after
Partial Dissolution of a Known Amount of Tholins in a
Given Amount of Solventa

Coll
et al.8

Sarker
et al.16

this
work McKay15

operating
conditions

2% CH42 2% 2% 10% CH4,
1150 mb

C/N ratio 2.8 1.8 2.3 5.5
solubility in ND
water 4.4 0.20 0.5
methanol ND ND 0.30 0.5
acetonitrile 4 ND 0.43 ND

a For each sample, the ratio of C/N retrieved from elementary
analysis is indicated. ND: no data available.

TABLE 2: Comparison of Plasma Reactors Operating
Conditions for Tholins Production

experimental
device

PAMPRE
(this work) Coll et al.8 Sarker et al.16

frequency 13.6 MHz DC 60 Hz (mains)
length of the

plasma path (mm)
45 250 + 250 450

diameter (mm) 138 18 and 9 supposed 10 or 18
pressure (mbar) 1 2 10
gas flow (sccm) 55 83 100
temperature (K) ambiant ≈100-150 195
CH4/N2 (%) 2 and 10 2 0.5 to 8
gas residence time

into the plasma (s)
≈0.7 ≈0.3 ≈0.3 or 1

Chemical Characterization of Titan’s Tholins J. Phys. Chem. A, Vol. 113, No. 42, 2009 11197
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protocol described above. Both insoluble and soluble fractions
were retrieved. This allowed quantifying a mass ratio between
the soluble mass and the total mass of the original sample.

A large mass ratio was found in methanol: 19 and 35% for
SA98 and SA90, respectively, whereas the soluble fraction in
toluene is only on the order of 3-5% of the total mass for both
samples SA98 and SA90. The latter is hence close to the
uncertainty on the values. This confirms the trend noticed by
Coll et al. and McKay et al.8,15 concerning the large affinity of
tholins with polar solvents and a much lower one with nonpolar
solvents. Following this, and according to the rule of thumb
that “like dissolves like”, tholins have a large content of polar
molecules and, the fraction of nonpolar molecules is probably
very limited, if it exists at all.

(ii) AVerage Solubility of the Soluble Fraction. A second step
allowed us to determine the average solubility at saturation of
the solution in methanol (“average” again because there is no
guarantee that the soluble fraction is homogeneous; the so-called
solubility refers here to the total concentration of all soluble
compounds included in the tholins and not the concentration of
a pure compound). The dried soluble fraction was partially
dissolved in a limited amount of solvent to observe the
coexistence of both a precipitate and a colored solution. The
resulting mixture was filtered and the soluble part was then
evaporated and weighted. Solubility at saturation was thus
determined at 6.2 mg mL-1 for the SA90 sample and at 2.5 mg
mL-1 for the SA98 sample.

Even in a polar solvent like methanol, most of the organic
matter remains insoluble (65% for SA90 and 81% for SA98).
The reason for such an amount of nonsoluble fraction within
PAMPRE tholins comes likely from the growth process occur-
ring in the plasma discharge. It seems that plasma processes
using levitation allow the production of species containing long
molecules, which are no longer soluble in any solvent. Hence
tholins produced in PAMPRE consist in a limited fraction of
polar molecules readily removable attached to a large and
insoluble nucleus.

3.2. Analysis of the Remaining Insoluble Fraction by SEM
(Scanning Electron Microscopy). The analysis by SEM of the
integer samples SA98 and SA90 has been described in Had-

amcik et al.,18 showing a distribution of globally spherical grains,
more or less regular, isolated or coalescent. In the same plasma
conditions as the ones used for tholins production in the present
work, a mean grain diameter of 315 ( 185 nm with diameters
reaching 1400 nm for the largest detected grains has been
measured for the SA98 sample, and a mean grain diameter of
595 ( 390 nm with diameters reaching 2500 nm for the largest
detected grains for the SA90 sample (the uncertainty reported
here is the half-maximum width of the Gaussian size grain
distributions). More than one thousand grain diameters are
measured on SEM images to obtain a good statistic of the size
distributions. Each grain seems to be an aggregate with an
apparent radial structure. The SA90 sample grains seem to be
more porous than the grains of SA98.

After extraction and recovery of the insoluble fraction, as
described in the previous section, a new snapshot of the samples
was taken by SEM. The shape of the tholins is not modified by
the previous liquid extraction and the sample shows again a
Gaussian size distribution of spherical grains. Figure 2 shows
some examples of the bulk tholins and their insoluble part. The
surface appearance of the grains seems to be protected from
the extraction process. The characteristic cauliflower feature of
SA98 surface is, for example, also observable on the insoluble
remaining grains. The average diameter of the grains is possibly
reduced in comparison with the bulk sample: 290 nm instead
of 315 nm for SA98 and 450 nm instead of 595 nm for SA90.
This decrease is compatible with the mass loss of SA98 but is
more important for SA90. After extraction, the SA90 sample
seems to present more debris due possibly to the long mechan-
ical stirring of grains which are on average bigger and maybe
more fragile in SA90 than in SA98. The important size decrease
of the insoluble part of SA90 may thus be explained by the
contribution of these small fragments. The hypothesis of
superficial smaller molecules is quite probable but needs to be
confirmed by improving the precision on the average diameter
of the particles.

The preservation of the tholins global structure despite the
application of an efficient extraction stress (35% of the organic
matter has been pulled out in methanol for sample SA90 for
example) is in favor of a solid structure despite its important
porosity.

The high porosity of the grains is confirmed by a solvent
accessibility experiment, based on an acidic hydrolysis of the
SA98 sample. The SA98 powder was exposed for 1 week at
room temperature to a 12 mol L-1 HCl liquid solution. This
exposition led to the attack of the terminating -CN functional
groups. IR measurements revealed that this group fully disap-
peared in the spectra and therefore that any part of the tholins,
soluble or insoluble, could be reached by the solvent (see Figure
3). On every IR spectra, the structure appearing between 2300
and 2400 cm-1 is the signature of atmospheric CO2.

3.3. Comparison of Soluble and Insoluble Fractions in
Methanol by IR Spectroscopy. The spectra of soluble,
insoluble, and raw samples of SA90 and SA98 are displayed
in Figure 4. The spectra are divided into four regions of

TABLE 3: PAMPRE Tholins Solubility Ratio and Average
Solubility of the Soluble Fraction in Methanol and Toluenea

solubility ratio (%) average solubility (mg mL-1)

solvent SA98 SA90 SA98 SA90

methanol 19 ( 6 35 ( 5 2.5 ( 0.2 6.2 ( 0.6
toluene 3 5 ND ND

a In the case of methanol extraction, measurements were repeated
three or four times for solubility ratio determinations and twice for
average-solubility determinations (reported uncertainty corresponds
to the standard deviation). In the case of the toluene extraction, the
low solubility of the samples and the viscosity of the solvent led to
a difficult separation between the soluble and the insoluble
fractions. The uncertainty on this determination is large for toluene
and the protocol was not repeated more than once in this case.

TABLE 4: Main Ionic Fragments and Neutral Mass Loss Observed for a Few Main Species by Collision Induced Dissociation
Tandem Analysis of Negatively Charged Ions from Tholins Soluble Fraction in Methanol

precursor (m/z) collision energy (eV) fragments (m/z) neutral mass loss (u)

SA98 93 -20 65 66 28, 27
117 -35 65 66 90 52, 51, 27
141 -35 65 66 88 89 90 114 76, 75, 53, 52, 51, 27

SA90 117 -35 65 66 52, 51
134 -35 65 66 92 107 119 69, 68, 42, 27, 15
149 -35 65 66 107 122 134 84, 85, 42, 27, 15
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interest: region I (3000-3700 cm-1), region II (2700-3000
cm-1), region III (2000-2300 cm-1), and region IV (900-1800
cm-1).

The results are similar for SA98 and SA90. The three infrared
spectra (bulk/insoluble/soluble fractions) exhibit only slight
differences. Region I contains spectral features due to the
symmetric and antisymmetric vibrational stretching modes of
primary, and possibly secondary, amine functional groups.25 The
ratio of peak intensities of these bands is different between
soluble and insoluble fractions. In region II, the intensities of
the alkyl bands, with peaks at ∼2920 and ∼2960 cm-1

(symmetric and antisymmetric stretching modes of C-H in CH2

and CH3), are higher in the soluble fraction than in the insoluble
one. This statement is confirmed by the more intense symmetric
and antisymmetric bending modes of -CH2 and -CH3 peaking
at 1380 and 1460 cm-1, respectively (region IV). This suggests
a higher content of aliphatic chains in the soluble fraction.

The broad and complex pattern at ∼2200 cm-1 also exhibits
a slight evolution, as the weak band at 2240 cm-1 is more intense
and better separated from the rest of the pattern in the soluble
than in the insoluble fraction. This band can be confidently
assigned to a cyanide functional group -CN (branched on an
aliphatic group), whereas the broad structured pattern can be
assigned to either conjugated nitriles and/or isocyanide. As
unsaturation decreases with aliphaticity, these results would
favor the former interpretation that there are fewer conjugated
cyanides in the soluble fraction.

The spectral region IV exhibits spectral congestion. The broad
band peaking at 1630 cm-1 in both the raw tholins powder and
the insoluble fraction, is displaced at 1650 cm-1 in the spectrum
of the soluble fraction. The other intense band peaks at ∼1560

Figure 1. Determination of the soluble fraction and the average solubility of the soluble ratio for sample SA90 in methanol. The soluble ratio
corresponds to the slope of the straight line. The average solubility (horizontal line) is obtained after evaporation of the solvent from the isolated
soluble fraction; and resolubilization of the soluble sample in a minimum of solvent.

Figure 2. Electronic microscopy observations of tholins before (left)
and after (right) extraction in methanol (top, SA98; bottom, SA90).

Figure 3. IR spectra of SA98 tholins before and after an HCl acid
attack.

Figure 4. IR spectra of (a) the SA90 tholin and its soluble and insoluble
fractions and (b) the SA98 tholin and its soluble and insoluble fractions.
Band assignments are given in the text.
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cm-1 and shows no particular evolution in all the spectra. These
bands involve the contribution of CdN groups, as imine and/
or in N-bearing heteroaromatic or heterocyclic groups. Previous
studies16,26 showed that unsaturations were most probably located
on nitrogen. No CdC bonds are thus expected in the IR spectra.
However, the contribution of the scissors deformation of the
-NH2 amine group is expected to range between around 1650
and 1550 cm-1,27 precluding a clear assignment of this spectral
region.

To summarize this section, the infrared spectra of insoluble
and soluble fractions of SA90 are very similar; the soluble
fraction contains most, probably all, the functional groups that
form the insoluble fraction. Hence, a study by mass spectrometry
of the sole soluble fraction provides a valuable insight repre-
sentative of all tholins.

4. Analysis of the Soluble Fraction by Mass
Spectrometry Analysis

4.1. Ionization Methods. The choice of the ionization
method has been dictated by the aim to compare by mass
spectrometry the molecular content of the soluble fractions
resulting from solubilization in either methanol or toluene using
the same ion source. While electrospray ionization (ESI) is not
producing usable signals with nonpolar solvents such as toluene,
atmospheric pressure photoionization (APPI) is.28 APPI is a
relatively recent method.29 The technique is based on the
irradiation of a heated atmospheric spray containing the solvent
and the analyte molecules by EUV photons of known energy.
Usually, when the solvent has an ionization potential higher
than the photon energy, an additional solvent, referred to as
the dopant in the following, is introduced concomitantly in the
source. Direct photoionization of the solvent or photoionization
of the dopant generates reactive ionic species, which can
eventually ionize the analyte molecules. In the positive ion
mode, this chemical ionization produces protonated molecules
and radical cations upon proton transfer and charge transfer,
respectively. In the negative ion mode, deprotonated molecules
and radical anions can form by proton transfer, electron transfer,
or electron attachment. This whole range of ionization mech-
anism is a further guarantee of the universal integral character
of this ionization method, as it is able to reveal almost any type
of analyte in the solution, independently of their chemical
functionality. In this work, toluene extracts did not require any
dopant, because the ionization potential of toluene is lower than
the 10.6 eV photons of the lamp. For methanol extracts, there
is the need to use a dopant. To allow proper comparison of the
mass spectra recorded in toluene, the latter was used as a dopant.

4.2. Mass Spectra in Positive Ion Mode. Considering the
solubility results, soluble fractions of both samples (SA98 and
SA90) in methanol and in toluene were analyzed using APPI
in the positive ionization mode.

For both SA98 and SA90 in methanol, the mass spectra show
a complex spectrum (see Figure 5) containing a very large
distribution of ions from m/z ) 50 to m/z 800 (i.e., the full
analysis range of the instrument), organized in regularly spaced
clusters separated by 13 or 14 u. As can be seen in the spectra,
the intensity of the observed features are quite different;
increasing the CH4 mixing ratio (SA90) favors the presence in
the spectrum of heavier species. The spectra show peaks at every
mass unit between m/z 100 and 800 (see a zoom between m/z

Figure 5. APPI mass spectra of tholins soluble fraction in methanol
in positive ion mode: (a) SA98; (b) SA90. CH4 inlet percentage effect
on tholins composition.

Figure 6. Enlargement of the APPI mass spectrum of sample SA98
between m/z 295 and 325.

Figure 7. APPI mass spectrum of SA90 tholins soluble fraction in
toluene in positive ion mode. Peaks labeled by and X are impurities
also found in the blanks.
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295 and 325 in Figure 6). The resolving power of the time-of-
flight analyzer is here insufficient to attribute unambiguously a

peak to a single compound, since numerous species of same
nominal mass can coexist inside each of the peaks.16

Similar clusters could be detected in the toluene soluble
fraction (Figure 7), though at very low signal intensity. This
not only confirms some very limited solubility of tholins in
nonpolar solvents but also confirms a similar pattern in the
extracted material in toluene and in methanol.

4.3. Negative Ionization Mode. Complementary results for
methanol-extracted samples were obtained under APPI condi-
tions in negative ionization mode. The versatility of the ion
formation mechanisms upon APPI has shown to be particularly
useful for the analysis of complex mixtures30 and especially for
the determination of nitrogen speciation.31

For both SA90 and SA98 soluble fractions, the mass spectra
show a large distribution of ions from m/z ) 50 to m/z 800,
organized in regular clusters separated by 13 or 14 u (Figure 8)
with a signal at each mass unit, as in positive ion mode. The
irregularity in the continuum distribution observed around m/z
260 is due to an instrumental effect from the quadrupole
transmission. Superimposed on this continuum, specific ions are
observed at m/z 66, 93, 117, and 141 for SA98 (Figure 8a) and
m/z 66, 117, 134, and 149 for SA90 (Figure 8b).

Such a peak distribution as observed in Figure 8 is indicative
of a polymeric structure. Collision induced dissociation (CID)
tandem mass spectrometry experiments have been carried out
on some selected ions from the continuum (m/z 283, 284, 285,
297, 310) and on the low mass ions (m/z 66, 93, 117, 134, 141,
and 149; see Table 4). The m/z 283, 284, and 285 set was chosen
randomly and the fragmentation patterns of these species will

Figure 8. APPI mass spectra of tholins soluble fraction in methanol
in negative ion mode: (a) SA98; (b) SA90.

Figure 9. CID mass spectra for the peaks at m/z 283, 284, and 285 of SA98 in the negative ion mode.
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be analyzed by comparison. In the same trend of mind, CID of
the m/z 310 ion will be analyzed with respect to the m/z 283
ion.

Figure 9 compares the MS/MS spectra obtained from the m/z
283, 284, 285 peaks.

These tandem mass spectra are overall very similar. The initial
losses of 15, 17 and 27 u fragments, assigned respectively to
neutral CH3, NH3, and HCN loss, appear as common features
in all the spectra. This clearly indicates that the polymer chains
are ended by a methyl, amine, or nitrile groups. It is noteworthy

that these chemical functions have been identified by IR
spectroscopy (see above). The spectra also show clusters of
peaks separated by 13 or 14 u, similarly to full MS observations.
Interestingly, several series of peaks connected together by 27
units may be found in the spectra. For example, in the CID
spectra of the m/z 283 and 174 species we can find the following
sequences:

In addition it is very likely that these series are enriched and
complexified by intermittent incorporation of 15 u (CH3) or 17
u (NH3). Therefore, it seems that the soluble fraction of tholins
is mostly made of associated nitrile moiety. To check this
hypothesis, the m/z 310 ion has been analyzed by CID (see
Figure 10). The higher mass fragments arise from a loss of 15 u
from the precursor and from loss of 27 u to give the m/z 283
ion, which in turn may lose 15 to produce the m/z 268 species.
Several series of 27 u losses may be identified in this spectrum,
the most interesting one being the one connecting the m/z )
201 peak to the m/z 66 one through the base peak at m/z 174.

Finally, the most striking common feature of all the tandem
mass spectra is the formation of an intense m/z 66 peak,
whatever the precursor ion selected. Interestingly, the m/z 66,
93, 107, and 147 peaks are also observed in the full mass
spectrum (see Figure 8). These species are found both in the
mass spectra and in the CID spectra of all the selected
compounds. This could indicate that they are sort of elementary
blocks from which the polymerization might occur. Therefore,
elucidation of the chemical structure of the m/z 66 ion, which
seems to be the most fundamental of all these ions, appears
especially important. The CID spectrum of the m/z 66 ion is
displayed in Figure 11.

At the resolution of the instrument, this signal could cor-
respond to the following formulas: C4H4N-, C3H2N2

-, C5H6
-

or C2N3
-. The C5H6

- candidate may be ruled out considering
the absence of nitrogen in the formula and the necessary
presence of at least one unsaturation involving two carbon
centers, which has been excluded by IR spectroscopy. The
C4H4N- and C3H2N2

- formulas correspond to either five-
member heterocyclic rings (such as pyrrole) or alkyl nitrile
derivatives (such as allyl cyanide). Tandem mass spectra of the
pure chemicals (pyrrole and allyl cyanide) have been recorded
(in the same experimental conditions) to compare with the

Figure 10. CID mass spectrum for the peak at m/z 310 of SA98 in
the negative ion mode.

Figure 11. CID mass spectrum for the peak at m/z 66 of SA98 in the
negative ion mode.

Figure 12. CID mass spectra for the [M - H]- precursors ions from pyrrole and allyl cyanide standards.
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fragmentation pattern of the m/z 66 ion. As seen in Figure 12,
the CID spectra of pyrrole and allyl cyanide are very different
from that of the m/z 66 ion from tholins. The latter shows two
main (and complementary) peaks at m/z 26 and 40, which are
assigned to CN- and CN2

-, respectively. Therefore, the C2N3
-

formula appears to us as a good candidate. We propose the
following tentative structure and suggest fragmentations as
observed upon CID:

5. Conclusion

The complementary analyses performed in this work lead to
a better understanding of the chemical structure of the tholins
produced in the PAMPRE reactor. Both SA90 and SA98
samples are significantly soluble in the polar solvent methanol
and almost nonsoluble in the nonpolar solvent toluene. Up to
35% of the organic matter was dissolved in the case of SA90
in methanol, which indicates the presence of a major insoluble
fraction that constitutes the structural armature of the macro-
scopic material. Hence, a scanning electron microscope com-
parison of the samples was conducted and confirmed that almost
no variation of the tholins structure took place, regardless of
the removal of 35% of material as a soluble fraction in methanol.
The IR transmission spectra revealed as well very similar
chemical signatures for the soluble and the insoluble fractions
(except an evolution of the ratio between aliphatic chains and
nitrogen bearing unsaturated functions, such as cyanides). The
soluble fractions in methanol and in toluene were finally
scrutinized by mass spectral analysis. It highlighted complex
but very organized and regular mass spectra, which are very
similar in the toluene and methanol solutions, albeit very reduced
in the toluene one. This final information is particularly
important, as it validates the representative character of methanol
extracts as probably containing the fraction of tholins that is
sufficiently lightweight to be extracted, but not chemically
different from the raw material. This will allow us in future to
pursue our efforts in analyzing the soluble fraction. The study
by mass spectrometry was pursued with the identification of a
common fragmentation pattern by tandem collision induced
dissociation analysis in the negative ion mode. A ubiquitous
ionic fragment was found at m/z 66, attributed to the C2N3

-

pattern. The latter ion being also present as a major ion in the
direct negative mass spectrum, it could possibly be an important
building brick for the polymerization growth of the tholins.
However the resolution of the mass spectrometer used for this
study did not allow us to identify the thousands of compounds
detected in the soluble fraction of the tholins. Further analysis,
requesting for high resolution mass spectrometry are thus in
preparation to solve this challenging question.
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HCN polymers are complex organic solids resulting from the polymerization of

hydrogen cyanide (HCN) molecules. They have been suspected to contribute to

the refractory carbonaceous component of comets as well as the distributed CN

sources in cometary atmospheres. Titan’s tholins are also organic compounds

produced in a laboratory setting but result from the complex chemistry between

N2 and CH4 induced by UV radiation or electric discharges. Some of these

compounds have optical properties in the visible range fairly similar to those of

Titan’s aerosols or those of the reddish surfaces of many icy satellites and small

bodies. It has been proposed that HCN polymers are constituents of tholins but

this statement has never received any clear demonstration. We report here on the

comparative analysis of tholins and HCN polymers in order to definitely

establish if the molecules identified in the HCN polymers are present in the

tholins as well. First, we present a global comparison of HCN polymers with

three kinds of tholins, using elemental analysis measurements, infrared

spectroscopy and very high resolution mass spectrometry of their soluble

fraction. We show that the chemical composition of the HCN polymers is

definitely simpler than that of any of the tholins studied. Second, we focus on six

ions representative of the composition of HCN polymers and using mass

spectrometry (HRMS and MS/HRMS), we determine that these tholins contain

at best a minor fraction of this kind of HCN polymers.
Introduction

Tholins and HCN polymers are complex polymeric organic solids mostly composed
of H, C and N atoms. The term tholins designates solid products formed by organic
chemistry in gas mixtures exposed to electrical discharges or ultraviolet radiation.1,2

Since the pioneering experiments by Urey and Miller,3 which were focused on the
origin of life on Earth, numerous studies have been prompted by new fields of
interest: formation of cometary refractory organics,4,5 formation of Titan’s aerosols6

and composition of reddish icy surfaces of satellites in the outer solar system.7 The
so-called Titan’s tholins are formed from N2–CH4 gas mixtures, in the general
framework of simulating the chemistry in Titan’s atmosphere. They have received
aLPG, Laboratoire de Plan�etologie de Grenoble, CNRS, Universit�e J. Fourier, Grenoble, France
bLISA, Laboratoire Interuniversitaire des Syst�emes Atmosph�eriques, CNRS, Universit�e Paris Est
Cr�eteil, Universit�e Paris Diderot, Cr�eteil, France
cLATMOS, Laboratoire Atmosph�eres, Milieux, Observations Spatiales, CNRS, Universit�e
Versailles St-Quentin, Universit�e P. et M. Curie, Verri�eres le Buisson, France
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considerable attention for the last 30 years, as some of these compounds have optical
properties in the visible range fairly similar to those of Titan’s aerosols.8 Titan’s tho-
lins have also been extensively used to simulate the reddish properties of the surfaces
of many icy satellites and small bodies, like centaurs and trans-Neptunian objects.7

Their global albedo and spectral variations in the visible range have been reproduced
by mixtures of dark amorphous carbon and tholins.9

Titan’s tholins (termed simply tholins below) are generally produced in cold
plasma conditions, using either Direct Current (DC) or RadioFrequency (RF)
discharges. Sophisticated experimental setups have been developed worldwide, al-
lowing reproducible experiments and systematic studies. Tholins are recovered
either as thin films deposited onto substrate windows or wall reactors,6,10 or as
fine-grained powders formed and grown in levitation (PAMPRE experiment11).
Systematic studies have described the effect of pressure and gas composition on
the composition of tholins, on the relative distribution of the major functional
groups and on the optical properties. The control of the chemical composition
and structure on optical properties has also been investigated, emphasizing in partic-
ular the role of nitrogen abundance on the absorption strength in the visible
range.10,12

Tholins are complex combinations of C–N–H molecules, with m/z ranging from
a few u up to macromolecules insoluble in organic solvents. A major issue lies in
the elucidation of their chemical composition and structure, which are still poorly
known. Tholins solubility in standard polar solvents ranges between �20–35%, de-
pending on the N abundance.13 The soluble fraction analyzed by High Resolution
Mass Spectrometry (HRMS), appears as a highly complex mixture, with at least
one peak at every m/z and m/z that extend up to 800 u.13–15 The molecules detected
can be classified along families, consisting of the addition of CH2 functional groups
on an initial structure with a fixed number of nitrogen atoms. Periodicity is observed
between patterns formed by different families, pointing to a polymeric structure. In
all molecules detected, unsaturation involves nitrogen atoms.

The tholins’ insoluble macromolecular fraction is more complicated to investi-
gate. Non-destructive spectroscopic techniques like infrared spectroscopy (IR) and
Nuclear Magnetic Resonance (NMR) have revealed major chemical groups, mostly
terminal ones: CH2/CH3, NH/NH2, –CN and possibly –NC, and imines C]N,
which are similar to those observed in the soluble fraction.12,13,16 These techniques
also exclude the presence of double bonded carbons as polyaromatic species and
olefinic bonds. This observation suggests that the key role of nitrogen in the unsatu-
ration of the soluble fraction also applies to the insoluble macromolecular fraction.

HCN polymers are also complex organic solids. They result from the polymeriza-
tion of HCN molecules under various conditions, generally in the presence of a cata-
lyst.17 HCN polymers exhibit various solubilities, chemical structures and
compositions. They form a broad family of compounds, which makes the term
‘‘HCN polymer’’ misleading. The control of the experimental conditions is definitely
more complex than in the case of tholins, and a major issue lies in the reproducibility
of the synthesis experiments.

HCN polymers are also, like tholins, very reactive compounds and are easily
hydrolyzed, forming amino acids and other prebiotic molecules.17–19 For this reason,
they are considered as compounds of high exobiological interest. HCN polymers
have also been suspected to contribute to the refractory carbonaceous component
of comets. Their detection in cometary grains analyzed in the laboratory by
secondary ion mass spectrometry has been claimed, but there is to date no chemical
evidence of their presence.20,21 They are also suspected to be a contributor to the
distributed CN sources in cometary atmospheres.22 Unlike tholins, HCN polymers
have never been analyzed by HRMS. IR spectroscopy and NMR show that both
kinds of samples exhibit similar chemical groups, but spectra appear simpler in
the case of HCN polymers.12,16,21 HCN polymers have been proposed as constituents
of tholins,23 however this statement has never received a clear demonstration.
ART � C003758C
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In this publication, we present a comparison of the soluble fraction of tholins and
of HCN polymers. The tholin samples were produced with the PAMPRE experi-
ments at LATMOS (Verri�eres le Buisson – France), as fine-grained powders grown
in levitation. Previous studies have shown that tholins generated in the PAMPRE
experiment are spherical in shape and 0.1 to 2.5 mm in diameter depending on the
experimental conditions (CH4 concentration, gas flow, RF power, plasma dura-
tion24). This size range is in agreement with the size of Titan’s aerosols as deduced
from the DISR observational data,25,26 i.e. aggregates of thousands of 0.1 mm diam-
eter monomers. The HCN polymers are one of a series synthesized at LISA (Cr�eteil –
France), containing a negligible oxygen amount and being almost completely soluble
in methanol.

We report here on the comparative analysis of tholins and HCN polymers in
order to establish if the molecules identified in the HCN polymers are present in
tholins as well. First, we use elemental analysis, infrared spectroscopy and very
high resolution mass spectrometry to present a global comparison of HCN poly-
mers with three kinds of tholins. These tholins have been synthesized with a range
of relative abundances of CH4 in the initial gas mixture representative of those
used for the simulation of Titan’s atmosphere. Second, we focus on six ions repre-
sentative of the composition of HCN polymers. Using HRMS, we determine if
these ions are present in the tholins studied and with tandem mass spectrometry
(MS/HRMS) techniques, we compare the structure of the ions present in both
HCN polymers and tholins.
Experimental synthesis

HCN polymers

The HCN polymers are synthesized by hydrogen cyanide polymerization. As HCN
is not a commercial product, this synthesis includes two steps: first HCN is synthe-
sized and purified, and then it is polymerized.

HCN is produced in a vacuum manifold by reaction of NaCN (cyanide sodium,
Aldrich, 98%) and CH3(CH2)16COOH (stearic acid, Merck, 97%) powders in an
equimolar amount. The reagents are placed under vacuum (<10�5 mbar) for a few
hours in order to remove any water adsorbed on the powder mixture. They are
subsequently heated to 350 K as the melting of the stearic acid drives the reaction.
All gases produced during this reaction are trapped into a flask immersed into
a liquid nitrogen bath. Then, the flask is very slowly heated at about 140 K to subli-
mate all the ices except the HCN that remains frozen in the flask. The purity of the
remaining sample is checked by infrared spectroscopy and the main contaminant is
found to be HCOOH. Any CO2 produced from the thermal decomposition of stearic
acid is eliminated during distillation.

Many methods have been proposed to synthesize HCN polymers.19,27–33 The
protocols, which propose a direct polymerization of HCN, differ by the nature of
the catalyst. As NH3 is detected in numerous astrophysical media and particularly
in comets, we choose to catalyze the HCN polymerization with ammonia. We can
note that Matthews and Moser19,28 have already used ammonia to catalyze HCN
polymerization.

HCN and NH3 (Air Liquide, 99.995%) are mixed in an Erlenmeyer (10 : 1, HCN–
NH3). After the introduction of the reactants, the Erlenmeyer is closed with a glass
cap and put in a water bath at room temperature in order to prevent high temper-
atures due to the exothermicity of the polymerization reaction. At room tempera-
ture, HCN is liquid while ammonia stays in the gaseous state in the Erlenmeyer.
The liquid HCN darkens and some solids appear slowly. In a few hours, it turns
to yellow, orange, brown and finally black. To reach the most complete polymeriza-
tion as possible, we wait 51 days before stopping the reaction and collecting the re-
sulting solids.
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Tholins

The tholins used in this study were generated in the PAMPRE experiment. This
experimental setup uses an RF capacitively coupled plasma (RF CCP) discharge
as the energy source to induce chemistry in a N2–CH4 gas mixture. The RF CCP
discharge is produced between two electrodes in the shape of a grid cage, thus
confining the plasma.11 The tholins generated are charged solid particles that are
formed and grow in suspension in the plasma. They are maintained in levitation
by the electrostatic force between the electrodes until they are large enough for other
forces (ion and neutral drag, gravity) to compensate the latter. The tholins are then
ejected from the plasma through the grid anode and deposited onto a glass crystal-
lizer surrounding the plasma grid cage. After a production run, tholins are collected
under atmospheric conditions and stored in plastic vials at room temperature for
further ex situ analysis.

For the study presented here, tholins were produced using a 30 W, 13.56 MHz RF
discharge at a pressure of 1 mbar, and at ambient temperature (neutral gas temper-
ature � 70 �C). Before producing tholins, the chamber was baked out at 110 �C for
several hours, while being pumped down to 6 � 10�5 mbar, in order to remove H2O
adsorbed on the chamber walls and the electrodes. After this baking procedure, an
additional cleaning of the electrodes was done by running an argon plasma
discharge. Tholins were produced in three different N2–CH4 gas mixtures with 2%
(SA98), 5% (SA95) and 10% (SA90) CH4 concentrations, for 8 h each. These gas
mixtures were chosen in order to compare tholins with known different chemical
compositions. The production rates obtained for tholins produced at 2%, 5% and
10% were 32 mg h�1, 29 mg h�1 and 3.3 mg h�1, respectively.
Analytical techniques

Elemental analysis

An elemental composition analysis of the tholins produced in PAMPRE has been
achieved at the Institut de Chimie des Substances Naturelles (ICSN, France) in
order to measure the C, H, N, and O mass percentages in the tholins. For C, H
and N, the analysis is done using a CHN 2400 Perkin Elmer analyzer which uses
combustion under helium flow. A precisely weighed 1.5 mg sample is placed in the
analyzer chamber which is first flushed with pure helium. The sample is then burnt
at 940 �C with a 2-s long pure oxygen injection. The gases released, i.e. CO2, H2O
and N2, are mixed and analyzed by gas chromatography. The oxygen quantification
is obtained via a Vario EL III Elementar analyzer which uses carbon pyrolysis at
1150 �C under helium flow. CO is then measured using a thermal conductivity
detector.

Infrared spectroscopy

Fourier Transform Infrared measurements were performed using a Bruker Hyperion
micro-spectrometer operating in the spectral range 4000–600 cm�1 and equipped
with a MCT detector. The spectral resolution was 4 cm�1. Samples were measured
as crushed grains onto a ZnS window. The infrared spectra of the tholin samples
were acquired under ultra-vacuum (�10�7 mbar) in order to minimize the spectral
contribution of adsorbed water, while the spectrum of the HCN polymers was
measured at ambient conditions.

Very high resolution mass spectrometry

While HCN polymers are almost completely soluble in methanol, tholins are not13

and therefore a strict protocol of solubilisation of the samples was used. HCN poly-
mers and tholins were dissolved in pure methanol (1 mg mL�1), followed by 30 min
ART � C003758C
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sonication and 3 min centrifugation at 9000 g in order to collect the clear solution.
Solubility of the tholins is estimated to be up to 30% in these conditions.13 In order to
check for possible hydrolysis of the sample before analysis, the same protocol of sol-
ubilisation was performed with acetonitrile instead of methanol. No significant
difference could be observed in the spectra although the ionisation efficiency was
systematically poorer.

An LTQ-Orbitrap hybrid mass spectrometer (Thermo Fisher Scientific, Bremen,
Germany) equipped with the standard IonMax electrospray ionization system
(ESI) was operated in the positive ionization mode with a spray voltage of 3.5 kV.
Sheath gas was set to 6 arbitrary units and the ion transfer tube was maintained
at 275 �C. Tube lens potential was kept at 50 V. Transfer capillary was changed
and thoroughly washed between samples. Samples were introduced into the mass
spectrometer by flow infusion at 3 mL min�1. The Orbitrap mass analyzer was cali-
brated daily according to the manufacturer’s directions using a mixture of caffeine,
MRFA peptide, and Ultramark. No internal calibration was used in these measure-
ments.

Full scan profile MS data (50–300 u window and 150–1000 u window) were
acquired in the Orbitrap with resolving power setting of 100 000. The injection
time was from 3 to 150 ms with a target of 100 000 ions in the Orbitrap adjusted
by automatic gain control (AGC). All MSn measurements were performed in the
LTQ ion trap with a normalized collision energy of 30%. The activation time was
set at 30 ms with the activation parameter q ¼ 0.25. The isolation window was set
to 1.2 u. The data presented here were all obtained with the FT-Orbitrap as the final
mass analyser (MS/HRMS).

Data acquisition and processing were performed using the Xcalibur software
(version 2.0.7; Thermo Fisher Scientific, San Jose, CA, USA). Elemental formula
assignments were made by comparison of the observed m/z with calculated elemental
formulas using H, C, N and O. We assumed that the elemental formula whose calcu-
lated m/z was closest to the observed m/z was the correct formula. In our tholins’
spectra, low intensity peaks are often attributed to oxygen-bearing ions while this
is seldom the case for HCN polymers. This observation is consistent with the lower
C/O ratio in tholins than HCN polymers as determined from their elemental analysis
(see next section).
Results and discussion

Global analysis of the samples

Elemental analysis. From an elemental analysis of the HCN polymers and tho-
lins,34 we calculated the C/H, C/N and C/O elemental ratios, as shown in Table 1.
The oxygen content originates both from residual oxygen present during the
synthesis and from oxidation/adsorption of water vapor during sample collection.
Thermogravimetry experiments as well as IR spectra suggested that a non-trivial
fraction of the tholins’ H content originates from water adsorbed on the samples.34

This fraction is probably similar in all tholins as the O content does not vary much
from one sample to the other. The lower O fraction in HCN polymers indicates that
Table 1 Elemental analysis of HCN polymers and tholins.34 Relative errors are typically of 1%

C/H C/N C/O

SA90 0.74 2.4 6.9

SA95 0.84 1.7 5.8

SA98 0.95 1.2 5.9

HCN polymers 0.83 0.95 10
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the quantity of water adsorbed on HCN polymers is smaller than on tholins. These
observations imply that the relative trend in the C/H ratio in tholins is real but that
the C/H ratio of tholins cannot be directly compared to the C/H ratio of HCN poly-
mers.

The results presented in Table 1 indicate that the tholins composition depends on
the CH4 content in the initial gas mixture. Tholins become more hydrogen rich and
nitrogen poor when the amount of CH4 increases. The C/N ratio is lower in HCN
polymers than in any of the tholins, indicating higher nitrogen content. This shows
that the global composition of the HCN polymers is different from the composition
of all the tholin samples although some specific molecules constituting the HCN
polymers might be present in tholins as well.

Infrared spectroscopy. The infrared spectra in Fig. 1 highlight the main chemical
groups present in the samples. The broad feature in the spectral region 3500–3000
cm�1 shows evidence of the presence of primary and likely secondary amines. In
SA98 and SA95, aliphatic groups CH2 and CH3 exhibit features around 2950,
1450 and 1380 cm�1. In the four samples, cyanides and possibly isocyanides are iden-
tified by a group of features at�2200 cm�1. Finally, the peak at�1650 cm�1 is attrib-
uted to the C]N bond (imine). Nevertheless, the spectral region 1650–1000 cm�1 is
very congested pointing at a complex spectral mixture of different components.
Beside the identification of these chemical groups, we observe that the spectra of tho-
lins are smooth and composed of broad features, while the spectrum of HCN poly-
mer is simpler, exhibiting narrow features. This suggests that the HCN polymer is
chemically simpler than the tholins. A detailed assignment of the HCN polymer
spectrum is beyond the scope of this paper. Note that the spectral contribution of
adsorbed water, either in tholins and HCN polymers, does not significantly alter
their spectral signatures.
Fig. 1 Infrared spectra in the 3800–700 cm�1 region of the three tholin samples and of the
HCN polymers.
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Fig. 2 Positive mode ESI Orbitrap spectrum in the m/z 65–210 region. (a) SA98, (b) HCN
polymers.
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Very high resolution mass spectrometry. ESI-HRMS allows the analysis of highly
complex mixtures of organic compounds by direct infusion without prior separation,
and therefore provides a snapshot of the thousands of molecules that can ionize
under selected experimental conditions. ESI is considered to be a ‘‘cold’’ ionization
method, which strips molecules from solution predominantly as protonated (or de-
protonated) species into the gas phase. In general, no significant fragmentation of
the protonated molecules occurs during the ESI process.

We compare ESI-Orbitrap spectra of HCN polymers and SA98 on Fig. 2. The
global Orbitrap spectra of SA95 and SA90 are not reproduced here as their general
shape and structure are similar to that of SA98. This is consistent with previous
observations that every tholin spectrum is identical to the first order, not depending
on the synthesis process.14,15,35 They all show simple and regular patterns in the
molecular weight distribution of the ions, i.e., regularly spaced clusters separated
by 13–14 u.13 However, complex statistical representations based on Kendrick and
van Krevelen diagrams reveal that the SA90 sample is richer in CH2 than the
SA98 sample.15 This is consistent with their respective elemental analysis, showing
a lower C/H ratio and a higher C/N ratio in SA90 than in SA9834 (see Table 1).
The general aspect of the HRMS spectrum of the HCN polymers is very different,
with peaks extending to higher m/z and no obvious structure. However, several fami-
lies of molecules could be identified, as discussed in the next section.

In order to better compare the general aspect of the mass spectra of HCN poly-
mers and the three tholin samples, we focus in Fig. 3 on the m/z 150–185 region.
This m/z region corresponds to three characteristic clusters of about 13 ions in the
tholin samples while the HCN polymers spectrum is much simpler, with only a few
ions in the same m/z range. Moreover, the representative close-up on m/z 165 in
the inset shows that while a single ion is present at a given nominal m/z in the
HCN polymers, at least three ions with the same nominal mass are observed in
the tholins. Very high resolution and exact mass measurements in the Orbitrap
allow the identification of these ions: C6H9N6

+ (measured at +1.8 ppm of its exact
m/z), C8H13N4

+ (measured at +0.12 ppm of its exact m/z) and C10H17N2
+

(measured at �0.24 ppm of its exact m/z). Although C6H9N6
+, the ion identified

in the HCN polymers, is also present in SA98, its relative abundance decreases
in SA95 and it is almost absent from SA90. At the same time, the relative abun-
dance of C8H13N4

+ and C10H17N2
+ increases from SA98 to SA90. This observa-

tion is consistent with the results of the elemental analysis, showing a lower C/
N ratio in the HCN polymers than in any of the tholins and an increasing C/N
ratio from SA98 to SA90.
ART � C003758C
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Fig. 3 Positive mode ESI Orbitrap spectrum in the 150–185 m/z region. (a) SA90, (b) SA95, (c)
SA98, (d) HCN polymers. The inset gives a close-up on m/z 165 with intensities normalized for
better visualization.
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The elemental analysis results, infrared spectra and very high resolution mass
spectra clearly indicate that the HCN polymers have a much simpler composition
than the three tholins studied. At first, their composition appears closer to the
composition of SA98 than of SA95 or SA90. In order to better determine if some
of the molecules identified in the HCN polymers are present as well in the tholins,
we next focus on a few specific ions representative of the molecules present in the
HCN polymers. We first determine if ions with the same chemical composition
are present in the tholin samples and then we perform MS/HRMS measurements
in order to show if these ions have the same chemical structure.
Comparison of the HCN polymers and tholins

Fig. 4 presents a very high resolution mass spectrum of HCN polymers in the mass
range m/z 150–300. From these data, we have identified several families of molecules
in the HCN polymers. All molecules of a same family present an offset of m/z 27, the
mass of HCN. For instance we have identified pure (HCN)n polymers from m/z 54 to
m/z 891 (i.e. from n ¼ 2 to n ¼ 33). In order to compare tholins and HCN polymers,
we have selected six molecules (m/z 109, 165, 178, 195, 244 and 261) from five distinct
families. Three of these families are highlighted in Fig. 4. The m/z 109 ion ((HCN)4

molecule) was selected because of its importance in HCN polymerization processes
evoked in the literature.17,36 The m/z 244 ion ((HCN)9 molecule) was selected because
it is the base peak in the mass spectrum of HCN polymers. The other molecules were
selected because they are the most intense of their respective family, which are in
turn the most intense families after the pure HCN one. The m/z 165 ion belongs
to the family identified as (HCN)xH2 (x ¼ 6), the m/z 178 ion to the (HCN)xNH
(x ¼ 6) family, the m/z 195 ion to the (HCN)xN2H4 (x ¼ 6) family, and finally the
m/z 261 ion to the (HCN)xNH3 (x¼ 9) family. The different ions and their respective
families are summarized in Table 2.

A summary of the (non)-detection of six selected HCN polymer ions in the three
tholin samples is presented in Table 2. The Table shows that the trends presented
ART � C003758C
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Fig. 4 Positive mode ESI Orbitrap spectrum of HCN polymers in the 150–300 m/z region.
Three different families are highlighted along with the specific ions studied here (Table 2).

Table 2 Chemical formula, measured and theoretical m/z and Dppm as well as their HCN

polymers family of the six ions studied here. The (non)-detection of these ions in the three tholin

samples is also given. ‘‘++’’: major ion at its nominal m/z, ‘‘+’’: minor ion at its nominal m/z,

‘‘-’’: non-detected

HCN

polymers

family

Main ion in the HCN polymer sample Tholins

Chemical

formula

Measured

m/z

Theoretical

m/z Dppm SA98 SA95 SA90

(HCN)x C4H5N4
+ 109.0506 109.0509 �2.6 ++ + —

(HCN)xH2 C6H9N6
+ 165.0882 165.0883 �0.58 ++ ++ +

(HCN)xNH C6H8N7
+ 178.0833 178.0836 �1.2 ++ + —

(HCN)xN2H4 C6H11N8
+ 195.1096 195.1101 �2.7 + + —

(HCN)x C9H10N9
+ 244.1055 244.1054 +0.35 ++ + —

(HCN)xNH3 C9H13N10
+ 261.1320 261.1319 +1.3 — + —
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above for C6H9N6
+ can be generalized to the other HCN polymer ions: they are de-

tected in SA98 and to a lesser extent in SA95 but are mostly absent from SA90. The
HCN polymer ions are systematically the ions containing the most N atoms at
a given nominal m/z in the tholins. This is again consistent with the lower C/N ratio
in HCN polymers than in any of the tholins and the increasing C/N ratio from SA98
to SA90 (Table 1). Only C9H13N10

+ has a slightly different behavior: it is present in
SA95 but is absent from both other samples.

Although HCN polymer ions are present in SA98, their relative intensity in a given
ion cluster is fairly low, as illustrated in Fig. 3 for C6H9N6

+ at m/z 162. However, the
relative intensity of the peaks in the mass spectra is not directly correlated with the
molecules concentration in the samples as their solubility and ionization efficiency
may be different. Our HCN polymers are almost entirely soluble in methanol sug-
gesting that those present in the tholins must have been extracted during the solubi-
lization protocol. Ionization efficiency with an electrospray in the positive mode
mostly depends on the proton affinity of the molecules, which is difficult to deter-
mine without knowing their exact structure. However, the ionization efficiency of
ART � C003758C
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Fig. 5 Positive mode ESI Orbitrap MS2 spectrum of m/z 178. (a) SA98, the inset gives a close-
up on m/z 178, m/z 161 and m/z 136, (b) HCN polymers.
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the HCN polymers was excellent and it is difficult to believe that their ionization effi-
ciency is systematically lower than that of the tholins. To summarize, the low inten-
sity of the HCN polymer ions in the tholins most likely reflects a real low abundance
of these molecules in the tholin samples.

While the very high resolution mass spectra provide unambiguously the atomic
composition of the molecules, they do not give much information on their structure
as only general trends can be derived. In order to determine whether the same
isomers are present in both HCN polymers and tholins, representative ions have
been selected and used as precursor ions in MS/HRMS experiments. This technique
has already been used on tholins and supported the presence of amino and nitrile
functionalities in the samples studied.35 Fig. 5 shows a characteristic MS2 spectrum
of m/z 178 for HCN polymers and SA98. The results of MS2 experiments for the four
major HCN polymer ions identified in SA98 (Table 2) are compared to the results
obtained for the HCN polymer sample in Fig. 6. The low intensity of the HCN poly-
mer ions in the tholin samples precludes from performing any further MSn.

We first note that the loss of NH3 is the main fragment for m/z 165, 178 and 244 in
HCN polymers. This indicates that NH2 represents a significant fraction of the HCN
polymers, in agreement with the IR and NMR spectra. The two ions at m/z 109 and
244 are from the same family ((HCN)x with x ¼ 4 and 9, respectively) and it came as
a surprise that these two ions exhibit a very different fragmentation pattern. The ion
at m/z 109 loses HCN exclusively, while the ion at m/z 244 loses mainly NH3, a small
fraction of HCN and NH2CN. This implies a non-trivial structural evolution inside
a same family, probably invalidating the process of linear polymerization.

While the analysis of the fragmentation patterns of HCN polymers is straightfor-
ward, those of the tholins must be interpreted with caution. First, for instrumental
reasons, the selection window for the precursor ion cannot be narrower than 1 u and
a mixture of ions with a different chemical composition is actually selected in the
case of the tholin samples (Fig. 3). This implies that most of the fragment ions
can originate from more than one parent ion. As shown for example in Fig. 5, for
the MS2 of m/z 178 in SA98, the fragment at m/z 136 C5H6N5

+ can be attributed
to a loss of NH2CN from C6H8N7

+ as well as a loss of C3H6 from C8H12N5
+.
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Fig. 6 Graphical representation of the MS2 data for m/z 109, m/z 165, m/z 178 and m/z 244
from SA98 and HCN polymers. MS2 data for m/z 165 from SA95 are included as well.
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Only the loss of NH3 and HCN can be systematically traced back to C6H8N7
+ as the

single parent ion. Next, tholins are obviously complex mixtures, and it may be
possible that at a given same exact mass isomeric molecules are present, which
will each exhibit their specific fragmentation signatures in the MS/HRMS. MS2

experiments were obtained for m/z 165 in SA95 as well as in SA98 and in both cases
major fragments include the loss of NH3, HCN and N3H, although the relative
intensity of the loss of HCN and N3H are reversed. This comparison illustrates
the typical variability in the fragments intensity for two different samples with
a same group of ions having different relative intensities.

Taking all these considerations into account, it is remarkable to see how similar
are the tholins’ and HCN polymers’ dissociation patterns for the same nominal m/
z. First, the percentage of fragmentation (intensity of the parent ion vs. sum of
the intensity of the fragments) of the four parent ions is similar in SA98 and
HCN polymers, with increasing fragmentation from m/z 109 to 165 to 178 to 244.
Next, in both samples, the loss of NH3 is by far the main fragment for the three
heaviest ions, while for m/z 109 the only major fragment corresponds to the loss
of HCN. Other major fragments in SA98 (loss of N2 and NH2CN for m/z 178,
loss of NH2CN for m/z 244) observed with very low intensities in HCN polymers
may be explained by the further presence of other ions/isomers at this same nominal
m/z in the tholin sample.
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MS2 fragments from SA98 are hence compatible with the fragments from HCN
polymers, suggesting that the ions (or at least the major isomer) have a similar struc-
ture. This shows the very detailed description of complex mixtures that can be ob-
tained with our LTQ-Orbitrap instrument. However, the interpretation of the
data is rather difficult a priori and further work is needed in order to totally confirm
our results. For example, further studies using pure compounds of known structure
are necessary to gain understanding on the fragmentation pathways of molecules.
Conclusion

Mass spectrometry confirmed the relative molecular simplicity of HCN polymers
compared to tholins already suggested by IR and NMR spectroscopy. Very high
resolution and exact mass measurements coupled to MS/HRMS techniques revealed
that HCN polymers are at best a minor component of tholins. This result indicates
that the similar appearance of the IR spectrum of tholins and HCN polymers is only
due to a similar distribution of functional groups rather than a detailed structural
identity. An in-depth study of the composition of HCN polymers from their very
high resolution mass spectrometry and MSn will be presented in a forthcoming
work.37

Titan’s tholins are currently produced in a wide variety of experimental setups
that employ different gas mixtures, energy sources, temperatures, and pres-
sures.1,2,6,10,11,35 However, the refractive index of only one kind of tholins has been
characterized over a broad wavelength range (0.01–1000 mm).1 As a consequence,
these tholins have been used as a standard when retrieving the optical properties
of Titan.8 It appears that their albedo resembles that of Titan’s actual aerosols in
the visible range but that there are significant differences in the infrared.26 For
example, the VIMS results from occultation data show a lack of the 3 and 4.6 mm
tholin features in the Titan aerosols.38 The characterization of the optical properties
of the tholins generated in the PAMPRE experiment is currently underway39 and it
will be interesting to compare the Titan albedos to these measurements.

MS/HRMS experiments on tholins proved to be difficult to interpret because of
the high number of peaks at each nominal m/z making the assignment of a single
parent to each fragment almost impossible. Therefore, it is challenging to retrieve
some information on the structure of each ion individually. However, a broad
picture of the tholins’ composition in terms of chemical functionality could be ob-
tained by performing systematic analyses of a large number of ions. For example,
C2N3

� has been identified as a major ion as well as an ubiquitous fragment in
APPI-TOF spectra of SA98, suggesting that it is an important building brick in
the growth of this tholins.13 The most common fragments will be compared to a data-
base of MSn fragments of known standards in both positive and negative ionization
mode. Another approach could be to simplify the spectra by running the sample
through an HPLC column before injecting it into the mass spectrometer.

These results highlight the importance and necessity of very high mass resolution,
accurate mass measurements and MSn experiments for a more coherent and in-depth
characterization of complex organic samples. Development of very high resolution
(m/Dm > 105) mass spectrometers for spaceflight capable of in situ sampling of the
atmosphere and the surface of Solar System bodies is mandatory.
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Abstract 

Nitrogen rich compounds are found in numerous planetary environments such as planetary 

atmospheres, meteorites and comets. To better understand the structure and composition of 

this natural organic material, laboratory analogues have been studied. Though HCN polymers 

have been studied since the beginning of the 19th century their structure and composition are 

still poorly understood. In this work we report the first extended high resolution mass 

spectrometry study of HCN polymers. The mass spectra of the polymer contain hundreds of 

peaks to which we try to assign an elemental composition. Elemental analysis has been used to 

constrain the molecular formulae and isotopic signatures have also been used to confirm them. 

The large quantity of amine functions observed with both infrared (IR) spectroscopy and mass 

spectrometry indicates that amine groups are present in most chains found in HCN polymer. 

Collision Induced Dissociation (CID) Tandem (MSn) measurements were also performed on eight 

molecular ions and aromatic rings have been identified. 



 

 

Keywords: HCN polymers, composition, structure, mass spectrometry, MS/MS. 

 

1.Introduction 

HCN polymers are complex polymeric materials, composed of carbon, nitrogen and 

hydrogen. They have been scrutinized for a long time because such materials are suspected to 

be present on a wide variety of solar system objects and beyond [1‐4]. HCN polymers and other 

complex nitrogenated organics are believed to potentially form in the cometary environment [5‐

7], on the surface of icy satellites in the outer solar system [6‐8] and in planetary atmospheres 

[9,10]. For example it has been suggested that they are present in Titan aerosol analogues, so‐

called Titan tholins (complex CHN containing material produced by RF discharges in N2/CH4 gas 

mixture) [11] although it has been shown that they only represent a minor fraction of tholins 

[12]. It has also been proposed that HCN polymers make up part of the refractory organic 

fraction of comets and they probably constitute a solid reservoir that releases gaseous CN 

producing a CN distributed source in cometary atmospheres [22‐24]. However their presence 

has not been confirmed yet by laboratory analyses of cometary grains, even tough nitrile 

signatures have been observed by IR and XANES (X‐ray Absorption Near Edge Structure) 

spectroscopy of Stardust particles [21]. 

Both HCN and NH3 have been detected in cometary environment [13,14] and in the 

laboratory, pure HCN polymers result from the direct polymerization of HCN molecules, which 

can be fastened by addition of a base such as ammonia (NH3). HCN polymers exhibit a large 

variety of properties, solubilities and compositions. They are thus a family of solids rather than a 



 

 

pure and reproducible polymer [15]. The study of HCN polymer is complicated by difficulties in 

controlling the experimental conditions, which is the major source of heterogeneity between 

samples. HCN polymers are reactive and they hydrolyze to form prebiotic molecules such as 

amino acids and even polypeptides [16‐20,33,38]. Although such compounds (HCN polymers) 

are of great interest in various planetary issues and were first observed more than 200 years 

ago (Proust 1806 and Gay‐Lussac 1815) then called prussic acid, they have never been analyzed 

by high resolution mass spectrometry (HRMS). IR and NMR spectroscopies provide a glimpse 

into the polymeric structure and show that HCN polymers are relatively simple in terms of 

chemical diversity [12, 25‐28]. A previous study involving mass spectrometry of HCN polymers 

was briefly reported by Minard et al. [15]. 

We report here the first extended HRMS study of HCN polymer seeking to explore their 

chemical structure and composition in order to identify some of the chemical structures. This 

work follows the comparison of HCN polymers and Titan tholins by HRMS presented in Vuitton 

et al. [12].  In this paper, we will also draw the attention to the intrinsic complexity observed 

within a given sample of HCN polymer. The HCN polymer used in this study was synthesized at 

the Laboratoire Interuniversitaire des Systèmes Atmosphériques (LISA, Créteil, France). 

2. Materials and methods 

2.1 Samples 

Numerous methods have been proposed to synthesize HCN polymer (see [12] and references 

within). In our case, it was produced by direct polymerization of HCN molecules mixed with 10% 



 

 

ammonia as previously described by Matthews and Moser 1967 [20]. Due to its toxicity, HCN is 

not a commercial product. Therefore pure HCN must be made before producing a polymer. 

In our case, HCN is produced by the reaction between NaCN (Aldrich 98%) and stearic acid 

(CH3(CH2)16COOH, Merck, 97%). The two powders are introduced in equimolar proportions in a 

vacuum manifold maintained at low pressure (<10‐5mbar) for a few hours in order to remove all 

the adsorbed water and trapped air. The mixture is heated to 350 K under dynamic vacuum to 

melt the stearic acid and drive the acid/base reaction between stearic acid and CN‐, resulting in 

the production of sodium stearate, HCN gas and traces of CO2 and formic acid (HCOOH). The 

resulting gases are then collected and condensed in a trap cooled to the temperature of liquid 

nitrogen (77K). The ice is then slowly heated to 140 K to sublimate trace impurities in the ice 

except HCN, which remains frozen at those temperature and pressure conditions (<10‐5mbar). 

The sample purity is checked using IR spectroscopy and the main contaminant is found to be 

formic acid (HCOOH) in a minor abundance. 

Polymerization is performed as follows: HCN and NH3 (Air Liquide 99.995%) are mixed at room 

temperature in a sealed flask in proportions of HCN:NH3=10:1 at room temperature. Since the 

polymerization reaction is exothermic, the flask is kept in a water bath, to prevent a 

temperature increase. In the flask, NH3 is mostly gaseous and HCN is mostly liquid. At the 

equilibrium, the reactive liquid is composed of HCN, NH3, NH4
+ and CN‐. As the reaction occurs, a 

solid appears slowly in the flask and its color evolves from yellow to orange, to brown and finally 

to black. We let the reaction progress for 51 days and collect the resulting black powder after 

pumping all the volatiles still present in the flask. 



 

 

2.2 Analytical techniques 

2.2.1 Elemental analysis 

Elemental analyses of HCN polymers used in this study were obtained by combustion for C, N 

and H simultaneously and by pyrolysis for O. The very limited oxygen content was checked by 

pyrolysis as oxygen can be involved in the polymerization reaction due to residue of formic acid 

(HCOOH) in the pure HCN. The measured C, N, H and O mass percentages are shown in Table 1, 

along with the C/N, C/H and C/O elemental ratios. 

2.2.2 Infrared spectroscopy 

Infrared spectra were acquired using a Fourier transform Hyperion 3000 infrared microscope 

(Bruker), operating in the range 700‐3800 cm‐1 with a spectral resolution of 4cm‐1. The samples 

were crushed onto a diamond window. The spectra were acquired under high vacuum (<10‐5 

mbar) to minimize the contribution of adsorbed water. Each spectrum is the average of 200 

individual scans. 

2.2.3 Mass spectrometry 

The HCN polymer used in this study were dissolved in methanol with an initial concentration of 

1 mg.ml‐1, followed by 30 min sonication. The solid is almost completely soluble in pure 

methanol. Nevertheless the samples were centrifugated at 9000 g for 3 minutes in order to 

clearly separate the liquid from the small fraction of remaining solid. The supernatant was then 

introduced into an LTQ‐Orbitrap XL mass spectrometer (Thermo Fischer Scientific) equipped 

with the Ion Max ElectroSpray Ionization (ESI) source which was used with a spray voltage of 3.5 



 

 

kV in positive ionization mode and 3.7 kV in negative ion mode. The tube lens voltage was 

maintained at 50 V (‐50 V in the negative mode) and the transfer tube was heated to 275°C. The 

sample was infused into the ionization system by flow infusion at a rate of 3 µL.min‐1. External 

calibration of the Orbitrap was performed daily using the manufacturer’s Calmix calibration 

solution in the mass range m/z=200‐2000. 

Full scan mode mass spectra were acquired using a mass range from m/z=50 to 1000 divided 

into two subranges of m/z= 50 to 300 and m/z=150 to 1000. The lowest mass accessible with 

the Orbitrap is 50 Da. Full mass spectra correspond to the average of roughly 300 spectra 

collected in 10 minutes.  The Orbitrap has a resolving power (m/Δm) of 105 up to m/z=400. With 

this resolving power we are able to measure the exact mass of each ionizable molecule of the 

solution with accuracy better than 5 ppm (on average 2 ppm). This high resolution and accuracy 

allows for the use of the exact mass to attribute the molecular formulae. The mass defect is a 

powerful tool to constraint the molecular formulae as only one combination of C, N and H can 

reproduce the mass defect within 5ppm in the whole mass range considered in this study. 

Tandem mass spectrometry (MS/HRMS) was also performed on HCN polymers using a strict and 

repetitive protocol in the LTQ ion trap, using helium as the activation gas and final mass analysis 

being performed in the Orbitrap. The normalized collision energy was set to 30% (the absolute 

collisional energy is not known) with an activation time of 30ms and an isolation window of 

1.2Da. In this technique, ions (parent ions) within the isolation window are selected in the LTQ 

ion trap, and their internal energy is increased by collision with He, until the weaker bonds are 

broken, producing specific ions (daughter ions). In our case, this technique allows measuring the 

exact masses of the neutral fragment, as the final products are measured in the Orbitrap (high 



 

 

resolution mass analyzer). Using the LTQ, specific daughter ions can be selected and further 

fragmented iteratively. This repetitive fragmentation has been applied five times consecutively 

starting from the parent ion at m/z =244 (C9H10N9
+). This iterative process is ultimately limited 

by the availability of signal. MS/MS spectra correspond to the average of 5 min of acquisition. 

Data acquisition was performed using the LTQ Tune Plus software (Thermo Fischer Scientific) 

and data processing was performed using custom software developed at the Lunar and 

Planetary Laboratory (University of Arizona) and at the Institut de Planétologie et 

d’Astrophysique de Grenoble (France). Molecular formulae were calculated assuming that no 

oxygen is present in the sample. 

3. Results and discussion 

3.1 Elemental analysis 

The elemental analysis, in weight percentages, of HCN polymer allows us to derive the C/H, C/N 

and C/O ratios as summarized in Table 1. The verified low abundance of oxygen allows us to 

calculate molecular formulae containing only C, N and H atoms and demonstrates the high level 

of purity of the HCN polymer with very little contamination or remaining pollution coming from 

the synthesis protocol. From the C/H and C/N ratios we can derive an atomic excess of 19% for 

hydrogen and 4% for nitrogen both with respect to carbon, this excess represent less than 3 

wt% of the whole polymer. 

3.2 Infrared spectroscopy 



 

 

A typical infrared spectrum of HCN polymers is shown in Figure 1. As a comparison a spectrum 

of tholins, a solid composed of H, C and N, initially designed to study the Titan’s atmosphere 

aerosols, recorded on the same instrument is also displayed. Tholins are produced by Pampre 

experiment [39]. Though not all the spectral bands are fully understood, the HCN polymer 

spectrum shows prominent amine and nitrile features. The amine band is composed of 

numerous contributions with some of them potentially attributable to hydrogen bound amines 

(around 3190 cm‐1) and other to free amines (no hydrogen bond) around 3350 cm‐1. No clear 

methyl (CH2, CH3) features are visible. The nitrile band around 2200 cm
‐1 is composed of two 

clear contributions that were described in Carrasco et al. 2009 [29]. The most intense feature in 

this region can be confidently assigned to nitriles linked to aromatic ring at 2215 cm‐1 and the 

second feature at 2180 cm‐1 can be assigned to nitriles linked to unsaturated chains. A complex 

feature is visible at 1650cm‐1 and below. This feature is composed of the signatures of different 

chemical functional groups, mainly C=N and amine bending modes, with the possible 

contribution of ring structures. These spectra clearly demonstrate the relative simplicity of HCN 

polymers in terms of chemical diversity as their infrared features are relatively sharp compared 

to the broad bands of tholins. 

3.3 High resolution mass spectrometry (HRMS) 

HRMS has been demonstrated to be a suitable technique for the analysis of complex organics 

such as tholins and HCN polymers (12,30). ESI‐HRMS enables an analysis of complex organics 

without previous separation or derivatization, and therefore provides a snapshot of all the 

molecules that are readily soluble and ionizable in the initial material. ESI is a soft ionization 



 

 

method that does not fragment molecules and reveals them as protonated positive ions or 

deprotonated negative ions. The resolving power and dynamic detection range of the Orbitrap, 

allow us to access the isotopic signature (13C and 15N) of intense ions in addition to their mono‐

isotopic peaks in the spectra. For the sake of clarity, isotopic signatures are treated in a 

dedicated part of the results section, and all the other representations contain only mono‐

isotopic (i.e. corresponding to the most abundant natural isotope of 12C, 14N, 1H) signatures. Let 

us mention that ESI is known to produce sometimes sodium adducts instead of protonated ions. 

The precision of measurements in the low mass region and the positive assignment of ions 

without any sodium inclusion led us to rule out this kind of adduct in ESI ions from HCN 

polymers. In this section, the general description of the spectrum will be the first step to the 

analysis of the molecular content of our HCN polymer. The assigned molecular formulae and 

their relationship will be used as a cornerstone to identify major compounds in the polymer, 

and their fragmentation behavior will be analyzed to identify some molecular structures. 

3.3.1 General description of the mass spectrum and molecular formulae assignment 

Figure 2 represents the global mass spectrum of HCN polymers (logarithmic normalized 

intensities versus mass to charge ratio) between m/z=50 and 1000 in positive ion mode (panel 

A) and in negative ion mode (panel B). The ionization method does not fragment molecules and 

therefore each spectral peak corresponds to a unique molecular formula but could correspond 

to multiple isomers. Evaluation of the mass distribution of molecules in the polymers shows that 

the signal is dominated by 20 intense peaks while the majority of the peaks have much lower 

intensities in both positive and negative modes. HCN polymer ions were successfully detected 



 

 

from the mass 55.0286 (C2H3N2
+) to the mass 996.3792 (C37H34N37

+) with maximum intensities 

below m/z=400 representing a cumulative intensity of 82% of the whole signal and the assigned 

peaks have intensities between 0.01 and 2.5x106 counts (between 1x10‐6 and 1 in normalize 

intensities) for the positive spectrum. For the negative spectrum HCN polymer ions were 

detected from 53.0150 (C2H1N2
‐) to 601.2905 (C22H29N22

+) also with maximum intensities below 

m/z=400, representing a cumulative intensity of 92% of the whole signal and the assigned peaks 

have intensities between 8.77 and 1.3x107 counts (between 6x10‐7 and 1 in normalize 

intensities). This represents a dynamic range for ion detection better than 106. Figure 3A shows 

the evolution of the mass defects (black squares: decimal fractions of the exact mass) for all the 

measurements (raw spectrum, before molecular formula calculation) in positive mode. Three 

clear groups of mass defects are observed, the first corresponds to HCN polymers, the second 

corresponds to doubly charged ions (of HCN polymers) and the third corresponds to 

contamination (or molecular noise, i.e. species that are present in the environment of the mass 

spectrometer and arise in the spectrum, though they are not present in the solution). This 

contamination is also present in the blank spectra. Figure 3A and 3B show also the mass defects 

(i.e. the decimal fraction of the exact mass) of the peaks that have been assigned to a molecular 

formula (light blue triangles, representing 4.5% of the total number of peaks in positive mode 

and 23% in negative mode and about 90% of the cumulative intensity in both modes) and three 

simulated mass defect evolutions of pure polymeric CH2 polymer ((CH2)x: red circles), pure HCN 

polymer ((HCN)x: blue dots) and HCNO polymer ((HCNO)x: red triangles). The CH2 and HCNO 

patterns were chosen because of their extreme mass defect tendencies (high and low mass 

defects respectively), compared to the HCN polymer. The molecular assignment (i.e. passage 



 

 

from the ion mass to the molecular formula) is based on the exact mass measurement and the 

mass defect. As the exact masses of the ions are measured with a very high resolution (≥105 up 

to m/z = 400) and a very good accuracy (within 2ppm), the mass defect (i.e. the decimal fraction 

of the measured mass) is a direct function of the mass defects of the atoms building the ion. 

Then by combining atomic mass defects of carbon, nitrogen and hydrogen we are able to 

calculate theoretical mass defects and to compare them with the measured ones. As a good 

agreement is found between theoretical and measured mass defects (< 2ppm) the assignment is 

taken into account. The spectra are, prior to assignment, internally calibrated using exact 

masses of molecules that are unambiguously present in the polymer see [37] for more details 

about formulae assignment. The identified molecular formulae resemble the evolution of HCN 

polymer‐like mass defects, plus a few molecules that we attribute to molecular noise. The same 

representation is also displayed in Figure 3B for the negatively charged ions. The same 

distribution of mass defects is observed with two major differences: (i) no multiply charged ions 

can be observed and (ii) smaller extent (in mass, no assignments above m/z=600) of the 

negatively ionized HCN polymer molecules. The distribution of the molecular mass defects, 

around the simulated pure HCN polymer mass defect evolution, is due to the diversity of 

molecules present in the real sample. This shows that our method of molecular formula 

calculation is efficient enough to separate the real HCN polymer molecules from the noise 

(electronic and contamination) and that HCN polymer is more complex than a simple repetition 

of HCN elements. The ions present in positive and negative modes have mostly different 

molecular formula, and the use of the two complementary polarities gives us a more precise 

overview of the whole polymer. This comes from the ionization method that adds or removes a 



 

 

proton to the molecule and is controlled by the ability of the molecule to gain or lose a proton 

(i.e. the chemical functions that are present in the molecule and that can be protonated or 

deprotonated respectively in positive and negative mode). 

Though simpler than tholins (12), the HCN polymer is composed of at least 1723 different 

molecular ions among which 1337 are mono‐isotopic from the positive spectrum and 325 

different molecules with 262 mono‐isotopic from the negative spectrum. 

3.3.2 Isotopic signatures a tool for assignment validation 

A further proof of the validity of the molecular formula assignments is given by the isotopic 

signature of the most intense peaks in the spectrum. Figure 5 shows the simulated position of 

the C6H9N6
+ molecular ion (vertical line in Figure 5A and 5B) and its simulated isotopic signatures 

(vertical lines in Figure 5C). Our simulation includes the carbon and nitrogen isotopes. As both 

mono‐isotopic and isotopic signatures match with the spectra (solid line) both in exact mass and 

in relative intensities (though there is a symmetric undermeasurement of small peaks) of the 

isotopic peaks, it confirms that the assigned molecular formula is correct. The agreement of 

isotopic patterns has been positively checked in the same way for the 10 most intense peaks of 

the positive spectrum as a high signal to noise ratio is mandatory to see the isotopic peaks. 

3.3.3 Interpretation of the molecular formulae 

Once molecular formulae have been assigned to the peaks, a modified Van Krevelen diagram 

(used in petroleomics, (31)), shown in Figure 5 for the positive ions and Figure 6 for the negative 

ions, can be used to visualize all of the mono‐isotopic molecules. A modified Van Krevelen 



 

 

diagram plots the H/C ratio versus the N/C ratio. The pink circle close to the center of the graph 

represents the averaged H/C = 1.28 (corresponding C/H = 0.78) and N/C = 1.05 (corresponding 

C/N = 0.95) ratios, with an intensity weighting, of all the points in the diagram. The pink triangle 

represent the expected H/C and N/C ratios from elemental analysis and the pink square 

correspond to the averaged H/C and N/C ratios with no weighting. Figure 6 displays the same 

representation of the data set for the negative mode. The distribution in mass and the 

organization of the molecules around the point (1;1) is the same as for the positive mode. The 

pink circle close to the center of the graph represents the averaged H/C = 0.920 (corresponding 

C/H = 1.079) and N/C = 1.008 (corresponding C/N = 0.990) ratios, with an intensity weighting, of 

all the points in the diagram. The pink triangle represent the expected H/C and N/C ratios from 

elemental analysis and the pink square correspond to the averaged H/C and N/C ratios with no 

weighting.  The averaged (taking into account both negative and positive modes) ratios are C/H 

= 0.90 and C/N = 0.97 and are in relatively good agreement with the elemental analysis of the 

polymer considering the small amount of negatively charged ions identified. The pink square at 

the center of the graphs represents the averaged C/N and C/H ratios with no weighting. Those 

two different ways to calculate the averaged values (with or without weighting) demonstrates 

the relevance of the information contained in the intensity. The fact that we reach a value close 

to the one given by the elemental analysis means that intensity of the peaks mostly comes from 

the abundance of the molecules in the sample. No considering the fact that the number of 

molecules is huge in positive ionization mode compare to the negative ones and that the 

elemental analysis was performed on the whole polymer, we calculate the averaged H/C and 

N/C ratios of the whole polymer (negative and positive) weighted by the number of molecules. 



 

 

This calculation results in H/C = 1.22 (H/C = 1.19 form elemental analysis) and a N/C = 1.04 (N/C 

= 1.04 from elemental analysis). 

It is clear that as the molecular mass increases, both ratios tend toward a value of 1 as it can be 

expected for HCN polymer resulting from HCN addition. In those Van Krevelen diagrams the H/C 

and N/C patterns can be fitted linearly toward the point (1;1). The observed linear patterns (all 

converging toward the point (1;1) on this diagram) are not coincidental; they represent families 

of molecules, the members of which are separated by the exact mass of HCN (27.0108 Da). The 

molecular formulae can be rewritten based on those families. For example the molecule C6H9N7 

can therefore be rewritten as (HCN)6 NH3 and will therefore belong to the (HCN)x NH3 family 

(with an x value that varies between 2 and 37 in our spectra). As the repetitive pattern of a 

family is identified, we can look for this family through the entire mass range. 

Figure 7 shows the evolution of intensity of the 22 most intense families (among 243) that have 

been identified in positive mode and are summarized in Table 2. The family detections are 

validated by the distribution of the intensities as a function of the mass; for all the families it 

follows the general distribution shown in Figure 2 (essentially depending on instrumental 

transmission and ionization efficiency). The identification of those families is the same for the 

negative mode even if fewer molecules have been identified. Since the molecules in a given 

family are separated by the exact mass of HCN, HCN monomer seems to be the repetitive 

pattern involved as a molecular building block. 

 



 

 

This observation is corroborated by the (HCN) Kendrick mass defect diagram shown in Figure 8A 

for the positive ions and Figure 8B for the negative ions. This diagram shows the evolution of 

the Kendrick mass defect versus the exact Kendrick mass that corresponds to the normalization 

of the exact measured mass to fit with a repetitive pattern of normalized mass. For instance, it 

is possible to use a HCN mass of 27 instead of 27.0108, using equations (1) and (2) from (35). 

Exact Kendrick mass = Exact measured mass * (27/27.0108)  (1) 

Kendrick mass defect = (nominal mass – exact Kendrick mass)  (2) 

The nominal mass is the entire fraction of the exact mass. Several patterns have been tested 

CH2, HN3, CH2NH (not shown) and HCN. The repetitive pattern is found to be HCN as it is the one 

that draws the most extended horizontal lines. 

The huge matrix built up by all the family roots can be simplified; all the roots can be 

constructed by a combination of 4 components that are NH, C, N2 and H2. Nevertheless, even if 

243 different families have been identified in the spectrum, some families are absent. This is the 

case for all the families like Ny and Hy where y is an odd number while the there is no limitation 

for the carbon for which in observed Cz families, z can be odd or even. Secondly, when 

associated with carbon in the roots, the number of nitrogen or the number of hydrogen is 

always even. When combined together, the number of hydrogen is always even when the 

number of nitrogen is even and respectively when the number of nitrogen is odd. This 

correlates to the so‐called “nitrogen rule” and explicitly shows that the ions detected, though 

very complex and encompassing a great variety, are never radical ions. 



 

 

3.3.4 Structural analysis and tandem mass spectrometry (MS/HRMS) 

While the patterns observed in the molecular formulae can provide insight into the general 

organization of the polymer, the understanding of the structures present in the sample provides 

additional constraints. To do that, tandem mass spectrometry (MS/MS) with the Orbitrap as a 

final analyzer (High resolution: MS/HRMS) was used. This kind of study was previously described 

by Neish et al. 2010 [38] to identify structures in hydrolyzed tholins. 

Tandem mass spectrometry or MS/HRMS was used to investigate the structure of eight 

molecules contained in the HCN polymer. Those ions where selected because their intensity is 

high enough to see the fragment peaks in the spectrum, except for C6H11N8
+ (m/z=195) which 

was chosen because the mass of the most intense ion in its family (guanidine CH6N3 at m/z=60) 

was too low to record the fragmentation spectrum. Figure 9 presents the results of MS/HRMS 

experiments for the eight ions investigated here (summarized in Table 3). The major fragment 

for C6H9N6
+ (m/z=165), C6H8N7

+ (m/z=178), C7H10N7
+ (m/z=192), C6H11N8

+ (m/z=195), C8H9N8
+ 

(m/z=217), C9H10N9
+ (m/z=244) and C9H13N10

+ (m/z=261) is NH3 while for C4H4N4
+ (m/z=109) the 

main loss observed is that of HCN. 

This clearly demonstrates that amines are present as a significant fraction in HCN polymer. But 

ions at m/z= 109, 217 and 244 (that all belong to the (HCN)x family, with x=4,8 and 9, 

respectively) do not exhibit identical fragmentation patterns. This indicates a more complex 

evolution within a given family of molecules; a simple linear polymerization scheme is not valid. 

Rather reorganization of the structure seems to happen during the polymerization process. This 

is consistent with the TMAH/GCMS study of Minard et al. [15] that demonstrates the presence 



 

 

of N bearing heterocycles in HCN polymer, which are not formed by simple monomer addition. 

It is also consistent with the work of Matthews and Minard [18] who proposed a pathway for 

building ring structures during the polymerization. In addition the fragmentation pattern of 

C4H5N4
+ (m/z=109), which has a low fragmentation efficiency, shows that the structure is 

resistant to the collision induced dissociation, which may indicate the presence of an aromatic 

ring in the structure. 

Further interpretation of the fragmentation pattern requires the use of standard molecules. 

Accordingly we have acquired fragmentation spectra of pure standards and compared them 

with spectra of HCN polymer. The ion C4H5N4
+ at m/z=109 corresponding to the C4H5N4

+ formula 

is of great interest as previous studies have suggested that the tetramer of HCN is an important 

intermediate in the polymerization process (36) (37). Figure 10 shows the fragmentation pattern 

of m/z=109 in the HCN polymers (panel A) and three standard molecules at the same mass 

(panel B and C) with the same molecular formula, but of known structure, diaminomaleonitrile 

(DAMN), 4(5)‐Amino‐1H‐imidazole‐5(4)‐carbonitrile and 3‐Amino‐4‐cyanopyrazole respectively. 

This figure shows that those three isomers are not present in HCN polymer, in significant 

amount, because their fragmentation patterns do not match the spectrum of the HCN polymer. 

This is consistent with the observation of (34) that DAMN is a crystalline product during the 

polymerization and that it is not soluble in liquid HCN. The low fragmentation efficiency of the 

HCN polymer ion is consistent with an aromatic ring structure linked to a short chain. Let us 

note that this technique of dissociation to elucidate structure of unknown ions is limited by the 

fact that the HCN polymer may not be isomerically pure, which implies that several isomers can 

be present at a given exact mass. Thus the fragmentation spectrum of HCN polymers could be 



 

 

the combination of the fragmentation patterns of multiple isomers. As a consequence we can 

just conclude that DAMN is not the major ion at m/z =109. 

Nevertheless, iterative MS/MS spectra can reveal the structure of a given molecule through 

successive removal of chemical functional groups that constitute the molecular backbone. With 

this aim, the iterative MS/MS spectra of the m/z=244 molecule (C9H10N9
+ from the (HCN)x 

family), is of great interest. The succession of fragmentations is shown in Figure 11. The first 

parent ion selected is C9H10N9
+, the most intense peak in the spectrum (i.e. m/z= 244). The high 

fragmentation efficiency is consistent with an elongated structure; the main fragment is NH3 

which is consistent with a chain containing amine groups. 

This is also consistent with the strong signatures of amine in the infrared spectrum of the HCN 

polymer. Then the lighter ion, C9H7N8 at m/z=227 (C9H8N8
+: m/z=244 – NH3) is selected, 

becoming the new parent ion, and broken. This ion has a lower fragmentation efficiency and the 

main fragment is HCN. For the two next ions, m/z=200 (C8H7N7
+: m/z=227 – HCN) and m/z=173 

(C7H6N6
+: m/z=200 – HCN), the only fragment is HCN. The molecular backbone then seems to be 

constructed of HCN monomers. The MS/HRMS experiment ended because the signal to noise 

ratio was too low when trying to break the ion C6H5N5
+ (m/z=146). Finally, the conclusion of this 

iterative MS/MS measurement is that HCN polymer molecules seem to have a backbone 

constituted by HCN monomer. Then reorganization can occur to form aromatic rings even at low 

mass (C4H5N4
+: m/z=109). Additionally, the aromatic rings can be linked to chains of various 

lengths that have amine groups. Another argument can be evocated to strengthen the idea of 

aromaticity of some molecules. This is the evolution of a hybrid index. This index is equal to 



 

 

DBE/(C+N), i.e. the double bond equivalent divided by the number of heavy atoms (carbon and 

nitrogen). The majority of the polymer molecules lie between 0.5 and 1. This means that the 

polymer molecules are high unsaturated and that this unsaturation is carried out by conjugated 

chains such as imines (or polyimines) and also by aromatic (or heteroaromatic) cycles. 

4. Conclusion 

In conclusion, high resolution mass spectrometry is a very sensitive and suitable technique to 

study complex organic molecules [30] and thus HCN polymers. This technique gives results in 

good agreement with previous studies: NMR [34] and TMAH/GCMS [15]. This technique is also 

of great interest for trying to interpret and understand the structures of molecules present in 

HCN polymers. The use of tandem mass spectrometry allows for deeper characterization of the 

molecules present in HCN polymer than is possible through the use of mass spectrometry alone 

and can be used as a tool to confirm or invalidate structures. It has been shown that molecules 

are constituted by HCN monomers and that chains have amine groups. It has also been shown 

that aromatic rings are present in HCN polymers. In this study, comparison of the fragmentation 

pattern of HCN polymers and standard molecules is a key step in understanding fragmentation 

processes by providing insight into the behavior of different chemical functional groups during 

MS/HRMS. 

This is the first extended study to use very high resolution mass spectrometry to analyze HCN 

polymer and additional analytical efforts should provide further insight into the composition of 

HCN polymers. In this way the use of liquid chromatography coupled with high resolution mass 

spectrometry could be of great interest for deeper discrimination between different isomers. 



 

 

Study of laboratory analogues of planetary organic materials through the use of mass 

spectrometry is necessary for accurate interpretation of the low resolution mass spectrometry 

data obtained by current spacecraft and also for development of future high resolution flight 

instruments. 
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Figure 1: Infrared spectra of HCN polymers and, for comparison, tholins produced from 90:10 

N2:CH4 mixture. The HCN polymers spectrum exhibits strong amine and nitrile signatures, a more 

complex feature below 1650cm‐1 composed of C=N and possible ring contributions and no clear 

methyl mode. 

Figure 2: Mass spectrum of HCN polymer in positive ion mode (panel A) and in negative ion 

mode (panel B). This spectrum shows that ions were present from m/z=50 to 1000 and the 

general molecular mass distribution throughout the mass range. The signal is dominated by 20 

very intense peaks, but the majority of the peaks have low intensities. 

Figure 3: Mass defects (i.e. the decimal fraction of the exact mass) of all the identified peaks in 

the positive ion mass spectrum (panel A). Trend 1 corresponds to HCN polymers, trend 2 to 

doubly charged ions and trend 3 to contamination. The mass defects of the assigned molecular 

formulae (light blue triangles) and simulated mass defects of CH2 polymer (red circles), HCN 

polymer (blue circles) and HCNO polymer (red triangles) are also shown. Mass defects of all the 

identified peaks in the negative ion mass spectrum (panel B). The smaller extent of the identified 

HCN molecules is clearly visible (light blue triangles). Trend 1 corresponds to HCN polymers and 

trend 2 to contamination. The mass defects of the assigned molecular formulae (light blue 

triangles) and simulated mass defects of CH2 polymer (red circles), HCN polymer (blue circles) 

and HCNO polymer (red triangles) are also shown. 

Figure 4: Isotopic validation of the assigned molecular formulas. This example shows the 

simulated position and intensity of the C9H6N6 molecular ion (vertical line in A and B) and its 

isotopic signature (vertical lines in C). The agreement between simulated position and relative 



 

 

intensities and the spectrum (solid line), clearly demonstrates the validity of the molecular 

formula assignments. 

Figure 5: Modified Van Krevelen diagram showing the H/C ratio versus the N/C ratio of all the 

mono‐ isotopic molecules identified in the positive ion spectrum. This diagram clearly shows that 

as the molecular mass increases, the H/C and N/C ratios tend toward a value of 1. The lines 

observed on this plot represent families of molecules. The size of the circles represents the 

intensity of the peak in the spectrum. The pink dot close to the center of the graph represents 

the averaged C/N and C/H ratios with an intensity weighting and the pink square exactly at the 

center shows the average without weighting. The pink triangle represents the N/C and H/C 

ratios expected from the elemental analysis. 

Figure 6: Modified Van Krevelen diagram showing the H/C ratio versus the N/C ratio of all the 

mono‐isotopic molecules identified in the negative ion spectrum. This diagram clearly shows that 

as the molecular mass increases, the H/C and N/C ratios tend toward a value of 1. The lines 

observed on this plot represent families of molecules. The size of the circles represents the 

intensity of the peak in the spectrum. The pink dot at the center of the graph represents the 

averaged C/N and C/H ratios with an intensity weighting and the big square shows the average 

without weighting. The pink triangle represents the N/C and H/C ratios from the elemental 

analysis. 

Figure 7: Intensity versus mass of the 22 most intense identified families. The important 

observation is that their presence throughout the entire mass range validates their detection (i.e. 



 

 

they are not an assignment artifact). The shape of the intensity distribution versus the mass of 

all the molecules within each family follows the general distribution shown on Figure 2. 

Figure 8: Panel A represents the evolution of the HCN Kendrick mass defect for the identified 

molecular formulae in the positive ion mode data. Panel B represents the evolution of the HCN 

Kendrick mass defect for the identified molecular formulae in the negative ion mode data. This 

representation of the data set allows us to identify HCN as the basic molecular building block as 

extended horizontal lines are drawn. 

Figure 9: MS/HRMS results for the eight studied ions. The color corresponds to molecular 

fragments as shown in the figure. The length of the colored zone corresponds to the relative 

intensity of the peak in the spectrum. 

Figure 10: Comparison between the fragmentation patterns of m/z= 109 in the HCN polymer 

(panel A) and three standard molecules: diaminomaleonitrile (DAMN) (panel B), the 4(5)‐Amino‐

1H‐imidazole‐5(4)‐carbonitrile and the 3‐Amino‐4‐cyanopyrazole respectively (Panel C). This 

clearly demonstrates that neither of these three standards is not the correct isomers. However 

the polymer may not be pure isomeric material and the fragmentation pattern of its m/z=109 

ion(s) is may be a combination of multiple isomer signatures. The color code is the same as for 

the Figure 9. 

Figure 11: Successive MS/MS from the initial parent ion at m/z=244 and its lighter daughter ions 

at m/z= 227, 200 and 173). This iterative measurement demonstrates that HCN polymer 

molecules contain chains built up by HCN monomers (HCN loss) and containing amine groups 

(initial intense loss of NH3 from m/z=244). The measurements ended when the signal to noise 



 

 

ratio became too low while trying to fragment the ion at m/z=146. The color code is the same as 

for the Figures 9 and 10. 

Table 1: Elemental analysis of HCN polymer in weight percentages and derived C/N and C/H 

ratios. As the oxygen is only a trace element, oxygen has not been included when assigning the 

molecular formulae. Relative errors are typically of 1%. 

Table 2: The 22 most intense identified families in positive mode are shown here with the 

respective number of members and the identity of the most intense member. 

Table 3: List of the ions studied by MS/HRMS with their respective molecular formula, relative 

difference compared to theoretical exact mass, assigned family and most intense lost fragment. 

 

 

 

 

 

 

 

 

 



 

 

Table 1: 

  C  N  H O C/H C/N  C/O
  wt%  wt%  wt%  wt%  atomic  atomic  atomic 
First 
analysis 

43.2  52.5  4.3 
Absent or 
traces 

     

          0.84  0.96  0 
Second 
analysis 

43.1  52.6  4.3 
Absent or 
traces 

     

 

Table 2: 

Family  Number of 
members 

Most intense 
member 

X (for the most intense 
member) 

(HCN)x  35  C9H10N9
+ m/z=244.1055  9 

(HCN)xCH2  13  C7H9N6
+ m/z=177.0885  6 

(HCN)xC2H2  9  C8H9N6
+ m/z=189.0885  6 

(HCN)xCN2  28  C11H11N12
+ m/z=311.1226  10 

(HCN)xC2N2  31  C14H13N14
+ m/z=377.1441  12 

(HCN)xC  31  C11H11N10
+ m/z=283.1166  10 

(HCN)xC2  11  C13H12N11
+ m/z=322.1272 11 

(HCN)xC3  3  C9H7N6
+ m/z=199.0730  6 

(HCN)xC3N2  29  C6H11N18
+ m/z=335.1405  6 

(HCN)xC4N2  8  C8H5N6
+ m/z=185.0573  4 

(HCN)xC5N2  3  C31H27N28
+ m/z=791.2963  26 

(HCN)xC4N4  28  C15H12N15
+ m/z=402.1390 11 

(HCN)xC5N4  24  C15H11N14
+ m/z=387.1283  10 

(HCN)xC6N4  12  C22H17N20
+ m/z=561.1911  16 

(HCN)xC7N4  7  C26H20N23
+ m/z=654.2240  19 

(HCN)xH2  30  C6H7N6
+ m/z=165.0883  6 

(HCN)xH4  13  C6H11N6
+ m/z=167.1042  6 

(HCN)xNH  30  C6H8N7
+ m/z=178.0836  6 

(HCN)xNH3  24  C8H12N9
+ m/z=234.1211  8 

(HCN)xNH5  5  C6H12N7
+ m/z=182.1149  6 

(HCN)xN2H2  15  C3H6N5
+ m/z=113.0615  3 

(HCN)xN2H4  16  C1H6N3
+ m/z=60.0551  1 

 

 

 



 

 

Table 3: 

Parent ion 
exact mass 

Formula  Δppm Family Value of x 
in previous 
column 

Main lost 
fragment 

m/z=109.0506  C4H5N4
+  ‐2.6  (HCN)x  4  HCN 

m/z=165.0882  C6H9N6
+  ‐0.58  (HCN)xH2  6  NH3 

m/z=178.0833  C6H8N7
+  ‐1.2 (HCN)xNH 6 NH3 

m/z=192.0989  C7H10N7
+  ‐1.4  (HCN)xH2  7  NH3 

m/z=195.1096  C6H11N8
+  ‐2.7  (HCN)xN2H4  6  NH3 

m/z=217.0944  C8H9N8
+  ‐2.7 (HCN)x 8 NH3 and HCN

m/z=244.1055  C9H10N9
+  +0.35  (HCN)x  9  NH3 

m/z=261.1320  C9H13N10
+  +1.3  (HCN)xNH3  9  NH3 
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